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METHODS TO INCREASE CONDUCTIVITY OF POLYMERS
IN CONDUCTIVE POLYMER/CdS SEMICONDUCTOR NANOCRYSTAL

STRUCTURES

The explanations to the processes passed in polymeric matrix of composite structures
(conductive polymer)/(CdS semiconductor nanocrystals) at introduction of the varied addi-
tions is offered. The basic role in the process of carriers transfer in the investigated struc-
tures plays the radicals-ion, generated by current flowing on polypeptide molecules. The
presence of section with negative differential resistance on volt-current characteristics can
be explained by the increase in polymer resistance as a result of change in spatial con-
figuration of gelatin molecules. The increase in conductivity of polymer at introduction of
acetone addition is explained by diminishing in polymer resistance at the expense of the
increase in concentration of bound water and in amount of the possible ionic paths. In the
case when sodium chloride is added the increase in conductivity of polymer is explained

by the raise in amount of charge carriers.

The studies in the properties of nano-dimen-
sion objects and the composite structures on
their basis are one of the actual directions in
development of modern science. The group of
composite materials that based on semiconduc-
tor nanocrystals incorporated into conducting
polymer is interesting from the practical point of
view. Optical properties of such composites are
defined, first of all, by properties of clusters but
their electrophysical and mechanical properties
directly depend on those for polymer [1]. As elec-
trophysical features of a matrix (conducting pol-
ymer) define electroluminescent properties of a
composite, and by change in parameters of pol-
ymer one can influence on luminescent charac-
teristics of structures. We investigated structures
on the basis of cadmium sulfide nanocrystals, in-
troduced in photographic gelatin. The purpose of
the present work is to study the processes of
charge transfer, occurring in polymer, and also
the search of the ways to increase conductivity.

To obtain cadmium sulfide nanocrystals, the
method of chemical synthesis was used. Accord-
ing to this method, the solution of cadmium
nitrate with concentration of 0.025 M was mixed
up with 5% solution of photographic gelatin.
Then sodium sulfide solution was added into the
obtained mixture. The reaction was carried out
within 15 minutes at temperature 40 °C and
with continuous intermixing of reagents solu-
tion. After this, glass substrates with SnO, layer
preliminary put on them were watered by the
identical amount of solution (0.5 ml) and then
were located then in drying case. The obtained
samples were differed in color depending on
concentration of sodium sulfide in the initial
solution: from pale yellow for low concentration
of sulfur ions up to bright orange for high con-
centration.

To increase the conductivity of polymer, dur-
ing preparation of samples, the various additives
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were introduced to the solution after passage of
the basic synthesis reaction. As additives we
used: acetone, 5% solutions of NaCl and KClI,
and also graphite powder. Thus, the investigated
structures represented the layers of gelatin with
introduced cadmium sulfide nanocrystals. The
top electrode to them was indium, applied by
the method of thermal spraying in vacuum.

We will notice that gelatin is albuminous
material that represents the polydisperse mix-
ture of polypeptides (molecular weight 50—70
thousand) and their aggregates (molecular
weight up to 300 thousand). Gelatin space con-
struction has the complicated configuration. The
change in any physical and chemical parameter
of a system leads to changes in spatial configu-
ration of fiber and, and consequently, in the
change of electrophysical characteristics of poly-
meric film [2]. Exactly this feature of polymer
explains differences in volt-current characteris-
tics (VCC) of samples with different type of
additions in Fig. 1. Gelatin concentration in so-
lution, such as concentration of reagents and
temperature of heating, is the basic factor influ-
enced on the process of growth and the final
sizes of nanocrystals. Long molecules of gelatin
complicatedly oriented in space form the original
frame dividing all solution into the elementary
volumes, in each of these volumes the formation
of nanocrystals nucleus and their subsequent
growth takes place. Therefore, the larger allocat-
ed volume (i.e. concentration gelatin is less),
the higher concentration of reagents in it will
be, and the higher probability to form nucleus
with their subsequent coalescence. In result, the
distribution in sizes of nanocrystals will be wid-
er, that leads to complication in the analysis of
experimental results and their subsequent treat-
ment [3].

The central place in conductivity of polymer-
ic matrix is borrowed with ionic processes in
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Fig. 1. Volt-current characteristics (VCC) of composites
at stationary bias depending on type of additive

electrolyte consisted of products from synthesis
reaction of nanocrystals and the active ionic
rests, obtained as the result of hydrolysis of
polypeptide molecules. The presence of free rad-
ical bounds in molecules of polymer results in
constant reorientation depending on changes in
the external field. Therefore, the size, mobility
and concentration of radicals — ions has direct
importance for conductivity. The basic ions par-
ticipating in transport of charge carriers for re-
searched structures are: Ht, Nat, Cd;f, OH—,
NOj and CI~ (at introduction of NaCl). lons H,
Nat, Cds participate in electrons transport to
the centers of luminescence, and OH—, NO; and
Cl~ in holes transport. We notice, that mobility
of HT ions is in 4,5 times more than mobility of
Nat ions [4]. Such distinction in ions mobility is
connected to the go-ahead mechanism for move-
ment of hydrogen and hydroxyl ions by means of
jumping from hydroxonium to water, or from
water to hydroxyl.

Excitation of luminescence centers (nanoc-
rystals) in the polymers impregnated by colloidal
solution, depends on the degree of structures
hydration and quantity of radical-ions generated
in them. Therefore, the increase in amount of
water remained in the bound condition after
sample drying, and also the increase in amount
of the readily soluble ionic compositions includ-
ed in polymer, are natural to increase efficiency
of electroluminescence.

Let’s consider in details the typical VCC of
the explored structures, represented in Fig. 1.
The characteristic feature is the presence of neg-
ative differential resistance section, which be-
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comes more expressed when the additions of
acetone, and also chloride of sodium are intro-
duced to the samples. This specificity of VCC
can be explained in the following way. Coming
from dielectric properties of pure gelatin, the
conductivity of sample is directly defined by
volume concentration of polypeptide in polymer-
ic tape. As, in contrast to the electrons of «by-
pass» current, radical-ions move directly in wa-
ter solution with which a polymer is
impregnated, not relay on the molecules of albu-
men, any change in resistances of polymer, in-
cluding the local one (the change of gelatin con-
centration) leads to the sharp change in local
flux of carriers and to the change in current
through a sample in whole. Such change in local
concentration of gelatin can be explained by in-
teraction between the active, uncompensated
radical bounds of albuminous molecules generat-
ed as a result of processes of polypeptide hydrol-
ysis and electrolysis. To balance these bounds,
the molecule of gelatin changes its spatial con-
figuration so that to decrease the interaction
surface, closing free radical bounds inside origi-
nal globule (Fig. 2). Because molecules of
polypeptide are not isolated from each other, and
are in the permanent contact, interlacing be-
tween them, such change of configuration leads
to the mass compression of polymeric «grid».
The sequence of this is the increase in resist-
ance of this polymer area and it explains the
presence of negative differential resistance sec-
tion on VCC (Fig. 1). When acetone was intro-
duced in the process of sample preparation, cur-
rent strength value in the maximum of VCC has
increased in 2 times, and, the voltage corre-
sponding to peak has decreased from 160 V up
to 90 V. The noted change in VCC can be ex-
plained by the fact that at introduction of gelatin
hydrophilic into solution the additive (acetone)
concentration in the water, remained on a sam-

ple after its drying, increases.
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Fig. 2. Change in spatial configuration of gelatin molecule

with the increase in voltage: / — the external field is ab-

sent; 2 — at low values of the field strength; & — at high
strength of the field

The increase in concentration of the bound
water leads to increase in number of ionic chan-
nels due to reduction in volumetric concentra-
tion gelatin. As result, the resistance of polymer
falls and the smaller displacements are neces-
sary to achieve the maximal value of current.

The voltage corresponded to the maximum of
current through a sample, decreases up to 30 V,
when the solution is added not only acetone, but



NaCl too. Current rises thus more than in 10
times, in comparison with pure sample. The lat-
ter is connected with the fact that besides the
increase in concentration of the bound water
(decrease in resistance of polymer) in sample, as
a result of NaCl introduction the amount of the
radical-ions, took the direct participation in proc-
esses of energy-transfer, increases. That is, the
concentration of charge -carriers increases.
Hence, the stationary density of current is ob-
served to be reached at the smaller value of dis-
placement.

Let’s notice, that at introduction of acetone,
a molecule of bound water under action of a cur-
rent, flowing through polymer, decomposed to
ions of hydrogen and hydroxyl-ions. Therefore
not only the resistance of matrix decreases, but
also the amount of ions participated in energy-
transfer increases. The result of additional intro-
duction of sodium chloride to the solution at
preparation stage is the addition of the new
carriers to the existed ones. The number of rad-
ical-ions in polymer renders the basic influence
on speed of current decay in VCC (Fig. 1). The
internal field of a sample will change, as the
result of ions movement and their redistribution
in time, at the fixed value of displacement.
Owing to constant change in the field affected
on polypeptide molecules, they will change
ceaselessly the position in space, thus closing
old ionic channels and opening the new ones.
This fact explains the observed appreciable fluc-
tuations of the registered current.

Thus, the increase of current through poly-
mer, in general case, is explained by the sharp
increase in amount of radical-ions as a result of
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electrolytic dissociation of polypeptide molecules
and ionic bounds, and the section of negative
differential resistance on VCC can be explained
by the increase in resistance of polymer, be-
cause of change in spatial configuration of gela-
tin molecules. Radical-ions appeared when «by-
pass» current flowed through the polymer act
the basic role in the energy transfer processes.

The increase in polymer conductivity at in-
troduction of acetone as the additive, is ex-
plained by the reduction in polymer resistance
due to increase in concentration of the bound
water and number of possible ionic channels.
The increase in polymer conductivity, in case of
sodium chloride addition, explains the increase
in number of charge carriers.

The study in influence of ions type and their
characteristics on the feature of energy-transfer,
and also the development of the model for elec-
tronic processes in polymeric matrix is the sub-
ject of the further research.
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CIOCOBbI YBEJIMUEHUS MTPOBOJIUMOCTH MOJIUMEPOB B CTPYKTYPAX MPOBOJSLUMIA NOJUMEP/TIOJY-

MPOBOJHUKOBbBIE HAHOKPUCTAJIJIbI CdS

[IpennoxeHbl NOSICHEHUS K IIpoleccaM, NPOXOASIIMM B IOJHUMEPHOH MaTpulle KOMIO3UTHBIX CTPYKTYP (IIPOBOASILIMH

nouMep )/ (MOMYTIPOBOHUKOBbIE HaHOKpUcTamabl CdS) Tpy BBeeHUH pasHO0O6pasHEIX A06aBoK. OCHOBHYIO POJb B Ipoliecce
repeHoca HOCHUTeJieH B HCC/elyeMbIX CTPYKTypax WUIpaloT, MOpPOXKIaeMble MPOXOASILIUM 110 MOJeKyJaM MOJUMNeNTHAa TOKOM,
panukasn-uoHel. Hannume yyacTka oTpuuaTesbHOro nud@epeHLHATbHOTO CONPOTUBJIEHHS] HAa BOJbT-aMIIEPHBIX XapaKTEPUCTH-
Kax MOXHO O6”bHCHI/ITb YBeJUYEHUEM COIPOTHUBJIEHUsA IOJHMEpa BCJEeACTBUE H3MEHEHHUS HpOCTpaHCTBeHHOIjI KOHQJI/II‘ypaLLI/II/I
MOJIEKYJI KeJATHHbl. ¥YBeJWYeHHe MPOBOAMMOCTH IIONUMEpA TpPH BBeNeHHH NO0OABKH aLeTOHAa, OOBSCHSETCS yMEHbLIEHHEM
CONIPOTHUBJIEHUA MOJUMEPA 3a CUET yBeJUUYEHUS KOHLUEHTPALHUU CBSI3aHHOM BOAbI U KOJIMYECTBA BO3MOXKHBIX HMOHHBIX KaHAJIOB.
B cayyae noGaBneHusi xJopuaa HATPHUSl MOBBILIEHHE IPOBOAUMOCTH IMOJHUMEPA OOBSCHSETCS yBeJHUYEHHEM KOJWYECTBa HOCH-
Tesell 3apspa.
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. CIOCOBMW MiABUWEHHS MPOBIAHOCTI MOJIIMEPIB ¥ CTPYKTYPAX MPOBIiJHUN MOJIiMEP/HAMIBIPO-
BiJHUKOBI HAHOKPUCTAJIU CdS

3anponoHoBaHi MOSICHEHHSI IO MPOLECiB, 10 MPOXOASTh B MOJIMEpPHIH MaTpULi KOMIO3UTHHX CTPYKTYP (MIPOBIIHHH moJ-
imep)/(nanisnpoBinaukosi HanoxpucTamu CdS) npu BBeneHHi pisHOMaHITHEX 106aBOK. OCHOBHY POJIb B MPOLECi MepeHeceHHs
HOCiiB B AOCJIM’)KyBaHUX CTPYKTypaX [PaloTh, MOPOMXKYBaHi CTPYMOM, LIO NPOXOJUTb IO MOJeKyJax MoJiMenTHAy, paiu-
KaJs-ionn. HasiBHiCTh miMsTHKM HeraTWBHOTO AH(epeHIia bHOTO ONMOPY Ha BOJbT-aMIEePHUX XapaKTEePUCTHKAX MOXKHA TOSICHUTH
30i/blIEHHSAM ONOpPY IOJIMepy YHACJAiOK 3MiHH MpPOCTOPOBOi KOHpirypauii MoJseKyJs >KeJaTHHH. 30i/MblIeHHS MPOBiTHOCTI
noJiMepy NpH BBeleHHi J00aBKU alleTOHY, MOSICHIOETbCSA 3MEHILEHHSM OMNOpY NMoJiMepy 3a paxyHOK 30i/blleHHs] KOHLeHTpauii
3B’s13aHOi BOAM i KiIbKOCTi MOXJIMBUX {OHHHUX KaHagiB. ¥ pasi ModaBaHHS XJOPHAY HATPil0 MiABUILEHHS MPOBIAHOCTI mosiMepy
MOSICHIOETbCS1 30i/bLIeHHAM KiJIbKOCTI HOCIiB 3apsay.
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METHODS TO INCREASE CONDUCTIVITY OF POLYMERS IN CONDUCTIVE POLYMER/CdS SEMI-
CONDUCTOR NANOCRYSTAL STRUCTURES

The explanations to the processes passed in polymeric matrix of composite structures (conductive polymer)/(CdS
semiconductor nanocrystals) at introduction of the varied additions is offered. The basic role in the process of carriers
transfer in the investigated structures plays the radicals-ion, generated by current flowing on polypeptide molecules. The
presence of section with negative differential resistance on volt-current characteristics can be explained by the increase
in polymer resistance as a result of change in spatial configuration of gelatin molecules. The increase in conductivity of
polymer at introduction of acetone addition is explained by diminishing in polymer resistance at the expense of the
increase in concentration of bound water and in amount of the possible ionic paths. In the case when sodium chloride
is added the increase in conductivity of polymer is explained by the raise in amount of charge carriers.
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