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ceminapy imeni ['annau [TyukoBcbkoi “CHeKTpOCKOITis MOJIEKYI 1 KpHCTaIIiB”
(22-29 Bepecns 2013 p., beperose, Kpum, VYkpaina). B Te3zax BukiageHo
HOBI Pe3yNbTaTH JOCIHIIPKEHb 3 OCHOBHUX HAIPSMKIB Cy4acHOI TEOPETHYHOT
1 eKCIIEPUMEHTAIILHOT CIIEKTPOCKOITT HEMETATIYHUX KPUCTaliB, aMOP(HUX
pEUOBHWH, Ta3iB, PiAWH, PIOKAX KpPUCTAJiB, MOJIMEpiB, HAHOPO3MIPHUX
CUCTEM, TOHKHX IUTIBOK, ITOBEPXHI 1 MDKMOJIEKYIApHOI B3aeMoii. Takoxk
PO3TISHYTO TaKi HANpsMKH SK HEJMiHIHHO-ONTHYHI SBUINA, KOMIH IOTEpPHE
MOZIETIOBAHHS, HOBI ITPMIIaN Ta METOAN CIIEKTPAIBHHUX JOCIIKCHb.

Te3n HagpyKOBaHO B aBTOPCHKOMY ITOJaHHi.

PexomennoBano 1o npyky Buenoto panoro Iacruryty disukun HAH Ykpaian
(ITporoxon Ne 6 Bix 06.06.2013).
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40-YEAR HISTORY

OF GALYNA PUCHKOVSKA
INTERNATIONAL SCHOOL-SEMINAR

“SPECTROSCOPY OF MOLECULES AND CRYSTALS”

The International School-Seminar “Spec-
troscopy of Molecules and Crystals” has a long
history. Founded in 1973, this year’s 21%
School-Seminar marks its 40" anniversary. The
idea of this scientific event was put forward by
a working group from the Institute of Physics,
Kyiv, Ukraine. Main architects of the School-
Seminar were Chairman, Director of the Insti-
tute of Physics, Member of the National Acad-
emy of Sciences of Ukraine Marat Shpak, and
senior researcher of the Department of infrared
spectroscopy, later a Head of Photoactivity De-
partment, Professor Galyna Puchkovska.
Among the founders of the School-Seminar was also its Honorary Chairman
since 1979, world-known physicist and theoretician, Member of the National
Academy of Sciences of Ukraine Alexander Davydov.

The School-Seminar becomes regular biennial meeting of prominent sci-
entists from all over the former Soviet Union. The geography of the School-
Seminar covers nearly all famous places of Ukraine. Without doubt, the heart
and soul of the school, its organizer and inspirer from the very beginning was

Professor Galyna Puchkovska.
The scope of the School-Seminar is broad and covers all aspects of spec-
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troscopy including theoretical
spectroscopy, molecular dynam-
ics and molecular interactions,
spectroscopy of molecular crys-
tals, spectroscopy of inorganic
crystals and semiconductors, as
well as applied spectroscopy.

The first School-Seminar
was held in Western Ukraine near
Uzhgorod at the sport and recrea-
tion camp of Uzhgorod Universi-
ty “Skalka”. About 80 participants from Ukraine, Russia, Belarus and other
former Soviet countries took part in this event. For many years, it continues
to bring together scientists interested in spectroscopic methods of research
from all over the world. Every year the School-Seminar widens the number
of its participants. With time, a true family of devotees of Galyna Puchkovska
School-Seminar was build between spectroscopists, including famous spe-
cialists in the field of spectroscopy of solid state and soft matter, non-linear
and laser spectroscopy from different countries.

The aim of the School-Seminar, seen by Galyna Puchkovska as a wide-
circle meeting of scientists and engineers, is to examine from different points

Galyna Puchkvoska and Alexander Davydov
(in the center) at VI SSSMC (1983, Chernihiv)

Participants of XII ISSSMC (1995, Nizhyn)
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Participants of XIV ISSSMC (1999, Odessa)
of view the problems and questions of molecular spectroscopy and its appli-
cations, to share the experience and to facilitate joint research in different
fields of spectroscopy. Apart from its purely scientific goals, the aim of the
School-Seminar was always to support young Ukrainian researches, help
them to present their ideas to the international spectroscopic community and
to initiate common research projects with European scientists and engineers.

Since 2005 Taras Shevchenko National University of Kyiv is a co-organ-
izer of Galyna Puchkovska School-Seminar. Since that time, the School-
Seminar has its permanent residence in the University’s Centre of recreation
and tourism in the village of Beregove in Crimea. On the proposal of the au-
thor, the School-Seminar was complemented with a satellite meeting - a sum-
mer mini-school of «Minor Academy of Sciences of Ukraine». The best
Ukrainian schoolchildren, winners of All-Ukrainian competition on physics
may take part in the work of this school.

During 40 years, School-Seminar of Galyna Puchkovska continues to
unite spectroscopists from different countries, strengthen scientific coopera-
tion between Ukraine and the entire world, stimulate exchange of thoughts
and ideas, and inspire new generations to contribute to the development of
science.

V. Pogorelov
Chairman of International
Advisory Committee
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L-1 LECTURES

'H, C NMR AND RAMAN SPECTROSCOPY OF PROTON/
DEUTERON EXCHANGE IN IMIDAZOLIUM-BASED IONIC
LIQUIDS

V. Klimavicius', J. Kausteklis', M. Bugailiskis', V. Aleksa’, A. Marsalkad’,
Z. Gdaniec’, V. Balevicius""

'Faculty of Physics, Vilnius University, Saulétekio al. 9, LT-10222 Vilnius, Lithuania
2 Institute of Bioorganic Chemistry, Polish Academy of Sciences,
Z. Noskowskiego 12/14, PL-61704 Poznan, Poland
*Corresponding author: vytautas.balevicius@ff.vu.lt

Ionic liquids (ILs)/room temperature ionic liquids (RTILs) can be con-
sidered as one of the most successful breakthroughs creating smart materials
and multifunctional compositions possessing many appealing features im-
portant for the applications in high technologies, including various artificial
sensors of new generation, electrochemistry, fuel cells and batteries, (bio-)
catalysis, efc [1]. On the other hand, the physical understanding of processes
in ionic liquids on a molecular level how the certain peculiar properties may
arise from the long-range interionic interactions coupled with their structural
features and dynamics is still one of the main challenges for fundamental re-
search.

The anion effect on the proton/deuteron (H/D) exchange in the imidazo-
lium-based ionic liquids [C mim][X], were n=4 and 10, X =1, Br, Clin D,O
solution was studied applying 'H, *C NMR and Raman spectroscopy.

The time dependencies of integral intensities in NMR and Raman spec-
tra indicate that the H/D exchange in [C mim][X] runs faster in sequence of
anions Cl, Br and I. The role of anions has been discussed. They interact with
cations via H-bonds and bind the water molecules in their solvation shells.
The overlap and the competition of these processes may cause complex de-
pendency of the H/D exchange reaction rates on the sample composition. The
concept of the conformational changes coupled with the H/D exchange in
imidazolium-based ionic liquids can be rejected in the light of *C NMR ex-
periment and DFT calculation. The revealed changes in *C NMR spectra are
caused by the Nuclear Overhauser Effect (NOE) and the secondary ('*C) iso-
tope effect not being the signal shifts due to the conformational trans-gauche

transition.
[1]. Physical Chemistry of Ionic Liquids, J. F. Wishart and E. W. Castner Jr., Eds.
The special issue of J. Phys. Chem. B 111, No. 18, 2007.
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L-2 LECTURES

NEW ORGANIC PROBES FOR TWO-PHOTON INDUCED
FLUORESCENCE MICROSCOPY APPLICATION

M.V Bondar"®, O.V. Przhonska', K.D. Belfield’

nstitute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
“Department of Chemistry and CREOL, The College of Optics and Photonics,
University of Central Florida, P.O. Box 162366, Orlando, FL 32816-2366, USA
“Corresponding author: mike bondar@iop.kiev.ua

The linear photophysical, two-photon absorption and superfluorescence
properties of new organic fluorene and squaraine derivatives with great po-
tential for two-photon fluorescence microscopy application have been report-
ed. The steady-state and time-resolved spectral analysis of new molecules
were performed in solvents of different polarity at room temperature under
CW and pulsed femtosecond excitation. Different types of fast relaxation
processes have been detected in the excited electronic states of fluorene de-
rivatives, including solvation dynamics. Efficient superfluorescence radiation
was observed for fluorene and squaraine molecules under femtosecond
pumping conditions. Two-photon absorption (2PA) spectra of new molecules
were obtained in broad spectral range using open aperture Z-scan methodol-
ogy and the maxima values of 2PA cross sections up to 2500 GM were shown.
A potential application of new probes in bioimaging was demonstrated via
one- and two-photon fluorescence microscopy techniques.
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L-3 LECTURES

COMPLIMENTARY INVESTIGATION OF
MICROSTRUCTURE OF IONIC SOLUTIONS BY
NMR-RELAXATION, QUANTUM CHEMISTRY AND
MOLECULAR DYNAMICS METHODS

V.I. Chizhik", A.V. Egorov, V.V. Matveev, D.A. Markelov, M.F. Vovk,
M.S. Pavlova

Faculty of Physics, Saint-Petersburg State University, Russian Federation
*Corresponding author: chizhik@nmr.phys.spbu.ru

Nuclear magnetic resonance is a fruitful tool for the investigation of the
internal structure of ionic solutions, and NMR-relaxation plays an important
role. Spin-lattice relaxation rates of 'H, 2H, "Li, '*C, »*Na, 3Cl, *'Br and "I
nuclei in electrolyte solutions and ionic liquids were measured in a wide tem-
perature range using the Bruker SXP 4-100 and AVANCE 500 spectrometers.
The NMR-relaxation method for the investigation of aqueous salt solutions
was earlier developed in [1]. The change of quarupole coupling constants
(QCC), caused by the deuteron transfer from water molecules to D,O" ions,
and the change of the QCC of deuterons, which belong to water molecules in
hydration shells of “strong” ions, were detected.

In order to conciliate the data obtained from proton and deuteron reso-
nances, the electric field gradients and the QCC of deuterons in different
molecular complexes were estimated from quantum-chemical calculations.
The DFT method with hybrid functional B3LYP was chosen to take into con-
sideration non-local electronic correlation. Flexible basis sets (6-3 1++G**,
6-311++G**, aug-cc-pVDZ, aug-cc-pVTZ and aug-cc-pVQZ) with diffuse
functions were used, that is important for molecular systems with hydrogen
bonds.

For the modelling of aqueous solutions the standard molecular dynam-
ics has been carried out. The original combination of classical molecular dy-
namics simulation and Car-Parrinello method, based on the DFT, is also used.

The work is partly supported by grants of Saint-Petersburg State Uni-
versity and Russian Foundation for Basic Research (Grant No 13-03-

01073a).
[1]. V. L Chizhik. Molec. Phys., 1997, 90, 653.
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L-4 LECTURES

GLASS FORMATION AND NUCLEATION IN
SUPERCOOLED LIQUIDS

J. Baran', N.A. Davydova®*, M. Drozd'

nstitute of Low temperature and Structure Research, PAS, 50-950, Wroclaw,Poland
YInstitute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
*Corresponding author: Davydova@jiop.kiev.ua

Glasses, and the supercooled liquids from which they are usually pre-
pared, provide a challenging array of fundamental questions that have been
the subject of study for nearly 100 years [1]. Research in this field has been
concentrated in the temperature range around and below the conventional
glass transition temperature Tg. Here we present selected aspects of our study
of the vitrification, nucleation and crystallization in a family of glass-formers
such as: 2-biphenylmethanol, benzophenone, orto-bromobenzophenone and
salol, by using spectroscopic and differential scanning calorimetry methods.
It has been found that in the supercooled liquids of the aforementioned
compounds the nuclei emerge during the cooling procedure. The temperature
at which the nuclei appear lies at ~ 1.2Tg. The precursors of the nuclei origi-
nate in the local-density-fluctuation sites, which are already present in the
quenching period of the supercooled liquid. In all our experiments nuclei
appears no matter how quickly we cooled liquid (fast quenching or slow cool-
ing). During subsequent cooling below Tg the fluctuating nuclei become an
important element of the glass structure. The most fascinating fact is that the
crystal symmetry of these formed at low temperature nuclei is not consistent
with that of the initial crystal. After melting of the glass state the size of these
nuclei increases and cold crystallization into the metastable phases occurs.
Our results suggest that the metastable phase tends to nucleate in preference
to the stable phase in the vicinity of the glass transition, thus the metastable

phase at the nanometric size comprises a glass structure.
[1]. M.D. Ediger, P. Harrowel, J. Chem. Phys. 137, 080901 (2012).
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L-5 LECTURES

PHOTOPHYSICS AND SPECTROSCOPY OF
NOVEL FLUORESCENT NANOPARTICLES AND
NANOCOMPOSITES

A.P. Demchenko

Palladin Institute of Biochemistry, National academy of Sciences,
Leontovicha 9, 01030, Kyiv, Ukraine
Corresponding author: alexdem@ukr.net

The electronic absorption and fluorescence spectroscopy was enriched
tremendously on the introduction of new fluorescencent nanoscale materials
and nanocomposites [1]. In basic research and in many application areas tra-
ditionally explored intrinsic fluorescence of biological macromolecules and
cellular pigments and of externally introduced organic dyes are presently in
strong competition with these new nanomaterials. Among them are conju-
gated polymers, semiconductor nanocrystals (quantum dots), up-converting
nanocrystals, magic-size clusters of silver and gold, nanodiamonds and car-
bon dots, etc. They demonstrate diverse photophysical behavior and allow
obtaining diverse information being used in analytical tools (as sensors) or
when they form images in biological systems. Based on them, functional
nanocomposites displaying a variety of useful features and thus extending
dramatically the information content of output data can be constructed. With
their aid one can modulate in broad ranges the wavelengths of excitation and
emission, the lifetimes and anisotropies. The systems with ‘superenhance-
ment’ and ‘superquenching’ can be designed. Such unlimited possibilities are
offered by combining different types of luminophores based on electronic
conjugation, plasmonic effect or excited-state resonance energy transfer [2].
A comparative analysis of spectroscopic properties of new nanoscale materi-
als and of their hybrid nanocomposites is provided with the prospect of ap-

plications in fluorescence sensing and imaging.

[1]. A.P. Demchenko. Introduction to Fluorescence Sensing. Springer Verlag,
(2009), 612 pp.

[2]. A.P. Demchenko, Methods Appl. Fluoresc. 1 (2013) 022001 (28pp)
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L-6 LECTURES

DIRECT MEASUREMENT OF PLASMON LIFETIME WITH
OPTICAL KERR GATE

L Dmitruk"”", I. Blonskii', A. Dmytruk!, S. Malynych®, D. Aleksiuk'?,
V. Kadan', P. Korenyuk!, M. Zubrilin'

nstitute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
2Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
3Institute for Physics of Semiconductors, National Academy of Sciences of Ukraine,
Prosp. Nauky, 41, Kyiv 03028, Ukraine
*Corresponding author igor_dmitruk@univ.kiev.ua

Applications of plasmon for information exchange, field enhancement,
sensorics and many others require reliable data on its basic characteristics.
Lifetime is among the most important but difficult to measure. Because of
large oscillator strength of plasmon its radiative lifetime is in the range of
only few femtosecond and usually it is beyond the possibilities of time-re-
solved spectroscopy. Thus, typically it is estimated from its spectral width
with inevitable inaccuracies caused by nonradiative decay and inhomogene-
ous broadening in the samples of nanoparticles with certain size distribution.

We have succeeded in the measurement of quadrupole plasmon lifetime
by means of optical Kerr gate. Experiments were performed at the Center for
collective use Femtosecond Laser Complex of National Academy of Scienc-
es of Ukraine. Second harmonic of Ti:sapphire laser excited quadrupole plas-
mon resonance in colloid solutions of silver nanoparticles and their second-
ary emission is analyzed. Tailing of the order of 45 fs is attributed to lifetime
of quadrupole plasmon and much longer delay in picoseconds range observed
in dense samples is interpreted as diffusion-like light propagation caused by
multiple scattering.
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L-7 LECTURES
SEIRA AND SERS SPECTROSCOPY: ADVANTAGES AND
DISADVANTAGES
G.I. Dovbeshko', O.M. Fesenko', O.P. Gnatyuk

Department of Physics of Biological Systems, Institute of Physics, NAS of Ukraine,
46 Nauki Prosp., 03068 Kyiv, Ukraine
"Corresponding author: gd@iop.kiev.ua

The enhancement of optical process by a factor 10%..10'? near rough
metal surface, carbon nanostructures, semiconductors is known already from
the end of last century for both optical transitions in adsorbed molecules (Ra-
man scattering (RS) of light, luminescence, IR absorption) and the processes
which do not depend on the presence of molecules on the metal surface (for
example, second harmonics generation). The effect lies in an essential in-
crease of the intensity of transition (for example, effective cross-section in-
creases by factor 10°..10'? for RS — the effect was named as SERS and 10-10°
for IR absorption- SEIRA effect) or efficiency of the process near metal sur-
face. The explanation of the effect is not simple and includes several mecha-
nisms: 1) the increase of the electromagnetic field near rough metal surface or
island metal films, ii) the increase of the dipole transition moment of the ad-
sorbed molecules, etc. [1].

Despite of great interest to these effects, experimental application is not
so simple and sometimes it is very difficult to reach high enhancement in the
spectra. Factor of enhancement in SERS and SEIRA is determined by 1) by
structure and morphology of metal surface [2], 2) type of the molecules and
its organization on the I surface [2], 3) geometry of the experiment, type of
the substrate materials etc.

Advantages and disadvantages of enhanced vibrational spectroscopy,
numerous experimental data of SEIRA and SERS, including biomolecules
and living cells are presented and discussed here.

Acknowledgment: we thank for financial assistance Project STCU 5525
(2012-2013), Ukrainian-Polish Joint Research Project (2012-2014), PIRS-

ES-2012-318617 FAEMCAR, Ukrainian-Russian Project 60-02-12.

[1]. B.A. Kocobykun. Cepust ¢pusnueckas. 1985, 49(6): 1111-1120.

[2]. J. Panek, A. Jezierska, A. Koll, G. Dovbeshko, O. Fesenko. // ChemPhysChem.
—2011.—Vol.12,P. 1 — 12.
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L-8 LECTURES

HYDROGEN BOND NETWORKS IN GUANIDINIUM
BASED CRYSTALS. THE X-RAY, SPECTROSCOPIC AND
QUANTUM CHEMICAL INVESTIGATIONS

M. Drozd", D. Dudzic

Institute of Low Temperature and Structure Research of the Polish Academy of Sciences,
Okolna 2 Str., 50-422 Wroctaw, Poland
*Corresponding author: m.drozd@int.pan.wroc.pl

In design of compound with nonlinear optics properties the special role
is reserved for organic molecules with delocalized electron system. The mol-
ecules have potentially big NLO responses. On the basis of our experiences
as molecule with potentially huge NLO properties the ion of guanidine
(C(NH,),") was chosen. This ion is relatively simple chemical species whose
structure is related to those of amides and proteins in which there is consider-
able interest.

On the other hand the guanidinium ion creates in crystals very interest-
ing networks of hydrogen bonds. Some of these systems have 3D structures,
sometimes the 2D chains or dimers connected by hydrogen bonds are no-
ticed.

In this presentation the six structures, typical for guanidinium com-
pounds, are described. The detailed studies of hydrogen bonds network in
these crystlas are presented. During these investigations the different experi-
mental methods were used. The X-ray crystallographic results are compared
with spectroscopic and theoretical studies.

In most cases the obtained from various experimental and theoretical
methods results are convergent, but sometimes the huge differences are ob-
served. The reason for which these discrepancies are noticed will be detailed
discussed.

This work was supported by the Ministry of Science and Higher Educa-
tion (grant nr: N N507 221840).
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L-9 LECTURES

X-RAY SPECTROSCOPY OF CRYSTALLIZED INSULATOR
FILMS AND INTERFACES

E.O. Filatova

Institute of Physics, St-Petersburg State University, St. Petersburg, 198904, Russia
Corresponding author: feo@EF14131.spb.edu

X-ray spectroscopy is one of the effective methods of the analysis of the
electronic structure, atomic concentration and chemical phase composition of
materials. Near edge spectral dependencies of the x-ray absorption coeffi-
cient and spectral distributions of the intensity in the characteristic x-ray
emission bands reflect the energy distribution of the density of empty elec-
tronic states of the conduction band and occupied electronic states of the va-
lence band, respectively. X - ray absorption and emission processes have a
local character (associated with hole localization in the core shell) and dipole
selection rules for the transitions between the initial and the final state have
been worked out. Thus the possibility to obtain the information about local
and partial (allowed for certain angular momentum symmetry) density elec-
tronic states of the conduction and the valence band is appeared. Such unique
information does not possess a single method.

Advantages offered by synchrotron radiation, such as high brightness,
coherency, polarization control and photon-energy tunability give a new push
to the development of the X —Ray Spectroscopy and now the X —Ray Spec-
troscopy includes a whole complex of methods, which well developed for
study of crystalline structures. On the progress of these methods for nonde-
structive analysis of the atomic electronic structure of thin crystallized insula-
tor films and buried interfaces will be reported in the talk.

In particular, it will be shown that in some cases X-ray spectroscopic
methods can be more sensitive to determination of the degree of perfection of
nano-crystalline structures within the range amorphous phase — crystal as
compared with methods of diffraction analysis of the surface.
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L-10 LECTURES
PHOTON-BOSON CONVERSION IN PHOTONIC CRYSTALS
AND DIELECTRIC MEDIA
V.S. Gorelik

PN. Lebedev Physical Institute of the Russian Academy of Sciences,
Leninskii Prospect, 53, Moscow 119991, Russia
Corresponding author: gorelik@sci.lebedev.ru

Photonic crystals are new physical objects, revealing a number of unique
physical properties: negative refraction index, essential lowering of the group
velocity of electromagnetic waves, localizing of photons inside the photonic
crystals and others. In this work the properties of photon-boson conversion
effect in 3D-photonic crystals have been investigated. The dispersion laws of
photonic and polaritonic branches of globular photonic crystals and dielectric
media have been calculated. Down and up photon-photon conversion phe-
nomenon experimental results for globular photonic crystals are presented.
As the sources of exciting light for conversion effect observation the different
lasers and spontaneous sources of light have been used: pulsed Nitrogen and
Ruby lasers, pulsed and continuous YAG:Nd** (532.0 and 266.0 nm) lasers,
light emitted diodes(366.0, 382.0,410.0 nm), continuum emission of visible
range. As a result of light conversion processes in photonic crystals the
spectrum of exciting light was converted into the region of photonic crystal
stop-band. Thus the technique of light energy transformation into some dis-
tinct spectral region has been worked out. Such result may be used for solar
cells efficiency increase. The properties of scalar boson [1] (paraphoton) and
pseudo scalar boson [2] (axion) as elemental particles of dark matter are de-
scribed. The theory of two photons conversion into paraphotons or axions in
vacuum and in media is presented. There is found, that in photonic crystals
and in some dielectric media unitons as quasi particles, corresponding to unit
value of refraction index, exist. The prediction has been made, that the es-
sential increase of photon — boson conversion efficiency should take place,

when uniton emission for conversion exciting in media is used.

[1]. L.B. Okun. Limits on electrodynamics: paraphotons? Sov. Phys. JETP 56, 502-
505 (1982).

[2]. P. Sikivie, D.B. Tanner, and K. van Bibber, “Resonantly Enhanced Axion-Pho-
ton Regeneration”, Phys. Rev. Lett. 98, 172002 (2007) [4 pages].
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L-11 LECTURES

SPECTROSCOPY OF PHONON AND ELECTRON
EXCITATIONS AND THEIR SYMMETRY IN CRYSTALS
AND PERIODIC NANOSTRUCTURES

V.O. Gubanov

Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
Corresponding author: gubanov@univ.kiev.ua

The lecture is devoted to phonon and exciton elementary excitations in
bulk crystals such as graphite, ¢ — ZnP,, CdP, and in periodic nanostructures
such as graphene, single-walled carbon nanotubes by the methods of optical
spectroscopy including micro-Raman spectroscopy.

For the first time the methods of construction of irreducible projective
representations of space groups of crystals and periodic nanostructures for
analysis of energy spectra of elementary excitations have been used. Method
of construction of standard factor-systems and irreducible projective repre-
sentations for all projective classes of space symmetry groups has been elab-
orated. The two-valued spinor irreducible representations for description of
electronic states for groups 6/mmm (D,,) and 422 (D,) have been built as an
irreducible projective representations of projective class K.

The dispersion of electron-phonon resonances near Dirac point in one-
layer graphene (as diperiodic nanostructure) and its manifestation in micro-
Raman scattering has been studied. A new symmetry classification of elec-
tron and phonon states in one-layer graphene, which differs from previous
consideration, has been developed. It is found that minimum of i-TO phonon
branch at K-point is deeper than it is presented in literature.

The fine structure of 2D-band in micro-Raman scattering spectra of sin-
gle-walled carbon nanotube (SWCNT) has been observed. It is shown that
this fine structure is to be related with incoming resonance on SWCNT’s van
Hove singularities, which provides the dispersion behaviour of 2D band with
the energy of exciting photons and additional resonant conditions including
the outgoing resonances and warping effects.
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POLARON DESCRIPTION OF THE TRIPLET ENERGY
TRANSPORT IN CONJUGATED POLYMERS

LI Fishchuk'?, A. Kadashchuk'’, A. Kohler’, H. Bdssler’
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SIMEC, Kapeldreef 75, B-3001 Leuven, Belgium
“Experimental Physics II and Bayreuth Institute of Macromolecular Research (BIMF),
Universitétsstr. 30, 95448 Bayreuth, Germany

The success of organic functional materials in optoelectronics device
applications depends on our understanding of the excited state photophysics.
At present, there is a particular need to develop our knowledge about the spin
triplet excited state, which is used extensively in organic light-emitting di-
odes (LEDs) and solar cells. In LEDs, triplet states are the major excitations
generated in the course of charge-carriers recombination and employed in
some device architectures for light emission. Similarly an increasing number
of solar cells relies on the diffusion of triplet states to the dissociating inter-
face. Both applications benefit from clever use of the triplet state migration.
While much research has been dedicated to the spin singlet excited-state
transfer that proceeds through dipole-dipole coupling, the mechanism of tri-
plet motion has received less attention. Triplet migration occurs as a succes-
sion of triplet energy transfer processes. The individual transfer is based on
an exchange mechanism (Dexter transfer) that is well understood for an indi-
vidual donor-acceptor pair. However our insight into the mechanism of triplet
transfer in a disordered organic solid is still limited to only a few studies.

In my talk I will present a model of triplet exciton diffusion in random
organic systems, which considers the interplay between polaronic distortion
of the excited chain elements and the energetic disorder. It is applied to de-
scribe experiments on triplet diffusion in Pt-atom containing conjugated pol-
ymers. The model is based on a Marcus jump rate in terms of the small-po-
laron concept with a Gaussian energetic disorder treated in terms of effective-
medium approximation. We found that in for the weak electronic coupling
associated with triplet motion, that is typical for conventional conjugated
polymers, the triplet transfer is nonadiabatic. For a critical ratio of polaron
activation energy £, with respect to the energy disorder parameter ¢ (o/ £,
=0.3), Marcus-type multiphonon transport prevails above a certain transition
temperature. At lower temperatures, transport is disorder controlled consist-

24



L-12 LECTURES

ent with the Miller-Abrahams formalism. Theoretical results are consistent
with triplet transport in the Pt-containing conjugated polymers. Implications
for charge and triplet motion in random organic materials in general are dis-
cussed.
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EMISSION MOSSBAUER SPECTROSCOPY: NOVEL
APPLICATIONS FOR PROBING STRUCTURAL
ORGANIZATION OF METALLOENZYME ACTIVE
CENTERS

A.A. Kamnev'”, A.V. Tugarova’, L.A. Kulikov’, Yu.D. Perfiliev’

'Laboratory of Biochemistry, Institute of Biochemistry and Physiology of Plants and
Microorganisms, Russian Academy of Sciences,
Prosp. Entuziastov, 13, 410049, Saratov, Russia
*Laboratory of Nuclear Chemistry Techniques, Department of Radiochemistry,
Faculty of Chemistry, M.V. Lomonosov Moscow State University,
Leninskie Gory, 1/3, 119991, Moscow, Russia
*Corresponding author: aakamnev@ibppm.sgu.ru, a.a.kamnev@mail.ru

The emission variant of Mdssbauer (nuclear y-resonance) spectroscopy
(EMYS) is a highly sensitive and informative nuclear chemistry technique. The
use of the ’Co radionuclide is common in EMS applications in materials sci-
ence and radiochemistry, but biology-related applications of ’Co EMS have
been quite rare. Nevertheless, in many organisms cobalt is involved in di-
verse enzymatic activities. In our first relevant studies [1-3], the idea of sub-
stituting 3"Co?* (as an EMS-active probe) for the native cation(s) at the cation-
binding sites in a metalloprotein was successfully realised for the first time. It
gave ‘EMS snapshots’ of its coordination microenvironment, featured by its
Maéssbauer parameters. This was demonstrated using, as a representative ex-
ample, glutamine synthetase (GS), a key enzyme of nitrogen metabolism
(isolated from bacterial cells, with Co*" as a cofactor [2]).

Our most recent further EMS studies have shown for the first time that
57Co EMS is sensitive not only (i) to distinctions in the coordination of Co" at
different cation-binding sites within the enzyme active centres [1, 2], but also
(ii) to the effects of competitive binding of “EMS-silent” Mn?* (a cofactor
other than Co?"), thus revealing the possibility of heterobinuclear catalysis for
the bacterial GS, and (ii7) to fine structural changes induced by covalent mod-
ifications of the enzyme molecule (via adenylylation of its subunits related to
GS activity regulation).

The results obtained are promising for diverse biology-related structural
investigations [3, 4] and, in particular, for investigating the molecular mecha-
nisms of metalloenzyme—substrate interactions using the unique possibilities
of EMS.

Supported by NATO (ESP.NR.NRCLG 982857) and RFBR Grant # 13-
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04-01538a.

[1]. A.A. Kamnev, L.P. Antonyuk, V.E. Smirnova, O.B. Serebrennikova, L.A. Ku-
likov, Yu.D. Perfiliev. Anal. Bioanal. Chem. 372 (2002) 431-435.

[2]. A.A. Kamnev, L.P. Antonyuk, V.E. Smirnova, L.A. Kulikov, Yu.D. Perfiliev,
I.A. Kudelina, E. Kuzmann, A. Vértes. Biopolymers 74 (2004) 64-68.

[3]. A.A.Kamnev. J. Mol. Struct. 744-747 (2005) 161-167.

[4]. A.A.Kamnev, A.V. Tugarova, K. Kovacs, E. Kuzmann, B. Biro, P.A. Tarantilis,
Z. Homonnay. Anal. Bioanal. Chem. 405 (2013) 1921-1927.
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ABSORPTION AND ACTION SPECTROSCOPY OF
LIVING CELLS IN VISIBLE-TO-NEAR IR REGION:
EXPLORING MITOCHONDRIAL MECHANISMS OF

PHOTOBIOMODULATION (LOW POWER LASER

THERAPY)

T I Karu

Institute of Laser and Information Technologies of the Russian Academy of Sciences,
142190 Troitsk, Moscow, Russian Federation

This presentation is devoted to exploring cellular mechanisms of photo-
biomodulation (older terms: low power laser therapy, laser biostimulation).
Photobiomodulation is a method used in clinical practice from beginning of
60ties of last century for wound healing, antiinflammation therapy, to name a
few. The cellular mechanisms of this therapeutic modality are still not fully
clear.

Absorption and action spectra of monolayers of living cells are recorded
and their peak positions were compared. A set of experiments modifying
these spectra with chemicals was performed. The structure of absorption and
action spectra is rather similar, having four peaks in red-to-near IR spectral
region near 620, 680, 760, and 820 nm.

The terminal enzyme of mitochondrial respiratory chain cytochrome c
oxidase is considered as the photoacceptor in mammalian cells for visible-to-
near IR radiation. The primary physical and/or chemical changes induced by
irradiation with monochromatic light in visible-to-near IR region in cy-
tochrome ¢ oxidase molecule are discussed. Two mechanisms occurring in
cytochrome c oxidase under irradiation are investigated experimentally.
These are an increase of electron flow inside of cytochrome ¢ oxidase and a
relieve of NO block in the catalytic center of cytochrome ¢ oxidase. A novel
mitochondrial light-activated cellular signaling pathway (retrograde mito-
chondrial signaling) has been described and investigated experimentally. The
critical step here is thought to be an alteration of the cellular redox state: a
shift toward oxidation due to irradiation is associated with stimulation of cel-
lular metabolism. Our results evidence that cytochrome c oxidase can work
after absorption of light as a signal generator as well as a signal transducer in
irradiated cells.
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NICKELATES RZBaN iO5
S.A. Klimin
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Corresponding author: klimin@isan.troitsk.ru

Compounds R BaNiO, make a family of isostructural rare earth (RE, R)
nickelates with S=1 chains (Ni*"). Among them, Y ,BaNiO, possesses only
one magnetic ion and is recognized to be model Haldane system without
magnetic ordering. Magnetic RE ion R** in R BaNiO, standing between
chains leads to an interchain interaction and results in a 3D magnetic ordering
at low temperatures (Ne€l temperatures T ~ 12-60 K depending on R). The
interest to the R, BaNiO, compounds is kept as 3D magnetic properties coex-
ist with Haldane gap. In this presentation we emphasize the importance of the
spectroscopy data for analyzing of magnetic properties of compounds under
study.

We present the study of crystal field (CF) in R,BaNiO, by means of tem-
perature-dependent absorption spectroscopy of RE energy levels and CF cal-
culation. The CF effects [1,2] influence the magnetic anisotropy of RE ion
and, finally, the magnetic structure of compound. We present also the results
of the developed by us a method of Er** probe for studying of the magnetic
structures. The comprehensive study of phonon spectrum of Gd,BaNiO, and
first experimental study of phonon-assisted magnetic absorption for Haldane-
chains will be presented and the quantum critically behaviour in magneti-
cally diluted mixed nickelates (Nd, Y ),BaNiO, will be discussed

This study was supported by the RFBR (12-02-00858-a).

[1]. M.N. Popova, S.A. Klimin, E.P. Chukalina, et.al., Phys. Rev B 68, 115103
(2003).

[2]. M.N. Popova, S.A. Klimin, E.P. Chukalina, et.al., Phys. Rev. B, 71, 024414
(2005)

[3]- S. A. Klimin, A. B. Kuzmenko, M. N. Popova, et.al., Phys. Rev. B 82, 174425
(2010)
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PERCOLATION AND DISPERSION OF CARBON
NANOTUBES IN DIFFERENT LIQUID CRYSTALLINE
HOSTS

N. I. Lebovka'", L.N. Lisetski’, M.S. Soskin’

nstitute of Biocolloidal Chemistry of NAS of Ukraine, Kyiv, Ukraine
?Institute for Scintillation Materials of NAS of Ukraine, Kharkiv, Ukraine
3Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
*Corresponding author: lebovka@gmail.com

In last decades, the liquid crystalline materials doped with carbon nano-
tubes (NTs), attract great attention. E.g., the effects of reduction of the re-
sponse time and driving voltage, suppressing of the parasitic back flow and
image sticking, the electro-optical memory effects, ultra-low percolation
thresholds were recently discovered [1]. Particularly interesting are LC com-
posites based on nematic, smectic and cholesteric (chiral) liquid crystals
(CLC). However, the good functional ability of such composites is deter-
mined by dispersing ability and integration of NTs networks into the LC ma-
trix. This work discusses the dispersion, self-organization and percolation
behaviours of NTs in different LC host media. The methods for improving of
dispersion of NTs are reviewed. The effects of the nano-plates on the dispers-
ability of CNs and positive impact on physical properties of the CN+LC com-
posites are analyzed. Different examples of electro-physical, rheological and
percolation behaviour in these systems are considered. The excluded volume
theory and methods of computer simulation are applied for prediction of the
percolation behaviour in disordered and partially ordered composites [2].
The dependencies of the percolation threshold versus the dispersion state and

homogeneity of spatial distribution of NTs are also reviewed.

[1]. Dolgov, L. et al. In: Marulanda, J. M. (Ed.), Carbon Nanotubes, In-Tech Vuko-
var, Croatia, 2010, 451-483.

[2]. Lebovka, N. et al. In: Tarasevich, Y. Y. (Ed.) Percolation phenomena in aniso-
tropic media Astrakhan Univ. Publ.House, 2011, 5-22.
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DISPERSIONS OF CARBON NANOTUBES IN LIQUID
CRYSTALS: FROM MOLECULAR MODELS TO THE
DEVELOPMENT OF FUNCTIONAL NANOMATERIALS

L.N. Lisetski'”, N.I. Lebovka’, M.S. Soskin’
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*Corresponding author: lisetski@isma.kharkov.ua

Dispersions of carbon nanotubes (CNT) in nematic liquid crystals (LC)
are known as promising materials for a number of practical applications. The
main problem is that CNTs, when homogeneously dispersed in LC media
(e.g., by ultrasonication), at concentrations above ~0.05% tend to form, in
minutes or hours, quasimacroscopic aggregates.

We carried out studies of CNT aggregate formation in LC of different
types by a set of independent experimental methods (microscopy, optical
transmission, differential scanning calorimetry, conductivity vs time and
voltage, methods of singular optics, etc.). Simple methods for monitoring of
the aggregation process could be proposed, and a molecular model describing
interaction of CNTs with formation of aggregates of fractal nature was devel-
oped [1,2]. Such aggregates are designated as “S-aggregates”, to distinguish
them from, e.g, CNT bundles often observed in not well dispersed samples.

Basing on our understanding of the physical picture of CNT aggregate
formation processes, several ways were proposed that would allow suppres-
sion of CNT aggregation, thus increasing the time stability of composite na-
nomaterials based on LC+CNT dispersions. Special attention is paid to “hy-
brid” dispersions, containing, alongside with CNTs, nanoparticles of differ-
ent anisometry (e.g., exfoliated plates of montmorillonite-type clays), and to
CNT dispersions in cholesteric LC of different nature (induced cholesterics,
i.e., nematics with chiral dopants, and “steroid” cholesterics based on choles-

terol esters) [3,4].

[1]. L.N.Lisetski, S.S.Minenko, V.V.Ponevchinsky, M.S.Soskin, A.l.Goncharuk.,
N.I.Lebovka. Mat.Sci.Eng.Techn., 42, 5 (2011).

[2]. L.N.Lisetski, N.I.Lebovka, S.V.Naydenov, M.S.Soskin. J.Mol.Liq,164,143
(2011).

[3]. A.M.Chepikov, S.S.Minenko, L.N.Lisetski, N.l.Lebovka, N.V.Usol’tseva,
M.S.Soskin. Functional Materials, 19, 343 (2012).

[4]. N.LLebovka, L.N.Lisetski, M.I.Nesterenko, V.D.Panikarskaya, N.A.Kasian,
S.S.Minenko, M.S.Soskin. Liquid Crystals, DOI:10.1080/02678292.2013.786796.
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PECULIAR POINTS IN THE PHASE DIAGRAM OF WATER-
ALCOHOL SOLUTIONS
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2 Dvoryaskaja Str., Odessa, 65026, Ukraine,
*Corresponding author: malomuzhnp@list.ru

The work is devoted to the investigation of nontrivial peculiarities of
phase diagram for dilute water-alcohol solutions. Analyzing the temperature
and concentration dependencies of the contraction and the adiabatic com-
pressibility for them it is shown the existence of specific points, so called the
peculiar points of water-alcohol solutions. The rigorous thermodynamic defi-
nition of the peculiar point is given. It is established the integrated principle
of corresponding states for the contraction. The statistical theory explaining
nontrivial behavior of the contraction and other thermodynamic quantities
near the peculiar points is developed. It is shown that the percolation cluster
from elementary molecular complexes is formed near the peculiar point. The
molecular complexes are the natural elements of structure for water-alcohol
solutions and they are formed due to intermolecular interactions, which are
stronger for different molecules than for molecules of the same type. It is
shown that fluctuations of concentration anomaly increase near the peculiar
point. Different manifestations of the concentration fluctuations in the mo-
lecular light scattering, the broadening of Mandelshtam-Brilloin peak, the
behavior of heat capacity and so on are investigated. The special attention is
paid to the scattering of slow neutrons and specificity of Raman spectra near

the peculiar points. Some details of our report can be found in the papers:
[1]. V.E.Chechko, V.Ya.Gotsulsky, M.P.Malomuzh // Cond. Matt. Phys. — 2013, in
press.
[2]. V.E.Chechko, V.Ya.Gotsulsky, M.P.Malomuzh // Russian J. Phys. Chem. —
2013, N 10, in press.
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NONLINEAR LASER SPECTROSCOPY OF NANOSCALE
CONFINED MOLECULAR IODINE

A. M. Negrivko®, I.V. Matsnev, V.M. Khodakovskiy, O. Perederiy

Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
"Corresponding author: negriyko@iop.kiev.ua

The high resolution laser spectroscopy is the powerful tool of structure
atoms and molecules study [1]. The minute spectral lines width and frequen-
cy shifts changes can be measured using technique of super narrow optical
resonances in optical spectra. We apply the high resolution laser spectroscopy
to the investigation of nonlinear absorption spectra of iodine molecules con-
fined in small pores of synthetic opal. The technique of laser frequency-mod-
ulation [2] is used in experiments for accurate measurement of spectral posi-
tions of iodine hyperfine transitions in visible region.

The synthetic opal matrices were formed both as bulk and film samples
and filled by iodine vapour using vacuum sublimation technique. The iodine
molecules confined in opal pores have been interacted with pore walls and
molecular motion was restricted by sub-wavelength sized pore volume. The
effects of molecules confinement in opal pores on spectral structure were
studied.

The single frequency diode laser (Toptica Model DL100) at 640-nm has
been used for study of iodine nonlinear absorption and dispersion resonances
and Renishow Inc. inVia Raman microscope for investigation of Raman
spectra of iodine doped synthetic opal. The effects of molecules-molecules
and molecules-walls collision on nonlinear absorption resonance frequency
shift and linewidth were investigated. The relation of photon crystal-like
properties of synthetic opal and iodine Raman spectra features were studied.

The results can be used in the laser metrology and precise laser spectros-
copy.

[1]. Wang, D.D. et al. Sci. Rep. 3, 1486, DOI: 10.1038/srep01486 (2013).
[2]. V. M. Khodakovskiy et al. arXiv:0912.3252v1 [physics.atom-ph] 16 Dec 2009.
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X-RAY SPECTROSCOPIES AND SCATTERING APPLIED
TO WATER: WHAT CAN WE LEARN FROM EXPERIMENT
AND SIMULATIONS?

Lars G.M. Pettersson

FYSIKUM, AlbaNova University Center, Stockholm University, S-106 91 Stockholm
Corresponding author: Lars.Pettersson@fysik.su.se

I will discuss recent experimental and simulation data from x-ray absorp-
tion (XAS), emission (XES) and scattering (XRD and SAXS) of liquid water
and the picture of fluctuations between high-density (HDL) and low-density
(LDL) liquid this has led to [1,2]. Such a two-liquid scenario would explain
many anomalous properties, e.g., density maximum, heat capacity and isother-
mal compressibility minima, but no direct connection has been found to simu-
lations of ambient water. Applying the local structure index (LSI) of Shiratani
and Sasai [J. Chem. Phys. 104, 7671 (1996)] to the inherent structure of
TIP4P/2005 water we find a strict bimodality in terms of spatially separated
HDL- and LDL-like environments in the simulations at all temperatures and
pressures with distributions in agreement with the conclusions from XAS and
XES, i.e. 75% HDL and 25% LDL-like at ambient conditions [3]. The SAXS
signal is connected to density fluctuations in the liquid which for water de-
crease (as measured by the isothermal compressibility) down to 46 °C but then
increase as the liquid is further cooled. Comparing computed and measured
SAXS from ambient down to supercooled (-21 °C) temperatures shows excel-
lent agreement at 5 °C but increasingly underestimating the SAXS signal upon
further cooling, indicating that structural fluctuations at cooler temperatures are
underestimated in the simulations [4]. Going into “No man’s land” to do ex-
perimental measurements has recently become possible through the Linac Co-
herent Light Source (LCLS) x-ray free-electron laser at SLAC by exploiting
evaporative cooling in vacuum of micrometer-sized water droplets from which
a full diffraction pattern of individual droplets is obtained through the 100 fs
fully coherent x-ray pulses delivered by the LCLS showing a continuous devel-

opment towards an LDL liquid down to at least 223 K.

[1]. A.Nilsson and L. G. M. Pettersson, Chem. Phys. 389, 1-34 (2011).

[2]. A.Nilsson, C. Huang and L.G.M .Pettersson, J. Mol. Liq. 176, 2-16 (2012).

[3]. K. T. Wikfeldt, A. Nilsson and L. G. M. Pettersson, Phys. Chem. Chem. Phys.
13, 19918-19924 (2011).

[4]. K. T. Wikfeldt, C. Huang, A. Nilsson and L. G. M. Pettersson, J. Chem. Phys.
134, 214506 (2011).
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WILSONS § VECTORS AND EXACT FORM OF
VIBRATIONAL HAMILTONIAN
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Corresponding author: pitsevich@bsu.by

In the Born-Oppenheimer approximation the Hamiltonian for molecular
vibrational-rotational-translational motion has following form:
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where x;;y;;z; Cartesian coordinates of i-th atom. If we have three atomics
molecule 1-2-3 and only two stretching coordinates ¢ = ¢12> and O = >3 are
interested us we can get:
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Since second atom involved in determining both ¢ and Q internal coor-
dinates equation similar to (4) and (5) for this atom more complicated. Some
special cases of the molecular vibrations were considered and expressions for

the exact vibrational Hamiltonian using Wilsons 5 vectors were found.
[1]. E.B. Wilson,J.C. Decius,P.C. Cross Molecular Vibrations. Dover Publications
Ink, New York, 1955.

35



L-22 LECTURES

HALF A CENTURY OF THE LASER ERA: LASER HISTORY
IN THE USSR AS SEEN BY A PARTICIPANT
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5 Fizicheskaya Str., Troitsk, Moscow, Russia
Corresponding author: popova@isan.troitsk.ru

The first laser has been put into action by T. Maiman in 1960, using a
ruby crystal. This event was preceded by an intensive research in both the
USA and the USSR. In particular, the creation of a maser was a very impor-
tant step, later on awarded by the Nobel Prize in Physics. This Prize was
given to N.G. Basov and A.M. Prokhorov from the Lebedev Physical Insti-
tute (FIAN) and to C.H. Townes from the Columbia University. Since 1958,
several research groups in FIAN actively developed different laser ideas. The
first (?) ruby laser in the USSR started to generate in the Laboratory of Lumi-
nescence of FIAN in 1961.

At that time, I came to this laboratory as a student of the Moscow Insti-
tute of Physics and Technology and began to take an active part in the inves-
tigation of the properties of the ruby laser light. I’ll share with you my mem-
ories of that time and of outstanding scientists I met. 1’1l also mention that
from the very beginning of the laser era, the research in the field of quantum
electronics was led also in the Institute of Physics in Kiev.
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Rapid development of methods of quantum chemistry and power of
computational facilities creates a real opportunity for calculations bigger and
bigger molecular systems. This leads to illusion that we know everything
about properties of such molecules.

It is well known that benzene molecule has highly symmetrical planar
geometry. However it was demonstrated that aromatic ring of benzene is
quite flexible [1]. Transition from planar equilibrium geometry to a non-pla-
nar one with values of endocyclic torsion angles +20° results in energy in-
crease by less than 2.5 kcal/mol. More detailed investigation of conforma-
tional dynamics of isolated benzene by Car-Parinello molecular dynamics
(CPMD) method demonstrated [1] that population of planar geometry of ring
is only about 7%. Conformational state of benzene in gas phase may be de-
scribed as mixture of two symmetric families of boat and twist-boat confor-
mations where planar geometry represents transition state between these two
families. Destabilization of planar geometry of ring is caused by significant
decrease of entropy of molecule in highly symmetric equilibrium geometry
[2].

According to general viewpoint the conjugation between the double
bonds in acrolein is stronger than in butadiene because of high polarity of
n-system. However, this conclusion does not agree with elongation of central
single C-C bond. Detailed analysis of intramolecular interactions in acrolein
revealed [3] that length of the single C-C bond in acrolein is affected signifi-
cantly by n—c* hyperconjugation between one of lone pairs of the oxygen
atom and antibonding orbital of the C-C bond. This leads to elongation of this
bond as compared to butadiene despite of stronger 7-x interaction between

double bonds.

[1]. O.V. Shishkin, P. Dopieralski, I.V. Omelchenko, L. Gorb, Z. Latajka, J. Leszc-
zynski, J. Phys. Chem. Lett., 2011, 2, 2881.

[2]. O.V. Shishkin, P. Dopieralski, I.V. Omelchenko, L. Gorb, Z. Latajka, J. Leszc-
zynski, J. Mol. Model., 2013, DOI: 10.1007/s00894-012-1670-2

[3]- S.V. Shishkina, A.I. Slabko, O.V. Shishkin, Chem.Phys.Lett. 2013, 556, 18.
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PHOTOLUMINESCENCE OF C,, DOPED WITH
MOLECULAR HYDROGEN
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Interstitial voids in the crystal lattice of fullerite C; is large enough to ac-
commodate atoms and smaller molecules. Saturation of C ; with various species
can drastically change its properties, as it happens with dopants like group I at-
oms like Li, K, etc. Stuffing C,; with chemically neutral species (rare gas atoms
and close shell molecules) entails capital changes in the thermodynamics and the
lattice dynamics of C . Hydrogen doped C, still attracts attention of researchers
from fundamental viewpoint and as a possible hydrogen storage system.

Photoluminescence spectra of pure C , has been first studied in great detail
[1], providing accurate attribution of the rather numerous bands. Using [2] a
slightly different method we measured photoluminescence spectrum of C,,
doped with H, to various levels of occupancy over a broad temperature range
from 2 to 230 K. In the interpretation of our optical data we utilized the findings
of a concurrent structure experiment [3], which enabled us to come to conclu-
sions which put an end to the controversial treatment [4,5] in previous studies
of certain effects brought about by saturation. We showed that these effects do
not mean that the orientational glass state disappears. Instead, the increase of
the orientational glassification point (which we tracked unambiguously) occurs
simply because the molecular rotations in a strongly doped sample set in at an
appreciably higher temperatures compared to pristine C,,. And the main reason
behind the drop of luminescence intensity is the break of coherence (caused by
rotational jumps of C_, molecules) of exciton transport to traps, which makes

excitons stop thereby increasing the probability of emissionless quenching.

[1]. L Akimoto and K. Kan’no, J. Phys. Soc. Japan 71, 630 (2002).

[2]. P. V. Zinoviev, V. N. Zoryansky, N. B. Silaeva, Yu. E. Stetsenko, M. A. Strzhe-
mechny, and K. A. Yagotintsev, Fiz. Nizk. Temp. 38, 923 (2012) [Low Temp. Phys. 38, 732
(2012)].

[3]: K. A. Yagotintsev, I. V. Legchenkova, Yu. E. Stetsenko, V. N. Zoryansky, A. 1.
Prokhvatilov, and M. A. Strzhemechny, Fiz. Nizk. Temp. 38, 1202 (2012) [Low Temp.
Phys. 38, 952 (2012)].

[4]. V. Capozzi, M. Santoro, G. Perna, G. Celentano, A. Minafra, and G. Casamassi-
ma, Eur. Phys. J. Appl. Phys. 14, 3 (2001).

[5]. E. Shin, M. Lee, D. Kim, Y. D. Suh, S. I. Yang, S. M. Vin, and S.K. Kim, Chem.
Phys. Lett. 209, 427 (1993).
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MACROMOLECULES AND BIOLOGICAL SYSTEMS

VM. Yashchuk®, V.Yu. Kudrya, K.M. Kushnir, G.P. Golovach

Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
“Corresponding author: yashchukvaleriy@gmail.com

Recently organic pi-electron-containing compounds are in sharp interest
of the modern scientific world. This is connected with the search of new ma-
terials for nanoelectronic elementary units, the development of materials for
information recording and high-effective low-energy light sources (OLEDs),
the rising possibilities of biological engineering, etc. The photophysical prop-
erties of such compounds are connected with presence of pi-electronic groups
in their cells and manifested in the optical (near “biologically active” ultra-
violet, visual and near infrared) wavelength range that gives the ground to
apply optics spectroscopy for their study.

Our report is devoted to the overview of photophysical and, as the result,
functional properties of organic pi-electron-containing compounds. The pecu-
liarities of electronic processes in these compounds are discussed. Main atten-
tion is paid to the identification of optical absorption, fluorescence and phos-
phorescence centers and the dynamics of excitation energy transfer processes
in organic compounds. It was proved the system of energy levels of macromol-
ecules could be obtained using the positions of energy levels of monomers. The
“exciton” concept is examined, the electronic excitation energy transfer is real-
ized by singlet and triplet excitons. The models of the excitons propagation are
discussed, the parameters of these processes (the resulting spreading length
and critical length of elementary jump of exciton) are presented.

The applications of photophysics of organic compounds are discussed:
molecular (nano-) electronics (the models of functional macromolecules with
undirected excitons transfer and our last decisions are proposed), information
recording (the parameters of sensitivity and resolution are obtained), chemi-
cal engineering (intra-molecular plastification), OLED (the variants of
“white” OLED are examined), stabilization of polymers (protection of poly-
mers from photochemical reactions), bridge to biology (photophysical prop-
erties, the nature of fluorescence and phosphorescence centers of the DNA,
RNA, oligonucleotides, pi-electron-containing proteins and their complexes
are discussed).
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L.P. Yatsenko
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In recent years, much attention is paid to the unique prospect of control-
ling nuclear matter with optical radiation. The nuclear transition from the
isomeric state of the **Th nucleus to the ground state is of a great interest
because the transition wavelength is about 160 nm and this transition is the
only known optical transition in nucleus. The very attractive feature of this
transition is the possibility to build a very precise nuclear clock. This transi-
tion is also very sensitive to hypothetical temporal variation of the fundamen-
tal constants.

We present a review of recent activities in this interesting field of optical
spectroscopy. We discuss also the possibility of the direct two-photon excita-
tion of the isomeric state in 2>*Th. We show that the fluorescence intensity due
to nuclei excitation is the same for the monochromatic excitation and for
polychromatic excitation with a sequence of short light pulses of the same
mean intensity. The two-photon excitation of the ion 2*Th3" in an electromag-
netic trap with a focused laser beam with 320 nm wavelength and 100 mW
power can lead to absorption saturation. We expect that an irradiation of crys-
tals doped with ?*Th** with a concentration of approximately 10'8 cm™ by the
field of 10 W laser radiation can result in emission of several photons per
second at a wavelength 160 nm. We discuss also the possibility of creation of
the inverse population in the *Th ground-state doublet by means of narrow-
band laser.
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MICROSCOPIC DESCRIPTION OF THE WATER’S
MOLECULES INTERACTION
LV. Zhyganiuk
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The improved version of the polarizational Stillinger-David potential for
intermolecular interaction in water is presented in the work. The new ap-
proach for the modeling of the screening function, responsible for the cutting
of charge-dipole interaction on small scales, is developed. For the correct
description of the long-range asymptote of the intermolecular potential the
bare Stillinger-David potential is completed by the interaction between oxy-
gen dipole moments. These improvements of the Stillinger-David potential
allow us to reproduce successfully all essential results of quantum mechani-
cal calculations of the interaction energy for water molecules obtained by
Clementi.

Analyzing the behavior of the dipole moment for water molecule as a
function of inter-particle spacing, we obtain the estimate for two- and three-
particle effects in water.

The generalized potential for ion-water molecule interaction in water-
electrolyte solutions is proposed. The generalized potential takes into account
the additional polarization of the oxygen anion, which appears because of the
deformation effects for both ion and oxygen anion at their contact. Due to
account of the additional polarization effects the generalized potential for
ion-water molecule reproduces the results of quantum-chemical calculations
with good accuracy.

The generalized Stillinger-David potential is applied to the investigation

of hydration problem.

[1]. LV. Zhyganiuk, Ukr. J. Phys. 56, 225 (2011).

[2]. 1. Zhyganiuk, Natl. Acad. Sci. Ukr 8, 77 (2009).

[3]. L Zhyganiuk, Natl. Acad. Sci. Ukr 11, 72 (2009).

[4]. L.A. Bulavin, 1.V. Zhyganiuk, N.P. Malomuzh, K.M. Pankratov, Ukr. J. Phys.
56, 893 (2011).
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B.T. Eleusinov’, A.G. GalicheVv’, A.N. Burmistrov*
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Due to the wide use of the unique properties of critical fluid (CF) in the
novel technologies, the studies of CF are topical at present time. It requires
extensive studies of the equilibrium and kinetic properties of the CF, includ-
ing equation of state. According to the fluctuation theory of phase transitions
[1, 2] the basic equilibrium and kinetic properties of the critical fluid are de-
termined by its fluctuation characteristics: the correlation length R , the num-
ber N, of order parameter fluctuations in one mole of a substance, the fluctua-
tion part of the thermodynamic potential of one mole of a substance F=C R ~.
Due to this, the equation of liquid-liquid coexistence curve, Ac’=dF/
du'=d(C R *)/dp’, for the concentration of the binary isobutyric acid - water
solution has been studied in the work by the phase diagrams method.

The equation of viscosity, n=n +n,= A exp(B/T) + n(R)), for this solu-
tion has been at the same time studied by capillary viscosimeter method. The
equation for critical viscosity | was used to describe the temperature depend-
ence of the viscosity. It takes into account the exponential behaviour of the
regular viscosity n_and the fluctuation part of the viscosity 1, taking into
account the spatial dispersion of the system.

It has been shown that the equation of the regular part of the viscosity
along the coexistence curve has a form similar to the coexistence curve of the
studied solution in terms of concentration. It has been concluded that the
similar behaviour of the thermodynamic and kinetic characteristics of the
system are connected with their dependences on the correlation length R ,
which is the main characteristic of the substance in the critical region, and

determines the behaviour of the physical quantities near the critical point.

[1]. Patashinsky A.Z., Pokrovsky V.L. Fluctuation theory of phase transitions, Nau-
ka, Moscow (1982).

[2]. Anisimov M.A. Critical Phenomena in Liquids and Liquid Crystals, Nauka,
Moscow (1987).

[3]. Alekhin O.D., Bilous O.I. // Ukr. J. Phys., 2007, 52, 8, 793-797.
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KINETIC MECHANISM OF THE SHIFT OF THE PLASMON
RESONANCE OF METAL NANOPARTICLES
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We solve the Boltzmann transport equation for electrons in metal. This
allows us to obtain the spatially dispersive permittivity of metal in the forms
of the Lindhard longitudinal and transversal dielectric functions (generalized
by Kliewer and Fuchs [1]) and the hydrodynamic dielectric functions. Then,
the derived permittivity is used in the generalized Mie theory [2]. Our theory
predicts that the plasmon resonance of beams of nanometer-sized silver par-
ticles shifts by 0.15 eV in excellent agreement with the experimental data [3].
Thus, a new solution to an old problem [4] is given. We find that silver clus-
ters with diameters smaller than 2 nm do not contribute to the extinction

spectra of the beams.
[1]. Kliewer K.L., Fuchs R. // Phys. Rev.- 1969.- Vol. 181.- P. 552-558.
[2]. Datsyuk V.V.// Ukr. J. Phys.- 2011.- Vol. 56.- P. 122-129.
[3]. A.Hilger, M. Tenfelde, U. Kreibig // Appl. Phys. B.- 2001.- Vol. 73.- P. 361-372.
[4]. Kreibig U., Vollmer M., Optical properties of metal clusters.- Berlin: Springer,
1995.
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MOMENTUM DIFFUSION OF ATOMS, MOLECULES
AND NANOPARTICLES IN AN OPTICAL TRAP FORMED
BY SEQUENCES OF COUNTER-PROPAGATING LIGHT
PULSES
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The optical trap based in the interaction of atoms with counter-propagat-
ing sequences of short light pulses, proposed in [1], is an alternative to the
traps based on continuous laser radiation. The main advantage of such a trap
is a weak perturbation induced on atoms by optical radiation. Obviously this
advantage is important for spectroscopy. After work [1] light pressure force
on atoms in the optical trap was investigated in [2—4].

We analyze the motion of atoms in a trap formed by sequences of coun-
ter-propagating light pulses. The nanoparticles with “active” atoms that reso-
nantly absorb laser radiation are also considered. The atomic state is de-
scribed by a wave function constructed making use of the Monte-Carlo ap-
proach, whereas the atomic motion is considered in the framework of classi-
cal mechanics. The effects of the momentum diffusion associated with the
spontaneous radiation emission by excited atoms and the pulsed character of
the atom-to-field interaction on the motion of trapped atom or nanoparticle
were estimated. The motion of trapped atom was shown to be slowed down
for properly chosen parameters of atom-to-field interaction, so that the atom
oscillates around the antinodes of non-stationary standing wave formed by
counter-propagating light pulses at the point where they “collide”. The meth-
ods of investigation and main results are applicable to interaction of mole-
cules that have diagonal Franck-Condon factors with counter-propagating
pulse trains.

The work is sponsored by the State Fund for Fundamental Researches of

Ukraine (project F53.2/001).

[1]. T. G. M. Freegarde, J. Waltz, and W. Hénsch, Opt. Commun. 117, 262-267
(1995).

[2]. A. Goepfert, 1. Bloch, D. Haubrich, F. Lison, R. Schiitze, R. Wynands, and
D. Meshede, Phys. Rev. A 56, R3345 (1997)

[3]. V.I Balykin, JETP Lett. 81, 209 (2005)

[4]. V.I. Romanenko and L.P. Yatsenko, J. Phys. B 44, 115305 (2011)
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NANOLASER EMISSION LINE BROADENING AND
SHIFTING

B.D. Paviik*, N.N. Yakimchuk
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The concept of spaser as the coherent near-field generator and nanolaser
based on nanoscale plasmonic resonators has been successfully demonstrated
in number of experiments. We have developed the theoretical framework for
basic description of nanolaser emission line broadening and shifting. We also
theoretically analyzed the phenomena of linewidth enhancement — additional
line broadening due to the resonator noise.

The very high material gain needed to compensate for the losses of met-
al generates extremely strong cavity mode dispersion. This results in giant
frequency pulling effect. We saw that frequency pulling effect allows to esti-
mate the material gain of nanolaser simply by measuring the Fabry-Perot
mode spacing. In conventional lasers this is quite difficult to do as the effect
is extremely small, however, in plasmonic laser this effect is quite pro-
nounced, as shown in our report.

We have developed the density matrix model of the nanolaser and obtain
the analytical expressions for the linewidth of the nanolaser radiation, which
is valid at any pumping rate. We have shown also that plasmonic nanolaser is
truly thresholdless device, due to the extremely strong coupling of the plas-
monic mode and the active medium.

The main idea of the theory of linewidth enhancement is to introduce the
time dependence in the description of nanolaser action through the dispersion
of spectral parameters, describing the localized surface plasmon spectrum.
This investigation predicts significant linewidth enhancement with order of
magnitude broadening of the output spectrum.

The developed theory could be potential interest to rapidly developing

nanoplasmonic devises with incorporated gain /1-3/.

[1]. R.-M. Ma, X. Yin, R. F. Oulton, V. J. Sorger, and X. Zhang, Nano Letters 12,
5396-5402 ( 2012).

[2]. R.-M. Ma at el. Laser photonic Rev. 7, No1, 1-21 (2013)

[3]. R.F. Oulton at. .el. Nature Letters. 461, 1 October, 629-632 (2009)
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In this work a chain of N identical two-level non-interacting atoms pre-
pared via a single photon Fock state is investigated. The purpose is to obtain
information about the state of electromagnetic field and atomic chain in reso-
nance approximation. The state amplitudes of the atomic system are calcu-
lated for several space configurations of the atoms.

Assuming the distances between atoms are quite large, so that the inter-
action between atoms is negligible, we prepare an ensemble of the two-level
atoms initially in the ground state. A single mode of the radiation field is ex-
cited in a “Fock” state. This is the case of a purely monochromatic wave with
zero line width under the consideration. A laser output in single mode opera-
tion can approximate this situation due to its high degree of monochromatic-
ity (small linewidth).

Our work differs from the investigations that were presented, for exam-
ple, in [1]—[3], where it was discussed the photon scattering by a large space
homogeneous system with uniform space atomic concentration coupled to a
continuum of quantized electromagnetic field modes. We emphasize our at-
tention to one-dimensional space configurations of atomic chains and take
into account a resonator with “limited” number of allowed modes in certain
direction.

It was shown that the space configuration of an atomic chain, the total
number of atoms, and the distinguished by a resonator directions define the

behavior of the state amplitude with time.

[1]. M. Scully, E. Fry, C.H.R. Ooi, and K. Wédkiewicz // Phys. Rev. Lett.- 2006.-
96, P. 010501.

[2]. V. Ernst and P. Stehle // Phys. Rev.-1968.- 176. — P. 1456.

[3]. M. O. Scully and S. Zubairy, Quantum Optics // Cambridge, England: Cam-
bridge University Press.- 1997.
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INHOMOGENEOUS MOLECULAR LIQUIDS NEAR THE
CRITICAL POINT

O.D. Alekhin, Ye.G. Rudnikov”

Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
“Corresponding author: rudnikof@yahoo.com

The problem of constructing the phase diagram of thermodynamic char-
acteristics of critical fluid is today an important but also quite controversial.
Using the model of the system near the critical point as the van der Waals gas
of fluctuations [1,2] of the order parameter in the frame of parametric scaling
[3] has been used campaign [4] to the determination of surfaces of thermal
parameters for molecular liquids.

New method of comprehensive complete scaling for design and analysis
of phase diagrams near the critical point for calorific values has been devel-
oped on the basis of a system of parametric equations of state [3]. The behav-
iour of a wide class of homogeneous and inhomogeneous molecular liquids
has been analyzed. The order field and the disorder field have been used as
the critical fields.

Three-dimensional phase diagrams have been constructed for various
thermodynamic responses. The comparative thermodynamic analysis [4, 5,
6] has been made for them. The properties of various thermodynamic poten-
tials near the critical point have been also studied. Analysis of the properties
of large-scale fluctuations of the order and the disorder parameters [7] has
been carried out using the proposed new version of the algebra of fluctuating

values.

[1]. Alekhin A.D. // Proc. of Educational Institutions, Physics 1983, 3, P.103.

[2]. Alekhin A.D., Ostapchuk Yu.L., Rudnikov E.G. // Russian Journal of Physical
Chemistry A, 2011, Vol. 85, No. 4, P. 537.

[3]. Schofield P. / Phys. Rev. Lett., 1969,V.22, Ne 12, 606.

[4]. Alekhin A.D., Bilous O.1., Rudnikov E.G. // Monitoring. Science and technolo-
gy, 2012, 3(12), 82.

[5]. Alekhin O.D., Abdikarimov B.Zh., Rudnikov E.G., Thermophysics and Aero-
mechanics, 2010, 17, 1, 113.

[6]. Alekhin O.D., Dorosh A.K., Rudnikov Ye.G. Critical State of Substance under
Gravity of the Earth, Politehnika, Kiev, 2013.

[7]. Wang J., Anisimov M.A. Phys.Rev., E 2007, 75, 051107

49



P-1 THEORY

EFFECTIVE FREQUENCY UP-CONVERSION IN
PLASMONIC NANOLASER WITH RARE-EARTH
NANOCRYSTALS

B.D. Paviik", D.N. Li

Department of the Theoretical and Applied Physics, National Aviation University,
Prosp. Komarova, 1, Kyiv, Ukraine
*Corresponding author: pavlikboris@mail.ru

About ten years ago we have proposed to use metallic nanoparticle plas-
mon resonances for enhancement nonlinear optical processes in rare-earth
ion doped nanocrystals. During these years many interesting theoretical and
experimental works on this theme were been published. Highly photochemi-
cally stable nanoparticles, in which up-conversion luminescence can be ex-
cited — so-called up-conversion nanocrystals (UC-NCs) — exhibit widely
separated (up to 500 nm) narrow luminescence bands in the visible (VIS)
region located far from the excitation near-infrared (NIR) laser radiation, and
thus can be more easily identified compared to organic luminophores and
semiconductor nanoparticles. Due to a deep penetration of exciting infrared
(IR) radiation, the absence of parasitic fluorescence of biomolecules and the
absence of phototoxicity and photobleaching upon near IR excitation, UC-
NCs can be efficiently used as fluorescent probes in biological studies and
fluorescence diagnostics (FD). The doping of such nanoparticles with Gd3+
ions provides the additional possibility of combining fluorescence visualiza-
tion with magnetic resonance imaging.

This year a single-particle spaser design with well-defined and unidirec-
tional stimulated emission and highly effective laser output have been real-
ized. By using a semishell-capped system design, it was shown that the laser
emission can be guided and improved over previous spaser designs based on
full-shell spasing nanocavity. The optical extinction properties of the semi-
shell resonator (referred to as SSR) strongly depend on the incidence angle,
nevertheless, spaser emission exclusively propagates along a specific direc-
tion. The power flow from the SSR is one order of magnitude higher than that
from its full-shell resonator counterpart (referred to as FSR). Such system
opens up a new avenue for applications of high-intensity nanolasers.

We theoretically discussed last approach allowing the use of rare-earth
nanocrystals as gain material for the integration within the nanolaser design.
Thus, the proposed design is more compatible with semiconductor photonics
and can be applied to fabricate lab-on-a-chip photonic circuits.
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Stimulated Raman scattering (SRS) is widely used to control the shape
of optical pulses and their spectra, the statistics of laser radiation and its spa-
tial distribution, to create devices for conjugating the wave front and to am-
plify weak signals, etc. On the other hand, the parameters of the scattered
radiation, especially spectrum, spatial-temporal structure, and coherence, are
also an important source of information about the nature of the scattering
process itself and properties of the scattering medium.

However, many features of SRS remain unclear. In particular, in self-
focusing liquids, even in the nanosecond duration range of excitation laser
pulse, the spectral lines broadening of SRS parametric components signifi-
cantly exceeds the line width of spontaneous Raman scattering. The proposed
list of mechanisms, classification of such broadenings is not conclusive and
needs further details and additions. In particular, this paper examines the ac-
tion of self-phase modulation and relaxation oscillations of nonlinear polari-
zation amplitude under self-focusing conditions.

It’s theoretically proved that in self-focusing mode of exciting radiation,
self-phase modulation, and the relaxation oscillations of amplitude of the
nonlinear polarization the frequency-angular structure of the parametric com-
ponents of SRS has special features. Maximum of radiation energy shifts
relative to Raman frequencies and this shift depends on the scattering angle.
The largest Stokes shift (about —10 cm™) of the maximum energy in the spec-
trum of the parametric components corresponds to the axial radiation and is
determined by the size of the focal area, the time of polarization existence and
the mismatch of wave vectors of polarization and parametric component. Ob-
tained estimations of self-phase modulation influence on radiation in case of
relaxation oscillations show that this influence is insignificant. The effect is
interpreted in terms of short-term phase matching.
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Cobherent light and surface plasmon generation on nanoscale has recently
attracted significant attention due to numerous potential applications in the
fields ranging from biosensing to optical interconnects. The physical dimen-
sions of laser are defined by its cavity which generates optical feedback based
on constructive interference of propagating waves. Since the interference re-
quires phase accumulation of at least 2, the resonator dimensions cannot be
much smaller than half wavelength in each direction and, in fact, are limited
by the classical diffraction. As well known the smallest lasers approaching
this limit are Vertical-Cavity Surface-Emitting Lasers (VCSELs).

Conceptually different approaches are required for creation of sub-dif-
fraction coherent light generating systems. One of the promising solutions is
based on incorporation of nanometric structures made of noble metals sup-
porting plasmonic excitations. Such structures can confine light far-beyond
the natural limit of diffraction by coupling it into coherent oscillations of free
conduction band electrons near metal surfaces. The plasmonic effect can con-
fined optical mode in one or two dimensions, while the facet reflections in
third dimension can be used to generate sufficient feedback for lasing.

Ideologically new approach to laser resonators was proposed in /1/. It
was suggested to replace the interference phenomena by the near-field feed-
back and in such way it was introduced the concept of SPASER as a coherent
source of plasmonic excitations. In a case of efficient coupling of localized
surface plasmons (LSPs) in far-field photons, the SPASER can be considered
as a nanolaser. This system was successfully demonstrated, employing a core
metal nanoparticle and surrounding active dyes.

Our report main new idea is to investigate the opportunity of obtaining
coherent radiation from nanometric laser with nonlinear atomic or molecular
absorption. We propose some real system and give needed estimations for
lasing at sufficiently narrow and frequency stable lines of rear-earth atom in
solid and molecular gas in nanocavities. We used the anomalous enhance-
ment of radiation probabilities of molecules near the nanopores as main way
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to put the lasing at narrow inverted Lamb-dip.
High intensity of nanolasing gives rise to many another nonlinear phe-
nomena as two-photonic absorption and frequency up-conversion that we

also would discussed.
[1]. M.Stockman et al. US Patent, 7569188, August 4, 2009.
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FREQUENCY-MODULATED FIELDS PROPAGATED
THROUGH MOLECULAR GASES

LL. Plastun®, A.A. Orudjev, A.N. Bokarev

Saratov State Technical University,
Politechnicheskaya Str.77, Saratov, Russia
“Corresponding author: inna_pls@mail.ru

The affect of non-stationary coherent effects on transmission spectra of
molecular gases is numerically simulated in a three-level system with one of
the near-resonance fields being frequency-modulated. The numerical model
is based on density matrix equations in RW approximation with atomic re-
laxation properly taken into account and nonlinear wave equations for propa-
gated laser beams — probe and pump. Slow modulation of probe beam is
shown to be equivalent to CW excitation with the frequency changed point by
point. As the modulation period approaches the relaxation times, the delayed
response of the system is shown to cause the coherent population trapping
resonance shift and reshaping, as well as the appearance of transient oscilla-
tions of the energy level populations, distorted the spectral characteristics.
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Unlike most of Brownian motor models in which the state of a point
particle is described by a single scalar fluctuating parameter, we consider
light-induced dichotomic fluctuations of electron density distributions
(EDDs) in an extended molecule moving in the electrostatic periodic poten-
tial of a polar substrate [1, 2]. This model implies that the potential energy
profiles of two motor states differ substantially and their symmetry is dictated
by the interplay between the symmetries of the substrate potential and of
molecular electronic states. A necessary condition for the occurrence of di-
rected motion, the asymmetry of the potential energy profiles, is satisfied for
(i) symmetric EDDs in molecules on asymmetric substrates and (ii) asym-
metric EDDs in molecules on symmetric substrates. In the former case, the
average velocity of directed motion is independent of molecular orientations
and the ensemble of molecules moves as a whole, whereas in the latter case,
oppositely oriented molecules move counterdirectionally thus causing the en-
semble to diffuse [3]. Quantum chemical data for specific organic-based pho-
tomotors demonstrate that the behavior of molecular ensembles is structur-
ally controllable: they can be transported as a whole or separated into differ-
ently oriented molecules depending on the ratio of symmetric and antisym-
metric contributions to the substrate electrostatic potential and to the molecu-

lar EDDs.

[1]. M. L. Dekhtyar, V. M. Rozenbaum. J. Chem. Phys. 134, 044136 (2011).

[2]. V. M. Rozenbaum, T. Ye. Korochkova, A. A. Chernova, M. L. Dekhtyar. Phys.
Rev. E 83, 051120 (2011).

[3]. M. L. Dekhtyar, V. M. Rozenbaum, J. Chem. Phys. 137, 124306 (2012).

55



P-6 THEORY

SPECTRAL PECULIARITIES OF POLYMER- DYE
NANOCOMPOSITES BASED ON SOME CARBAZOLE
DERIVATIVES

V.G. Syromyatnikov'", LS. Knizhnikova ' , Ya.l. Vertsimakha’

'"Faculty of Chemistry, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
"Corresponding author: svg@univ.kiev.ua

Nowadays ones of the most investigated topics are organic photovoltaics
for the green energetics. As a rule polymeric photovoltaics consist of elec-
tron-donating polymers that absorb the sun rays, photogenerate charge carri-
ers, and transport the charges and of electron acceptors [1]. The last ones in
our work were phthalocyanines and polymethine dyes, as electrondonor
polymers we studied PPV and carbazole derivatives. Previously copolymers
of n-octyl methacrylate (OMA) with N-vinylcarbazole and N-vinyl-3-iodo-
carbazole were studied, now new materials have been found — copolymers of
OMA with N-vinyl-7H- benzo[c] carbazole with more conjugated elec-
tronic structure:

For these copolymers monomers
ratio is 1:1 (m=n) and mol. weight is
7000. *

For all copolymers their spectral

0O @)
properties were studied in solutions (|: H N
and in films. The last copolymers have g7 0

n

more intensive long-wave absorption

than previous ones, the copolymeriza-
tion causes bathochromic shifts. For
films we have found that the nanoparti-

cles are formed as a result of aggrega-
tion of dyes molecules in polymer matrixes leading to a bathochromic shift
of the absorption of the composite and to an increase in its light sensitivity
[2].

[1]. W. Cai, X. Gong, Y. Cao, Solar Energy Mater. Solar Cells, 94, 114-127 (2010).

[2]. LKnizhnikova, V. Syromyatnikov, Ya.Vertsimakha, A. Verbitsky. Theoretical
and Experimental Chemistry, Vol. 48, No. 3, , 153-156, (2012)
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The European Committee wants all newly built buildings to be near-zero
energy by 2020 [1]. This demands architects integrate energy saving and en-
ergy generation into their designs. An alternative solar energy harvester was
proposed in the 1970’s, the luminescent solar concentrator (LSC) [2,3]. The
luminescent molecules can be organic fluorescent dyes, or inorganic phos-
phors or quantum dots.

In this paper we present the results of theoretical investigations by quan-
tum-chemical calculations the spectral properties of some dyes (coumarin 6,
Nile red, perylene). These dyes are chosen because of their absorption and
emission spectra are situated in different frequency ranges. In addition to the
general requirements for all phosphors - a high fluorescence quantum yield,
photochemical stability, they must meet the requirements due to the physical
aspects of their application, including, low temperature and concentration
quenching, resistance to UV radiation. We studied the dependence of the lu-
minescence intensity on the nature of the matrix, which is modeled with sol-
vents of different polarity. It has been observed also that in the presence of the
nanoparticles aerosil the intensity fluorescence of dyes molecules is increase
as excitation in the UV spectrum and in the visible region. The relationship
between electronic structure and nature of polymer matrix has been estab-

lished.

[1]. Directive 2010/31/EU

[2]. W. H. Weber and J. Lambe, Applied Optics 15, 1976, 2299.

[3]. C. Corrado, S.Leow, M.Osborn et all. Solar Energy Materials & Solar Cells 111
(2013) 74.
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The modern resonance methods of a high definition laser spectroscopy
define actuality of theoretical investigation of influence perturbations of vi-
brational states on the peculiarities of changes structurally-dynamic and
spectroscopic parameters of polyatomic molecules and also on the predic-
tions of new results and relationships. In this work the analytical method of
discrete spectral analysis perturbations theory are developed which is based
on modification of the Wilkinson’s method of perturbations theory [1], this
analytical method is used for a solving of the direct spectroscopic problem of
excited molecule’s vibrations with given analytical formulation of dynamic
coefficients matrix till n degree of components. The obtained results after a
solving of the main equation for perturbation vibrations are used for the de-
scription of the influence of perturbation vibrations on asymptotic form for
changes of frequencies, elements of vibration’s forms tensor, structurally-
dynamic and vibrational-rotational parameters of polyatomic molecules.

Within a matter of the offered method of a perturbation theory the Ar-
nold’s method [2] is used which allows to consider and to estimate the influ-
ence of resonance interactions between vibrational modes as kind of Darling-
Dennison, Fermi and Douglas-Sharm modes, which connect excited vibra-
tional states with other close situated. The new equations are derived which
define the shifts of band’s centers, the peculiarities of changing of centrifugal
distortion parameters, the Coriolis interaction coefficients, the anharmonic
electro-optical parameters, all which are the main parameters in equations for
absolute intensities of spectral lines and integral intensities of lines of excited

and high excited vibrational states of polyatomic molecules.
[1]. J. H. Wilkinson. The Algebraic Eigenvalue Problem. Oxford. 1995.
[2]. V. 1. Arnold. Advances in Physical Science. V.78. pp. 90-192. 2001.
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The optical trap for atoms proposed in [1] is based on the interaction
between atoms and sequences of counter-propagating m-pulses. The control
of atomic motion with the help of light pulses can considerably reduce the
influence of laser field on atoms in comparison with continuous laser radia-
tion. Recently [2] laser cooling of a diatomic molecule (StF) by continuous
laser radiation was demonstrated. The success of the cited work was based on
the specific matrix of Franck-Condon factors, which is very close to diagonal.
As a result, the interaction of such molecules with laser fields resembles the
interaction of two-level atoms. It is well known that two-level atoms can be
cooled not only by continuous radiation, but by laser pulses too [3].

We investigate the interaction of close to diagonal Franck-Condon fac-
tors molecules with laser fields and show that the sequences of counterpropa-
gating light pulses can form the trap for such molecules if the parameters of
interaction with laser radiation (energy and duration of pulses, pulse repeti-
tion frequency and detuning from resonance) are properly chosen. Besides
that, the molecules can be cooled approximately to Doppler limit. We also
discuss another regime of interaction of laser radiation with molecules, when
momentum diffusion instead of cooling takes place.

Theoretical background of the study is the Monte-Carlo wave function
approach [4]. This approach gives us the opportunity to simulate spontaneous
emission. The motion of molecules is described by classical mechanics.

The work is sponsored by the State Fund for Fundamental Researches of

Ukraine (project F53.2/001).

[1]. T. G. M. Freegarde, J. Waltz, and W. Hénsch, Opt. Commun. 117, 262-267
(1995).

[2]. E. S. Shuman, J. F. Barry, D. DeMille, Nature 467, Number 7317, 820—
823(2010).

[3]. K. Mglmer, Phys. Rev. Lett. 66, 2301-2304 (1991).

[4]. C.Mglmer, Y. Castin, and J. Dalibard, J. Opt. Soc. Am. B 10, 524-538 (1993).
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It was established [1,2] by using of model of system near the critical
point as Van der Waals gas of fluctuations of order parameter that the depend-
ence of amplitudes of coexistence curve Bn versus critical value of compress-
ibility factor is linear. This work presents results of PVT data analysis of a
wide class of liquids which involved analysis of critical indices received by a
method of small parameter [3] and determination of amplitudes of the critical
isochor, GO, and the critical isotherm, DO.

The equations of a parametrical scaling [4] are used for representation of
the equations of state for a critical fluid in a general form in all inner circle.
Amplitudes of a, k of the equations of a parametrical scaling are expressed
through amplitudes of B0, GO, DO and connected with the compressibility
factor of substance [5].

Using the experimental data the method for design and analysis of phase
diagrams at the fluctuation area for homogeneous and inhomogeneous sys-
tems under the Earth gravity has been developed on the basis of a system of
parametric equations of state [4]. These surfaces were used for finding the
three-dimensional surfaces of thermodynamic and correlation parameters of
a number of molecular liquids in the fluctuation area.

It was constructed large-scale function of thermodynamic and correla-
tion parameters of uniform and spatially non-uniform molecular liquids at the

interval of temperatures t>0 and t<0.

[1]. Alekhin A.D. // Proc. of Educational Institutions, Physics 1983, 3, P.103.

[2]. Alekhin A.D., Ostapchuk Yu.L., Rudnikov E.G. // Russian Journal of Physical
Chemistry A, 2011, Vol. 85, No. 4, P. 537.

[3]. Alekhin A.D. // Journal of Molecular Liquids. — 2005. — 120. — P.43.

[4]. Schofield P. // Phys. Rev. Lett.-1969.-V.22, Ne 12.-P.606.

[5]. Alekhin A.D., Bilous O.I., Rudnikov E.G. // Monitoring. Science and
technology. —2012. — 3(12). - P. 82.
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O.D. Alekhin!, Yu.L. Ostapchuk'”, B.Zh. AbdikarimoV’, A. Repula’,
Ye.G. Rudnikov'!

'Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
’Korkyt Ata Kyzylorda State University, Kyzylorda, Kazakhstan
*Corresponding author: os@ukr.net

The equation of coexistence curve of metals and metal melts in the fluc-
tuation region near the critical temperature has been studied in the work on
the basis of the model of gas of order parameter fluctuations with the proper-
ties of the real Van der Waals gas [1] by using the values of the critical expo-
nents obtained by the method of small parameters [2].

In the previous studies for the molecular liquids and solutions [3-5] it was
shown that the parameters of the equation of state based on the Van der Waals gas
of order parameter fluctuations are linear functions of the critical value of the
compressibility factor, Z = P_V /RT . The literature data for ion-electron systems
[6-11] have been analyzed by the method previously developed and tested for
molecular liquids. It has been shown that one-component substances belonging
to the group of metals with cubic lattices are characterized by linear dependences
of coeflicients of the coexistence curve on the critical parameter P /T . This pa-
rameter has a physical meaning of “interaction length” of the particles in the “cell
of critical interaction”.

[1]. Alekhin O.D. // High. Ed. Proc. Physics. 1983. 3. P. 103-105.

[2]. Alekhin O.D. // Journal of Molecular Liquids. 2005. 120/1-3. P. 43-45.

[3]. Alekhin O.D., Dorosh A K., Rudnikov E.G. The critical state of matter in the
Earth’s gravitational field. Kiev. “Politehnica”. 2008. 404.

[4]. Alekhin O.D., Abdikarimov B.Zh., Ostapchuk Yu.L., Rudnikov E.G. // Rus.
Journal of Physical ChemistryA, 2010, 84/8, P. 1352-1358.

[5]. Alekhin O.D., Ostapchuk Yu.L., Rudnikov E.G. // Rus. Journal of Physical
Chemistry A, 2011, 85/4, P. 537-541.

[6]. Hodgson V.M / PhD Dissertation, California University, 1979. 76p.

[7]. Jungst S., Knuth B., Hensel F. // Phys. Rev. Lett. 1985. 55. P. 2160-2163.

[8]. Bhatt Divesh, Jasper Ahren W., Schultz Nathan E., Siepmann J. Ilja, Truhlar
Donald G. // J. Am. Chem. Soc.. 2006. 128 (13). P. 4224-4225.

[9]. Hensel F., Stolz M., Hohl G., Winter R., Gotzlaff W. // J. Phys. IV France 01.
1991. C5-191-205.

[10]. Bulavin L.A., Plevachuk Yu.O., Sklyarchuk V.M. Consolution critical phenom-
ena at the earth and in space / Kyiv, Naukova dumka, 2011.

[11]. Garrabos Y. // Journal de Physique (Paris). 1985. 46. P. 281-291.
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The actual mechanism of physical processes, which lead to a wide prac-
tical use of the unique properties of critical fluids (CF) in a variety advanced
technologies [1, 2], is not yet known till this time. Understanding these pro-
cesses is essential for choice of technological parameters for their successful
practical use and even for the interpretation of global phenomena occurring
in the Earth’s crust.

The fluctuation theory of phase transitions (FTPhT) [3] is used to explain
fluctuation structure of substance in a critical state, the fluctuation mechanism
of formation and decay of the order parameter fluctuations. According to FT-
PhT [3], the main structural features of CF are: the correlation length R and the
number of the order parameter fluctuations in a volume unit N~R *, the den-
sity of substance p, in the fluctuation volume v, =4/37R]. It is these struc-
tural characteristics determine the fluctuating part of the thermodynamic poten-
tial of the critical fluid F, = C,R_?, its equilibrium and kinetic properties.

In this paper these nanostructural characteristics of CF have been studied
using molecular light scattering [4-6]. The obtained experimental data have
been used for finding another important characteristic of the CF. It is shown
that the density p, reaches values, much larger than the critical density of
substance (p,23p,) [7]. Using experimental studies [2] of the formation of
nanoparticles Al,O,, on the basis of critical fluid H,0O, the velocity of the H,O
molecules V=107 cm/s has been estimated in the decay and the formation of
the order parameter fluctuations. It was concluded [7] that such large veloci-
ties of the molecules are the main reason of manifestation of unique proper-

ties of CF on its practical use.

[1]. Supercritical Fluids: Theory and Practice. Moscow. 2006. 1/1. P.27-51.

[2]. Vostrikov A.A., Fedyaeva O.N., Fadeeva L.1., Sokol M.Ja. Supercritical Fluids:
Theory and Practice. Moscow. 2010. 5/1. P. 12.

[3]. Patashinskii AZ, Pokrovsky VL. Fluctuation theory of phase transitions. Mos-
cow: Nauka, 1982, 382.

[4]. Alekhin O.D. JETP. 1977. 72/5. P.1880.

[5]. Alekhin O.D., Shimanskii Yu. Higher Education Proc. Physics. 1976. 11. P. 82.

[6]. Alekhin O.D., Dorosh A.K., Rudnikov E.G. The critical state of substance in
Earth’s gravitational field. Kiev Politehnica, 2008. 404p.

[7]. Alekhin O.D. Monitoring. Science and technology, 2011. 1 (6). P. 69.

62



3

MOLECULES







O-1 MOLECULES

CHEMICAL IDENTIFICATION OF ATOMS IN ORGANIC
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Scanning probe microscopy routinely offers high spatial resolution, in
many cases down to the atomic scale [1,2]. It was shown that this technique
can be used to chemically identify Pb, Sn, and Si atoms in an alloy [3]. We
have applied first-principle calculations to explore the potential of AFM for
chemical identification of atoms in organic molecules. As a case study, we
focused on phenazine (C,,H,N,). We have calculated the interaction energy
between the sample molecule and the foremost atoms of the tip. We have
obtained interaction energy curves for different positions of the tip above the
molecule. Two types of the tip were used: a copper tip and a copper tip termi-
nated with a single CO molecule.

The interaction energy curves are different for different positions of the
tip. This suggests that it is possible to chemically identify C, N and H atoms

in organic molecules .
[1]. L. Gross et al., Science 325, 1110 (2009).
[2]. L Swart, L. Gross, and P. Liljeroth, Chem. Commun. 47, 9011 (2011).
[3]. Y. Sugimoto et al., Nature 446, 64 (2007).
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Empirical solvent scales are used to arrange the solvents upon their ac-
tion on the electronic absorption spectra. Kosower scale is one of known for
characterizing the solvent influence on the absorption electronic spectra of
dipolar solutes.

Kosower scale reflects in a good manner the solvent influence on the
compounds which diminish their dipole moments by excitation, because this
scale has been proposed for the complex 1,4 ethyl-pyridine iodide which
change the orientation of the dipole moment with 90 degrees. In the ground
state of the complex, its dipole moment is oriented perpendicularly on the
heterocycle plane, between the heterocycle plane and the iodide molecule. In
the excited state the iodide molecule becomes neutral part of the complex and
the dipole moment is contained in the heterocycle plane. In these conditions,
the interaction energy with the solvent differs from zero only in the ground
state of the complex. The effect of the intermolecular interactions is higher in
the ground state of the complex. The empirical polarities defined by Kosower
can describe the proportionality of the wavenumber in the maximum of the
electronic transitions with intramolecular charge transfer causing the dipole
moment diminishing. All compounds which diminish their dipole moment by
excitation will suffer the similar influence on their electronic spectra.

We compared the solvent action on different classes of cycloimmonium
ylids and established correlations between the empirical solvent parameters
and structural features of the spectrally active molecules.

66



0-3 MOLECULES

HYDROGEN-BONDED CLUSTERS IN ASSOCIATED
LIQUIDS

L Doroshenko!”, V. Pogorelov', O. Doroshenko', G. Pitsevich’, V. Sablinskas®

!Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
Belarusian State University, Minsk, Belarus
3Vilnius University, Vilnius, Lithuania
*Corresponding author: doril1@ukr.net

FTIR spectra of liquid monohydric alcohols from methanol to decanol
were registered in the frequency range from 500 cm™ to 4000 cm™. In the
registered spectra of all investigated alcohols the wide diffuse band with the
frequency near 3400 cm™' was observed. This band is usually assigned to the
vibrations of the bonded hydroxyl groups involved into the H-bond forma-
tion.

The processes of the molecular cluster formation of monohydric alco-
hols were investigated using the matrix isolation technique in argon and ni-
trogen matrices. The methods of cluster isolation in inert gases matrixes pro-
vide the possibility to study individual clusters of different sizes. The gradual
transformation of the spectral bands assigned to different vibrations indicates
the transformation of the structure of the isolated clusters with matrix heating
from 10 to 50 K. The changes in spectra at increasing temperature were ana-
lyzed, expecting that such experiments may be considered as the model of
structural transformations in alcohols during the gas - liquid phase transition.
Main changes with temperature increasing were observed in the spectral re-
gions of stretch O-H and C-O vibrations. At the lowest temperatures the spec-
tral bands corresponding to the vibrations of alcohol monomers were regis-
tered, during matrix heating these bands were transformed into the bands as-
signed to dimers, trimers and larger clusters.

The quantum-chemical calculations of different alcohol clusters were
carried out with the program set Gaussian 03 (B3LYP, 6-31G(d,p)). The com-
parison of the calculated vibrational spectra of the studied alcohols with the
experimental IR spectra of alcohol clusters trapped in cold matrices gives the
possibility to determine the cluster structure of investigated alcohols.

The work was supported by the State Fund for Fundamental Researches
inthe frame of Ukrainian-Belarusian scientific project “Spectral manifestations
of nanoscale structure formations in associated molecular liquids with
hydrogen bonding”.
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The study has employed the low temperature matrix-isolation IR spec-
troscopy and the density functional theory (DFT) and ab initio calculations to
determine the conformational composition of neutral amino acids. IR spectra
were registered for the amino acids isolated in Ne, Ar and Xe matrices. UV
irradiation and annealing of the samples were used to distinguish spectral
bands of different amino acid conformers. Relative Gibbs free energies of the
conformers were calculated at evaporation temperature of each amino acid
using the CCSD(T)/CBS level of theory.

We found that at least two conformers of each amino acid are present in
the matrices: one with a bifurcated NH,*=*O=C H-bond and one with a
NeesH-O H-bond. The presence of several conformers in the matrices results
in broadening and/or in multiplex structures of most bands in the amino acid
IR spectra. We also investigated influence of the matrix environment on the
structure and IR spectra of the amino acids using molecular dynamics simula-
tion and DFT/M05-2X calculations. Common features in the IR spectra of
nonionized natural aliphatic amino acids are discussed.

This study clearly demonstrates that accounting for the interconversion
between conformers separated by low energy barriers is very important to
predict the conformational composition of structurally flexible molecular
systems. In the case of amino acids most of the low-energy conformers,
which are predicted to have significant populations at the experimental evap-
oration temperature, actually interconvert in matrices to lower energy con-
figurations and, thus, only a very few conformers are actually observed.
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Hydrogen bonds play an important role in a variety of chemical and bio-
chemical processes. Special interest from view of hydrogen bonds represents
highly self-associated solvents. The most known examples of them are OH-
containing liquids (alcohols, diols and water). These solvents present a great
practical interest. They have used in different industries due to special physi-
cal-chemical properties. OH-containing solvents consist of mixture of asso-
ciative species of various compositions and structure. Dissolved molecule
can form hydrogen bonds with these clusters which lead to a change in sol-
utes reactivity.

In present work we have studied hydrogen bonding of dissolved mole-
cules in aliphatic alcohols, ethylene glycol and water using FTIR-spectrosco-
py method and headspace gas chromatographic analysis. Different proton
acceptors were used as solutes. IR-spectra of ketones, esters and amides in
aliphatic alcohols, ethylene glycol and water were measured at different con-
centrations and temperatures.

Obtained results show, that association degree of all studied solutes are
less than 100 % in alcohols and ethylene glycol solutions. The absorption
band of the carbonyl group in these solvents consists of at least two compo-
nents related to free and H-bonded C=0 groups. At the same time in accord-
ance with IR-spectra studied solutes are completely H-bonded in aqueous
solutions. Obtained from IR-spectroscopy measurements values of compl-
exation degree of proton acceptors in OH-containing solvents are in good
agreement with the same data determined from gas chromatographic studies.

Enthalpies of hydrogen bonding of studied solutes in OH-containing sol-
vents were determined using temperature measurements of IR-spectra and
solution calorimetry data. Values obtained by two different methods are prac-
tically the same. It was shown that enthalpies of hydrogen bonding of ketones
and esters with aliphatic alcohols, ethylene glycol and water are positive. The
reasons of these unusual results were discussed.

Cooperativity of hydrogen bonding in OH-containing solvents was ana-
lyzed.
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Infrared spectroscopy is powerful tool of investigation of liquid systems.
The IR spectra are very sensitive to structural changes caused by intermo-
lecular interactions between the components of solution. Multivariate regres-
sion can be used for the determination of quantitative information from IR
spectra, such as number and concentration of species in the mixture [1].

Our approach is based on a three-component MCR-ALS analysis of the
FTIR spectra of cyclohexane-ethyl acetate solutions. We found that three
components are required to obtain a good fit to the data (accuracy better than
1%). The “pure” components were identified as “free cyclohexane” and “free
ethyl acetate”, and the third component as “cyclohexane-ethyl acetate com-
plex”. The graphical user interface (GUI) in the MATLAB environment de-
veloped by Tauler et al. [2] was used for determination of concentration and
spectral matrixes. We used MCR-BANDS GUI [3] to decrease rotational am-

biguity of obtained solutions.

[1]. R. Wehrens, Chemometrics with R, Springer-Verlag Berlin, 2011.

[2]. J. Jaumot, R. Gargalloa, A. de Juan, R. Tauler, Chemometrics and Intelligent
Laboratory Systems, vol. 76, pp. 101-110, 2005.

[3]. J.Jaumot, R. Tauler, Chemometrics and Intelligent Laboratory Systems, vol. 10,
pp- 96-107, 2010.
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Multiple elastic scattering of light in active media promotes initiation of
two stimulated processes in dye molecules: random lasing (RL) and stimulate
Raman scattering (SRS) which occur simultaneously and influence each oth-
er [1]. Up to date there are not understanding what are the basic conditions of
this phenomenon occurrence and many its behavior are not investigated.

In previous our investigations we found that SRS and RL occurrence is
influenced by pump intensity, scattering efficiency and dye molecule concen-
tration. In presented work we extended our investigation and studied the in-
fluence of these parameters more detail. Investigations were held with dyes
of rhodamine family: thodamine 6G (R6G), thodamine 575 (Rh575) and rho-
damine B (RhB) in vesicular polymeric films.

By numerous experiments we shown that SRS in multiple scattering me-
dia (MSM) never arises without RL, but the last can arises without SRS. So
both effects are coupled and therefore they may be considered as single inte-
grated phenomenon conventionally named SRS-RL. RL plays leading role in
SRS-RL phenomenon and much effects on SRS occurrence.

The SRS revealing of investigated dyes is quite different. The first two
dyes exhibit well-defined SRS lines shifted by pump wavelength variation. Its
intensity is proportional to pump and RL intensity and so they are stimulated
by both radiations that indicate of SRS and RL coupling. RhB doesn’t reveal
SRS lines under any conditions. The reason of this discrepancy is different
matching of RL spectra and region of possible Stokes lines evaluated from IR
absorption spectra. This region is determined by frequencies of dye molecule
bonds and located in yellow (550-585 nm) and red (630-650 nm) regions un-
der 532 nm pumping. Then basic condition of SRS-RL occurrence is RL on-
set and their spectra coincidence with this region. Other parameters (dye con-

centration, scattering efficiency etc.) influence on SRS-RL via these options.
[1]. Vasil P.Yashchuk, E.A.Tikhonov, O.A.Prigodiuk., JETP Letters, 91 (2010), N4,
p.174-177.
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SPECTRAL CHARACTERISTICS OF P-CUMYL-
PYRIDAZINIUM-BENZOYL-2,4,6-PICRIL METHYLID
(CPBPM) SOLUTIONS

Daniela Babusca!, Mihaela Maria Oprea (Dulcescu)??,
Cristina Delia Nechifor!, Dana Ortansa Dorohoi?
'Alexandru Vlahuta School , lasi, Romania
2 Alexandru Ioan Cuza University of lasi, Faculty of Physics, lasi, Romania
3 Regional Oncological Institute, 2-4 G-ral Berthelot Street, Iasi, RO-700863, Romania
*Gh.Asachi Technical University of lasi, Faculty of Machine Manufacturing and
Industrial Menagement, 67 Dimitrie Mangeron Blvd., lasi, RO-700050 Romania

Binary and ternary solutions of p-cumyl pyridazinium benzoyl-2, 4,
6-picril methylid (CPBPM) were used in order to characterize the visible
absorption bands and to attribute them to an intramolecular charge transfer
Icm.

The wavenumbers in the maximum of the visible intramolecular charge
transfer (ICT) band of p-cumyl-pyridazinium-benzoyl-2, 4, 6 picril methylid
(CPBPM) were used to characterize the first solvation shell of the spectrally
active compound in ternary solutions achieved with hydroxyl solvents water,
ethanol and methanol. The average statistic weights, p;, the excess function,
d(1)» and the preferential solvation constant, kp , were estimated on the basis
of the solvatochromic effects of binary hydroxyl solvents water + ethanol and
water + methanol in ternary diluted solutions of PPBPM. This study contri-
butes to attribute the intermolecular interactions to universal and specific in-
teractions and to estimate their supply to the total spectral shift.
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REACTION OPTIMIZATION IN FACTORIAL EXPERIMENT
IN SYNTHESIS OF NEW ANTITUMORAL COMPOUNDS
BASED ON S5-NITROINDAZOLE

Corina Cheptea!, Liliana Mihaela Ivan?, Catalina Lionte’,
Catalina Iulia Saveanu®, Dana Ortansa Dorohoi?, Valeriu Sunel’
“Gr.T.Popa” University of Medicine and Pharmacy, Faculty of Medical Bioengineering,
9-13 Kogélniceanu Street, 700454, Iasi, Romania
2’Al. 1. Cuza” University, Faculty of Physics, 11 Carol I Blv. RO-700506, Iasi,
3“Gr.T.Popa” University of Medicine and Pharmacy, Faculty of Dental Medicine, 16
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4“Gr.T.Popa” University of Medicine and Pharmacy, Faculty of Medicine,16 Universitatii
Street, 700115, Iasi, Romania,
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In order to obtain new compounds with potential antitumor action, new
di-(2-chloroethyl)-amino derivatives with 5-nitroindazole as support, have
been synthesized. The compounds have been obtained by reaction of the so-
dium salts of the 5-nitroindazole with tris B-chloroethyl amine. New organic
compounds with alkylating group grafted on indazolic substrate through an
ethylene bridge have been obtained.

The reaction optimization was realized in a factorial experiment as a
polynomial function and the the reaction yield was studied in dependence of
the two relevant variables (temperature and reaction time).

The new compounds has been characterized by elemental and spectral
("H-NMR, FT-IR) analyses.

A series of physical properties (color, crystalinity, solubility, melting
point, ...) were established the new compounds. A complete characterization
has been made applying the quantum mechanical methods from HyperChem
package.

This synthesized compounds present antitumor potential in experimen-
tal tumors Guerin applied to mice with induced carcinoms. A study of the
toxicity has been done and the DL, was established.
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OPTIMIZATION SYNTHESIS OF SOME NEW
HYDRAZONES FROM 5-NITROINDAZOLES AND THEIR
TOXICITY STUDIES
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In order to obtain new substances with a potential tuberculostatic activ-
ity, we synthesized some new hydrazones derived from the 5-nitroindazole,
through the condensation of 5-nitroindazolyl-acethydrazide with various aro-
matic aldehydes. Their chemical structure has been verified by the elemental
and spectral analysis (FT-IR and '"H-NMR) information.

The reaction optimization has been considered important both for the
obtaining with superior yield and for limiting the trials for synthesis of the
new compounds.

For this purpose factorial experiments of the 3% type was organized for
each reaction.

The molecular and structural parameters were obtained with HyperChem
package.

This experiment permits to obtain the reaction yield as a function of the
second degree in the significant independent variables and to have a three-
dimensional, spatial representation of the obtained function.

A study of their toxicity has been done, establishing the DL50 values.
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Our research is devoted to the vibrational spectroscopy inverse problem
solution that gives a possibility to make conclusions about the investigated
molecule geometry. In order to assess the searching valent angle the algo-
rithm was elaborated, based on the gradient descend and the inverse spectral
problem of vibrational spectroscopy solving. The valent angle finding based
on the usage of inverse spectral vibrational spectroscopy problem is a well-
known task, but typical methods of these problem solutions are not applied to
molecules of matter in liquid state.

3N-matrix method was chosen all possible methods amount to solve the
inverse vibrational spectroscopy problem. The usage of method permits to
make no assumptions about the molecule force field, besides this method can
be applied to molecules of the matter in liquid state. An vibrations anharmo-
nicity always exists so there is a reason to do a correction caused by the an-
harmonicity. Anharmonicity constants assessment is an important part of the
realized algorithm. Taking molecules interaction into account made it possi-
ble to insert noncharacteristic vibration frequencies into calculations. The
3N-martix method usage simplifies calculating of u, constant corresponding
o, normal vibration. Finding u, and u, constants is more difficult and realizes
by method of steepest descent. In order to find the single-valued inverse spec-
tral problem of vibrational spectroscopy solution a shape parameter must be
found. The shape parameter y is the angle characterizing vibration w, and o,
mixing.

The minimum of such a function y called a divergence parameter was

found:
)2

o/ is a calculated theoretically frequency, @ " is a measured experi-
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mentally frequency. The defined divergence parameter is a many variable
function: valent angle f3, anharmonicity constants u,, u,, u,, shape parameter
w. The valent angle assessment was reduced to the divergence parameter
minimization. The § value concerning divergence parameter minimum was
interpreted as a desired valent angle. For example f=88,8° for water mole-
cule in liquid state.

76



P-5 MOLECULES

ALCOHOL CLUSTERS IN ARGON AND NITROGEN
MATRICES
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The methods of cluster isolation in inert gases matrixes [1] provide the
possibility to study individual clusters of different sizes allowing for the trac-
ing of the clustering processes of monohydric alcohols from individual mol-
ecules to the hydrogen-bonded network which is typical for liquid alcohols
[2].

FTIR spectra of monohydric alcohols (methanol, propanol, hexanol) iso-
lated in argon and nitrogen matrices were registered at different temperatures.
The gradual transformation of the spectral bands assigned to different vibra-
tions indicates the transformation of the structure of the isolated clusters with
matrix heating from 10 to 50 K. The changes in spectra at increasing tem-
perature were analyzed, expecting that such experiments may be considered
as the model of structural transformations in alcohols during the gas - liquid
phase transition [3].

Main changes with temperature increasing were observed in the
spectral regions of stretch O-H and C-O vibrations. At the lowest tempera-
tures the spectral bands corresponding to the vibrations of alcohol monomers
were registered, during matrix heating these bands were transformed into the
bands assigned to dimers, trimers and larger clusters.

The work was supported by the State Fund for Fundamental Researches
(DFFD) in the frame of Ukrainian-Belarusian scientific project “Spectral
manifestations of nanoscale structure formations in associated molecular
liquids with hydrogen bonding”.

[1]. J. Perchard and Z. Mielke, Chem. Phys. 264, 221, 2001.

[2]. L Yu. Doroshenko, Low Temp. Phys. 37, 604 (2011) [Fiz. Nizk. Temp. 37, 764
(2011)].

[3]. V.Pogorelov, I. Doroshenko, P. Uvdal, V. Balevicius, V. Sablinskas., Mol. Phys.,
108, 2165 (2010).
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In a multiple scattering medium (MSM) random lasing (RL) and stimu-
late Raman scattering (SRS) of dyes interact between them and form inte-
grated nonlinear process RL-SRS. Its common spectrum contains solid and
linear components caused by RL and SRS respectively. As SRS in MSM oc-
curs at all Stokes frequencies coinciding with RL spectrum [1] there is pos-
sibility to evaluate the corresponding section of the molecule vibration spec-
trum (VS). It needs decomposition of the spectrum by the solid and linear
components. The decomposition must be very accurate because errors of
solid component determination much influence intensity and contour of the
Raman line. The problem is complicated by RL spectrum sensitivity to pump
intensity and dependence of SRS lines intensity on RL one.

According to the properties of SRS in MSM [1] we developed algorithm
of dye molecules VS from its RL-SRS spectra. VS was evaluated from ex-
perimental RL-SRS spectra 1 AL (®) and its solid component 1 sol (CO) as
proper nonlinear susceptibility 1 (@) ~ In(1 o (@) / (I ol (0)))) . Central idea
is requirement of VS independence on RL-SRS spectra under batch process-
ing of them.

The algorithm includes next steps. Firstly the spectral sections containing
Raman lines are removed from the RL-SRS spectrum and the rest of him is
ap(e{oximated by two Gaussians to describe its asymmetry. On the second step
%~ (®) is computed from each 7, (®) and averaged VS was determined.
With this spectrum (third step) solid components [ :ol () of each experimen-
tal RL-SRS spectra are computed. On the last step one of RL-SRS spectra was
randomly selected, approximated by Gaussians with descent method and re-
place previous one. This step sequence repeated in cycles estimating each
time mean discrepancy between next and previous solid components. Devel-
oped algorithm achieves the independency of output VS on RL-SRS spectrum
over ten steps. Evidence of adequacy this algorithm is good agreement com-

puted and theoretical dependencies of SRS lines intensity on pump.
[1]. Vasil P.Yashchuk, E.A.Tikhonov, O.A.Prigodiuk. Mol. Cryst. Liq. Cryst. 2011.
V.535. P.156-166.
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SPECIFICITY OF STIMULATED RAMAN SCATTERING IN
A DYED RANDOM MEDIA
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*Corresponding author: aokomyshan@ji.ua

Stimulated Raman scattering (SRS) in a dyed random media is revealed
only together with random lasing (RL). This feature causes important peculi-
arities of SRS phenomenon in this media. Investigation of these peculiarities
is very important both for understanding of this phenomenon mechanism and
its spectroscopic application.

We studied in detail evolution of secondary radiation of rhodamines 6G
(R6G) and 575 (Rh575) in vesicular polymeric films subject to pump inten-
sity above RL threshold. Their radiation spectra contain many well-defined
SRS lines under pumping of YAG-Nd** laser second harmonic. All the lines
arise only in the range of RL spectrum and correspond to first Stokes compo-
nent of different molecule vibrations, which is proved by good correlation
with their SERRS and IR absorption spectra. Under pump increase they arise
in consecutive order from shortwave lines to long wave ones. It occurs simul-
taneously with longwave broadening of RL spectra caused by reabsorption
and reemission of RL radiation. At first the intensity of lines grows rapidly
but then it strength to become invariable.

These regularities is explained by the conception of SRS as the CARS-
like process stimulated by two-component pump formed by RL radiation at
Stokes frequency and incident laser pump. This pump forms driving forces to
be resonant with molecule bond frequencies. Due to continuous RL compo-
nent of this pump the resonant forces arise at all bond frequencies which
corresponded to Stokes lines in the range of RL spectrum. Dependency of
SRS lines intensity on pump is produced by this broadening also because of
the same dependence of RL intensity at corresponded Stokes frequency.

This situation principally differs from plain SRS where observed lines
correspond to different Stokes order of single molecule vibration. And suc-
cessive arising of it is conditioned by energy redistribution from lower order
Stokes component to higher one.
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Up to now data of vibrational resonances in hexafluoroethane (C,F,)
molecule were unavailable. In the present work IR absorption spectrum of
C,F, dissolved in liquid Xe (T=163 K) and liquid N, (78 K) are studied.
Fermi resonance doublets and multiplets are observed in spectral regions of
the modes combined with v, and v, fundamentals.

Both v, (4 Ig) and v, (Eg) bands are active only in Raman scattering, so in
the present work we observe Fermi doublets v ~(2v,) (4 Ig) and v,~ (v, +v,))
(Eg) in liquid C,F .

The parameters of Fermi resonances, obtained from the experimental
data are presented in the Table, where y is the perturbed frequency splitting,
A is the unperturbed splitting, R is the relative intensity, # is the interaction
matrix element and o, is the cubical constant of potential energy.

1:261;2;: v, cmr! ¥, cm”! R A,cm™ (W, em™| a, cm™
vy, iggggg 87(2) | 04(1) | 42(5) | 3801) | 7.6(5)
M 35;38; 17.82) | 0.6(1) | 9(1) | 82(4) | 23.2(9)
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Structural-dynamic model of the isolated molecule 2,3-di-O-nytro-
methyl-B-D-glucopyranoside was constructed by DFT method in basis
6-31 G(d) in paper [1]. Using the results of modeling the preliminary inter-
pretation of the IR spectra was held.

At presence work the structure and the IR spectrum of 2,3-di-O-nytro-
methyl-B-D-glucopyranoside were calculated taking into account the H-
bonding. The structures of dymers of 2,3-di-O-nytro-methyl-B-D-
glucopyranoside and structures and spectra of H-complexes of 2,3-di-O-
nytro-methyl-B-D-glucopyranoside and ethanol were calculated.

There types of dymers can be realized in the sample. There are cyclic
dymer with H-bonds between CH -OH group and hydroxyl group (dymer I),
dymer with H-bond between CH,-OH groups (dymer II) and dymer with H-
bond between CH,-OH group and hydroxyl group (dymer III).

The structures and spectra of H-complexes of 2,3-di-O-nytro-methyl-p-
D-glucopyranoside and ethanol were calculated. There are H-complex with
H-bond between CH,-OH groups (dymer Ila) and H-complex with H-bond
between CH,-OH group and hydroxyl group (dymer Illa).

Using the results of modeling the H-complexes we defined the interpre-
tation the measured IR spectrum of the 2,3-di-O-nytro-methyl-B-D-

glucopyranoside sample.
[1]. L.M. Babkov, L.V. Ivlieva, M.V. Korolevich. Izv. Saratoskogo Universiteta. No-
vaya seriya. Seriya Physica. T. 12 (vyp.2). 2012. C. 76-85 (in Russia).
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One of most effective ways to get the light emitting layers with easy tun-
ing wavelength of emitting radiation is the using of small amount of high
fluorescence dopants in suitable matrix. Doping with various dyes can offer a
color tuning by exploiting excited-state energy transfer. Thus, design of the
new effective dye dopants has gained much attention.

The results of investigations of electronic processes in the novel lumi-
nescent dyes are presented. The photophysical properties of these substances
were investigated in solutions and as dopants in different matrices. The full
interpretation of the absorption and fluorescence spectra has been done using
the results of quantum-chemical calculations.

The equilibrium molecular geometry and electron structure of the dye
molecules were calculated using the package Gaussians-09. The molecular
geometry was optimized by DFT/6-31G(d,p)/B3LYP method, while the char-
acteristics of the electron transitions, HOMO and LUMO MOs were calcu-
lated using the TD DFT approach.

The dyes absorption and fluorescence spectra were compared in solution
and composite thin films. In comparison with spectra in solutions the fluores-
cence spectra of the composite films demonstrate similar shape and small
shift towards the longer wavelengths. This means that the dyes are not de-
stroyed during vacuum deposition.

Calculated high dipole moment of first electron transition, rigid mole-
cules structure, the high quantum yields and possibility of vacuum deposition
are the reasons to believe that these dyes are the perspective materials for
using as light emitting layers in OLEDs.
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In this work we present results of study of intermolecular interaction in
ethylene glycol from spectra of Raman scattering. To make a justified as-
sumption on possibility of formation of aggregated intermolecular complexes
and monomeric molecules of ethylene glycol in the liquid and manifestation
of this formation in Raman spectra we carried out ab initio calculations of
normal vibration frequencies, depolarization ratios of bands, energy of for-
mation, and other physical-optical characteristics for various aggregated
complexes of molecules. The calculations were performed in frames of HF-
approximation with 6-31G(d, p) basis and total optimization of the geometry
of molecules.

It was shown the possibility of H-bond formation between ethylene gly-
col molecules with formation of dimeric aggregates. In the bond’s formation
participates hydrogen atom of O-H group of one molecule and one of oxygen
atoms of other molecule. According to calculations, the energy of dimer for-
mation is 4,6 kcal/mole.

Analysis of Raman spectra and results of calculation shows that the mol-
ecules of ethylene glycol are aggregated by H-bonding, and, moreover, di-
mers with anti-parallel orientation of molecules are formed. It is interesting
to investigate a character of molecular interaction and its manifestation in
Raman spectra. The formation of intermolecular bond in liquid ethylene gly-
col manifest itself in the form of asymmetry of 866 sm™, 1054 sm”'u 1078
sm! bands in Raman spectra. The half-width of a complicated band of 1054
sm'and 1078 sm™is 57 sm™ and consists of two lines. These bands refer to
the plane deformational O-H vibrations. According to calculations, the asym-
metry appeared in Raman spectrum is related to appearance of vibrations of
aggregates in the high-frequency side of the band of monomers. Since ethyl-
ene glycol belongs to the group of polyatomic alcohols, high magnitudes of
boiling temperature are explained by intermolecular H-bonding. The influ-
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ence of H-bonding on physical properties of alcohols is rather significant.
Calculations show that ethylene glycol molecules possess dipole moment
(~2,73 D for monomer, 6,35 D for dimeric aggregate). The length of H-bond
is 2,3 A. We observe a redistribution of electrostatic charge in dimeric ag-
gregate of ethylene glycol, especially on hydroxyl hydrogen atom that can be
explained by electron-donor effect of alkyl group.
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Amines and its derivatives play an important role in the biological, phys-
ical and chemical processes as included in the composition of dyes, pesti-
cides, and medicines, the properties of which by means of intermolecular
hydrogen bonding are realized. Important stage in the study of hydrogen
bonds is to evaluate and interpretation of the cooperativity and anti-coopera-
tivity effects.

In present work we used the IR spectroscopy and Quantum-chemical
calculations for the study of hydrogen bonds of aniline, N-methylaniline with
proton donors and acceptors. Choice of molecules is due to that they are com-
pounds that simulate structural fragments of supramolecular systems.

On the first stage absorbance of free molecules of aniline and N-methyl-
aniline in proton acceptors and proton donor solvents were analyzed. It was
shown that obtained N-H frequencies of these substances in proton acceptor,
proton donor and inert solvents linearly depend between them.

On the second stage absorption frequency of the N-H groups of com-
plexes of aniline and N-methylaniline with proton acceptors in aprotic sol-
vents were analyzed. It was shown that frequency of the N-H groups of com-
plexes amine with proton acceptors in aprotic solvents are linearly on solvent
parameter S, , responsible for Van der Waals interactions. Deviations in pro-
ton donor solvents from linear dependence parameter S, due to the coop-
erative effect in these systems. For the of ternary complexes were estimated
coefficients of cooperativity of hydrogen bonds and their analysis in terms of
the structure of molecules were carried out.

It is shown that the absorption frequency of the N-H groups of aniline in
proton acceptors to deviate from the linear correlations of the parameter S,
which is related due to anti-cooperativity effects. This result using the ap-
proach of quantum-chemical calculations was analyzed. The data obtained of
anti-cooperativity effects of hydrogen bonds from structure of the interacting
molecules were discussions.
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Electrolyte solutions based on dipolar aprotic solvents (DAS), in the
mixtures with lithium salts or ionic liquids (ILs) are now widely used to de-
velop advanced electrochemical energy storage devices — lithium-ion batter-
ies and supercapacitors.

In this regard, the actual task is the problem of prediction of practically
important macroscopic properties of the systems on the basis of the key un-
derlying intermolecular interactions.

In the present paper, within the framework of systematic studies of bi-
nary systems based on DAS and imidazolium ionic liquids, we present the
results of experimental investigations of Raman spectra of y-butyrolactone
(y-BL) with 1-butyl-3-methylimidazolium hexafluorophosphate ([BmIm*]
[PF,7]) in the range of 50-4000 cm™".

The goal of the present study is to explore main interparticle interactions
in the selected system by following the evolution of spectral profile of the
representative bands. Spectral analysis and assignment was complemented
with quantum chemical calculations of relevant molecular structures both in
vacuum and within different implicit solvation models.

The main focus of the study has been made on the carbonyl stretching
band of y-BL (around 1770 cm™1) since it may reveal details of both solvent-
solvent and solvent-IL interactions. Our results show that corresponding
spectral profiles are of composite nature containing at least three distinct con-
tributions. The later can be ascribed to monomeric y-BL molecules and dipo-
lar associates (presumably dimmers). Some indication of contribution of the
molecules interacting with IL has been found at low y-BL content.

We have also analyzed CH stretching region (2800-3200 cm™'), particu-
larly aromatic CH stretching profiles due to imidazolium-ring of cation of the
IL. The obtained spectral variations along with results of quantum-chemical
calculations are interpreted in terms of competition for cations between ani-
ons and solvent molecules in order to establish H-bonding interactions.

The obtained results allow one to design and tune similar systems
with desired set of properties.
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SPECTRAL INHOMOGENEITY OF LOW-FREQUENCY
RAMAN SPECTRA OF WATER AND WEAK AQUEOUS
SOLUTIONS OF HYDROGEN PEROXIDE

A.V. Kraiski®, N.N. Mel nik

P.N. Lebedev Physical Institute of RAS, Moscow, Russia
*Corresponding author: kraiski@sci.lebedev.ru

Previously it was shown that dynamic susceptibility (DS) obtained from
the Raman spectra in the low frequency range from 4 to 320 cm™ of water and
weak aqueous solutions of hydrogen peroxide, well described by the approx-
imating function with 9 variable parameters [1-2]. Two Lorentzians describe
intermolecular vibrations. From the concentration dependence of these pa-
rameters was estimated the size of the modified hydrogen bond network of
water molecules in the vicinity of peroxide molecule. The frequency and the
width of each Lorentzian are strongly correlated [3]. This was explained on
the basis of the model of free oscillations of the classical damped oscillator
and of spectral inhomogeneity of these lines [4]. On the basis of this model
have been defined homogeneous widths of vibrations associated with their
decay time and the resonant frequencies, which are coincided with frequen-
cies of infrared absorption [5].

The obtained value of eigenfrequency of HF oscillation in hydrogen per-
oxide’s solution is 183.6 cm™! with a dispersion of 0.5 cm™ (table value 183.4
cm™), a homogenious width of the contour is 105.0 cm™ with a dispersion of
4.6 cm™. The eigenfrequency of the bending mode is 51.3 cm™ with a disper-
sion of 1.3 cm™ (the table is 50 cm™), a homogenious width is 36.0 cm™ with
a dispersion of 2.4 cm™.

For water, eigenfrequency the HF oscillation is 184.6 cm™ with a confi-
dence interval (CI) 0.4 cm™), a homogenious width of it is 102.1 cm™ with CI
1.9 cm™. The eigenfrequency of the LF mode - 49.9 cm™ with CI1 0.4 cm™, a
homogenious width ofis 22.0 cm™ with C1 0.8 cm-1. Attention is drawn to the
significant increase in the homogeneous width of hydrogen peroxide com-

pared to water. This corresponds to a significant decrease in the decay time.

[1]. A.V.Kraiski, N.N.Mel’nik. Bulletin of the Lebedev Physics Institute, Moscow,
2005, Nel2, pp.21-27

[2]. A.V.Kraiski, N.N.Mel’'nik. ibid, Moscow, 2006, Nel, pp.30-33.

[3]. A.V.Kraiski, N.N.Mel’nik. ibid, Moscow, 2006, Nel, pp.34-37.

[4]. A.V.Kraiski, N.N.Melnik. XIX International scool-seminar “Spectroscopy of
molecules and crystals” 20.09-27.09.2009, Beregove, Crimea, Ukraine, Abstracts p.63-64.

[5]. Martin Chaplin. Water Structure and Science, http://www.lsbu.ac.uk/water/vi-
brat.html.
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OF Vv, BAND OF METHANE AND DEUTEROMETHANE IN
GASEOUS MIXTURES

B.T. Kuyliev'”,|N.D. Orlova®,|L.A. Pozdnyakova?, L.O. MeylieV',

M.A. Raxmonova’

Karshi State University, Samarkand, Uzbekistan,
2St. Petersburg State University, Russia
*Corresponding author: bahromg@rambler.ru

Physics of processes of relaxation of molecular excitations is one of ac-
tual problems of modern physical optics. Information on dynamics of the re-
laxation processes is necessary to clarify details of substance microstructure,
particularly, the character of molecular processes in condensed state, for pur-
poseful selection of active media of tunable lasers. Processes of molecular
relaxation can be studied on the base of analysis of shape and parameters of
band’s contour in spectra of Raman scattering and IR absorption.

In this work we present results and discussion of possible vibrational
relaxations with respect to formation of v, band of methane and deuterometh-
ane. Investigations of spectra of isotropic Raman scattering (IRS) were car-
ried for pure methane (CH,) and deuteromethane (CD,), and its mixtures with
Ar and Kr in gaseous phase within a wide interval of temperature and pres-
sure.

In our experiment we observe that in all cases the contour of v, band in
gaseous phase at densities up to 10 amagat does not change its half-width,
and at higher densities its half-width increases according to practically linear
law.

We analyzed a series of mechanisms of the effect of broadening the IRS
band v, of full-symmetric vibrations. It was found to be that the main role in
formation of the band’s contour plays, obviously, the vibrational broadening.
Vibrational relaxation plays a determining role in formation of contours of
IRS bands of polyatomic molecules in condensed matters. Direct picosecond
experiments with using the technique of stimulated Raman scattering and
coherent active spectroscopy proved that the relaxation of phases of intramo-
lecular vibrations of polyatomic molecules occurs much faster than the relax-
ation of population of proper vibrational levels. However, the observed quan-
titative difference between estimations and experimental results assumes that
this mechanism is not the only one in the broadening effect.
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In spite of the progress in understanding the processes of relaxation of
vibrational excitations in condensed matters the problem is still actual one. It
is appropriate to make an analysis of modern models of vibrational relaxa-
tion.

[1]. Kuyliev B.T., Orlova N.D., Pozdnyakova L.A. //Spectroscopy Letters,
2009.V.42,1S.4, P.199-203
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ON MECHANISM OF NON-COINCIDENCE OF
PARAMETERS OF STOKES AND ANTI-STOKES LINES IN A
SPECTRUM OF RAMAN SCATTERING OF LIQUIDS

Madat Juraev', Ulugbek BekbulatoV

'Samarkand State University, Samarkand, 103004, Uzbekistan
INavoi State Pedagogical Institute, Navoi, Uzbekistan
*Corresponding author: madat_89@mail.ru

According to current ideas on formation of width and shape of the con-
tours of Raman scattering lines, frequencies of intramolecular vibrations
must be coincident for Stokes and anti-Stokes components. Moreover, in po-
larization studies of the frequency of fundamental intramolecular vibration
there must be the coincidence of polarized and depolarized components.

In [1] authors found a disturbance of these conditions. We studied Ra-
man spectra in CHCI, and CCl, in Stokes and anti-Stokes regions.

Stokes anti-Stokes
Substance v, v, | by, | Dy, v, v, |pv, Dy,
in cm! in cm™!
CHCI 260 | 258 8.3 10.4 365 366 8.8 9.2
363 | 364 | 6.3 10.8 372 370 5.8 9.2
668 | 667 | 6.4 7.3 671 670 5.9 7.3
CCl, 215 | 216 | 11.2 11.2 220 221 9.5 | 11.3
311 | 311 | 11.0 12.5 319 318 10.8 | 11.3

The observed behavior of parameters of Stokes and anti-Stokes lines in
Raman spectra of liquids can be explained by a change of the energy structure
of wave function of response (WFR) of molecules at transitions from one
vibrational level to another [2]. The transition is accompanied by the change
of the energy structure and, consequently, the frequency of WFR of mole-
cules as a whole and of intramolecular vibrations.

The transition of molecule from the basic state to the vibrational one
leads to weakening the energy structure of WFR of molecules, and it is ac-
companied by increase of the vibrational frequency of molecules as a whole,
and, consequently, the frequency of intramolecular vibrations. Anti-Stokes
component in Raman spectrum represents the excited level, where the fre-
quency of molecules as a whole is higher than its magnitude in the basic state.
Accordingly, the frequency of intramolecular vibrations in the excited state is
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higher than the frequency in the basic state that leads to the difference in
frequencies of Stokes and anti-Stokes lines.

[1]. Erkin Nurmat (Shermatov), Ishburiev R.M., Yakubov A.A. // J. Mol. Liquid
1990, vol. 45. p.127-132

[2]. Erkin N. Shermatov. Superconductivity and the memory of man. - St. Peters-
burg: Izd. Polytechnic University, 2006. - 174 p.
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VIBRATIONAL SPECTRA OF COMPLEXES WITH
HYDROGEN BOND IN INERT SOLUTIONS

G. Murodov"”, K.G. Toxadze’, H. Hushvaktov'
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2St.Petersburg State University, St.Petersburg, Russia
"Corresponding author: mgulomhon@rambler.ru

We studied IR absorption spectra of hydrogen chloride and a series of
proton donors with C-H groups in liquid argon, krypton, and xenon. As a
proton acceptor we considered phosgene, acetone, dimethyl ether and aceto-
nitrile. Solubility of these systems in inert solvents at low temperatures is
studied.

Main attention was paid to study of spectral parameters of vHCI and C-H
bands of proton donors in complexes of different acceptors with gradual
change in proton-accepting ability of C=0O and C=N groups.

The absorption band of main vibration of HCI dissolved in liquid argon,
krypton and xenon is of complicated shape, and it consists of two lateral P
and R components and more or less intensive central Q component. Such a
shape of the band is explained by rotation of molecule in the liquid. With ris-
ing activity of the solvent at transition from argon to krypton there is a rise of
integral coefficients of absorption and the low-frequency shift of the band’s
mass-center. A narrow band Av, ~10 sm™ of CL,COxxxH-CI complex ap-
pears on the low-frequency wing of the band of hydrogen chloride.

In a typical complex of HCI with acetone there is a broad band of the
complex with Av, ~200 sm™'. The low-frequency shift of the complex’s band,
as compared with a free molecule, is ~350 sm™. Formation of even weak
complex leads to change of vibrational bands of the proton acceptor.

As C-H proton donor we used acetylene, methylacetylene and their deu-
teroderivatives. In this case also the rise of proton-accepting ability of proton
acceptor leads to increase of the low-frequency shift of the band and its half-
width. We carried out ab initio calculations of the energy of formation, vibra-
tion frequencies, dipole moments, and other parameters for the studied com-
plexes. The calculations were performed in frames of HF-approximation with
6-31G(d, p) basis and total optimization of the geometry of molecules.
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IR-SPECTROSCOPY AND THERMODYNAMICS OF
ALKYLBENZOATES AND ALKYLHYDROXYBENZOATES:
COMPARATIVE ANALYSIS

R.N. Nagrimanov', M.A. Varfolomeev

A.M. Butlerov Chemical Institute, Kazan (Volga Region) Federal University,
18, Kremlyovskaya Str., Kazan, Russia
*Corresponding author: rnagrimanov@gmail.com

Benzoates and hydroxybenzoates are widely used in various industries.
Some of them act as food additives, drugs and stabilizing agents. All these
properties are largely determined by the intermolecular interactions in con-
densed matter. The position and number of hydroxyl groups in the benzene
ring also greatly affect the physical-chemical properties of hydroxybenzo-
ates. For example, para-isomers of hydroxybenzoates or parabens under
standard conditions are solids, and ortho-isomers or salicylates at the same
conditions are fluids due to the inter- and intramolecular hydrogen bonds. In
this regard benzoates and hydroxybenzoates are interesting objects for the
study of intermolecular interactions and structure in condensed matter.

To study the effect of the structure on the intermolecular interactions of
these compounds, we used the following physical methods: IR spectroscopy
and solution calorimetry. IR spectroscopy was used to study the complexes of
alkylhydroxybenzoates with proton acceptors in an inert solvent and the
complex of alkylbenzoates with aliphatic alcohols. It was shown that para-
benes forms strong intermolecular complexes and the strength of the hydro-
gen bond does not change in the homologous series (from methyl to butyl
groups). In contrast, salicylates in solutions of proton acceptors doesn’t form
hydrogen bonds with solvent due to the strong intramolecular hydrogen bond,
which does not break even with strong proton acceptors as triethylamine.
Also, it was found non-trivial fact, that alkylbenzoates (moderate proton ac-
ceptors) are not completely H-bonded in aliphatic alcohols. At the same time
degree of complexation of these compounds in chloroform is 100 %. Analy-
sis of IR-spectra shows, that strength of hydrogen bonds in complexes of
benzoates with aliphatic alcohols and chloroform does not depend on the
length of alkyl groups in the solute molecules.

By the solution calorimetry were measured thermal effects of dissolution
of these substances in various proton donors and acceptors solvents [1].
Comparative analyses of spectroscopic and thermochemistry properties show
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a good correlation.
Employing these results, we have identified relation between of the

structure and property of these compounds.
[1]. B.N. Solomonov, V.B. Novikov, M.A. Varfolomeev and N.M. Mileshko. J.
Phys. Org. Chem. - 2005. - V. 18. -P. 49 - 61.
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STUDY OF INTERMOLECULAR DYNAMICS OF
CONDENSED STATES OF A MATTER BY ORIENTATION
SPECTROSCOPY METHODS

Sh. Otajonov'’, B. Eshchanov!, A. Isamatov!

Faculty of Physics, National University of Uzbekistan,
str. University 4, Tashkent, Uzbekistan
*Corresponding author: sh_otajonov@mail.ru

The depolarized components of molecular scattering of light (DCMSL)
have been studied in liquids consisting of asymmetric-in-polarizability mol-
ecules within the wide range of temperature and frequency.

Toluene C . H,CH, and aniline C. H.,NH, have been selected, their mole-
cules have identical symmetry and the same base (benzene ring) but some-
what different chemical bonds. The results will be compared, which allows
the effect of molecular structure on the scattering process to be revealed.

The studies have shown that the DCMSL contour observed for toluene
and aniline (in the coordinates 1/J and ®* where J is the spectral density of
the DCMSL line contour) is a sum of the two dispersion ones within the range
from 0 to 60 cm™! with inflection about 20 cm™ at room temperature. When
the liquid is heated the inflection border shifts to low frequency.

The literature data on the far DCMSL spectra are very conflicting. We
have scrutinized thoroughly the intensity distribution in far wings (60-
200 cm).

The statistical treatment of the wing shape by different analytical func-
tions has shown that the best approximation is the Gaussian one. To explain
this regularity we make use of Fisher’s idea [1], the decreasing intensity of
the far wings is considered as manifestation of dynamics of an initial colli-
sionless mode of the time evolution of the scattering system. For the relax-
ation time (~10"'* s) the phase failure of some molecules forming a fluctuation
occurs, which results in dephasing.

The behavior of the DCMSL spectra is discussed from the view point of
hindered rotation of liquid molecules with taking into account the specifics of

intermolecular interaction.
[1]. Fisher 1.Z. JETF, 1981, 2, 540-549.
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2D STUDY OF STRETCHING O-H VIBRATIONS IN
THE PYRIDINE N-OXIDE/TRICHLOROACETIC
ACID COMPLEX IN ACETINITRILE USING EXACT
VIBRATIONAL HAMILTONIAN

G.A. Pitsevich

Faculty of Physics, Belarusian State University, Independence av, 4, Minsk, Belarus
Corresponding author: pitsevich@bsu.by

Recently, we performed calculations of 1D and 2D potential energy sur-
face (PES) and frequencies of O-H vibrations in free title complex [1]. 3D
calculations of PES and frequencies of O-H vibrations were performed in
free title complex [2] and for complex in acetonitrile [3]. It was shown that
the accuracy of calculations increases in the row 1D-3D. In particular, we
note that the value of the O-H stret-ching vibration of the title complex in
acetonitrile using 1D, 2D and 3 D calcula-tions were found 1070, 1041 and
1005 cm™!, whereas the experimental value is close to 955 cm™'. Carrying out
these calculations, we used a somewhat simplified Hamiltonian and a set of
Cartesian coordinates to describe the motion of the hydro-xyl hydrogen atom.
In this work the exact 2D vibrational Hamiltonian for the Schrodinger equa-
tion of the form:

L wor, L v 1) L% F, 102w -2F, cos 02
oq’ o0’ Oq o0 0qoQ

W +U(q,0)¥ = E¥

was used. First of all the PES was calculated using and Q as stretching
coordi-nates for O-H and O---H bonds in hydro- gen bridge. Rang-
es of the coordinates changes were (-0.5 - +1,5 A) and (-1- +2A) respectively.
Calculated in this way the hydroxyl group stretching vibration frequency was
found to be 961 cm, that is in the very good agreement with experimental
one.

[1]. G.A. Pitsevich, A.E. Valevich, V. Sablinskas, I.U. Doroshenko, V.E. Pogorelov,
V. Balevicius:. J. Spectrosc. Dyn. 2013, 3: 19

[2]. G.A. Pitsevich, A.E. Valevich, V. Sablinskas, I.U. Doroshenko, V.E. Pogorelov,
E.N. Kozlovskya,V. Balevicius:.Vestnik of the Foundation for Fundamental Research,
2013, N1,p.80-87.

[3]. G. A. Pitsevich,0.V. Novichenok: in Abstracts of IV Congress of Belarusian
Physicist,Minsk,2013,p.192.
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LONG-WAVE SPRING TYPE VIBRATIONS IN THE RAMAN
SPECTRA OF SOME NORMAL ALCOHOLS

L.U. Doroshenko', V.E. Pogorelov', G.A. Pitsevich®”
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Intermolecular vibrations in hydrogen-bonded complexes in the gas, lig-
uid and matrix isolation attracted the attention of researchers. However, the
long-wave spectral range are still poorly understood. Often, the frequency
range of 30-500 cm™! is easier to obtain in the Raman spectra. On this basis,
we recorded a number of long-wave Raman spectra of normal alcohols in the
liquid phase (Fig.1)
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Figure 1. Long-wave Raman spectra of some normal alcohols.

As one can see from Fig.1 there is a monotonic shift to lower frequencies
of the Raman lines in the spectral interval 400 - 200 cm™ with increasing the
size of alcohol molecules. We assumed that the investigated Raman lines are
due to spring type vibrations when the length of the molecular skeleton in-
creases and decreases due to expansion and contraction of the carbon chain
due to synchronous changes of the C-C-C angles. To check this idea, using
B3LYP/cc-pVDZ approximation we calculated the structure and Raman
spectra of a series of normal alcohols. The calculated frequencies of the pro-
posed type vibrations are in good agreement with the experimental data.
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ESTIMATION OF SOLVENT EFFECTS ON N-H
FREQUENCIES OF AMINES, OF ITS H-BOND COMPLEXES
AND SELF-ASSOCIATIVE SPECIES BY IR-SPECTROSCOPY
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Intermolecular interactions significantly influence on properties of many
supramolecular and biological systems. Intermolecular interactions influence
on the characteristics of absorption spectrums. Today large quantity of mod-
els for estimation of influence of intermolecular interactions on IR frequen-
cies is known.

In present study solvents effect on N-H stretching vibration frequencies
of imidazole, pyrazole, pyrrole, pyrrolidine and methanol and its complexes
with proton acceptors and proton donors were investigated. For analysis of
solvent effects model [1] was applied. It is based on solvent parameter S_ .

On the first stage absorbance of free molecules of imidazole, pyrazole,
pyrrole, pyrrolidine were analyzed. It was shown that obtained N-H frequen-
cies of these substances in proton acceptor and inert solvents linearly depend
between them. Sensitivity to solvent is changed by next way
pyrrole>imidazole>pyrazole>. It was shown that obtained N-H frequencies
of these substances in inert solvents linearly on solvent parameter S, . De-
viations in proton acceptors solvents from linear dependencies were induced
by hydrogen bond formation.

In work frequencies of H-bonded N-H groups of pyrrol, imidazole, pyra-
zole in complexes with proton acceptors (N-H...B) in different solvents were
obtained. In aprotic solvents frequency shifts were induced only by occur-
rence of van der Waals interactions. In proton donor environment ternary or
more complicated complexes are formed. The strength of hydrogen bonds
N-H...B in these complexes is changed due to cooperative effect.

Influence of solvent effects on self-association of pyrrole, imidazole,
pyrazole in different solvents was studied. Formation of associative species
induce occurrence of new N-H stretching vibration bands shifted to low fre-
quencies. It was shown that increasing of polarity, proton acceptor and donor
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properties of solvents decreases degree of association. We propose a method
for determining the enthalpy of self-association in the crystalline states. In

order to confirm data were used method of van’t Hoff and Badger-Bauer rule.
[1]. Solomonov B.N., Varfolomeev M.A., Novikov V.B., Klimovitskii A.E. (2006) //
Spectrochimica Acta A. V64, p.397.
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THE EXCITATION SPECTRUM OF SINGLET OXYGEN AND
PHOTOLUMINESCENCE OF METHYL PHEOPHORBIDE

D. Kuznetsov”, Yu. Myagchenko, O. Slobodyanyuk
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In many applications, including photodynamic therapy, efficiency of ex-
citation of dye sensitizer to generate singlet oxygen ('O,) is assessed by the
intensity of dye’s visible photoluminescence (PL) because the direct detec-
tion of singlet oxygen is rather difficult.

We measured PM excitation spectra of PL bands of methyl pheophorbide
(mPH (a)) at 730 nm and own emission of 'O, at 1270 nm under the same
conditions of excitation with UV-Vis spectrophotometer Varian Cary
50(VC50). The PM excitation spectra of the (mPH (a)) was recorded using
standard option of the VC50. To register an extremely faint 'O, own emission
was used a specially designed detector, consisting of InGaAs cooled photodi-
ode covered with a set of filters providing a narrow band of transmission
centered at 1270 nm. Mentioned above detector was placed in the cuvette
section of the VC50 directly next to the sample and was connected to the in-
put of its own registration system independent of the VC50 intensity registra-
tion system but synchronized in time with scanning wavelength excitation of
input monochromator of the VC50 spectrophotometer.

Comparison of the excitation spectra of 'O, emission at 1270 nm and PL
of methyl pheophorbide (mPH(a)) schows that a choice of excitation of dye
sensitizer to generate singlet oxygen ('O,) based only on assessment of dye
sensitizer PL. may be incorrect.
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Figure 1. The excitation spectrum of singlet oxygen radiation and of photoluminescence
of mPH(a) in chloroform
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CONCOMITANT POLYMORPH MODIFICATIONS OF
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As a result of X-ray investigation recently synthesized C H F.N.O,S
(D [1] (new precursor for biologically active compounds) was found that this
compound under identical conditions crystallized in the two polymorphic
modifications: o (plate-shape, m.p. 208 °C, d = 1.498 gxcm™) and B (prizm-
shape, m.p. 226 °C, d = 1.538 gxcm™). The main difference between a and f3
polymorphs is the type of intermolecular H-bonds pattern. The molecules of
o by the quite strong intermolecular H-bonds are connected in centrosym-
metric dimers which in turn are organized in 2D-net. In contrast to the a, the
molecules of B by the system of the fork H-bonds form dimers, which are
organized in 1D zig-zag chains. Parameters of H-bonds for o polymorph:
N(2)-H--0(1) 2.969 A, O(2)-H--O(1) 2.617 A, N(2)HO(1) 163.1 °, O(2)
HO(1) 170.6°, for B polymorph: N(1)-H--O(1) 2.803 A, O(2)-H:~-O(1) 2.823
A, N(1)HO(1) 152.9 °, O(2)HO(1) 164.9 °. The molecules of o and B poly-
morphs has very similar molecular geometry, exept the slight difference of
the core heterocycle N(1)N(2)C(1-4) conformation: the modificated param-
eters of the Cremer-Pople for a: S = 0.59, 6 =42.57 °, y = 7.52 °, conforma-
tion — flattened half chair, for B: S=0.54,0=43.02°,y=27.42 °, conforma-
tion - flattened half bath.

The main peculiarities of H-bonding in o and 8 polymorphs of (I) were
also characterized by the IR- and Raman spectroscopy.

R AR
T ;qif sdpedpes

Intermolecular H-bonds in a and B polymorphs.

[1]. Yu. G. Shermolovich, V. M. Timoshenko, et. all, Tetrahedron, in press.
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According to [1], the energy density of the physical vacuum exceeds
significantly the density of atomic nucleus. That is why structural-dynamic
processes in condensed matters cannot be explained without taking into ac-
count the field-substance interaction. As a result of oscillating influence of the
physical vacuum and surrounding particles an oscillating wave function of
response (WFR) of particles is induced on a single molecule [2].

In IR absorption spectra of an out-plane vibration of benzene v , =673 cm’!
a dependence of the intensity distribution within the absorption band on the
amount of substance is observed (Fig.1). In the gaseous state the contour of
the absorption band is represented by superposition of the central Q-branch
and the lateral P- and R-branch (Av, =23 cm™). At the transition to the liquid
state there is a transformation of the band, and at the layer thickness of about
3-4 um the contour of the band represents the Q-branch with wide exponen-
tial wings (Fig.1a)

1-CH,
2-CHACHI  50%
3I-CHACHI  30%

L L s s
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Fig.1. The contour of IR absorption band of benzene (v =673 cm™): a
— in the gaseous (1) and liquid (2) states (layer thickness ~ 3 pm), b — in the
liquid state (1) and in solutions (2,3) at the layer thickness ~ 15 um.

Increase of the thickness of the substance layer is accompanied by disap-
pearance of the central Q-branch and imaginary restoration of P and R
branches. The distance between intensity maxima of the lateral branches is
rather equal to its magnitude in the gaseous state (Av, =23 cm™).

The absorption band with maximum at v, =673 cm™' belongs to the out-
plane vibration of benzene. The central Q-branch is related to molecules in-
volved in chaotic Brownian motion, and the lateral P and R branches are re-
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lated to the energy structure of the self-coordinated field of molecules. At
small thickness of the substance the WFRs of the Brownian molecules form
the central Q-branch. With rising thickness of the layer there is an ordering of
benzene molecules in the form of ~15 um layers, as well as reduction of
Brownian molecules.

[1]. Chernin A.D., Uspekhi Fiz. Nauk, v.171, p.1153 (2001).

[2]. Erkin N. Shermatov. Superconductivity and the memory of Man. — St. Peters-
burg: 1zd. Polytechnic University, 2006. — 174 p.
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QUANTITATIVE ANALYSIS OF INTRAMOLECULAR
INTERACTION IN MOLECULES OF ARYLPOLYENES

V.V. Kompaneec, 1.4 Vasilieva®

Department of Physics and Information technology, Moscow Pedagogical State
University, Malaya Pirogovskaya Str., 29, Moscow, Russia.
"Corresponding author: irina.vasilieva@gmail.com

The interest to spectral and luminescent properties of arylpolyenes does
not weaken about hundred years. Linear arylpolyenes thanks to the structure
are of interest for spectrochemical researches and quantum chemistry calcu-
lations of electronic conditions, and also have wide practical application. In-
terpretation of electronic spectra of the investigated molecules with un-
branched m-electron system, to reference of observable strips to the separate
electron-vibrational transitions, spent on the basis of the display account in
spectra intra- and intermolecular interactions, supplies the valuable informa-
tion on a structure and properties of molecules.

Strong electron-phonon interaction in investigated molecules is shown
in the big width and considerable intensity a phonon wing (PW). Which to-
gether with a zero-phonon line (ZPL) makes the vibronic bands. Set PW cre-
ates intensive enough background on which peaks of thin structure are lo-
cated.

The spectra of four arylpolyenes are modeled by representing the band
of each of the vibronic transitions as the sum of a ZPL and a PW with certain
parameters (half-widths, Debye-Waller factors)[1]. The spectra calculated in
this fashion coincide with the experimental spectra. This makes it possible to
determine the relative intensities of vibronic transitions. Calculation and the
comparative analysis of parameters of intramolecular interactions forming
fine-structure fluorescence and fluorescence excitation spectra of four inves-
tigated molecules is carried out. Revealed the anharmonicity in the spectra of
fluorescence and fluorescence excitation is explained by an interference of

the Franck-Condon and Herzberg-Teller interactions
[1]. Naumova N.L., Vasil’eva .A., Osad’ko 1.S., Naumov A.N. Jornal of Lumines-
cence, 2005, v.111, p.37-45.
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NMR, FTIR AND X-RAY DIFFRACTION STUDIES OF
PROTON TRANSFER PATHWAY IN SHORT- AND VERY
SHORT H-BONDS

V. Balevicius'", K. Aidas’, I. Svoboda’, H. Fuess’

'Faculty of Physics, Vilnius University, Saulétekio al. 9, LT-10222 Vilnius, Lithuania
nstitute for Materials Science, Darmstadt University of Technology, Petersen Str. 23,
D-64287 Darmstadt, Germany
*Corresponding author: vytautas.balevicius@ff.vu.lt

Developments in the hydrogen bond (H-bond) research show persisting
or even boosting interest in this type of interaction having a great importance
in many physical or chemical processes. Because of its abundance and impor-
tance in the molecular world and beyond precise definition of H-bond, detec-
tion and evaluation of energy, determination of proton transfer pathways and
monitoring of proton dynamics are subjects to continuous debate and re-
search [1].

The H-bonded complexes of pyridine N-oxide (PyO) with H,O, acetic,
cyanoacetic, propiolic, tribromoacetic, trichloroacetic, trifluoroacetic, hydro-
chloric and methanesulfonic acids have been studied by FTIR and 'H, '*¢ and
170 NMR spectroscopy, X-ray diffraction and quantum chemical DFT calcu-
lations.

Correlations between NMR chemical shits, vibrational frequencies of
the NO stretching and PyO ring modes and geometric parameters of the H-
bond have been established. The experiments show and DFT calculations
confirm that definite discontinuity is present in the vicinity of the midpoint in
the proton transfer pathway.

The established correlations significantly aid understanding of fine ef-
fects such as the isotope (deuteration) effect, crystal-to-solution transition,
criticality of aqueous solutions induced by ionic pairs or molecular processes

in nano- and mezo-scales [2].

[1]. Book of abstracts of XIX. International Conference on “Horizons in Hydrogen
Bond Research”, September 12-17, 2011, Géttingen, Germany, http://www.hbond.de

[2]. V. Balevicius, K. Aidas, I. Svoboda and H. Fuess, J. Phys. Chem. A 116, 8753
(2012).
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EFFECT OF ENVIRONMENT ON ENERGY STRUCTURE
OF EMISSION CENTERS IN SOLUTIONS WITH COPPER
IMPURITY

T.V. Zashivailo'", V.I. Kushnirenko’

'National Technical University of Ukraine “KPI”, Pr. Pobedi 37, Kiev 03056, Ukraine
2V. Lashkarev Institute of Semiconductor Physics, NASU,
Prosp. Nauki 45, Kiev 03028, Ukraine
"Corresponding author: t_zash@ukr.net

The investigation of energy structure of a copper ion impurity (10— 10!
mol/l) in aqueous solutions of oxygen-containing salts and acids is presented.

It was found that at very low values of an activator ion (copper) impurity
concentration C_the luminescence intensity in our materials is proportional
to the activator concentration C..

The absorption, luminescence, luminescence excitation spectra of a cop-
per impurity in the frozen aqueous solutions H,SO,, HCIO, , Na,SO, , Na-
,50, were studied in the temperature range of 77-290 K. Those solid solu-
tions are characterized by three types of bands of absorption and emission.

The effect of alkali-haloid salt cations on the absorption, luminescence,
luminescence excitation spectra in the solutions with copper ion impurity was
elucidated. Those cations influence electrostatically on copper complexes in
given solutions.

Experimental results obtained are interpreted on the basis of an ionic
model for complexes in the solutions under study. The long-wave emission
band can be ascribed to the d’s — d'° transitions in a free Cu” ion.
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TEMPERATURE EVOLUTION OF CLUSTER STRUCTURES
IN 1-HEXANOL AND 1-OCTANOL

E. Chernolevska®, P Golub

Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
"Corresponding author: lizachern@gmail.com

The alcohols belong to the specific kind of species since their molecules
can form hydrogen bonds and arrange in different structures named clusters.
The dependence of FTIR spectrum of pure 1-hexanol and 1-octanol on the
temperature was investigated. The measurements were performed for frozen
(the minimum temperature —150°C) and liquid phases of both alcohols (the
maximum temperature 40°C). All changes in IR spectrum of investigated
species during gradual warming were detected and analyzed. On the bases of
preset observations, the conclusions concerning the evolution of cluster
structures in 1-hexanol and 1-octanol during transition from solid (frozen)
state to liquid state were made. These assumptions were confirmed by ib ini-
tio calculations of energy parameters and IR spectra of considering cluster
structures.
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SPECTRAL AND PHOTOPHYSICAL PROPERTIES
OF ACTIVE ELEMENTS BASED ON LASER DYES IN
ALIPHATIC POLYURETHANE MATRIX

V.I. Bezrodnyi'*, G.V. Klishevich', L.F. Kosyanchuk?, A.M. Negryiko',
M.S. Stratila?’, T.T. Todosiichuk?
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Dye lasers are widely used as a coherent light source in spectroscopy,
nonlinear optics, medicine, and lidar technology. Stable operating time of dye
lasers depends on the chosen components of active media, namely, polymer
matrices and dyes. Polymer matrix should provide sufficient beam strength,
transparency, high solubility of dyes, and dye stability during storage and
operation.

In this study, a new polymer matrix based on aliphatic polyurethane was
proposed and investigated for the development of laser active media for the
tunable dye lasers. The polymer matrix was synthesized by the prepolymer
method. The prepolymer, obtained from hexamethylene diisocyanate and
oligodiethyleneglycol adipinate, was hardened by trimethylolpropane. Well-
studied polyurethane acrylate, obtained by photoinduced (benzoin isobutyl
ester is a photoinducer) radical polymerization of oligourethane acrylate was
used as a matrix for a comparison.

The production method of the laser triplexes (glass — polymer — glass)
active media based on xanthene and pyrromethene dyes was described, their
spectral, photophysical and generation characteristics were investigated. Sig-
nificant increase in the beam strength of the polymer matrix, the growth in
efficiency and stability of the active elements were observed due to the pecu-
liarities of aliphatic polyurethane chemical structure. The main reason for the
high photostability and operation lifetime of laser polyurethane-based active
elements was shown to be the absence of reactive radicals.

Formation of covalent and hydrogen bonds between aliphatic polyure-
thane matrix and coumarine or phenalenone dyes was investigated by means
of IR-spectroscopy method.
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PROBING OF HIGHER EXCITED STATES OF DYE
MOLECULES BY ANISOTROPY EXCITATION SPECTRA
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O.D. Kachkovsky?
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High-intensity laser radiation and high-energy photons are widely used
to excite the molecules in addressing a variety of research and applications in
optics, chemical physics, quantum electronics, biophysics and other fields of
science. Under such influences on substance the significant part of absorbed
energy will inevitably be transformed by high electronically excited states
(HES) of molecules. Particularly noteworthy phenomenon involving HES of
polyatomic molecules populated by non-linear photoexcitation. The funda-
mental importance of the nonlinear excitation is a molecule that can pass
significant energy and selectively convert it to a given quantum state. The
rationale for the relevance of the study of processes involving HES molecules
are real perspectives of the results obtained when design the element basis of
optoelectronics, development of fluorescent probes and sensors the read
methods and input signals into complex biopolymer structures in optical re-
cording media, design of lasers on organic compounds, in modern biomedical
technologies.

In this work the results of study of R S
the electronic properties of new special- | - N)V/\O\
ly synthesized neutral basis of styryl
dyes with different terminal groups. R
Spectral properties of the substances were studied in liquid acetoniyrile, etha-
nol and high viscosity glycol solutions at room temperature.

Optical absorption spectra of solutions were recorded using a Specord
UV VIS spectrophotometer. Fluorescence emission and excitation spectra
were recorded by Carry Eclipse e Fluorescence Spectrophotometer.

Quantum-chemical calculations were performed with the goal of
understanding the features of the electron density distribution in the ground
and excited states as well as the changes in the molecular geometry of dyes
under excitation to explain the maximum anisotropy values experimentally

2
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measured.

We demonstrate an experimental technique which relies on the orienta-
tion of the excited-state absorption transition dipole moments S, — S
(n=2,3, 4...) to determine the spectral position and orientation of the transi-
tion dipole moments connected with the S; — S transitions (n = 1,2,3...).
Based on the experimental and calculated results we use an approach for the
investigation of the anisotropy properties of linear polymethine molecules,
which can be applied to cases in which the steady-state measurements cannot
be used because of too low intensity of the corresponding spectral band.
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THERMAL AND OPTICAL PROPERTIES OF MOLECULAR
CRYSTALS WITH SELF-ORGANIZING DISORDER

A.L Krivchikov'”, G.A. Vdovychenko!, O.A. Korolyuk!, O.0. Romantsova’,
V.G. Baidakov’

'B. Verkin Institute for Low Temperature Physics and Engineering,
National Academy of Sciences, Kharkiv 61103, Ukraine
“Institute of Thermal Physics, Ural Branch of the Russian Academy of Sciences,
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Disordered molecular solids in particular structural and orientational
glasses, glassy crystals, crystals with a partial orientational ordering, metasta-
ble polymorphs and other more complex systems, form a broad class of solids
exhibiting new physical phenomena concerned with physics of disordered
systems. The goal of this study was to investigate experimentally thermal
conductivity and low-frequency Raman spectra [1] of simple molecular sys-
tems, orientational glasses in the temperature region 2-150 K. The objects
were molecular orientational glasses (ethanol (C,H,OH), freon 112 (C,F,Cl,),
freon 113 C,CLF; cyanocyclohexane (CH, CN), cyclohexanol (CH, OH)
and cyclohexene (C,H,)). The main emphasis is here focused on the influ-
ence of the conformational disorder upon the different properties of this ma-
terial. It is found information about the existence of optical phonons contrib-
uting to the heat transport orientational glasses. The thermal conductivity
contribution from optical phonons strongly depends on the geometrical de-

tails of the unit cell of the particular crystal.
[1]. Krivchikov, A. I, Korolyuk, O. A., et al.// Phys. Rev. B 85 (2012) 014206.
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POLAR VIBRATION CLASSIFICATION AS SOURCES OF
NEGATIVE DIELECTRIC PROPERTIES IN CRYSTALS
S.G. Felinskyi®, PA. Korotkov, G.S. Felinskyi
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Simplified model without damping (I' = 0) based on the well-known
Kurosawa ratio gives the negative frequency region of dielectric permittivity
(DP) between the transverse o, and longitudinal , phonons frequencies (T
— L splitting). Indeed, within this approximation &(w)—-o at w—w,, for any
frequencies pair w, < w < w,. However, in the case when damping is present
(' >> 0), the real part of DP cannot reach negative values. The effect of
damping the polar vibrations on dispersive properties of the crystalline media
has been studied in this work. It has been shown that just the damping action
plays a principal role both in shaping of the minimum achievable negative
value of DP and width of the frequency area of its existence.

Our analysis shows that a large number of crystals with one pronounced
vibration in the infrared region, such as classic items of alkali-halide crystals
(NaCl, KBr, NaF, LiF, and many others) in the anomalous dispersion region
reach sufficiently high in modulus negative values of DP. For these crystals,
the difference @, — w, reached tens of THz, whereas the damping constant I
was typically less than one THz at room and low temperatures. Therefore, the
ratio I'/(w, — w,) < 0.1 ensures the existence of high in modulus negative
values of DP observed in practice. Moreover the frequencies range with
&’(w) < 0 almost coincides with the interval of T — L splitting in this case.
However, the absence of negative DP with relative damping I'/(w, — w,)>1
has been recently found by us in a lot of crystalline media.

Presented (in full report) our analytical dependences between the main
parameters of crystals may be the basis for polar vibration classification as
sources of negative dielectric properties in crystalline media with rather com-
plicated phonon spectrum.
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ELECTRONIC SPECTRA AND PROPERTIES OF NOVEL
LAYERED SUPERCONDUCTORS

G.E. Grechnev', A.V. Logosha, A. Grechnev, A.A. Lyogenkaya

B. Verkin Institute for Low Temperature Physics and Engineering of the National
Academy of Sciences of Ukraine, 47 Lenin Ave., 61103 Kharkiv, Ukraine
"Corresponding author: grechnev@ilt.kharkov.ua

The discoveries of superconductivity in transition-metal borocarbides
RNi,B,C (R=Y, Ho, Er, Tm or Lu) and RFe Al, aluminides have initiated
extensive studies of their physical properties. Another Fe-based supercon-
ductors — pnictides and chalcogenides - recently attracted a great interest due
to larger transition temperatures. These systems show a variety of properties,
including exotic magnetic behavior and coexistence of magnetism and super-
conductivity. The relative structural simplicity and anisotropy of these com-
pounds favor experimental and theoretical studies of chemical substitution
and high pressure effects, both uniform and uniaxial. These studies are aimed
at understanding of elusive mechanism of the superconductivity in these
compounds, which contain magnetic 3d atoms.

This work presents a theoretical study of electronic structure and mag-
netic properties of RNi,B,C, RFe,Al,, and FeSe, Te . The electronic struc-
ture, magnetic moments and susceptibilities were calculated ab initio within
the local spin density approximation of the density functional theory. The
calculations of the electronic density of states (DOS) show that the Fermi
energy E_ is located close to pronounced peaks of DOS. The main contribu-
tion to the density of states at the Fermi level arises from the 3d electrons. The
calculations of pressure dependent electronic structure and magnetic suscep-
tibility in the normal state indicate that the novel superconductors FeSe and
FeTe are very close to magnetic instability with dominating spin paramagnet-
ism. It is shown that experimental data on pressure dependence of the super-
conducting transition temperatures in FeSe and RNi,B,C correlate qualita-
tively with the calculated behavior of DOS(E,) with pressure.
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EVIDENCE FOR NEW TYPE OF MAGNETIC EXCTATIONS
IN FERROBORATE NdFe,(BO,),
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This report presents the results of resonance studies for a trigonal antifer-
romagnet NdFe,(BO,), in which established a strong correlation between the
dielectric constant, the electric polarization, magnetostriction and the mag-
netic state.

In the compound a sequence of magnetic phase transitions are observed.
Below the Neel temperature T, = 30.6 K exist an antiferromagnetic ordering
of the magnetic subsystem of iron. This magnetic ordering induces magneto-
striction and a weak spontaneous polarization in the plane ab which linearly
increases with temperature decreasing The spontaneous polarization can be
associated with the occurrence of an additional anisotropy in the plane ab
induced by mechanical stresses due to the magnetoelastic interaction.

At the temperature T = 10.5 K another phase transition accompanied by
a helicoidal incommensurate magnetic structure along an axis perpendicular
to the light plane ab is observed. Anisotropy in this plane leads to a nonlinear
deformation of the structure, which can be interpreted as a transition to a
quasi-soliton structure. Finally, at lower temperatures, apparently occurs
magnetic ordering of Nd subsystem.

In the study of the frequency dependence of quazi-ferromagnetic AFMR
branches of NdFe,(BO,), in the frequency range 27 - 32.2 GHz an additional
absorption associated with the formation of an incommensurate magnetic su-
perstructure is found. A characteristic feature of this exitaion is splitting of
the absorption band into two parts: one of which is a further and tends to gap
Av = 27.58 GHz in zero magnetic field, the resonance field of the other in-
creases.
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LOW-ENERGY VIBRATION SPECTRUM OF THE CRYSTAL
CsDy(MoO,),
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The crystal CsDy(MoO,), belongs to a series of rare-earth compounds in
which the low-temperature phase transitions caused by the cooperative Jahn-
Teller effect are observed [1]. Such compounds are interested as laser materi-
als [2] and low dimensional magnetic structure materials [3]. It is necessary
to know the structure of low-frequency vibration and electronic spectrum for
predicting the physical properties of these materials at low temperatures.

CsDy(MoO,), has an monoclinic crystallographic structure at tempera-
tures above 120 K, orthorhombic structure (Pcca, Z=2) at temperatures
120+40 K and monoclinic structure (P2 /c, Z=4) at temperatures below 40 K
[4]. The transmission spectra of CsDy(MoO,), single crystals in the far IR
region (13—100 cm™) in polarized light (E||b, E||c, where b and ¢ are crystal-
lographic axes) at a temperatures T=6+40 K were studied previously [5]. The
compound has a layered crystal structure, which is formed by layers of Cs*
ions with weak bonds and layer packets Dy(MoO,),” with stronger bonds. The
low-frequency phonon spectrum is determined by interlayer vibrations. This
allows applying one-dimensional model [6] for calculating low-frequency
phonon spectrum at the temperatures below 120 K. We use frequencies ob-
tained experimentally to calculate the shear force constants and to plot depen-

dences of the vibration mode energies upon the wave vector.

[1]. M.J.M. Leask, O.S. Tropper, and M.L. Wells, J. Phys. C 14, 3481 (1981).

[2]. A. Garcia-Cortés, M.D. Serrano, C. Zaldo, C. Cascales, G. Stromqvist, V. Pasis-
kevicius, Appl. Phys. B 91, 507-510 (2008).

[3]. S. Mat’as, E. Dudzik, R. Feyerherm, S. Gerischer, S. Klemke, K. Prokes, A.
Orendacova, Phys. Rev. B 82, 184427 (2010).

[4]. E.N. Khatsko, A. Zheludev, J.M. Tranquada, W.T. Klooster, A.M. Knigavko,
R.C. Srivastava, Low Temp. Phys. 30, 133 (2004).

[5]. V. 1. Kut’ko, Low Temp. Phys. 24, 291 (1998).

[6]. A. M. Kosevich, Theory of the Crystal Lattice (in Russian), Vishcha Shkola,
Kharkiv (1988).
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TERAHERTZ SPECTROSCOPY OF MULTIFERROIC IRON
BORATES

M.N. Popova
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[ron borates with the general formula RFe,(BO,), (R=Y, La-Lu) crystal-
lize in a trigonal structure of the natural mineral huntite, SG R32. Some of
them undergo a structural phase transition into the P32/ low-temperature
phase. All these crystals order antiferromagnetically at temperatures T, of
about 40 K, demonstrate the magneto(di)electric effects, and belong to a new
class of multiferroics. which promises device applications because magnetic
properties can be governed by an electric field and vice versa.

My group carries out systematic optical studies of rare earth (RE) iron
borates. In this talk, I’1l consider recent terahertz spectroscopy results on eu-
ropium [1], praseodymium, neodymium, and samarium compounds. The
spectra of EuFe (BO,), present a clear evidence of a first-order structural
phase transition at 7 = 58 K. This transition manifests itself by sharp shifts
of phonon frequencies and by a sudden appearance of new vibrational modes.
Peculiarities at T, observed in the phonon frequency vs temperature curves
manifest a spin-lattice coupling. The mechanism of this coupling is, most
probably, connected with atomic displacements stimulated by the internal
magnetic field arising in the magnetically ordered state below 7). Similar
peculiarities at T, were observed in the spectra of other studied iron borates.
For the Nd and Pr compounds, manifestations of an interaction between the
lattice phonons and the crystal-field levels of the RE** ions were observed.

I am grateful to my coauthors of Ref. 1. A financial support of the Rus-
sian Academy of Sciences under the Programs for basic research is acknowl-

edged.
[1]. K.N. Boldyrev, T.N. Stanislavchuk, S.A. Klimin, M.N. Popova, L.N. Bezmater-
nykh, Phys. Lett. A 376 (2012) 2562.
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PLASTIC DEFORMATION OF DIAMONDLIKE CRYSTALS
AT ROOM TEMPERATURE
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It has not yet managed to obtain mobile dislocations of large diameter at
temperatures below 1400°C on diamonds. The dislocations were introduced
by pricking the diamond surface {001} with metal covering using microhard-
ness tester with Vikkers indenter at room temperature. Loading on the in-
denter was 500 - 900 G, loading time was 10 - 60 sec.

Most expressly the effect of plasticity was shown at applying the perfect,
blank coverings. In our case, for Cr and Al coverings applied by resistive
deposit method, Al coverings have appeared the best. Cr coverings had breaks
and cracks that had negative impact on the effect of plasticization. In the case
of coverings applying by gas-transport method, the coverings turned out to be
much better than at the resistive method, but the surface of the diamond
monocrystal spoiled that had its negative effect as well. At the same time we
did not observe any essential effect of coverings adhesion.

Great external pressure, which we use at diamonds samples indentation,
creates a number of dislocations in plastic coverings. This dislocations move
at high velocity. And as it is known the increase in velocity of dislocations
when its kinetic energy reaches the height of power barriers causes dragging
of dislocations which has dynamic character and is limited by transfer of en-
ergy from the dislocations to various elementary of excitation in crystals
(phonons, magnons, electrons, etc.).

Having analyzed dragging mechanisms of dislocations moving at high
speeds, we can assume that dislocations formation in plastic covering under
high external pressure leads to the local phonons excitation, that is to local
warming up of the material in the indentation area. It is known that diamond
has high heat conductivity. Therefore heat from the covering is easily trans-
mitted to the diamond, and the dislocations formation occurs in normal con-
ditions for the given material, and not in the region of fragile destruction.
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KALIUM
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Magnetic properties of compounds are ususally originated of localized
d- and f-electronic states of metal ions. Recently a new class of magnetic
materials was revealed, where noncompensated spin magnetic moment is
formed by p-electrons of nonmetal atom [1, 2]. Application of these materials
is drastically limited by weak spin coupling so that magnetic order vanishes
at tempetare of several dozens Kelvin, and, in most cases, compounds are
antiferromagnets.

In this work Nickel Phthalocyanine (NiPc) doped by Klaium was stud-
ied, as a potential Room-temperature ferromagnet with molecular origin of
its magnetizm [3]. The local atomic structure of Nickel was studied by Ex-
tented X-Ray Absorbtion Fine Structure (EXAFS) spectroscopy and com-
plimetary theoretical analysis of spin properties was performed within den-
sity functional theory.

The EXAFS study revealed unchanged NiPc molecules together with
Nickel clusters, which should not influence magnetic properties due to small

concentration of metallic Nickel.

[1]. P.-M. Allemand, K. C. Khemani, A. Koch, F. Wudl, K. Holczer, S. Donovan, G.
Griiner, J. D. Thompson // Science, 1991, 253 (5017), 301-302.

[2]. J. M. Clemente-Juan, E. Coronado, A. Gaita-Arifio / Chem. Soc. Rev., 2012, 41,
7464-7478.

[3]. A.S.Manukyan, A. A. Mirzakhanyan, T. I. Butaeva, A. A. Guda, A. V. Soldatov,
L. A. Bugaev, H. R. Asatryan, P. G. Baranov, E. G. Sharoyan // Armen. J. Phys. 3, 2010,
272.
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TEMPERATURE EFFECT ON LUMINESCENCE FROM
RADIATION-INDUCED DEFECTS IN SOLID KRYPTON
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Electronically-induced defect formation essentially renormalizes the lu-
minescence spectra of rare-gas solids. Point defect formation under selective
excitation of excitons in rare-gas solids by photons with energies 4v < E, re-
sults in accumulation of Frenkel-pairs by intrinsic excited-state mechanism of
defect formation via self-trapping of excitons [1]. Recently the simple kinetic
model was proposed, which allows fitting the experimental dose dependences
of “defect” luminescence subbands and obtaining the particular kinetic param-
eters [2]. At the same time it is well known that there is a strong thermal
quenching of the defect formation processes in rare-gas solids, which was ini-
tially explained by temperature dependence of lifetime of emitting states. In the
present study we apply the Eyring’s transition state concept to the processes of
thermal activation-inactivation of exciton trapping states in solid Kr resulting
in luminescence spectra evolution under selective synchrotron irradiation.

The photoluminescence experiments were carried out at the SUPERLU-
Ml-station at HASYLAB, DESY, Hamburg [3]. The dose dependences of lumi-
nescence of self-trapped excitons at different temperatures under irradiation by
photons with energies E < E, were measured. These curves are saturated at long
time of irradiation therefore we used the slopes of the initial linear parts of the
dose curves at ¢ = 0 as the defect formation rates w. Following Eyring assump-
tion we can fit the temperature dependence of the defect formation rate by for-
mula w(T) = B T-exp(—E/kT)-(1 + exp(AS/k)-exp(AH/kT)) ™. Here k — the Boltz-
mann’s constant, £ — Arrhenius activation energy, B — scaling factor. The values
of activation energy E and enthalpy of inactivation AH may be determined from
the upper and lower tangents of the w(7) in the coordinates (In[w(7)]) vs. ().
The value of entropy of inactivation AS may be obtained from the equilibration
condition d(In[w(7_)])/dT = 0. The best fit of the data is obtained with

max:

T =27K,E=4meV, AH=30meV, AS=1meV-K'. The similar effect was

max
observed for solid Xe and evaluation of the data is in progress.
[1]. A.N. Ogurtsov, Cryocrystals Modification by Electronic Excitations (Mono-
graph), NTU “KhPI” (2009) 386 p.
[2]. A.N. Ogurtsov, N.Yu. Masalitina, O.N. Bliznjuk, Low Temp. Phys. 33 (2007) 591.
[3]. N.Yu. Masalitina, O.N. Bliznjuk, A.N. Ogurtsov, HASYLAB Jahresbericht,
(2008) 1117.
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Phosphates of alkali and four-valent cations are intensively studied as per-
spective luminescent materials. In particular, Zr**- and Bi**-containing phos-
phate crystals have attracted attention due to their applications as luminescent
materials and hosts for luminescent ions. However at present, there is a consid-
erable lack of scientific data about the nature of intrinsic emission and peculi-
arities of the excitation energy relaxation in these compounds. Complex analy-
sis of the photoluminescence (PL), PL excitation spectra and reflectance spec-
tra together with result of theoretical calculation are very useful for this task.

Polycrystalline samples K BiZr(PO,), were synthesized by spontaneous
crystallization method.

Luminescence properties under VU V-excitation were studied in 3.7-20
eV region of excitations energies in 10-300 K temperature range on SUPER-
LUMI station (HASYLAB (DESY) Hamburg, Germany. Dependencies of
luminescence intensities and peaks maxima position on temperature were
obtained for different synchrotron radiation excitation wavelength. Lumines-
cence spectra for excitation with N -laser (A, =337nm) radiation also were
obtained. Diffuse reflectance spectra of fine-grained powdered samples were
measured at 300 K using double beam VUV spectrophotometer. The elec-
tronic structure calculations were performed by full-potential linear-aug-
mented-plane-wave (FLAPW) method [1].

Luminescence spectra of the K BiZr(PO,), consist of few overlapping
bands in 280 - 700 nm spectral region. Excitation spectra of these compo-
nents significantly differ each other. In addition, short-wavelength emission
band reveals nanosecond decay component under excitation in UV region
while long-wavelength band — only microsecond components.

Luminescence emission and excitation spectra and calculated electronic
structure of the K BiZr(PO,), were compared with corresponding properties
of the KZr,(PO,), and ZrP,O, crystals. Origin of intrinsic luminescence and

structure-related properties are discussed.
[1]. P.Blaha, et. al., WIEN2k, (Wien, Austria), 2001. ISBN 3-9501031-1-2
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In most cases the presence of two band systems is a characteristic feature
of absorption and emission spectra for impurity molecular crystals: series of
narrow line bands (part of them with a multiplet structure) and series of struc-
tureless bands which positions, forms and intensities depend appreciably on
temperature and impurity contents. In this work we present the results of a
study aimed at the determination of the nature of both types of spectra.

The low-temperature absorption and fluorescence spectra of fluoronaph-
thalene in crystalline naphthalene were studied at various impurity concentra-
tions. A doublet structure of impurity centers with the initial bands v, =31322
cm™ (centre I) and v,=31226 cm™' (centre II) which resonantly coincide with
the corresponding bands in fluorescence spectra is clearly observed in the ab-
sorbance spectra. The doublet structure in these spectra may be explained on
the basis of symmetry characteristics of the crystal and the impurity molecule.

The analysis of the absorbance spectra has allowed us to establish that

L the fractions of impurity
A centers of types I and II de-

T o pend on impurity content

IeC C-\\ (fig. 1). When the impurity

> '2 . ll content increases to about 1

\D\ wt. % a new structure ap-

4 0 pears in the spectrum: for

each center a band against

the wide structureless back-

ground emerges at the short-wavelength side of the bands at the distance of

45 cm. At the same time a number of doublet bands emerge at the long-
wavelength side of the center II band in the fluorescence spectra.

The obtained results have been discussed on the basis of a possible for-
mation of as solid solutions of the substitutional type as interblock solutions
and also generation of aggregate centers consisted of some impurity mole-
cules with closely spaced energy levels that interact with each other as the
impurity content increases. The observed transformations in the spectra may
be due to the above mentioned reasons.
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The glass-former triphenyl phosphite (TPP) has been intensively studied
since the discovery [1] of a new apparently amorphous state, called the ‘gla-
cial’ state that is different from the glass and the normal crystal. The existence
of more than one amorphous phase for TPP has been called ‘polyamorphism’
phenomenon. This unusual phenomenon stimulates intensive experimental
research [2-4]. However, in this paper, for the first time we provide experi-
mental evidence indicating that TPP can exist under two different crystalline
phases.

IR spectroscopy was applied to identify the crystalline phases, and dif-
ferential scanning calorimetry was applied to follow the thermodynamic evo-
lution of the different phases versus temperature. Results presented here
show that, in addition to the already known conventional crystalline phase,
which melts at 300 K, TPP can crystallize in another polymorphic phase. The
new polymorph was obtained from the liquid phase due to direct cooling
from the room temperature up to 240 K where it is held for 15 min. The tem-
perature was then increased up to 270 K where the continuous transformation
of the supercooled liquid into the crystal was investigated. The new phase

being metastable melts below the conventional one, i.e. at 291.7 K.

[1]. A.Ha, 1. Cohen, X. Zhao, M. Lee, D. Kivelson, J. Phys. Chem. 100, 1 (1996).

[2]. R.Kaurita, Y. Shinohara, Y. Amemiya, H. Tanaka, J. Phys.: Condens. Matter 19,
152101 (2007).

[3]. J. Senker, E. Rossler, J. Phys. Chem. B. 106, 7592 (2002).

[4]. A. Hedoux, Y. Guinet, M. Foulon, M. Descamps, J. Chem. Phys. 116, 9374
(2002).
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We have conducted infrared spectroscopy and differential scanning calo-
rimetry measurements on ortoterphenyl (OTP) between 104 K and 333 K,
aiming to explore the physical nature of the dynamic crossover at 1.27g
found in variety experiments on OTP [1-3].

Results presented here show that in the region of the crossover tempera-
ture ~ 290 K (~1.27g) in the supercooled liquid OTP the crystal nuclei ap-
peared. The appearance of the nuclei would change the molecular dynamics
from individual to cooperative at 7<1.27g, in other words would lead to spa-
tially heterogeneous dynamics reported in [1-3]. Our results suggest that the
origin of the dynamic crossover temperature near 7g is related to the forma-
tion of the fluctuating nuclei as the temperature ~ 1.27g is approached.

Taking into account our previous studies of salol, benzophenone and
2-biphenylmethanol we can conclude that the existence of nucleation near 7g

is a universal feature of molecular glass formers.

[1]. Cicerone M.T., Ediger M.D. J. Chem. Phys., 104, 7210 (1996).

[2]. Steffen W., Patkowski A., Glaser H., Meier G., Fischer E.W. Phys. Rev. E, 49,
2992 (1994).

[3]. Hinze G., Brace D. D., Gottke S. D., Fayer M.D. Phys. Rev. Lett., 84, 2437
(2000).
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The Raman scattering due to magnons and electronic excitations was
measured in single crystals of LiCoPO, in the antiferromagnetic and para-
magnetic phases (7}, = 21.7 K). Crystal field theory shows, that the Co*" ion
have six doubly-degenerate low-lying energy levels with a total splitting of
about 0 — 1700 cm™! [1]. The main attention was focused on the excitations of
the magnetic phase coming from the 3 lowest doublets (0 — 1200 cm™). The
experimentally detected energies in the paramagnetic state of electron excita-
tions were found in regions at 200, 590 and 990 cm™'. Strong coupling be-
tween these excitations and optical phonons was observed. The Raman scat-
tering spectra are temperature dependent and they show the different changes
at T< T, such as: appearance of additional lines and energy shifts of electron
excitations. The anisotropy and exchange fields due to the antiferromagnetic
ordering lift the Kramers degeneracy of Co®" electronic levels. Excitonic
states, which are formed in the atniferomagnetic phase, were observed. Be-
sides, interaction between the magnetic sublattices can result in Davidov
splitting of excitonic levels. The new lines at 39 and 46 cm™! (at 5 K) were
assigned to magnons. The intensity of these lines decreases with increasing
temperature and the lines vanish above 7, eventually. The values of their
energies are in agreement with result of inelastic neutron scattering measure-

ment, namely, 37.9 £ 1.9 cm™ (4.7 £ 0.24 meV at 8 K) [2].

[1]. I Kornev, J.-P. Rivera, S. Gentil, A. G. M. Jensen, M. Bichurin, H. Schmid, and
P. Wider, Phisica B270, 82 (1999).

[2]. W. Tian, J. Li, J. W. Lynn, J. L. Zarestky, D. Vaknin, Phys. Rev. B78, 184429
(2008).

126



P-8 CRYSTALS
LATTICE VIBRATIONS AND STABILITY OF AlF3
J. Gabrusenoks

Institute of Solid State Physics, University of Latvia,
Kengaraga Str. 8, LV-1063 Riga, Latvia
Corresponding author: gabrusen@latnet.lv

The first-principle calculations are employed to study lattice dynamics
of aluminium fluoride. The equilibrium stuctures of cubic and rhombohedral
lattices and lattice vibrations were calculated within the density functional
theory using CRYSTALO6 program. Phonon frequencies were calculated in
the symmetric directions I'-X, I" -M and I" -R of the Brillouin zone using dif-
ferent supercells. The phonon dispersion curves show large instability region
around M-R direction. The largest phonon instabilitie occured at the R point
of the Brillouin zone causing rhombohedral deformation of crystal lattice.
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Recently, binary mixtures of oppositely charged cationic and anionic
surfactants, so called catanionic surfactants (CAS), are attracting a lot of in-
terest due to their remarkable ability to form a variety of self-assembled
structures both on solid surface and in air-water interface, and are of great
application potential in nanotechnology for synthesis of various nanoobjects,
as well as for various encapsulation and controlled-delivery processes in
pharmacy, medicine, and biology. It was found that the phase transition pat-
tern in CAS depends on many factors, therefore there is a need to investigate
solid state CAS structure, thermal properties and phase behavior in more de-
tail. In the present research, we report on the structure and molecular dynam-
ics of solid phase complexes of a cationic surfactant cetyltrimethylammoni-
um bromide (CTAB), [H,C-(CH,) ,-N"(CH,),]'Br, with stearic acid (H,C-
(CH,),,~COOH, SA) as an anionic surfactant. Several bulk concentrations of
CTAB were employed ranging from 0.2 to 0.8. The prepared complexes were
characterized using FTIR spectroscopy and DSC analysis. It was shown that
mixing CTAB with SA results in a formation of novel CAS compound com-
prising both SA and CTAB tails. Upon heating, a series of phase transitions
occur, yielding finally an orientationally disordered hexagonal structure. The
structural effects on the phase diagram and molecular dynamics of SA-CTAB
aggregates are discussed.

Financial support from the National Academy of Science of Ukraine un-
der the program “Nanophysics and Nanoelectronics” (project No. VC-157) is
gratefully acknowledged.
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The bismuth and alkali metal phosphates/molybdates both undoped and
doped with luminescent ions have attracted much attention last decade due to
their applications as effective components for white light emission diodes
and laser materials [1]. Clarification of the origin of intrinsic luminescence
processes is an indispensable condition for elaboration of effective lumino-
phores on the base of Bi-containing phosphates and molybdates.

In this work, the origin of intrinsic and dopant-related luminescence in
the set of Bi-containing phosphate and molybdate crystals is studied by com-
putational and experimental methods. The polycrystalline samples of un-
doped and RE-doped BiPO,, K .Bi(PO,),, K ,Bi(PO,)(MoO,), K ,Bi(PO,)
(WO,) and K Bi(M00O,),, (RE = Eu, Tb, Pr, Tm, Ce) are synthesized and
studied by the spectroscopic methods. The photoluminescence (PL) spectros-
copy studies were carried out under the VUV (A__ = 90 — 333 nm, SUPER-
LUMI station at HASYLAB (DESY), Hamburg, Germany) and the N, -laser
(A, =337.1nm) excitations in 4.2 — 300 K temperature region. The electronic
band structures of undoped crystals were calculated by the FP-LAPW meth-
od [2]. Diffuse reflectance spectra of fine-grained powdered samples were
measured at 300 K using double-beam spectrophotometer.

At the liquid helium temperature, all studied compounds reveal complex
bands of intrinsic emission (quenched below 300 K) which comprise at least
two components with peak positions in the red and blue-violet spectral re-
gions. Simultaneous analysis of the experimental and computational data
show the dominant role of the Bi** and MoO,* -related centers in intrinsic PL
processes of studied compounds. The values of dielectric band-gaps E, of the
crystals are estimated from experimental data on diffuse reflectance spectros-
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copy. Formation of intrinsic PL excitation spectra and role of uncontrolled

defects in PL processes are discussed.
[1]. X.Hea, M. Guan, N. Lian, J., et al. J. Alloys Compd. 181, 2828-2836 (2008).
[2]. P.Blaha, et al, 2001. ISBN 3-9501031-1-2.
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One of the most striking manifestations of spatio-temporal localization
of light in transparent nonlinear optical media is filamentation. Extremely
high power density (~ 10" W/cm?) at the filament axis promotes a large num-
ber of interconnected nonlinear processes, resulting in formation of the plas-
ma channel, changes of the spectral composition and spatial and temporal
distribution of the laser pulse. We report results of our study of the femtosec-
ond filamentation in transparent Kerr media. Apart from transversal localiza-
tion of the pulse, we also observe its temporal localization, followed by split-
ting into two separate successive pulses. We made a self-compression setup
producing a temporally compressed probe pulse for pump-probe time-re-
solved measurements. Extraction of the compressed pulse component is car-
ried out by diaphragm in a 200-fold expanded image of the filament “hot”
core. 63 fs duration is achieved at the output, when the input pulse duration is
160 fs. We found parameters of the compressed pulse and optimized condi-
tions for its excitation. Having used the compressed pulse as a probe for time-
resolved measurements, we for the first time observed in situ in fused silica
temporal self-compression of the femtosecond laser pulse in the filamenta-
tion mode, as well as its temporal splitting into sub- and superluminal sub-
pulses. The figure shows instantaneous photos of the propagating pulse at
f different temporal delays t and their corre-
sponding longitudinal profiles. Observed spa-
tial and temporal transformation of the propa-
gating femtosecond pulse is qualitatively ex-
plained using the moving focus model and is
consistent with the results of numerical mode-

@ " ling made by other authors.

The authors are grateful to the Ukrainian Science and Technology Cent-
er (Project 5721), the Russian-Ukrainian program for the development of
cooperation in nanotechnologies in 2012-2013, and the State Fund for Funda-
mental Researches of Ukraine (project F53.2/053).
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Conducted in the last two decades of research within the center optical
transitions in ions Mn, which are in different crystal matrices, lead to the con-
clusion that the properties of the electronic transitions depend strongly on the
crystalline matrix, the concentrations of Mn, the excitation conditions and tem-
perature. Intracenter radiation bivalent manganese is of practical interest be-
cause ZnS-Mn is the most effective electroluminescent phosphor. The study
dose dependence of the luminescence ceramic ZnS-Mn is important for the
creation of display devices, since they determine their radiation resistance.

The object of study was a fluorescent ceramics ZnS a concentration of
1% Mn in the blend. In the work, a study of the kinetics of photo-and X-ray
luminescence with time (of dose) at steady-state irradiation of fluorescent
ceramics ZnS-Mn. Excitation was carried out XRF X-ray tube radiation inte-
gral BHV-Re (20 kV, 25 mA), photoluminescence excitation was carried out
using a nitrogen laser (A=337nm). In this case, the two dominant bands were
observed at A=460 nm (blue band) and A=590 + 600 nm.

Small differences in half-width of the PL spectra of stationary radar and
caused a no brainer main yellow band luminescence. It should be noted that
the excitation power that was used in experimental studies, the intensity of
photoluminescence stationary significantly exceed the intensity of X-ray la-
ser. Zone-zone photo excitation crystals ZnS-Mn leads to highlight the light
sum, as evidenced by significantly lower intensity of TSL in photo excitation
compared with the intensity of the TSL under X-ray excitation. Dramatically
uneven phosphor x-ray excitation leads to spatial heterogeneity of carrier lo-
calization at the centers, and most importantly, be dependent on the spatial
coordinates as the future of the centers, and the ratio between the probabili-
ties of recombination and re-localization of charge carriers. Of research
shows that low-dose stimulation (2s.) phosphorescence decay is described
hyperbolically with exponent o> 1, and at higher doses (20min.) - hyperbole
with o <1. It is obvious that such a feature of the dose dependences of the
phosphorescence shows the local character of the luminescence excitation
and accumulated light. The study of the emission bands of increased interest
due to the practical use of ZnS-Mn as an effective semiconductor element
MDM structures that are widely used in light indicator displays.
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The influence of stable radiating defects entered by a proton irradiation
(doze of an irradiation 10"*p/sm? with energy 50 Mev) on luminescent proper-
ties of ceramics ZnS-Cu is investigated. In work used two sources of excita-
tion: a photo - (LGI - 21, 1=337nm) and integrated radiation x-ray tube (Mo,
35kV, 20 mA). Two sets of samples were selected: initial and irradiated by a
doze 10"p/sm? - described by fall of intensity stationary luminescence and
strong reduction reserved of the light sum under curves phosphorescence and
thermostimulated luminescence. The excitation was carried out at tempera-
tures 85 and 295 K. The carried out researches of spectra of a stationary photo
- and roentgen luminescence, testify to dependence of spectra luminescence
from conditions of excitation in both sets of samples. The observable displace-
ment of maxilla, and also difference in intensity of various strips of a lumines-
cence, apparently, is connected that stimulating light is absorbed by the cent-
ers luminescence at - photoluminescence (impurity absorption), and basic
substance at - roentgen luminescence. In the irradiated samples at X-ray exci-
tation the intensity of a luminescence stationary roentgen luminescence has
decreased on ~35 %, in particular of basic strip with a maximum 1=522 nm.
For photoluminescence of the irradiated samples the fall of intensity of a lumi-
nescence on ~10 % is characteristic. The main factors affecting the properties
of semiconductor materials after irradiation with protons are the formation of
new impurity as a result of nuclear reactions, radiating- defect production and
accumulation of hydrogen atoms. The observable features of spectra of radia-
tion at a photo and x-ray excitation can be caused by various spatial localiza-
tion of energy of excitation on volume of a sample at presence of a various
type is non-uniform of the distributed center of a luminescence, absorption
and center’s nonradiative recombination, and also various ways of transfer of
energy of excitation by the center of a luminescence at various types of excita-
tion because of redistribution of energy of excitation centre to centre lumines-
cence of different grades. The redistribution recombination of flows of carriers
centre to centre luminescence, absorption and centers nonradiative-recombi-
nation generated by a proton irradiation at X-ray excitation results in more
significant fall of intensity roentgen luminescence in the irradiated samples.
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The work is devoted to the study of Raman scattering spectra of new
nonlinear optical LiKB,O, crystals. The spectra were measured using a laser
spectrometer based on double monochromator DFS-12 with registration in
the photon counting mode and Renishaw inVia micro-Raman spectrometer.
According to the results of the comparative analysis of the measured spectra
with the spectra of Li B,0,, LiB,0,, B-BaB,0, single crystals the assignment
of vibrations in LiKB,0, Raman spectra was performed. For some of the
most intensive Raman bands, corresponding to the totally symmetric lattice
vibrations, the estimation of the Raman scattering efficiency was performed.
In the measured LiKB,O, spectra there was observed a broad band of second-
ary radiation, which extends from the exciting line up to 5000 cm™ and is
probably caused by one of the nonlinear optical processes such as spontane-
ous parametric scattering of light.

The work was performed with financial support of the Ukrainian State
Fund of Fundamental Research — Russian State Fund of Fundamental Re-
search project “Creation and investigation of active matrix nanocomposites
on the base of photonic glasses and crystals for solar cells”.
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The aim of our studies was to investigate the effect of pulsed magnetic
fields on the synthesis and properties of magnetite crystals.

In our studies, the synthesis was carried out by conventional magnetite
precipitation method of crystallization from aqueous solution, containing fer-
ric ions Fe™ and Fe™ in 1:2 proportion [1]. During the synthesis the disper-
sion medium was exposed to pulsed magnetic field (PMP), which was gener-
ated by electrical impulses, passing through the induction coil.

Investigations have showed that the magnetite crystals according to their
structure belong to ferrous spinel [2]. The resulting precipitate has distinct
crystalline structure. X-ray diffraction patterns of samples, exposed to PMP
shows magnetite reflexes significantly broadened, which is so because crys-
tals generation with less perfect structure and smaller size, comparing to con-
trol samples.

IR - spectroscopy showed that under the influence of PMP magnetite are
synthesized with increased OH groups’ quantity on the surface, as evidenced
by broad absorption band near 3400 cm’, referred to valence oscillation of
bonded OH groups. On the surface of natural and control group magnetites
OH groups are allmost absent. Analyzing the data in [3] and comparing them
with those obtained by us, we can conclude that the absorption bands near
590 and 440 cm, associated with the lattice oscillations of Fe-O bonds in
tetrahedral and octahedral of magnetite crystals, can be attributed to the oscil-
lations of Fe? and Fe™ ions. Weak absorption bands at 465 and 895 - 900 cm™!
can be attributed to the presence of magnetite Fe™ ions as hydroxides, which
are deposited on the magnetite surface.

Thus, during magnetite synthesis from aqueous solution, containing Fe*?
and Fe* ions, in alkaline medium under influence of pulsed magnetic fields it

is obtained nanoparticles of magnetite crystals containing OH groups.

[1]. 3abymonos H0.J1., Jluteunenko 10.B., Kagomuukos B.M. // 36ipHuK HayKOBHX
npaus / IncrutyT npo6iem monemosanns B enepreruni HAHY, Kuis 2010. —c. 63 - 67

[2]. H.B. benos. O4epku o cTpykTypHOil MuHepanoruu. Mocksa, «Hexpa», 1976
-344c¢

[3]. H.II. Mukwii, A.H. JlosOus, E.Il. Mensenesa // BicHuK XapKiBChKOrO
yaiBepcutety. — 2008. - Ne 823 — C. 78 — 84.
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STRUCTURAL, VIBRATIONAL AND THEORETICAL
STUDIES OF ANILINIUM TRICHLOROACETATE: NEW
HYDROGEN BONDED MOLECULAR CRYSTAL WITH
NONLINEAR OPTICAL PROPERTIES

H. Tanak!, K. Pawlus’, M.K. Marchewka’", A. Pietraszko’

'Department of Physics, Faculty of Arts and Sciences, Amasya University,
05100, Amasya, Turkey
Ynstitute of Low Temperature and Structure Research, Polish Academy of Sciences,
50-950 Wroctaw 2, P.O.Box 937, Poland
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In this work, we report a combined experimental and theoretical study
on molecular structure, vibrational spectra and NBO analysis of the potential
nonlinear optical (NLO) material anilinium trichloroacetate. The FT-IR and
FT-Raman spectra of the compound have been recorded together between
4000-80 cm™" and 3600-80 cm ™' regions, respectively. The compound crystal-
lizes in the non centrosymmetric space group of monoclinic system. The op-
timized molecular structure, vibrational wavenumbers, IR intensities and Ra-
man activities have been calculated by using density functional method
(B3LYP) with 6-311++G(d,p) as higher basis set. The obtained vibrational
wavenumbers and optimized geometric parameters were seen to be in good
agreement with the experimental data. DSC measurements on powder sam-
ples do not indicate clearly on the occurrence of phase transitions in the tem-
perature 113-293 K. The Kurtz and Perry powder reflection technique appea-
red to be very effective in studies of second-order nonlinear optical properties
of the molecule. The non-linear optical properties are also addressed theore-
tically. The predicted NLO properties of the title compound are much greater
than ones of urea. In addition, DFT calculations of the title compound, mo-
lecular electrostatic potential, frontier orbitals and thermodynamic properties
were also performed at 6-311++G(d,p) level of theory. For title crystal the
SHG efficiency was estimated by Kurtz-Perry method tobed =0.70d _(KDP).
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LUMINESCENT SPECTROSCOPY OF Me,LaNb.O ,
(M = Ba, Sr) LAYERED PEROVSKITES

S.G. Nedilko", O.V. Chukova', V. Polubinskii', V.P. Scherbatsky’,
Yu.A. Titov!, O.V. Gomenyuk?, V.P. Sheludko’

'Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
2Oleksander Dovzhenko Hlukhiv National Pedagogical University, Hlukhiv, Ukraine
“Corresponding author: SNedilko@univ.kiev.ua

Spectral investigation of luminescence properties of the Me,LaNb,O ,
layered perovskites were carried out. The compounds have been obtained by
heat treatment of co-precipitated hydroxy-carbonates. Co-precipitation was
carried out in aqueous buffer solution with pH ~ 8.5. In order to obtain single
phase, shock heating thermal treatment was applied. Obtained structure was
described using refinement of the model in the R-3 space group those gives
satisfied values of the reliability factor (0,046). Crystal structure is formed by
two-dimensional perovskite-like blocks each of them consists of three layers
of the distorted MO, octahedrons, which are connected by vertices only. Lu-
minescence spectra of these materials consist of wide bands in 350 — 650 nm
spectral range. The peak positions of the spectra depend on the samples tem-
perature and excitation wave length. It was found that luminescence emission
is complex and contains strongly overlapped components at 430 and 500 nm.
Intensity of these bands falls down with different rates with increase of tem-
perature. We suppose that two observed luminescence bands are connected
with two different types of niobate octahedrons, namely, inner-block (s) and
corner-sharing octahedral niobate groups, respectively.

Luminescence properties were investigated using excitation with syn-
chrotron radiation at SUPERLUMI station at HASYLAB, DESY, Hamburg,
(Project # 1-20110592) and complex for spectral-luminescent investigations
at R&D Laboratory “Spectroscopy of Condensed State of Matter” at Physics
Faculty, of Taras Shevchenko National University of Kyiv was used also. The
investigations were supported by DFFD of Ukraine (Project # F54/040).
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LUMINESCENCE STUDY OF MATRIX-ASSISTED ENERGY
TRANSFER TO MATRIX-ISOLATED N, AND CO IN RARE-
GAS SOLIDS

A.N. Ogurtsov', N.Yu. Masalitina, N.F. Kleshchev, O.N. Bliznjuk
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*Corresponding author: anogurtsov@ukr.net

The method of matrix isolation of reagents in inert matrix is usually used
to study of chemical reaction molecular dynamics along with methods of mo-
lecular beams and femtosecond probing spectroscopy [1]. Matrix-assisted en-
ergy transfer to matrix-isolated species is one of the most powerful tools for
photostimulated chemical reaction control, and rare-gas solids are the most
popular media for such investigations [2]. In rare-gas solids the energy loss rate
of photoelectrons with energies above the band gap energy is mainly deter-
mined by electron-electron scattering [3]. The scattering of a hot photoelectron
by a valence electron results in the formation of an additional electron-hole pair
which can be bound or free. Such processes of multiplication of excitations
with well-defined thresholds lead to prominent structures in the photolumines-
cence excitation spectra. Rare-gas solids doped with N, and CO were exten-
sively used to investigate intra- and intermolecular energy relaxation into the
impurity subsystem. This paper reports the results of luminescence study of
matrix-assisted energy transfer to matrix-isolated diatomic homo- (N,) and het-
eroatomic (CO) impurity molecules in krypton and argon atomic cryocrystals.

The photoluminescence experiments were carried out at the SUPERLU-
MI experimental station at HASYLAB, DESY, Hamburg [4]. Rare-gas solids
exhibit strong effects of neutral and charged defect formation induced by
electronic transitions [2]. Therefore all measurements were carried out after
saturation of dose effects at steady concentration of point defects and ionic
centers. Under selective excitation by synchrotron radiation the threshold en-
ergies for multiplication of electronic excitations were measured. The energy
ranges of impurity molecules photoexcitation were determined in which the
channel of matrix-assisted electronic excitations energy transfer to matrix-

isolated centers was most efficient.

[1]. T. Bally, Matrix Isolation, In: Reactive Intermediate Chemistry, ed. by R.A.
Moss, M.S. Platz, M. Jones, Wiley (2004) 797.

[2]. A.N. Ogurtsov, Cryocrystals Modification by Electronic Excitations (Mono-
graph), NTU “KhPI” (2009) 386 p.

[3]. AN. Ogurtsov, E.V. Savchenko, J. Becker, M. Runne, G. Zimmerer, Chem.
Phys. Lett. 281 (1997) 281.

[4]. N.Yu. Masalitina, O.N. Bliznjuk, A.N. Ogurtsov, HASYLAB Jahresbericht,
(2008) 1117.
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INVESTIGATION OF JAHN-TELLER PHASE TRANSITION
IN KDy(MoO,), SINGLE CRYSTAL BY RAMAN
SCATTERING

A. V. Peschanskii

B.Verkin Institute for Low Temperature Physics and Engineering of the National
Academy of Sciences of Ukraine, 47 Lenin Ave., Kharkiv 61103, Ukraine
Corresponding author: peschansky@ilt.kharkov.ua

Spectrum of the Raman light scattering is investigated in KDy(MoO,),
single crystal in the frequency range 3—-1000 cm™! in the temperature range
2-300 K. Low-energy electron transitions between the levels of the crystal
field splitted ground multiplet °H, ,,, of the ion Dy** have been revealed. It is
found that in the region of the first exited Kramers doublet of the ion Dy** (~
22 cm') a single line is observed in the high-temperature phase which is split-
ted below the phase transition temperature (14.5 K). At low temperatures the
Raman spectrum in this region has a complex structure containing four lines.

At the transition to a low-temperature phase some additional phonon line
appear in polarizations for Ag, B, B,,B, modes, suggesting the doubling of
the primitive unit cell volume under this transition. Examination of the polar-
ization rules four the fundamental spectrum and the spectrum of additional
lines suggests that below the phase transition the orthorhombic symmetry
remains unchanged. It is found that the additional phonon lines appear at
T~16.5 K in contrast to 7~ 14.5 K at which the electron level begins to split
and the Jahn-Teller phase transition occurs. Such a behavior of the scattering
spectra suggests that there exist two successive phase transitions at different
temperatures.
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THE ISOCHORIC THERMAL CONDUCTIVITY OF CYCLIC
MOLECULAR HYDROCARBONS

V.V Sagan®, V.A. Konstantinov, V.P. Revyakin, A.V. Zvonareva

B.Verkin Institute for Low Temperature Physics and Engineering of the National
Academy of Sciences of Ukraine 47 Lenin Ave., Kharkiv 61103 , Ukraine
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Investigation of thermal conductivity is one of the tools of deriving in-
formation about the heat transfer mechanisms and general kinetic regularities
in solids. In this context, of special interest are molecular solids possessing
both translational and orientational disorders. Among diverse chemical mo-
lecular compounds having such properties, cyclic hydrocarbon systems are
the most suitable objects because they can form different stable and long-
lived metastable solid phases.

The thermal conductivity of cyclic hydrocarbons has been investigated
in a series of experiments in a wide interval of temperatures (80K to melting)
and pressures (20-140 MPa). The objects were:

- cyclohexene C.H,j which can be obtained in orientationally — ordered
and disordered phases and in a metastable phase

- furan C,H,0O having two phases: orthorhombic orientationally-disor-
dered phase I and tetragonal orientationally-ordered phase II. The purity of
the substances (SIGMA-ALDRICH) was 99.0 % and 99.8 %, respectively.
The dominant total systematic measurement error was up to 4 % for thermal
conductivity and 0.2 % for volume.

It has been found that the isochoric thermal conductivity of cyclohexene
in orientationally-disordered phase I increases smoothly with rising tempera-
ture. This behavior is typical of the «plastic» phases of molecular crystals and
may be attributed to the phonon-rotation scattering component which reduces
as the translation-orientation interaction grows weaker when the rotation of
the molecules at the lattice sites enhances.

It is shown that the phonon component of the three phase states can be de-
scribed adequately within the Debye-Peierls model taking into account the U-
processes, phonon scattering at dislocations and point defects. Proceeding from
experimental evidence it has been shown that the thermal conductivity of furan
measured under the evaporated vapor pressure decreases as the temperature ris-
es, this dependence being no stronger than 1/T. The isochoric thermal conductiv-
ity exhibits a weaker temperature dependence. The contributions of low-fre-

quency phonons and «diffusive» modes to heat transfer have been calculated [1].
[1]. V.A. Konstantinov, V.V. Sagan, V.P. Revyakin, A.V. Zvonaryova, and O.I. Pur-
sky, Fizika Nizkikh Temperatur 39, Ne 5, 606 (2013).
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PHOTOINDUCED CHANGES IN STRUCTURAL
PROPERTIES OF PROUSTITE Ag AsS, UNDER LASER
IRRADIATION

N. Borovoy!, Yu. Gololobov’, A. Salnik'

'Faculty of Physics, Taras Shevchenko National University of Kyiv,
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*Corresponding author: alina.salnik@gmail.com

Proustite Ag,AsS, crystals are promising materials for nonlinear optics,
so its investigation is well-developed in a wide temperature range — from
helium to 600 K. It is important, that the effect of optical irradiation on phys-
ical properties of Ag,AsS, is rather contradictory. That is why, in this work the
temperature dependences of the unit cell parameters a(7) and ¢(7) of Ag AsS,
were measured by X-ray dilatometry method with high precision in tempera-
ture range 100-300 K in dark mode and during laser irradiation (A=532 nm).
It was found that the parameter ¢ increases almost linear with decreasing of
temperature from 300 K to 100 K for samples it the dark. At the same time,
for samples that were exposed during the cooling at the laser irradiation the
increasing of the parameter c on the value of Ac=(0,002-0,003) A is observed
at temperatures Tp=(145—147) K (Fig.1). This leap is typical for systems in
which occurs a phase transition of the first order.
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Fig. 1. The dependence ¢(7) under laser ~ Fig. 2. The dependence R/(T) of maximum

irradiation (312): 1 - dark mode, 2 - under laser irra-
diation A=532 nm

Furthermore, there were investigated temperature dependences of the
integral relative intensity (R/) of main structural maxima of Ag,AsS, both in
the dark mode and under laser irradiation. Earlier, we reported about anoma-
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lies on temperature dependences RI(T) of maxima (232), (202), (312) and
(122) — the RI decreased while cooling samples from room temperature to
T=150-160 K [1]. It was established the character of the dependence RI(T)
for these reflexes changed significantly at laser irradiation. Namely, values of
RI increase during the cooling from 300 K to 100 K. This effect is illustrated
for maximum (312) on Fig. 2.

Thus, it was experimentally obtained the sensitivity of the unit cell pa-
rameter ¢ to laser irradiation, shown the effect of optical irradiation on the
temperature dependence of R/(T). Observed effects are explained in terms of
the redistribution of silver ions on the two groups of vacant crystallographic

positions in the unit cell.
[1]. Borovoy N. A., Gololobov Yu. P., Salivonov I. N. Low Temp. Phys. 1999, 25:
546-549
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The ferroelectrics-semiconductor T1GaSe, are characterized by the pro-
nounced layered structure and under normal conditions belong to the mono-
clinic system (the space group C°,). Polytypic modifications of TlGaSe,
crystals can be formed through the shift of one layer relative to the nearest
layer by a distance equal to the edge of the GaSe, tetrahedrons along the edge
of the large tetrahedron. This result in the formation of polytypes that differ
in the number of layer stacks, i.e., in the ¢ parameter: C, 2C, 3C, 4C...

It has been reported in many papers that for this crystals their structural
peculiarities differs significantly for samples from various ingots. In particu-
lar, it concerns characters and temperature positions of ferroelectric phase
transitions (PT). Such features were connected with the possible influencing
of polytypism. In this connection the comparative X-rays researches of
monocrystalline TIGaSe, samples which belonged to different polytypes (C
and 2C) were performed in the temperature range T=100-300 K. Much atten-
tion was devoted to changes with the temperature of angular position, shape
and number of (00])-type reflections. By the X-rays dilatometry method it
was shown, that for C-TlGaSe, polytype temperature dependence of the unit
cell parameter ¢(T) is linear in the interval T=140-300 K and does not reveal
hysteresis. The form of (00/)-type reflections does not change with tempera-
ture for this polytype. These results confirm absence of PT for C-T1GaSe,
polytype at the mentioned temperatures range. At the same time for 2C-TI-
GaSe, polytype at the temperatures T<210 K dependence ¢(T) is nonlinear
and the angle of dependence slope is increased with temperature decreasing.
The changes of the (00.28) reflex shape of such polytype for the temperatures
range below 240 K were revealed. The computer analysis of the indicated
form reflex changes with the temperature allows supposing that the reason of
form distortions is presence of modulation satellites. Angular position of such
reflexes confirms existence of incommensurate modulated structure in crys-
tals of 2C-T1GaSe, polytype below temperature 240 K. If take into account
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the features of ferroelectric PT in the two different polytypes of TIGaSe,
crystals, reported by us earlier [1], the our experimental results prove the
crystals of C-TlGaSe, are the ferroelectrics with an incommensurate phase of
type I, and the crystals of 2C-TIGaSe, are characterized by incommensurate

phase of type II.
[1]. Borovoy N.A., Gololobov Yu.P., Gorb A.N., Isaenko G.L. Physics of the Solid
State. 2010, 52: 1731-1735
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BENZOXAZOLE IN THE SOLID STATE
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2-(2’-hydroxyphenyl)benzoxazole (HBO) undergoes excited state pro-
ton transfer (ESIPT) upon photoexcitation. In the ground state HBO can exist
in two rotameric forms with intramolecular hydrogen bonds (OH...N and
OH...0), only the structure with the OH...N hydrogen bond undergoes ES-
IPT and demonstrates fluorescence with a large Stokes shift (keto fluores-
cence) [1]. Conformational disorder (approximately equal numbers of the
OH...N and OH...O structures) has been reported for the crystal of HBO bas-
ing on X-ray measurements [2] but the study of the IR spectrum of solid state
HBO in the region of intramolecular vibrations has not found the bands which
could be assigned to vibrations of the OH...O rotamer [3].

We have studied a luminescence spectrum of polycrystalline HBO in the
region of the normal and large Stokes shift. The luminescence spectrum of
HBO dissolved in CCl, at room temperature demonstrates an intense band
with a maximum at 504 nm and a weak band at 357 nm. In the spectrum of
polycrystalline HBO only a band at 504 nm is observed, its position and
shape are similar to one in solution. Quantum chemical DFT calculations
performed for various rotameric and tautomeric structures of the isolated
molecules of HBO predict that the equilibrium number of the OH...O species
in the ground state is of the order of 10~ in relation to the number of the
OH...N species. TDDFT calculations of the excited states of the isolated mol-
ecules show that the emission of the OH...O rotamer can be quenched by
energy transfer in the crystal, whereas the keto fluorescence is enhanced by

restriction of large-amplitude twisting of the molecule [4].
[1]. S.M.Ormson, R.G. Brown, Prog. Reaction Kinetics 19 (1994) 45
[2]. Yi-Ping Tong, Acta Cryst. E61 (2005) 03076.
[3]. Y.Syetov, A.Vdovin, Vib. Spectrosc. 53 (2010) 146.
[4]. Y.Syetov, Ukr. J. Phys. Opt. 14 (2013) 1.
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PECULIARITIES OF THE CRYSTAL GROWTH OF THE
2-ACETYLDIMEDONE BORIC CHELATE MEROCYANINE
DYES UNDER DIFFERENT CONDITIONS
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In the view of the possibility of practical application of the merocyanine
dyes and their analogues unrelenting interest in them develops. These dyes
serve as NLO-materials and could be used in OLED displays production. For
the investigation of the correlation structure and spectral-fluorescent properties
of merocyanine dyes, 2,2-difluoro-1,3,2(2H)-dioxaborine dye was synthesized.

It was found, that these dyes depending on conditions could be crystal-
lized in two forms: classic single crystals and crystals with through canals
inside. In the most cases these canals reiterate the outward form of crystals
and their size varies depending on the solvent compound was crystallized
from. The crystallization from the alcohols under normal conditions leads to
the formation of “tubes” (the hollow size ca. 0.06x0.06 to 0.15x0.15 mm in
section). The using of solvents such as acetonitrile causes the growth of clas-
sic single crystals (prism form). With the imposition of the external electro-
magnetic field up to 750 kV/m on the specially designed device «Kristall-W
4.0» all crystals have a classic form undependent on any solvent type, but
they become thinner and notably longer than without the field (coffin form).

It is worth to note that the indexing of X-ray reflections for the both types
of crystals (with canals and single crystals of classic form) give the same cell
parameters. It means that structure of crystals with canals isn’t generated in
the way of growing of different facets together. It is possible that crystals’
growing was caused by the specific influence of proton-donor solvents which
able to block separate parts of molecules of dye in such a way that crystals
growth on the free of salvation areas of compound occurs. The application of
the external electromagnetic field changes the surface energy of the germ, so
crystal shape changes to the coffin form.

Empty Canal

Scheme of the crystal with canal Scheme of the coffin form crystal
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MOLECULAR AND CRYSTAL STRUCTURE OF
3-TRICHLOROMETHYL-4,5-DIHYDRO-1,2,4-
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In contrast to well studied relatives 5-membered 1,2,4-thiadiazoles and
6-membered 1,2,4-benzothiadiazines heterocycles peculiarities of structure
7-membered heterocycles are still on the question. In this work we report
results of single crystal X-ray investigation of recently synthesized [1] com-
pounds 1-5 with 7-membered cycle which are perspective as new therapeutic
agents in medicine. R o
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1: R'=H, R" = CH,; 2: R'= H, R" = (CH;),CH; 5
3:R=H, R'=H;4: R =CH,,R"=H.

It was found that the conformation of 7-membered heterocycles SN,C,
strongly depends on the substituents properties. The structures 2, 3, 5 have
conformation of envelope (the fragments SN,C, and SC, are planar with the
dihedral angle 59.9° (2), 57.2° (3), 39.76°(5)). In contrast to 2, 3, 5 the particu-
larity of the structure 1 is strongly distorted twist-conformation (the torsion
angles varies in the range 7.9 © -80.4 °) whereas the heterocycle SN,C, of 4 is
planar within 0.06 A (Fig.1).

Interesting feature of the crystal packing of 1 is intermolecular stacking
(Fig.2), while the molecules 2, 3, 5 are organized in dimmers by n-m interac-
tion (Fig.3) (some substituents are omitted for clarity).
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Fig.1 Fig.2 Fig.3
[1]. Shalimov A.A., Lobanov S.V., Onysko P.P., Sinitsa A.D. Patent Ukraine UA
60665 (2011) —P. 1-2
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It was the purpose of the given work to explore, as change ZnCdTe films
optical constants and their heterogeneity with the increase of time of spray-
ing. Films CdZnTe are got on the monocrystaline silicon by the “hot wall”
method. Composition of charge made: 44,8Cd, 53,729Te and 1,468Zn atom-
ic percents. Films are inflicted during 1, 5, 10, 30 and 120 minutes. Films
have a different interference color, that is a different thickness, on an area.
Data of atomic power microscope testify that films are granular with the size
of corns from 30 to 500 nm for the spraying times from 1 to 120 minutes.
On the wave-length 632,8 nm
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06 [= w10 sured, the indexes of refraction and
04 170/ rrelelspraying tme, min +\+ absorption and thickness are found.
02, o o2 \ The results of measuring are given

X lo0s 5 ! on figure by symbols. Curves are cal-

< *] Y Gite zite, s /+/ culated after found optical constants.
8 % 0 & {50 Numbers near the curve ticks indi-
S I / cate the films thickness in nanome-
os] £ fo\ioh EO +/ ters. Experimental points are laid on
o8] éﬁs o \ﬁé three separate curves that answer dif-
o] ;Q/Vﬂo %// 2 ferent optical constants. Samples

' ZnTe CdTe S0 with time of causing 1 and 5 minutes
T ok ok o ok ok ow (with a thickness from 50 to 80 nm)
tgy have the index of refraction 2,7, in-

dex of absorption 0,67. With the in-
crease of spraying time from 10 to 30 minutes the films with the index of re-
fraction 2,94 and index of absorption 0,8 are formed. Finally for a sample
with spraying time 120 minutes the index of refraction slumps to 1,75.
As CdTe absorption index — 0,4, increase of his value to 0,8 testifies that
explored films contain the high-absorptive material, it is possible telour, in
the free state.

148



P-27 CRYSTALS

OPTICAL PROPERTIES OF PARA-BROMBENZOPHENONE
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In a comparative study of optical properties of the two known poly-
morphs (monoclinic and triclinic) of para-bromobenzophenone, includ-
ing integrated and time-resolved phosphorescence spectra as well as sin-
glet-singlet and singlet-triplet absorption spectra have been measured at
three temperatures 293, 77, and 1.6 K. The relevant kinetic parameters
have been determined. At room temperature (293 K) the in both forms have
a clearly monomeric character with close values of the energies that corre-
spond to the maxima of the C=0 vibration bands. The 0-0 band emission re-
laxation times differ substantially. The integrated spectra at 77 K are also of
monomeric character and have close 0-0 band relaxation times.

The general view of the integrated phosphorescence spectra of both pol-
ymorphs at 1.6 K is also monomeric. However, the low-energy part of the 0-0
bands in both polymorphs shows narrow spikes ascribed to exciton emission
from some traps as well as narrow low-intensity bands of free excitons. Pro-
ceeding from the actual structure of the two polymorphs [1], a one-dimension
model is suggested [2] within which the corresponding tunnel spectra of tri-
plet excitons have been calculated using the tight-binding approximation.
This enabled us to conclude that the triplet exciton band width A in the T-
form is approximately 4 times larger than in the M-form. Hence, the tun-
neling diffusion coefficient, which is proportional to A2, in the T-form should
exceed by an order of magnitude the corresponding value in the M-form.
Comparative analysis of the integrated spectra gives grounds for the conclu-
sion that diffusion in the T-form is essentially more efficient, in correspond-

ence with qualitative inferences of our theory.

[1]. M. A. Strzhemechny, V. N. Baumer, A. A. Avdeenko, O. S. Pyshkin, R. V. Ro-
mashkin, L. M. Buravtseva, Acta Crystallogr. B 63, 296 (2006).

[2]. M. A. Strzhemechny, D. I. Zloba, O. S. Pyshkin, L. M. Buravtseva, Phys. Chem.
Lett. 565, 61 (2013).
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HEAT TRANSFER IN “PLASTIC” PHASES OF CYCLIC
HYDROCARBONS

A.V. Zvonaryova, V.A. Konstantinov®, V.V. Sagan, V.P. Revyakin

B. Verkin Institute for Low Temperature Physics and Engineering,
47 Lenin Ave., 61103 Kharkiv, Ukraine
*Corresponding author: konstantinov@ilt.kharkov.ua

Here we present the study of the isochoric thermal conductivity in “plas-
tic” phases of solid furan (C,H,0) and cyclopentane (C,H, ). The thermal
conductivity has been measured at isochoric conditions for samples of differ-
ent densities. It increases with temperature in furan and cyclopentane (I) and
is nearly constant in C;H,; (II). Such behavior is attributed to weakening of
the translational orientational coupling which, in turn, leads to a decrease of
phonon scattering on rotational excitations.

Furan molecule is a planar five-membered heterocycle with one oxygen
atom. It has a phase transition at 150 K with an entropy of transition AS _/
R=1.6 and melts at 187.6 K with entropy of fusion AS/R=2.3 indicating that
the high temperature phase of C,H,O can be attributed to a “plastic” crystal [1].

Cyclopentane (C,H, ) is a cycloaliphatic organic molecule consisting of
the ring of five carbon atoms with two hydrogen atoms above and below the
plane of carbon skeleton . Molecule can exist in two essentially isoenergetic
puckered-ring conformations: half-chair, C, and bent, C that are in dynamic
equilibrium and interconvert by an isoenergetic process called pseudorota-
tion [2]. Cyclopentane has two phase transitions at 122.4 K and at 138.1 K
with entropy of transitions AS;  /R=4.8 and AS,_ /R=0.3 respectively, and
melts at 179.7 K with entropy of fusion AS /R=0.4 implies that phases I and
I of cyclopentane are “plastic” crystals and that they are only slightly more
ordered than the liquid state [3].

The structure of solid furan and cyclopentane was studied using X-ray
single-crystal, X-ray powder and neutron powder diffraction [4]

Crystallographic structure of furan was determined by R. Fourme, M.J.
Wyart [5]. In phase I each molecule occupies randomly four coplanar posi-
tions. Dielectric [6] and nuclear magnetic resonance [3] studies have shown
that disorder is dynamic and that molecules reorient rapidly between four
allowed orientations. In phase II the structure is ordered in the sense that each
molecule has only one allowed orientation. Earlier the thermal conductivity
of furan was studied at constant pressure 0.11 and 1.2 GPa [1].
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Phase I of cyclopentane has a hexagonal space group with two molecules
per unit cell. Phase III has a monoclinic unit cell P,/c with Z’=1. The neutron
powder pattern from phase II showed a significant background contribution
indicative of a disordered plastic crystal with a large unit cell, or maybe in-
commensurate, however, the exact structure has not been determined.

Isochoric measurements were carried out on a device with coaxial geom-
etry using a stationary method. Purity of studied samples was no worse than
99,8%. The measurement error was +4%.

Was found that in phase II the isochoric thermal conductivity of hydro-
carbons is practically temperature — independent, but it grows smoothly with
temperature with temperature in phase [. We attribute the growth of thermal
conductivity with increasing temperature to the translation — orientation in-
teraction which becomes weaker as the rotational motion of the molecules
enhances and the phonon scattering at the rotational exaltations attenuates.
Thus, we can conclude that disinhibition of uniaxial rotation of the molecules
in the cyclic hydrocarbons leads to the increase of the thermal conductivity
with temperature like “plastic” phases of other molecular crystals [7].

The increase of thermal conductivity with temperature can be attributed
to a weakening of the translation orientation coupling when the rotational

motion of molecules.
[1]. Guthrie G.B., Scott D.W., J. Am. Chem. Soc. Vol.74, N18, P4662-4669 (1952).
[2]. Strauss H.L., Rev. Phys. Chem. Vol.34. P.301-328. (1983)
[3]. Douslin D.R., Huffman H.M. J. Am. Chem. Soc. Vol.68. P173-176, (1946).
[4]. Torrisi A., Leech C.K., Shankland K., J. Phys. Chem. Vol.112. P3746-3758.
[5]. R.Fourme, M.J. Wyart, C.R. Acad. Sc. Paris, 268, 61 (1969).
[6]. F.Fried, B. Lassier, J. Cim. Phys. Chim. Biol. 62, 75 (1966).
[7]. Konstantinov V.A. “InTech” Open Access Publisher (2011).
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BIREFRINGENCE OF UNIAX CRYSTALS FROM
CARPATHIAN MOUNTAINS

Carmen Beatrice Zelinschi', Irina Dumitrascu’, Leonas Dumitrascu’,
Dana Ortansa Dorohoi**

'Vasile Adamachi College of Agriculture and Food Industry, 41Mihail. Sadoveanu Alley,
lasi
Inspector for Physics, Vaslui District, Romania
3Stefan Procopiu High School, Vaslui, Romania
4Alexandru Toan Cuza University, Faculty of Physics, Tasi, Romania
“Corresponding author: ddorohoi@uaic.ro

Uniax plates of solid crystalline substances are characterized by two
principal refractive (ordinary and extraordinary) indices. When polarized
light passes through uniax plate perpendicularly on the optical axis, its bire-
fringence can be determined by compensation of the pathway introduced be-
tween the ordinary and extraordinary components of the incident linearly
polarized light. In order to estimate the birefringence of the samples collected
from Carpathian Mountains, we used both a Babinet Compensatory and a
standardized optical wedge in order to compensate the pathway at 589.3 nm
introduced by layers cut perpendicular on their optical axis. The results were
compared with those obtained by using the method of channeled spectra.

The dispersive properties of Carpathian Quartz regarding the main re-
fractive indices and the rotatory power were established on the basis of the
measurements in the channeled spectra obtained with visible radiations. The
curve describing the dispersion of the main refractive indices and of the bire-
fringence is of the Cauchy type, but the dispersion of the rotatory power var-
ies linearly with the wavelengths in the small spectral ranges, having variable
slopes of variation.
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DYNAMIC AND STATIONARY PROPERTIES OF
PHOTOINDUCED LIGHT SCATTERING IN LiNbO,: Fe
CRYCTAL WITH SUPERCONTINUUM EXPOSURE

V.S. Voitsekhovich, N.M. Kachalova®, V.V. Khomenko, I. M. Dmitruk

Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
*Corresponding author: kachalova.nataliya@gmail.com

Analysis of photoinduced light scattering (PILS) in photorefractive (PR)
crystal allows one to get detailed information about the mechanisms of pho-
torefractive gratings formation / 1, 2 /. PILS research under supercontinuum
radiation in PR crystal LiNbO,: Fe conduct for the first time. This crystal has
a unique photovoltaic property in the visible and near infrared optical bands.
Supercontinuum (SC) is a coherent broadband radiation. Spectral broadening
occurred by passaging of femtosecond pulses in a highly nonlinear micro-
structured (MS) fiber. Stable generation of SC in the spectral range 530-1000
nm with an average output power 200 mW was obtained in MS fibers with
pumping pulses from femtosecond Ti:S laser Mira Optima 900-F / 3 /.

— e ; As part of the comparison of
i \ the angular dependence of light
scattering (see Fig. 1), gain coef-
ficients and scattering dynamics
exposing LiNbO,:Fe crystal with
monochromatic  light sources
(Ti:S laser in femtosecond and
continuous operation mode) and

I = polychromatic SC radiation we
. . . determine the effectiveness of the
Figure. 1. Light scattering angular dependence . .
of LiNbO,: Fe crystal. PR response in different spectral
ranges.

Maximum PILS intensity observed:

- At 6° angle for femtosecond SC (550 - 900 nm),

- At 8° angle for femtosecond Ti: S laser (800 nm) for continuous and
pulsed operational regimes.

Qualitative difference in PILS induced by SC pronounced in light angu-
lar scattering selectivity. Photorefractive parameters value obtained for SC in
order of magnitude coincide with those for the monochromatic sources. In
conclusion, we makes assumption about possibility for holographic multi-
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colored holograms recording in LiNbO,:Fe crystal with SC radiation and
evaluate possible advantages and disadvantages compared with conventional
monochromatic schemes.

This work was supported by grant RFFD/NASU, Ne 42-02-12 (U).

[1]. M. Goulkov, M. Imlau, Th. Woike // Phys. Rev. B 77, 235110 (2008).

[2]. M. Goulkov, S. Odoulov, Th. Woike, J. Imbrock, M. Imlau, E. Kraetzig, C.Bae-
umer, H. Hesse // Phys. Rev. B 65, 195111 (2002).

[3]. N. M. Kachalova, V. S. Voitsekhovich, A. M. Borodin,V. V. Khomenko, and S.
Yu. Pentegov // Optics and Spectroscopy, Vol. 111, No. 4, pp. 593-598 (2011).
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SELECTIVE REFLECTION IN CHOLESTERYL OLEYL
CARBONATE(COC)-NEMATIC 5CB MIXTURES AND
EFFECTS OF THEIR DOPING BY SINGLE-WALLED

CARBON NANOTUBES

N.A. Kasian'", L.N. Lisetski', M.I. Nesterenko', S.S. Minenko',
V.D. Panikarskaya', N.I. Lebovka’, M.S. Soskin®

'Tnstitute for Scintillation Materials, NAS of Ukraine,
60 Lenin Ave., Kharkiv, 61001, Ukraine
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42 Vernadsky Prosp., Kyiv, 03142, Ukraine
’Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
“Corresponding author: kasian@isma.kharkov.ua

Liquid crystalline (LC) mixtures of cholesteryl oleyl carbonate (COC)
and 4-pentyl-4’-cyanobiphenyl (5CB), as well as dispersions of single-walled
carbon nanotubes (NTs) in these mixtures, were studied by means of selective
reflection measurements, differential scanning calorimetry (DSC) and optical
microscopy. The relative mass of COC in a mixture X was varied between 0.4
and 1.0, the temperature range of measurements was between 284 K and 314
K, and concentration of NTs was fixed at 0.1 %. Two important anomalies
were noted: (1) the cholesteric to smectic-A transition temperature increased
on dilution of COC by non-smectogenic S5CB in the concentration range
0.8<X<1, and (2) the reciprocal pitch vs. SCB concentration dependence was
essentially linear, in contrast to behaviour commonly observed in nematic-
cholesteric mixtures. A model of molecular arrangement in the mixtures, ac-
counting for the possibility of integration of 5CB dimers and monomers be-
tween COC molecules and presumably explaining the experimental data, was
proposed. The helical pitch of the cholesteric mixtures remained practically
unchanged upon doping by NTs, and only slight widening of the selective
reflection peaks was noted. The obtained results allow considering the
COC+5CB mixtures as promising matrices for composite materials on the
basis of liquid crystals and carbon nanotubes.
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OPTICAL TRANSMISSION AND DIELECTRIC
PERMITTIVITY IN NEMATIC LC DISPERSIONS OF
CARBON NANOTUBES (CNT): EFFECTS OF CNT TYPE
AND CONCENTRATION

S.S. Minenko®, A.N. Samoylov, A.P. Fedoryako, L.N. Lisetski

Institute for Scintillation Materials, NAS of Ukraine,
60 Lenin Ave., Kharkiv, 61001, Ukraine
“Corresponding author: mss-78@ukr.net

Optical transmission as function of temperature, as well as dielectric per-
mittivity in the 50 Hz — 1 MHz range, were studied for dispersions of carbon
nanotubes (CNT) in nematic SCB. Several types of CNT (multi-walled -
MWCNT, single-walled - SWCNT, as well as double-walled and chemically
modified CNT) were used, with their concentration varying from 0.01% to
0.5% in LC cells of 10-50 micron thickness. The measurements were carried
out just after ultrasonication (a UZD 22/44 disperser) and after several hours
to assess the time stability of such systems as potential functional materials.

In a broad range of parameters, the optical transmission of the disper-
sions studied in the nematic and isotropic states generally followed the
Bouguer-Lambert-Beer law, with certain noted deviations indicating the on-
sets of structural transformations in the system (aggregation, sedimentation,
etc.). Clear differences in the effective extinction coefficients could be noted
for MWCNT and SWCNT, explicable from the viewpoint of the assumed
supramolecular ordering.

The most striking were the effects of MWCNT and SWCNT upon die-
lectric permittivity, with marked differences at lower and higher frequencies.
At frequencies below ~10 kHz, the dispersed CNTs acted as charge carrier
traps, with noticeably larger specific area of SWCNTs at the same concentra-
tions. These results can be considered as a natural extension of those obtained
in [1], when nematic LC with high and low content of ionic impurities were

compared in a similar way.
[1]. F.-C.Lin, P.-C.Wu, B-.R.Jian, Wei Lee. Adv.Cond.Matt.Phys. (Hindawi), 2013,
ID 27157 (5pp.)
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POLARIZATION-SENSITIVE GRATINGS IN A LIQUID
CRYSTAL CELL WITH CHALCOGENIDE ALIGNING
SURFACE

N. Sheremet', Yu. Kurioz', K. Slyusarenko’, M. Trunov’, Yu. Reznikov'

Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
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Université Paris-Sud, Orsay 91405, France
3Uzhgorod National University, Pidhirna Str., 46 Uzhgorod 88000, Ukraine
“Corresponding author: boyarchuk.nina@gmail.com

We present polarization gratings that are recorded in a combined 30 um
liquid crystal (LC) cell with a photosensitive chalcogenide film as a com-
mand layer. The reference substrate is covered with a rubbed polyimide film.
The gratings are recorded with two beams of opposite circular-polarizations
due to formation of spatially-modulated easy orientation axis, e, on the com-
mand surface. The axis e on the chalcogenide surface is characterized by a
weak anchoring and the reference surface provides a strong anchoring with
the LC.

Several diffraction orders of the equal intensity in the each order are
observed. The polarization of the £1 order diffraction beams are elliptically
polarized with the long axis at the angle /4 to the rubbing direction, and the
polarization of the zero order is of the same ellipticity but oriented at the an-
gle —/4 to the rubbing direction. The sign of the polarization rotation of the
zero order and the diffraction orders coincided with the sign of the rotation of
the probe.

Erasure of the diffraction grating by one of the recording beams after a
switching the other beam off and a following re-recording are observed. The
diffraction efficiency of the grating is of the order of few percents and is con-
trolled by application of ac electric field. The highest efficiency of the first
orders diffraction, n = 90%, is achieved at the voltage 10V.

Analyses of the diffraction of a circularly polarized probe, that propa-
gates from the side of the reference substrate, shows the unique properties of
the gratings, the diffraction intensity is spectrally insensitive, does not de-
pend on optical properties of the LC, and it is only determined by the anchor-
ing of the LC with the surface. The necessary condition for formation of such
grating is a weak anchoring of the LC on the command surface.
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SPECTRAL AND THERMOTROPIC PROPERTIES OF
H-BONDED LIQUID CRYSTALS INCORPORATED INTO
MESOPOROUS INORGANIC MATRICES
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Among the brightest representatives of nanostructured composite mate-
rials are porous matrix filled with liquid crystal (LC). The unique physical
properties of such LC nanocomposites originate both from the influence of
the confined geometry, and the nature and concentration of the active sites on
the inorganic porous matrix surface. Since the stability of composite materi-
als depends significantly on the bonding strength between the organic and
inorganic components, the aim of this study was to investigate a new class of
LCs - hydrogen-bonded LCs - confined to mesoporous inorganic matrices of
different structure and morphology. The two types of porous matrices were
used: porous silicate glass (PG) with controlled pore diameter (2 to 90 nm
average pore size), and aluminosilicate molecular sieves MCM-41 with 4 nm
pores. As H-bonded LCs were used n-alkylbenzoic (ABA) and n-alkyl cy-
clohexanecarbonic acids (ACHA) with n=2-6, where » is the number of car-
bon atoms in the alkyl radical, together with commercial LC mixtures CC-3
and PC-29 comprising various homologues of ABA and ACHA were used.
By temperature-variable FTIR spectroscopy (Bruker IFS-88, 2 cm-1 resolu-
tion, 20-200°C) and differential scanning calorimetry (DSC, Perkin-Elmer
DSC-7, -100-200°C) the influence of pore size and physico-chemical state of
the surface on the LC ordering in the porous matrices is investigated. It is
shown that phase transition temperatures for the H-bonded LC confined to
PGs are nearly the same as those in the bulk, while LC confined to MCM-41
show thermotropic behavior significantly different from that observed in a
bulk material. For the first time, a spontaneous dissociation of the hydrogen-
bonded LC near the MCM-41 surface due to interaction with the surface ac-
tive sites.

This work was supported in part by NAS of Ukraine under the program
“Nanophysics and Nanoelectronics” (project No. VC-157).
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ELECTRO-OPTICAL RESPONSE OF A POLYMER
DISPERSED FERROELECTRIC LIQUID CRYSTAL FILM

R Karapinar
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Corresponding author: rkarapinar@yyu.edu.tr

Polymer dispersed liquid crystal (PDLC) films are interesting materials
since they exhibit promising electro-optic properties such as wide viewing
angle and high brightness which are ideal for flat panel display devices [1-3].
In their most common form, PDLC materials consist of micron-size droplets
of a low-molecular weight nematic liquid crystal dispersed in a polymer ma-
trix. These materials operate on the principle of electrically controlled light
scattering. The optical properties of a polymer dispersed liquid crystal films
can be controlled by the application of external electric fields. PDLC devices
do not need polarizers and they are easy to manufacture. However, the re-
sponse of a nematic liquid crystal to the applied electric field is slow and this
is also one of the drawbacks for its potential use. Thus, efforts have also been
made to use ferroelectric liquid crystals which are known for very fast switch-
ing properties for display applications [4]. Recently, polymer-dispersed fer-
roelectric liquid crystal (PDFLC) devices have been proposed and success-
fully produced [5-7]. In this work fast switching PDFLC films were prepared
and their electro-optic properties were investigated. PDFLC materials were
prepared by a polymerisation induced phase separation technique of mixtures
composed of an ultraviolet cured polymer and a difluorterphenyl ferroelec-
tric liquid crystal. The liquid crystal droplets were aligned by shearing during
the phase separation. The electro-optical response of the PDFLC films was
investigated. The PDFLC films showed a fast and bistable switching as a

function of the applied electric field.
[1]. R.Karapinar, Tr. J. Phys., 22, 227, 1998.
[2]. L. Lucchetti, L. Gobbi and F. Simoni, Mol.Cryst.Liq.Cryst., 359, 89, 2001.
[3]. K.K. Raina, P. Kumar and P. Malik, Bull. Mater. Sci., 29, 6, 2006.
[4]. R.Karapinar, M. O’Neill and M. Hird, Opt. Commun., 282, 1345, 2009.
[5]. C. M. Leader, W. Zheng, J. Tipping and H. J. Coles, Liq. Cryst., 19, 415, 1995.
[6]. R.Karapinar, M. O’Neill and M. Hird, J.Phys. D: Appl.Phys, 35, 900, 2002.
[7]. M.Y.Jin, Y. J. Lee, K. Lee, S. D. Lee and J. H. Kim, Phys. Rev., E73, 031703,
2006.
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FORMATION OF LIQUID-CRYSTALLINE PHASE IN
SILICON-ORGANIC POLYMER
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We studied a change of PDHS films conformation and orientation as
well as a formation of the defect states arising during the annealing of the
poly(di-n-hexylsilane)- PDHS at temperature close to the transition to the
liquid-crystalline (LC) phase. It was investigated the appearance of the LC
phase and its transformation depending on the thermal treatment temperature
(20-180°C) and polymer molecular weight (M ) using the absorption spectra,
a polarising optical microscope and thermostimulated luminescence (TSL) in
the temperature range 5-250 K.

It was shown that the formation of the LC phase upon continuous heat-
ing of the film from room temperature up to 180°C is associated with the ap-
pearance and the transformation of the positions and intensities of two new
absorption bands in the region of gauche conformation.

The presence of the LC phase is also confirmed by the visual observation
of the optical texture observed in the 57-140° C temperature range. The tex-
ture corresponds to the classical columnar liquid crystal ordering. It should be
noticed that the texture remains for a long time after the annealed film is
cooled to room temperature.

In addition, in the spectrum of TSL of annealed PDHS film after cooling
to the room temperature a new wide band arises. It shifts from the spectrum
of neat polymer film towards higher temperature indicating an appearance of
the deeper traps. This band is probably caused by the defect states related to
residual phenomena arising after the transition of thermally treated polymer
film from the LC state to trans-conformation.

It was shown that the formation of the LC phase essentially depends on
the M of the polymer. This phase is good obtained on the film with
M _=53000, and not good for large and smaller M, probably due to prevent-
ing the processes of reorientation and ordering of the polymer chains.
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DISPERSIONS OF CARBON NANOTUBES IN
CHOLESTERIC LIQUID CRYSTALS: OPTICAL AND
ELECTROPHYSICAL STUDIES
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Dispersions of carbon nanotubes (CNT) in cholesteric liquid crystals
(CLC) were studied. The main purpose was determining time stability of
such systems as potential functional materials. The main factor affecting
time stability is formation of CNT aggregates after ultrasonication.

Three main parameters were checked as characteristics in monitoring of
the aggregate formation: (1) jump in optical transmission at the temperature
of transition to the isotropic phase, (2) decrease in electrical conductivity
with time, (3) conductivity changes under dc voltage in the geometry of
Freedericksz transition.

Dispersions of CNT in nematic 5SCB were taken as reference samples. It
was found that addition of chiral components to the nematic matrix led, in all
cases, to changes in the time dependences of the measured parameters due to
changes in the aggregate formation kinetics.

Thus, the characteristic optical jump at the isotropic transition, which
became noticeably smaller after 6 hours for 0.1% CNT in 5CB, remained al-
most unchanged after 24 and 72 hours when 5% of a mixture of cholesterol
esters was added to the initial S5CB. Relative electric conductivity of
5CB+0.1% CNT dispersion decreased by 2 times after 5 hours, while similar
dispersions in 5CB doped with 5% R-811, 5% of mixture of cholesterol de-
rivatives (80% cholesteryl oleyl carbonate + 20% cholesteryl chloride —
COC/CC), 30% of COC/CC and pure COC/CC after 25 hours showed de-
creases by 40%, 20% and <5%, respectively. Also, introduction of 5% COC/
CC noticeably stabilized in time the Freederickcz transition parameters.

The results obtained are discussed in terms of interaction features be-
tween CNT and mesogenic molecules. It is argued that cholesterol esters,
especially long-chained COC, can be considered as analogs of ‘tailored com-

pounds” used in [1,2] for stabilization of nematic CNT dispersions.

[1]. M.Kuhnast, C.Tschierske, J.Lagerwall. Chem. Commun., 46, 6989 (2010).

[2]. S.Schymura, M.Kuhnast, V.Lutz, S Jagiella, U.Detlaff-Weglikowska, S.Roth, F.Gies-
selmann, C.Tschierske, G.Scalia, J.Lagerwall. Advanced Functional Materials, 20, 3350 (2010).
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Among topics for polymer materials the development of light-controlled
high-sensitivity polymeric systems is a very important problem nowadays.
Control of optical properties of polymeric materials after their light exposure
has significant advantages over electrical and magnetic fields action. In ap-
plications it is more convenient for the use in recording-reading machines,
for easier polymer processing and thin polymer films preparation [1,2].

We obtain light-sensitive polymers based on polymethacrylic acid, con-
taining azofragments and carboxylic functional side-chain groups. By meth-
ods of polymer-analogous transformations, particularly by condensation of
its carboxylic groups with hydroxyazobenzenes, polymethacrylic acid, where
part of the carboxylic functional groups were transformed into photochromic
moieties, such polymers were synthesized.

O
O

CH,
Ll In

[
H3C—%—COOH

CH2 R= CH3, OCH_?,, Br
m

All obtained polymer films are found can be orientated under polarized
light and than orientate liquid crystals , covered with them, as it”’s seen on

photoes.
[1]. Natansohn A., Rochon P. Chem. Rev. 2002, 102, Nel1, 4139-4145.
[2]. Burland D., Miller R., Waish C. Chem. Rev. 1994. 94, Nel, 31-40.
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NEW CHOLESTERIC LC MIXTURES FOR BISTABLE
REFLECTIVE DISPLAYS
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Bistable cholesteric liquid crystal (LC) display technology has growth
potential since such displays do not need a backlight, possess memory prop-
erty and can be flexible [1, 2]. For these purely reflective displays of next
generation the cholesteric material consisting of a nematic LC and a chiral
dopant must have a complex of characteristics that makes it a sophisticated
system.

In present work we discuss the results concerning cholesteric LC mix-
tures on the base of several commercial nematic LCs possessing low thresh-
old voltages and including low concentration of new chiral dopants (5-7 wt.
%) of steroid type. The influence of molecular structure of chiral dopants on
helical twisting power in LC mixtures, photostability, solubility and depend-

ence of desired reflective wavelength on temperature is investigated.

[1]. E. Montbach, D. J. Davis, A. Khan, T. Schneider, D. Marhefka, O. Pishnyak,
T. Ernst, N. Miller, and J. W. Doane // Proc. of SPIE Vol. 7232, 723203, 2009.

[2]. T. Schneider, D. J. Davis, S. Franklin, N. Venkataraman, D. McDaniel,
F. Nicholson, E. Montbach, A. Khan, and J. W. Doane // Proc. of SPIE Vol. 6487, 64870J,
2007.
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NANOSCALE APATITE BIOMATERIALS FOR
OSTEOINTEGRATION
I.G. Kalinichenko®, S.N. Danilchenko

"nstitute of Applied Physics, Petropavlovskaya, 58, Sumy, Ukraine
*Corresponding author: t_kalinichenko@yahoo.com

Nanoscale crystalline particles of biogenic apatite bone have a complex
ultrastructural organization, which is caused by their functional purposes. Re-
construction of such structure in artificial materials for osteoplastics is impos-
sible. These circumstances are stimulated the study of natural bone apatite as
a source of biological material.

To prevent an immune response the organic component of donor bone
tissue can be removed by pyrolysis, chemical treatment or a combination
thereof. At the same time until the last minute the problem of optimization
treatment procedures for maximum removal of organics with minimal chang-
es of biomineral remains. Nanocrystalline bioapatite with preserved natural
properties can be a base material for the development of artificial mineral
organic composites for osteointegration with severe osteoconductive and os-
teoinductive properties.

This work was carried out to detailed study of the effect of heat treatment
on the microstructure (the crystallite size and lattice microstrain), ultrastruc-
ture (habitus, orientation, impurities), and the natural bone architecture (oste-
on-lamellar structure). As a result, new technology for the production of na-
nostructured materials based on natural bioapatite has been developed.

Samples of bone tissue, obtained during development technology, were
characterized using physical complementary approaches that were available
by combining the following methods: X-ray diffraction, scanning electron
microscopy with X-ray microanalysis, X-ray photoelectron spectroscopy and
differential dissolution.

The need for development of this technology is caused by a significant
number of patients with cancer and degenerative bone diseases, for which use
artificial bone substitutes.
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TIME-RESOLVED OPTICAL SPECTROSCOPY OF
ATOMICALLY PRECISE CdSe NANOSTRUCTURES

A. Dmytruk!”, I. Dmitruk’?, A. Kasuya®, G. Klimusheva', A. Lyashchova’,
T. Mirnaya’, Y. Shynkarenko!, V. Kadan', P. Korenyuk!, 1. Blonskii!

nstitute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
2Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
3Institute for Interdisciplinary Research, Tohoku University,
Aramaki-Aza Aoba 6-3, Sendai 980-8578, Japan
4V. I. Vernadskii Institute of General and Inorganic Chemistry, National Academy of
Sciences of Ukraine, Prosp. Palladina, 32/34, Kyiv 03680, Ukraine
*Corresponding authors: admytruk@gmail.com, igor_dmitruk@univ.kiev.ua

Significant progress in synthesis of CdSe nanostructures with the atomic
precision, namely, magic clusters of exact number of constituting atoms [1]
and nanoplatelets of definite number of atomic layers [2], allows fine details
of optical properties of the nanostructures to be measured on an ensemble of
them, while such studies were possible only for single particles yet.

The samples, aqueous colloidal solutions of magic clusters of (CdSe),, .,
stabilized by cysteine, and powders of cadmium octanoate with enclosed na-
noplatelets of 5 or 6 CdSe monolayers, have been prepared according to [3]
and [4], respectively.

Photoluminescence measurements in 500fs — 500ns time domain and
pump-probe absorption studies with subpicosecond resolution, performed at
Femtosecond Laser Center for collective use of equipment of NAS of Ukraine
[5], allowed us to investigate kinetics of excitons in 0D and 2D CdSe sys-
tems, and to observe manifestation of nonlinear optical phenomena in the
systems.

Obtained results will be useful for deeper understanding of structure and

properties of CdSe nanoobjects, thus opening new applications.
[1]. A.Kasuya et al. Nature Materials 3, 99 (2004).
[2]. S. Ithurria et al. Nature Materials 10, 936 (2011).
[3]. Y.-S.Park et al. J. Phys. Chem. C 114, 18834 (2010).
[4]. CdC, preparation receipt (to be published).
[5]. http://www.iop.kiev.ua/~fsc2005/index-E.htm
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RAMAN SPECTRA OF GRAPHENE-LIKE NANOPARTICLES
OF TRANSITION METAL DISULFIDES

A.P_Naumenko”, L.M. Kulikov’, N.B. Kenig’

'Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
’Frantsevich Institute for Problems of Materials Science,
Krzhizhanovsky Str., 3, 03680, Ukraine, Kyiv-142
“Corresponding author: a_naumenko@univ.kiev.ua

Two-dimensional (2D) nanomaterials have received much attention in
recent years due to their unusual properties associated with their ultra-thin
thickness and 2D morphology. Recent research on graphene has created in-
terest in preparing and characterizing graphene analogues of layered inor-
ganic materials for their applications in nanoelectronics, optoelectronics, en-
ergy storage etc

Here we report the successful results obtained in the case of MoSe, and
WSe,. Graphene-like nanoparticles were obtained with the use of laboratory
nanotechno-logy using chemical vapor deposition (CVD). This technology
allows to fabricate homogeneous graphene-like-2H-TMS, in sufficient
quantities with extremely small average size of anisotropic nanoparticles (~1
nm to [013] crystallographic direction).

The spectra were detected by an automated double spectrometer DFS-24
(LOMO, Russia), equipped with a cooled photo multiplier and registration
system working in a photon counting mode. Spectra were excited using Ar"
laser with the wavelength of 514.5, 488 and 476.5 nm and power of ~50mW.

Raman spectra of graphene-like
nanoparticles of 2H-WS, and 2H-
MoS, as well as micron powder of
natural 2H-MoS, for comparison
have been investigated. We studied
the intensities and shifts of Raman
peaks as a function of the number of
L % ; layers (2—8) and laser excitation.

e Rfﬂ:an S:::’ cm,fé“ w0 Aknowledgements
‘ We thank L.G.Akselrud from
Ivan Franko National University of Lviv for X-Ray spectroscopy investiga-
tion of the samples.
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DISTRIBUTED FEEDBACK LASER BASED ON DYE-
DOPED VOLUME BRAGG GRATING HOLOGRAPHICALLY
INDUCED IN PHOTOCURABLE NANOCOMPOSITE

T.N. Smirnova'™, O.V. Sakhno’, V.M. Fitio’

nstitute of Physics NAS of Ukraine, 46, Nauki Prosp., 03068 Kiev, Ukraine
2Fraunhofer Institute for Applied Polymer Research IAP,
Geiselbergstr. 69, 14476, Potsdam, Germany
Lviv Polytechnic National University, 12 Bandera Str., 79013 Lviv, Ukraine
*Corresponding author: smirnova@jiop.kiev.ua

Recent development of new organic and composite materials and low-
cost methods for fabrication of periodic micro- and nanostructures resulted in
cost-efficient, maintenance-free tunable microlasers based on permanent dis-
tributed feedback which can be integrated onto optical and fluidic microchips
usable for medical and biosensing.

Polymer DFB laser under study is a planar waveguide containing a volume
grating doped with a laser dye. In this work we experimentally investigated the
influence of the waveguide and grating parameters on spectral and energy char-
acteristics of this kind of DFB laser in order to improve lasing parameters.

The gratings were formed by holographic structuring of the photopoly-
merizable nanocomposite containing the LaPO, nanoparticles (NP) and acti-
vated with a Pyromethene 567 laser dye. The grating periods were matched
to second-order operation. The active gratings were pumped with a frequen-
cy-doubled Nd:YAG laser which emits 500 ps long pulses at a wavelength of
532 nm. Spectral and polarization properties, input—output characteristics of
the laser were investigated by varying the material composition and the pat-
terning parameters. By optimizing the material and the feedback structure, a
narrow line-width oscillation with the threshold pump energy of 0.2 pJ/pulse
was achieved for the second Bragg order lasing. The wide-band tuning of the
DFB laser output from 568 to 625 nm has been demonstrated due to the vari-
ation of the grating period.

The lasing emission spreads from an active layer into the substrate and
goes out from the substrate edge. The spatial intensity distribution in the out-
put beam has an almost Gaussian profile and the beam divergence was found
to be ~ 5 mrad. The emission out-coupling provides by second order Bragg
diffraction of the waveguide mode by the grating.

This work was supported by the grant of the National Target Scientific
and Engineering Program “Nanotechnologies and Nanomaterials” (Project
1.1.4.13/13).
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PRO-OXIDANT AND ANTIRADICAL PROPERTIES OF
RARE-EARTH BASED NANOPARTICLES EVALUATED BY
CHEMILUMINOMETRY

KA. Averchenko®, N.S. Kavok, V.K. Klochkov, O.S. Sedyh, M. Yu. Malyukina

Institute for Scintillation Materials National Academy of Sciences of Ukraine,
60 Lenin Ave., Kharkiv, 61001, Ukraine
"Corresponding author: averchenko@isma.kharkov.ua

Recently, successful biomedical applications of RE-based nanoparticles
(NPs) have been demonstrated. Bright luminescence, low toxicity and facili-
tated functionalization enable their use as imagine agents and nanocarriers.
CeO, and other NPs are potent, and probably regenerative, free radical scav-
engers in vitro and in vivo. For example, CeO, NPs either can demonstrate
UV and radiation-shielding properties [1, 2] or can induce oxidative stress
[3]. Beside of reversible oxidoreduction processes RE ions can be exploited
for oxidant detection [4].

Reaction activity of NPs depends on their size, shape, chemistry, syn-
thetic procedure, etc. The surface of NPs has a major contribution in their
high reactivity. Modification of NPs surface by dyes (which enhance induced
photodynamic effects of NPs), or thiols (antioxidant protectors) can com-
pletely change the properties and biological effects of NPs.

RE-based NPs with different form-factor and size were used: spherical
- GdYVO,:Eu** (1-2nm), CeO, (1-2nm and 8-10nm), spindle - GdVO,:Eu**
(25 x 8nm), rod-like - LaVO,:Eu’ (57 x 6-8nm). NPs and their complexes
with methylene blue organic dye or glutathione (GSH) adsorbed on their sur-
face were investigated by luminol-dependent chemiluminescence (ChL) in
model system of Fenton stimulated reaction and in liver homogenates. UV-
induced effects on NP and their complexes also were investigated.

Unmodified spherical GdYVO,:Eu* NPs in contrast to the model system
have demonstrated prooxidant properties (increase of the light sum and first
maximum of ChL) in homogenate. The modification of these NPs with meth-
ylene blue enhances UV irradiation effect. Spindle, rod-like and CeO, NPs
and nanocomplexes with methylene blue have no effect on ChL intensity in-
dependently on UV influence. NPs modificated with GSH led to significant
decrease of ChL intensity.

Effects of NPs observed in the present study may be ascribed not only to
NPs structure but also to processes on the surface of the NP. GSH — depend-
ent mechanisms of NPs influence are discussed.
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[1]. Zholobak N.M., Ivanov V.K., Shcherbakov A.B., Shaporev A.S., Polezhaeva
0.S., Baranchikov A.Y., Spivak N.Y., Tretyakov Y.D. // J Photochem Photobiol B., 2011,
102 (1): 32-8.

[2]. ColonlJ., Hsieh N., Ferguson A., Kupelian P., Seal S., Jenkins D.W., Baker C.H.
// Nanomedicine, 2010, 6 (5): 698-705.

[3]. Eom H.J., Choi J. // Toxicol Lett., 2009, 187(2): 77-83.

[4]. Bouzigues C., Gacoin T., Alexandrou A. // ACS Nano, 2011, 5 (11): 8488-8505.
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TEMPERATURE DEPENDENCE OF THE SURFACE
PLASMON RESONANCE IN GOLD NANOPARTICLES

O.A. Yeshchenko', LS. Bondarchuk'™, V.S. Gurin®, . M. Dmitruk’, A.V. Kotko®
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31.M. Frantsevich Institute for Problems of Materials Science,
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“Corresponding author: illya.posv.b@gmail.com

The temperature dependences of energy and width of the surface plas-
mon resonance were studied for gold nanoparticles with sizes 20 — 55 nm in
silica host matrix in the temperature range 17 — 915 °C. The increase of tem-
perature leads to appreciable red shift and broadening of the surface plasmon
resonance [1] in Au nanoparticles. The obtained dependences were analyzed
within the framework of theoretical model considering the thermal expansion
of the nanoparticle, the electron-phonon scattering in the nanoparticle and the
temperature dependence of dielectric permittivity of the host matrix. The
thermal expansion was shown to be the main mechanism responsible for the
temperature induced red shift of the surface plasmon resonance in gold nano-
particles. The thermal volume expansion coefficient for Au nanoparticles was
found to be size-independent in the studied size range. Meanwhile, the in-
crease of electron-phonon scattering rate with increasing temperature was
shown to be the dominant mechanism of the surface plasmon resonance

broadening in the gold nanoparticles.
[1]. O.A. Yeshchenko, I. M. Dmitruk, A. A. Alexeenko, A. V. Kotko, J. Verdal, A. O.
Pinchuk, Plasmonics (2012) DOI: 10.1007/s11468-012-9359-z.
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CORRELATION BETWEEN MORPHOLOGY, CRYSTAL
STRUCTURE AND LUMINESCENCE PROPERTIES OF
ULTRADISPERSED La, RE VO, POWDERS

O.V. Chukova'®, S.G. Nedilko!, V.P. Scherbatsky', S.A. Nedilko,
T A. Voitenko', S.V. Virko’

'Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
2 Institute of Semiconductor Physics, NAS of Ukraine,
45, Nauki Ave, 03680 Kyiv, Ukraine Kyiv, Ukraine
*Corresponding author: chukova@univ.kiev.ua

Spectroscopic investigation of light emitting materials based on rare
earth orthovanadates is an important research task due to a wide application
of such materials for various science and technology purposes. Improvement
of their characteristics requires study of related properties of various states of
these compounds. Synthesized series of the La, RE VO, powders were ob-
tained by solid state, co-precipitation and sol gel methods. Phase composi-
tions and crystal lattice parameters were determined by XRD. The LaVO,
samples possess monoclinic structure, whereas the La, RE VO, composi-
tions transform in tetragonal structure at x > 0.1. The microstructure of the
obtained compounds was studied with SEM. Emission spectra of the investi-
gated samples consist of wide non-structural bands of the matrix emission
and narrow spectral lines caused by inner f-f electron transitions in the impu-
rity ions for the pure and RE-doped compounds, respectively. Characteristics
of the both types of emission depend on method of synthesis, viz. on sizes of
the powder grains. The obtained dependencies are discussed using proposed
models for matrix emission and structure of the nearest surrounding of the
RE?*" centers.

Luminescence properties were investigated using excitation with syn-
chrotron radiation at SUPERLUMI station at HASYLAB, DESY, Hamburg,
(Project # 1-20110592). Some data were obtained using the equipment for
spectral-luminescent investigations at R&D Laboratory “Spectroscopy of
Condensed State of Matter” of Physics Faculty, Taras Shevchenko National
University. The investigation was supported by DFFD of Ukraine (Project #
F54/040).
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RAMAN SPECTRA OF MULTIWALL CARBON NANOTUBES
MODIFIED WITH CexOy
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Multi-walled carbon nanotubes (MWCNT) modified by CeXOy (units %)
is supposed to be used as catalysts for chemical reactions. That is why we have
created and studied this system for conversion of primary alcohol in ketone.
Raman spectra (RS) have been registered with Renishaw inVia Raman Micro-
scope in the 100-3200 cm™!' region with laser’s wavelength of 632 nm and vi-
sualized with electronic transmittance microscopy (FEI Tecnai G* 20 X-
TWIN). RS and microscopy certified that nanoparticles of Ce O, localized on
the surface of MWCNT and distributed non-homogenously. We have regis-
tered mode of CeO, near 459 nm (See fig) in this system with the same inten-
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sity as G-mode of MWCNT as
well with negligible intensity.
According to RS data we esti-
mated the size of CeXOy particles
in the region of 10-30 nm.

Chemical test showed that
our system is effective in cataly-
sis of conversion of primary al-
cohol in ketone that occur ac-
cording the dehydrogenization
mechanism.

Acknowledgment: we thank for financial assistance Ukrainian-Polish
Joint Research Project (2012-2014), PIRSES-2012-318617 FAEMCAR.
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FORMATION AND LUMINESCENCE PROPERTIES OF A?B¢
NANOCRYSTALS IN PORES OF SiO2 MATRIX
N.V. Kononets®, V.V. Seminko, A. V. Aslanov, A. A. Masalov, Yu.V. Malyukin
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In this work the luminescence properties of AB® nanocrystals incorpo-
rated in pores of SiO, matrices have been investigated. ZnSe nanocrystals
were obtained by two different methods: by selenation of SiO,:ZnCl, matri-
ces and by chemical vapor deposition (CVD). The spectra of ZnSe nanocrys-
tals in silica pores besides 500 nm band typical for CVD crystal contains
broad structureless band in region of 550-700 nm.

All investigations have been performed at 77 K and 300 K. Whereas,
intensity of 500 nm luminescence band in CVD crystal strongly depends on
temperature and it does not appear at 300 K, any sufficient temperature de-
pendence of SiO,:ZnSe luminescence is not observed. Appearance of red
band at 550-700 nm and absence of temperature quenching indicates strongly
coupled localized states formation in SiO,:ZnSe matrices. These localized

states can be ascribed to the SiO,-ZnSe surface layer [1].
[1]. G.V. Colibaba, D.D.Nedeoglo Physica B 404 (2009) 184—189
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THE INTERCONNECTION OF PREMELTING

PHENOMENON AND NONLINEAR-QUANTUM
MECHANISMS OF CANCER DISEASES EVOLUTION
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The phenomenon of premelting is known since the times of Faraday,
however, nonlinear-quantum and vibrational-electron nature of this phenom-
enon has been established only in our times [1]. This makes it possible to
investigate deep inter-relation between the elasto-viscous properties of ice
[1], discrete properties of water nano-films stability at the surface of the ice
[2], wide temperature range of water nano-layers and amorphous media melt-
ing [3] and the mechanism of evolution of diseases including cancer ones.

Temperature dependencies of the real G (T) and imaginary G,(T) com-
ponents of the shift modulus of polycrystalline ice are shown at fig.a. One can
observe a series of leaps of G (T), where the elasticity of ice decreases sud-
denly, as well as a series of maxima of G,(T) at temperatures T= -4, -7, -11,
-19 and -30°C, where the viscosity increases.The temperatures of maxima
T . coincide with temperature ranges of stability Ts of thicknesses of quasi-
liquid films L(T) [2] (inset of fig.a).

It is substantial that the values of T and Ts agree also with the tem-
peratures of maxima of differential scannlng calorimetry (DSC) T, . ob-
served during the melting of nanolayers of ice with thickness of d~0,6+5 nm
in lamellar mesophase (see fig.b). Depending on vibrational-electron interac-
tion (VEI) different scenarios of nanowater and polyethylene (inset) melting
exist, which is illustrated with cur-ves A and B on fig.b. This facts can be
supported with the results of DSC taken du-ring cancer [4], which are dem-
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onstrated on fig.c. On the figure we show endoterms of DSC taken during

endometrial cancer (1), lung cancer (2) and lyme disease (3).
[1]. M.E. Kornienko, N.L.Sheiko et al, Ukr.J.Phys, 2013, v.58, Ne2, pp.151-162.
[2]. S.Ch. Engemann, Dissert.“Premelting at the ice—SiO2, Stuttgart, 2005, 179 p.
[3]. E. Prouzet, J.-B. Brubach, et al, J.Phys.Chem.B,-2010.-v.114, P. 8081-8088.
[4]. N.C. Garbett, C.S. Mekmaysy, C.W. Helm, A.B. Jenson, J.B. Chaires, Experi-
mental and Molecular Pathology, 2009, 86, pp.186—191.
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EFFECT OF OXYGEN NONSTOICHIOMETRY ON THE
LUMINESCENCE PROPERTIES OF NANOCRYSTALLINE
CERIUM OXIDE

PO. Maksimchuk®, A.A. Masalov, L1 Bespalova, O.G. Viagin, V.V. Seminko,
N.V. Kononets, A.V. Aslanov, Yu.V. Malyukin
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Cerium oxide has found application in different technology fields. Ceri-
um oxide is widely used in protective UV absorbing coatings, as the main
component of the polishing compounds, in electrochromic coatings, etc. An-
tioxidative properties of CeO, nanocrystals allow to use this material in the
wide range of biomedical applications [1, 2].

Cerium can exhibit both the +3 and +4 oxidation states, and nonstoichio-
metric oxides can be formed. Nonstoichiometric oxides (CeO, ) are charac-
terized by disordered arrangement of oxygen vacancies. Oxygen nonstoichi-
ometry defines basic biomedical properties of cerium oxide - the ability to
participate in redox processes taking place in the organism [3]. Literature
data on the structure and properties of nanosized CeO,_ often contradict each
other. Moreover, most of the properties of nanocrystalline CeO,  remain al-
most unexplored.

CeO, nanocrystals with different degrees of oxygen nonstoichiometry
have been investigated by means of luminescence spectroscopy techniques.
It was shown that luminescence of CeO, is determined by two optical centers
of different nature: the first one - Ce*'-O* complex and the second one - Ce**
ions. Luminescent characteristics of optical centers in nonstoichiometric
CeO,_ nanocrystals have been investigated. Investigation of splitting of Ce**
4f-5d luminescence excitation band has shown that reduction of Ce*" oc-
curred mainly by the mechanism of oxygen vacancy formation on the near-
est-neighbour position to the cerium ion.

Variation of the Ce*"/Ce*" ratio in CeO, allows to control the oxygen
nonstoichiometry by luminescence properties of this material. Size depend-

ence of oxygen nonstoichiometry for CeO, nanocrystalls was shown.
[1]. B. Rzigalinski, Tech. Canc. Resea. & Treatm, 4, 651 (2005).
[2]. D. Bailey, L. Chow, S. Merchant et al., Nat. Biotechnol, 14, 112 (2003).
[3]. R. W. Tarnuzzer, Nano Letters, 5, 2573 (2005).
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FLUORESCENT LABELING OF NANO-SCALE CARRIERS:
VISUALIZATION OF NANOCARRIERS - MEMBRANE
INTERACTION IN MODEL SYSTEMS AND LIVING CELLS

T N. Tkacheva®, S.L. Yefimova, V.K. Klochkov, A.V. Sorokin, Yu.V. Malyukin

Institute for Scintillation Materials National Academy of Sciences of Ukraine,
60 Lenin Ave., Kharkiv, 61001, Ukraine
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In the current studies, a large variety of nanomaterials, such as lipo-
somes, polymeric micelles, quantum dots, magnetic nanoparticles, com-
pounds activated by rare earth elements, fluorophore-tagged latex/silica na-
noparticles, fluorophore—labeled polymeric nanospheres etc. are used as fluo-
rescent probes and labels. Strong interest in such objects is dictated also by
the fact that nanoparticles have the potential to revolutionize the diagnosis
and treatment of many diseases, for example cancer and infectious diseases.
Liposomes and the nanoparticles with sizes ranging from a few tens to hun-
dreds of nanometers are used for targeted delivery of active substances. Med-
icines can be incapsulated in the lipid bilayers of the liposomes or adsorbed
on the nanoparticle’s surface.

The target delivery of active substances is carried out by the mechanism
of passive or active transport. For example, nanoparticles with sizes less than
300 nm accumulate in tumor tissues with a developed circulatory system due
to the enhanced permeability and the retention effect [1].

In the present study, fluorescence labeling was based on the phenomenon
of fluorescence resonance energy transfer (FRET) between several dyes en-
capsulated in nano-scale volume. Inorganic anionic nanoparticles
(nGdYVO4:Eu*, d=2 nm, CeO,, d = 2nm) and phosphatidylcholine liposo-
mal vesicles have been used as nanocarriers. Organic cationic dyes from car-
bocyanine family (DiOC,, DilC,, DiDC ;) have been used as a model sys-
tem of the active substance. The dynamics of dyes release as the result of
nanocarriers interaction with the model of cell membranes and rat hepato-
cytes was analyzed based on FRET signal redistribution in time. The signifi-
cant differences in the dyes release dynamics has been revealed depending on
the nanocarrier type. The way to control of the active compound release is

proposed.
[1]. J.H. Grossman and S. E. McNeil. Physics Today, 65, 38 (2012).
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TEMPERATURE DEPENDENT SURFACE PLASMON
ENHANCED PHOTOLUMINESCENCE FROM SILVER
NANOPARTICLES

O.A. Yeshchenko', I.S. Bondarchuk!, M.Yu. Losytskyy', A.A. Alexeenko?
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The temperature dependence of the photoluminescence (PL) from spher-
ical silver nanoparticles having the size in the range 8 — 30 nm embedded in
a silica host medium was studied experimentally in the temperature interval
78 — 298 K. The PL spectra of Ag nanoparticles having two-band structure
were rationalized as the result of radiative interband transitions enhanced by
the coupling of exciting and emitted photons to surface plasmon resonance
excited in the nanoparticles. The quantum yield of PL from silver nanoparti-
cles was found to increase when the temperature decreased. Such tempera-
ture dependence was explained as the result of increase of the plasmonic en-
hancement factor with decreasing temperature occurring due to decrease of
electron-phonon scattering rate. The theoretical calculations of the tempera-
ture behaviour of PL spectra from silver nanoparticles agree well with the
results of experimental observations proving the above assumption. We ob-
served that temperature dependences of PL quantum yield are stronger for
small nanoparticles. This effect was shown to be caused by the dependence of
the strength of electron-phonon coupling in the silver nanoparticles on their
size. The strength of electron-phonon coupling increases in 2.3 times when
the nanoparticle size decreases from 30 to 8 nm.
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RAMAN SPECTRA OF THE PARATELLURITE
CRYSTALLIZED IN NANOSCALE SYNTHETIC OPAL PORES

AV Yevchik®, V.N. Moiseyenko, M.P. Dergachov
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The synthesis of predisposed to polymorphism active dielectrics in re-
stricted nanoscale space attracts considerable attention due to possibility of
obtaining the existing polymorphous modifications and study their physical
properties.

The objective of this work is to research the vibrational and structural
properties of TeO, crystals grown in nanoscale synthetic opal pores with us-
ing Raman spectroscopy technique.

Filling of the synthetic opal pores with the average linear size of 70 nm
was carried out by melting-in of a-TeO, fine-dispersed polycrystalline pow-
der.

Raman spectra of prepared samples and fine-dispersive powder were
measured on a laser spectrometer on basis of DFS-12 with use DPSS laser
(A =532 nm, power of 120mW). Registration of the useful signal was carried
out in the [111] direction.

The studying of Raman spectra of prepared samples has allowed to es-
tablish that substance inside opal pores is in the crystalline state and the struc-
ture is very sensitive to crystallization regime. Furthermore, the obtained Ra-
man spectra were compared with the a-TeO, polycrystalline powder spectra
and single crystal spectra in different polarization geometries for the making
of a comparative analysis. Due to performed analysis a new line 430 cm™ and
significant gain of line 685 cm™' was found in Raman spectra of samples. Tak-
ing into account the results in [1] was made the conclusion that these changes
are caused by manifestation of the tellurium dioxide metastable form (y-TeO,)
not existing under ambient conditions. As well, the overall enhancement of
the Raman spectra, explained by an increase of the light interaction time with
substance in the opal template pores was observed.

This work was financially supported by SFFR of Ukraine — RFFR of
Russia project “Creation and investigation of active matrix nanocomposites

on the base of photonic glasses and crystals for solar cells”.
[1]. Champarnaud — Mesjard J, Blanchandin S, Thomas P, Mirgorodsky A, Merle —
Mejean T, Frit B, J. Phys. and Chem. of Solids, 61, 1499 — 1507, 2000.

184



P-1 NANOOBJECTS

MICRO-RAMAN, REFLECTION AND ATR STUDY OF
METAL-SEMICONDUCTOR NANOCOMPOSITES BASED
ON POROUS III-V SEMICONDUCTORS
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New material - metal-semiconductor nanocomposite based on well-or-
dered InP porous layers have been investigated. Different photo-physical phe-
nomena can be enhanced in such media due to excitation of the local (surface)
modes in the metal inclusion and further energy transfer to the environment.
This fact makes the material promising for photonics, sensorics or as substrates
for Raman scattering measurements. Porosity has
been electro-chemically created. Metal inclusions
have been incorporated into the pores by the two
methods: with use of previously synthesized parti-
g cles or from an aqueous solution of the Au salt in
P EERSS an clectrochemical cell. Diameter of pores was in

Fig.1. SEM image of the cross ) range 50 - 200 nm and metal particle size was
section of nanocomposites

layer: porous InP with spherical in 10-40 nm range. Optical properties were stud-
gold nanoparticles in the pores. ied by micro-Raman mapping (using NTEGRA
Spectra system in an upright configuration), specular reflection and ATR (spec-
tral complex KSDI-82) in the phonon range of

the semiconductor, i.e. in far-IR spectral re- 10 bulk
---- porous

porous with Au

gion. As found, phonon band intensities are
significantly increased in the porous region.
The homogeneity of the porous layers pre-
pared has been reliably proved by the Raman
micro-spectroscopic mapping of their fresh
cleavages. Incorporation of gold nanoparti- o

. .. Raman shift, cm
cles into InP layer pores leads to an significant gjg 2 Raman scattering spectra of
enhancement of the Raman signal from TO the InP samples.
and LO modes, especially in the two-phonon band region, also surface phonon
polariton mode arise.

Intensity, a.u.
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THE KINETICS OF GAS SORPTION BY BUNDLES OF
SINGLE-WALLED CARBON NANOTUBES. QUANTUM
EFFECTS

R.M. Basnukaeva®, A.V. Dolbin, V.B. Esel son, V.G. Gavrilko,
V.G. Manzhelii, N.A. Vinnikov, B.A. Danilchenko, I.Yu. Uvarova

'B. Verkin Institute for Low Temperature Physics and Engineering of the NASU,
47 Lenin Ave., 61103 Kharkiv, Ukraine
YInstitute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
*Corresponding author: basnukaeva@ilt.kharkov.ua

The low temperature kinetics of sorption of * He, *He, H,, D_, Ne and N,
gases by bundles of single-walled carbon nanotubes with closed ends (c-
SWNT) and the subsequent desorption of these gases from the c¢c-SWNT
bundles has been investigated. The characteristic times of the sorption-des-
orption processes coincide within the experimental error. The prior annealing
of the SWNT samples at T=500 C reduced significantly the characteristic
times and changed their temperature dependences. The effect of annealing
decreased at the molecular weight of the dissolved gas was increasing. Below
16 K the times of *He, ‘He, H,, D, sorption were only slightly dependent on
temperature, which suggests a tunnel character of the sorption of these impu-
rities by c-SWNT bundles. The influence of irradiation of c-SWNT bundles
with y-quanta upon H, sorption [1] is qualitatively similar to annealing effect.
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Fig. The temperature dependences of the characteristic times of gas sorption (a) by the
starting SWNT sample without a preliminary thermal treatment, (b) by a SWNT sample
after heating in vacuum to 500 C (asterisks - *He, empty triangles — “He, empty squares —

H,, empty circles — D,, solid circles — Ne, solid triangles — N, ). Solid squares (b) show
the characteristic times of H, sorption by a SWNT sample irradiated with y-quanta in the

hydrogen atmosphere.
[1]. A.V.Dolbin, V. B. Esel’son, V. G. Gavrilko, V. G. Manzhelii, N. A. Vinnikov, S. N.
Popov, B. A. Danilchenko, and N. A. Tripachko, Fiz. Nizk. Temp. 39 (2013) (to be published).
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TEMPERATURE DEPENDENCE OF THE SURFACE
PLASMON RESONANCE IN SILVER NANOPARTICLES

O.A. Yeshchenko', LS. Bondarchuk'™, V.S. Gurin®, . M. Dmitruk’, A.V. Kotko’
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Research Institute for Physical Chemical Problems, Belarusian State University,
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3 .M. Frantsevich Institute for Problems of Materials Science,
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The temperature dependences of energy and width of the surface plas-
mon resonance were studied for silver nanoparticles with sizes 24 — 60 nm in
silica host matrix in the temperature range 17 — 700°C. The increase of tem-
perature leads to appreciable red shift and broadening of the surface plasmon
resonance [1] in Ag nanoparticles. The obtained dependences were analyzed
within the framework of theoretical model considering the thermal expansion
of the nanoparticle, the electron-phonon scattering in the nanoparticle and the
temperature dependence of dielectric permittivity of the host matrix. The
thermal expansion was shown to be the main mechanism responsible for the
temperature induced red shift of the surface plasmon resonance in silver na-
noparticles. The thermal volume expansion coefficient for Ag nanoparticles
was found to be size-independent in the studied size range. Meanwhile, the
increase of electron-phonon scattering rate with increasing temperature was
shown to be the dominant mechanism of the surface plasmon resonance

broadening in the silver nanoparticles.
[1]. O.A. Yeshchenko, I. M. Dmitruk, A. A. Alexeenko, A. V. Kotko, J. Verdal, A. O.
Pinchuk, Plasmonics (2012) DOI: 10.1007/s11468-012-9359-z.
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ENHANCEMENT OF ELECTRON-HOLE GENERATION
RATE BY METAL NANOWIRE ENSEMBLE NEAR
SEMICONDUCTOR SUBSTRATE

N.L. Dmitruk'”, A.V. Korovin'

! Institute for Physics of Semiconductors, NAS of Ukraine,
41 Prospect Nauki, Kiev, Ukraine
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Enhancement of electromagnetic field intensity in thin semiconductor
films is very important for many applications in nanophotonics, optoelectron-
ics, sensorics and photovoltaics. The extraordinary light transmittance into
semiconductor base of nanophotonic or photoelectric devices due to light
trapping via excitation of surface plasmons in metal nanoparticles, nanowires
and surface plasmon polaritons in periodical array of these particles (wires)
on the front surface of semiconductor base is possible [1,2].

Thus, in this report the effective light trapping via presence of the 1D
periodic array of metal nanowires at various distance from semiconductor
substrate with planar surface was analyzed theoretically. Theoretical calcula-
tion of light transmittance/reflectance and generation rate of electron-hole
pairs due to excitation of surface plasmons and surface plasmon polaritons
has been fulfilled in the framework of curvilinear transformation method. All
spectral data for transmittance/reflectance and generation rate are non-mono-
tonic with peak-like shape. The position of peak is the same for all spectral
dependencies and is related to local plasmon excitations in nanowires. It was
found that the scattering of light by the 1D periodic array of gold nanowires
with cylindrical cross section leads: 1) to increasing of electron-hole genera-
tion rate in semiconductor base and ii) there is optimal distance for which this
enhancement is maximal. For example, for gold cylindrical nanowire ensem-
ble with diameter 100 nm and 760 nm period the optimal distance from GaAs

substrate is about 100 nm.

[1]. N. L. Dmitruk and A. V. Korovin. Semiconductor Science and Technology,
28(5):055013, 2013

[2]. N. L. Dmitruk, A. V. Korovin, and I. B. Mamontova. Semiconductor Science
and Technology, 24(12):125011, 2009.
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IR-SPECTROSCOPY INVESTIGATION OF Ni/NiO
NANOPOWDERS FORMATION DURING THERMAL
DECOMPOSITION OF NICKEL ACETATE AMINES

LO. Dulina”, A.V. Ragulya
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Krzhyzhanovsky Str. 3., Kyiv, Ukraine
*Corresponding author: i_risha@online.ua

Ni/NiO nanopowders with different particle size have been synthesized
using thermal decomposition of nickel acetate ammines in air at 400 °C for
10 to 180 min.

At the first stage of thermal decomposition of nickel ammine complexes
water solutions initial complex lost ammonia and water excess. This stage
accompanied with formation of coordinating bonds of nickel-ion with water
and acetate-ion.

The next decomposition led to following water loss and acetate-ion de-
composition to carbonate beginning. Attenuation of adsorbed water O-H va-
lent oscillation and acetate C-H bond valent oscillation was evidence of this
fact. Disappearance of acetate-ion and nickel Ni-O bond valent oscillation
authenticated that intermediate nickel complexes with acetate had low stabil-
ity. In addition, attenuation of N-H bond valent symmetric and valent asym-
metric oscillation occurred without attenuation of Ni-N valent oscillation and
NH, deformative oscillation. This authenticated that bound-free ammonia
lost without nickel ammonia water complex composition changing. After 20
min annealing scarcely full acetate decomposition was observed. Disappear-
ance of coordinated water HOH group deformative oscillation at 1620 — 1630
cm! evidenced of intermediate nickel ammonia water complex full dehydra-
tion to nickel ammonia hydroxide complex formation. In addition, Ni-O bond
valent oscillation of nickel oxide at 460 cm™! appeared in IR-spectra.

The next decomposition led to full nickel acetate ammines conversion
into Ni/NiO phases mixture but full ammonia removing from products didn’t
observed. Partial coordinated ammonia removing form system occurred
gradually in several stages. This process accompanied with nitrate-ion and
water formation on power surface. Nitrate-ion formation on power surface
authenticated ammonia oxidation by air oxygen or/and for account of nickel
oxide reduction to metal nickel. Nickel oxidation by air observed after an-
nealing during 1 hour.
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A ROLE OF POLYMER CHAIN RIGIDITY IN
THE FORMATION OF STABLE NANOTUBE-RNA
NANOHYBRIDS

G.O. Gladchenko®, M.V. Karachevtsev, V.S. Leontiev, V.A. Karachevtsev

B.I. Verkin Institute for Low Temperature Physics and Engineering, National
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Nanotechnologies employ the unique properties of nanoscale materials
for the development of modern sensing systems. Carbon nanotubes are suit-
able for this goal due to their extraordinary physical properties. Biopolymers
conjugated with SWNT facilitate their application in advanced technology.
Present-day efforts have focused on combining the two in order to incorpo-
rate useful properties of each into a single, multifunctional biopolymer-car-
bon nanotube hybrid.

We have studied the adsorption of two homopolynucleotides poly(rI)
and poly(rC) with different chain rigidities on SWCNT, employing UV VIS
absorption spectroscopy with analysis of absorption spectra of the hybrid
aqueous suspension at room and high temperatures, and MD simulations that
explore mechanisms of spontaneous oligomer adsorption on the nanotube
surface and energetic properties of SWCNT:r(C),, and SWCNT:x(I),;. We
showed that adsorption of the poor base stacked poly(r]) onto the nanotube in
aqueous suspension is less effective than that of the high base stacked
poly(rC) the chain of which is of higher rigidity. Heating of the
nanotube:polymer aqueous suspension to 90 °C, which leads to partial nano-
tube aggregation and precipitation because of weak bounded polymer sliding
from the tube surface, revealed that a part of aggregated nanotubes is about
2.3 larger for SWCNT:poly(r]) suspension than for SWCNT:poly(rC). This
fact indicates the higher stability of SWCNT:poly(rC) hybrid in comparison
with SWCNT:poly(r]). Less effective adsorption of poly(rl) is confirmed
with a weaker hypochromic effect of nanotubes covered with poly(rI) than
with poly(rC), which originates from n-n-stacking of nitrogen bases with the
nanotube surface.

MD modeling demonstrated that oligomer r(I),, has an essentially weak-
er energy of binding to the carbon nanotube surface than r(C),, (250 kecal/mol
vs. 325 kcal/mol). Difference in energies of binding to the tube surface is
explained with a smaller number of nitrogen bases of r(I),, n-stacked with the
tube surface than r(C),, (13 vs 19).
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NONLINEAR EFFECTS OF THE LATERAL
PHOTOCURRENT IN InGaAs/GaAs QUANTUM DOT
STRUCTURES
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In this paper we studied the spectra of the lateral photoconductivity
(LPC) and dependence of LPC on incident light excitation power density in
multilayer In  ,Ga, As/GaAs heterostructures with quantum dots (QDs) and
influence of the radiative recombination on the photosensitivity of the QD
arrays and defects. Explanation of the mechanisms of nonequilibrium pro-
cesses associated with the defect states and the photocurrent nonlinearities
will give more complete understanding of the optical properties of hetero-
structures and hence the possibility of a wider use of it.

Particular attention is paid to the impact of the processes of generation
and recombination at photosensitivity of the deep defects and QD arrays. It is
found a significant effect of radiative recombination on the shape of the LPC
spectra. Recombination leads to a nonlinearity of the dependence of photo-
current on excitation power density: when power density is “low”, and hence
number of excited electron-hole pairs is small, the process of radiative re-
combination of charge carriers in the QDs is prevail over their generation. It
helped open the question of why the ionization spectrum of defects, including
levels EL2 and EB3, has not typical for this kind of spectra a sharp decline in
excitation energy where absorb nanoscale In Ga,  As layers.

The nonlinear dependencies of the LPC on power density of incident
light excitation are study. For the component of the spectrum, which corre-
sponds to the photocurrent from the QD ground state (1.23 eV), the nonlinear
dependence of the LPC on excitation power density is explained as competi-
tion of processes of the generation and thermal activation on the one hand and
the radiative recombination on the other. Number of free charge carriers in
the conduction barrier layers is small in relation to the number of possible
centers of capture (quantum wells of QDs and defect traps) at low excitation
intensity, consequence the radiative and non-radiative recombination over-
whelm over generation, but further increasing of the excitation power density
caused the increasing of the density of free charge carrier and as a result the
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impact of recombination on photocurrent becomes less noticeable. The ob-
servation of nonlinear phenomena of photocurrent at 1.34 eV incident light
excitation is due to the presence of both local electric fields at the In Ga, As/
GaAs interface caused by structural non-uniformities and a traps below the
GaAs conductivity band edge.
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RAMAN AND ION BEAM MICROSCOPY IMAGING OF
NANOMATERIAL TRANSLOCATION IN THE BIOLOGICAL
ENVIRONMENT
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The degree and the mechanism of uptake, localization and distribution of
NPs in cells and organs are major issues concerning toxicity and risk assess-
ment of these novel products. Furthermore, the application of NPs as devices
for diagnostic and therapeutic purposes requires monitoring of their interac-
tion with cells. Label-free imaging techniques, which allow studying authen-
tic nanoparticles and nanomaterials within their biological environment, are
therefore required.

Confocal Raman Microspectroscopy (CRM) and Ion Beam Microscopy
(IBM) are especially suitable. They are label-free techniques capable of de-
tecting and characterizing nanomaterials within single cells. The uptake, in-
tracellular distribution and toxicity of metal oxide nanoparticles, surface
modified carbon nanotubes (CNTs) in hepatocarcinoma and lung cells (A549)
were studied employing these techniques. By means of IBM the intracellular
concentration and distribution of NPs can be established. This provides the
basis for intracellular dose dependent toxicity studies.

By means of Raman spectra deconvolution and subsequent cross-corre-
lation analysis the co-localization of NPs with different intracellular environ-
ments, such as lipid rich regions, cytoplasm and nucleus was quantified.
CRM, furthermore, was capable of detecting nanomaterial-induced changes
in the secondary nuclear protein structure and nucleobase content. These
changes can be used as an indicator of the toxic effect of NPs. This was con-
firmed with cell proliferation tests. Studies with NPs surface engineered with
lipids and polyelectrolytes showed that the nature of the surface of NPs is
crucial for uptake and toxicity.
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MANIFESTATION OF STRUCTURE OF ELECTRON BANDS
IN DOUBLE-RESONANT RAMAN SPECTRA OF ONE-
AND TWO-LAYER GRAPHENES, BULK GRAPHITE AND
SINGLE-WALLED CARBON NANOTUBES

V.V Strelchuk'", A.S. Nikolenko!, V.O. Gubanov’, M.M. Biliy?,
O.P. Dmytrenko?®, L.A. Bulavin®, M.P. Kulish’
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Resonance micro-Raman spectra of one- and two-layer graphenes, bulk
graphite crystals and mixture of single-walled carbon nanotubes (SWCNTs)
in the range of two-phonon 2D bands were in details experimentally investi-
gated. The fine structure of these 2D bands in the investigated carbon allo-
tropes is considered as been caused by the structure of their pi-electron zones.

The theory-group classification of involved in electron-phonon reso-
nances electron and phonon states is carried out according to projective irre-
ducible representations of wave vector groups. In particular, the vibration
states of bulk graphite in A-point of Brillouin zone and SWCNTs in boundary
A and A, points of one-dimensional Brillouin zone were shown to trans-
form according to one-valued representations of projective class K, and their
electron states — according to two-valued representations of projective class
K,. The compatibility relations characterizing the dispersion of vibrational
and electronic states for I'-A directions were constructed. The nature of the
doublet behavior of phonon 2D bands in graphite bulk crystals is related with
double electron-phonon resonance involving phonons participating in inter-
valley electron transitions and in SWCNTs — with phonons participating in
intravalley electron transitions. To confirm these mechanisms the forms of
vibrations for these specified phonons are also analyzed.
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LASER-INDUCED EXCITONIC LUMINESCENCE OF
NANOCRYSTALLINE TiO, POWDERS
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The optical absorption and photoluminescence of nanocrystalline anatase
and rutile TiO, are studied at room temperature. TiO, powders were synthe-
sized in the form of pure anatase or rutile. The samples are characterized by
X-ray diffraction, X-ray fluorescence, Raman spectroscopy, optical absorp-
tion and photoluminescence (PL) methods. The room-temperature PL spectra
are studied under the intensive UV (3.68 ¢V) N_-laser excitation. Some inter-
esting features in the PL spectra including the well-resolved peaks of exci-
tonic and band-to-band transitions in TiO, are observed for the first time. It is
shown that PL bands including peaks at 2.71-2.81 eV and their phonon repli-
cas in anatase and rutile TiO, arise from the excitonic e-4" recombination via
oxygen vacancies. The excitonic peak at 2.91 eV is attributed to the recombi-
nation of self-trapped excitons in anatase, or free excitons in rutile TiO,, re-
spectively. The PL peaks within 3.0-3.3 eV in anatase TiO, are ascribed to
indirect allowed transitions due to band-to-band e-/4* recombination. The
peaks at 3.03 eV and 3.26 eV are attributed to free exciton emission near the
fundamental band edge in rutile and anatase TiO,, respectively. The influence
of TiO, crystal structure and calcination temperature on the PL spectra is
discussed.

Financial support from the National Academy of Science of Ukraine un-
der the program “Nanophysics and Nanoelectronics” (project No. VC-157) is
gratefully acknowledged.
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RAMAN SPECTROSCOPY OF FULLERENE FILMS IN
THE TEMPERATURE RANGE 5 - 300 K: THE SPECTRA
PECULIARITIES NEAR THE STRUCTURAL PHASE
TRANSITION

A. V. Peschanskii®, A.Yu. Glamazda, V.I. Fomin, V.A. Karachevtsev

B.Verkin Institute for Low Temperature Physics and Engineering of the National
Academy of Sciences of Ukraine, 47 Lenin Ave., Kharkiv 61103, Ukraine
“Corresponding author: peschansky@ilt.kharkov.ua

Raman spectroscopy is an informative method at the study of the struc-
tural phase transition (SPT) observed in the solids. Earlier this method was
exploited to study the SPT in the single-crystals of C_, [1]. The purpose of this
work is a study of the SPT influence on Raman spectra of polycrystal unpo-
lymerized and photopolymerized films deposited on the silicon substrate.

At temperature lowering from room to 250 K the peak of the line corre-
sponding to Ag(Z) mode in unpolymerized film of C, is up-shifted monotoni-
cally (~ 1.0 cm™). At a further temperature lowering (to 5 K) the value of peak
frequency of this line decreases (~ 1.5 cm™). Such temperature dependence of
peak position of this line differs from the dependence observed before for the
single-crystal of C_ [1], for which at temperature decreasing below 252 K
(SPT) the peak of this line is up-shifted. A difference in temperature behavior of
this line of polycrystal unpolymerized film and single-crystal of C_ is discussed.

The temperature measuring of photopolymerized fullerene film showed
absence of anomaly in the frequency behavior of the lines at the temperature
near the SPT. In these films the position of lines, corresponding to Ag(Z) mode
of monomers, dimers, linear chains and trimers is up-shifted monotonically
on ~ 1.5 cm™ at a temperature decrease from 300 to 5 K.

For polycrystal unpolymerized fullerene film in range of 4, and practi-
cally all H, modes the splitting of lines is found out at low temperatures
which was before observed only in single-crystals. This splitting is caused by
both the lowering of symmetry of free molecule of C_; in the crystalline field
and by appearance of additional components in a low temperature phase as a
result of the SPT at which the unit cell value is increased in four times. For
photopolymerized fullerene film the similar line splitting is not observed.

The process of photopolymerization of the fullerene film is studied for
polycrystal unpolymerized fullerene film under argon laser irradiation at tem-

peratures higher and below than temperature of the SPT.
[1]. P.H.M. van Loosdrecht, P.J.M. van Bentum, and G. Meijer, Phys. Rev. Lett. 68,
1176 (1992).
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PHOTOINDUCED CONDUCTIVITY CHANGES IN Ge-NC/
Si0,/Si STRUCTURES: PERSISTENT AND QUENCHING
EFFECTS
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Two optically induced steady-states with excess and shortage of surface
conductivity values as compare to equilibrium one were observed in struc-
tures with Ge NCs grown on silicon oxide at low temperatures. Result of
photoinduced changes depends on photon energy due to different type of
electronic transitions observed in Ge-NC/SiO,/Si structures. The persistent
photoconductivity behaviour was observed after excitation of electron-hole
pairs in Si(001) substrate due to interband absorption in Si. The conductivity
excess may be attributed to spatial carrier separation by macroscopic fields in
the depletion layer of near-surface Si. Interband transitions in Ge creates lo-
calized holes in Ge directly, leading to optically-induced spatial redistribu-
tion of trapped positive charges between SiO,/Si interface levels and local-
ized states of Ge-NCs, which enhance variation of electrostatic potential in
underlying Si and, therefore, decay of surface conductivity under stationary
photoexcitation. Observed results demonstrate that hole trapping by Ge-NCs
and interface states have significant on in-plane transport in the Ge-NCs/
SiO,/Si structures. Observed possibility for optically-control switching be-
tween different modes of system’s conductivity may be helpful for design
optical memory devices.

Acknowledgements. The research was supported by Ukrainian State
Agency for Science, Innovation and Information through Project NoM/18-
2013, the program of fundamental research of the National Academy of Sci-
ences of Ukraine “Nanostructured systems, nanomaterials, nanotechnolo-
gies” through the Project No9/07 and by the Ministry of Education and Sci-
ence of Ukraine through Project NoM/34-09.
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STRENGTHENING OVERTONES AND COMBINATION
TONES IN THE VIBRATIONAL SPECTRA OF TiO,
NANOFIBERS AND NANOFILMS AND THEIR
COMPOSITES WITH NANOPARTICLES OF Au, Ag AND
CARBON NANOTUBES

N.E. Kornienko'", T.O. Busko', L. Chetibi’, D. Hamana?, S. Achour’,
N.P. Kulish', A.V. Nikolenko’

!Taras Shevchenko National University of Kyiv,
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*Corresponding author: nikkorn@univ.kiev.ua

TiO2 nanofilms (~ 200 nm thick) with anatase phase were synthesized
by sol-gel method on the surface of crystalline silicon and anatase nanofibers
diameter of 10-20 nm were synthesized by hydrothermal synthesis. A
comparative study of the Raman spectra (488 nm) of anatase microcrystals,
nanofilms and nanofibers was shown in Fig. a. In this case, the spectra were
normalized to the maximum of the most intense vibrational band (VB) v, =
143 cm™. A thorough computational processing was maden for broadband
background as the main vibrational bands v -5 and second and third order
bands (insert). It was shown that in a number of microcrystals (1)-nanofilm
(2) -TiO, nanofibers (3) overtone 2v, band maximum increases by more than
15 times, and the difference tones v,-v, (v,-v,) and v.-v, (v,-v,) become
stronger ~ 30-50 times (Fig.b). This indicates a strong increase of the
vibrational anharmonicity and nonlinearity in nanostructures. Simultaneously
there is a broadening of the observed vibrational bands in 1.5-4 times. As a
result, the integral intensities of the second order bands increase in 30-200
times.

The nonmonotonic dependence of the intensities of VB v, v, = 396
and v, = 637 cm™ on the dose of Ti * ions (140 keV) were found for TiO, na-
nofilms (inset Fig.b). At low doses D = 10'2-10" ions/cm? intensity of VB
increase ~ 1.5 times, which is associated with improved of material proper-
ties and for D>10"*ions/cm* VB attenuated. For TiO, nanofilms with Au, Ag
nanoparticles (d=10-20 nm) is observed more weakening of VB at high D. It
is essential that the reduction of VB with D increasing is accompanied by a
significant increase in the induced electron bands, due to the strong vibration-
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electron interaction (VEI). It is shown that the growth of the intensities of
VB dominated VEI, and the influence of plasmon resonance is not the main
one. VEI is associated with the nonlinear resonant interaction of VB. The
vibrational resonances 2v,=v,, 2v 2v +v_and 2v,=v +v_ of TiO, contribute to
enhancement of nonlinearity.

For TiO, nanofibers with multi-walled carbon nanotubes (CNT) the
bands of overtones and combination tones are enhanced even further, indicat-
ing that the strengthening and growth of VEI and vibrational nonlinearity. It
proved by a significant strengthening and broadening of the D and G bands of
CNT with frequencies 1360 and 1585 cm! after annealing at 600°C (1 hour)
(Fig.c). This contributed significantly to the total resonance tones 2v,+v, and
2v,+v_ nanofibers with D and G bands of CNT (insert fig.c).
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Fig.1. A comparison of the Raman spectra of the microcrystals (1) nanofilms (2) nanofi-
bers and (3) of anatase (a), increase in bands of overtones and difference tones in nanos-
tructures and nonmonotonic doses dependence of bands v, ,  intensively of anatase nano-
films (insert) (b), and increase and broadening of D and G bands of MWCNT in nan-
ocomposites with TiO, nanofibers annealing at 600°C (c).
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ENHANCEMENT OF ACTIVE AND «SILENT»
VIBRATIONAL BANDS IN RAMAN AND IR SPECTRA OF
C,, NANOFILMS

N.E. Kornienko®, A.P. Naumenko

Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
*Corresponding author: nikkorn@univ.kiev.ua

By comparing the Raman and IR absorption spectra of nanofilms (NF)
with thickness d = 150-250 nm and microfilm (d = 1,2-2 mm) of fullerene C,
a large gain the intensities of the Raman-active vibrational bands (VB) Hg(1-
8) of NF, that for Hg(3,4) bands shown in the inset (Fig.1a). This is shown in
Fig.la for the ratio of the maximum of Raman bands Hg(1-8) and Ag(1) for
the hot (2) and cold (3) the deposition film methods. Thus, all the spectra
were normalized to the strongest Raman and IR lines Ag (2) and Flu (1) with
the frequencies 1469 and 527 cm™. From Fig.1a one can see that the band Hg
(1-8) in nanofilms C  amplified 2-7 times compared with the microfilm 2pum.
After polymerization of 1 and 2 NF by diamine N,H, (film 1p and 2p) ob-
served the IR VB enhancement becames weaker, which is associated with a
decrease in the vibrational nonlinearity.

Enormous enhancement in IR spectra a number of inactive for icosahe-
dral symmetry I, Hu(2,4), Gu(2-4), Gg(3), F1,2g (1) vibrations in NF (2) in
compari-sion with 1.2 um microfilm (spectrum la ) is shown in Fig.1.b. The
majority bands in the IR spectra of nanofilms increased 5-20 times as shown
in the inset Figl.b. A still greater increasing ~ 50-300 times observed for
many of the “silent” vibrations in the Raman spectra of C_, nanofilms. The
observed anomalous enhancement of the vibrational bands in nanostructures
associated with a significant change in the electro-physical properties of na-
nostructured media as a result of the weakening of symmetry and increased
anharmonicity and nonlinear interaction of vibrational modes.
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Figure 1. The fragments of enhanced Raman (a) and IR (b) spectra of nano- and micro-

films of C.
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STRONG ELECTRON-VIBRATION INTERACTIONS
AND INDUCED ELECTRONIC STATES IN NANO- AND
MICROFILMS OF FULLERENE C |

N.E. Kornienko®, A.P. Naumenko

Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
*Corresponding author: nikkorn@univ.kiev.ua

Previously, we have established the electronic nature of the broadband
background in the Raman spectra and proved the importance of strong vibra-
tion-electronic interac-tions (VEI) [1]. The increasing role of VEI is associ-
ated with increased nonlinear resonant interaction of vibrational modes in
nanostructures. The efficiency of nonlinear processes in nanofilms of C,, ab-
normally increases due to a number of successive vibrational resonances of
the Hg (1)+Hg (2)=Hg (3), 2Hg (3)=Hg (7) [2], the number of which exceeds
one hundred and change of electronic states (ES). By examining the Raman
spectra (A, =514,5 nm) nano- (150-250 nm) and micro-films (1-2 pm) of the
fullerene C_; we studied in detail the change of induced ES in the band gap,
as shown in Fig.1a,b. For nanofilms (NF) the Ag(1) line at 497cm™! observed
as well as line v, = 520 cm™ of crystalline silicon (inset Fig.1a). In cold
deposition process of NF prepara-tion (spectrum 2) the ES bands are several
times greater than in films fabricated by hot process (spectrum 1). In the
original films 1 and 2 the low-frequency part of the ES is dominated, and after
polymerization by N,H, (1p and 2p spectra) ES intensity increases with fre-
quency v. With sharp focusing of ecitation A, electronic bands (EB) are amp-
li-fied more than 100 times. In addition to broadband ES with half-widths dv
~ (1-2)10% in the vinicity of vibrations some “islet” EB with v ~10> cm™ are
observed which is shown in the inset Fig.1.b for the vinicity of Hg (3,4) vi-
bration. The non-monotonic dependence on the thickness of the broad EB
have been detected in NF which is shown in Figl,b. The intensity depend-
ence of EB I at 520 and 1470 cm™ in comparing with line intensity v, have
been done. Reducing I for thin NF due to insufficient accumula-tion of non-
linear wave processes. The role of the strong VEI is also confirmed by the
linear weakening of the intensity of the Ag (2) band with increasing I (1470
cm™), as shown in the inset in Fig.b.
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Figl. The new EB in Raman spectra of C -nano-films (1,2) and after their polymerri-ze-
tion (1p, 2p) and the strong focusing of the laser excitation (3L) (a) and non-mono-tonic
change in the EB intensity I in comparing with the line intensity v,=520 cm™ (b).

[1]. Kopnienko M.€. Bicuuk KuiBcbkoro yHiBepcutety, cep. ¢i3.-mat. Hayku, 2000,
Ne 3, ¢ 489-499, 2008. - Ne3.C.248-256.

203



P-16 NANOOBJECTS
EFFECT OF ULTRASOUND FIELDS ON THE OPTICAL
PROPERTIES OF FULLERENE FILMS
V. V. Kozachenko®, O.M. Zhabitenko

Faculty of Physics, Taras Shevchenko National University of Kyiv,
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Effect of ultrasound propagating in the glass substrate-fullerene film
structures on the optical transmission spectra was studied. The changes in the
transmission spectra of Cj and C, fullerene films at ultrasonic load were
investigated. The samples were formed by the vacuum thermal evaporation
of C,, and C, fullerenes on the glass substrates. Thicknesses of all fullerene
films were about 100 nm.
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MAGNETO-INDUCED ANISOTROPY OF AN AQUA
SUSPENSION OF SUPERPARAMAGNETIC MAGNETITE
NANOPARTICLES

S. Kredentser'", N. Kulik!, S. Ryabchenko', K. Slyusarenko'?, Yu. Reznikov'

Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
2Laboratoire de Physique des Solides, UMR CNRS 8502,
Université Paris-Sud, Orsay 91405, France
"Corresponding author: sergeykredenser@gmail.com

Our recent studies showed a strong magneto-optical response of the aqua
suspension of the vanadium pentoxide nanorods doped with quasi-spherical
magnetite both for isotropic and nematic phase [1]. To explain the results
obtained in [1] we associated the magnetic sensitivity of such suspensions
with formation of anisotropic structures — presumably, chains of magnetite
nanoparticles by the magnetic field. Here we report on the studies of the ef-
fects of magneto-induced birefringence and anisotropy of magnetic suscepti-
bility in the aqua suspension of magnetite nanoparticles, which support this

idea.
[1]. S. Kredentser et al. Soft Matter, 2013.
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ELECTROREFLECTANCE SPECTROSCOPY OF THE
FILM AND FILM-SUBSTRATE INTERFACE IN Si,, Ge, ,/Si
HETEROSYSTEMS

L.A. Matveeva®, PL. Nelyuba, E.F. Venger

V. Lashkarov Institute of Semiconductor Physics, National Academy of Science of
Ukraine, Prosp. Nauki, 41, Kyiv, Ukraine
*Corresponding author: matveeva@isp.kiev.ua

Heterosystems with SiGe films on Si substrate arise to a great scientific
attention due to theirs application in novel technologies and researchers.
Their physical properties determined by the composition of the films. During
the manufacturing of heterosystems, the internal mechanical stresses appears
due to the difference of lattice film and substrate periods and coefficients of
thermal expansion. The appearance of mechanical stresses leads to bending
of the heterosystems, and accompanied by the structural defects at the inter-
face film-substrate, and reduced the reliability of the devices. An investiga-
tion of the electron and optical properties of heterosystems is importance for
the technology development and for the prediction of the devices properties.

Si, ,,Ge, 5 films on Si substrate was obtained by CVD method and had
single crystalline structure. Their thickness was 100 nm. The heterosystems
were studied by electroreflectance modulation spectroscopy and by profilom-
etry measuring of the heterosystems bending radius. The electroreflectance
spectra were measured by an electrolytic method in the spectral range
2.6...3.6 eV. Important data were obtained about the film and interface band
structures, their structure perfection, electron parameters (forbidden gap
width, conductivity type, the charge carries scattering, the mobility and the
time of the energy relaxation of light exciting charge carries) and about the
elastic stresses, as well as the influence on them v- irradiation with dose
10°...1,9-10" R.

As the dose increased, the electron parameter of film and of interface
was improve, mechanical stresses decreased. They disappear at the dose
1.5-107R. At this dose the film changed the composition with the formation
of the other solid solution structure. The additional peaks appeared in the
spectra of the film. They corresponded to the composition x: 0.8, 0.67, 0.58
and 0.48. The possibility was found to fabrication of the heterosystems with-
out the bending deformation and to improve their electronic properties.
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LUMINESCENCE OF THE GOLD FILMS COATED WITH
Eu** CONTAINING ANALYTES
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ESPCI, 10 rue Vauquelin, 75231 Paris Cedex 5
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*Corresponding author: SNedilko@univ.kiev.ua

In this paper the dependences of luminescence intensity of Eu®* ions
containing either complexes with CAPh ligands or lanthanum vanadates on
morphology of gold films deposited on porous alumina were studied.

Surface enhancement of the light is actively studied for the last two dec-
ades and allow observe the spectroscopic properties of single molecules. This
feature makes them preferable for modern bio-medical applications.

Compounds based on carbacilamidophosphate (CAPh) ligands as well
as lanthanum vanadates are very promising from the various practical ap-
proaches particularly resulting from their good biocompatibility.

Nanostructured porous aluminum oxide films were formed by anodic
oxidation of aluminum deposited on a glass substrates by magnetron sputter-
ing. Gold nanostructures were made with thermal evaporation in vacuum
chamber. Images of surface morphology were made using AFM, ATM and
luminescent scanning - microscopy equipment.

Luminescence characteristics of mentioned compounds under photo, X
- Ray and VUV excitation, the spectra of their luminescence excitation as
well as near field luminescence characteristics were obtained and analyzed.

Experiments with VUV synchrotron radiation were made on SUPER-
LUMI station, DESY synchrotron, Project I - 20110592. The investigations
were supported by DFFD of Ukraine (Project # F54/040) and CNRS - NASU
joint project.
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SPECTROSCOPIC PROPERTIES OF COMPOSITES,
CONSISTING OF 5CB DOPED WITH
ORGANOMONTMORILLONITE NANOPARTICLES AND
CARBON NANOTUBES

T. Bezrodna, I. Chashechnikova, V. Nesprava®, V. Melnyk, G. Klishevich

Institute of Physics, NAS Ukraine, 46 Nauki Prosp., Kyiv 03680, Ukraine
"Corresponding author: nesprava@iop.kiev.ua

Doping of liquid crystals with nanotubes (NT) changes abruptly their
physical properties. But NT form conglomerates in organic media due to the
organophobicity of their surface. To reduce their aggregation ability, we have
developed a method of simultaneous modifying the montmorillonite by ce-
tyltrimethylammonium bromide (CTAB) and NT. The bonding is shown to
occur due to the adsorption by nanotubes of CTAB alkyl chains on the outer
surface of aluminosilicate stacks. Composites with SCB were produced based
on these hybrid particles (OM-NT), and also with only organo-modified
montmorillonite (OM) or NT. According to IR-spectroscopy data, narrowing
of bands indicates Van-der-Waals interactions between the components, re-
sulting in the alignments of molecules on a phase separation boundary. Pho-
toluminescence of these composites was investigated at room temperature.
Doping of inorganic particles lowers emission intensity, its drop depends on
the chemical content of particles. Besides, the presence of OM particles is
seen in a red-shift of the spectrum, whereas doping with NT or OM-NT leads
to a spectral shift towards short wavelengths, being much larger for the latter
sample. Opposite behaviours of spectral shifts can be caused by different re-
arrangements of local electric fields due to the particle insertion in SCB. De-
pending on the chemical content, inorganic dopants can increase or reduce an
effective dielectric constant, g, of the SCB molecule environment, which
value is inversely to the exciton binding energy. The OM insulator particles
increase €, resulting in a red-shift of 5CB photoluminescence. Since NT are
electroconductive, they lower € of the system and cause a blue-shift. Larger
spectral changes in the case of OM-NT hybrid particles are explained by their
homogeneous distribution and percolation network formation in SCB, proved
by polarization microscopy data.

The work was financed by NAS Ukraine, Project VC157.
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NANOPARTICLES
V.S. Ovechko®, V.P. Mygashko
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Surface — enhanced Raman spectroscopy (SERS) is efficient method for
molecular imaging, molecular diagnostic (including single-molecular sensi-
tivity) [1]. However the lack of signal reproductibility of surface enhance-
ment makes SERS quantitative or semiquantitative in nature. As to our opin-
ion the first step to realize qualitative SERS-method is to use inherent plas-
mon-phonon mode of SERS as seft referencine standard for the detection and
quantification of admolecules. The last will give addition arguments for Ra-
man surface enhancement explanation.

It is well known that several factors contribute to the variation of SERS
effeciency: laser wavelength, nanoparticle materials, structure and dimen-
tion, enviroment, admolecule concentration, free molecule oscillator spec-
trum, etc.

All these factors contribute to the surface plasmon exitation by laser
wave, local molecule phonon-plasmon interaction and as the result efficien-
cy of resonant Raman scattering at the Fermi resonance of admolecule oscil-
lators modes with surface local phonon modes of metal nanoparticle.

Below we have shown plasmon-phonon band for gold nanoparticles,
which are adsorbed on the gold-coated glass slide [2].
- One can see that the
plasmon-phonon  modes
spectrum is extented over
the thousands cm™. So it

08

06 -

04l resonantely interects with
oscilator modes of ad-
02 - sorbed molecules. The last

is due to molecule-
w a0 @ w0 w0 o @n w0 O panoparticle  adsorption
potential, which breaks normal phonon modes structure. We can name that
resonant interaction like Fermi-resonance at molecules with low level sym-
metry.
[1]. Bhavya Sharma, et al. Materialstoday (2012) 15, 16-25.
[2]. Lan Sun, et al.Biophysical journal (2009), 96, 4709-4716

209




P-22 NANOOBIJECTS

RAMAN SPECTROSCOPIC CHARACTERIZATION OF
NANOGRAPHITE OBTAINED WITH CHEMICAL METHOD
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FLe. Normand®
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The work is devoted to Raman spectroscopic investigations of na-
nographite obtained with chemical method from thermoexfoliated graphite
(TEG) and carbon nanotubes (CNT).

The initial carbon materials such as TEG and CNT were treaded with
strong inorganic (sulphur and nitric acids, potassium permanganate) and or-
ganic (acetone, chloroform, acetone, ethanol and toluene) oxidizers. As the
result of such treatment the nanographite structures with small number of
graphite layers are obtained. As shown Raman spectroscopic investigations
the Raman spectra of all nanographite specimens exhibit two main typical
graphite bands: the band at (1581+1)cm™ (G-band) assigned to the in-plane
vibration of the C—C bond and the band at (1348-1359)cm™! (D-band) acti-
vated by the presence of disorder in the carbon systems. G-band for all na-
nographite specimens is characterized by high intensity, while the intensity of
the D-band is significantly lower. The position of the low intensive D-band
arising from the activation in the first order scattering process of sp* carbons
slightly varies for different specimens. The Raman spectra also exhibit a band
around 2700cm™' called the G’ band. This band is essentially asymmetric for
all nanographite specimens with the peculiar “shoulder” at the low-frequency
side. The presence of such “shoulder” indicates the presence of the graphite
nanoparticles containing low amount of the graphite planes (<10).
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INTERACTION WITH SILVER NANOPARTICLES
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In recent years optical properties of various hybrid complexes, for exam-
ple, organic dyes with nanoparticles of noble metals have been intensively
investigated. These systems have a number of unique features. Optical prop-
erties of metal nanoparticles are well known and associated with surface plas-
mon resonance (SPR). SPR phenomenon is widely used for chemical and
biological sensors (biosensors) creation. In contact with biological objects
(DNA, viruses, antibodies) it allows more than one order increase of the in-
tensity of fluorescence signals.

In present communication we report a possibility for J-aggregate lumi-
nescent properties manipulation via interaction with silver nanoparticles in
aqueous solutions. J-aggregates are nanoclusters of non-covalently bounded
organic dye molecules. They possess unique optical properties due to delo-
calization of electronic excitations that make them suitable as fluorescent
probes for biomedical applications, organic light-emitting diodes, photo-
electronic converters, etc. To control a distance between J-aggregates and
nanoparticles the later has been coated with different number of polymer lay-
ers using L-b-L techniques modified for colloidal solutions. By varying an
amount of polymer layers, we have achieved both quenching and increasing
luminescence of the J-aggregates (Fig. 1).
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Fig. 1 The luminescence spectrum of J-aggregates with Ag nanoparticles in solution
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Optical properties of (Co, Fe, B, ) +(Si0,), .. composite nanostructure
in amorphous state x = 100%, 56%, 41% and 33% were studied in this paper.
The study of angular dependences of the samples’ optical properties has been
carried out in a range of angles of incidence ¢ = 50+80, that includes the
principal angle of incidence. A LG-56 He-Ne laser was used as radiation
source (A = 632.8 nm).

Based on the obtained data it was shown that the principal angle of the
studied samples depends on the metal content of the composite. Calculated
optical properties based on these data were found to depend strongly on the
angle of incidence, which was attributed to the influence of the surface layer,
removed afterwards by chemical etching. A 15% water solution of sulphuric
acid was used for these samples. The ellipsometric parameters A and y meas-
urements have shown that the optimal etching time for these composites was
7 seconds. In this case the dependences of optical properties, such as the re-
fraction and absorption indices #n and y, dielectric permittivity ¢ and optical
conductivity ¢, on the incidence angle ¢ are described by smoother curves
than the original samples. It indicates a notable improvement in composites’
structure near the optical surface.

The study of the ellipsometric parameters’ A and y dependences on the
incidence angle ¢ for (Co, Fe B, ) +(SiO,),,, nanocomposite structures in
amorphous state with different contents of the metallic component has re-
vealed that such dependences are described by smooth curves for all samples.
With the decrease in the metallic component content in the composite the
principal angle of incidence increase.
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EVOLUTION OF GOLD NANORODS OPTICAL
ABSORPTION INDUCED BY FEMTOSECOND LASER
IRRADIATION
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Metal nanorods attract a lot of attention due to tunable surface plasmon
properties that could be used in chemical separation and sensing. Among the
metals with prominent plasmonic properties in visible part of spectra, gold is
often used because it is chemically inert and biocompartible. Interaction of
femtosecond laser pulses with metal nanoparticle results in surface plasmon
excitation and accompanying local field enhanced Kerr effect in surrounding
media, followed by multistage relaxation: loss of the phase coherence of
electrons, electron-phonon energy transfer, and lattice cooling.

The samples, colloidal solution of gold nanorods in water, prepared at
University of Mainz, were characterized by optical absorption spectroscopy
and dynamic light scattering. We studied changes of both longitudinal and
transverse localized plasmon modes in gold nanorods upon irradiation by
femtosecond laser pulses. Studies were performed by femtosecond pump-
probe technique using fundamental radiation or second harmonic of
Ti:Sapphire laser as a pump beam and “white light continuum” as a probe
beam. Induced changes of optical absorption of the sample, namely, plasmon
peak position, height and FWHM, were investigated with sub-picosecond
temporal resolution. Besides reversible rapid changes of the optical proper-
ties, irreversible nanorods transformation (aspect ratio change) was observed.
Pump-probe measurements were performed at Center for collective use Fem-
tosecond Laser Complex of National Academy of Sciences of Ukraine.
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MANIFESTATION OF THE a-QUARTZ PHASE IN RAMAN
SPECTRA OF SYNTHETIC OPALS WITH MELTED-IN
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As a prototype of 3D photonic crystals synthetic opals consisted of SiO,
globules are widely used. Doping opals by different substances one can ob-
tain regular nanostructures with unique optical properties.

This work is devoted to filling opal pores with Li,B,0. and to studying
Raman spectrum of obtained samples.

The filling was carried out by melting-in fine dispersive polycrystalline
Li,B,0, powder at temperature slightly above the melting temperature 7, =
917 °C during for 5 — 20 min. An evidence of the pores filling was a vanishing
of the opal iridescence when being illuminated in a visible light. Raman spec-
tra of initial and filled opals were measured by using laser spectrometer on
the base of double monochromator DFS-12. X-ray study of initial opals was
performed with the diffractometer DRON — 2.0.

Both X-ray diffraction and Raman spectra testified an amorphous state
of initial opals. Raman spectra of the obtained samples were different from
each other depending on their melting-in duration. For sample with a shorter
melting-in duration the spectrum consisted of bands attributed to shifted
bands in Li,B,O, crystal spectrum and an intensive band of a-quartz at 470
cm’. For samples with a longer melting-in duration Raman spectra were
identical to the a-quartz spectrum placed on the background of wide bands
corresponding to amorphous state of the SiO, globules.

The work was performed with financial support of the Ukrainian-Rus-
sian project “Creation and investigation of active matrix nanocomposites on
the base of photonic glasses and crystals for solar cells”.
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Quinacridone derivatives which are characterized by the formation of
crystalline structures with intermolecular NH-O hydrogen bonding are per-
spective for use as elements of optoelectronic devices. Special case consti-
tutes N,N-Dimethylquinacridone (DMQA), as far as the methyl groups on
the nitrogen atoms prohibit the formation of intermolecular NH-O hydrogen
bonding. It is assumed that the crystal structure and optical properties of
DMOQA is substantially different from those of quinacridones.

We carried out spectral studies of solutions of DMQA in DMSO when
changing concentration within 0,1-0,0001 mg/ml. In the crystalline state
DMOQA has purple color, and when dissolved in DMSO it pass into the mo-
lecular shape and obtain yellow-orange coloring, which is consistent with the
results of studies and quantum mechanical calculations for other quinacrid-
one derivatives. Long-wave band of absorption has maximums at 460 nm,
490 nm, 525 nm, while band of luminescence has maximums at 545 nm, 575
nm. The intensity of the absorption and luminescence directly proportional
to the concentration, indicating a lack of formation of supramolecular struc-
tures DMQA in single solvent DMSO.

On adding to the solutions DMQA in DMSO of traces (very small
amounts) of other solvents, in which DMQA are insoluble, coloring of the
solution into light purple color and changing of its spectral characteristics are
observed. In the absorption spectrum appears an additional band with a max-
imum at 560 nm, and the luminescence spectra remain unchanged, though the
intensity of luminescence decreases several times. Given that the maximum
of absorption of crystalline DMQA is 580 nm, the obtained results testify
formation of non-luminescent supramolecular structures of N,N-dimeth-
ylquinacridone in binary solvents. The nature of these structures requires fur-
ther research.
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INTERACTION BETWEEN POLYMETHINE DYE
MOLECULES AND CdSe NANOPARTICLES IN AQUA
SOLUTION
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We present the results of studying the interaction between polymethine
dye molecules and CdSe nanoparticles (NP) in aqua solution. Combination
of these two objects in one light absorbing and emitting system is one of the
actual tasks now. It can be possible to increase the luminescence of them by
resonance energy transfer. Energy transfer is possible in both directions: from
NP to J-aggregate and from dye molecules to NP. Separate scarcely studied
problem is process of adsorption of dye molecules on NPs surface. Studying
the influence of aggregation on the NP surface to the light absorption, excited
stay decay and photo induced decay processes of dye molecules is also an
important task.

We were studying the dye that can form aggregates in aqua solution
(Dyel) and the dye, that don’t forms aggregates (Dye2). Nanoparticles of
cadmium selenide were chosen because of the proximity of their absorption
bands and absorption bands of Dyel. That allows to expect the formation of
the system (NP+dye) molecules with resonance energy transfer. Additionally
CdSe NPs are comfortable and well-studied objects with a wide area of pos-
sible practical applications.
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For the both dyes was observed that the presence of the NPs leads to
growing of the time of dye discoloration. One of the possible reasons for such
dye stabilizing is the adsorption of dye molecules on NP’s surface. Apart
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from that was observed that process of aggregate forming starts at low con-
centrations (1x10°M) of dyel in presence of NPs, without NPs forming of
J-aggregates does not occur at that concentration. Possible reason for that is
local increase of dye concentration around of the nanoparticle that caused
with gradient of electromagnetic field around it. As a result, occurs interac-
tion between NP and polar molecules of dye, that leads to formation of ag-
gregates of dye molecules.
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TEMPERATURE DEPENDENCE OF RAMAN SPECTRA OF
SINGLE-WALLED CARBON NANOTUBES
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Since their discovery, carbon nanotubes (CNTs) have been predicted to
be the most reliable components of the next generation electronics due to
their extraordinary electrical properties. Moreover, thermal stability and
temperature dependence behaviors are very important for such CNT-based
devices. In this case, resonance Raman scattering should be a very effective
and nondestructive tool for detecting nanotube’s properties. Specially, the
temperature dependent Raman spectra in CNTs can allow us to understand
their fine structure information and properties, such as atomic bond structure,
thermal expansion, specific heat, and thermal conductivity.

We have presented experimental results describing the temperature
variation in the Raman spectra of SWCNTSs nanotubes in temperature region
4-300K.. We have analyzed fundamental and combinated modes frequencies
shift as a function of temperature.
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Fig.1. Raman spectra of G-mode of SWCNTSs at temperature of 300, 77, and 4 K
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EFFECT OF RESONANCE DIPOLE-DIPOLE
INTERACTIONS ON SPECTRA OF ADSORBED SF_AND NF,
MOLECULES

A.N. Dobrotvorskaia®, A.A. Tsyganenko, D.N. Shchepkin, T.D. Kolomiitsova

St.Petersburg State University, St.Petersburg, 198504, Russia
“Corresponding author: anna.dobr@molsp.phys.spbu.ru

Lateral interactions, studied in detail by IR spectroscopy for CO adsorbed
on metals [1] and oxides [2], affect greatly the adsorption and catalytic properties
of solid surfaces. The method of isotopic dilution enables us to distinguish two
kinds of interactions: static effect and the dynamic interaction, referred also as
resonance dipole-dipole (RDD) interaction or dipole coupling. The former af-
fects the strength of surface sites and often determine the geometry of adsorbed
layer, while the latter modifies the positions, shapes and widths of absorption
bands in the spectra of adsorbed molecules. It accounts also for the vibrational
energy exchange in the adsorbed layers and cannot be neglected when consider-
ing the dynamics of resonance excitation or the energy dissipation processes

Up to now, the RDD interaction has been observed only for CO mole-
cules somehow oriented with respect to the flat surface of crystals. Recently
it was shown, however, that complex band shapes in the spectra of such mol-
ecules as SF,, CF, and NF in liquid or dissolved state can be explained by
RDD interaction [3]. The aim of this work was to find out the manifestations
of such interactions in the spectra of SF, and NF, adsorbed on the surface of
amorphous or crystalline oxide adsorbents.

To simulate the effect of RDD interaction upon the band shapes of ad-
sorbed molecules we used the modified model developed in our previous
study [3]. Three different variants of mutual arrangement of molecules were
considered: 1) three-dimensional system as in the case of solid film, ii) 2D
structure of adsorbed layer on the flat surface, and iii) 1D chain- like structure
that had to reproduce the filling of zeolite (silicalite) channels with the ad-
sorbed molecules. The results obtained as shown are in quantitative agree-
ment with the experimental data.

Acknowledgement: The work was financially supported by the Ministry

of Education and Science of the Russian Federation , grant 12-03-31113.

[1]. F.M. Hoffmann, Surface Sci. Reps. 3 (1983) 107.

[2]. A.A. Tsyganenko, L.A. Denisenko, S.M. Zverev, V.N. Filimonov, J. Catal. 94
(1985) 10.

[3]. D.S. Andrianov, A.N. Cherevatova (Dobrotvorskaia), T.D. Kolomiitsova, D.N.
Shchepkin, Chem. Phys. 364 (2009) 69.

221



P-1 SURFACE

EFFECT OF LASER IRRADIATION ON OPTICAL
PROPERTIES OF CdS THIN FILMS FOR SOLAR CELLS
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Cadmium sulfide (CdS) is suitable as transparent semiconducting mate-
rial for the fabrication of photovoltaic (PV) solar cells. The presence of impu-
rity and defect centers, which acts as recombination centers for charge carri-
ers, can reduce the PV conversion efficiency. The irradiation of pulsed
Nd:YAG laser (wavelength A=532 nm, pulse duration t=4 ns) of different
intensities was used for the improvement of the quality of CdS film formed
by closed space sublimation (CSS) method on ITO/glass structure.

Low-temperature reflection and photoluminescence (PL), kinetics of the
room-temperature PL have been studied. The energy position of free excitons
obtained from reflection measurements allow to define unambiguously the
structural type of obtained layer after the laser processing. The effect of the
laser irradiation of studied films manifests itself in considerable change of Pl
spectrum of irradiated CdS film as compared with non-irradiated film. Name-
ly, after the irradiation the intensity of bands related to defect states (for ex-
ample, vacancies or interstitials) at 1.78 eV and 2.2 eV decrease, while the
sharp band at 2.55 eV attributed to the free exciton recombination becomes
much more defined and intense. Analysis of the PL decay curves reveals the
contribution of slow and fast decay components of PL and allows to estimate
the decay times for nonradiative and radiative recombination processes in
non-irradiated and irradiated CdS films. Observed changes of optical proper-
ties demonstrate that the CdS films undergo changes under laser irradiation,
for example partial melting and following recrystallization of surface layer.
Thus, irradiated CdS films demonstrate improved quality.
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PECULIAR PROPERTIES OF ABSORPTION AND
PHOTOLUMINESCENCE SPECTRA OF POROUS SILICON
CARBIDE
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Porous silicon carbide (por-SiC) is attractive as a matrix for the nano-
structured materials. The porous layer allows to obtain more perfect epitaxial
layers in multilayer heterostructures (in particular, during deposition of GaN
layers in the process of the LEDs manufacture).

The spectra of absorption and photoluminescence (PL) of por-SiC, ob-
tained by anodic etching in hydroalcoholic solution of hydrofluoric acid:
H,O: HF: C,H,OH = 1:1:2, current density - 20 mA/cm?, etching time - 5 min,
have been studied.

Comparative analysis of PL spectra of por-SiC for different values of the
excitation energy: hv_=3.67 eV (hv_ > Eg 6H-SiC), 3.05 eV (hv,_ = Eg 6H-
SiC)mn2.54 eV (hv, < Eg 6H-SiC) demonstrates that at hv < Eg the PL band
of 2.75 eV disappears, and the intensity of the band at 2.15 eV significantly
increases. The band at 2.15 eV in PL spectrum is associated either with the
appearance of fine cubic phase of SiC in porous layer, either with the impuri-
ty-surface states formed on the sample surface during the etching, and due to
the residues of the chemical reactions products.

The presence of the cubic phase of SiC in porous layer can be identified
from absorption spectra. Since the band gap of ¢c-SiC (2.4 eV) is smaller than
the band gap of 6H-SiC (3.02 eV), SiC cubic phase in por-SiC layer should
manifest itself in the absorption edge shift. In our case, the formation of the
porous layer on the surface of 6H-SiC crystalline substrate results in the in-
crease of absorption throughout the spectral region under investigation, but
the position of the absorption edge remains unchanged.

The obtained data allow to conclude that the PL of por-SiC at hveXSEg is
due to the surface states caused by the impurity atoms, surface defects, com-
plex compounds (such as oxides and siloxenes), or the saturation of Si-H or
C-H bonds that arise, in particular, during the etching.
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Optical properties of Co-O structures were investigated in wide spectral
range 0,25-17,0 um (0,07 — 4,96 eV) by Beattie spectroscopic ellipsometry meth-
od. During experiment ellipsometric parameters D and y were measured near princi-
pal angle of incidence and optical constants were calculated. There were established,
that optical properties of metallic cobalt under structural changes “amorphous —
crystalline states” determined by the nearest atoms and electronic structure did
not change a lot. Based on the analysis of absorption curves for liquid, amor-
phous, crystalline FCC Co and HCP Co lattices was shown that calculated dis-
persion curves of optical conductivity only in general, describes experimental
absorption spectra of amorphous and crystalline cobalt. After comparing experi-
mental and calculated amorphous cobalt absorption spectra the formation of ad-
ditional zone associated with vacancies and located at 0.38 eV below the Fermi
level were established. The absorption spectra of Co-O systems (2 and 4% oxy-
gen) in different structural states (amorphous and crystalline) than the main ab-
sorption bands characteristic of cobalt, the formation of new bands related to
oxygen impurity. After analysis of the absorption spectra of Co-O (2% oxygen),
in the amorphous state, defined position and half-width of the impurity band as-
sociated with oxygen. Also we calculate the density of electronic states within
the impurity band, which formed approximately at 0.72 eV above the Fermi level
in the subzone, which is formed by electrons with up-spin direct (1).
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Electronic excitations play an important role in surface physics, because
it can be used as promoters of some chemical reactions or photodesorption.
So the investigation of excited states provides important information about
the properties of adsorbed surface layers. Besides Si(001) surface structures,
with submonolayer films of V group elements (As, Sb, Bi) could be used as a
surfactants to improve heteroepitaxy Si/Ge. The aim of the work was in theo-
retical and experimental investigations of the excitation spectra of the Si(001)
surface, covered with submonolayer Sb films.

Electronic excited states were studied using time—dependent density
functional theory (TDDFT) in B3LYP/SBK++ and B3LYP/N31-6/SBK**
approaching. The TDDFT absorption spectra of Sb/Si(001)-0.5ML and Sb/
Si(001)-1ML surfaces were obtained. The position of the absorption maxi-
mum for Sb/Si(001) system is ~3.8eV in good agreement with experiment.
The absorption maxima are identified with 6(Sb—Si)— ¢*(Si-Si, ) transi-
tions between bonding state of the Si—Sb backbonds and antibonding bulk
states Si—Si.

The absorption edge for the Sb/Si(001)-0.5ML surface is formed by
transition between silicon surface dimer bonding state and Sb—Sb addimer
antibonding state. The absorption edge for the Sb/Si(001)-1ML surfaces is
formed by transition between Sb—Si backbond bonding state and Sb—Sb ad-
dimer antibonding state. The absorption edge shifts towards higher energies
with the antimony coverage increasing from 0.5 ML to 1 ML because of
modification of the Si(001) surface structure.

Optical properties of Sb/Si(001) interfaces were investigated in a wide
spectral range (1-4.5¢V). Ellipsometric parameters (tgy and cosA) were ex-
perimentally measured by the Beatty method, and spectra of the optical ani-
sotropy were calculated. Experimental investigation of anisotropy demon-
strated the ability to identify surface Sb/Si(001) interfaces by optical meth-
ods. It is shown that homogeneous Sb films may have some surface structure,
which leads to optical anisotropy of the surface.
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Widespread silicon usage in solar energy causes need in detailed inves-
tigation of its structure effect on the optical transitions (optical transitions
determine the electrical characteristics of Si solar cells). It is known that de-
fects in crystal structure of silicon films significantly affect the efficiency of
solar cells and, in general case, optical properties of the Si films depend, not
only on the defects, but on their structure. This work is aimed at determining
the optical properties of thin Si films from structure of defects in it.

Optical properties of the films were investigated in wide spectral range
(250-1200nm) by the spectroscopic ellipsometry. Ellipsometric parameters
(tgy and cosA) were experimentally measured near the Si pseudo Brewster
angle at different wavelengths, and spectra of the optical conductivity c(4v)
were calculated. Optical studies have shown that the undoped nanocrystalline
silicon films thickness increasing from 3 to 100nm leads to the shift of the
absorption maximum at shorter wavelengths. In this case, there is a correla-
tion between surface inhomogeneties size and the shift of the absorption
maximum. The sharp increase of the relief inhomogeneties size of the Si
films (if the thicknesses are more than 70nm) causes the additional absorption
bands in the optical dependencies, which specify the type of film structure:
fibrous or equiaxed.
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The ground state of atomically clean Si(001) surface in ultra-high vacu-
um is a well-known 2x1 ”dimer row” reconstruction [1]. However it’s rele-
vance for practical applications is rather limited, as the actual conditions of
technological processes in micro- and nano-electronic devices production
are far from being impurity free and thermally equilibrium. These circum-
stances lead to Si(001) reconstructions of larger periodicities, such as: 2xn,
4x4 and 8x8 [2-3].

In this contribution we present the experimental results of the scanning
tunnelling microscopy (STM) investigations of the Si(001)-8x8 reconstruc-
tion. The voltage dependent STM provides spectroscopic information on the
distribution of electronic states in the valence and conduction bands. We have
achieved atomic resolution in the empty states STM images and a dimer reso-
lution in the occupied states. Analysing the dependence of atomic size fea-
tures brightness on the bias voltage between the silicon sample and the STM
probe tip, we have been able to assign these features to individual silicon at-
oms and suggest a novel structural model of the Si(001)-8x8, which is differ-
ent from the ones found in the literature. Its basic building blocks are groups
of three silicon dimers placed in a “brick wall” arrangement. Similar to the
Si(001)-4x4 atomic structure, our suggested model is a “diluted” layer of
silicon atoms (all at identical heights) with an areal density smaller than re-

quired to build a full Si(001) atomic plane.

[1]. R.J. Hamers, R.M. Tromp, J.E. Demuth, Phys. Rev. B 34 (1986) 5343.

[2]. A. Goryachko, P.V. Melnik, N.G. Nakhodkin, T.V. Afanasjeva, I.F. Koval, Surf.
Sci. 497 (2002) 47.

[3]. L.V. Arapkina, V.M. Shevlyga, V.A. Yuryev, arXiv:1006.5472v2.
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SPECTROELLIPSOMETRY INVESTIGATION WITH AND
WITHOUT EXCITATION OF SURFACE POLARITONS
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A three-layer model of thin semitransparent metal film is proposed. The
program of calculations of direct and inverse problem of spectroellipsometry
using recurrence Airy formulas with and without excitation of surface polari-
tons was designed. Experimental study of ellipsometric parameters, namely
the azimuth of a restored linear polarization ¥ and the phase shift A between
the p- and s-components of reflected light using the method of Beatty for dif-
ferent wavelengths with and without excitation of surface polaritons for thin
Ti and Mo films of varying thickness was conducted. Experimental studies
and theoretical calculations showed the following. Solving the inverse prob-
lem for spectroellipsometry using experimentally measured ellipsometric pa-
rameters ¥ and A for 5 angles of incidence of light on the sample without
excitation of surface polaritons has shown that the middle layer of the film in
a three-layer model is corresponding metal. Its optical constants coincide
with optical constants of corresponding bulk metal. The upper and lower lay-
ers are oxides of this metal. The obtained optical constants do not depend on
the thickness of the film, which has practically no place in the conventional
single-layer film model. Another pattern is observed during excitation of sur-
face polaritons. The calculated and experimentally measured angular and
spectral dependences of ellipsometric parameters coincide only qualitatively.
The course of both curves in the figures is quite identical. Quantitative coin-
cidence is poor. The latter can be explained as follows. In the considered
three-layer model the boundaries between layers were assumed ideally pla-
nar. At the same time, the real boundaries are rough and inhomogeneous. For
specroellipsometric studies without excitation of surface polaritons latter
feels less, because of wavelength of the light which is much larger than the
film thickness so it is larger then the value of surface irregularities. The sur-
face polaritons risen in experiments feel irregularities and inhomogeneities of
the surface quite strongly, while propagating along it. The latter leads to a
disagreement between theoretical and experimental results in the case for
excitation of surface polaritons.
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APPLICATION OF ISOTOPIC SUBSTITUTION IN THE FTIR
STUDIES OF SYSTEMS WITH LINKAGE ISOMERISM

S.N. Petrov, A.A. Tsyganenko, A.V. Rudakova

St.Petersburg State University, Russia

Adsorbed complexes with linkage isomerism, first established for CO
molecules adsorbed on cationic forms of ZSM-5 and Y zeolites [1], could be
important for establishing the mechanism of catalytic reactions. In fact, ther-
mally activated energetically less favorable isomeric forms, such as CO mol-
ecules bound to the cations via oxygen atom, have H H
the excess of energy, as compared with usual C- o ¢ | 111 N
bonded species, and can be considered as the acti- Il Il
vated intermediate state in the reactions of carbon T T I T T
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monoxide with other molecules [2]. However, the
assignment of the two bands, shifted to the opposite
directions with respect to the frequency of gaseous CO was based mostly on
the intensity measurements as a function of temperature. In this work we ap-
plied isotopic substitution to establish the structure of adsorption complexes
with linkage isomerism. For CO adsorbed on ZnY, ZnZSM-5 and CaY zeo-
lites, as well as on y-Al O, the bands assigned to C-bonded species (structure
1 in scheme 2) exhibit the shift caused by '*C substitution 1.0-1.8 cm™ greater
than that following from the reduced mass ratio. For the low-frequency band
of O- bonded CO (structure 2) in the spectrum of CaY zeolite, on the contrary,
itis 0.6-1.5 cm' less. HCN interaction with oxides and zeolites could lead to
different isomeric species both for molecular (structures 3,4) and dissociative
(structures 5,6) adsorption [3]. Then, admitting of deuterated compound ena-
bles us to distinguish between the bands of molecules and CN- ions, while the
choice between the isomeric structures 3 and 4 or 5 and 6 can be done using
the results of '*C and "N substitution. Such data show that HCN dissociation
on y-Al,O, leads first to the formation of Al-NC species with isotopic shifts
differing by up to 5 cm™ from those calculated from the reduced mass of the

C-N group, in agreement with the assignment proposed by Yates et al [4].
[1]. A.A.Tsyganenko, E.Escalona Platero, C.Otero Arean, E.Garrone, A.Zecchina,
Catalysis Letters, 61, 187-192 (1999).
[2]. A.A.Tsyganenko, P.Yu.Storozhev, C.Otero Arean, Kinet. Catal., 45 (2004), 530.
[3]. A. A. Tsyganenko, A. M. Chizhik and A. I. Chizhik, PCCP 12, 6387-6395
(2010).
[4]. J Sunhee Kim, D.C.Sorescu, J. T. Yates, Jr., J. Phys. Chem. C, 111, (2007) 5416.
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ADJACENT ELC LAYERS
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Under certain conditions a solid substrate may induce an orientational
ordering in wall-adjacent layers ( so called epitropic liquid crystals — ELC).
Optical properties of these layers were studied experimentally by different
methods. The results of ellipsometrical investigation of nitrobenzene wetting
films [1] were recalculated in the framework of Drude equation in order to
obtain n(d) dependence. Polarimetric studying of plane light-guide [1] filled
with studied liquid allowed us to determine the induced optical birefringence
in symmetrically bounded interlayers, It was found that refractive index of
the film sufficiently differ from the bulk one and that induced birefringence
decreases vs layer thickness.. In order to explain this difference we used well-
known Mayer-Saupe-Neugebauer model.

According to this model it is assumed that the mean value of molecular po-
larizability does not depend on the phase state of studied liquid and on its degree
of orientational ordering. We determined that thickness dependence of mean
value of refractive index may be written in the form »(d) = \; a+b-5(d) Herea
and b are fitting constants and S(d) dependence was calculated earlier [2].
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Fig.1 shows that refractive index monotonously decreases vs the dis-
tance to the surface substrate and asymptotically approaches to the isotropic
bulk value. Fig 2. illustrates that order parameter of the interlayer S is in fact
proportional to its integral birefringence An =n, —n An(d) =mS

[1]. Altoiz B.A., Popovskii Yu. M. at al., Molecular Matérials, 1995 (95), p.113.

[2]. Popovskii A.Yu., Mikhailenko V.I. Ukr. J. Phys. 2012, vol. 57, 2, p. 224.
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GONIOPHOTOMETRY OF OPTICAL MEDIA USING
PRECISION OBJECTIVE FUNCTION MINIMIZATION
METHOD
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Angular and azimuth polarization dependences of photometric variables
of light scattered by sample with concrete dielectric function may serve as an
informative source on optical properties and features of intrinsic structure of
such sample.

In order to determine these variables the automated goniophotometric
installation on a base of a standard goniometer I'-5 is fulfilled. As a light
source the semiconductor laser that emits at a wavelength A = 655nm and
possesses the power of 3 mW is used. The instrument permits to carry out the
polarization measurements and obtain the polar dependences of the intensity
of the scattered light as well as to determine dielectric function for optical
media with different type of conductivity.

The method for determination of such optical characteristics as absorp-
tion coefficient and refractive index is developed. Optical characteristics of
strongly scattered glasses and some standard filters (color glass) produced in
Izum Optical Instrumental Plant, Kharkiv region, Ukraine, were measured.

To determine the optical constant of such glass samples the method in-
volving measurement of a transmittance of sample within angles of incidence
from 0 ° to 55 © and using experimental results as preliminary ones for further
approximation as well as a selection of the optimality criterion with its mini-
malization due to the precision objective function. Minimization of this func-
tion leads to obtaining the required characteristics. For laser radiation at a
wavelength of 655 nm the absorption coefficients of several glass samples
were determined. The accuracy of the numerical results of the absorption
coefficient is of 0.5-1%.

The second important characteristic of the above-mentioned material
within the visible is the refractive index. The method for obtaining this char-
acteristic based on the Brewster’s angle definition measurement is realized.
Its mathematical algorithm may minimize the difference between the experi-
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mental and the calculated data using at least five experimental points due to
different angles of light incidence. When the Brewster’s angle is determined
then it is possible to find the refraction index. The accuracy of its determina-
tion is of 1-3%.

In the installation the additional device using polarized light permits to
provide the measurement of the Stokes parameters for scattered radiation and
obtain the Mueller matrix of appropriate optical media at different angles of
light incidence.
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ELLIPSOMETRY OF CONTACT SURFACES AFTER THEIR
TREATMENT BY FEMTOSECOND LASER PULSES

M.M. Negrub', D. Hélie?, O.G. Lopatynska', LV, Yurgelevych',
L.V Poperenko'*
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We present ellipsometric measurements of the bonded area between
optical materials joined according to the method from ref [1]. Assemblies
that were inspected include fused silica-silica (sample 1), fused silica-copper
(sample 2) and fused silica-silicon (sample 3). The bonded interface of each
sample is composed of numerous laser weld seams at their periphery in a
closed shape pattern so as to seal the inner part inside which optical contact
is maintained. A Coherent REGA 9050 Titanium-sapphire femtosecond laser
system with wavelength 790 nm and pulse width 7= 70 ps was used for laser
welding of the samples. The optical polarization parameters of the examined
sample were evaluated using a laser ellipsometer with light wavelength
A=632 nm. The ellipsometric parameters, such as the phase shift 4 between
the p- and s-components of the polarization vector and the azimuth ¥ of
the restored linear polarization, were obtained as dependencies on the light
incidence angle ¢. The azimuth of samples 1 and 2 did not demonstrate any
feature in comparison to the typical curve ¥(p) attributed to the dielectric media.
Therefore, conclusive measurements of 4(¢p) and ¥(p) were not obtained for the
3 samples. The angular dependencies 4(p) of the fused silica-silica sample
are plotted in Fig.1 for a range of angular values including the Brewster’s
angle ¢, as defined at 4 = 90°.

180

Fig.1. Angular dependence of the ellipso-
metric parameters A for the central area (op-
tical transmission window) (curve 1) and the
weld seam (curve 2) of the fused silica-silica
sample

54,0 54,5 550 55,5 56,0 56,5 57,0
¢, degree
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The value of ¢, for the weld seam is slightly less than the value ¢, of
optical transmission window. The dependence 4(p) for optical transmission
window of the fused silica-silica sample is characterized by smoother curve.
However, there is an abrupt change of ellipsometric parameter A in the vi-
cinity of the Brewster’s angle for the weld seam of the fused silica-silica
sample. Such behavior of ellipsometric parameter A may be explained by the
material modification inside glass following femtosecond laser irradiation.
This change is typically characterized by a densification and change in refrac-
tive index, and may also be characterized by a strong birefringence inside the

welded area.
[1]. D. Hélie, F.Lacroix, R. Vallée, Journal of Laser Micro/Nanoengineering. 7,
(2012), 284.
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We studied the peculiarities of structure of orientationally ordered wall
adjacent layers of some nonpolar organic liquids with long chained mole-
cules (epitropic liquid crystals — ELC) near solid substrates of different na-
ture. It was measured the dichroism of admixtured absorption of dilute sudan
solution in unsaturated hydrocarbon hexadecane (Cl 6H3 4), which is charac-
terized by high degree of molecular anisometry. The method allowed us to
obtain the reliable results under the condition of isomorphism of guest and
host molecules.

Earlier [1-3] it was found the anomalous behavior of IR, UV absorption
spectra and reological characteristics of thin interlayers of this liquid, which
is connected with formation of ELC layers with homeotropic texture near
solid substrate.

We used two different geometries of our experimental cell — “on the lu-
men” (liquid in the layer) and “along the layer” (liquid in the gap). In the first
case quartz substrates were covered by ultrathin semitransparent metal film

10 : : : and in the second one— the specimen
was placed between two non-transpar-
- ent metal plates.

It was found that the nature of the
substrate essentially determines the
ELC thickness in contrary to the value
of the order parameter S of the layer
0.1 which is almost the same (S~0.27-

0.01 1 100 0.33). Fig.1 illustrates the dependence
i o of ELC layer thickness d vs the thick-

ness & of metal film disposed on the substrate.
[1]. Popovskii Yu.M., Derjaguin B.V., Altoiz B.A. DAN SSSR, 1991, 317,1, p. 130.
[2]. Vettegren V.I., Tupitsina A.I., Pisma ZhTF, 1998, 24, 10, p. 24.
[3]. Altoiz B.A., Kiriyan S.V. IFZh, 2010, 83, 3, p..608.

d;, mem
|
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WETTABILITY AND MORPHOLOGY PROPERTIES
OF POLYTETRAFLUOROETHYLENE TREATED BY
v-IRRADIATION NEAR THE MELTING POINT
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Polytetrafluoroethylene (PTFE) has gradually developed to become the
material in numerous applications. By virtue of its versatile characteristics,
its potential use in a modern technological society appears limitless— rang-
ing from electrical and electronics, biomedical, mechanical and chemical to
agricultural and aeronautical applications. Among the disadvantages of PTFE
are high creep coefficient, low wear resistance and low radiation resistance.
y-irradiation of PTFE at temperature above the polymer melting point is a
promising technique which imparts unique properties to PTFE. But the na-
ture and the structure of PTFE modified in this way are still not enough un-
derstood. Earlier we have shown that PTFE subjected to y-irradiation under
this condition gains color and fluorescent properties [1,2].

In the present work wettability and optical transmittance properties of
y-irradiation of PTFE were evaluated using contact angle, scanning electron
microscopy tests. Irradiation below the melting point does not change quan-
titatively PTFE morphology. PTFE structure rearranges drastically under ir-
radiation above the melting point. New morphology units, spherulites of size
about 50 mm, are formed, the spherulites consisting of radially extending fi-
brils, and porosity decreases substantially. The change in surface energy with
irradiation treatment was assessed by measurement of the sessile contact an-
gles. It was evident that an increasing irradiation dose did not result in an
appreciable change of wettability. Samples of PTFE irradiated in air exhibit
greater hydrophilicity and less transparent than the irradiated samples in vac-

uo at a temperature of melting.

[1]. Konova E.M., Sakhno Yu.E., Khatipov S.A.et.all. physics and chemistry of
solid state. 2011.-V. 12, Ne 4. P. 1018/

[2]. Khatipov S, Nurmukhametov R, Sakhno Yu. et all. Radiat Phys Chem 2011,
80(3):522.
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LASER-INDUCED INCANDESCENCE OF SURFACE
LAYERS WITH TEMPERATURE-SENSITIVE ABSORPTION
COEFFICIENT

S.E. Zelensky", A.V. Kopyshinsky

Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
“Corresponding author: zele@univ.kiev.ua

As is known, powerful pulsed laser irradiation of light-absorbing objects
(microparticles, surfaces) produces visible thermal emission (laser-induced
incandescence, LII). Such pulsed thermal emission is observed in soot aero-
sols, organic fuel combustion flames, suspensions of black particles, poly-
mers and oxide glasses with particulate impurities, surface layers of materials
with high enough absorption coefficients, etc. A distinctive feature of LII is
its essential non-linear response to the variations of laser excitation power.
The non-linearity of LII seems to be a promising property for possible ap-
plications for monitoring the processes under powerful laser irradiation. For
example, the factor of non-linearity of single-wavelength LII can be used for
estimation of temperature of laser-heated objects.

In the present work we investigate theoretically the effect of tempera-
ture-induced changes of absorption coefficient of laser-irradiated surface on
the non-linear properties of LII. Calculations of local temperature values in-
side the sample were performed with the use of heat transfer equation

div(x gradT)+W =c, 2—7;

with pulsed-laser heat source function W (7,t) = oF (F,1)

for a bell-shaped laser pulse with duration of 20 ns and Gaussian cross-
beam laser power distribution. The values of pulsed LII signals /[, were
calculated with the use of Planck’s blackbody function by integrating over
the irradiated surface and over time.

In the calculations, the dependence of absorption coefficient on tempera-
ture was considered as linear and non-linear growth. The results of calcula-
tions show that the increase of absorption with temperature causes significant
effect on the behavior of LII with changing the laser power. For temperature-
sensitive surfaces, the non-linearity factor y = (dI /L ) / (dF/F) becomes
a rising function of laser power F', whereas usually for o = const factor y
decreases with the increase of F'. The effect is most pronounced for non-
linear functions a(T ) The possibilities of experimental observation of the
predicted effect are discussed.
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LASER-INDUCED INCANDESCENCE OF SILICON UNDER
1064 NM EXCITATION
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A.S. Kolesnik
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When laser radiation heats up the absorbing media skin layers to incan-
descent temperature, the observed thermal emission is called LII (laser-in-
duced incandescence). It is supposed that LII can provide useful information
for laser surface treatment, monitoring of surface temperature, roughness,
presence of protective layers on the surface etc.

In this work we studied the LII of a crystal silicon surface under YAG:Nd
laser irradiation. Lasing wavelength in this case corresponds to the funda-
mental absorption edge which results in low absorption and in a possibility to
heat up a relatively thick surface layer of the sample. Also due to a strong
temperature dependence of absorption coefficients of silicon there is a pos-
sibility to realize a nonlinear absorption LII experiments.

The experiments show that incandescence of silicon surface in the visi-
ble spectral range appears after a preliminary surface irradiation by a few tens
of'laser pulses with the intensity above the threshold (approximately 150 MW/
cm?2). Besides, the appearance of LII was accompanied by appreciable
changes of physical characteristics of the irradiated spots, including the sur-
face morphology which was investigated with the use of AFM. Possible
mechanisms of the observed increase of LII with the irradiation dose are
discussed.

For a laser-irradiated spot of silicon surface, it is observed that the pa-
rameter of non-linearity of LII

_diy /Iy
dF/F

increases with the increase of laser excitation power F . Such behavior
seems to be anomalous as compared with other objects (carbon black suspen-
sions, carbon surfaces, carbon-doped glass). As a mechanism of the men-
tioned abnormality the dependence of absorption coefficient on temperature
is considered.
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RAMAN SCATTERING OF DNA IN CONFINED VOLUME OF
PHOTONIC CRYSTAL
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Active search for new materials with controllable optical properties has
resulted in the invention of new class of optical materials called photonic
crystals. These materials consist of periodically arranged dielectric globules
or cavities with sizes comparable to the wavelength of light [1].

An infiltration of biological molecules in PC leads to a change of dielec-
tric property of environmental medium between the structural elements of PC
and the change in stop zone formation. On the other hand, the optical prop-
erty of biological molecules, introduced in the confined volume of the pho-
tonic crystal air holes, could be changed also. DNA, being a unique molecule,
has a size that is close to the spacing between structural elements in synthetic
opal. That is why the goal of our study is to register Raman scattering (RS)
modes of separated DNA molecules in confined volume.

In our experiments we used the DNA water solution (1 mg/ml). RS spec-
tra have been registered with Renishaw in Via Raman microscopy instrument
in the 200-2000 cm™'. Nanodisperse silica globules were synthesized by the
Stober method[2]. Growth of the photonic crystals was achieved by subse-
quent natural sedimentation.

The RS marker bands of DNA were drastically changed after its infiltra-
tion in the porous of opal. A structure of the DNA molecule in confined vol-
ume could be used as a model of DNA folding in the living cell.

We thank Nanotwinning FP7 (project ID 294952) and Russian-Ukraini-

an project 60-02-12 from financial support.
[1]. Sakoda K. Optical Properties of Photonic Crystals, Springer-Verlag (2005).
[2]. W. Stober, A. Fink, E. Bohn. J. Coll. Interf. Sci., 26, 62, (1968).
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INTERMOLECULAR INTERACTIONS IN A TERNARY
SYSTEM “GLYCEROL - PHOSPHOLIPID - WATER”
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An important aspect of modern biophysical studies concerns interaction
of biologically-active substances with model lipid membranes. Alongside
with drugs and vitamins the same approach seemed also promising for cryo-
protectors, e.g. glycerol and its derivatives.

The ternary system “glycerol — dipalmitoylphosphatidylcholine (DPPC)
— water” has been studied by differential scanning calorimetry (DSC) in a
wide range of glycerol to lipid ratio (GLR) values. Shifts of the DSC peaks of
phase transitions of the DPPC-based multibilayer structure (AT and AT -
the main transition and pre-transition, respectively) were plotted as function
of GLR (the method of quazi-binary phase diagrams). The obtained depend-
ences appeared to be non-monotonous and sign-changed. The largest positive
AT _ corresponded to GLR ~5, and the change in AT_sign was observed at
GLR ~ 7. When plotting AT and AT, against glycerol concentration in water,
the character of the dependence remains unchanged (the corresponding glyc-
erol concentrations are ~45 and ~60 wt. %).

The result obtained points on the complex character of intermolecular
interactions in the system. FTIR spectra have been obtained, confirming the
presence of specific interactions between the system components. Implica-
tions of the obtained results for further understanding of cryoprotector prop-
erties of glycerol are discussed.
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THE SPECTRAL RESPONSE OF THE INTERACTION
BETWEEN OLIGOADENYLATES AND HIGH-MOLECULAR
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The biological macromolecules of the ribonucleic acids (DNA and RNA)
and high-molecular pi-electron-containing proteins are well known as vitally
important high-molecular compounds for all living organisms. They are the
smallest building blocks of any living creature that is why interactions be-
tween them play a significant role in the functioning of all biological systems.
Furthermore, synthetic nucleotide derivates (“small” molecules comparing
with the biomacromolecules mentioned above) that can bind to a specific
target macromolecule are used in the medicine as immuno-modulators and
antivirus drugs. The electronic properties of all these compounds are con-
nected with presence of the chromophores (pi-electronic groups) in their cells
and manifested in the optical (near “biologically active” ultraviolet, visual
and near infrared) wavelength range. Thus, these properties and any changes
of them induced by chemical or conformational changes can be detected us-
ing optics spectroscopy.

The electronic energy structure of the ribonucleic acids and high-molec-
ular proteins were the main objects of many researchers and studied enough
(see, for example, our work [1]). But mechanisms of the interaction between
these biomacromolecules are not clear for possibility to control the processes
of this interaction and to produce new effective drugs. This work is devoted
to the study of these mechanisms. The optical absorption, fluorescence and
phosphorescence of the monomers (nucleotide: adenine (A), amino acids:
tripthophane (Tr), Tyrosine (Ty), phenilalanine (Ph)), “small” synthetic nu-
cleotide derivates containing A-links (oligoadenilates), binary solutions of
the DNA /RNA / oligoadenilates with high-molecular pi-electron-containing
proteins, the mixtures of A with Tr / Ty / Ph were investigated. The mixtures
were prepared under specific conditions. The spectral response of the binding
of the oligoadenilate to the proteins was fixed: the complexes (like AT-com-
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plexes in the DNA) between A and amino acids are formed. The mechanism

of these complex formations is studied and discussed.
[1]. V.Yashchuk, V.Kudrya, S.Levchenko, Z.Tkachuk, D.Hovorun, V.Mel’nik, V.
Vorob’yov, G.Klishevich. // Mol. Cryst. Liq. Cryst.- 2011.- V.535.- P.93-110.
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STUDY OF THE SELF-ASSOCIATION OF DNA-BINDING
DRUGS USING DOSY NMR SPECTROSCOPY
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In the present work we used Diffusion Ordered NMR SpectroscopY
(DOSY, 600 MHz) to determine thermodynamic parameters of the self-asso-
ciation of the set of typical drug molecules which bind with DNA by interca-
lation or minor groove binding modes. The set of self-association models,
either dependent or not on the hydrodynamic shape of aggregates, have been
applied in order to evaluate the values of the equilibrium association con-
stant, K, viz. dimer, indefinite association (EK-model), cylinder, ellipsoid and
sphere, each of which includes or excludes the intrinsic attenuation of the
association constant on aggregate growth. As a reference we used K values of
constants derived from a 'H chemical shift dataset using the EK model, the
most widely used approach to study molecular assembly by means of NMR.
The results of computations over a large set of molecules have shown that
none of the tested models was able to reproduce the K values derived from
chemical shift measurements for the whole series of studied molecules. An
alternative approach based on the empirical dependence of diffusion coeffi-
cient of an aggregate as a function of the number of molecules in it was sug-
gested and showed the most satisfactory agreement with 'H chemical shift
data. These results open up the possibility of further application of DOSY
NMR to study molecular hetero-association in solution.
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THE Co AND Ni IONS EFFECT ON THE DNA
MACROMOLECULE SPECTRAL PROPERTIES AND
PHOTOSTABILITY
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Specificity of biological reaction (metal — deoxyribonucleic acid(DNA))
allows, for the low concentrations of heavy metals, define and estimate influ-
ence of these metals on the DNA macromolecule and to the DNA degradation
rate. The purpose of this work is research the influence of metal ions on the
spectral properties of DNA.

The studies of the physical aspects of interaction of Co and Ni ions with
DNA are useful for understanding the low-level mechanism of their interac-
tion. Optical methods of investigation have significant advantages over other
methods because they are non-destructive and can be used to study investi-
gated materials in different states.

The optical absorption, fluorescence, phosphorescence in UV and visible
spectral range, and effect of light irradiation on spectral properties of DNA
with presence of cobalt and nickel ions are studied. Quantity of metal ions
varies from 1 ion to 500 base pairs of DNA to 2 ions per one base pair.

It is shown that the shape of fluorescence and phosphorescence spectra
of the DNA do not change in presence of cobalt/nickel ions, but their inten-
sity depends on number of metal. Influence of Co and Ni ions on the DNA
luminescence is compared. The possible mechanisms of interaction and exci-
tation transfer ways were examined.

The conclusions concerning the influence of cobalt and nickel ions of

different quantity on the DNA photostability were made.
[1]. Yashchuk V., Kudrya V., Gryn D., Yatsenko L., Volchenskova I., Naumenko A.,
Journal of Molecular Liquids 153 (2010) 159-161
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Acoustic spectra of protein solutions comprise rich information on the
internal dynamics of solvated globule in the entire sub-nanosecond to micro-
second range. To extract this information investigators usually apply the least
squares fit of the measured sound attenuation spectra to theoretical expres-
sion denoting a sum of a preassigned number of discrete relaxation terms.
Such simple approach, in favorable cases, allows of retrieving kinetics of
thermally driven transitions between protein conformational states. Howev-
er, due to multiplicity of protein conformational states, the choice of the num-
ber of relaxation components is often complicated leading to ambiguity of the
analysis results [1, 2]. The most justified way of a multicomponent spectral
decomposition, which yields a unique solution, is based on a maximum en-
tropy method (MEM). MEM has been already used successfully in a variety
of fields, including radio astronomy, NMR, fluorescence, and ligand rebind-
ing.

In the present paper the MEM-assisted analysis has been first applied in
acoustic spectroscopy. The sound attenuation spectrum of HSA solution
measured in the previous study [2] has been decomposed into six discrete
relaxation components by the adapted MEM algorithm. The relaxation times
of four components observed on nanosecond scale have been assigned to
conformational changes of the atomic groups located on the protein surface.
Two additional kinetic components exhibiting microsecond kinetics have
been considered to reflect mobility of rigid protein segments located in the

globule interior.
[1]. Hushcha T., Kaatze U., Peytcheva A. // Biopolymers. - 2004. - 74.- P. 32-36.
[2]. Hushcha T., Peytcheva A., Kaatze U. // J. Phys. Condensed Matter.- 2002.- 14.
- P. 9461-9464.
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The development, investigation and implementation of electrolyte sys-
tems of different nature, notably organic liquid electrolytes, ionic liquids,
polymer electrolytes and inorganic solid electrolytes, are of interest. In brief
the electrolyte systems can be conditionally divided as follows:

- polymer + organic liquid (polymer gel)

- polymer + ionic liquid

- polymer + inorganic solid electrolyte + ionic liquids

- polymer electrolyte + ionic liquid

- polymer electrolyte + ionic liquid + liquid organic electrolyte

- ionic liquids + liquid organic electrolyte

- polymer electrolyte + inorganic solid electrolyte.

The blends consisting of two and more electrolytes are used and studied
for obtaining electroactive polymer materials (EPM) with combined merits
of selected electrolytes.

The present work shows (results of various structural studies) that the
doping of the hybrid organic-inorganic polymer systems (HOIS) based on
urethane oligomers (UO) and metal silicate (MS) by the molecules of ionic
liquids (IL) based on morpholine leads to destruction of the mineral phase
with the simultaneous formation of new crystalline structures due to MS/IL
reactions. Contrariwise, synthesis of EPM based on UO and IL results in
amorphous grain-oriented structural organization and formation of the ion
conducting cluster with the DC conductivity level o, .~ 10°-10* S/cm, AC
conductivity level 6"~ 102-10 S/cm and permittivity ¢ ~ 10°-10° (results of
various spectroscopic studies).

Acknowledgement. The results were obtained in the CTIA NASU.
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Regarding the phonon dispersion polymers w(k), and in particular poly-
ethylene (PE), in the literature there are large differences [1-4 etc.]. This is
due to the arbit-rary choice force fields in the classical methods of calculating
wo(k), and with the inaccuracies of quantum-chemical calculations (QChC).
Even with QChC errone-ous results for the frequencies of transverse (TA)
and longitudinal (LA) acoustic modes: v, = 830 cm™>v , [2]. In this regard,
we have carried out QChC (Gaus-sian-03), and detailed studies of the Raman
(488 nm) and IR spectra of PE. Only a detailed analysis of the QChC and
their coordination with the spectral data for the first time allowed us to find
the true phonon dispersion of all 18 branches w(k), part of which is shown in
C,,H,, for fig.a. Here L and A - length PE molecule and the length of the vi-
brational waves, additional index S and A correspond to symmetric and an-
tisymmetric vibration versatile CH, groups.

In many works is that the rocking v, the twisting v.. , wagging v, defor-
ma-tion v, and stretching vibrations v, of the CH, groups PE form a separate
zone. But from fig.a shows that vibrations v, coexist withv_ ., and v, - with
V.. and just wagging vibrations v, . and v, form a single phonon zone. On
fig.b shows the structure of the valence band PE v, in the Raman spect-rum.
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Together with the narrow lines nanocrystallites (NC) ~10 nm v, =2849 and
Veua=3883 cm (Ic, 2¢) observation the wide bands 2858 and 2893 cm™ (1a,
2a) of vibration v, and v, in the amorphous phase (AP). Two additional
bands 2a’ and 2a” with frequen-cies of 2932, 2965 cm™ and the observation
of similar bands in the IR spectrum of the overtone 2v, convincingly
demonstrated the presence of three AP of PE.

[1]. R.Zbinden, Infrared Spectroscopy oh Hihg Polymers, Acad. Press, 1964.

[2]. Jin-Wu Jiang, Junhua Zhao, Kun Zhou, and Timon Rabczuk, J. Appl. Phys.
2012, v. 111, 124304 .
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Viral diseases belong to the most serious threats for the mankind nowa-
days. All virus particles (known as virions) contain the core with the nucleic
acid (either DNA or RNA) that carry genetic information of the specific virus.

Mosquito iridescent virus Aedes flavescens (AflV) is a large (200 nm in
diameter) icosahedral lipid-containing virus which affects mosquitos of Ae-
des, Culex, Culizeta genera as well as freshwater fish and, therefore, can
cause huge losses for industrial fish breedings. The AfIV virion consists of a
core of genetic material (double-stranded viral DNA (dsDNA)), surrounded
by a capsid (icosahedral protein shell) which is covered by external lipid shell
and internal lipid membrane. Infectious pancreatic necrosis virus (IPNV) is a
small (60 nm in diameter) virus that causes severe disease of salmonid fish,
especially trout and salmon. The IPNS virion consists of a double-stranded
viral RNA (dsRNA)), surrounded by a protein capsid.

The aim of the work was to compare spectral properties of the AfIV and
IPNV virions and to reveal the correlation between the composition of the
two types of virions (different types of nucleic acids, different capsid pro-
teins, presence and absence of lipid shells) and their spectral properties. Such
a correlation might be an efficient tool for distinguishing viruses of different
type by means of optical spectroscopy.

Measured are absorption, fluorescence, fluorescence excitation, phos-
phorescence and phosphorescence excitation spectra of the AfIV and IPNV
virions in different buffers at the room and low temperatures.

It is concluded that the analysis of low-temperature virion
phosphorescence makes it possible to identify the type of nucleic acid (DNA
or RNA) inside the virus.
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THE PECULIARITIES OF THE DNA PHOSPHORESCENCE
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It is well known the biological macromolecules of the ribonucleic acids,
DNA and RNA, are vitally important high-molecular compounds for all liv-
ing organisms. On the one hand, they contain and transfer the genetic infor-
mation, and together with high-molecular proteins are the smallest building
blocks of any living creature. On the other hand, the electronic properties of
these biomacromolecules are connected with presence of the chromophores
(pi-electronic groups) in the nucleotide cells in their chains and manifested in
the optical (near “biologically active” ultraviolet, visual and near infrared)
wavelength range. This fact gives the ground to apply optics spectroscopy for
the RNA / DNA electronic structure study. Finally, taking into account scien-
tific works in biological engineering and the rising possibilities to modify the
genetic information, the study of electronic properties of the DNA (including
nature of phosphorescent centers) and interaction between its structural units
are an important task of various areas of the science.

The electronic properties of the DNA / RNA were the main objects of
many researchers (see, for example, [1]). But the majority of them did not
clear the nature of luminescent centers of the RNA and DNA completely. The
results of our previous works [2] showed the main triplet electronic excita-
tions traps (responsible for phosphorescence) in the DNA,
d(CCCGGGTTTAAA) oligonucleotide and a number of low-molecular nu-
cleotide compounds are the complex formed by adenine (A) and thymine (T)
chromophores. This work is devoted to the study of this complex nature. The
optical absorption, fluorescence and phosphorescence of A and T monomers,
their mixtures and the DNA were investigated. The mixtures were prepared
under specific conditions. AT-complex in the mixtures is formed. The mecha-

nism of this complex formation is discussed.

[1]. 1. A.A.Lamola, M.Gueron, T.Yamane, J.Eisinger, R.G.Shulman // J.Chem.
Phys.- 1967.- V.47, N3.- P.2210-2217.

[2]. 2. V.Yashchuk, V.Kudrya, M.Losytskyy, H.Suga, T.Ohul’chanskyy // J.Mol.
Liq.- 2006.- V.127, Iss.1-3.- P.79-83.
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One of the main tasks (connected with ecological problems) of the mod-
ern scientific world is the purification of natural water polluted by hazardous
compounds. It is known there are some high-water-soluble compounds low
concentrations of molecules of which even are very toxic. That is why the
development of new high-effective principles, methods and equipments of
such molecules detection and extraction from water is the very actual task.
One of such compounds is phenol. On the one hand, the electronic properties
of phenol are connected with presence of the chromophores (pi-electronic
groups) in it molecules and manifested in the optical (near “biologically ac-
tive” ultraviolet, visual and near infrared) wavelength range that can be de-
tected using optics spectroscopy. In the present work the applying of optical
spectroscopy methods to phenol express detection were examined.

On the other hand, the detection of extremely low concentration of phe-
nol molecules requires the methods of some phenol molecules previous ac-
cumulation. The variant of this task solution is the use of functional polymer
macromolecular complexes with spectral response (in optical range) and
chemical structure that allows the non-native impurities to be sorbed from
environment and easily detected by optical spectroscopy methods. For this
purpose the intramolecular polymer complex — poly(vinylalcohol) with
poly(acrylamide) grafted copolymer (PVA-PAA ) — possessing such proper-
ties was used. In this work the investigations results of PVA-PAA  sorption
properties by the optical spectroscopy methods were described, the mecha-
nisms of phenol molecules sorption were discussed, and efficiency of purifi-
cation of natural water by PVA-PAA -films was examined. The data obtained
give the possibility to create the high sensitive sensors with the spectral re-
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sponse for the detection (and concentration measurements) of phenol mole-
cules from polluted water. Besides, PVA-PAA  copolymer can be used for
effective purification of natural water polluted by some hazardous com-
pounds.
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THE LUMINESCENT MATERIALS FOR POWER SAVING
LIGHT SOURCES BASED ON CARBAZOLECONTAINING
COMPOUNDS
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The electrical energy saving is an important problem for the conserva-
tion of natural resources. The significant part of produced energy is utilized
by light sources. That is why one the main tasks of the modern technology
world is the design of high efficient materials for effective energy saving
source of light.

Our paper presents some results of investigations of the optical absorp-
tion and luminescence properties of vinilaromatic carbazolecontaining com-
pound (specially designed for electroluminescent devices production) are
presented. The effect of various technology film deposition on their spectra
and intensities of luminescence were discussed. The compounds investigated
are mainly chemical dimers, trimers of carbazole, two of them include five-
six carbazole groups. The optical absorption, fluorescence and phosphores-
cence of these compounds in solutions, powders and films (obtained by two
technologies of deposition) were studied at 293K and 77K. It is proved that
the spectral properties of above mentioned compound in solutions are deter-
mined mainly by n-electron systems of carbazole groups and the weak inter-
action between them exists. The nature of luminescence (fluorescence and
phosphorescence) of the investigated compounds is discussed. The investi-
gated compounds films manifest the main impurity contribution in their fluo-
rescence and phosphorescence spectra contrary to their correspondent solu-
tions spectra (with carbazole nature). In a number of cases the influence
n-electron groups each other leads to domination the phosphorescence in lu-
minescence spectra. The effects of difference in deposition technology on
spectral properties of investigated compounds as well as their applications in
sensor systems and OLEDs are discussed.
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INVESTIGATION OF pH-DEPENDENCE OF THE OPTICAL
PROPERTIES OF MELANIN IN AQUEOUS SOLUTIONS
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Melanins are perspective for physical studies due to their special char-
acteristic - these polymers are electrical conductors showing photoconductiv-
ity in the solid state. However, this property appears only while humectation
of melanin. In this regard, we studied of optical properties of melanin of
natural origin (fungal) in aqueous solutions with different pH.

Changes in the optical properties of aqueous solutions of melanin were
monitored over a pH range from 1 to 12. It was revealed that the solubility of
melanin strongly depends on the pH. At pH = 1 melanin is practically insolu-
ble in water while rising of pH the solubility of melanin increases.

Melanin has black color and in absorption spectra broad structureless
band in the range of 200-900 nm is observed. At pH = | in the absorption
spectra of melanin in the range of 200-300 nm appears structure - bands with
maxima at 230 nm and 270 nm. At neutral and high pH absorption spectra
remains structureless. In the luminescence spectra of neutral solutions band
near 500 nm is observed. Increasing of pH to 12 does not affect the position
of band or the intensity of luminescence. By reducing of the pH to 1 lumines-
cence spectra changes fundamentally: drastic increase of the intensity of lu-
minescence, while maximum of band shifts to the short-wave area - up to
460 nm. The nature of the investigated phenomena is discussed.
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All cellular organisms need thymidylate ({TMP) for the replication of
their chromosomes, as dTMP is required for the biosynthesis of dTTP, a
building block of DNA. Cells can produce thymidylate either de novo from
dUMP(2’-deoxyuridine 5’-monophosphate) or incorporate thymidine using
thymidine kinase. The de novo pathway of dTMP synthesis requires a spe-
cific enzyme, thymidylate synthase, which methylates dUMP at position 5 of
the pyrimidine ring. There are two pathways for thymidylate synthesis, each
utilising a different thymidylate synthase enzyme: ThyA (EC:2.1.1.45) and
ThyX (EC:2.1.1.148). Both enzymes convert dUMP to dTMP, but there is no
sequence identity between the two enzymes, and their mechanisms of action
differ. Only ThyX uses FAD (flavin-adenine dinucleotide) as cofactor. Be-
cause ThyX proteins were found in many pathogenic bacteria and not in
mammals, they can be promising antimicrobial target.

The aim of the work was to study dUMP binding affinity by ThyX pro-
tein from the hyperthermophilic bacterium Thermotoga maritime. This pro-
tein is very stable at high temperatures which allows studying it in a wide
range of temperature.

We used absorbance, steady state and time resolved fluorescence spec-
troscopy. Spectra were registered for samples in 50mM Hepes buffers with
different salt concentration (0.05 - 500 mM NaCl) and in range of tempera-
ture from 293 K to 343 K.
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The aim of our paper is to evidence the influence of gamma radiation on
the induced birefringence of Poly (vinyl alcohol) stretched foils with differ-
ent thickness. Thin foils of PVA with different thickness were prepared and
dried without modifying their separation surfaces. The polymeric foils were
irradiated from 15 minutes to 4 hours using a 60 CO source for Gamma ra-
diation. The induced by stretching under heating birefringence of PVA films
was measured with a Babinet Compensator. Physico-chemical processes
(photo stabilization, photo degradation, oxidation) induced by irradiation of
polymer matrix influence both the stretching degree and the anisotropy of
etired foils. An increase of birefringence versus the stretching degree of the
PVA foils was evidenced for all studied samples. The dependence of the bire-
fringence on the films thickness was also confirmed. The induced birefrin-
gence of studied polymer foils was influenced by: stretching degree foils
thickness and exposure time.
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The need of polymeric carriers permitting controlled release of a desired
drug following oral administration has led to the screening of a large variety
of synthetic and natural polymers. This paper reports the effects of UV radia-
tion on in vitro evaluation of glucose release from the polyvinyl alcohol foils.
The dependence of the glucose release profile from PVA is made for different
exposure time (15 minutes to 6 hours) and for different drug content from the
polymer matrix. The mechanism involved in drug release process is evaluat-
ed using Korsmeyer—Peppas empirical equation. The surface tension is deter-
mined by contact angle measurements using the sessile drop technique with
four liquids and the changes induced by the glucose on the surface polarity
are evaluated.
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Thioflavin T (ThT) is widely used for the detection and study of the
amyloid fibrils structure. The dye has low fluorescence quantum yield in
aqueous solution, which increases by thousands of times when the dye is in-
corporates into amyloid fibrils. According to our data the main reason of this
phenomenon is the rotational motion of benzothiazole and aminobenzoyl
rings relative to each other in solution of low viscosity and restriction of this
motion on ThT incorporation in amyloid fibrils. Photophysical properties of
ThT are substantially determined by the methyl group at N5 atom of benzo-
thiazole ring. The presence of this group not only prevents a planar configura-
tion of the ThT molecule but also diminishes the energy barrier of internal
rotation.

In this work two different analogues of the ThT, which differ from ThT
by the lack of a methyl group at the nitrogen atom of benzothiazole ring were
studied. It is shown that these analogues of the ThT, in contrast to the ThT,
have significantly different pKa values characterizing protonation of the ni-
trogen atom of benzothiazole of the ring. In ThT pKa of this group lies in the
alkaline pH range while the pKa of the ThT analogues is in acidic pH. In solu-
tions with pH 2.0, which were used in our studies, there is probably a mixture
of neutral and charged forms. The properties of cationic form are similar to
those of ThT. It is shown that the absorption spectrums of the ThT analogues
are significantly changed when they are bound to amyloids.

This work was supported by RFBR (grants Nel3-04-02068,
12-04-90022-Bel_a and 12-04-01651).
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Self-assembly of mesoporphyrins on different polymer matrices attracts
essential attention of scientists due to their potential applications in nano-
medicine and nanotechnology including design of nanodevices, fabrication
of light-harvesting systems etc. Meso-substituted tris(N-methylpyridinium)
porphyrin (TMPyP?") is a tricationic analog of tetracationic porphyrin TMP-
yP4, which can be easily functionalized, e.g. with a carboxyalkyl group, to
allow the covalent attachment of other molecules. In recent years a conjuga-
tion of TMPyP*" with various ligands was used to achieve the selective stabi-
lization of G-quadruplex structure of telomeric DNA [1], as well as for the
development of efficient chemical nucleases and photocleavage agents of
DNA. In the present work the self-assemblies TMPyP** on the polyanionic
inorganic polyphosphate (PPS) in aqueous solution were studied employing
different spectroscopic techniques and DFT calculation method.

From the fluorescence quenching of the bound TMPyP** molecules and
their Raman spectra we conclude that porphyrin chromophores form the sta-
ble n-m stacking-assemblies onto PPS polyanions. The transformation of the
Soret band in absorption spectra at different TMPyP**/PPS concentration ra-
tios evidences that these assemblies are mixtures of J- and H-aggregates.
Molecular modeling performed shows that the flexibility of PPS strand al-
lows a realization of spiral or “face-to-face” one-dimensional structures
formed by porphyrin molecules arranged in parallel and antiparallel mode.
The peculiarity of PPS structure allows a formation of two porphyrin stacks
on opposite sides of polymer strands that result in appearance of higher-order
aggregates. The size of these aggregates was estimated from the light scatter-

ing data.
[1]. LM. Dixon, F. Lopez, J.-P. Esteve, A.M. Tejera, M.A. Blasco, G. Pratviel, B.
Meunier, ChemBioChem 6, 123 (2005).

261



P-17 BIOMOLECULES AND POLYMERS

SPECTROSCOPIC STUDY OF POLYMER METAL
COMPLEXES BASED B-DIKETONES AND LANTHANIDES

LA. Savchenko”, A.S. Berezhnytska®, V.G. Syromyatnikov'

!Taras Shevchenko National University of Kyiv,

60, Volodymyrska Street, 01601 Kyiv, Ukraine
2V.I.Vernadsky Institute of General and Inorganic Chemistry NASU,
32/34 Palladina Prosp., 03680 Kiev, Ukraine
*Corresponding author: iras@univ.kiev.ua

There has been a large research activity on coordination compounds of
the lanthanide ions with organic ligands including S-diketones, which can act
as excellent light conversion molecular device, light-emitting diodes, poly-
mer sol—gel derived glasses, electroluminescent devices [1-3]. On the basis of
the unique photophysical properties of lanthanide cations (long luminescence
lifetime and very sharp emission band), rare earth metal complexes as lumi-
nescent materials have received increasing attention for application such as
analytical sensors, imaging techniques, displays and organic light-emitting
diodes [4,5].

We synthesised monomer — 2 methyl-5-phenylpentene-1-dione-3,5,
their complexes with Sm(III), Lu(Ill), Tb(III) and phenanthroline, metal-
lopolymers based of them. The synthesized compounds have been studied by
NMR, IR-, electronic absorption and diffuse reflectance spectroscopy also
thermal analysis as well as dynamic light scattering method and electron mi-
Croscopy.

All compounds were studied by dynamic light scattering in order to
determine particle size, as well as for solvent selection for the homogeneous
thin films modeling. The size of monomer and polymer particles is virtually
identical that is based on particle size distribution diagram.

The system is homogeneous in terms of uniform distribution of metal
throughout the polymer matrix as seen from the micrographs of powdered

samples and films.

[1]. H.Jiu, G. Liu, Z. Zhang, Y. Fu, J. Chen, T. Fan, L. Zhang, J. of Rare Eart., 2011,
29, 741-745.

[2]. C.R.Silva, F. Li, C. Huang, Z. Zheng, Thin Solid Films 2008, 517, 957-962.

[3]. M. Sun, H. Xin, K.-Z. Wang, Y.A. Zhang, L.-P. Jin, C.-H.Huang, Chem. Com-
mun. 2003, 702.

[4]. J. Sun, X. Zhang, Z. Xia, H. Du, J. of Applied Physics 2012, 11, 013101 (1-7).

[5]. Jiu, H., Liu, G., Zhang, Z., Fu, Y., Chen, J., Fan, T., Zhang, L., J. of Rare Earths,
2011, 29, 741-745.
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The main part of destructive changes at the molecular level of biostruc-
tures is connected just with slow electrons. In this case, the genetic macro-
molecules of DNA and RNA become the main target. Information about
physical structure of molecules is necessary for understanding the roles of
primary physical processes for functioning the biosystems and the influence
of different environmental factors upon them.

The experiment is based on the method of crossed molecular and elec-
tron beams, which we have successfully applied earlier [1]. The electron
beam was formed by the five-electrode gun with a tungsten cathode. The ex-
periments were performed under the following conditions: the electron beam
current was within (3-4)10°A and the electron energy spread (FWHM) be-
ing AE, ~ 0.5 €V, the vacuum degree in the chamber, where the cell with
molecules steam was located, was ~1107 Pa. Nucleic acid base molecules:
uracil, thymine, adenine, cytosine and guanine are investigated. The experi-
mental investigations of excitation and ionization of nucleic acid base mol-
ecules in gas phase by slow electrons are made. The emission and mass -
spectra of molecules and their excitation and ionization functions are ob-
tained.

As a result of our studies absolute values of the positive molecules ion
production cross sections as well as their energy dependences were deter-
mined. The ions of the molecular fragments (dissociative ionization) are
characterized by much smaller ionization cross sections, ~107'7—10"'% cm?.
Among the fragments, relatively large ionization cross sections are typical of
groups CNO, CHH,, CH,, CNH, and C,H,N,, C,H,O, CHN, and
C,HNO. Ions of the fragments of a molecule without a side group —~CH,, as
well as ions of a pyrimidine ring, are also observed. The photoemission (lu-
minescence) spectra of molecules under the influence of electron impact in
the wavelength range of 200—500 nm for different energies of electrons were
experimentally obtained. almost all bands have complicated character, and it

testifies to their superposition nature.
[1]. L L Shafranyosh, M. I. Sukhoviya, M. I. Shafranyosh, J. Phys.B: At.Mol.Opt.
Phys. 39. 4155 (2006).
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The proteins are the basic functional component of an organism. Struc-
tural changes in proteins - is the basis of changes in their functional proper-
ties, which are most often manifested in the form of diseases. Therefore,
analysis of influence of structural characteristics of proteins on their confor-
mation functioning, studying of their spatial organization, mechanisms of
formation and activity of supramolecular complexes for medicine and bio-
technology are remains actual.

In this paper we consider the classical model of a-helix as a one-dimen-
sional molecular crystal with three molecules in the unit cell. Different types
of conformation responses a-spiral region of a protein molecule on excita-
tions are analyzed. In the hydrolysis of ATP occurs intramolecular quantum
excitation. The nonlinear response of an a-spiral region of a molecule to this
excitation was considered. It was found that in the simplest case, three types
of excitations are realized: symmetrical, antisymmetric and asymmetrical.

Here we focused on the latter two types of excitations.

Antisymmetric exaltations, most likely, are realized in membranous and
nucleic proteins. At such excitation one of peptide chains does not change,
while the other two are shorten. This asymmetry leads to that the a-spiral
region takes the form of a curved segment of a torus instead of the cylinder.
It is shown, that in many membranous and nucleic squirrels the conformation
response of a-spiral region of the protein compounds quantity of order N /5
(in angstroms), where N_ is number of spiral turns. For number of turns typi-
cal in this case: N ~10+15, the displacement, it seems, is of the order of 2+3
angstroms. It qualitatively corresponds to observable values.

Asymmetric excitations, most likely, are realized in enzymatic proteins.
The energy of the asymmetric excitation is less, than antisymmetric. At such
excitations one of three peptide chains of a-spiral is shortens more than the
other two. It is shown that in this type of excitation the bending of the a-spiral
formally directed in opposite side with respect to antisymmetric excitations.
Also it has a greater value than in the antisymmetric case if N, <14 and small-
er if N_ >14. All of this allows us to consider the combined antisymmetric-
asymmetrical excitations for the interpretation of complex movements of
a-spiral regions of the protein.
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The development of modern technologies enables us to create polymer
materials with a number of properties, which would be impossible to realize
in a single polymer. Also it should be noted, that in the last few years there
has been a growing research interest in developing materials which exhibit
nonlinear optical (NLO) properties for applications such as optical signal
processing and information storage [1,2]. In this work, our investigation con-
centrates on synthesis of new oxazolone, thiazolidenone, thiohydantoin, hy-
dantoine and azo- derivatives radical thermoinitiated copolymerization of
new methacrylic monomers with methylmetacrylate. The aims of our work
were synthesized polymers with photochemical properties typical for single
molecules. Polar substituents in azobenzene compounds and nature of hetero-
cyclic fragments in benzyliden containing derivatives lead to the change of
electronic density during the photoisomerisation. This fact opens the possi-
bility of creation polymer materials with predicted properties.

During the work new objects for NLO investigation were synthesized.
The polymers with MMA with benzylidene and azo fragments were obtained.
The polymerization ability of the new monomers was investigated kinetically
for radical copolymerization using the dilatometric method. The azo poly-
mers have been characterized as compound with repeatable trans-cis-trans
isomerisation process, for the benzylidene containing polymers we can ob-
serve cis—trans—cis isomerization cycle. These polymers can prove to be im-

portant candidate for optical signal processing and information storage.
[1]. E. Toussaere, P. Labb, Opt. Mat. 1999, 12, 357-362.
[2]. T. Ubukata, T. Seki, K. Ichimura, Adv. Mater. 2000, 12, 1675-1678.
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THE UNFOLDING-REFOLDING OF iRFP DERIVED FROM
BACTERIAL PHYTOCHROME
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Bacterial phytochromes (BphPs) have attracted attention recently as they
can be used to construct novel fluorescent probes for bioimaging of living
cells and tissues for highly versatile biological applications and medical diag-
nostics. An optimal fluorescent probe for imaging in tissue should have both
excitation and emission spectra in a near-infrared “optical window” (NIRW:
~650-900 nm) where mammalian tissues are the most transparent to light.
Recently such fluorescent probes have been developed on the basis of BphPs,
including iRFP, IFP1.4. In these probes biliverdin [Xa (BV), which is a natu-
ral ligand of BphPs, is used as a chromophore. As BV is a component of en-
dogenous mammalian heme metabolism, no exogenous cofactor is needed.
Despite the importance of BphPs, little is known on photochemical processes
underlying their near-infrared fluorescence and the amino acids stabilizing
different chromophore states. The folding of BphPs containing the rare knot
structure between domains involved in chromophore binding has not been
investigated also.

In this work we studied the guanidine hydrochloride induced denatura-
tion-renaturation of iRFP in apo and holo-form using spectroscopic tech-
niques (absorbance, fluorescence, circular dichroism). It was shown that the
denaturation of iRFP in apo-form (without BV) is fully reversible as indicat-
ed by the recovery of all recorded parameters. The chromophore binding in-
creases the protein stability and denaturation cooperativity but makes the
denaturation of iRFP in holo-form irreversible as its renaturation is compli-
cated by aggregation of partially folded protein molecules.

This work was in part supported by Program MCB RAS, grant RFBP
13-04-01842-a and a scholarship of the President of RF.
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Despite an increasing number of studies on the stability and unfolding
processes of proteins with B-barrel topology, these processes have been un-
derstood to a much lesser extent than for a- and o/B-proteins. A large group
of odorant-binding proteins (OBPs) share a common nine-stranded p-barrel
structure which encloses a ligand binding site composed of an internal cavity
and an external loop scaffold. Investigation of OBPs is also important due to
their possible use as sensitive elements of optical biosensors for dangerous
substances such as toxic, explosive and so on. Exposure resistance must be an
important characteristic of any proteins which can be regarded as a potential
sensitive element of any biosensor system.

This work is focused on the study of dimeric bovine OBP (bOBP) which
in contrast to classical OBPs is characterized by a unique folding pattern that
involves the crossing of the a-helical domain of each monomer over the
B-barrel of the other.

In this work we studied the guanidine hydrochloride (GdnHCIl) induced
denaturation-renaturation of recombinant bOBP using spectroscopic methods
and size-exclusion chromatography. It was shown that the recombinant bOBP
possesses high resistance to denaturing action of GdnHCI. We revealed that
formation of two native-like states of bOBP precedes the complete unfolding
of the protein globule. These local changes of bOBP in the region of pre-de-
naturing GdnHCI concentrations did not result in alteration of the protein
capability to bind ligand.

This work was in part supported by Program MCB RAS and a scholar-
ship of the President of RF.
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Formation of ordered aggregates - amyloid fibrils - is associated with the
occurrence of many serious diseases such as Alzheimer’s, Parkinson’s, prion
disease, type II diabetes, etc. Despite the great interest in this issue, the pro-
cesses underlying the abnormal protein aggregation and its pathological man-
ifestations in the disease are poorly understood. The successful solution of
these problems depends on the fundamental knowledge of the structure and
properties of amyloid fibrils.

The aim of this work is the investigation of alpha-synuclein amyloid fi-
brils depositions of which accompanies Parkinson’s disease. The main tool
for the comparative study of the structure of amyloid fibrils used in our work
is the fluorescent dye thioflavin T (ThT). To study the interaction of this dye
with amyloid fibrils, we developed a special approach based on the absorp-
tion and fluorescence spectroscopy of solutions obtained by equilibrium mi-
crodialysis [1,2]. With the use of this approach it was defined ThT-amyloid
fibrils binding parameters and the characteristics of the bound dye. The esti-
mated parameters were analyzed in comparison with the existing information
about ThT binding to insulin, lysozyme, Abeta-petptid, and beta-microglob-
ulin amyloid fibrils [3]. Obtained results confirm the notion that the fibrils on
the basis of different proteins are distinct and that proposed approach can be
used to compare and study of their structure.

This work was supported by Program MCB RAS, Ministry of Education
and Science RF (agreement Nel4.132.21.1311), RFBR (Grants Nel3-04-

02068, 12-04-01651) and RF President Fellowship (SP-776.2012.4)
[1]. A.IL Sulatskaya et al., J Phys Chem B 2011, 115: 11519-11524.
[2]. A.L Sulatskaya et al., J Phys Chem B 2012, 116: 2538-2544.
[3]. .M. Kuznetsova et al., Mol Neurobiol 2012, 45:488-498.
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THERMODYNAMIC PARAMETERS Zn*, Ni** AND Co** ION
BINDING WITH DNA BEING IN METALLIZED FORM

E.L. Usenko®, V.A. Valeev, V.A. Sorokin
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Studies carried out in the last years revealed that in alkaline solutions
(pH 8-9) ions of transition metals induce B-DNA transition into a new dou-
ble-helical conformation (m-form) being of metallic conductor properties.
Together with technological tasks of the polynucleotide m-forms application
as nanoelectronics elements, their peculiar properties are of interest for bio-
physics too.

Methods of visible and differential UV-spectroscopies and thermal dena-
turation were used to determine Zn?*, Co*" and Ni** ion binding constants to
bases of metallized DNA in alkaline solutions of different contents and en-
thalpy of the B—m transition.

The most efficiency of DNA metallization with Zn*" ions is caused by
the fact that the constant of m-form creation with these ions is by (2-3) times
higher than that for Co?* and Ni** ones. It is shown that corresponding to the
formation of interstrand metallic bridges in complementary DNA pairs, the
constant of Zn?* ion binding is higher than that characterizing the formation
of coordination bonds with heteroatoms of nitrogen bases of single-stranded
DNA. This is just condition that ensures an additional increase in the thermal
stability of the double-stranded DNA upon its transition from B-form to m-
one. Induced with Zn?* ions, a larger (by module) change in the temperature
of the cooperative B—m transition (- 28 °C) (in comparison with the tem-
perature change of m—-coil transition (+ 10°C)) is conditioned not only with
differences in binding constants of Zn*" ions to bases of B- and the single-
stranded DNA forms but with differences in enthalpies of these transitions.
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SPECTROSCOPIC STUDIES ON COMPETITION BETWEEN
TWO DNA-QUINACRINE BINDING MODES

L Voloshin®, V. Zozulya, O. Ryazanova, V. Karachevtsev
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Binding of acridine derivative quinacrine (QA) to chicken erythrocyte
DNA was studied by methods of absorption and polarized fluorescent spec-
troscopy. Measurements were carried out in aqueous buffered solutions
(pH 6.9) of different dye concentrations ([QA] = 10+ 10* M) and ionic
strengths ([Na*] =10+ 0.15 M) in a wide range of phosphate-to-dye molar
ratios (P/D). It is established that the minimum of fluorescent titration curve
plotted as relative fluorescence intensity vs P/D is conditioned by the compe-
tition between the two types of QA binding to DNA which posses by different
emission parameters: (i) intercalative one dominating under high P/D values,
and (ii) outside electrostatic binding dominating under low P/D values, which
is accompanied by the formation of non-fluorescent dye associates on the
DNA backbone. Absorption and fluorescent characteristics of complexes
formed were determined. The method of calculation of different binding
modes contribution to the complex formation depending on P/D value is pre-
sented. It was shown that the size of binding site measured as the number of
DNA base pairs per one QA molecule bound in the case of the electrostatic
interaction is 8 times less than that for the intercalative one that determines
the competitive ability of the outside binding against the stronger intercala-
tive binding mode.
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NEW METHOD FOR DETERMINING THE DISPERSION OF
A POLYMER SOLUTION OPTICAL ACTIVITY

Irina Andreea Cosutchi’, Dan Gheorghe Dimitriu*> Dana Ortansa Dorohoi'?

"Petru Poni Institute of Macromolecular Chemistry,
43 A, Grigore Ghica Voda Alley, lasi, RO-700487
2Alexandru Ioan Cuza University, Faculty of Physics,
11 Carol I Blv., RO-700506, Iasi, Romania

The proposed method is based on the channeled spectra recorded for an
anisotropic polymer solution placed between two crossed polarizers. The col-
limated light beam is linearly polarized when it passes through the polarizer
and suffers dispersive rotation of the polarization plane. The emergent beam
from the analyzer is recorded with a spectrophotometer. A channeled spec-
trum, whose structure depends on the specific rotation, its dispersive proper-
ties and also on the thickness of the solution layer, allows to determine the
specific rotation, the dispersive parameter and the channels orders only by
solving an equation system in which the conditions for two consecutive chan-
nels and the maximum between them are written. Finally, the parameters of
the interest are written as functions on the wavelengths in the consecutive
minima and maxima of the channeled spectrum, on the thickness of the solu-
tion layer and also on the solution concentrations.

The results were obtained for propyl-cellulose solved in methanol.
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COMPLEX
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The facility called KSVU-12 (spectral computing universal complex)
can be used for investigation of LEDs [1] or crystals. For example, the
«green» GaP LEDs were studied with it. The investigation of nitrogen al-
loyed GaP-LEDs was performed at «liquid nitrogen» and «ambient» tem-
peratures [2]. The apparatus comprises diffraction grating with 1200 lines per
mm, photomultiplier PMT-100 at voltage U = 1.2kV, thus features scan speed
100 nm/min with step of 0.1 nm.

Optical scheme of this complex is very reliable and enduring, and it was
used for spectroscopic measurements and education at the Department of Ex-
perimental Physics (Faculty of Physics) for over two decades (the production
is dated back as 1988). The performance optical part of the instrument is
rather satisfactory, while the receiving channel and the data acquisition and
processing subsystem is obviously outdated. The complex is managed via
micro-computer «Electronika MS-1201,» at performance of (400 £+ 100) in-
structions per second, with loading OS RAFOS out of floppy disks. Recently,
frequent failures occur, sometimes the system does not even boot. Data ac-
quisition channel is implemented on the basis of photo-electronic multiplier,
that results in additional difficulties of digitization and processing.

Due to the drop in prices for computer and electronic components, and
emergence of open hardware (eg, Rasberry Pi [3]), the perspective of the re-
vival of the instrument looks very promising. Also, the full automation based

on GNU/Linux, with subsequent data visualization is to be implemented.

[1]. Dovhyj Y.O., Man’kovska 1.G.,Ternavska S.V. Proceeding. IV International
School-Seminar “Spectroscopy of Molecules and Crystals”.-Odessa, 1999.-P.101.

[2]. Hopruii 51.0., ManbkoBebka 1IN, Tepunacbka C.B. Bicuuk JIHY. Cepist ¢izuuna
- JIpBiB, 1999. - Ne 32.-C. 42-52.

[3]. Raspberry Pi. Available from: http://www.raspberrypi.org/
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COMPACT-SIZED BATTERY POWERED EXCIMER
LASER FOR SPECTROSCOPIC INVESTIGATION IN FIELD
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Compact sized excimer laser with dimensions 300x230x100 mm3, low
weight 8-10 kg and battery powering is designed. Laser generates at typical
excimer gas mixtures. Output energy when generating at 308 nm is 5 mj,
repetition rate is a few pulses per second. Above advantageous in combina-
tion with compact spectrometers allow one to conduct optical and spectro-
scopic investigation in really field conditions.

The possibility of spectral - for example Raman - experimental measure-
ments practically in any field conditions opens up tremendous opportunities
for quick, prompt research environment: water, vegetation, atmospheric ob-
jects. That in turn will not only deepen the knowledge about the environment
and the processes in it, but also will allow us to track the impact of human
activities on the environment.
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Possibility of using the luminescence methods for the state diagnostics
of one-celled algae in liquid medium is analyzed. Application of conven-
tional method of fluorescence induction is shown to be difficult due to pos-
sible mixing the liquid in the measurements. However, the diagnostics can be
made by measuring the static intensity and luminescence spectra of chloro-
phyll a.

The functional state control can be realized by such luminescent param-
eters as the efficiency of chlorophyll photoluminescence or the ratio of the
intensities in the characteristic emission peaks of this pigment. It is concluded
that the total photoluminescence intensity of chlorophyll divided by the con-
centration of individuals in the suspension can be used as the relative effi-
ciency of luminescence when the cell number in the culture is small and the
absorption of excitation light is insignificant. When the absorption and scat-
tering are considerable, calculation of the mentioned efficiency becomes
more complicated.

It is shown that the results of measurements can be greatly distorted by
the fluorescence induction effect. To minimize this effect, the regular inter-
change of the cells under excitation beam is proposed, which allows each of
them obtain a relatively small exposure dose.

Advantages of low-temperature measurements are discussed. It is
stressed, herewith, that the excitation wavelength should be surely taken into
account because the control luminescent parameters can behave differently
depending on whether the excitation of the chlorophyll a luminescence is
direct or it is sensitized.

Taking into account a strong dependence of the luminescent parameters
of the plants on external conditions, the diagnostics of the functional state of
the object should be performed in comparison with the reference sample.
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The precise frequency locking of laser onto the iodine hyperfine transi-
tions is widely used in laser metrology and laser spectroscopy (for example,
it one can use for the determination of the nuclear electric quadrupole interac-
tion and the nuclear spin rotation interaction parameters of iodine molecule).
The very promising set of iodine '’ transitions for laser frequency stabiliza-
tion includes the wavelengths 515 nm (a, component P913)43-0 ), 532 nm (
a,,component R(56) 32-0 ), 576 nm ( a, component P(62) 17-1), 611 nm (a,
component R(47) 9-2 ), 633 nm ( a ,component R(127) 11-5 ), 640 nm ( a,
component P(10) 8-5 ). Here we introduce the frequency-modulation satu-
rated absorption spectroscopy for study of hyperfine structure of iodine %I,
absorption lines R(25) 8-5 and P(19)8-5. The important feature which we use
in our approach is that the FM-resonances are a sum of individual resonances
shifted on half of the modulation frequency what gives the frequency refer-
ence. The frequency reference given by the value of the modulation frequen-
cy as frequency marker allows the determination of the frequency difference
between hyperfine components.

The external cavity diode laser has been used for realization of experi-
ments on frequency-modulation saturated absorption spectroscopy of mo-
lecular iodine. Spectral range of laser generation is 638 — 642 nm, output
power — 40 mW. Within the tuning range of the laser more than 1000 strong
rovibronic lines of the '*’I, molecules can be observed. Frequency modula-
tion of the laser output radiation is produced by modulation of the laser diode
injection current with frequency 12.5 MHz. The signal from the photodiode
is operated on the digital lock-in amplifier.

The hyperfine structure of iodine absorption lines R(25) 8-5 and P(19)8-
5 was recorded. The frequency reference given by the value of the modula-
tion frequency (12.5 MHz in given experiment) allows determination of the
frequency differences between hyperfine components with accuracy better
than 0.1 MHz using the fitting procedure in experiment with only one laser.
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Due to the external cavity diode laser ability to tune of single-frequency out-
put into wide spectral region, the high-resolution iodine spectra was recorded
in the frequency region more than 20 GHz.
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A.V. Kraiski'", T.V. Mironova’, T.T. Sultanov', V.A. PostnikoV’

'P.N. Lebedev Physical Institute of RAS, Moscow, Russia
2Institute of Physico-chemical medicine , Moscow, Russia
*Corresponding author: kraiski@sci.lebedev.ru

The possibilities of colorimetric measurements of the wavelength’s distri-
bution of light emission for usual [1] and RAW formats [2] are compared in this
work. The need in such measurements appears when using holographic sen-
sors. The wavelength of radiation, registered at this point, can be uniquely de-
fined for the narrow-band radiation on the interval of the monotone depend-
ences of color hue on the wavelength at any point of digital image.

For working of the method it is necessary to calibrate the camera. It was
found that in usual formats the color hue depends not only on the wavelength
but also on the intensity. In RAW-format this dependence is practically ab-
sent. The spectral response of the camera was studied and calibrated by in-
candescent lamp’s spectrum. The obtained characteristics allow us to define
the wavelength of the radiation acting on this pixel through the color hue of a
pixel and its brightness.

Camera Sony F717 was used while working in the usual format, camera
Canon EOS 10D was used in RAW-format. In a usual format their character-
istics were qualitatively similar, only the values of operating limits were dif-
ferent. There are two operating ranges in a usual format for the working cam-
era: 570-605 nm and 450 - 535 nm. In RAW-format the working range is
expanded to the range of 455 - 625 nm. In the spectrum of the incandescent
lamp the standard deviation is mainly 0.3-2.0 nm, depending on the wave-
length. The method was used to analyze the various components at different
points in space and in various states of holographic sensors at different points,
including the measurement of glucose in serum.

The work is partly supported by the grant within the RAS Presidium

program of fundamental research ‘“Fundamental Science for Medicine”

[1]. A.V. Kraiskii, T.V. Mironova, T.T. Sultanov. Quantum Electronics 40 (7) 652 —
658 (2010).

[2]. A.V. Kraiskii, T.V. Mironova, T.T. Sultanov. Quantum Electronics 42 (12),
1137-1139, (2012)
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An interest in studying the properties of optically active substances and
their mixtures increases every year. In particular, the needs of medicine and
pharmacology are in synthesizing new substances which in most cases are
optically active. On the other hand a quality control of natural origin also re-
quires determining the relative content of chiral compounds.

To determine the relative content of OA substances in a binary system
we have chosen the method of determining the optical activity of the three
known wavelengths. We have implemented the method of computer mode-
ling for determining the relative content of glucose and fructose in their bi-
nary chiral system. So we have solved the inverse static (in time) problem of
polarimetric binary systems.

Considering the effects of mutarotation processes binary chiral systems
( under certain conditions ) may have fluctuating nature, i.e. time depending
nature of polarization’s plane azimuth of the output binary system which are
fluctuating in the nature (a phenomenon similar to the known reaction of
Belousov - Zhabotinsky). Computer simulation results have confirmed our

hypothesis. [1]
[1]. N. Kravets, Y. Myagchenko, O. Slobodyanyuk, S. Garasevich, V. Biloysov//
XIX ISSSMC, Beregove, Crimea, Ukraine 2009, p.235

280



P-7 METHODS AND APPLICATIONS
SYNTHESIS OF GRAPHENE BY MAGNETRON

SPUTTERING USING HYDROGEN AS PLASMA-FORMING
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Synthesized single and multilayer graphene films by magnetron sputter-
ing using a graphite target and hydrogen as plasma-forming gas. For the sub-
strate used Ni-Fe foil, which was heated by passing an electric current. Using
Raman scattering method, found the conditions formation of monocrystalline
graphite layer, single-and multi-layer graphene. From the data of micro Ra-
man scattering it follows that synthesized uniform graphene films (up
180mkm) have high quality - practical absence of D band (~1350 ¢cm™) and
the ratio of band intensities 2D (~2705 cm™) to G (~1580 cm™) reaches 7.4.
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A.S. Plastun®, A.I Konyukhov

Faculty of Physics, Saratov State University, ul. Astrakhanskaya 86, Saratov, Russia
“Corresponding autor: plastun_alex@mail.ru

Photonic crystals with defect of periodical structure can be used as opti-
cal filter for NDIR-spectroscopy. Due to the long effective length of the ra-
diation propagation in photonic crystal fiber (PCF) sensor sensitivity can be
improved [1]. For guided modes of the PCF effective propagation length can
exceed fiber length. Attenuation of guided modes is not the same as power
absorption in host glass.

In our work PCF transmission was calculated by using biortiogonal
mode field decomposition. PCF modes are obtained from vectorial Helm-
holtz equations for transverse component of magnetic fields vector. [2] Plane
wave expansion method was used. We introduced right and left eigenvectors

M-r,=p 2l~i
2
v,-M= g%,

where T, WV - right and left vectors, containing Fourier components of
H,H fields. V and r vectors are biortogonal, which allows us to expand in-
ner field of the PCF using biortogonal conditions, [1 — mode propagation
constant (tangential component of the wave vector).

The used method can be applied for the calculation of fiber transmission
in photonic crystal bandgap. The proposed method calculates the transmis-
sion of a single-mode and multimode PCF with the vector nature of the guid-
ed modes field consideration. In practical application, this method of calcu-
lating PCF modes and light propagation can be used in spectroscopic applica-
tions and gas or liquid media sensors development.

Results, obtained by the method are:

1. Power absorption coefficient is variable within the bandgap of PCF

2. The concentration of the media studied by PCF NDIR spectriscopy

via Beer-Lamber Law was evaluated.

[1]. Yu.S. Skibina et al., Quantum Electronics 41 (4) 284 — 301 (2011)

[2]. Joannopulos J.D. et. al., Photonic Crystals. Molding the Flow of Ligh, Princeton
Univ. Press, 2008, 305.

(M
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HOLOGRAPHIC GLUCOSE SENSORS - KINETICS OF THE
RESPONSE

V.A. Postnikov'", A.V. Kraiskii’, M. Shevchenko’

nstitute of Physico-chemical medicine FMBA,
Malaya Pirogovskaya Str., 1a, Moscow, Russia

P.N. Lebedev Physical Institute RAS, Leniskii Prosp.53, Moscow, Russia,
“Corresponding author: vladpostnikov@mail.ru

Hydrogel holographic sensors are a new kind of optical sensors, poten-
tially suitable for the analysis of aqueous solutions and components of gas
mixtures.[1,2] The principle of operation of such sensors is based on the
change in the period of the holographic grating recorded in the hydrogel ma-
trix that swells or shrinks in the presence of the analyte mixture. These chang-
es are accompanied by corres-ponding changes in the wavelength of the re-
flected light, which is easily detected using a fiber spectrograph.

Holographic glucose sensors were synthesized in the hydrogel matrix
consisted of three-dimensional polymer net of acrylamide (AA), N-acryloyl-
3-aminophenylboronic acid (AMPh), (6 mol.%), N-acryloyl-D-2-glucosa-
mine (NGA), ( 6 mol.% ) and N,N’-methylene-bis-acrylamide (bis), (0,5
mol.%) grafted on glass plate. Holographic gratings was formed in hydrogels
as a result of the interference between the incident and the reflected beam
(from a mirror placed behind the hydrogel) when irradiated by the red He-Ne
laser (632,8 nm, power - 15 mW)[3] or green laser pointer (532 nm, 1,5 W).

The rate of optical response exhibited by a holographic sensor to the
changing concentration of analyte is important characteristic determined by
the rate of sugar diffusion into the gel as well as by the rate of affinity com-
plex formation and structural rearrangements of the gel due to the increasing
concentration of negative charges resulting in gel hydration and swelling.
Affinity complex formation between the sugar and PBA groups, or structural
rearrangements of the gel due to its enhanced hydration in the presence of
binding sugar seemed to input the rate of optical response

This research has been supporting by the Program of basic researches of

Presidium RAS “Fundamental sciences for medicine”.

[1]. Yang X, Lee M.-C, Sartain F, Pan X, Lowe C.R. Chem. Eur. J. 2006, 12, 8491-
8497.

[2]. Kraiskii AV, Postnikov VA, Sultanov TT, Khamidulin AV. Quantum Electronics.
2010, 40 (2), 178 -182.

[3]. V.A. Postnikov, A.V. Kraiskii, T.T. Sultanov, «XX International Scool-Seminar
of Galina Puchkovska, Spectroscopy of molecules and crystals», Beregove, Crimea,
Ukraine, 20-27 september 2011, p. 289.
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P-10 METHODS AND APPLICATIONS

STRONTIUM AND CALCIUM RELATIONS IN PLANT AND
SOIL SOLUTION ON CHORNOBYL AFFECTED AREAS

V.V. Prorok', A.P. Ganushevich?, T.I. Makarenko!, V.V. Ostashko?,
L.V. Poperenko', L.Yu. Melnichenko’

"Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
Ynstitute for Nuclear Research, 47, Prospect Nauki, Kyiv-680, Ukraine
“Corresponding author: prorok@univ.kiev.ua

Ratios Sr/Ca for natural total strontium and **Sr/Ca in plants and in the
corresponding soil solutions for three experimental lands with “fuel” type of
pollution for several plants at natural conditions are determined. Content of
Sr and Ca at the samples were determined with optical ICP spectrometer.
Content of *°Sr at the samples were determined with radiochemistry. These
lands with three different types of soil are at the Exclusion Zone of the Chor-
nobyl Power Station. The obtained experimental results show that ratio Sr/Ca
in plant is equal to this ratio in the corresponding soil solution for all investi-
gated lands and plants. Ratio *Sr/Ca in plant exceeds this ratio in the corre-
sponding soil solution. The ratio in the plant has positive correlation with the
soil humidity for every experimental land.
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DESIGN OF DYE-SENSITIZED SOLAR CELLS WITH
VARIOUS METHODS OF FORMING LAYERS ZnO

LS. Vornichesku', N.O. Kolpakova', Yu.O. Myagchenko', N.P. Klochko’

Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
*Kharkiv Polytechnic Institute, National Technical University,
Frunze Str., 21, Kharkiv, Ukraine
*Corresponding author: irina-vorni@yandex.ua

One of the most promising ways to increase the efficiency of dye-sensi-
tized solar cells with various methods of forming layers of ZnO is a purpose-
ful method of forming a semiconductor layer topology, which provides in-
creased trajectory of scattered photons in this layer.

Due to the so-called ‘Pop-Corn Ball Effect’ experimentally registered a
double increase efficiency. This was achieved by forming layers with a diam-
eter of 300 microns (on which scattering happens). They consist of smaller -
diameter of 20 nm.

Promising method of forming the desired topology layer of ZnO is pro-
posed [1] required (hierarchical) structure. In our work we have a large
number of samples to compare the effectiveness of different methods of cell

manufacturing semiconductor layers.
[1]. N.P.Klochko, G.S.Khrypunov, E.E.Melnychuk, V.R.Kopach, K.S.Klepikova,
V.N.Lyubov, A.V.Kopach // Functional Materials 19, Ne2 (2012), pp.276-281
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P-12 METHODS AND APPLICATIONS
LASER-INDUCED INCANDESCENCE OF CARBON
SURFACE
S.E. Zelensky* K.S. Zelenska®

Faculty of Physics, Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
*Corresponding author: zele@univ.kiev.ua

Irradiation of light-absorbing objects by powerful pulsed lasers can pro-
duce thermal emission in the visible spectral range. This emission is called
LII (laser-induced incandescence). LII is usually observed with black micro-
particles or surfaces under irradiation by a nanosecond-timescale laser radia-
tion of moderate power density. Properties of LII of surface layers are of in-
terest for possible applications as a factor of monitoring of temperature in
pulsed-laser processing of surfaces.

In this work, (LII) of carbon surface is investigated under 1.06 um
YAG:Nd* pulsed laser excitation. The experiments show that the intensity of
LII of carbon surface depends on the initial (before the laser irradiation pulse)
temperature 7, of the investigated sample. With the increase of 7, the inten-
sity of LII 7} increases significantly. For example, the increase of 7, from
300 K to 350 K leads to the increase of LII signal by approximately 25%.
With taking into account this property of LII, a new method is proposed for
estimation of temperature of laser-heated surfaces.

The method requires measurement of LII at a fixed wavelength A with
application of a moderate variation of initial sample temperature A7, . Maxi-
mal value of laser-induced transient of surface temperature can be estimated
with the use of the following expression

) I
T, = e T AT,
Mg Alpy

It should be mentioned that the proposed method of surface temperature
estimation is based on the supposition that the maximal surface temperature
linearly increases with the laser power. The validity of this supposition is
substantiated by the appropriate computer simulations. These simulations are
based on the model which assumes that the laser-heated surface layer losses
its internal energy through thermal conduction into the bulk sample.
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COHERENT PROPERTIES OF FEMTOSECOND
SUPERCONTINUUM FOR SPERCTROSCOPY PURPOSES

Yu. Bashkatov'", V. Khomenko?® V. Voitsekhovich’, B. Tsyganok’,
N. Kachalova®

'Electron Device Department, Faculty of Electronics, National Technical University of
Ukraine “Kiev Polytechnic Institute”, Peremogy av. 37, Kyiv 03056, Ukraine
*Department of Coherent and Quantum Optics, Institute of Physics, NAS of Ukraine,
46, Nauki Prosp., 03068 Kyiv, Ukraine
*Corresponding author: yuriy.bashkatov@gmail.com

Usage of femtosecond supercontinuum (SC) in spectroscopy systems
was studied actively since beginning of XXI century. But this application
needs some very specific parameters of output signal, such as high degree of
coherence. Hence investigation of SC coherence properties and possibilities
of its improvement is very actual.

Aim of this work is analysis of SC coherence generated by high intensity
ultrashort pulses in microstuctured fibers. Spectrum of this SC type has self-
shifted solitons (SSFS) in IR region which is the reason of SC coherence
degradation.

For this purposes we calculate coherence degrees for experimental re-
sults and theoretically modeled results. Results show SC strong coherence
degradation in blue and IR region caused by amplification of Raman gain.
But visible range spectrum show satisfying results for spectroscopy goals.
That correlates with previous investigation studies carried out by our group
of researchers.

Also at summer school will be presented calculation of spatial and spec-
tral coherence properties of femtosecond SC.

Work was done under support of Russian Foundation for Basic Research
and National Academy of Science of Ukraine (project Ne 42-02-12).
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O-1 COMPUTER SIMULATION

AB INITIO MODELING OF THE STRUCTURE AND
ENERGETIC PARAMETERS IN CHAIN AND RING
CLUSTERS OF ALCOHOLS

P._Golub®, V. Pogorelov

Taras Shevchenko National University of Kyiv,
64/13, Volodymyrska Street, 01601 Kyiv, Ukraine
*Corresponding author: pavelgolub87@gmail.com

Alcohols are specific kind of substances which molecules can combine
into relatively stable cluster structures due to capability of forming hydrogen
bonds. The size and shape of clusters and consequently the properties of al-
cohols connected with the strength of hydrogen bonding, which, in turn, de-
pendent on the nature of alcohols i. e. the length and shape of the dispersive
alkyl backbone.

The aim of the present research is to trace the dependence between the
hydrogen bonds strength and the size of the alcohol molecule backbones in
the different cluster structures. The stability of cluster structures was evalu-
ated by the amount of total energy per molecule. In the case when room
temperature (298 K) is considered the entropy affects were accounted and the
enthalpy and free Gibbs energies of interaction were compared for different
clusters.

As objects of investigation the methanol, ethanol, 1-propanol, 1-butanol,
and 1-pentanol were chosen. The energies of different chain-like and ring
clusters comprising from 2 to 6 molecules for each alcohol were calculated
and the comparison with the experimentally registered spectra was made.

The calculated IR spectra of the most profitable structures were com-
pared with the experimental ones registered at different temperatures.

Acknowledgment

This work was made with supporting of DFFD (Derzhavnyi Fond
Fundamental’nyh Doslidzhen’).
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INTERPRETATION OF IR AND RAMAN SPECTRA OF
4,4-CHLOROBENZOPHENONE BASED ON MOLECULAR
MODELING BY METHOD OF DENSITY FUNCTIONAL
THEORY

L.M. Babkov", V.A. Bovkov, K.E. Uspenskiy

Saratov State University, Saratov, Russia
"Corresponding author: babkov@sgu.ru

Vibrational IR and Raman spectra of 4,4’-chlorobenzophenone (4,4’-
CIBP) have been measured at room temperature. Modeling of the structure
and vibrational spectra has been performed. Energy, structure, dipole mo-
ment, polarizability, force constants, frequencies of normal modes in har-
monic approximation and their intensities in the IR and Raman spectra have
been calculated. Modeling by a density functional theory (DFT) method is
realized in a software package Gaussian’03. Functional B3LYP and Basis
6-31G(d) have been used for our calculations. Process of scaling has been
used for decrease of the discrepancy between calculated frequencies in har-
monic approximation and measured frequencies.

66 normal modes of molecule 4,4’-CIBP are divided into equal parts
between two symmetry types C2 point group: a and b. In accordance with the
symmetry selection rules normal vibrations both symmetry types are allowed
in the vibrational IR and Raman spectra of the molecule. Given the assign-
ment of frequencies of the normal vibrations and preliminary interpretation
IR and Raman spectra of 4,4’-CIBP.

Based on simulation results, we can conclude the applicability of the
DFT method, using functional B3LYP and Basis 6-31G(d) to calculation of
the structure of 4,4’-CIBP molecule and vibrational spectrum in harmonic
approximation.
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EXHIBITION OF INTRA- AND INTERMOLECULAR
INTERACTIONS AND CONFORMATIONAL MOBILITY AT
IR SPECTRA OF SALOL

L.M. Babkov'", N.A. Davydova®, LV. vlieva!, A.S. Mikchailov!

!Saratov State University, Astrakhanskaya Str., 83, Saratov, 410026, Russia
nstitute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
“Corresponding author: Babkov@sgu.ru

The IR spectra of salol have been measured by wide range of tempera-
tures. Measurements can be held at a glass state or at two possible crystal
states. Spectra measured at temperatures from 10 to 310 K differ from each
other. What is the reason of the difference? We suggest that the conformation
of salol molecule can differ with the difference of the temperature and phase
state.

Conformational mobility of the molecule and intra- and intermolecular
interactions is the reason of the differences that can be seen at spectra. To
check the suggesting we hold the modeling of the conformers and their H-
complexes and calculate their vibrational spectra. Conformers we had mod-
eled differ from each other by the angles of rotation across the single bond
C;-O,,. The calculations were held by program complex GAUSSIAN 03 us-
ing the DFT method B3LYP functional in basis 6-31G(d).

Energies, structures, mechanical and electrooptical parameters and vi-
brational spectra of the molecular systems have been calculated. Using the
results of the calculations the vibrational spectra of salol at crystall state
modifications and glass state measured at different temperatures were inter-
preted.
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IR SPECTROSCOPY AND QUANTUM MECHANICAL
METHODS FOR INVESTIGATION OF CONFORMATIONAL
MOBILITY OF BEHENIC ACID MOLECULE

L. Babkov'", T. Bezrodnd®, I. Gnatyuk?®, E. Moisejkina'| G. Puchkovska?
K. Uspenskiy'

ISaratov State University, Astrakhanskaya Str. 83, Saratov, 410026, Russia
Ynstitute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
*Corresponding author: Babkov@sgu.ru

IR-spectrum of behenic acid CH,(CH,),,COOH were measured in a
wide temperature range (11-330K). At higher temperatures spectral changes
were revealed (bands shift and emergence of new bands, transformation of
their forms and redistribution of intensity). Changes can be explained by mo-
lecular structure change in polymorphic transformations.

To confirm the assumption about the conformational mobility of behenic
acid the structure and spectra of different behenic acid dimers, formed by
hydrogen bonds were simulated. Barrier to rotation around the nearest to the
carboxyl group C-C bond is about half of the barrier to rotation around the
other C-C bonds, so the deformation of the molecule is most likely near the
dimer ring.

Selected for modeling dimers differ by alkyl radical (AP) orientation
relatively the carboxyl group and by orientation of fragment containing car-
boxyl group and closest to it CH,-group relative to the rest of AR. The angles
of rotation relative to the closest to the carboxyl group carbon bonds were
taken in the range of 3-10°.

Simulation is carried out by DFT method (B3LYP/6-31G(d)). Energy
were minimized, structures, dipole moments, polarizability, the normal fre-
quencies in the harmonic approximation and the distribution of intensity in
the IR spectra were calculated. The interpretation of the IR spectra were giv-
en.

On the basis of the calculated and measured IR spectra we made the
conclusion about the conformational mobility of the behenic acid molecules,
vibrations that are most sensitive to rotation relative to the closest to the car-
boxyl group carbon bonds, were identified.
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TDDFT CALCULATIONS OF ELECTRONIC SPECTRA
OF BENZOXAZOLES UNDERGOING EXCITED STATE
PROTON TRANSFER

Y. Syetov
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National University, Prosp. Gagarina, 72, Dnipropetrovsk, Ukraine
Corresponding author: setov2003@yahoo.com

Excited state proton transfer (ESIPT) has been extensively studied both
experimentally and theoretically regarding its importance as a photochemical
reaction as well as relevance for various applications. 2-(2’-hydroxyphenyl)
benzoxazole (HBO), 2,5-bis(2-benzoxazolyl)phenol (DBP) and 2,5-bis(2-
benzoxazolyl)hydroquinone (BBHQ) are benzoxazole derivatives that ex-
hibit ESIPT from the hydroxy group to nitrogen atom, the tautomers are enol
and keto structures [1, 2].

Energies and oscillator strengths of vertical transitions for various rota-
meric and tautomeric species of HBO, DBP and BBHQ have been calculated
in the ground and first excited states with the use of TDDFT methods. The
TDDFT results demonstrate good correspondence to the frequencies of ab-
sorption and fluorescence bands of the benzoxazoles reported for measure-
ments in supersonic jets and solution, but fail to predict relative energies of
enol and keto tautomers of DBP and BBHQ in the excited state. Low inten-
sity of the fluorescence bands attributed to the conformations of HBO and
DBP that do not undergo excited state proton transfer is shown to be caused
by low concentrations of the conformations in the ground state. The enol
conformations with OH...O hydrogen bonds have been calculated to exhibit
blue shift of the first absorption transitions in relation to those of the most
stable OH...N enol structures. For the three substances large-amplitude twist-
ing of the keto tautomers has been found to be one of radiationless processes

resulting in decrease of the fluorescence with a large Stokes shift [3].
[1]. S.M.Ormson, R.G. Brown, Prog. Reaction Kinetics 19 (1994) 45.
[2]. J.M.Kauffman, G.S.Bajwa, J. Heterocyclic Chem. 30 (1993) 1613.
[3]. Y.Syetov, J. Fluoresc. (2013) doi:10.1007/s10895-013-1196-8.
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AB INITIO STUDY OF THE 4 ’T' STATE OF TRIATOMIC
RARE GAS HALIDES

Vadim A. Alekseev

Institute of Physics, St.Petersburg State University,
Ul’janovskaja Str. 1, Peterhof, 198504 St.Petersburg, Russia
Corresponding author: alekseev@va3474.spb.edu.

This contribution reports on ab initio study of Rg X molecules (Rg —
rare gas atom, X — halogen atom) with an emphasis on the lowest bound 4T
state which is the source of broad band emission of halogen doped Rg gases
and cryogenic Rg solids. The equilibrium geometry of Rg X(4°T") is isosce-
les triangle. Along the RgX-Rg bond Rg X(4°T) correlates with the ion-pair
RgX(C ™I1,,) state and with the ground state of Rg," ion along the Rg,-X
bond. Calculations were performed using MOLCAS [1] on RASSCF/
CASPT2 level with inclusion of the spin-orbit interaction. Similar calcula-
tions were also performed for Rg,” and RgX molecules using the same
method and basis sets as for Rg, X to obtain reference results for comparison.
Table 1 shows bond lengths and vibrational frequencies for RgX(4°T" ) and for
the forementioned states of diatomic fragments. As is seen the equilibrium
Ry e distance in Rg X(4°T") is the same as in Rg,* (X) whereas the Rp.x
bond is = 0.2 A longer than in RgX(C). The Rg-X bond elongation is the
same for all Rg X independently of the bond length, which varies from 2 A
for NeF and up to 3.6 A for Xel. Another interesting result concerns with
Rg,X(4°T) vibrations. The bending mode frequency remain close to v, of
Rg,"(X ?Z*)) (Table 1) implying weak coupling with the symmetric stretch
mode. Very similar result was obtained for triatomic alkali halides [2]. Dis-
sociation energy and dipole moment of transitions coupling RgX(4’I" )with
lower lying valence states have also been calculated in the course of present
study.
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Table 1. Internuclear distance (A) and vibrational frequency (cm™) in the ground ele-
ctronic state of Rg,", the ion-pair state C ’T1, ,of RgX, and the 4°" state of Rg X.
RASSCF/CASPT?2 calculations, ANO-RCC-VQZP atomic natural orbital type basis
set.

Rg,’ RgX Rg X
X 28", cP,, #T (B)
RRg—Rg ve RRg-X ve' RRg-X RRg—Rg v/l vs vb

Ne,' |1.71 |591 |[NeF |2.00 |526 |Ne F |2.18 |1.71 |254 |384 |606

Ar- 238 311 ArF  |2.25 |401 |Ar,F 246 236 165 |293 |345
2T ArCl [2.76 [265 |Ar,Cl |2.97 237 |109 202 |322
KrF |2.35 (355 |[Kr,F [2.56 2.64 |164 293 |199

2

2.68 (191 KrCl |2.88 |223 Kr,Cl |3.08 |2.65 |105 |177 |206

K’ KrBr [3.04 [161 |KrBr |3.24 [2.65 |75 |125 |201
XeF |2.44 345 |Xe,F [2.65 2.94 |198 349 |165
305 |13y XeCl 299206 XeCI[32 [3.00 (94 [179 [143

Xe," XeBr |3.16 |143 |Xe,Br|3.36 |3.00 |71 |I115 |148
Xel [3.39 115 |Xe,I [3.62 3.01 |60 |88 |14l

[1]. F.Aquilante, et al J.Comput.Chem., 31, 224, 2010
[2]. S.V.Alekseeva, V.A.Alekseev, this conference
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AB INITIO STUDY OF TRIATOMIC ALKALI HALIDES

Svetlana V. Alekseeva'”, Vadim A. Alekseer’
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“Institute of Physics, St.Petersburg State University,
Ul’janovskaja Str. 1, Peterhof, 198504 St.Petersburg, Russia
*Corresponding author: svetlana.vl.alexeeva@mail.ru

This contribution reports ab initio study of triatomic alkali halides. Ex-
cited rare gas atoms have similar ionization potentials and polarisabilities as
alkali metal atoms. In turn this similarity lead to similarities between the
ground state of MX molecules (M - alkali and X — halogen) and the ion-pair
states of rare gas halide molecules (RgX). molecules. One may expect that
the ground electronic state of triatomic M,X molecules may have features in
common with the bound Rg,X(4°T") state of triatomic rare gas halides [1]. To
compare properties of M,X and Rg, X molecules in a systematic way we per-
formed calculations for all M, X molecules containing Li, Na and K. Calcula-
tions for M,* ions and MX were performed with the same method and basis
sets as for M, X molecules to obtain reference results for comparison. The M,
and MX diatomics are well known from experimental and ab initio studies
and the present results are in a good agreement with literature data. In con-
trast to the diatomics, M,X molecules remain little studied. The results of the
present work are summarized in Table 1. We note in particular that the bend-
ing mode frequency remain close to v, of M;(ZEg) implying weak coupling
with the symmetric stretch mode. Very similar result was obtained for Rg, X
molecules [1].
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Table 1. Equilibrium internuclear distance (A) and vibrational frequency (cm™) in the
ground electronic state of M,*, MX, and M,X molecules (M=Li, Na, K, X=F, CI, Br, I).
RASSCF/CASPT?2 calculations with inclusion of the spin-orbit interaction, ano-rcc-v-
qzp atomic natural orbital type basis set.

M, 28", MX 'S* M,X 1?A,

RM-M ve RM-X ve RM-X RM—M Va vs vb

3.14 LiF |1.60 |840 |Li,F |1.68 |2.64 |656 693 |227
Lie 314 | o [LICI 2,05 [628 [LiCl 2.19 [2.71 497 252
2 13.14 LiBr 220 |552 |Li,Br |2.35 [2.73 439 243

3.14 Lil 240 [508 |Lil [2.58 2.71 409 1268

3.61 |122 NaF |1.97 475 |[NaF [2.03 |3.17 400 [365 |118
3.61 |122 |[NaCl |2.38 |354 |Na,CI*2.53 |3.22 |206 (281 |119

2 13.61 |122 NaBr [2.52 294 |NaBr[2.68 |3.25 [176 |232 |111
3.61 122 |[Nal |2.71 258 |Nal [2.89 |3.27 |156 207 |111
450 |74 |KF [2.22 380 |[K.F [2.30 3.95 284 |70
450 |74 [KCl [2.67 277 [K.Cl [2.83 |4.06 213 69
2 1450 |74 |KBr [2.84 |217 |K.Br [3.00 |4.09 |78 |164 |70
450 |74 |KI  13.05 |186 |KJI [3.24 |4.12 |108 |142 |62
* literature results for Na,Cl R, =2.545A, R =3.263 A, ref[2]

[1]. V.A.Alekseev, this Conference
[2]. E.Rehm, A. Boldyrev, P. R. Schleyer, Inorg. Chem. 1992, 31, 4834
[3]. W.Grochala, R. Hoffmann, J. Phys. Chem. A 2000, 104, 9740
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CYCLOHEXANOL STRUCTURE AND IR SPECTRUM
MODELING USING DENSITY FUNCTIONAL METHOD IN
THE ANHARMONIC APPROXIMATION

L.M. Babkov'", N.A. Davydova®, E.A. Moisejkina’

!'Saratov State University, Astrakhanskaya Str., 83, Saratov, 410026, Russia
2Institute of Physics, NAS of Ukraine, 46 Nauki Prosp., 03068 Kyiv, Ukraine
*Corresponding author: Babkov@sgu.ru

It was established that the cyclohexanol molecule has the property of
conformational mobility. Cyclohexanol molecule is realized in the form of
four conformers differ in the orientation of the hydroxyl group. By the meth-
od of neutron and X-ray diffraction analysis it was determined that the cy-
clohexanol is characterized by polymorphism, and forms the stable crystal
structures with different molecular conformational composition. The struc-
tures of polymorphs is largely due to the influence of the hydrogen bonding.
It was found that the crystalline phases II, III are formed by the endless
chains, fragments of which are chained and cyclic tetramers respectively, and
in an unstable phase III  trimers are realized. All these H-complexes consist
of cyclohexanol conformers with the equatorial orientation of hydroxyl
group.

IR spectra of cyclohexanol were measured in the plastic (I) and crystal-
line (II, IIT) phases in a wide temperature range.

In this report we present the results of the simulation of the vibrational
spectra of the isolated molecule of cyclohexanol in the anharmonic approxi-
mation. For calculation the selected model consisted of conformers, which
more likely participate in the formation of H-complexes. The spectrum of
cyclohexanol, calculated in the anharmonic approximation was compared
with the spectrum calculated in the harmonic approximation using the proce-
dure of frequencies scaling. In general, the spectra are the same, but the an-
harmonic frequencies of vibration involving hydrogen atoms are in better
agreement with experiment. Accounting for mechanical anharmonicity in the
calculation of the spectrum of cyclohexanol was improved the interpretation
of the vibrational spectra.
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INVITED LECTURE FOR STUDENTS

SAJTEPHBIA MATHUTHBIN PE3OHAHC Y ETO
INPUMEHEHUE

B.U. Yuorcux

Ousuyeckuit pakynpretr CankT-IleTepOypreckoro rocynapcTBEHHOTO YHUBEPCUTETA,
Poccuiickas @enepanus
chizhik@nmr.phys.spbu.ru

B coBpemeHHOIT pr3nKe TEPMHUHOM «MAarHUTHBINA PE30HAHC)» HA3bIBAIOT
COBOKYIIHOCTh SIBJIEHHH, BO3HHMKAIOIIUX IIPU B3aWMOAEHCTBUM MarHUTHBIX
MOMEHTOB SIIEP M 3JIEKTPOHOB CO CTaTWYECKUMHM, MEPEMEHHBIMU WU
(ITyKTYyHpPYIONIMMH MarHUTHBIMH TOJISIMH, KOTOpBIE JHOO IPHIIAraroTcs
W3BHE, MO0 MOTYT BO3HMKAaTh BHYTPH BellecTBa. M3MeHeHns opueHTannu
MarHUTHBIX MOMEHTOB SIJIEp WJIM JJICKTPOHOB B CTaTHYECKOM MarHUTHOM
MOJIE  CONPOBOXKIAIOTCSL  M3JIyYEHWEM WM  TIOIVIOLIEHHEM  KBAaHTOB
JJIEKTPOMAarHUTHOTO ~ TOJIS,  COOTBETCTBYIOLIEMY  PaJHO4YaCTOTHOMY
Jrana3oHy. Peructpupyst 3To n3iyueHue u perasi oOpaTHbIe 33/1a4, MOKHO
U3BJIeYb HMHGPOPMALUIO O JIOKAIBHOH CTPYKTYpEe MOJEKYJ, Pa3IHMYHbIX
TBEPABIX TeJ, O BHYTPEHHMX JBWKEHHSIX B JKUAKOCTSIX, TBEPIBIX Telax,
Me30(azax U T.I. 3a pa3BUTHE UJIEH U MPUIOKEHHH MarHUTHOTO Pe30HaHCa
npucykaeHo mects HobeneBckux npemuit no ¢usnke, XUMHH, OHOJIOTHH,
(usunonorun u meaunune (nocneansst B 2003 roxay).

K MarHuTHO-pe30HaHCHBIM METOZAM OTHOCSTCS B IEPBYIO OUEPE/Ib:

*  sAepHBII MarHUTHBIN pezonaHc (SIMP)

*  DIEKTPOHHBIN MapaMarHUTHEIA pe3oHaHc (OI1P)

*  sIepHBIN KBaIpymoNbHEIN pe3oHance (IKP)

OTH METOJBI, SBIASCH OECKOHTAKTHBIMHU, HE Pa3pylIaioT UCCIEIyeMbIi
OOBEKT, 4TO JIeJaeT MX YHHUKAIBHBIMH M BOCTPEOOBaHHBIMU HE TOJIBKO B
(u3MKe U XMMUH, HO ¥ B MEIUIMHE, TCOJIOTHH, OMOIOTHH, apXeoyoTHH. B
HacTosiIee BpeMsl HM OAIMH CEPhe3HbIN METUIMHCKUN LIEHTP He 0OXOIUTCS
6e3 SIMP-tomorpada. B Poccum SMP wucnosnb3yercss mpu KapoTaxe
HEe(TAHBIX CKBaXKHH, JAOOPATOPHOM aHAITN3€E IPOAYKTUBHOCTH HE(TEHOCHBIX
KOJUICKTOPOB, aHAJIN3€ MACIMYHOCTH M BIAQXHOCTH CEMsH, pa3paboTaHBI
npumenenus SIKP 11 qucTaHoHHOro 0OHaPyKEHUsI TBEPABIX B3PhIBYATHIX
U HApKOTUYECKUX BEIIECTB, MAarHUTOMETPHUYECKHE METOAbl Ha OCHOBE
MarHMTHOTO PE30HAHCAa HE3aMEHMMBI IPH IPOBEICHUH apXCOJOTHUECKHX
U3BICKaHUH.
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INVITED LECTURE FOR STUDENTS
ELEMENTAL PARTICLES OF DARK MATTER AND
EXPERIMENTS ON ITS OBSERVATION
V.S. Gorelik

PN. Lebedev Physical Institute of the Russian Academy of Sciences,
Leninskii Prospect, 53, Moscow 119991, Russia
gorelik@sci.lebedev.ru

The existence of dark matter in Universe is surely proved as a result as-
trophysical observations of star emission and also from theoretical predic-
tions, obtained in high energy elemental particles physics [1,2]. To now in a
number of theoretical and experimental works the nature of elemental parti-
cles of dark matter are thoroughly investigating. In this report the properties
of such type particles are discussed. There are theoretical predictions, that the
elemental particles of dark matter, named as paraphotons and axions [3,4],
have very small rest mass: about 10 -1 meV, i.e, correspond to far infrared
region of spectra. There are the “clouds” of slowly mowing of paraphotons
and axions around of us and fast moving particles of dark matter from Sun or
from cosmic space with velocity, close to ¢=3x10 m/s. The experiments on
detection of paraphotons and axions in laboratory are described. In such ex-
periments the modern lasers as the sources of exciting light for photon —
paraphoton (axion) and some media as detectors for conversion processes
realizing and detection have been used. The main property of elemental par-
ticles of dark matter is the opportunity of its propagation through the non-
transparent media without any essential interaction. So the generation of di-
rected beams of such type particles may be useful for space information

transferring [5,6] and for another applications.

[1]. S.Hoffmann. Paraphotons and axions: Similarities in stellar emission and detec-
tion. Phys. Lett. B 193, 117- 122 (1986)

[2]. L.D. Dufty, P.Sikivie, D.B. Tanner, S.J. Asztalos, C.Hagmann, D.Kinion, L.J
Rosenberg, K. van Bibber, D.B. Yu, R.F. Bradley. High resolution search for dark-matter
axions. Physical Review D 74, 012006 (2006)

[3]. L.B. Okun. Limits on electrodynamics: paraphotons? Sov. Phys. JETP 56, 502-
505 (1982).

[4]. P.Sikivie, D.B. Tanner, and K. van Bibber. Resonantly Enhanced Axion-Photon
Regeneration Phys. Rev. Lett. 98, 172002 (2007).

[5]. J.Jaeckel, J.Redondo and A.Ringwald. Hidden laser communications through
matter —An application of meV-scale hidden photons. EPL 87, 10010(2009)

[6]. D.D. Stancil. Long distance signaling using axionlike particles. Physical Re-
view D 76, 111701(R) (2007)
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MAS-1 MINOR ACADEMY OF SCIENCES

EBOJIIOLIS AKTUBHUX OBJIACTEN B KOPOHAJTBHUX
JIPKAX

B.K. Ienamos

Hapuansao-BuxoBuuit Komrutekc «lllkoma-mirei» Ne 3 im. A. C. MakapeHka
M. Cimdepononss ABroHomHo1 Pecriybniku Kpum, 10 xiac,
Pecry6nikaHCHKUI O3aIIKUIBHIN HaBYaIbHUH 3aK1a] «Maia akajeMist HayK y4HIBCHKOT
mosoni AsroHomHoi Pecriyomiku Kpum «Ilykaw€y

Posmisinaerses mpoOieMa icHyBaHHs akTHBHUX obnacteit (AO) y kopo-
HaneHuX gipkax (KI). Icaye nymka, mo KJI € xiHIeBOIO ()a30r0 PO3BUTKY
AO.

Byno po3nisinyTo noBHui nuki icuyBanus AO B KJI. Bynu Bukopucrasi
306paskenns Connus B Jinii Hel10830A (Kp AO i 8 MLSO) i B niniil71 A
(SOHO). { 6paB y4acts B oTpuManHi 300paxenb Ha BCT-2, B ix 06po0iii i
po06OTi 3 apxiBaMH, 3 METOIO BUSBICHHS MOXIIMBUX BHUIIAJKIB BUHHKHECHHS
AO B K/I. Bynu po3msHyTi crioctepeskeHHs 3a 1999-2005 poxwu i BiniOpaHo
5 sunaakiB BuHuKHEHHS AO B KJI. 3 apxiBiB criocTepeskeHb Oy0 OTpUMaHO
movaTKoBi (aiinm, sKi 3rogoM OyIT0 YHOPMOBAHO 10 piBHA criokifiHOro CoH-
141.

Bynu npoananizoBani 300paxeHHs CoHIs 3a Bech yac icHyBaHHs K/ i
AO B Hux, Ha pi3HuX piBHAX atMochepu CoHIi (XpoMocdepa i KOpOHA).
[Micns minpaxynky miom K1 Ha pi3HHX BHcoTax Oyj0 OTpUMaHO BiIOMOCTI
PO BUCOTHY cTpaTudikaiiro MaraitHoro moiist K. V Bcix BUMagKax CTPyK-
Typa MarHiTHOTO TOJIsi BUSIBUJIACS 3aKPHUTOIO.

K/, six mpaBmiio, BUHKMKAJIA HE MEHII Hixk 3al00epT 10 mosiBu B Hiit AO.
Cama AO He 3miHIOBaNa posramyBanHs Mex KJI 3a Bech yac ii icHyBaHHS,
10 0COOTMBO BHIHO Y IBOX Bumnaakax: ko AO 3’sBismacs Ha mexi K] a6o
Jocsraina i B IPOIECi €BOIIOLII.

[icns 3ankaeHHEs AO K] mpomopxyBaia iCHyBaTH y CBOIX KOJHIIHIX
Mmexax. Le cBimunts mpo Te, mo K| € kinmeBoro ¢azoro po3sutky AO.
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MAS-2 MINOR ACADEMY OF SCIENCES
JOCIIIKEHHSA ACTEPOT}IA 4 BECTA
ILII1. IInomko

Komynanbsuuit 3axnan «XapkiBebkuit Giznko-mareMaTnuyHui minei Ne 27
XapkiBcbKoi Micbkoi paau XapkiBcbkoi obmacti», 10 xiac,
XapkiBcbke Teputopianshe Biaminentus MAH Vkpainu

Y po6oTi po3mIsHYTI icTOpist BiAKpUTTs actepoina 4 Becra, diznyuHi xa-
PaKTEepUCTHKHU acTepoiza 3a JaHUMHU Ha3eMHHUX CIIOCTEPEKEHb Ta KOCMIYHUX
amapariB. Onucyerbcst AMC «Dawny» — 1eB’siTa Micisi B paMKax 3arajbHOro
npoekty Discovery Harionanpaoi kocmiunoi arenitii CILIA (NASA), onHi-
€10 3 1[Il K0T € BUBYEHHs acTepoina 4 Becra.

Kpim Toro, y po060Ti HaBOAATHCS pe3y/abTaT POTOMETPHYHKX CIIOCTEPE-
JKeHb acTepoifna, ki Oymu BukoHaHi y BepecHi 2012 poxy Ha 70-cMm pediek-
topi UyryiBchKoi ciocTepeskHoi cratii [acturyty actporomii XHY. doto-
MeTpis OyJa BUKOHaHa 32 JTOTIOMOTO0 TTAHOPAMHOTO TIpUiiMada BUMIPOMIHIO-
BanH [133-kamepu ML 47-10.

3a pesynsraramu Qoromerpii Oyna orpuMmaHa Horo kpusa OJUCKY Y
cnekrpainbHux cMyrax BVRI, sika mokasana amrutityny 0,16™ npu ¢azoBomy
KyTi 23,15°. KpuBa O6amcky Mae BiIOMHi 13 JTiTepaTypy BUIIIS 3 OAHUM IIH-
POKMM MaKCHMYMOM 1 MiHIMyMOM 3a mnepion obOepranHs.Takox Oyia
BiIMiUu€Ha JOCUTh HEOUIKYyBaHA OCOOJHUBICTh y MOBEIIHII KOJIOP iHIEKCIB 3
obepraHHsIM acTepoina.OTpuMaHi pe3yybTaTH SIKICHO Y3TOMKYIOThCS 3 TUMU
JAHUMH, 110 OTpUMaHi 3 6opty DAWN.
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MAS-3 MINOR ACADEMY OF SCIENCES
JOCIIIKEHHS TPAH3UTY BEHEPHU 110 JIMCKY COHIIA

A.B. Hepywax

XpuctuHiBcbKa crienianizoBana mkona I-111 crynenis Ne 1 im. O.€. Kopniituyka
XpucTHHIBCBHKOI paiioHHOT panu Yepkachkoi obmacri, 9 kiac,
Yepxaceke obnacHe Tepuropianbhe Binainenas MAH VYkpainu

Mera mocniKeHHs: BUBUUTH 1 JOCHIANTH TpaH3UT BeHepu mo nucky
CoHIis, sSIK piAKICHE 1 yHIKaJIbHE acTpoHOMIuHE siBuie B COHAYHIN CUCTEeMI,
SIK€ CIIOCTEPIraeThCs, KONU IJIaHeTa B HIKHBOMY CIIOJY4YEHHI IepeTHHae
TUIOLMHY EKJIINTHKH, 3poduTH (ortorpadii Ta mpocnocrepiratd TpaH3UT y
Jaci, BU3HAYHUTH BiJCcTaHb Bin Benepu no CoHus, HoCHianTH TpaH3uT Bene-
pu o qucky CoHIIS 3a TOIOMOroro mporpamu «Stellariumy.

AKTyanpHICTB:5-6 yepBHA 2012 poKy JIOAM BOCTAHHE Y I[OMY CTOJITTI
MOTJIH CTIOCTepirati Tpan3uT Benepu mo aucky CoHIs. 3aBIsSKd 1OCIiIKeH-
HIO TpaH3uTy Benepu 2012 poky Oyio 9acTKOBO 3HAiIEHO BiAIOBIAH HA TIH-
TaHHSA NPO YAOCKOHAIECHHS METOJIB JIOCTI/DKEHHS arMoc(ep eK3OILUIaHEeT.
Mu Manu pifKiCHy MOMKJINBICT OCOOHMCTO CHOCTEPIraTH B TEINECKOI TPAH3HUT
Benepu. HactynmHy Taky MOXJIMBICTH JIFOJCTBO Marume ax B rpyaHi 2117
POKY.

3aBoaHHs JOCTIDKEHHS: 3MIHCHUTH CIIOCTepeXXeHHs TpaH3uty 2012
POKY B MicTi XpUCTHHIBKA, BUBYUTH ICTOPIIO JOCIIKCHB IIIECTH TPAH3UTIB,
HABYUTHCH BU3HAYATH BIJICTaHI /10 TUIAHET, OCBOITH mporpamy «Stellariumy.

6 ueprHs 2012 poky 3 5.00 10 7.54 rox. Oyi0 3MiIHCHEHO BIaCHE CIIOCTE-
pexeHHs TpaH3uTy Benepu.

[pu nocmimkenni Tpanzuty Benepu no mucky Conrg 2012 poky Oyio
3po0JIeHO CBITIMHHM SBHUIIA Ta mMoMideHo 7 M Ha CoHmi. 3a JOIOMOTOIO
nporpamu «Stellariumy» Oyro mociimkeHo 3MiHM BincTaHi Bin Bernepu mo
3emiti B MOMEHT HIDKHBOTO CIIOTy4YeHHS. Takox OysI0 JOCTIKEHO TPAH3HT Y
yaci, Bu3HaueHO BincTtanp Binm Benepm mo Conms (107080000 xkm=0,72
a.0.=3,49*10 - IIK) Ta BU3HAYEHO TPHUBAJICTh BHIMMOTO TpaH3uty 2012
POKY B pi3HHX MiCTax CBITY 1 YKpaiHH.
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MAS-4 MINOR ACADEMY OF SCIENCES

JTOCJIIIKEHHS ®OTOMETPAYHOI 3SMIHHOCTI
KAPIMKOBOI HOBOI TUITY WZSGE OTJ184228

P JI. 3sacenvcoruii

Hapuanbao-BuxoBuuit Komiuieke «lllkoma-miteii» Ne 3 im. A. C. MakapeHka
M. Cimdeponons ABronomHoi PecrryOniku Kpum, 10 kiac,
PecnyOnikaHChKuil TO3aMIKIIBHAIN HaBYaJIbHUAHN 3aKiIa]|
«Mauna akaziemist Hayk y4dHiBcbKOi Moozl ABroHOMHOT Pecry6miku Kpum «lykauy

Karakmi3miuni 3MiHHI — II€ TiICHI HOJBIMHI CUCTEMHU, 1110 3HAXOAATHCS HA
MI3HIX CTaAisIX CBOJIOLIT. BOHM CKIIaIar0ThCs 3 KOMIIOHCHTA-I0HOPA — 31pKU
MI3HBOTO CIIEKTPAILHOTO KJIACY, 10 BTPayae CBOK PEUOBHUHY Ha KOMITAKTHUI
KOMITOHEHT — 3ipKY, 1110 3HAXOANTHCS Ha Mi3HIN CTa/ii eBOIIOLIT.

VsBICHHS MPO MPOLIECH aKpewil NO3BOJSIIOTH po3iOparucs y ¢i3uii
OiMbII €K30THYHHUX 00’ €KTIB: PEHTTEHIBCHKUX MOABIMHUX 31pOK, YOPHHUX Iip
Ta aKTHUBHUX sJlep TallaKTUK. AJie HaWroNoBHIlE, [0 BHUBYCHHS
KaTaKIi3MiYHUX 3MIHHUX JO3BOJIIE BCEOIYHO TMOTISHYTH Ha TIPOLECH
€BOJIIOIII1 31pOK, III0 3HAXOAATHCA Ha Mi3HIX CTAIisAX €BONIOMIi, B TOMY YHCII 1
Ha KOPUYHEBI KAPIUKH.

3minHa OT J184228 Oyna Binkpura y Bepecti 2011 p. Uepes nesikuii yac
el 00’eKT crocrepiranu B o0cepBaTopisx ychoro cBity. BusBumiocs, mo
CraJlaxoBa aKTHUBHICTE ITi€1 31pKH JTy>Ke IPUMITHA Ta HE BI/IMOBIIa€ 3aralbHUM
0COOJIMBOCTSIM CIIOCTEPEKEHHSI TAKHX 3MIHHUX.

ABTOpPOM IpoBOIMIIaCH 00pOOKa Ta aHaji3 3HIMKIB 3 50-cM Teneckona
ARCSAT, Apache Point Observatory, Heto-Mekcuko, CIIIA ¥ oTpuMaHHs,
00poOka, amamiz 3HiMKIB 3 2,6-M Tteneckoma 3TIH, HJI «Kpumceka
actpodizuana obcepBaropis», c.HaykoBuii, Ykpaina.

Mertoro poOOTH € AOCITIIKEHHS MIPOIIECIB, IO MPOTIKAIOTh Y KAPIUKOBIH
voBOi OT J184228 mim wac 3racaHHs 1 micis ii Haxcmamaxy, METOZAMHU
cy4acHoi acTpodoTomeTpii

3a IpOBEICHUMH CIIOCTEPEKECHHAMH OyIIH BiIKPUTI IMi3HI Hanropow, Ta
Oyia BHsBIICHa KOPOTKOIEPIOAWYHA 3MIHHICTH 3 MEPiOIOM, BiIMIHHHM BiJ
opOitansHoro. Takox Oyna po3podieHa ¢izuuHa MOJEb KapiIMKOBOI HOBOI,
sIKa JI03BOJISIE TIOSICHUTH yci (hi3UUHI ITpoLecH, sIKi BiOyBancs B 3ipIii.
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MAS-5 MINOR ACADEMY OF SCIENCES
T'PABITAIIIMHE JITH3YBAHHSI
H.B. Mameiiuyx

Jlynpka 3aransHoocBiTHs 1kona [-111 crymeniB Ne 23 BonmHcebkoi obnacri, 10 kiac,
KomynanbHa ycranoBa «BonuHcbka obnacHa Maia akageMist Hayk»

I'paBirtartiiite JiH3yBaHHS — SABUINE TyXe “IiKaBe” I aCTPOHOMIB. 3aB-
JISIKW HOMY MO>KHA BU3HAYMTH 0AaraTo HEBiJIOMUX BEIMYWH: Macy TiJl, BiJiCTa-
Hi 10 00’ekTiB, cramy Xab6ma. I'paBitamiiiHuM JiH3aM BIacTHBa 3AaTHICTH
30i7BITyBaTH 300paXeHHS, SICKpaBicTh (HOHOBUX 00’€kTiB. TomMy BUKOpH-
CTaHHA TPaBITAIIHHOTO JiH3YBaHHS Bilirpae BaXKIUBY POJb CEpell METOIIB
JOCITiKESHHS KOCMOCY.

O0’eKTOM J0CTiIZKeHHA € TpaBiTalliifHi JiH3H, iX Qi3HYHI MapaMeTpH,
PI3HOBHUIM CITOTBOPEHUX HUMH 300pa’keHb, a TAKOXK MOKIHBOCTi COHIIS, SIK
rpaBiTaIliITHOT JIIH3H.

Merta: 36ip Ta anai3 iHopmarii mpo B3a€MOIIO CBiT/Ia 1 rpaBiTaniiHo-
TO MOJIE MACUBHHMX TUI Ta BIUIUB LbOTO e(heKTy HA BUIAMMI TpaekTopii HeOec-
HUX 00’€KTiB. BiAMOBiIHO 10 MeTH OYyJI0 MOCTABICHO TaKi 3aBIAHHS:

- PO3IISHYTH ICTOPIIO MOCIIIKCHHS IPaBiTalliiHUX JIiH3

- TpoaHali3yBaTH BiIOMIi 3HAHHSI PO JaHE SIBUIIE

- JOCHIAWTH WOTO BIUIMB Ha BUAMME 300paKeHHS KOCMOCY

- PO3IISHYTH BHIIQJAKH CIOTBOPEHHA 300paKeHb Big (OHOBHX
00’€KTiB MPH Pi3HUX TUMAX TPABITAIHHUX JiH3

- JOCIIUTH BHKOPHCTAHHS JAHOTO SBHINA BYCHUMH-ACTPOHOMAMHU
JUTSL JOCTIKCHHS BCECBITY

- obumcinTu napameTpu COHIM SIK TpaBiTalliHOT JIH3H.

KoxHa 3ipka 31arHa OyTH TpaBiTaliifHOIO JIIH3010, B TOMY YHCII 1 Hale
CoHre. Ane, OCKUIBKM MU 3HaXOAMMOCH OJTM3BKO JI0 HBOTO, TO HE MOXXEMO
CriocTepirary Lei eeKT B MOBHIN Mipi.
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MAS-6 MINOR ACADEMY OF SCIENCES

AHAJII3 3MIHU KPUBOI BJIMCKY OABIMHOI 30PI
WZ Crv

M.B. Mozopanu

Opnecoka Mapiinceka rimuasis, 10 kiac,
Opnechke TepurtopiaibHe Bigaitenas MAH

[MongiitHi 30pi € OCHOBHUM [IKepesioM iH(opMarii mpo macu 3ip,y mo-
JBIHIX 30psAX MPOXOAWUTH 0arato (pi3myHMX MPOIIECiB, IKi HEMOXIIUBO pea-
Ji3yBaTH y 3eMHHX J1aDOpaTopisiX, TOMy BHUBUCHHS TAaKHX 3ip € BayKJIMBOIO
3aJa4ero acTpodi3uKH.

Meroto naHoi pobotu Oyio BHBUEHHs NoaBiiHOT 30pi WZ BopoHa 3a
normoMororo ananisy [133-300paxens. CTaBuiacs 3a7ava MopiBHATH 0COOITH-
BOCTI KpUBOi OiucKy wi€i 30pi 2012 poky 3 O1IbII paHHIMHU CIIOCTEPEKEHHSI-
MH, @ TAKOX 3aIpOIIOHYBATH MOSICHEHHS ()eHOMEHY acuMeTpii KpuBoi Ta Jo-
CJIZUTH HOTO CTaOINBHICTS.

Y 2010/2011 pokax aBTOp poOOTH PO3MOYAB MOCIMIKECHHS MMOABIHHOI
30pi WZ Crv. Lle 3aTremMHIOBaHa 30psiHa CHCTEMa THITy AJITOJA 3 TIEPioioM
1.7887 mHiB. ABTOp BiIKpHB y HET acHMETPil0 MAKCUMYMIB OJTUCKY Ta IIOBHE
3aTEMHEHHS y TOJIOBHOMY MiHiMyMi. Pe3ynmsraTé bOoro HOCTIIKEHHS OITy-
oOmikoBani y crarti Virnina N.A. Andronov .L. Mogorean M.V. «A Hot
Spotand Mass Transfer of the Algol-type Binary System WZ Crv».

VY naHiii po0OOTi NpeicTaBICHO Pe3yJbTaTH IONATKOBUX JIOCITIDKEHb
kpuBoi Omucky cucremun WZCrv 3a crniocrepexeHHsMu 2012 poky, nepe-
06pobnernmu croctepexeHHsiMu 2010 poky, Ta apXiBHUMH CHOCTEPEKEH-
HSMHU €JIeKTpOHHUX 0a3 nanux. Y 2012 poui cnocrepexxeHHs Benucs y 4
¢inerpax: B, V, R, I. Ha HOBUX ()a30BHX KPUBHX HE TIOMITHO acCUMETPii, ane
TOJIOBHUI MIHIMyM MOMITHO MIHOIIWi, HiXK OyB IBa poku ToMy. Y poOoTi
3aIIPOIIOHOBAHO MOSICHEHHS ()EHOMEHY HASBHICTIO MIIpPyrO4oi «XOIOITHOI»
wisiMA y ¢oTocdepi oHi€T 3 KOMITOHEHT Ta MOKa3aHO CXEMAaTHYHO ii po3Ta-
[TyBaHHS Y pi3HI POKH.
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MAS-7 MINOR ACADEMY OF SCIENCES

3ITKHEHHS B COHAYHIN CUCTEMI: POJIb I METOIHA
PO3PAXYHKY

J.B. lumxie

XapkiBChKUiT HABYATbHO-BUXOBHUH KOMILTeKe Ne 45 « AkaieMiuHa TiMHas3is»
XapkiBcbkoi Michkoi pajgu XapkiBcbkoi obnacri, 10 kiac,
KomyHnanbHuii 3akiaj «XapKiBChbKH LEHTP JOCIIHHIBKO-EKCIIEPUMEHTAIBHOT
nisuibHOCTI «ByanHOK yuuTens» XapKiBCbKoi 001acHOT pagmy

Axmyanenicms pobomu 0a3yeTbcsi Ha TOMY, IO 3a OCTaHHI JBa
JECATIIITTS OyJa, He TUTbKU YCBiTOMIICHA Cepiio3Ha HeOe3IeKa JIis JIFO/ICTRA,
OB’ sI3aHa 3 MAJIHHSAM Ha 3eMJII0 acTepOi/iB i KOMET, aje 1 31iiCHeH] aKTHBHI
JIOCITI/DKCHHS PI3HUX aCMEKTIB Iiel mpodiiemMu. AJie 11e BChOTO JIHIIIC OUH 13
HAIpsIMKIB 11e OLIbII 3arajbHOT 3a/1a4i, O po3risiAae 3iTKHeHHs B COHYHIN
cucTeMi OyIb-IKMX KOCMIYHHX TiJI.

Memoro pobomu € CTUCIIO BUKJIACTH OCHOBHI aCIIeKTH IIi€i 3amadi (Taxi
SK acTepoigHa HeOe3meKa, poiib 3iTKHeHb B eBomonii COHAYHOI cucTeMH, a
came (opMyBaHHS PO3IOIUTY acTepoimiB 3a po3MipamMu i (QOpMyBaHHS
penbedy Tid, M0 BOJIOMIFOTH TBEPIOIO MTOBEPXHEIO), BUCBITIIMTH MeTox Emika
pO3paxyHKy HMOBIpHOCTI 3iTKHEHHA. byno nocmaeneno 3aedamna
NpoaHalli3yBaTH OCHOBHI TOJNIOKEHHS MeTtony Emika, Ha mnpukiani
KOHKPETHOTO TOTEHIIHHO-HEOe3IeYHOTo acTepoiga MokazaTu MOMKIMBOCTI
[LOI'0 METOJy, HaIlMCaTH Mporpamy Ta 3a ii JOMOMOIOI pO3paxyBaTh s
HBOT'O HMOBIPHICTb 3ITKHEHHS 13 3eMJICIO Ta MOPIBHATH OTPUMaHE 3HAYEHHS
i3 pe3ynbraTaMu OUTBII TOYHUX YUCETBHUX METOJIIB, IEPEBIPUTH Yy TIUBICTh
Pe3yabTYI0u0i WMOBIPHOCTI Ha 3MiHY €JIEMEHTIB OpOITH yJapHUKa uepes
30ypIOFOYMI BIUIMB IUIAHET Ta MOXMOKM aCTPOMETPUYHHMX CIOCTEPEKEHb.
IIpu BuxonanHi poOotn OyB NMpOBeACHUI aHANI3 JiTepaTypu (TEPeBaKHO
AHTJIOMOBHOI), OTIMCaHi SIKICHI MUTaHHS TEOPii 3ITKHEHB.

3micm pobomu BKITIOUAE I1BA PO3AUIH. Y TEpIIOMY HaBEICHI 3araibHi
BimoMocTi mpo Mani Tina COHSYHOT CHCTEMH, POIb 3ITKHEHb Y (POpMyBaHHI
PO3IOALTY TUI 32 pO3MipaMH Ta Ha paHHIN CTa/il eBOOLI] IPOTOIIAHETHOTO
JIICKa, YTBOpeHHs KparepiB Ha Tinax CoHsuyHoi cuctemu. Jpyruii
npucBsdeHnit Meroxy Emika, oIiHII BIJIMBY MOXHOOK y eJleMEeHTax opOiTh
Ha WMOBIPHICTh 3IiTKHEHHS Ha mpukiami acrepoiga (99942) Apophis 3
BUKOPUCTaHHSM OCKYJIIOIOUUX EJIEMEHTIB HOro opOiTH Ha pi3HI MOMEHTH
yacy. Hancana nporpama, sika 3a elleMeHTaMu opOiTH acTepoiia po3paxoBye
HMOBIpPHICTB HOT0 3ITKHEHHS 13 3eMJIetO.

OcHosHui pesynomamu pobomu: TPENCTABICHUH METOI PO3PaxyHKY
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MAS-7 MINOR ACADEMY OF SCIENCES

JIO3BOJISIE MIBUAKO OLIHUTH 110 TOPSAKY BEIMYMHU HWMOBIPHICTH 31TKHEHHS
HeOecHuX TiI. {10 BenMYMHYy MOKHA BUKOPHCTOBYBATH SIK BEPXHIO OL[IHKY
BIPOTIAHOCTI 3ITKHEHHS, a 1T 00UMCIICHHS ICTOTHO O1TBII IPOCTE y MOPIBHSAHHI
3 TOYHUMH, aJI¢ TPOMI3IKHMH METOJaMHU.
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PO3POBKA EHEPI'O3BEPITAIOUMX TEXHOJIOT'TA
EKCILUTIYATAIII JIKEPEJI CBITJIA HIJIIXOM AHAJII3Y
IX CIEKTPAJIBHOI'O EJIEKTPOMATHITHOT'O
BUITPOMIHIOBAHHA

M.O. Koszsap

3naromniibcbka rimHasis M. HoBomupropona HoBomuproponcskoi pailoHHOT paau
KipoBorpancskoi obnacri, 10 kiac,
Kiposorpaaceke Tepuropiaibhe Bigainenss MAH Ykpainu

AKTyanabHicTh TeMHu. EXOHOMIsI eslekTpoeHeprii — e JOCHTh BelHKa
oOmacte  peamizamii  pamioHaJbHMX  HamipiB  mroamHu.  Cuctemu
eHepro30epexeHHs1 MOBHHHI 3abe3nedyBaru Bucokuid KK/ npucrpoiB Ha
BCIX eTamax BHKOPUCTaHHsS JKepen eHeprii. J[is MmTy4HHuX eNeKTpUYHHX
JUKepen  CBITJa, B KOHTEKCTI BIIPOBa/DKEHHS eHeprozoepirarouux
IHHOBAILIIHHUX TEXHOJOTIM, HAWBaXJIMBIIIKM € ITIIJBUIIEHHS BIJCOTKA
eJIeKTPUYHOI eHeprii, fAka Oe3mocepeHbO0 TPAHCPOPMYETHCS B CBITIOBY,
HE3aJeXHO BiJ THUMY IpKepena cBiTina. ToMy Tema poOOTH € aKTyalbHOIO 1
BiJINIOBiZJa€ CY4acHUM TEHACHIIISIM PO3BUTKY TEXHIKH.

Meta po00oTH — 3alIPONIOHYBATH TEXHOIOTIIO ONTHMIi3amii TEXHITHUX
mapaMeTpiB eHeproeeKTUBHOI eKCIUTyaTarii pKeped CBiTia, MUITXOM
aHaJIi3y BIAMOBIIHUX CIIEKTPIB €JEKTPOMArHiTHOTO BUITPOMIHIOBaHHSI.

3aBmaHHs — BHBYMTM TEOPETHYHI INHUTAaHHS TOB’sS3aHi 3
BUIIPOMIHIOBAJIBHUMH 3110HOCTSIMH JKEPEN CBITIIA Ta €Hepro30epiraloynMu
TEXHOJIOTISIMH B JTAHOMY HANPSMKY, JOCTITUTH OCOOJHUBOCTI ONTHYHOIO
CHEKTpy  Jiaml, 3alpONOHYBATH  TEXHOJOTII0  BIPOBAIKECHHS
eHeproe()eKTUBHOTO BUKOPUCTAHHS CYy4aCHUX JKEepell CBITIa.

HaykoBa HoOBHM3Ha pe3yJbTaTiB —BCTAQHOBJECHO, IO CIEKTPH
BUIIPOMIHIOBaHHS JOCIIIKYBaHUX IITYYHUX JDKEPEN CBITIA 3aleXaTh Bil
mapaMeTpiB eKCIUTyaTallii MPH BiAXMICHH] Bil HOMiHAFHIX 3HAYCHD, & TOMY
MOXXJIUBO B KOKHOMY OKPEMOMY BHIIAJIKy BCTaHOBIIIOBATH ONTHMAaJbHHUH
PEXUM IX poOOTH B KOHTEKCTI €HEpPro30epeKeHHS.
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NTOCJLIKEHHS MOKJIUBOCTEN CTBOPEHHSI
XBUJIBOBUX EJJEKTPOCTAHIIN AJISI MOPCBKHUX
AKBATOPIN YKPATHU

A.Il. Bypyuin

MuxonaiBcbkui MOpCBKUH Tineil iMeHi npodecopa M. Anexcanaposa
MukosaiBchKo1 MiChKOT pau, 9 Kiac,
MuxkonaiBcbke Tepuropianbhe Biginenas MAH Ykpainn

EHepris MOpCBKOTO XBWIIIOBaHHS HECKIHUCHHA, OTXE XBUIBOBI
enekrpocraniii (XBEC) — me anpTepHaTHBHI Kepea eKOJOTiYHO YHUCTOT
eHeprii, AKi € KOHKYPEeHTOCIIPOMOXXHUMH CEpeJl IHIINX JDKEeped Tak 3BaHOl
«3€JICHO1» EHEPTeTHKH.

Mertolo poOOTH € aHaji3 Cy4acHOTO CTaHy Yy Taily3l XBHIJIBOBOL
€HEepPreTUKH TPOBIIHUX MOPCHKHMX KpaiH CBiTy, IONEpEOHsS OIliHKa
nouineHocTi po3MimenHs XBEC Ha axBatopii A3oBo-UopHOMOpPCHKOTO
Oaceliny YkpalHU Ta CKCTIEPUMEHTAIIbHE TOCIIPKCHHSI MAKETY HOBOTO THITY
XBEC 3 rHyYKHM CHEProNoOrTHHAIOYNMH SJIEMEHTaMHU.

JI71st TOCSITHEHHS TIOCTABIIEHOT METH Y POOOTI BIIEpIlle BUKOHAHO OTJISI 1
TTOPIBHSUTBHUH aHaNi3 CydyaCHHWX XBHJIBOBHX €JIEKTPOCTAHIIIHM Ta aHali3 BOI
A3zoBo-YopHOMOpPCHKOTO Oaceifny YkpaiHu sk IKeperi XBHIhOBOI eHeprii, Ha
TiJICTaBi SKOTO 00paHo mepcrnekTHBHUN 1 Ykpaiau turn XBEC 3 rTHydYkuMu
CHEProNONIMHAIOYMMH  €JIEMEHTaMH.  3alpOINOHOBAHO  YAOCKOHAIHUTH
MEXaHi3M KepyBaHHS IPOCTOpOBUM monoxeHHAM XBEC 3 THyukuMun
CHEPronoNIMHAIOYMMH  €JIEMEHTaMH 110 BiJHOUIEHHIO JI0 HANpsIMKY
HabiranHs XxBwib. [IpoBeieHo OGaceifHOBHI €KCIIEpUMEHT. 3a pe3yibTaTaMu
BUKOHAHMX EKCIEePHMEHTAIbHUX JociikeHb MakeTy XBEC BcraHoBieHO
3aJIOKHOCTI BEJIMUYMHN OTPUMYBAHOI MEXaHIUHOI €Heprii Ha BaJly THYYKOIO
€JIEMEHTY BiJl IOBXKHUHH 1 INUPUHU CHEPTONOIIMHAIOYOI CTPIYKH 1, TAKUM
YHHOM, MiATBEPXKEHO npane3aaTHicTh XBEC HOBOTO THIY.
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MAS-10 MINOR ACADEMY OF SCIENCES

IMPOTHO3YBAHHSI KPUTUYHOI'O PYIHHYBAHHSA
3PA3KA IIIJISIXOM BUMIPIOBAHHA TOT'O BJIACHUX
YACTOT KOJIMBAHb

M.JI. Ll]edponocves

XepcoHchkui (i3HKO-TeXHIYHUIA ileif 1pu XepCOHCHKOMY Hal[lOHAIBHOMY TEXHIYHOMY
yHiBepcuTeTi Ta JHimponeTpoBchKOMY HalliOHaIbHOMY YHiBepcuTeTi, 10 Kiiac,
KomyHnanbHuii 3axnaj «Mana akaieMist Hayk» y4HIBCBKOT MOJIOJ
XepcoHchKoi 00acHOl paau

VY naniii poOOTI HAMHU TIpEeACTaBICHUN HOBHI METOJ| MPOTHO3YBaHHS
KPUTHUYHHUX pPyHHYBaHb — METOJ, OCHOBAaHMH HAa BHMBYEHHI BUIPHHX Ta
BUMYIICHUX KOJIMBaHb JOCIHiIKyBaHOI metami. Lledl merox rpyHTyeThCs Ha
TOMY, 00 UITXOM BHMIPIOBaHHS BIIACHOI YaCTOTH KOJIHMBAaHb PE30HAHCHUM
METOZIOM MOXKHa Oyi1o O CIIpOTrHO3yBaTH pyHHYBaHHS 3pa3Ka.

O0’€KTOM HAIIOTO AOCIIKEHHS € BUBUCHHS MIIIHICHUX XapaKTEPUCTHK
TIJ.

IIpeameTom HaIIOTO JOCHTIKEHHS € BUBYEHHS 3MIHH YaCTOTH KOJIMBAHb
TiJIa y 3aJIS)KHOCTI BiJ] yacy Horo excruryararii.

3aBnaHHs N0CTi/IZKEHHS:

- 3’sCcyBaTuW MeXaHi3M pyHHyBaHHS TUI, a TaKOX MPUYHMHH, IIO 1O
I[LOTO NPU3BOASATH

- TEOPETUYHO BU3HAYMTH 3aJKHICTh YaCTOTH KOJIIMBAHb 3pa3ka Bix
HAOTO MIIHICHUX XapaKTEPUCTHK

- CKOHCTPYIOBAaTH YCTaHOBKY JJISI IOCHTI/DKEHHS 3aJI€KHOCTI YaCTOTH
KOJIMBaHB 3pa3Ka BiJl KUTBKOCTI IIMKIIiB HABAHTAXKCHHS Ta MPOBECTH HEOOX1THI
EKCTIEPUMEHTH.

[TprunHOIO pyifHYBaHHS €1EMEHTIB KOHCTPYKIT B pE3yJbTaT] TOSBICHHS
TpiIMH MOXYTh OyTH KOpo3is Ta crapiHHA Metanmy. HeoOrpyHroBane
MPOIOBXKCHHS TEPMiHY EKCIUTyaTallii KOHCTPYKINi Beie IO Pi3HOTO POmy
aBapii.

Hamu BCTaHOBIEHO TEOpPETMYHY 3aJIE)KHICTh YacTOTH KOJHMBaHb
JIOCITIJKYBaHOTO 3pa3Ka Bijl HOro MIilIHICHHX XapaKTEePUCTHUK.

Jdnst miaTBepIKEHHST TEOPETUYHUX PE3YJBTaTiB MU MPOBEIH CEpio
EKCIIEPUMEHTIB, CIIPSIMOBaHMX Ha BUBYCHHS 3aJI€KHOCTI YACTOTH KOJUBAaHb
3pa3Ka BijJl TPUBAJIOCTI HABAHTAXKEHb.

Hamm pospobrmena ycraHoBKa, IO MigAae 3pa3oK IHKIIYHAM
HaBaHTAXCHHSAM, PO3POOICHUH CHoci0 BH3HAYCHHS PE30HAHCHOI YacTOTH
KOJIMBaHb 3pa3Ka IJIsi BUBYCHHS 3MIHH HOTO BHYTPIIIHIX BIACTUBOCTEH ITiJ
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MAS-10 MINOR ACADEMY OF SCIENCES

I€H0 NUKIIYHUX HABAHTAXKEHbD.

Matoun rpadik 3aJeKHOCTI YaCTOTH BiJl 4acy eKciulyaramii abo Bix
KIJIBKOCTI BIUIMBIB Ha 3pa3oK, Ha SIKOMY YiTKO BU3HAYAETHCS, MTOOIN3Y SKHUX
YacTOT 3pa3oK pPyHHYeTbCs, HaM BAAIOCA BHOpAaTH 3pa3oK 3 SCKPaBO
BUP@)XCHOI0 BTOMHOI XapaKTEPHCTHKOIO LUIIXOM IIOPIBHAHHSA YacTOT
BIIACHUX KOJIMBaHb 3pa3Ka B CIIPaBXkHiil yac 3 HepeAKPUTHIHUMH YaCTOTAMH,
3a3HaYeHUMH Ha TpadiKy A cepil OMHOTHUITHUX eK3eMIUIIPIB.

TeopeTH4HO Ta eKCIIEPUMEHTAJbHO BIAJOCS BCTAHOBUTH, IIO B Mipy
HapOCTaHHS BTOMHU Marepially 3MiHIOETbCS MOAYIIb MpykHOCTI, (E - Momyns
IOnra), oo Beze 10 3MIHM DIBUIKOCTI MONIMPEHHS MPY)XHUX XBWIb 1 3MiHU
BJIACHOI YaCTOTH.

Hapani My mimaHyeMoO CTBOPHTH KOMIIAKTHHMH 1 3pyYHHH TpHian JUis
31ifiCHeHHS TOAIOHMX BUMIDIB.
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MAS-11 MINOR ACADEMY OF SCIENCES

BUT'OTOBJIEHHS KPUCTAJIIB JJIS1 ONTUYHUX
130JIATOPIB

JILA. 3axapyx

UYepnierpkuii miteir Ne 1 MaremMaTH4HOTO Ta eKOHOMIUHOTO mpodinis, 10 kiac,
KomyHanbHUH 00nacHUH MO3aIIKUIBHAI HABUAILHUH 3aKI1a]]
«bykoBuHCEKa Maa akaneMis HayK y4HiBCHKOT MOJIOI»

Mema Oanoi pobomu — CTBOPEHHS ONTHYHO JOCKOHAJIOTO JIJISt
MPAKTUIHOTO BUKOPUCTaHHS HaIiBMarHiTHOTO HaIiBIIPOBiTHUKA.
Hamipmarnitanii Hamienposigeuk Kagwmiki Mamran Temyp (Cd, Mn Te)
aKTHBHO BHBYAETHCS SK MEPCIEKTHBHUI NPEICTABHUK TBEPANUX PO3UHUHIB.
3MIHIOIOYH TPOIEHTHHH BMICT KOMIOHEHTIB MH MOXEMO KOHTPOJIHOBAaHO
BIUTMBATH Ha BIACTUBOCTI MaTepiaiy. Hanpuxiaz, BrutmBaty Ha crainy Bepae,
3MIHIOIOYH KOHLICHTPALiI0 MAarHITHY KOMIIOHEHTY MaHraHy.

Jns BUpiLIeHHS MOCTaBJICHOTO 3aBIaHHS MU IIPOBEIM ONTHMI3AIifo
MPOLIECIB BUPOIyBaHHS MOHOKPHCTAJIIB Ta JOCIIKEHHS TUTOMOTO OTIopY 1
CIIEKTpa NPOIYCKaHHs ONTUYHOTO BUNpoMiHioBaHHA kpuctanis Cd, Mn Te
B 3aJIeKHOCTI Bix BMicTy Mn. MoHokpuctanmu Oyl BUpOLICHI Yy
BUCOKOTEMIIEPATYPHHUX Ie4ax BiJIOBIIHO JO MOAU(IKOBAHOTO METOMY
bpimkmena. TemrneparypHi pexxuMu neueit Oyau OnTHMI30BaHI BPaXOBYIOUH
(i3muHi 1 XIMIYHI BTaCTUBOCTI TBEPAUX PO3UHHIB 1 PEe3YJIbTaTH OCIIIKECHb.
[Ipomec mpoxomnB y KBAapIOBHX KOHTEHHEpax, MOKPUTHUX MipONITHYHUM
rpaditom. s cuHTE3y OynHM 3aCTOCOBaHI YIbTpa-dyucTi KoMIoHeHTH. Lle
JTAJI0 MOKITUBICTH 3aII00ITTH ONITHYHOMY TIOTIMHAHHIO JOMIIIKaMH B 00JacTi
eHeprii (OTOHIB, IO MeHIIE, HiK IHMPHHA 3a00pOHEHOI 30HH. BMicT
Maprasuo 0yiio 3MiHeHO B pi3HHX kpHucTanax 3 x=0,04, x=0,5.

Taka po0OoTa € aKkTyaJbHOIO 3aBASKH MEPCIEKTHBHOCTI 1 IOIUTY Ha
TaKUi Mpwiag SK ONTHYHMH i3oisTop. Hamoro meroro Oyno orpumarn
KpUCTAIH Cdl_anxTe, SIKi OW TIIXOUITH JIJIsl IPAKTHYHOTO BUKOPUCTAHHS, 1
JIOCJIJTUTH 1X BIIACTUBOCTI. MU ONTHMIi3yBaiu i MOAN(IKYBaJIM IIPOLEC POCTY
KPHCTAITY 1 TOCIIIMIN CIIEKTPAJIbHY 3aJI€XKHICTh ONTHYHOTO MPOIYCKaHHS
kpucrary Cd, Mn Te 3anexHo Bia BMicTy Manrany.
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MAS-12 MINOR ACADEMY OF SCIENCES

KJIACUYHI TA PEJIATUBICTCBKI OCOBJINBOCTI
OIIUCY PYXY TIJ Y IPUPOJHUX KOOPAUHATAX

M.C. JImumpice

KomyHnanpHuit 3aknan ocBiTr «{HINPOMETPOBCHKHIA Jilei iHPOpMAIiTHUX TEXHOIOT I
npu JIHINponeTpoBchKOMY HallioHaJIbHOMY yHiBepcuTeTi imeHi Onecst [onuapay, 10kiac,
KomyHansHuil mo3amkiIbHIN HaBYAJIBHUN 3aKJIa/1
«Mauna akaiemist HayK y4HIBCbKOI MoJofii» J{HImpomeTpoBChKoi 00macHol paau

B po6orti po3msiatoThcs reoMeTpUdHI KOHCTPYKIIT, SIKi 3yCTpidaroThCs
y Kypcy $i3nkn.Oco0iarBo JeTanbHO BUBYEHO OMKC TPAEKTOPIH Ta 3aKOHIB
PYXy TUI MiJ €10 LIEHTPAJILHOTO OIS TSHKIHHS.3MiHA apameTpu3anii y Ta-
KOMY pYyCi TiJ1 1O3BOJISIE ONIEpYBaTH MOHATTIMH KpUBUHU. Po3riisatoTbes BU-
MaJIK1, KOJIU KPUBHHY TPAEKTOPIT TiJIa MOKHA BBAXKATH CTAJIO0, & TAKOXK IS
EMINTHYHOTO PYXy y TOJi TOKIHHA.PO3MISAHYTI Tako)X BUMAAKH KOJTH KpPiM
KPHUBHUHU € III¢ OIUH NapaMeTp - Kpy4eHHs.SIK MpUKIIal, po3nISIa€ThCs PyX
3apsHKEHUX YaCTHHOK (eTIeKTPOHiB) Oiist mosrociB 3emiti y ii MarHiTHOMY Ta
rpaBiTalifHOMY ITOJISIX.

BBeneHHS TONMSIPHIX KOOPIUHAT, PYHKIIIH KPUBIHA TPAEKTOPI Bif JOB-
xuuu Tpaekropii (k=k(1)). Onnc pyxy uepe3 MmoJsipHi, MPUPOIHI KOOPIMHATH
Ta BUKOPHUCTAHHS I'Pa/lieHTY TPaBiTallifHOTO MOJIS.

Omnuc Ta mapameTpu3allisi TPaeKTOpiil TN SIK KPUBHUX JIiHIHM, 10 Haje-
JKaTh ONHIM TUIOLIMHI, Y BUKPHBICHOMY IpaBiTallifHUM IIOJEM MPOCTOPI.
Po3B’s130Kk 3 OMHAMIYHOI Ta €HEPreTUYHOI TOYOK 30pY 3a CTaNOl KPUBUHU
TpaekTopii.Po3misHyTI aHayoril Ta 3B’SI3KH 31 CHELiaIbHOIO Ta 3arajbHOI0
TEOPIEIO0 BITHOCHOCTI.
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MAS-13 MINOR ACADEMY OF SCIENCES

JOCIIIKEHHS TEMIIEPATYPHHUX ITIOJIIB BOAHOI'O
CEPEJOBUIIA (HA TIPUKJIAII PIYKN KOJIOMAK)

I0. Kanyeoan

TlonTaBchkuii 00IacHH JileH-IHTEpHAT [T 00apOBAHUX JAITEH i3 CLIBCHKOI MiCIIEBOCTI
iMm. A.C.MakapeHka, 9 kiac,
TozamkineHuit HaByanbHuiT 3aknan [loaraBebkoi 06IacHol paau
«IlonraBchka obnacHa Maja akagemist HayK yIHIBCBKOI MOJIOZII»

3a ocTaHHI POKM HAaKOIMYEHO Oararo IOCTIJHOTO Marepiaiy, SKUH
3MIHIOE MIAXOM CHEUiaNiCTIB 10 PO3yMiHHS ITPOLECIB, SIKi BiIOyBalOThCS B
rigpocdepi. [IpakTnuna HarpaBieHICTh NOCITIPKEHHS pi3HUX (OPM BOAH,
110 TIOJISITa€ Y BUBUCHHI aHTPONOTCHHMX BIUIMBIB Ha BOJIHI €KOCHUCTEMH Y
XXI cromiTri, cTae aKkTyaJdbHOW. Ile AMKTye HEOOXIAHICTH AETAIBHOTO
(i3UIHOTO 1 MATEMATHYHOTO OIUCY BIACTUBOCTEH 1 MPOIIECIB, IO MPOXOAATH
B BOJHOMY CEpPEIOBHII, BEJMKHIX 1 MaJHUX piUKax KpaiHu.

MeTta po0OTH — pO3NISHYTH OCOONUBOCTI 3MIHH TeMIEpaTypu
BOJOWMHUIIIA 3 BpaXyBaHHAM (DaKTOPIB, SIKi IPUBOIATH 0 3MiHH TEMIIEpaTypu
BOAW B pIYIli Ta 3ampONOHYBATH MOJCJbH SBHINA, SKa aJCKBaTHO OIUCYE
TeMIEePaTypHi TOJsl PiYKK B Pi3HI MOPH POKY, IO PO3B’SI3y€ETHCSA B paMKax
MiAX0My TiAPOdi3HKH.

HdocsrHeHHsT mocTaBieHOi MeTH Iepeadadae  pO3NITHYTH —CTaH
JIOCIIJDKYBaHOI MpoOieMu B cydacHid (i3uuHiil Teopii, aprymeHTyBaTu
JIOLUIBHICT, BUKOPUCTAHHS 3alpoNoHOBaHOi (isnuyHOi Mojeni 3MiHK
TEMIepaTypHUX MoJiB piuku Kojomak, NpPOBECTH EKCIEPHUMEHTAIbHI
JIOCII/DKEHHST TeMIepaTypy BOAHOTO CEpeAOBHINA i MOOyIyBaTH MOJENb
3MiHHM TEMIIEPATYPH BOIOWNMHUIIA B/l BIUTMBY TEIUIOBUX MTOTOKIB Ta PO3KPUTH
0co0IMBOCTI (a30BUX Ta MUKIIYHAX 3MiH TEMIIEPATYPH 3 aCOM.

Y pobori 3pobneHa cmpoba omucaté BIDMB (i3mYHHX (pakTOpiB Ha
TemneparypHi monst piuku Komomak, sKi IPYHTYIOTBCS Ha BpaxyBaHHI
(hi3MYHIX BIACTHBOCTEH BOIIH.

OTpuMaHi pe3ynsraTd MOXYTh OyTH BHUKOPHCTaHI TNpPH BHBYCHHI
ocobnmBocTel (PI3MIHUX MPOLECIB, SIKI IPOTIKAIOTH B BOXOWMHUIIAX B paMKax
rizpodi3uKy, 0 BpaxoBye Taki (i3M4HI MPOLIECH SIK BHIIAPOBYBAaHHS B
NPUPOIHUX YMOBaX, HarpiBaHHS 1 OXOJOKEHHS BOIOWMMIL, YTBOPEHHS 1
3HUKHEHHS JILOISTHOTO IOKPHBY, TeUiil.
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MAS-14 MINOR ACADEMY OF SCIENCES

MOJEJIIOBAHHS PYXY EJIEKTPUYHUX 3APSAIIB B
EJJEKTPUYHUX TA MATHITHHUX ITOJIAX

O.I" Yennanosa

XepcoHChbkui (Pi3MKO-TEXHIYHUI Jillei Tpu XepCOHCHKOMY HAI[IOHATBHOMY TEXHIYHOMY
yHiBepcuTeTi Ta JJHimponeTpoBCchbkoMy HalliOHaJIbHOMY yHiBepcureTi, 10 kiac,
KomyHanbHui 3aKian «Maiia akajeMis Hayk» y4HIBCBKOI MOJIOI
XepcoHchKoi 00acHol paau

PoGoTa npucBsueHa aHaizy pyxy IeKTPUYHUX 3apsi/IiB B €IEKTPHYHNX
Ta MarHiTHUX TOJISIX 32 PI3HUX 3HAUEHb MIOYATKOBUX ITapaMeTpiB.

Ha ocHOBI aHaii3y 3aKkoHIB pyXy 3apsiiiB y €JIeKTPUYHUX Ta MarHiTHUX
MOJISIX OTPUMaHI PIBHSHHS 3aJISKHOCTI KOOP/AWHAT 3apsiiiB BiJl yacy, siKi Mmo-
KJIaJIeHI B OCHOBY ITOOYIOBaHUX Mojieel. Y poOOTi AeTalbHO ONMUCYIOTHCS
TPAEKTOPIT PyXy EIEKTPUIHMX 3aPsIIiB Y MOCTIHHUX Ta 3MIHHUX €ICKTpHY-
HUX T4 MarHITHUX MOJIIX B 3aJIE)KHOCTI BiJl TIOYaTKOBHX YMOB.

Ha ocHOBI onmepaHuX piBHAHD Y TPUBUMIPHOMY MPOCTOPI 32 AOMIOMO-
roro CKM MATLAB no6ynoBaHo BinmoBinHi rpadiku TpaekTopiii pyxy 3a-
pAmdiB, TpoaHai30BaHi IX BIIMIHHOCTI.
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MAS-15 MINOR ACADEMY OF SCIENCES
MNPUHOUIIA CYYACHOI'O BE3/IPOTOBOT O 3B’ SI3KY
P.B. Moyap

Caraiinanpka 3aransHoocBiTHs mkona I-111 crynenis Ilnmanekoi paifonHOT pagn
TTonraBcwkoi obaacTi, 10 kiac,
TozaukinpHuii HapdaTbHMIA 3aKi1a [loaTaBchkoi 00MacHol paau
«ITonraBcbka oOmacHa Maia akajeMist HayK y4HIBCHKOT MOJIOZD»

Cepen BIIMIHHHX SIKOCTEH O€3MPOBITHUX TEXHOJOTIH HaHOIIBII Ode-
BUIHOIO € iX MOOUThHICTE. Lle Hamae O6e3MpoBiTHIM MepexaM CyTTEBOI Tie-
peBarn. OnHaK, NPUHIUIOBUM HEIOIIKOM 3aJIUINAETHCS  CKIAJHICTh
3’€THaHHS PyXOMHX aOOHEHTIB.

Cdepa BuxopucTaHHS 0e31pOTOBOTO IHTEpHETY PpO3MIMPIOETHCH,
3pOCTaE i YUCII0 HOr0 KOPUCTYBAYiB Ta MPHUCTPOIB ISl IIBUJIKOTO BUXOAY 11O
HbOro. ToMy aKTyaJILHHM € 1 Hallle JOCIIiIKSHHS.

MeTta poboTu:

- o3HaifoMuTHCS 3 PI3UYHOIO CYTTIO OE3APOTOBOTO 3B SI3KY

- BUBYHUTH CTPYKTYpY Ta MIPHUHIIUI pOOOTH CyJacHOTO Oe3MpOBiTHOTO
3B’SI3KY

- BUSBUTH 3MiHY ITOKOJIIHb 1 CTAaHAAPTIB

- BUBYHTH TEXHIYHI apaMeTPH Ta MPUHIHI poboTH Mepexi Wi-Fi

- TIPOBECTH IOCTI/KCHHS 3aJIeKHOCTI IIBHAKOCTI 3’€THAHHS BiJ
BiJICTaHi, HASBHOCTI MIEPEIIKO]] Ta KUTBKOCTI KOPUCTYBaYiB

- BUSBHTH IlepeBaru i Heoiiku mepexi Wi-Fi.

3aBnannsa podoru:

- BHUBYMTH TEOPETUYHUI 1 IOBIJKOBHI MaTepiaj 3 TeMU

- BHUBYMTH CyYacHHH CTaH Ta IEPCIEKTUBU PO3BUTKY OE3MPOBITHUX
Mepex

- TIPOBECTH HanamTyBaHHs Oe3npoBiaHoi Mepexi Wi-Fi ta nocninutu
ii.

OCHOBHMMH pe3yJbTATAMHM POOOTH €. CTBOPSHHS AITOPUTMY [UIS
HaJIarODKEHHS MEpeki B yMOBaX 3aKpUTOTO MPHUMIIICHHS, IPOBEICHHI
TEOPETHYHHX NOCIIIKEeHb, TECTYBaHHI MEPEXi Ta y3aralbHEHHI JaHUX Ta
HamrcaHHI HayKOBO1 pOOOTH.

IIpakTHYHe 3HAYEHHN MOJATAE Y CHCTEMaTH3allii Ta BUKOPHCTaHHI
pe3yabrartiB  poOOTH IpH HpOBEAEHHI (AKyIbTaTHBHHX 3aHATh Ta
npodiaTbHOMY BUBYECHHI ITPUHIMIIB Cy4acHOTO OE3MPOBiIHOTO 3B SI3KY.
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MAS-16 MINOR ACADEMY OF SCIENCES

MPUPOJIA BIUIMBY MATHITHUX BYP HA OPTAHI3M
JIIOIUHA

O.A. Tepenmves

Pomenchka crierianizoBana 3aranbHoocBiTH mikoia [-111 ctynenis Ne 1
im. I1.I. Kanaumescekoro Cymcbkoi obmnacri, 10 kiac,
CymMcbKke TeputopianbHe Bigiinenas MAH VYkpainn

MarsitHe mosie 3eMJli € OfIHIEI0 13 3aXUCHUX 000JIOHOK BCHOTO JKUBOTO
Ha Hill.

B pesynbraTi miABHINEHO! COHSYHOI aKTHBHOCTI BEIWYE3Hi MOTOKH CO-
HIYHOTO BITPY, SKAH CKJIANAE€TbCA 13 TOTOKY yABTpadioneToBoi,
PEHTTEeHIBCHKOI Ta IHINMMX THUIIB pafiamii, MOTOKY KOPIYCKYISAPHUX YaCTH-
HOK, BUHUKAIOTh MarHiTHI Oypi, sIKi CTAIOTh IPUIUHOIO TOTiPIIIEHHS CaMOIIO-
YyTTs ACAKOI Kareropil JroeH 3 XpOHIYHUMH 3aXBOPIOBAHHSIMH.

OTxe, MpeaMeTOM HALIUX AOCTiIKeHb € BUBYCHHS BIIMBY BUXPOBUX
MarHiTHuX Oyp Ha )KHBI OpraHi3MH, Ta 30KpeMa Ha opraHi3m JroanHu.Ilosic-
HeHHS (I3UYHOI MPHUPOIAM 3MIHM CaMOIOYYTTS JIIOACH IWiJ Yac NaHHX
MAarHITHUX aHOMAaJIii.

OCKITbKM HaM BiJJOMa 30BHIIHS PUYUHA IIUX YCKJIAJHEHb, TO MH MO-
JKEMO JIOIMYCTUTH, IO MNPUYMHOI CaMUX YCKJIaJHEHb € TiCTepe3uc
MPOBITHOCTI JCSKUX CTPYKTYP Y CKIIa/I1 )KHBOTO OpTaHi3My, 30KpeMa JIIOAHHH
(Hampukiaa KITHHHAX MeMOpaH, Pi3SHOMAaHITHHX PO3YMHIB B CepeAnHi
opraHismy). IlepeBipka mpaBMIBHOCTI IFOTO AOMYIICHHS i € MeTOIO ITi€l po-
6otn.

Croyarky, pO3KpHEMO CyTh MNpOONEMH y TCOPSTHUYHIH YacTHHI,
BHCBITIIMBIIY TUTAHHS MAaTHITHAX SIBUIII, Ta MPOBITHOCTI.

[Ilo6 mixTBEepAMTH 3alpOIOHOBaHY TEOPil0 MPOBEAEMO  CEpiro
CKCIICPEMCHTIB HaJ] PCYOBUHAMH, SIKI MICTATBCS B OpPTaHi3Mi JIFOIUHU a00
CXO’K1 3 HUIMHU 32 BJIacTUBOCTAMH.Came TOMy MU 00paJli TUTHY BOIY (a/Ke B
OpraHi3Mi JIFOJIMHHU BOJH B YHCTOMY BHUIVISIIII HEMAE), PO3YUH KyXOHHOI ColI,
meaunuHuid pozunH NaCl, po3yuH pinkoro Muia (aHajor piJKHMX KpPHCTAIIB,
SIK1 SIBJISIIOTH COOOK0 MEMOpaHHU KJIITHH JIFOICHKOTO OpraHizmy), ritoko3y. Ta-
KO TPOBENEMO CEpito AOCTiAiB HaJl METUIHUMH IIpeTriapaTaMu PUOOKCHHOM
Ta MarHesiero.

[epmmii 610K BKITIOUae B cebe pEYOBHHM, OIIp SIKMX BHUMIipIOBABCS HE
TIOCTIiHHO, a METOZOM 0aratopa3oBUX 3aMiproBaHsb.[[pyTuii 60K BKIFOYAE pe-
YOBHHH, OITip SKMX BUMIPIOBABCS MOCTIHHO, TAaK SIK BOHH IOCTIHHO 3HAXOAN-
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MAS-16 MINOR ACADEMY OF SCIENCES

JIMCh Y €JIEKTPUYHOMY KOJIi.

MoskeMo 3pOOHTH BUCHOBOK, IO HA Taki PEYOBHHH SIK BOJA, KyXOHHA
clib, puOOKCHH Ta MarHe3iss MarHiTHe moJse He BIuThBae B3araini. Ha po3unn
NaCl xapakrep Ta Mipy BIUIMBY Ba)KKO BCTAHOBUTH, TaK SK MPOBEICHHH
JIOCTIiT HEe BOAIOCS MOBTOPHO BimHOBUTH.Ha Taki pedoBUHM, SIK KPOB, piike
MHUJIO, TIFOKO3Y MEBHUI BILIMB OJHO3HAYHO €.
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MAS-17 MINOR ACADEMY OF SCIENCES

JTOCJIKEHHS BIACTUBOCTEN TEUII CHITKUX
CEPEJIOBHII]

C.I. Mapunin

Teprominbceka cremianizoana mikona [-111 crymenis Ne 5
3 IOMTMOJCHUM BUBYEHHSM 1HO3eMHMX MOB, 10Kac,
Teproninbcbke obnacHe koMyHansHe Bigniienns MAH Yipainu

B po0oti mpoBeAeHO AOCTIIKEHHS MMOTOKY CHIIKOI PEYOBUHH (CyXOro
KBapIIOBOTO ITiCKY). Psiji mpoBeneHnX eKCIepuMEHTIB Ta 00poOKa iX JaHHuX
3acBITUMIN, M0 KOe(iIlieHT Omopy CepeJOBHINAa IMpH OOTIKaHHI HHUM
OWTHIPAYIHOTO Tijla CTaUX PO3MIpiB 3aJIeKUTH Bill BUAKOCTI. Byno moby-
IoBaHO Tpadik 3aJeXHOCTI MpOTO KoedilieHTak Bil MIBUAKOCTI PyXy
OWTiHgpa B TicKy. Bei mocmimkeHHs OymyBaymcs Ha BigoMil, aie Majo
PO3BHHYTI# AyMili, [0 CUITKE CEPEIOBHUIIIE 3a IEBHUX YMOB MOXE TIOBOIUTH
ce0e sIk HeHbIOTOHIBCHKA pifiHAa.3T1IHO ILOTO TBEPKEHHsI Oyi1a MoOynoBaHa
BIJIMIOBI1THA MOJIEITh OOTiKAHHS TOTOKOM CHITKOTO CEPETOBHINA ITMITIHAPUIHOTO
TiJIa 32 yMOB, KOJIM CUIIKMI Marepial MOXKHa MOJICIIIOBATH HEHBIOTOHIBCHKOIO
PIAMHOO.

Pesynerati mpoBEAGHUX JOCIHIIKEHb IUIAHYETHCSI BHKOPHCTaTH Y
MOAJIBIIIOMY BHBYCHHI BJIACTUBOCTEH TEUill CHUIKKX CEPEIOBHIIL 1 TTOOYIOBU
3JIKHOCTI Koe(illieHTa BHYTPIIIHHOTO TEPTSA CHIIKOTO CEpPEIOBHUINA Bij
IIBUAKOCTI PyXY AOCHIHKYBAaHOTO Tija.
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MAS-18 MINOR ACADEMY OF SCIENCES
MOHITOPUHI' IYMOBOI'O 3ABPYJIHEHHS
T'B. Llllesuyx

KomyHnansuii 3aknan «JIylnpkuii HaB4abHO-BUXOBHHH KoMILIeKe No26y
Bonunucekoi obmacri, 10 knac,
Komynanbna ycranoBa «BonuHcbka o0nacHa Mana akajaeMist HayK»

Ha cporoani, B yMoBax 3pocTarodoi NCHXOEMOLIHHOT HaIpyXEeHOCTI Ta
IHTeJeKTyalli3alii TPYIOBUX IPOLECIB HaBiTh HM3bKI IIYMH BHKIIUKAIOTh
JIO/IaTKOBI HAaBaHTa)KCHHSI Ha OpPraHi3M JIIonHH. 11e 3yMOBMIIO aKTyaIbHICTH
BUOOPY TEMH JIOCIi/PKEHHSI.

Mera po0OTH : MOHITOPUHI ILIYMOBOTO 3a0pYIHEHHS IIKOJIH,
MIKpOpaloOHy IIKOJH, MPUIEDHX TepuTopii (mpocmekry CoOopHOCTi) Ta
BH3HAUEHHS 3aJIS)KHOCTI MK PiBHEM IIyMY 1 3I0pOB’SIM JIFOAWHH.

3aBHaHHA TOCHTIHKEHHS

- mpoBecTH 0ibmiorpadidHA O JTiTEpaTypy 3 BUOPAHOT TEMATHKH

- TIpOAHANI3yBaTH, CHUCTEMATH3yBaTH Ta BHBYUTH OTPUMAHHUN
Marepian

- po3pobutu mporpamy sika © 103BOJIsJIa BU3HA4YaTH PiBEHb 3BYKY
(3aryxaHHS XBHUIII),

- BU3HAUUTH METOJ JOCII)KEHHs BUMIPIOBAHHS PIBHS IIyMY

- O3HailoMUTHCH 3 OYyIOBOIO NMPWIALY JUIS IPOBEIACHHS LIyMOMETii
Ta HABYUTHUCHh HUM KOPUCTYBaTHCh

- BUOparyu BiAMOBIAHI MiCIs Ta PEKUMHU IPOBENCHHSI MOHITOPHHTY

- TPOBECTH  MOHITOPUHT  IIYMOBOTO  3a0pyaHEHHS  IIIKOJH,
MIKpOpaioHy IIKOJIH, IPHIEIIHX TepuTopii (mpocnekty CobopHOCTI)

- BH3HAUUTH 3aJISKHOCTI MK PIBHEM IIyMY i 30pOB’SIM JIFONUHU

- po3poOWTH IOpagy MO0 3MEHIIECHHS IIyMy

- c(hopMyItOBaTH BiIOBIIHI BHCHOBKH.

[IpoBenenuit MOHITOPHUHT BUSBUB, 110 PiBEHb IIYMY y IIKOJIi IEPEBHIILYE
canitapHy HopMy Ha 15-20 1b.
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MAS-19 MINOR ACADEMY OF SCIENCES

JANOPAKIIA PEHTTEHIBCBKUX ITPOMEHIB HA
KPUCTAJIAX

A.1 3amroecvka

3aranproocBiTHs 1mkoina [-111 crymenis Ne 18 Cimdepononschkoi Micbkoi paan
AsroHomHOi Pecriy6miku Kpum, 10 kiac,
PecryOnikaHCHKHI NO3AIIKLUIBHUI HaBYaNbHUH 3aKna) «Maa akaieMis HayK yYHIBCHKOL
mosoni AproHomHoi Pecriy6miku Kpum «lykauy

Mera poOOTH: BUBYHUTH TEOPIi0 TU(paKilii peHTIeHIBCEKUX ITPOMEHIB Ha
KpHCTasax.

OO0’ €eKT JOCIKEHHs: KPUCTAJIIYHA CTPYKTypa HEBIIOMUX KPHUMCBKHX
MiHepaJiB.

MeTony mOCHIDKEHHs, amaparypa: METOXl PEeHTTEHOCTPYKTYpPHOTO
anaiizy (PCA), nudpakromerp 3aransHoro npusHadenss (JJPOH-3).

AKTYaJbHICT _POOOTH: METOH PEHTICHOCTPYKTYpHOTO aHANi3y €
OCHOBHMM METOJIOM BU3HAYEHHS NPUPOAN KPUCTATIYHUX PEIOBHH.

3aBnaHHs poOoTH:

- O3HallOMUTHUCH 3 TEOPETUUHUMHU OCHOBaMU MeTtony PCA

- 3acrocyBaT 1elf METOJ 10 AOCIIIKEHHS KPHCTAIIIB

- Ilpencrasnena poOoTa mpucBsdeHa cTopiyyio nociiny M. Jlaye mo
mudpakmii  peHTreHIBCBKMX ~ IPOMEHIB  Ha  Kpucrajax.  Metonq
PEHTIEHOCTPYKTYPHOTO aHali3y € YHIKalbHUM METOJOM BCTAHOBIICHHS
NPUPOAM KPUCTATIYHOT PEYOBHHU 1 HOTO CTPYKTYPHHX XapaKTEPUCTHK 3a
JIOTIOMOT'O0 PEHTTEHIBCHKHX ITPOMEHIB.

Meronom PCA Oyna BHBYEHA KpUCTaJIiuyHa CTPYKTYpa IBOX HEBIJIOMHUX
3pa3KiB KpUMCHKHX MiHEPAIiB.

BucHOBOK: mocnipKyBaHI MiHepanu € kBapramu. [Iposopuii 3pa3ok -
ripchkuit KpuinTaib. Hempo3opwii 3pa3ok - MOJIOYHHNA KBapII.
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MAS-20 MINOR ACADEMY OF SCIENCES
OJIIBELIb-MAHIPIBHUK

A.A. Pacnymuko

JloHenpka cnienianizoBaHa (iznko-mMaremarnysa mmkona Ne 17, 10 knac,
JloHenpke TeputopianbHe Binginenns MAH

VY cBoiit po0OTi s JOCHIKYBaB NOBENiHKY rpudens oniBus mpu iHoro
nafiaHi. [Ipy oMy moYaTKoOBE MOIOKEHHSI OJIBI OYJI0 MEPIECHAUKYIIIPHO
TIOBEPXHI, IO AKiif KOB3aB HOTO TPUQEIH.

Mewme 3arikaBuia 1151 po6oTa, TOMy 10 MEHi OA00A€THCS CIIocTepiraTu
3a MPOCTHMH PEYaMH i HaMaraTucs MOSICHATH 1X 3 TIONIALY 3aKOHIB (i3HKH.

Ha migcraBi mpocToi SKiCHOT MOJIENi 5T 3p03yMiB, IO CIIOYATKY TaXiHHS
OJIiBELb 3aBXKAW IparHe 3CyHYTHCS NMPOTH HarpsAMy MaaiHHA. SIKIIo Tepts
BEJIMKE, TO BOHO HOTO YTPUMYE BiJl TAKOTO pyXy. SIKIII0 MaJIeHbKE, TO OJiBELh
MOYMHAE KOB3aTH IPOTH HAmpsMy MamiHHA. B japyriii momoBuHI ojiBels
3aBXK/M NparHe KOB3aTH y HaNpsmi naaiHas. ToMy, 3a HE3HaYHOTO TepTs BiH,
BPCIITI-PEIT, X049 TPOXU KOB3a€ B Iieil Oik. 3poOICHUI BHCHOBOK s MOTIM
MIATBEPIUB 1 TCOPESTUYHO i EKCIICPUMEHTAIBHO.

Y ¢Boiii poOOTi 51 pO3POOUB TEOPSTUYHY MOJIEITB, IO TO3BOJISIE PO3PAXO-
BYBATH PyX OJIIBIIS TIPHU MAJIIHHI 1 BU3HAYATH HAIIPSIM 3CYBY IpUdes 3aJ1e:KHO
BiJl YMOB TepTSL.

ExcneprMeHTasIbHa MepeBipKa MoKas3aia, M0 TeOPETHYHA MOIENb HO-
Ope mependadae peabHy MOBEIIHKY OMiBLA. [IpoTe € mesika po30iKHICTH Oa-
HHX, [TOB’sI3aHa, Ha MOKO IYMKY, 3 THM, L0 ()aKTHYHE NepeMilleHHs rpuderns
OJIBILI 3AJISKUTH HE TUIBKH BiJ KoedillieHTa TepTs, aje i Bix popMu 3aTouy-
BaHHS rpudens, CUIM IMPUTUCKY NP YCTAHOBII OJIBIS B ITOYATKOBE IT0JIO-
JKSHHSI, HaIIPSIMKY TIaJ{iHHS TOLIO.

[Tpu 3amMiHi 3BHYaifHOTO Nanepy HaXXIa4HUM, KOe(IIi€HT TePTs 3pOCTae
y Oararo pasiB, i rpueni BCiX ONIBIIIB KOB3aIOTh Y HAIIPSIMKY HaliHHS OJiB-
1.

[Ipu cunbHOMY 3MeHIIEHH] KoedilieHTa TepTs (3aMiHa 3BUYaliHOTO Ma-
nepy Ha JIyKe TIaJIKy, CTU3bKY TMTOBEPXHIO CTONY) TpHUQelti BCiX OJIBIIIB CITO-
YaTKy KOB3alOTh Ha3asl.
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MAS-21 MINOR ACADEMY OF SCIENCES

MPOXO/UKEHHS «BOTMHI KOXAHHSI» 1O JUCKY
COHIIA

0.0. Cenuenko

3aranproocBiTHs 1mkona [-1I1 crynenis Ne 8 Binnuipkoi Micskoi paau, 10 kiac,
Binnunpke Teputopianbie Bigninenns MAH Ykpainu

6 uepens 2012 poky Bech CBIT 3aXOILICHO CIIOCTEPIraB 3a HEHMOBIPHIM
SBUILEM — ITpoxopkeHHsIM Benepu no aucky Conus. Lle acrpoHoMivHe siBU-
e CIOCTEPIraeThCsl KOJMW IUIaHeTa BeHepa, Mmijg yac CBOTO OpOiTaIbHOTrO
PyXy, onuHSAEThCS Ha JiHiT Mix 3emiero Ta CoHieMm. TakuM 9HHOM, TUCK
Benepu npoekryerscst Ha auck CoHIS H, BIIIOBIAHO, YaCTKOBO 3aTEMHSIE
HEBEJIMKY AUISIHKY COHSIYHOTO TUCKY, CBITIIO Bij SIKOT HE IOXOAMTH 10 3eMHO-
o CrocTepiraya.

Cawme B TOi1 "ac, konu BeHepa csira€ TOUKH BHYTPIIIHBOTO CIIOIYYEHHS,
abo nepebyBae MoOIM3y HEl, MOXKE CIIOCTepiraTucs sIBULLE TPaH3UTy Benepu.
3arasoM IOCIIIOBHICTh TPaH3WTIB MOBTOPIOETHCS KOXHI 243 poku. Bona
CKJIaJIa€ThCs 3 IBOX Map SBUIL (JBa CYCIHI TPAH3UTH PO3MEIKOBAHI MIX CO-
0010 B Haci Ha BiCiM POKiB), sIKi BiTOyBarOTHCS Mapa 3a maporo gepes 121,5 pix
ta 105,5 poku.

Edhexm «uopnoi kpanni» («40pHo20 nadiHHa») - BUAAMA PO3SMUTICTH
kparo Benepu 1o BigHOmICHH!O 10 Kparo COHI IMij] yac IpoxXomKkeHHs Bene-
pH O HOrO JUCKY.

SABume npoxomkeHHs Benepu no aucky CoHIIS BUKIIHKAE TT1ABHICHAN
HaykoBuii iHTepec. Lle i He TUBHO, ayKe 3a JONOMOTOI0 AaHUX, OTPUMaHHUX
i/l 4ac CHOCTEPEIKEHb TPAH3UTY, MOXKHA!

- 00YMCINTH 3HAYEHHS COHSYHOTO Mapaiakca,

- pospaxyBaru Bigcranb 3emisi-CoHIe,

- BU3HauuTH po3Mipu COHSIYHOI cHCTEMH,

- BHUKOPHCTATH LIEi METOJ NMPH 3HAXOKCHHI €K30IIJIaHeT.

Came mig gac tpamsury Benepu mo mucky Conms y 1761pomi M. B.
JloMOHOCOB BHSIBHB, IO Ha Hill icHye aTMocdepa.

3 TOro uacy, sIK JIFOJICTBO BIIEpIIE CHOCTEpirano NpoxomkeHHs Benepn
o aucky CoHipl, 3p00JaeHO 0arato BIAKPUTTIB: 3’ IBUIIMCS HOBI TEXHOJIOTII,
BIIKPUTO HOBI 3aKOHHM, BUMIpsHI BiICTaHi 10 KOCMIYHUX TiJI, BU3HAYEH] KOH-
CTaHTH.

He 3MiHHUM 3aiumaeTbest OJJHE — LIKaBICTh JIFOACTBA JI0 IHOTO SIBHIIA,
sIKa He 3racae, a TiJIbKH PO3rOpaeThCs BCE HOBUMHM 1 HOBUMH NMUTAHHSIMH Ta
MOXITHBOCTSIMH.
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MAS-22 MINOR ACADEMY OF SCIENCES

HNPUJIA A JJISA IABOPATOPHHUX POBIT 3 JOCJIKEHHSA
MATHITHOTI'O ITOJISA IOCTIMHOI'O MATHITY

A.1O. 3ybpuyvruii

UepHiriBcbKuii Jilei 3 MOCHICHOI BiiChKOBO-(i3MYHOO MiAroToBKOM0, 10 KITac,
OoOnacHUH KOMyHaJIbHUI NO3aLIKIIBHIHA HaBYaIbHUIN 32K
«YepairiBcpka Maita akasieMis Hayk y4HiBcbKoi Monozii» UepHiriBecbkoi o0macHoI pagu

OCHOBHOIO METOI0 POOOTH € CTBOPEHHS NpUIady, SKUWA JO3BOJISE
JOCIIIANTH MarHiTHE II0JIe TIOCTIIfHOTO MarHiTy.

s po3B’si3aHHS 3aa4i MA PO3POOHIIHN TIPHIIA, 32 TOTIOMOTOI0 SKOTO
MOXXHA JIOCII/DKYBAaTH MarHiTHE TOJe B JTa0OpaTopHHUX yMmoBax. Ilpuctpiit
JIO3BOJISIE BUMIPATH IHOYKIFO MarHiTHOro mnoms. Jlma mpoBeneHHS
JOCTIDKEHHS MOTPiOHI JKEperno >KUBICHHS (aKyMyISTOp., JTaOOpaTOpHHUI
aMIepMeTp, KII0Y 3aMHKAaHHS CTPYMY, PeocTar JabopaTOpHH MarHiT Ta
TpWJjIa sl BAMIPIOBaHHS 1HAYKIIT MarHiTHOTO nost. J{us puc.1

Puc. 1 [punan ajst AOCHTiPKEHHS. MATHITHOTO OIS

1. ;okeperno KUBJIEHHS (aKyMymsaTop. 2. aMIepMmeTp JlabopatopHuii, 3.
KJIFOY 3aMHMKaHHS cTpyMy, 4. peocrar jabopaTopHUid, 5. NPOBIIHHK, IIO
3HAXOMUTHhCS B MArHITHOMY IOJi, ©. MOCTIMHUN Mardit, 7. mpuiag s
BUMIPIOBaHHS 1HAYKI{ MAarHiTHOTO MOJIS NOCTIHHOTO MarHiTy.

Teopernunuii anani3 mpoOneMH Ta NMPOBENEHI HAMU EKCIIEPUMEHTH
JIO3BOJIMJIM PO3poOHTH JTabopaTopHy poOOTH BUKOHAHHSA SIKOI JTO3BOJHTH
KUTBKICHO 1 SIKICHO IOCIIZTUTH TIOJIE TIOCTIHHOTO MarHiTy.
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MAS-23 MINOR ACADEMY OF SCIENCES

JNOCJKEHHS BYIOBH ITOJIIMEPHOI'O MATEPIAJTY
IJIABMOXIMIYHOI I'IIPO®OBI3AIIL AMIAYHOI
CEJIITPH 3A JJOIOMOI'OIO IH®PAYEPBOHOI
CHEKTPOCKOII

B.B. Kinoa

PiBHeHCHKMIA IpUpOAHNYO-MaTeMaTHYHui Jinei «Enitapy, 10 kiac,
O6nacHuil KOMyHAJIbHUI MO3AIIKIIBHII HABYAIBHUN 3aKIIa]]
«PiBHeHchka Mara akajieMist HayK y4HiBChKOT MOJIOi» PiBHEHCHKOT 001acHOI paan

AKTyaJIbHOIO CTa€ po3poOKka HOBUX TEXHOJIOTIH (OpMyBaHHSI TOHKO-
TUTIBKOBHUX IMOJIMEPHHUX MOKPHUTTIB HA MTOBEPXHI TBEPJUX T 1 HAJIaHHS Mare-
piaiaM OCOOJMBHX BJIAaCTHBOCTEH IILIIXOM BUKOPUCTaHHS iH(pauepBOHOI
CIEKTPOCKOIIIi JJIs JOCHI/PKEHHS OyI0BH MOJTIMEPHOTO TOKPHTTSL.

O0’eKT MOCTiIKeHb - B pOOOTI BUCBITIIEHO NMUTAHHS BHUKOPHCTAHHS
HU3BKOTEMITEpATyPHOI IIa3Mu s Tigpodo6izallii TucrepcHUX HeopraHi-
HUX PEYOBHH.

IIpeamer AocaixzKeHb - KOHANUIIFOBaHHS MiHEpaJIbHUX JOOPUB Ha MIPHU-
KJIaJi aMiaqHOi CeJNiTPH MUITXOM HaHECEHHS Ha TOBEPXHIO ITPaHyJIOBaHOTO
Io0prBa MOMIMEPHOI TUTIBKY 33/1aHOi TOBIMWHH, OYIOBH 1 BIACTHUBOCTEH i3
3aCTOCYBaHHIM iH()paYepBOHOI CIIEKTPOCKOMIT I BCTAHOBJICHHS MEXaHi3-
My OflepKaHHsI MaTepialy MOKPHUTTS IpaHyll i3 ra30Boi a3u HU3bKOTEMIIepa-
TYpHOI IU1a3MH OpPraHivYHOI PEYOBHHHU.

MeTa xociimzKeHb - JTIKBiJallis 37€KYBaHOCTI HITpaTy aMmoHir0o NH-
,NO,, 3MEeHIIIEHHs MIBUAKOCTi PO3YMHEHHS aMiaqyHOl CEJITPU B KOHTAKTi 3
BOJIOTOI0, 30UIbIIEHHST KOE(il[iEHTY BHUKOPUCTAHHS POCIMHAMH CiJIbCHKO-
rOCIOIAPChKHUX KYJIBTYp aMiadHol 1 HiTpaTrHol (opM a30Ty Ta JiKBifamii 3a-
OpyIHEHHSI TPYHTOBHX, PIYKOBUX 1 0O3€PHHMX BOJ| HITpaTaMmH, 110 Ma€ MpaK-
THYHE 3HAYeHHS SIK JJIS TPOMHCIOBOTO BUPOOHMIITBA IIHOTO Ta iHIITNX BHIIB
no6puB. Lle mae MOXIIMBICTB 30epiraHHs i TPAaHCIOPTYBAHHS MapTiid JOOPUB
3HaYHUX 00’€MiB 0e3 BTpartd ix (i3WKO-XIMIYHHX Ta (i3UKO-MEXaHIYHHX
BIIACTUBOCTEH. 3anpONOHOBaHUN CHOCIO KarcylmoBaHHs OyIb-SIKOTO TpaHy-
JBOBAHOTO MiHEPAJIBHOTO HOOPUBA a00 MOKPUTTS 3€PEH IUCIIEPCHOTO MaTe-
piany rizpo¢oOHOIO IIIIBKOIO HajJae iM HOBUX BJIACTHBOCTEH 1 B IbOMY HO-
BU3Ha PO0OOTH.
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Radio-frequency component of electro-magnetic radiation (EMR) of
plasma-dusty formations (PDF), in rarefied atmosphere or cosmic space, ap-
pears as a result of complex interaction between structural PDF elements and
self- self consistent electro-magnetic field of the system. Generation of long-
wave radiation by plasma medium is created, first, by the slowing-down ra-
diation of charges which acquire acceleration in a self-consistent electrostatic
field of the system. Due to that it, radio-component EMR carries in itself in-
tegrated information concerning the motion and interaction of PDF charges.
For non-relativistic speeds of charged PDF particles of the magnetic compo-
nent of the charge interaction it is possible to disregard, so the problem of
describing EMR characteristics of the plasma system can be limited to, de-
scribing the motion of plasma free charges in the electrostatic field, which
they create jointly, coordinating their motion in the phase space due to cor-
relations. Because of the far-reaching action of coulomb forces, solving the
problem of micro fields and charges interaction in plasma medium meets
classical complication of the theory of many bodies with long-range Cou-
lomb interactions far-acting power, i.e. the impossibility of bringing potential
energy of structural elements (the charges of the system) down to pair inter-
action. Using continual statistic approach, based on the definition of density
functional of the potential energy of PDF gives the possibility to bring the
problem down to an effective electrostatic problem, but also demands the
elaboration of new methods of statistic equation for parameters of the system
with far reaching coulomb far action [1-3].

In the paper, we use a method of statistical equation (averaging) of the
charge density according to the ensemble of the “electroneutral cells in plas-
ma” and the definition of effective distribution of local electrostatic potential
in heterogeneous plasma medium. The evolution of location and motion of
separate charges is viewed as a temporary sequence of their anharmonic os-
cillations in the excited cell of electrical neutrally PDF, in which distribution

332
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of the local electrostatic field “is checking” “to keep track of” activated dis-
placement of a separate charge from equilibrium position. Results of com-
puter simulation to define spectral components of plasma radiation of the
products of powdered aluminum combustion in the atmosphere air were com-
pared to the data of natural experiments. Very good qualitative and quantita-
tive coordination of the data of both the computer and the natural experiments

were observed.

[1]. V. 1. Marenkov // Journ. Mol, Liquids. - 2005. - Vol.120, Nu. 2, P. 181-184.

[2]. V.I. Marenkov.-In Bk.: 24" SPPT, 14 -17, June, 2010. - Prague, Czech Republic.
-P.130 - 131.

[3]. V. 1. Marenkov.-In Bk.:ICPTTFN-XIV, 29-25, May, 2013.-Ivano-Frankisk. — P.
317-318
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Zheltonozhskaya T.B. 253
Zhyganiuk I.V. 43
Zinchenko A.V. 242
Zinoviev P.V. 38
Zloba D.I. 149
Zoryansky V.N. 38
Zozulya V. 261,270
Zubavichus Y.V. 120
Zubrilin M. 18
Zvonaryova A.V. 140, 150
Zyabrev K.V. 146
Bypynin A.IIl. 314
HOmutpies M.C. 318
3amroBchka A.l. 326
3axapyk JL.A. 317
3Barenbebkuii PJI. 308
3yopunpkuii A FO. 329
Irnaros B.K. 305
Kannenan IO. 319

Kinga B.B. 330
Kozsp M.O. 313
Mapunin C.I. 324
Mareitayk H.B. 309
Moropsss M.B. 310
Mormap P.B. 321
Hepymak A.B. 307
Ilnorko ILIT. 306
Pacnyteko A.A. 327
Cenuenko 0.0. 328
Tepentnrer O.A. 322
Yenmnanosa O.I. 320
Mesuyx T.B. 325
Muwmkis J1.B. 311
[enponocre M.JI. 315
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