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Dependence of charge carrier transport on molecular
relaxations in glassy poly(3-hexylthiophene-2,5-diyl) (P3HT)

The impact of polymer properties, especially relaxation, upon
electronic properties is determined unambiguously for the
widely studied conjugated polymer P3HT in the glassy state.
The electric field acts on the charge carriers, which act on
the polarized atoms to which they are coupled. This leads

to the deformation of the molecules. The charge carriers,
which can move along the molecular backbone, will hop
when two molecules are close together, lowering the barrier.
The positive effect of molecular relaxations on charge carrier
transport processes in P3HT is firstly reported.
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A positive effect of molecular relaxations and the movement of the molecular backbone and of chain
segments on charge carrier transport processes in organic semiconductors, has not previously been
reported. In this work, charge carrier transport mechanisms in amorphous glassy poly(3-hexylthiophene-
2,5-diyl) (P3HT) are determined unambiguously, both above and below the glass transition temperature,
T,. This is the result of measurements of temperature, electric field, and ac frequency dependence of
charge carrier mobility and density in organic field effect transistors, based on regioregular P3HT of
three different molecular weights. Relaxations play an important role in dc conductivity. At temperatures
above T,, under constant source-drain voltage, the hole-like polaronic carriers move with, and hop
between, mobile polymer backbones. Below T,, they hop between mobile chain segments of essentially
immobile neighboring molecules. Under source-drain voltages at frequencies of 100 Hz and higher,
charge carriers move on polymer backbones. This motion does not contribute to dc conductivity. These
insights into the dependence of charge carrier transport properties upon the molecular properties
should contribute to advances in stable organic photovoltaics, organic thermoelectrics, and thermally
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degradable electronics. The approach taken here should also be useful for clarifying conduction

rsc.li/materials-advances mechanisms in other polymeric semiconductors.

and percolation have been proposed,® the detailed mechanisms
of charge carrier transport in organic materials are still not well

|. Introduction
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Organic semiconducting polymers and small molecules have
been widely investigated, due to their solution processability
(printability), compatibility with flexible substrates and opto-
electronic properties, tunable with chemical synthesis."?
Unlike crystalline inorganic materials presently in use, organic
semiconductors have high concentrations of defects that bring
about structural and energetic disorder, difficult to eliminate
due to their weak van der Waals interactions. Strong charge
carrier-phonon coupling and disorder in organic semiconduc-
tors lead to charge carrier localization and to the formation of
polarons.” These consist of the charge carrier coupled to
structural deformation, which results in effective mass much
larger than that of free electrons, and further lowers the charge
carrier mobility compared with that expected for charge carriers
with effective mass close to the free electron (hole) mass.
Although various transport models, including band-like
transport,” multiple trap and release, variable range hopping,’
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understood. The dependence of electronic properties upon the
molecular properties, e.g. molecular backbone relaxations, has
rarely been explained unambiguously.

Regio-regular poly(3-hexylthiophene-2,5-diyl) (RR P3HT),
whose monomer is shown in Fig. 1, has been widely investigated
for organic electronics, and the temperature dependence of charge
carrier mobility has been shown to obey the Meyer-Neldel rule
(MNR) (discussed in Section II).”® Over the past two decades,
improvements in P3HT film preparation have resulted in increased
chemical purity, control of the molar mass and prolonged interchain
conjugation. As a result, the charge carrier mobility of RR P3HT has
improved considerably, from 107> to 107 em* v ' s '™

CHz(CH2)4CH3

/ \
S

n
Fig. 1 Repeat unit leading to P3HT.
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Most previous work on charge carrier transport in P3HT has
focused on semi-crystalline material and did not report the
effect of glass transitions in glassy materials on transport.'>™°
It has been reported that molecular relaxations influence
transport. In particular, Obrzut et al.'” found that relaxation
of the hexyl side group (Fig. 1) (y relaxation) causes scattering of
the charge carriers moving on the molecular backbone. Such
effects are indeed well established, and different from what we
report here. Our work shows that the molecular relaxations
(backbone and chain segments) are needed for hopping in
glassy material with very small crystalline content. This is a
major effect in glasses, while the effect of scattering is smaller.
It is essential to understand both relaxation effects on charge
carrier transport in organic semiconductors. Such understand-
ing is expected to contribute to the design of stacking and
orientation of polymer chains in material synthesis and device
fabrication with potential impact on thermally stable organic
photovoltaics, organic thermoelectrics, and thermally degrad-
able electronics.

In this work, we have measured the temperature, electric
field and ac frequency dependence of charge carrier mobility in
organic field effect transistors based on RR P3HT of three
different molecular weights (MW), ca. 20, 30-50, 80-90 kDa,
exhibiting different glass transition temperatures, T,. The
results are obtained both above and below the glass transition
temperature. We find that dc conductivity is controlled by
polymer relaxations (local and extended polymer backbone
movements) in the glassy component. As far as the ac frequency
dependence (important for understanding of disordered mate-
rial in which charge carrier percolation may take place'®'?), we
find that, at 100 Hz and above, the polaronic charge carriers
appear to be confined to the molecular backbones, whereas
they move through the sample under dc conditions.

Il. Meyer—Neldel rule and charge
carrier transport in

organic semiconductors

The common factor among various charge carrier transport
models in semiconductors is the activation energy. It has been
well established that various physical processes, including

charge carrier transport in semiconductors are temperature
activated and follow the Arrhenius law:*°

X = XoefAE/knT (1)

where X is an observable such as the mobility u, X, is an
activation prefactor, AE is the activation energy, kg is the
Boltzmann constant, and 7T is the temperature. It has been
found experimentally that for a related group of temperature-
activated processes, the prefactor obeys the relation:*!

X, = XooeAE/kBTiso- (2)

Applying the logarithm to both sides of eqn (2) leads to

InX, = InXyo + AE/kpTiso (3)
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where Xy, is an activation prefactor and Tj,, is the isokinetic
temperature, since X becomes independent of AE when T = Tig.
Combining eqn (3) with eqn (1), we obtain

InX, = InXoo + AE/kgTiso — AE/kgT. (4)

Eqn (4) is known as the MNR, since it was reported by Meyer
and Neldel in describing the experimentally observed conductivity
of disordered materials; as the compensation law, because the
exponential term e*”*" in X, compensates the decreasing expo-
nential, e~ 27%" ag AE is increased; and as the isokinetic law.?! The
MNR has been observed in the dc conductivity of amorphous
chalcogenides,** amorphous and crystalline silicon,”>* catalyzed
chemical reactions,”® solid state diffusion in crystals,”” biological
and geological substances.”?®*® It was also found that the electron
or hole mobility, 4, in many organic semiconductors,”*°* includ-
ing pentacene,” fullerene,*® polythiophene,*" and N-alkyl perylene
diimides,** follow the MNR.

The MNR was explained by a number of authors,*" including
Linert®® and Yelon and Movaghar®® who called their version of
the explanation the multi-excitation entropy (MEE) model.
These explanations are based upon the key observation of the
MEE model that, when the activation energy AE is much larger
than both the energy of the available excitations and the
thermal fluctuation energy, multiple excitations are necessary
to overcome the activation barrier. Thus, a contribution from
the entropy of the collected excitations must be taken into
account. This is the microscopic origin of the MNR.*”**

In most studies of MN behavior, the activation energy is
varied by preparing a number of samples in slightly different
ways, e.g. changing the preparation conditions for samples
with a specific composition, or by preparing closely related
compositions.**** However, in studies of semiconductors,
as is the case here, there is considerable advantage in preparing
field effect transistors (FETs), using the material under
investigation as the semiconducting film transistor channel.
Varying the gate-source voltage, V,, modifies the band bending
at the semiconductor dielectric interface. This changes the
energy distribution of charge carriers near the dielectric, com-
pared with those farther away, thus changing the activation
energy, AE.

In classic transistor technology, based upon small gap,
crystalline, inorganic semiconductors, the number of thermally
activated charge carriers is large at moderate values of T, as is
the charge carrier mobility, u. As expected for band transport, it
is not thermally activated.*® These conditions are not expected
to apply to organic semiconductors. The charge carrier density
is not strongly dependent upon T. In contrast, the charge
carrier mobility, u, may be activated. In accumulation, except
at the lowest voltages, the charge carriers induced by the gate-
source voltage determine the source-drain current (in absence
of charge carrier injection energy barriers). The activation
energy AE is then controlled by V,. Of course, the device must
be functional over a wide enough temperature range for mean-
ingful kinetics to be measured.

© 2022 The Author(s). Published by the Royal Society of Chemistry
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[1l. Results

IIL.1. Dependence of dc mobility, u, on T under several V,

The dependence of u upon V, and T for high MW RR P3HT is
shown in Fig. 2. Mobility increases with increasingly negative
Vg. That is, the carriers are hole-like, as expected. At room
temperature, its values range from 4 x 107> cm®> V' 57" to
3 x 10°* em® V' 57!, which is comparable with previous
publications.***> As shown in Fig. 2(a), at T < 290 K, u exhibits
Arrhenius behavior for each V,, and obeys the MNR with a Tj,,
ca. 390 K. The activation energies are given in Table 1.

In Fig. 2(b), we observe that the slope of y vs. 1/T changes
sharply at T'= 290 K, with u becoming independent of V,. This is
not due to an annealing effect, which might modify the struc-
ture. If the measurement is repeated, the result is essentially the
same, It is due to the transition between two conduction
mechanisms, one dominant below 260 K, the other dominant
above 300 K (see also Section II.4). The abrupt change in slope
shown in Fig. 2(b) is typical of the o relaxation of glassy
polymers, which has been investigated intensively.’®*” The o
relaxation signifies that the thermally activated movement of the
polymer backbones increases rapidly. This process becomes
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Fig. 2 (a) Linear fitting results for high MW RR P3HT in the low T region,
T = 210-290 K. V4 = —20 V. (b) Dependence of mobility on T under
different Vg in high MW RR P3HT. MW = 80-90 kDa, V4= -20 V, T = 210-
330 K, T, = 290 K.
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Table1l Activation energy of high MW RR P3HT, below T,, as a function of
Vg Vg=-20V

Vg (V) —-15V  —20V —25V  -30V -35V
E, (meV) T=210-290 K 128 118 97 95 87

observable at the glass transition temperature, 7T,. For RR
P3HT of 80-90 kDa, T, is reported to be 295 K.*” We propose
that the electric field acting on the charged sites causes the
backbones to move, and that this process controls the mobility
at T > T, We propose that at T < T,, hopping of polaronic
carriers is the controlling process.

T, is closely related to the MW, as indicated by the Flory-Fox
equation, T, = T,,00 — K/M,,, where T,, 00 is the maximum glass
transition temperature at infinite molecular weight, K is an
empirical parameter, M, is the number averaged MW.*”*

We also investigated RR P3HT, for low MW (ca. 20 kDa), with
T, near 275 K, and for medium MW = 30-50 kDa, with T, near
290 K. The dependence of x on T under several V, in low MW
P3HT is shown in Fig. 3. Behavior similar to that shown in
Fig. 2 is observed for low MW P3HT. In the low T region, T <
Ty, u depends upon Vg, and In u increases with T. In the high
T region, T > T,, u is independent of V, with the slope
increasing discontinuously, and then decreasing gradually. In
this region, we see more clearly than in Fig. 2(b), that u does not
obey eqn (1). The behavior of 1 resembles that described in the
empirical Williams-Landel-Ferry (WLF) equation,
In (l> :Ai, where T, is the glass transition tem-

ng) B+T-T,
perature, 1 is the viscosity, 7, is the viscosity at T, and A, B are
constants, the signature of the o relaxation.*® In what follows,
we have determined the slopes of the Arrhenius plots, which we
call the apparent values of AE. As shown in Fig. 2(b), taking V, =
—15 V as an example, the apparent AE changes from 406 meV
at 290 K to 200 meV at 325 K.

Unfortunately, the relation of u to polymer relaxation puts
limits to our ability to perform reproducible experiments and to

94

10 4

114

In u (cm?Vs)

—a—\V
-12 4 *
—a
13 4 v
+—-V =35V

©

14

.

T

25 3.0 3.5 40 45 5.0
1000/T (1/K)

Fig. 3 Dependence of p on T under different V4 in low MW RR P3HT.
MW < 20 kDa, Vq = =15V, T = 200 to 350 K.
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obtain reliable device performance, near to, and above, T,,. We
have verified that this is indeed the case for medium MW RR
P3HT, MW = 30-50 kDa. For this material, the behavior of a
transistor was found to be quite different if high temperature
measurements were performed immediately after low temperature
measurements (Fig. S1, ESIt), or after 12 hours during which it was
left at room temperature (Fig. S2, ESIf). With relaxation times
comparable to the time allowed for the temperature to stabilize
(30 min), it is extremely difficult, if not impossible, to obtain
meaningful kinetic data.

IL2. Dependence of charge carrier density upon V,

We determined the dependence of charge carrier density, n,
on V, at various T in high MW RR P3HT from eqn (8) and (9)
(see Experimental). As indicated in Fig. 4, with the V, going
from —15 to —35 V, n changes by a factor of about 2 below T,
and by twice that, above.

II1.3. Dependence of u upon source-drain voltage, V4

We have determined the variation of p with T for a given value
of V, and several values of Vg, for low, medium, and high MW of
P3HT (Fig. 5(a—c), respectively). This behavior is independent of
Vg in the range of source-drain voltages studied, at least for the
low and medium MWs, that is, the behavior of the organic
semiconductor and of its contacts are ohmic. This appears to
render the problem of reproducibility, due to relaxation, discussed
in the previous section, unimportant for this measurement, at
least for low and medium MW samples We also note, in Fig. 5(b
and c), the decrease of the AE, characteristic of the o relaxation.

For all cases, the mobility is not free-electron like (band like),
it is activated. For low MW P3HT (Fig. 5(a), and for other values
of Vg, not shown here), the activation energy for various Vj is
shown in Table 2. For comparison, values of activation energy as
a function of V4 are presented in Table 3. We see that the in-
plane activation energy at V, = —25 V is comparable with, but
higher than those obtained in Table 1. We assume that the
difference is due to the approximations in eqn (6) and (7)
(see Experimental), and that the mechanisms controlling mobi-
lity in both are the same: polaron hopping below T,, and
polymer backbone motion, above. As discussed in Section III.1,

2.00E+17 T T T T T

%)

? —=—T=260 K
1.60E+17 o T=290 K
—4—T=330K

1.20E+17 4

8.00E+16 -

4.00E+16 -

Charge carrier density, n (cm

15 20 25 30 35
Gate voltage, V, (V)

Fig. 4 Dependence of n on Vg under different T in high MW RR P3HT,
Vg =-20V, T =260, 290 and 330 K.
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Fig. 5 Mobility as a function of T between 200 and 350 K, (a) low MW, ca.
20 kDa, V4 = —25V; (b) medium MW, 30-50 kDa, V4 = —20 V; (c) high MW,
80-90 kDa, V4 = —20 V.

Table 2 Activation energy of low MW P3HT as a function of Vg, V4= -15V

Vg=  Vg=  Vg==25V Vg= V=
—-15V —20V (Fig. 5a) -30V —-35V

E, (meV) T=200-290 K 126 123 114 114 103

E, (meV) T=290-330 K 182 243 252 290 316

the high temperature, WLF region, values in Table 1 are appar-
ent activation energies. This is also the case in Tables 2 and 3.

III.4. AC conductivity in low MW P3HT

To shed light on inter-chain versus intra-chain hopping, we also
explored transport under ac voltage on the same transistors

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Table 3 Activation energy of low MW RR P3HT as a function of Vg, Vg = -25V

Va=—15V V4= —20V V4= —25V V4= —30V Vg=—35V

E, (meV) 120 129 120 126 146
T=210-290 K
E, (meV) 329 282 238 219 209
T=290-330 K

upon which we performed dc measurements. The ac frequency
provides another parameter for determining if the hopping
occurs between chains or along chains. We expect that hopping
between chains would occur only when the ac frequency is
small enough and T is high enough. We measured ac conduc-
tivity, 0,4, of low MW P3HT over a range of T from 260 K to
350 K and frequency, f, from 100 Hz to 1 MHz. We were unable
to obtain reliable measurements below 100 Hz. At frequencies
from 10 Hz to 100 Hz the values obtained changed from one
measurement to the next. The standard deviation is extremely
large below 100 Hz in the temperature range investigated, such
that we were not able to establish a value with confidence. We
take this as indicating that relaxation under combined V, and
Va is not negligible under these conditions. The relaxation
frequency is comparable to the ac frequency applied. The
electric field caused the chain relaxation. It acts on the charge
carriers, which act on the polarized atoms to which they are
coupled. This leads to the deformation of the molecules. The
charge carriers, which can move along the molecular backbone,
will hop when two molecules are close together, lowering the
barrier. This process is too slow at high frequencies, and
relatively efficient at dc and at low frequencies. At frequencies
from 10 Hz to 100 Hz, relaxation produces uncertain positions
of the carriers, resulting in a small, variable, conductivity.

Results for V; = —20 V are shown in Fig. 6, which also shows
oqc for the same V,, crossing the ac results. We see that oy
increases with f, following the universal relation for disordered
materials below optical frequencies'®

Tac = Af® (5)

where s < 1 and can be temperature dependent.*® However, we
note that the f= 0, dc value may be above or below the ac values.
We have also measured the dependence of ,. on V, from —10V
to —40 V (not shown). There are small changes in g, of 2 to 5,
which are perhaps related to the variation of charge carrier
density, shown in Fig. 4. We discuss the significance of Fig. 6 in
the following section.

The origin and implications of eqn (5) have been intensively
studied. This relation is widely observed for disordered
materials,'® as noted above, and is obtained from the theory
of percolation on a disordered network."® It may be understood
qualitatively from the fact that the carriers move over smaller
distances about their equilibrium positions as f increases,
remaining in regions of smaller variation of potential energy.

It is found experimentally in a vast majority of disordered
solids that s = 1 (0, linear with f) corresponds to the Arrhenius
slope, ¢’ = 80/0(1/T) = 0.">*° Theoretical models show that this
occur when the process responsible for o, makes a negligible

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 0, at f between 100 Hz and 1 MHz, and g4 of low MW P3HT, at T
from 260 K to 350 K, Vg = —20 V.

contribution to ¢g4..'""° As this contribution increases, s
decreases and ¢’ increases. The data of Fig. 6 correspond to
s =1 (best fit for s = 0.96), and are independent of T. In typical
amorphous networks, for example, in chalcogenides,***' s = 1
at low T, and decreases with increasing 7, so that g,. increases,
joining the Arrhenius line for 4.

IV. Discussion

In Section III.1, we proposed that the mechanism controlling
mobility in low T region is polaron hopping, and charge carrier
hopping with polymer backbone motion in high T region.

We are now in a position to propose a mechanism for the ac
conductivity, and to refine our model for the dc conductivity.
In the ac measurements shown in Fig. 6, fis low enough, and T
is high enough for the charge carriers to hop on the same
molecular backbone, but not enough to hop to other polymer
chains. It indicates that the process responsible for the dc
conductivity must involve relaxation frequencies, lower, in their
temperature ranges of applicability, than 100 Hz, the lowest
frequency investigated. As indicated above, below 100 Hz,
the relaxation frequency of the glassy P3HT is comparable to f.
The relaxation time of the low MW sample must be on the order of
0.01 sec, or higher, and is higher still for the higher values of MW.

That o4, can be higher than ¢,. also reinforces our proposal
that, in the high T region, the carriers move with the polymer
backbones, due to the o relaxation. They hop rapidly when two
molecules approach each other. It is the backbone movements
which limit the hopping rate.

In the low T regime, the carriers must also hop from
molecule to molecule if they contribute to the dc conductivity.
This happens less frequently than in the high T regime. That
this process involves a relaxation implies that the hopping rate
is controlled either by movement of small segments of the
backbone, or by the approach of the side group on the mono-
mer, (Fig. 1) to another polymer chain. These movements
involve the so-called B or y relaxations.*®>* CH,(CH,),CH; is
insulating.>® Thus, carrier hopping from polymer backbone to

Mater. Adv,, 2022, 3, 7815-7823 | 7819
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polymer backbone must be due to the relaxation of backbone
segments.

We are also able to explain the small changes in the charge
carrier density with varying V,. Contribution to ¢4. must require
that carriers move into the band bending region. This must
be difficult, but less so at high T than at low T. In contrast,
the ac measurements are essentially independent of V,. They
represent the entire thickness of the semiconducting layer.
This makes clear why the ac and dc results, which represent
different populations in the sample, can cross over.

Our study drew a complete picture, shown in Fig. 7, of the
charge carrier transport processes in the widely studied P3HT
conjugated polymer in the glassy state. The impact of polymer
properties, especially relaxation, upon electronic properties has
rarely been explained for organic semiconductors. We believe
that the approach taken here would be useful for clarifying
charge transport mechanisms in other polymeric and molecular
semiconductors, well beyond P3HT.

It is important to recognize that, in the literature, samples of
P3HT have been prepared at varying degrees of order.’” These
may not necessarily exhibit the same electronic properties.
Noriega et al. have reported the results of a detailed study of
semicrystalline P3HT thin film (40% ordered aggregates of the
thin film, from their ESI}) that the ordered region is more
conductive than the disordered region, and that carriers need
to overcome a large energy barrier to move from the ordered to
amorphous region."” In the samples reported here, the ordered
material constitutes a very small fraction (Fig. S3, ESIt), which
is not sufficient for the charge carrier transport through the
entire thin film. In the present case, the ordered material may
make a significant contribution to the ac conduction. However,
dc conduction requires percolation through the more resistive
disordered region, which dominates the dc measurements.

There has been considerable work on the effect of relaxations
on carrier behavior in semi-crystalline P3HT. In particular, it has
been reported that relaxations scatter carriers on the molecular
backbone, reducing mobility and ac conductivity."” Our study
yields a very different insight. It demonstrates that relaxations
are needed for carrier transport in glassy P3HT, the motion of
carriers with the mobile polymer backbone and carriers hopping

Direct Current (DC) Alternating Current (AC)

® Hole (h*)

T
LowT
200290 K » ) \
Moving on the polymer backbone
B relaxation

polymer or chain

Hopping

High T —
290-350 K { ‘ P G SN

Moving on the polymer backbone
a relaxation

Moving with & h b mobile backb

Fig. 7 Charge carrier transport mechanisms in RR P3HT. In the low
T region, the hopping is controlled by the B relaxation. In the high T
region, a relaxation helps the hopping process.
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between neighboring chain segments are necessary for dc con-
ductivity. Similar processes occur in other glassy conducting
polymers. The fact that intermolecular carrier hopping requires
molecular vibrations was experimentally observed in a few ear-
lier publications,”*”* but not considered in detail. It may explain
the observation® that increasing film crystallinity leads to lower
mobility. This suggests that, under some circumstances,
increased crystallinity could impede the approach of polymer
chains and thus decrease charge carrier mobility.

Since charge carrier transport in the glassy material is
closely related to polymer relaxation, detailed study of relaxa-
tion of different MW P3HT, investigation of morphology and
crystallinity of the thin film after relaxation may improve our
understanding on this polymer structures and the electronic
properties. It would also be of interest to investigate the
relaxation times or frequencies involved in the two dc conduction
regimes. Given their likely values and the limitations to stability of
the samples at elevated temperature, this is likely to be less
difficult in the time domain than in the frequency domain.
Thermally stimulated techniques might be appropriate.® Such
studies would also permit comparison of experiment with models
of the hopping process, as s approaches zero, and the activation
energy of ac conductivity approaches that of dc conductivity. This
was particularly fruitful when predictions of the correlated barrier
hopping (CBH) model were compared with experiments on
amorphous chalcogenides.>***>' The polaronic conduction in
chalcogenide glasses was successfully described through including
the MNR in the activated form in the relaxation time.

V. Experimental

Bottom-contact, bottom-gate transistors were fabricated on
silicon substrates, with a gate insulator of 200 nm of silicon
dioxide (SiO,). The source and drain were made of 5 nm
titanium and 40 nm gold using e-beam evaporation; the
channel had a width (W) of 2.5 cm and length (L) of 10 pum.
Thin films of RR P3HT, purchased from Solaris Chem Inc.,
were deposited by spin coating (1500 rpm, 100 sec) from a
(freshly prepared) 10 mg mL ' solution in chlorobenzene
under N, atmosphere, after the solution was stirred at 50 °C
overnight. Each device was thermally treated on a hotplate at
110 °C for 10 min. The procedures were kept the same for all
samples. The thickness of the thin film was measured using a
Dektak 150 Profilometer. It was 51.7 = 0.7 nm for low MW
P3HT, 42.1 4+ 4.0 nm for medium MW, and 65.0 + 4.7 nm for
high MW P3HT. The AFM images are shown in Fig. S4 (ESIf).
Measurements of dc electrical properties were carried out using
a semiconductor parameter analyzer, Keithley 4200-SCS. During
the measurements, the source electrode was connected to
ground. Samples were measured in a micromanipulator cryo-
genic probe station with the temperature ranging from 200 K to
350 K. We waited 30 minutes between measurements for the
temperature to stabilize. Device performance was optimized by
appropriate technical choices: high boiling point solvent to
obtain a uniform film morphology; adjustment of solution

© 2022 The Author(s). Published by the Royal Society of Chemistry
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concentration to maximize the charge carrier mobility; surface
treatment of dielectric SiO, with hexamethyldisilazane (HMDS)
to decrease charge carrier trapping at the interface; choice of
thermal treatment conditions to enlarge the device functional
temperature range. X-Ray diffraction (XRD) spectra of the P3HT
films were taken using a Bruker D8 diffractometer with a
wavelength (CuKa) of 1.54 A. Atomic force microscopy (AFM)
images were taken in air at room temperature on a Digital
Instruments Dimension 3100, in tapping mode, with Al-coated
silicon cantilevers. Measurements of ac electrical properties
were performed using a Hewlett Packard 4192A LF impedance
analyzer 5 Hz-13 MHz. The ac measurement was performed on
the same sample as the dc measurements. These are in open
circuit voltage with oscillation amplitude of 10 mV in the
frequency range between 10 Hz and 1 MHz.

In the linear regime of the thin film transistor, Vq « Vg, i is
determined from

Is = (WC/L)(Vyg — Vi — Val2)Va (6)

where I4 is the drain current, Vq is the source-drain voltage, V,
is the gate-source voltage, V, is the threshold voltage, W is the
channel width, L is the channel length, C; is the insulator
capacitance per unit area.’”*® In the saturation regime of the
transistor,>® V4 > Vg — Vi, p is determined from:

Iq = (WuC)2L)(Vy — Ven)? (7)

The values reported were obtained using eqn (6). However,
values, for the same V, and the same T, obtained from eqn (7)
differ from these by less than 10%.

The dc conductivity, o4, is determined from

¢ = L/(RWd) 8)

where R is the resistance (derived from the linear region of V4
versus Iy curve) and d is the thickness of the thin film. The
charge carrier density, n, is then determined from

n = a/(ue) )

where e is the electron charge.””

VI. Conclusions

We report for the first time a positive effect of polymer
molecular relaxation upon charge carrier transport processes
in organic semiconductors. Through studying the charge carrier
transport properties of RR P3HT under various temperatures
and electric fields, we reveal the correlation between polymer
molecular relaxations and transport mechanisms. We find that,
in the range 200 to 290 K (low 7), the charge carriers hop
between molecules when chain segment movements (the P
relaxation) permit. Between 290 K and 350 K (high 7), charge
carrier mobility increases more rapidly than it did at low T'and is
independent of V,. We attribute this behavior to the o relaxation
of the polymers, that is, to the movement of the carriers with the
mobile backbones, hopping more easily than at low 7. To shed
light on inter-chain versus intra-chain hopping, we explored

© 2022 The Author(s). Published by the Royal Society of Chemistry
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transport in ac conditions. The study of low MW P3HT shows
that ac conductivity is independent of T and increases exponen-
tially with the frequency. This indicates that carriers move freely
on molecular chains in ac conditions, but that this does not
contribute to dc conductivity.

The transport mechanisms in glassy P3HT is explained
unambiguously for the first time. This should contribute to
advances in P3HT materials synthesis as well as technological
developments for thermally stable organic photovoltaics,
organic thermoelectrics, and thermally triggered degradable
electronics. We believe that the dependence of charge carrier
transport on molecular relaxations is unlikely to be limited to
P3HT. The approach taken here is expected to pave the way to
discover analogous molecular relaxation properties in other
organic polymeric semiconductors.
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