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The development of nanocomposites induced much interest recently and it might
evolve into one of the latest evolutionary steps of polymer technology. This new
class of materials appears to offer attractive potentials for the diversification and
new applications of conventional polymeric materials[1]-[3]. Nanocomposites can
be prepared by various routes, the exfoliation of layered silicates during processing
has become a quite efficient technology for the preparation of polyolefin-based
nanocomposites [4]. The homogeneously dispersed thin clay layers are claimed to
increase stiffness and strength considerably already at very low filler contents.

Inthisstudy, we prepared nanocomposites using several polypropylene matrix
materials with various MFI values and an organophilized montmorillonite treated
with stearyl-amine. The kinetics of exfoliation was followed by series of measure-
ments. The time of homogenization and shear rate applied was varied in a wide
range. The change in the galery structure of the montmorillonite was followed
by wide angle X-ray scattering and the mechanical properties of the composites
were also measured. For some matrices the distance of the galleries depends on
the time of homogenization, while it remains constant for others. We found that
the degradation of the matrix polymer influenced the extent of the delamination.
Contrary to expectations, the shear stress does not influence the extent of exfolia-
tion, theintensity of the WA XS scattering peak characteristic for MMT isinversely
proportional to torque (Fig. 1). The fact that larger shear stress is accompanied by
less exfoliation needs further study and explanation.
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Fig. 1. Effect of shear stress on the extent of exfoliation for various PP polymers during
mixing
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By forming the structure of athin layer on the nanometer scale, we can manipulate
its macroscopic properties to our advantage. The electrical, magnetic, optical or
heat-insulating features of thelayer areaffected not only by theindividual properties
of the particles but also by their position within the layer.

The wet colloid chemical approaches to form nanostructured thin layers is
highly favoured asit ischeaper thantherival technol ogiesand enablesthe production
of multilayersand sandwich structures. A molecular dynamicscomputer simulation
of structure formation of nanoparticles at a liquid-fluid interface will be presented
in the lecture. Existing and prospective applications will also be demonstrated.
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Structure of Stober silica system at water-air interface (simulation result)

Thesimulation isprimarily used to interpret the results of film balance exper-
iments [1]. However, it can also be applied to investigate the structure dependent
optical properties of the thin layer. The compression of Stober silica nanoparticles
at water-air interface has been the subject of an intensive experimenta study. The
character of the interactions between particles and the effective refractive index of
the layer can be determined from the measured surface pressure—area isotherms on
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the basis of simplified model assumptions (e.g. monodisperse system, hexagonal
ordering). The simulation can be used to assess the systematic errors associated
with these assumptions and thus to introduce corrections [2]. A new method will
be proposed to characterise the wettability of nanoparticles. Finaly, a possible
collapse mechanism of the layer will be discussed.
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Aromaticity isstill an important and widely used concept in chemistry. Orig-
inaly, it has been used to describe the specific chemical behaviour of benzenelike
compounds. Nowadays the presence or the lack of aromaticity is widely used to
explain and predict the chemical behaviour of unsaturated rings. The concept is
extendable to saturated rings, cage compounds and even transition structures. To
quantify the classical qualitative concept of aromaticity, several methods have been
and are being worked out. The investigated criteria are generally based on physi-
cally determinable properties like the geometric (i.e. bond equalisation), energetic
(special stability relative to the nonaromatic reference), or magnetic measures (i.e.
shielded *H-NMR signals). While the consequences of the aromaticity on certain
physically measureable or computable properties were extensively discussed, the
guantification of the ‘ specific’ reactivity, however, has not been attempted.

Complexation with metalsisaspecial reaction of aromatic compounds, which
resulted in remarkable systems such as ferrocene or dibenzenechromium. These
compounds are now textbook examples and other aromatic systems are known to
bond metals and even non-metalsin asimilar way. Thiscomplexation modeisoften
attributed to the specific aromatic electronic structure.

In my work, investigating the complexation reaction of aromatic compounds,
| was trying to answer to the following questions.

» Can the formation of metal complexes qualitatively be related to the extent
of aromaticity?
» Does the complexation change the aromaticity of the parent molecule?

To answer these questions | have investigated a set of five and six membered
heterocycles, that are known to represent a large variety in aromatic measures,
and complex metals including Li* and d-elements 1°- and ,°-, respectively. The
investigations were carried out by quantum-chemical methods.

In order to get aview of the extent of the aromaticity of the used compounds, |
have determined and compared the values of the most commonly used and accepted
measures trying to cover most criteria. In the case of five- membered heterocycles
good correlations were found. Some of the measures were capabl e to measure, how
much the complexation changes the aromaticity of the rings. These measures have
shown both inthe case of five- or six- membered heterocycles, that the complexation
does not affect the aromaticity of the ligand. This result proposes a possibility to
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experimentally determine the aromaticity of the ligands by using the data from
Li-NMR.

Comparing the complex formation energies with the values of aromatic mea-
sures shows that the formation of the complex is determined by multiple factors,
and aromaticity hasasmall contribution only. Since Li* isa pure €l ectron acceptor
in the complex formation, the stahility of the complex is determined by the electron
donating ability of the heterocycles. The largest contribution comes from HOMO
and HOMO-1, since these two 7 orbitals are at much higher energies than the rest
of the MO-s. Thus, we have considered the sum of these orbital energies and found
good correlation with the complexation energy for different heterocycles.
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For light fitting manufacturers the most important goals are to satisfy all con-
sumer reguirements and the increasing expectations of environmental protection.
For thisreason they develop energy-saving and environment-friendly light sources.
My field of research isthe investigation of the electron emission properties of high
pressure sodium lamps that were manufactured by GE Hungary Inc. Tungsram
Lighting. These lamps are used as outdoor lights.

Inside lamps arc discharge is initiated between two tungsten electrodes. For
this discharge the atoms in the closed gas space must be ionized, which produces
free charge carriers. In this process electrons emitted by the tungsten electrodes
have leading role [1]. Electrons leave the tip of the electrodes at high temperature
by thermic electron emission. The higher is the electron emission, the lower is the
work function of the metal. The light flux of lamps can be increased by optimal
planning of alow work function and maintaining itsval ue during theentire operation
time. Thisway longer life expectancy and high light flux can be ensured for along
period [2].
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In order to achieve lower work function the surface of cathodes are covered
withemission material. Duringthelamp operation Baasamain component of emis-
sion materia diffuses to the tip of cathode to lower the work function of electrons
compared to the tungsten surface.

To have more knowledge about lamp operation it is necessary to determine
thecritical temperature of Badiffusion and how it isableto lower thework function.

To achieve the above parameters we investigated model samples and the sur-
face of the cathodes by surface analytical methods as X-ray Photoelectron Spec-
troscopy and Auger Electron Spectroscopy and Work Function Spectroscopy as
well. During the investigation we obtained information about the lateral distribu-
tion of chemical elements and local work function.

Our measurements contributeto thediscovery of all el ectron emission processes
during operation of the lamps.
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The primary aim of my research was to investigate the enzyme production
of thermophilic filamentous fungi strains and to study the lipase/carboxylesterase
activities applied effectively as a general biocatalyst in organic synthesis practice.
Investigation of these enzyme products in common and novel biocatalyc processes
was aso a part of my research work.

45 thermophilic filamentous fungi (18 are not identified yet) were cultiva-
ted in shaken flasks in two different media, and the supernatants were assayed
for lipase/carboxylesterase activities using olive-oil, p-nitrophenyl pamitate and
p-nitropheny| butyrate as substrates. The 90 crude enzyme powders (acetone pre-
cipitated supernatants) were tested as biocatalysts in organic solvents.

Although hydrolases(li pases/esterases) weredetected in numerousthermophi-
licfungi strains, only afew have been evaluated as synthetic biocatalyst yet. There-
fore, we thought worthwhile to characterize the biocatalytic abilities of enzymes
from thermophilic fungi by two typical enantioselective processes. Both enan-
tiomers (2-acyloxi-1,3-propanediol s) and enantiotopi ¢ sel ectivity (1-phenylethanal,
glycerine-carbonate, trans-cycloalkane-1,2-diol monoacetates, 1-(benzofuran-2-il)
ethanols, 1-(benztiazol-2-il)-ethanol) were assayed by desymmetrization by enzy-
matic acetylation with vinyl acetate.

Thetested biocatalysts proved to be comparabl e to thecommercialy available
enzymes with respect to the degree of enantiomer selectivity, whereas they exhib-
ited a wider range of enantiotopic selectivity than the most common commercial
enzymes.

According to theinitial goals several biocatalysts have been produced for gen-
eral application. Among the enzyme preparations investigated in organic synthetic
reactions a number of biocatalysts have been found, which catalyze processes at a
rate and with a selectivity similar to that of commercially available enzymes. Ina
few cases, the other enantiomer product was successfully recovered by use of our
enzyme preparations. The most significant of our results was the production of an
enzyme preparation (BUTE-3b), which catalyzed the processes with even greater
selectivity than the commercially available enzymes. The submission of the patent
engaged in this enzyme preparation is being considered.
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Thelargenumber of calixarenederivativesispartly ascribed to theregio- and confor-
mation sel ective reactions devel oped during the last decades. Similar regioselective
reactions, at least with the same efficiency, have not been found in thiacalixarene
chemistry. The lack of regio and stereoselectivity in the weak base mediated par-
tial O-alkylation and acylation reactions of thiacalix[4]arenes can be attributed to
the substantially reduced differences between the OH acidities and the 15 % larger
cavity as compared with the calixarene counterpart. We have studied the cycloalky-
lations of thiacalixarenesin order to collect further dataon the reaction and to obtain
novel receptor molecules. Asthe cyclization of thiacalixarenes with tetra- and pen-
taethylene glycol derivatives could not be stopped at intermediate stage affording
monaocrowns in an efficient way, we have attempted to synthesize otherwise these
new receptors. To overcome the problems arising in the base mediated akylations,

the Mitsunobu reaction appeared to be an attractivealternativeto O-alkylation. This
reaction has been unprecedented in thiacalixarene chemistry. The akylation of phe-
nolswith a cohols effected by thetriphenylphosphine/diethyl azodicarboxylate sys-
tem is well-documented in the literature. The reaction was performed with a series
of primary alcohols using TPP/DEAD in THF at room temperature and the clean

formation of 1,3-dialkoxythiacalix[4]arenes was achieved. Under these conditions
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the reaction generally stops at disubstitution and the tri- or tetraalkoxy products
could not beisolated. These successes of the selective akylations of thiacalixarene
with Mitsunobu reaction prompted us to explore the possibility of intramolecular
ring closure between thiacalix[ 4] arenes and oligoethylene glycols under these con-
ditions. Thereactionswere performed in toluene with p-tert-butylthiacalix[4]arene
using commercial di-, tri- and tetraethylene glycols, aza and benzo analogues. The
short chained diethylene glycol under this condition gave an intermolecular cou-
pling product of dimer structure. This compound is the first representative of a
koiland-type multicavity receptor in the thiacalixarene series where two thiacalix
units are connected by glycol chains. In conclusion, we have demonstrated for the
first time the selective O-alkylation of p-tert-butylthiacalix[4]arene with a series
of acohols under the Mitsunobu protocol, thus opening a simple access to inter-
mediates containing reactive functional groups which are not available by other
methods.
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Liquid ammonia treatment induces intracrystalline swelling of cellulose and
it is very effective in enhancing certain end-use properties, such as dimensional
stability, tensile strength, resistance to abrasion, crease recovery, aswell as handle
and appearance. Liquid ammoniatreatment has also considerable influence on the
rate and degree of conversion of the subsequent heterogeneous cellulose reactions.
Although a number of shorter studies and comprehensive reviews have been pub-
lished regarding the swelling with liquid ammonia, most of them concentrated on
cotton and only a very few publications focused on liquid ammonia treatment of
linen and linen-containing fabrics. Our starting assumption is that liquid ammonia
treatment could be an appropriate technology for manufacturing of linen and linen
containing woven fabrics with excellent easy-care and wearing properties, as well
asfor producing of high quality and luxurious tablecloths and apparel textiles from
linen.

The objective of this research work is to evaluate the influence of liquid
ammoniatreatment on the properties of linen and linen/cotton fabrics. The presen-
tation concentrates on the mechanical properties of the fabrics, such asdimensional
stability, appearance after washing, wrinkle recovery angle (WRA), breaking load
and elongation, abrasion resistance, air permeability, drapeability and stiffness, re-
sulting from swelling in liquid ammonia. Effects of liquid ammonia treatment on
colour and fine structure of the substrates are also discussed.
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Theindole skeleton isacommon feature of many drugs. Some of them have effect
on the serotonine receptors. Since the serotonin is the mediator of both periferial
and central nervous systems, its receptors are new targets in the development of
drug design against migrain, depression and schizophrenia.

The aim of our research isto elaborate novel indole derivatives affecting the
serotonine nervous system. Namely, with the modification of position 5 in the
compounds 1, 4, and 5. We try to introduce new ring in positions 4 and/or 2 with
the acylation of these compounds followed by ring closure.
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Ar-boronic-acid
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We synthetised 5- (1-2) and 6-membered (3) P-heterocycles with sterically de-
manding substituents as tri-isopropylphenyl (a), di-tert-butyl-methylphenyl (b),
tri-tert-butylphenyl (c), and trimethylphenyl (d) on the phosphorus atom.
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Me Me R2 R! a b c d
—( cal, o X
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_HCl ‘ N Me MeﬁMe
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We found that the reaction of dihydrophosphinine oxides and DMAD at
150 °C (in abomb) leads to phosphonium ylide 4. Thereaction is of general value
and was extended to 5- and 6-membered cyclic phosphine oxides with different
trialkylphenyl substituents on the phosphorus atom.
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The strong delocalisation has an effect on the reactivity of the stabilised phos-
phonium ylide 5 in Wittig reaction, so 5 would not enter into reaction with ben-
zaldehyde. Aiming at the synthesis of the corresponding oxime, 5 was reacted
with hydroxylamine hydrochloride. The result of the reaction was, however, an-
other phosphoranelylide (6). This reaction may be the consequence of the attack
of hydroxylamine on the 8-keto group, or took place to the effect of hydrochloric
acid. Phosphonium ylide 5 was subjected to reduction by an excess of sodium
borohydride. To our surprise, a (phospholane-1-ylidene)-furan-2,4-dion (8) could
be isolated from the reaction mixture.
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Small nitrile-oxides are short-lived, reactive intermediates and their isolation in
the pure state is not possible. They are widely used in organic syntheses by in
situ generation and subsequent 1,3-dipolar reaction with various substrates. In
condensed phase they dimerize into the stable furoxan ring dimer.

Recent works have demonstrated a propensity for simple nitrile oxide mole-
cules(XCNO, X = Brt, NC?, CI®) to exhibit quasi-linear behaviour with the precise
potential surface strongly dependent on the nature of the substituent X. The struc-
tural and spectroscopic properties of the unstable CliRCNO molecule have, hitherto,
not been investigated experimentally but, nevertheless, are of interest because of
issues arising from the linearity or non-linearity of the CCNO frame.

In this work the unstable trifluoroacetonitrile N-oxide molecule, CRRCNO
has been generated in the gas phase with the solid-gas reaction of HgO(s) and
CF3BrC = N—OH inthe highest yield and it was studied by gas-phase mid-infrared
spectroscopy. Condensation of thismolecul e and subsequent revaporization leadsto
the formation of the stable ring dimer, bis(trifluoro)methylfuroxan also investigated
by gas-phase FTIR.

CF, OH CF, CF,
./ HeO(s) >_<
C—N CF;—CNO ——— >/ \

N. N

Br O 0]

Scheme: Preparation of CF3CNO and its stable dimer

Thermolytic cleavage of aryl and alkyl furoxans were also successfully used
for preparation and spectroscopic investigation of the unstable nitrile oxides. The
reverse reaction suggests a similar opportunity to study the thermolysis of bis-(tri-
fluoromethyl)furoxan.

The spectroscopy provides adetailed investigation into thevibrational charac-
ter of thetwo mol ecul es, andissupported by cal culations of theharmonic vibrational
frequencies; using density functional theory, B3LY Pmethod witha6— 311+ G(2d)
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basis set and coupled-cluster calculations using CCSD(T) method with cc-pVDZ
basis set. The ground state structures of both molecules were aso investigated at
the B3LYP level of theory, with the CFsCNO species further investigated using
coupled-cluster. The CCSD(T) method suggests abent () structure for CF3CNO
with the B3LY P method suggesting a Cs, structure with alinear CCNO chain. The
results suggest that CFsCNO exhibits strong quasi-linear behaviour.

Themonomolecul ar isomerization and dimerization arefeasiblel ossprocesses
for nitrile oxides, aso for this unstable molecule, so the relative stability of
CF3CNO with respect to the known cyanate (CROCN), isocyanate (CF3NCO)
and fulminate (CF;ONC) isomers, and the mechanism of the dimerization process
to the ring furoxan were studied with density functional theory.
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Designing and implementing sensory tests can be effectively aided by the appli-
cation of IT (Information Technology) tools as well as of Mathematical Statistics.
Depending on the available resources different levels of computerization are possi-
ble:

» Computerization covers only the design of the experimental plan and the
guestionnaires

» Data input is computerized by OCR technology, too. (Optical Character
Recognition) This level includes a computerized data analysis.

» Thetest is performed using the electronic copies of questionnaire files, data
collection occurs by network.

The Sensory Laboratory of Faculty of Food Sciences (BUESPA) has a spe-
cially designed sensory booth system, which was established in accordance with
the relevant | SO standards. The researchers of the Department of Chemical Infor-
mation Technology (BUTE) and of the Sensory Laboratory (BUESPA) created a
profile analysis supporting software, the ProfiSens. The language of the software
is Visual Basic for Excel, it consists of severa modules and UserForms. Its main
functions are the following:

» Creates kitchen lists and score sheets for the assessors,
* Collects data from the completed score sheets,
» Performs statistical data evaluation, and diagrams of the results.

We have used the first version of the ProfiSens in the 2002/2003 academic
year in research and in education aswell. In this paper | discuss the results of both
mentioned fields, and show the newly developed parts of the software.

| wish to express my gratitude to my PhD supervisor, KlaraKollar-Hunek, to
the leader of the Sensory Laboratory, Zoltan Kdkai, and to the head of Postharvest
Department (BUESPA) Gébor Kolléar for allowing me to take part in this research
since 2001.
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Structure elucidation of biological compounds, the knowledge of their functionsin
organisms, and the understanding of the mechanisms of their reactions are of high
priority in biomedical sciences. As relatively small amounts of energy — even a
couple of kilojoules per mole — may play important roles, relatively high precision
isrequired in their computational studies-, while cost considerations must also be
kept in mind.

The purpose of our study was the mapping of variations in energy, geometry,
and hyperconjugation in 8-sheet oligoglycines at increasing chain length from the
dipeptide to the octapeptide. The structures were optimized with a DFT method,
[1]- 3] followed by perturbation energy analysis [4].

The stabilizing energy of the oligopeptide chain was calculated as the en-
ergy difference between two consecutive peptides relative to the energy difference
between the dipeptide and the tripeptide. According to our computations, the sta-
bilizing energy of the oligopeptide chain increases gradually with increasing chain
length; for the octapeptide it is 2.3 kJ/mol more than for the tripeptide.

We have observed the most conspicuous change in the length of the hydrogen
(H) bonds. With increasing chain length, the terminal H-bond shortens by 0.03 to
0.04 A, whereas the in-chain H-bonds shorten by 0.02-0.03 A. The strengthening
of H-bonds isin accordance with increasing stability, which isaconseguence of an
in-chain cooperative effect. The propagation of such an effect may be facilitated
by the delocalized N — C = O groups connecting 5-member H-bonded rings in the
B-sheet structures.

Among the other bond lengths the change of the N-terminal C = O bonds
(0.003 A) and the lengthening of in-chain C = O bonds (0.02 A) is significant;
among the bond angles the terminal G, — C = O and C — C, — N are the most
sensitive (change of 0.5%), while the in-chain angles altered only by 0.2-0.4. The
most significant change (4°) resulted in the N-terminal N — G, — C = O torsion
angle.

Our perturbation energy analysis suggested a correlation betweenthe C = O
bond lengthsand hyperconjugationinteractionsat thesebondsaswell asbetweenthe
two C, — H bond lengths of the N-terminal amino acid and the energy contributions
of hyperconjugation.
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INVESTIGATION OF AMINO-CLAISEN REARRANGEMENT IN THE
SYNTHESISOF THE DERIVATIVESOF
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H-1521 Budapest, Hungary
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One of the most common dementia associated with aging is Alzheimer's dis-
ease, which can cause the loss of abilities like memory or learning and finally
can destroy the personality itself. Although the disease cannot be cured, some
acethylcholinesterase(AChE)-inhibitors can soften its progression.

Phenserine (1) appears to be an excellent AChE-inhibitor in the treatment of
Alzheimer's disease by its selectivity, low toxicity and high absorption in brain.

Its framework can be synthesized theoretically by using amino-Claisen re-
arrangement, which can provide a simple and relatively short method.

|
YCIRA
Lo\

Amino-Claisen rearrangements are not frequently used in organic synthesis
due to the high temperature required and the low yields, although Lewis-acids can
moderate the reaction conditions.

We aimed to synthesize Phenserine (1) congeners and investigate the amino-
Claisen rearrangement between different rings and examine the influence of differ-
ent substituents attached to the ring system.
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Nowadays considerable interest is being focused on biodegradable polymers. Cel-
lulose derivatives could be appropriate materialsfor production of compostable and
biocompatiblepolymers. Celluloseacetate hasbeenwidely used intheindustry, and
isalso apotentialy biodegradable plastic, although at higher degrees of substitution
biodegradation proceeds rather slowly [1]. Unfortunately cellulose diacetate has
limited processibility due to its relatively high glass transition temperature. Thus,
plasticization of cellulose diacetate is necessary. The traditionally used external
plasticization has often led to the bleeding of the plasticizier. Internal plasticization
could be successful to avoid this problem [2]. The aim of our research activity is
to find interna plasticiziers which also improve the biodegradation of the cellu-
lose acetate polymer besides plasticizing it. In the course of our research program
we synthesised cellul ose acetate-based polycaprolactones. Cellul ose-acetates with
different degrees of substitution were reacted with e-caprolactone in melt, in an
internal mixer. The ring opening polymerization of e-caprolactone was initiated
by the non-substituted OH groups in cellulose acetate [3, 4]. The polymerization
reactions of e-caprolactone were carried out for 30 min. at various temperatures
in the presence of a small amount of stannous octoate as catayst, as a function of
the amount of catalyst, e-caprolactone, the reaction temperature and other reaction
conditions. Thermal and viscoel astic properties were studied by DSC (Differencia

Scanning Calorimetry), TG (Termogravimetric Analyses) and DMTA (Dynamical

Mechanical Thermoanalysis). The samples have also been tested by FTIR (Fourier-
Transform Infrared Spectoscopy), X-ray diffraction analyses, GPC (Gel Permeation
Chromatography) and MALDI-TOF (Matrix-Assisted Laser Desorption/lonization
Mass Spectrometry). The selective grafting of caprolactone oligomers onto CAsef-
fectively increases the mobility of the cellulose backbone and —as PCL isknown as
arepresentative biodegradable and biocompatible polymer —expectedly accelerates
the decomposition of the material. At present we are working on the replacement
of e-caprolactone in order to achieve more efficient plasticization.
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In recent years agreat proportion of conventional structural materials are replaced
by polymers in the fields of transportation, building and electronic industries. In-
creasing application of polyolefins (polypropylene, polyethylene) can berecognised
due to their good recyclability and their favourable properties/price relation. The
proportion of flame retarded types among commercial polymersismuch lower than
desirable. The more and more extensive use of polymers, underestimating the ne-
cessity of flameretardancy, led to dramatic eventsrecently. Examplesarethefiresin
the Mont Blanc tunnel (1999, 30 casualties), in an Austrian funicular tunnel (2001,
150 casualties), and in aserious bus accident in Spainin 1996 (47 casualties), where
the passengers died either directly due to burning or due to evolved toxic gases.

The formation of protective surface layer (that limits the heat- and mass
transfer through the surface) during burning is one of the fire retardancy mech-
anisms. One of the most effective ways for flame retarded formulation of polymers
isthe application of intumescent flame retardant additives consisting of ammonium
polyphosphate and polyols as main components.

Application of thistype of additivesislimited dueto their low water-stability
and the low melt-viscosity of the polymer that leads to dripping and spreading of
flame. (The flow of the molten polymer is of great importance in the case of fire.
Always-changing surface of an easily flowing polymer does not allow acontinuous
barrier layer to develop on its surface.)

Inthiswork polyboroxo siloxanes(BSil), synthetised from siloxaneoligomers
and boric acid were claimed to improve the performance and stability of ammonium
polyphosphate-based intumescent systems[1, 2]. The ceramic-like barrier formed
during combustion was investigated by X-ray photoelectron spectroscopy (XPS).

Further improvement on fire retardancy was achieved applying modified
montmorillonite clay [2, 3]. Thefire retardant mechanism of these nanocomposites
corresponds to the mechanism of intumescent system, as we proved using surface
analytical methods. Nanoparticles may accumulate on the surface of polymer dur-
ing burning and form a protective barrier layer.

The fire retarded polymers developed within a EU5 Project in cooperation
with many Hungarian companies (Pemd, I karusbus, Rati, Emi, Imag) were adapted
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to functional applications in the fields of transportation, building and electronic
industries.
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Introduction

Today the polypropylene is one of the most commonly used polymer. It has crys-
talline structure, and itsmorphological structure dramatically influences the proper-
ties of the polymer. The crystalline structure can be modified by adding nucleating
agent to the polypropylene. With thistechnique the properties of the product can be
changed in wide range. In the past few decades a continuous study was carried out
on the department in thisfield. Those nucleating agents, which have advantageous
effect on the transparency are caled clarifiers. In the present study the effect of
different nucleating agents were examined.

Results

Six different types of clarifiers were used during this study. Some of these types
influence the transparency of the product dramatically. According to our study,
the highly active nucleating agents enhance the transparency, when the size of the
spherulites decreases radically, and they became as small as the wavelengths of
the light. The most advantageous effect can be achieved by using the traditional
sorbitol-based clarifiers, which are widely used in the industrial practice. On the
other hand, numerous processing difficulties can happen by using these additives.
For example, due to the poor homogeneity, the product will be hazy.

It can be established, that some of the highly active phosphor-based nucleating
agents can be used as clarifiers. These two types of clarifiers have different modes
of action. In Fig. 1 these two different modes of action can be seen.
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Fig. 1. Theinfluence of transparency in the case of using the two most advantageous clar-
ifiers
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Glycerol, which is a byproduct of biodiesel formation, is awidely used, low cost
raw material. The accessibility of glycerol supportsitsusein 1,3-propanediol (1,3-
PD) and dihydroxyacetone (DHA) production. 1,3-PD is produced synthetically
and biologycally over 150.000 t/yr for polymer production purposes wheras DHA
is used in the cosmetic industry.

Thegoal of my research work isto devel op an enzyme catalized system, which
can produce these two products from glycerol in a coenzyme-coupled reaction:

Glycerol 1,3-PD
H,C—OH HC=0 H,C—OH
\ GDHt \ 1,3-PDOR 2
HC—OH —— > ’
+B12 FH. H

H,C—OH H,C—OH /\ H,C—OH
NADH2 NAD+

H,G—OH H,G—OH
© GDH Hp—oH
H,C—OH H,C—OH

In order to realize our goal production of three key enzymes ( glycerol-dehyd-
ratase (GDHt), 1,3-propanediol-oxydoreductase (1,3-PDOR) and glycerol-dehyd-
rogenase (GDH)) must be performed by fermentation, analytical methods of these
enzymes should be developed, the enzymes must be at least partially purified, and
enzyme stability examinations must also be carried out. In the first part of my
work | focused on the production of the enzymes and | developed a new effective
cultivation process [1], [2], [3]. Furtheron | began the stability checks of partially
purified 1,3-PDOR. The first enzyme reactions were carried out successfully in a
model membrane reactor. Kinetic models werefitted to the measured fermentation
as well as enzyme reactor performance data.
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SPIN-PHILICITY AND SPIN-DONICITY OF SUBSTITUTED
CARBENES, SILYLENES, GERMYLENESAND STANNYLENES
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One of the rapidly going fields of today’s computational chemistry is the density
functional theory (DFT). This field provides precise definitions of long known,
but so far only vaguely defined chemical concepts such as the electronegativity,
hardness, softness etc. All these indices may help any chemist to better understand
the observed reactions, phenomena. Although newer and newer indices appear in
the literature, it is always important to provide them with a clear interpretation and
to examine them on alarge set of molecules. Recently, two new indices have been
introduced: the spin-philicity and spin-donicity indices [1]:

(1) (1s)”
Spin-philicity: o = ~->, spin—donicity: w; = ~——,
2ngs 2ngs

where u are the spin potentials and %, is the spin hardness,

Thedivaent forms of the group 14 elements (carbenes, silylenes, germylenes
and stannylenes) form a perfect set of molecules to investigate these indices. These
compounds can have singlet or triplet ground state (Scheme 1) depending on the
substituents and the atomic number of the central atom.

R Q Q R X=C carbenes

'X@ - G>X X=Si silylenes
R"/ @\ X=Ge germylenes

R"  X=8n stannylenes

singlet triplet
Scheme 1. Molecules with singlet and triplet ground states

Inour work [2] westudied the spin-related DFT-based indices, suchasthespin
potentials, spin-hardness, spin-philicity and spin-donicity numbers. We performed
quantum chemical calculations on a large set of carbenes, silylenes, germylenes
and stannylenes using 25 different substituents. We discuss in detail the analogy
between the electrophilicity and spin-philicity/spin-donicity indices. The same
method was used to derive them, but serious differences arise from the fact that the
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hardness of the molecule is positive, while the spin hardness is aways negative.
Our results demonstrate that the sum of the spin potentials calculated in the singlet
and triplet states correlates excellently with the vertical singlet-triplet energy gap;
this correlation is independent of the central atom. We have found a very good
linear relationship between the spin-philicity and spin-donicity indices and the ver-
tical singlet-triplet energy gaps. Although these indices may be used to describe
both ground state and excited state properties, we only investigated ground state
properties. We found that molecules with larger vertical energies possess larger
spin-philicity and spin-donicity numbers, which is in accordance with the fact that
molecules with larger vertical energies are better spin-catalysts. The derived max-
imal spin acceptance/spin release (A N; max) Values are also in accordance with the
observed spin catalytic power of several spin catalyst molecules.
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Sour cherry is an important human diet in consequence of its high antioxidant
capacity and mineral content. The sour cherry fruit cannot be stored a long time.
During storage firmness decreases very fast due to sensitivity to microbiological
damages.

Theaim of our research wastoinvestigatethe sour cherry cell wall break-down
(pectin decomposition). The activity of g-galactosidase and polygal acturonase
enzymes were determined as a function of fruit ripeness and storage time. The
morphological parameters and the colours of the samples were also measured as a
function of ripeness.

Rhamnogal acturonan (RG) isabranched heteropolymer inwhich D-gal acturonic
acidresiduesalternatewith L-rhamnoseresidues. All RGshavesidechainsattached
to the O4 of the rhamnosy! residues. Many of them are rich in arabinose and galac-
tose.

Polygalacturonase (PG) hydrolyses the o-1,4 linkage between two adjacent
galacturonic acid residues within the pectin backbone. B-galactosidase (5-gal)
hydrolyses galactose molecules [1].

Enzymes were analysed in 2002 and in 2003 [2]. In 2002 two different sour
cherry cultivars KANTORJANOSI and PANDY 279 were harvested at various times,
and stored for 40 days at 4°C, 90% RH. Sour cherries cv. KANTORJANOSI were
harvested as a function of ripeness stages (green, breaker/pit hardening, pink, light
red, red and dark red). These fruits were not stored. In 2003 KANTORJANOSI and
PANDY 279 cultivars were examined as afunction of ripeness stages.

It was established that the acticity of g-galactosidase enzyme of sour cherry
(cv. KANTORJANOSI) decreased between green and breaker stages, then continu-
oudly increased up to red stage, than slowly decreased (2002). In the next year the
results were similar but the absolute values were higher in 2002.

The activity of B-galactosidase enzyme in stored sour cherries (cv. KAN-
TORJANOSI) decreased in the first part of the storage (12-16 days) then increased
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till the end of the storage (2002). In 2003 the activity of g-galactosidase increased
from harvest day till the end of the storage in both cultivars.

The activity of polygalacturonase enzyme decreased during ripening and in-
creased as a function of storage time in al cultivars (2002). Similar results were
found in 2003.

These researches are coordinated by the Research Institute for Fruitgrowing
and Ornamentals Budapest (expert: Dr. T. Kdlay) and Central Food Research
Institute (supervisor: Dr. E. Kovacs).

Research also was supported by the National Scientific Research Foundation,
Hungary (T 034401).
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Pyrolysis (high temperature steam cracking) of hydrocarbonsto ol efinsisthe largest
petrochemical process. Feedstock selection isamost the most important aspect in
product yields. There are some modelswhich predict the olefin yield under altering
working conditions and using different feedstocks. The availability of the most
reliable and accurate mode is restricted so we tried to build a laboratory pyrolysis
reactor to qualify feedstocks.

The device has to operate under industrial conditions (temperature and resi-
dence time), but in laboratory scale and after some hours run enough product has
to be produced to make material-balance. We tried to assert these aspects by the
reactor design.

The flow profile in commercial reactors is very turbulent (Re~90000). Cal-
culations were carried out whether similar flow can be generated in pilot plant or
not. Our reactor isworking in laminar flow range (Re~700). Thisfact isthe most
important running condition difference between a commercia and our pilot plant
reactor.

The gases arisen in the process of pyrolysis experiment are analyzed by gas-
chromatography.

The behaviour of the pilot plant shows much similarity to the commercial re-
actor but there are some differences that generate the deviation of theyield structure
measured at commercia and pilot plants. The change of ethylene and propylene
yields follows the trends found in the literature and are in good accordance with
industrial results. The apparatus is appropriate to steam-crack complex mixtures
and to make comparative measurements.
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In the past twenty years, considerable attention has been paid to the synthesis of
a-aminophosphonic and a-aminophosphinic acids, because the phosphinic acids
are the phosphorous analogues of «-aminocarboxylic acids, and therefore have
biological importance both in itself and as building blocks for peptides. Despite
of their importance, there is no enantioselective synthesis for «-aminophosphinic
acids.

The most obvious route for the synthesis of «-aminophosphinates is the Ka-
bachnik-Field reaction involving the addition of H-phosphinatesto aC = N double
bond. Using imines prepared from optically active amines and aldehydes, the
addition results in a mixture of four diastereomeric pairs due to the attack of the
prochira phosphinate to the prochiral C-centre of the C = N bond.

Here, we disclose the first simple enantiosel ective synthesis of «-aminophos-
phinates by the addition of H-phosphinate to chiral imines, in the absence of cata-
lyst [1].
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As model compounds we have chosen chiral imines prepared from aliphatic
and aromatic aldehyde and chiral amines, such as (S)-a-methylbenzylamine, (S)-
a-methoxymethylenebenzylamine and (S)-«-benzyloxymethylenebenzylamine.

After the hydrolysis and hydrogenolysis we observed an enantiomeric ratio of
a-aminophosphinic acids modest to excellent. The very simple chiral auxiliary o-
methylbenzylamineand its methoxy and benzyloxy derivatives exert good/excellent
chira induction in the case of the addition of ethyl phenylphosphinate to imines
and modest to good in the case of addition of ethyl propylphoshinate to imines.
Since the absolute configuration of one member of a-aminophosphinic acids (R,
R, = Ph 4a) isknown [2], namely (R), one might assume the same configuration
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for 4 (R) as al these compounds have negative sign of optical rotation as that of
4a. The S configuration in both type of chiral auxiliary induces R configuration on
the a-carbon atom.

Calculations on the minimum energy of the stable conformation for the four
diastereomeric pairs of 3 were performed. According to these, two major diastere-
omers were found to be more stable, therefore dominating among the four. These
two diastereomers (which contain (R) chirality onthe«-carbon atom) wereidentical
with the major isomers in our experiments.

References

[1] SzABO, A. — JASZAY, Zs. — TOKE, L. — HEGEDUS, L. — PETNEHAZY, |., Tetrahedron Lett.,
44 (2003).

[2] BELOV, YU. P.— RAKHNOVICH, G. B. — DAVANKOV, V. A. — GODOVIKOV, N. N. — ALEK-
SANDROV, G. G. — STRUCHKOV, YU. T., lzv. Akad. Nauk. SSSR, 5 (1980), p. 1125.



FIRST CONFERENCE OF PHD STUDENTS AT FACULTY OF CHEMICAL ENGINEERING 87

EFFECT OF CHOLESTEROL ON THE STRUCTURE OF THE FULLY
HYDRATED DIPALMITOYL-LECITIN/WATER LIPOSOMESIN THE
PRETRANSITION RANGE

Krisztidn SzEGEDI

Department of Physical Chemistry
Budapest University of Technology and Economics
H-1521 Budapest, Hungary

e-mail address. szegedi @math.bme.hu
Supervisor: AttilaBota

The studies on model membranes are fundamental for studying and understanding
the changes of the physico-chemical properties of biological membranes. The
model membranes are made of the major lipid components of the biomembranes
(phosphoalipids, such as dipalmitoyl-phosphatidylcholine /DPPC/) and water. Any
additional third molecule can drastically affect the structural characteristics and
the thermotropic behaviour of the lipid/water system. The cholesterol plays an
important roleinthecomplex membrane mechani smsof theliving cell, sothestudies
of the interactions between cholesterol and the lipid bilayer have an elementary role
in understanding the function of the membrane cholesteral.

The DPPC/water system was studied in the temperature domain of the pre-
transition in the biologically relevant range of cholesterol concentration by using
small and wide angle X-ray scattering, differential calorimetry and freeze-fracture
electron microscopy. Depending on the cholesterol/DPPC ratio, drastic changes
were observed in the layer arrangements, the surface morphology and in the phase
transition behaviour, too. The pretransition vanishes in the studied concentration
range and it gets aweak first order character in the sametime. A significant phase
coexistance can be observed at cholesterol concentration of 5%. According to the
electron density profiles of the layers deduced from the SAXS pattern, it was re-
vealed that the parent phases are perturbed in the transitional states and the changes
related to the corresponding (gel and rippled gel) states of the pure system are
different.

These structures exhibit an importance, and should be taken into account
because the coexistence of the different gel phases means that opposite effects
can take place in the same time in laterally separated regions, leading to complex
membrane processes aswell as new effects are present at the formed domain walls.
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Our aim was to prepare bridged P-heterocycles (1) that are useful in the generation
of methylenephosphine oxides (2). These reactive intermediates — generated by
UV light and thermo induced fragmentations — can be utilized in phosphonylations
and phosphinylations.
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One of the advantages of the mild UV-light mediated fragmentation-related
phosphinylations/phosphonylations is the easy synthesis of P-derivatives with four
different substituents (3). The efficiency of the phosphorylations through the ther-
mally induced generation of methylenephosphine oxides (2) were somewhat de-
creased by the inevitable polimerisation of the reactive intermediate.

While the thermoinduced phosphinylations obviously take place through an
elimination—addition (EA) mechanism involving methylenephosphine oxide (2) as
the intermediate, the photochemically initiated phosphinylations may also involve
anovel addition—elimination (AE) route by an intermediate with a pentavalent pen-
tacoordinated phosphorus atom (4). We wished to utilise the newly synthesized
aryl-precursors (1) to obtain new data on the mechanism of the photoinduced phos-
phinylations.
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The prompt-gamma activation analysis is a powerful, nondestructive analytical
method for determination of the elemental composition in the samples.

Spectra interferences may frequently occur in gammarray spectra of acti-
vation analysis samples. A straightforward way is suggested to overcome these
difficulties, where not just the conventional energy spectrum is utilized, but also the
time-dynamicisrecorded. Thisfeature makestheidentification of the radionuclides
more reliable.

This method provides a solution based on the so-called list-mode feature
of XIA's digital gamma-spectrometers. In this mode we can record the accurate
time and energy information for each individual event, and convert them to useful
analytical parameters (e. g. energy, amplitude, half-life) using a detailed off-line
evaluation procedure.

During the evaluation we can reconstruct the usual energy spectrum in max-
imum 64k channels, or generate the decay curves of all occurring isotopes (this
required several separate measurements in the conventional case). The evaluation
of complete 3D region plots (counts versus energy and time) provides the more
accurate information, but it needs a new approach of the evaluation procedure. In
this talk the progress of the ongoing development will also be presented.

Since the count rate may vary an order of magnitude while the nuclides de-
cay, the shape and the amplitude of the decay curves would be distorted without
using an accurate dead-time correction. Whereas the spectrometer does not pro-
vide dead time correction in the list mode, the measured data should be corrected
manually. Several independent methods for the correction of the dead time have
been investigated.

Demonstration measurements have been carried out with samples containing
nuclides of half-lives from minutes to hours C8Al, 52V, 20F, 116mn S6\Mn, 84Cy,
24Na), to check the feasibility of the method. From the numerical fit of the decay
curves we were able to determine the half-lives, with a good agreement with the
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literature data (in most cases within 10 uncertainty range), and we succeeded in
decomposing overlapping peaks on the basis of their half-lives, although they were
inseparable in the energy spectrum.
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The scope of an analytical process applicable for characterizing multicompo-
nent systemsisbasically determined by the sensitivity of the method to the physical
and chemical differences between the components and by the modifying and de-
structive effects caused during sample preparation and analysis. In order to answer
the current questions emerging in materia science, especialy in the area of multi-
component polymer systems, high lateral and depth resolution with sensitivity for
chemical characterization, good localizability and possibility for depth profiling are
essential.

The development of multicomponent polymer systems requires for example
a comprehensive knowledge about the interfaces. The Raman microscope is one
of the most convenient instruments for analyzing the structural characteristics and
changes in the interfacial region of multicomponent systems. Thisis confirmed by
the results obtained in the field of packaging materials, nanocomposites, surface
treated additives and basalt fibre reinforced composites. A Raman microprobe en-
ables one to make local measurements at microscale aswell, providing information
on the vibrational and vibrational-rotational states of the molecules without any
sample damaging.

Most samples analyzed by the Jobin Yvon LabRam Raman microscope lo-
cated in the Department could not be at all or could hardly be investigated by any
other analytical method. In multicomponent polymer systems, the method may
give valuable information about the individual layers, their surfaces, interfaces and
interdiffusion effects[1]. In case of surface modified polymersor polymer additives
we have found that not only the identification of coatings but also their chemical
reactions can be followed by Raman microscopy [1, 2]. We have also investigated,
whether the Raman microscope is suitable to follow the migration processes of
nanofillers towards the surface induced by heat treatment. We could show that the
method is able to detect the dlight changes on the surface [1]. A great benefit of
Raman microscopy isthat, in principle, it requires no sample preparation. It makes
possible for example the exact spectroscopic monitoring of the thermoanalytical
process, such as crystallization [1]. Not only solid materials but also solutions
could be measured using Raman scattering. Raman microscopic monitoring of
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the synthesis of reactive surfactants was supported by the fibre optic device of the
instrument [3].
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Severa attempts have been made recently to develop smart windows, which can
moderate light and heat intensities. These materials can be used to substantially
reduce glare and so to increase the thermal and visual comfort. Another promising
area of their application isin greenhouses and water-boiling systemsfor optical and
thermal control. These materials are also good candidates for large displays.

Recently, the development of thermotropic hydrogels, which may be used for
constructing intelligent windows, has met growing interest. In order to construct an
adaptive gel-glass, | have placed athin intelligent polymer gel layer between two
glasses or transparent plastic sheets. These windows are completely transparent
and very similar to commercial windows in their external features. Their optical
properties are not disturbed by the gel. Adaptability of gel-glassis provided by the
intelligent polymer layer.

Optical properties (e.g.: its transparency) of the gel are significantly influ-
enced by environmental stimuli, like temperature changing or presence of electric
field. Thisenvironmental sensitive glassbecomescloudy whenthe stimulusexceeds
acritical value. It becomes transparent again if it is reduced under this value.

Fig. 1. The transparent —opaque transition of gel-glass as a result of audio frequency AC
current

Based on the phase transition of polymer gels, anovel electrically adjustable
window, which includes a gel layer, has been developed in our laboratory. Unlike
other electrically controlled structures, the optical properties of the gel layer are
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abruptly modified by the Joule heat of audio frequency AC current. The so-called
gel-glassbecomesopaguewhen thetemperature exceedsacritical valueand changes
back to its original transparent state when it is cooled down again. This method
resultsin fast control and relatively low operational cost. Two types of gel-glasses—
active and passive structures — have been developed and investigated. Inthe lecture
I will demonstrate the structura build-up and working of these novel electrically
adjustablethermotropicwindows. Experimental studieshavebeen madeat different
frequencies and voltages. Influences of two types of audio frequency AC current
signal — sine and square — have been investigated. The optical properties, as well
as the energy balance of the systems, have been reported [1].
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