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Isothermal polarization and depolarization currents in polystyrene doped with DR1 chromophore
molecules have been measured and analyzed in order to study the electrical relaxation of the poled
order in this guest-host system. It has been shown that the superposition principle is applicable to the
doped polystyrene at temperatures lower than the glass transition temperature indicating that the polymer
system under study can be considered electrically as a linear one with a negligible electric conductivity.
The response function was not exponential one, but characterized by a broad distribution of relaxation
times.
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Introduction.
According to scientific predictions, organic polymers

will gradually replace their inorganic counterparts in
optoelectronic devices with non-linear optical (NLO)
polymers being one of the most promising new materials
[1–4]. The system must not possess a center of symmetry
in order to have the NLO properties. Therefore, in guest-
host materials, the NLO chromophores dissolved in a
glassy polymer matrix must be permanently aligned for
breaking the symmetry and producing the residual
polarization. This is the most easily accomplished by
applying a DC electric field to a polymer at the elevated
temperature, at which the chromophore dipoles can be
readily oriented, and the subsequent cooling under the
applied electric field. The thin polymer film is usually
placed between two parallel electrodes with the polar axis
perpendicular to the film planes (sandwich poling) [5].

Performance of the poled material is limited by the
structural relaxation inherent to all glassy polymers leading
to eventual randomization of the preferential orientation
of the chromophore molecules [6–8]. The constraints on
the degree, to which the poling-induced orientation of the
chromophores can be maintained over long periods of time
above room temperature, are not well understood. It is
also not clear what theoretical description is appropriate
for the polymer relaxation below the glass transition
temperature (Tg). One does not understand what poling
and physical aging protocols and methods are most
appropriate for obtaining the maximum microstrustural
alignment and the increased temporal stability, because
the phenomena of formation and relaxation of the poled
order in NLO polymers are far from being
comprehensively studied and understood.

The dipole orientational relaxation is often probed by

the second-harmonic generation (SHG) [2, 8]. Results
obtained by this method are normally do not fit to a simple
exponential Debye model corresponded to one relaxation
time, therefore either the Kohlrausch-Williams-Watts
(KWW) stretched exponential function, or the bi-
exponential function is used, both characterizing a broad
distribution of relaxation times.

At the same time, we believe that the relaxation
processes in NLO polymers can be studied by purely
electrical methods adopted from the well developed field
of the electret research [5]. As an example, in this paper
we report on application of isothermal polarization and
depolarization current measurements to investigate
formation and relaxation of the poled order in amorphous
polystyrene (PS) doped with the Disperse Red (DR1)
chromophore molecules. We consider this system as a
model one, on which some features of the relaxation typical
for all guest-host NLO polymers can be obtained.
Electrical relaxation and related phenomena have been
previously studied only in pure PS, but even these data
are not comprehensive [9, 10].
Experimental procedures.

Atactic amorphous PS (Mw=250 000) was obtained
by purification of a commercial resin. Samples were
prepared from a mixture of PS and the Disperse Red 1
(DR1) dissolved in chloroform. The solution was spread
over a glass plate and after drying the film was treated at
100 °C for 24 h under vacuum. Then the film was removed
by immersing the plate into water. The content of the dye
was controlled from 0,5 to 2,5 % in the films whose
thickness was about 20 ìm.

Doped samples of 20 µm thick PS with Al electrodes
deposited on both sides by vacuum evaporation were
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placed in a temperature-controlled surrounding. The
samples were initially heated to 120 °C, then slowly cooled
to room temperature in a short circuit conditions to remove
the random polarization or space charge. Then the samples
were kept for 15 min at the required temperature and
polarized at 100 V during different times ranging from 4
to 3000 s. The current measured at the longest time of
polarization was used as Eo·ϕ(t) for further calculations
according to Eq. (4). Depolarization currents were
measured automatically, and the results are shown in Figs.
1–3 together with the calculated currents.
Results and discussion.

In the case of the electric field E applied to a dielectric,
the superposition principle establishes that if the response
function ϕ(t) for a unit step variation of the electric field,
as well as the time dependence of the electric field are
known, then it is possible to calculate the current I(t) at
any moment according to the following equation
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where A is the surface area of the sample. Suppose a step
voltage is applied producing a constant electric field Eo
during a period of time to from t = -to to t = 0 and after that
the sample is short circuited. In this case one can write
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where δ(t) is Dirac’s delta function. Therefore, the Eq. (1)
for the transient current can be rewritten for t>0 as
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After integration and considering the depolarization

current as a positive one we obtain
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It is clear from Eq. (4) that if the poling time to is very
long (to→∞), then ϕ(t+to)→0 and I?(t)=A·Eo·ϕ (t).
Therefore, if the superposition principle is applicable, it
is possible to calculate the depolarization current
corresponded to any poling time to from only one
experimental curve I?(t). Thus, the opposite is also correct,
i.e. if the experimentally measured and calculated
isothermal depolarization currents match with each other,
then the superposition principle is valid and the system is
linear.

Corresponding calculations were performed for
samples of PS+1,5 % DR1 at different temperatures below
Tg and results of the calculations were compared with
experimental Id(t) curves. As an example, the curves
obtained at 75 and 90 °C are shown in fig. 1 and fig. 2. To
obtain the experimental curves we applied the poling
voltage of 100 V for a definite time to in the range from 4
s to about 1000-2000 s and then measured the
depolarization current. The current corresponded to the
longest poling time was taken as I?(t)=À·Eo·ϕ(t) for further
calculations according to Eq. (4).

It is clear from fig. 1 and fig. 2 that even for a very
short poling time of 4 s good agreement is observed
between experimental and calculated data proving validity
of the superposition principle for a given system. This
result is neither obvious, nor trivial, because the polymer
under study possesses nonlinear optical properties. At the
same time, as our results have proven, doped PS can be
considered electrically as a linear system. From the data
shown in fig. 1 and fig. 2 one can conclude also that the
response function ϕ(t) deviates considerably from the often
postulated power law of ϕ(t) = t-n, but at low and medium
poling times the curve Id(t) is very close to the straight
line in logarithmic coordinates.

In general, the depolarization current curve consists
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Fig.1. Isothermal depolarization currents at 75 °C in
isothermally poled PS+1,5 % DR1 samples with different
poling times. Solid lines – calculations, points – experiment

Fig. 2. Isothermal depolarization currents at 90 °C in
isothermal poled PS+1,5 % DRI with different poling
times. Solid lines – calculations, points – experiment
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of three parts. The current at the first stage (from t = 0 till
t = 10 s) does not depend much on the poling time
indicating that it originates from depolarization of dipoles
having short relaxation times. In the power law
approximation, n =2 is usually observed at this stage. At
the second stage (from 10 s to about 100-200 s) the curves
obtained at different poling times go apart with n ranging
from 2 at very short poling times to n=1 for very long
poling times. Therefore, at this stage the shorter poling
time, the smaller the power coefficient n. At the third stage,
absolute values of the currents corresponded to different
poling times are very different, but the coefficient n is
almost the same for all curves, which are parallel to each
other in logarithmic coordinates with n = 2, similarly to
that during the first stage.

It follows from Eq. (4) that isochronal values of the
depolarization current must be proportional to the poling
field. This feature of the superposition principle was
examined by comparing experimental depolarization
curves obtained after poling for the same time (to=20 s in
our experiments), but at different poling voltages from 30
to 300 V. The results have shown that the proportionality
of the isochronal currents to the poling field is actually
observed additionally proving the validity of the
superposition principle.

Isothermal depolarization current Id(t)=A(dP/dt)
reflects dynamics of the isothermal relaxation of the
residual polarization P. Since the depolarization
experiments have been performed under the short circuit
conditions (E=0), the conductivity phenomenon did not
effect the measurements. Constant voltage was applied
for a rather long time and then the sample was short
circuited at a definite moment and the depolarization
current was recorded. The results are shown in Fig. 3.

It is seen from fig. 3 that the curves at 30 and 50 °C
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Fig. 3 Isothermal depolarization currents in
isothermally poled PS+1,5 % DR1 at voltage 150 V at
different temperatures. Solid lines – calculations, points –
experiment
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coincide, while the curve obtained at 70 °C is parallel to
those of 30 and 50 °C indicating qualitatively that the
relaxation function remained unchanged, but the level of
the residual polarization and consequently, the rate of its
decay (the depolarization current) increased with
temperature in the range from 50 to 70 °Ñ. It is possible
that the dipoles are easily oriented at higher temperatures
due to decreasing the relaxation time. It means also that
the saturated value of the polarization was not reached
during poling, because the equilibrium polarization,
according to the Langevin-Debye equation, should
decrease inversely proportional to the temperature.

However, this in fact happens at T>Tg. Due to
intensified motion of the polymer chains, the thermal
disorienting during poling prevails over the orienting effect
of the poling field. As the result, the final value of the
residual polarization at the end of poling decreases.
Moreover, a large number of the dipoles are disoriented
during the short period of time after the short circuiting
producing the first part of the depolarization curve
characterized by high values of the current and by its fast
decrease (curves for 90 and 110 °C in fig. 3).

PS does not show considerable conductivity at
temperatures below Tg. On the other hand, at T > Tg, the
current measured under a constant applied voltage
increases showing existence of some conductivity. The
origin of this conductivity is not established, but since it
is thermally activated, one can suggest that the conductivity
current almost certainly originates from the internal
emission of intrinsic charge carriers, rather than from the
external injection. This suggestion is supported by the
linearity of the current - voltage characteristic at T > Tg.

It has been found that the temperature dependence of
conductivity in doped PS is dissimilar for different content
of DR1, so as the higher concentration of the dopant
corresponds to the higher conductivity. It is possible that
together with the DR1 molecules some other species were
added to PS matrix including those producing charge
carriers at high temperature. As for the activation energy
of conductivity, it has the order of 2,0–2,3 eV. Conductivity
of the samples at T<Tg can be neglected, because the
saturated steady current was not observed even after
application of the poling voltage for a long time. Moreover,
polarization and depolarization currents in well poled
samples coincide, as seen in fig. 1.
Conclusion.

It has been shown that the electrical relaxation of the
poled order in PS doped with DR1 chromophore molecules
can be studied by measuring isothermal polarization and
depolarization currents. It has been proved that the
superposition principle is applicable to the polymer system
under study, so as the doped PS can be considered
electrically as a linear system with a negligible electric
conductivity at temperatures lower than the glass transition
temperature.

It has been found that the depolarization current curve
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of doped polystyrene consists of three parts with the
response function being essentially non-exponential one,
but rather characterized by a broad distribution of
relaxation times. It means that the behavior of even such
a simple system, as PS doped with DR1, is much more
complicated than that predicted by known theoretical

models.
By comparing isothermal polarization and

depolarization currents one can get practical information
on the preferable poling conditions, such as the poling
time and temperature required for obtaining the adequate
and stable residual polarization.
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Çàñòîñóâàííÿ ïðèíöèïó ñóïåðïîçèö³¿ ïðè ïîëÿðèçàö³¿ íåë³í³éíèõ îïòè÷íèõ
ïîë³ìåðíèõ ïë³âîê

Ñ.Í. Ôåäîñîâ, Î.ª. Ñåðãººâà, Ò.À. Ðåâåíþê

Îäåñüêà íàö³îíàëüíà àêàäåì³ÿ õàð÷îâèõ òåõíîëîã³é
12, âóë. Êàíàòíà, Îäåñà, 65039, Óêðà¿íà

Ñòðóìè ³çîòåðì³÷íî¿ ïîëÿðèçàö³¿ òà äåïîëÿðèçàö³¿ â ïîë³ñòèðîë³, ëåãîâàíîìó ìîëåêóëàìè
õðîìîôîðó DR1, áóëè âèì³ðÿí³ ³ ïðîàíàë³çîâàí³ ç ìåòîþ âèâ÷åííÿ åëåêòðè÷íî¿ ðåëàêñàö³¿
ïîëÿðèçîâàíîãî ïîðÿäêó â ö³é guest-host ñèñòåì³. Áóëî ïîêàçàíî, ùî ïðèíöèï ñóïåðïîçèö³¿ ä³º â
ëåãîâàíîìó ïîë³ñòèðîë³ çà òåìïåðàòóðè, íèæ÷î¿ òåìïåðàòóðè ñêëóâàííÿ, òîáòî äîñë³äæåíó
ïîë³ìåðíó ñèñòåìó ìîæíà ðîçãëÿäàòè ÿê åëåêòðè÷íî ë³í³éíó ç íåçíà÷íîþ åëåêòðè÷íîþ
ïðîâ³äí³ñòþ. Ôóíêö³ÿ â³äãóêó íå åêñïîíåíö³àëüíà ³ õàðàêòåðèçóºòüñÿ øèðîêèì ðîçïîä³ëîì ÷àñ³â
ðåëàêñàö³¿.

Êëþ÷îâ³ ñëîâà: ïîëÿðèçàö³ÿ, íåë³í³éí³ îïòè÷í³ ïîë³ìåðè.

Ïðèìåíèìîñòü ïðèíöèïà ñóïåðïîçèöèè ïðè ïîëÿðèçàöèè íåëèíåéíûõ
îïòè÷åñêèõ ïîëèìåðíûõ ïëåíîê

Ñ.Í. Ôåäîñîâ, À.Å. Ñåðãååâà, Ò.À. Ðåâåíþê

Îäåññêàÿ íàöèîíàëüíàÿ àêàäåìèÿ ïèùåâûõ òåõíîëîãèé
12, óë. Êàíàòíàÿ, Îäåññà, 65039, Óêðàèíà

Òîêè èçîòåðìè÷åñêîé ïîëÿðèçàöèè è äåïîëÿðèçàöèè â ïîëèñòèðîëå, ëåãèðîâàííîì ìîëåêóëàìè
õðîìîôîðà DR1, áûëè èçìåðåíû è ïðîàíàëèçèðîâàíû ñ öåëüþ èçó÷åíèÿ ýëåêòðè÷åñêîé ðåëàêñàöèè
ïîëÿðèçîâàííîãî ïîðÿäêà â ýòîé guest-host ñèñòåìå. Áûëî ïîêàçàíî, ÷òî ïðèíöèï ñóïåðïîçèöèè
ïðèìåíèì ê ëåãèðîâàííîìó ïîëèñòèðîëó ïðè òåìïåðàòóðå íèæå òåìïåðàòóðû ñòåêëîâàíèÿ,
óêàçûâàÿ íà òî, ÷òî èññëåäîâàííóþ ïîëèìåðíóþ ñèñòåìó ìîæíî ðàññìàòðèâàòü êàê
ýëåêòðè÷åñêè ëèíåéíóþ ñ íåçíà÷èòåëüíîé ýëåêòðè÷åñêîé ïðîâîäèìîñòüþ. Ôóíêöèÿ îòêëèêà íå
ÿâëÿåòñÿ ýêñïîíåíöèàëüíîé è õàðàêòåðèçóåòñÿ øèðîêèì ðàñïðåäåëåíèåì âðåìåí ðåëàêñàöèè.

Êëþ÷åâûå ñëîâà: ïðèíöèï ñóïåðïîçèöèè, íåëèíåéíûå îïòè÷åñêèå ïîëèìåðû.




