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ABSTRACT: Carbon nanotube/polymer composites have recently received considerable

attention for thermoelectric (TE) applications. The TE power factor can be significantly i ‘:(,(,E“g ,,(,p:"m»éff\\\\i
| ; /\% :

improved by forming composites with carbon nanotubes. However, the formation of a uniform

and well-ordered nanocomposite film is still challenging because of the creation of

agglomerates and the uneven distribution of nanotubes. Here, we developed a facile, efficient, “------ '// -
and easy-processable route to produce uniform and aligned nanocomposite films of P3HT and Pt
carbon nanotube forest (CNTF). The electrical conductivity of a pristine P3HT film was
improved from ~1077 to 160 S/cm thanks to the presence of CNTF. Also, a further boost in
TE performance was achieved using two additives, lithium bis(trifluoromethanesulfonyl) imide
(LiTFSI) and tert-butylpyridine. By adding the additives to P3HT, the degree of interchain
order increased, which facilitated the charge transport through the composite. Under the
optimal conditions, the incorporation of CNTF and additives led to values of the Seebeck

Aligned CNTF

—
Temperature Gradient

coefficient, electrical conductivity, and power factor up to rising 92 4V/K, 130 S/cm, and 110
UW/m K2 respectively, at a temperature of 344.15 K. The excellent TE performance of the hybrid films originates from the
dramatically increased electrical conductivity and the improved Seebeck coefficient by CNTF and additives, respectively.

B INTRODUCTION

Because the problem of increasing carbon emissions and
renewable energy sources is becoming more urgent, the
importance of environmentally friendly alternative energy
sources has become more necessary." Thermoelectric (TE)
materials have great potential as heating pumps and power
generators, which can enable the direct conversion between
thermal and electrical energy without any moving mechanical
components.” The performance of TE materials is evaluated by
a figure-of-merit, given by ZT = S?6T/k, where S, 6, T, and k
are the Seebeck coefficient (1V/K), the electrical conductivity
(S/m), the absolute temperature (K), and the thermal
conductivity (W/m K), respectively. In order to maximize
ZT, it is necessary to have a high Seebeck coefficient and
electrical conductivity, as well as a low thermal conductivity.
The ideal TE material would be a “phonon—glass, electron—
crystal” (PGEC), which conducts heat poorly, just like an
amorphous glass, but possesses a high electrical conductivity,
just like a crystalline material.’

However, these parameters (S and ¢) are highly negatively
correlated. This makes it difficult to optimize the figure-of-
merit. The measure of thermal conductivity is challenging
especially in thin films because of heat conduction through the
substrate, thermal contact resistance, and radiation loss.*
Therefore, the power factor, which is proportional to the
output power of the TE device, can be used as a preliminary
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fundamental parameter to evaluate the performance of TE
materials.”

TE materials can be divided into three categories, depending
on their temperature range of operation: low temperature,
250—500 K (mainly Bi,Tey-based), medium temperature,
500—900 K (mainly PbTe-based), and high temperature,
above 900 K (mainly SiGe-based). Even though the temper-
ature range of most industrial waste heat sources is between
500 and 900 K, it should be emphasized that most of waste
heat is released at temperatures below 400 K.° The Bi,Te;-
based materials are usually known to be the only inorganic TE
materials with good TE properties at room temperature.
However, the inorganic TE materials are associated with
several drawbacks, such as scarcity in nature, high cost of
production, toxicity, and difficulty in processing.” On the other
hand, the conducting polymers have a low thermal
conductivity (0.1—0.5 W/m K), high chemical stability, low
density, flexibility, nontoxicity, and low cost, easily synthesiz-
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able, and their properties can be suitably tuned.’ All these
advantages make conducting polymers promising candidates
for new-generation TE devices close to room temperature.

Among various conducting polymers, poly(3-hexylthio-
phene) (P3HT) is one of the most extensively explored
organic materials for TE applications.”” The interest in P3HT
stems from its desirable intrinsic characteristics such as
excellent solution processability, chemical and thermal
stability, and high field-effect rnobility.lo’11 Interestingly, it
has a high tolerance against energetic particle irradiations,
which could be suitable for space applications.'” Moreover,
P3HT is soluble in a variety of common organic solvents,
including nonchlorinated ones. This feature makes it suitable
for large-area processing techniques such as spray-printing,"
bar-coating,"* and inkjet-printing."> However, it suffers from
low electrical conductivity and improving this outcome has
proved to be challenging. To address this issue, various routes
are being explored, such as changing its molecular config-
uration,’ using different solvents,” adding different dopants, 4
and tuning its crystallinity and molecular weight.'®'” The most
efficient approach to improve the electrical conductivity of
P3HT is to use the iron salt dissolved in nitromethane. It could
improve its conductivity up to 250 S/cm with a Seebeck
coefficient of 40 uV/K.'® However, based on its MSDS,
nitromethane is not a green solvent and is categorized as a
dangerous solvent because of its explosive properties.

Recently, carbon nanotubes (CNTs) got a lot of attention as
a filler for organic TE materials. The incorporation of CNTs
into polymers dramatically increases the electrical conductivity
by creating a network of CNTs in the composite, while
keeping the thermal conductivity of the composite nearly
constant relative to the polymer regardless of whether CNTs
are added. The low thermal conductivity of the composite
could be explained by the existence of the filler/polymer
interfaces. These interfaces increase the phonon scattering rate
by suppressing the phonon transport and ensuring that the
composite has a low thermal conductivity.">*° In this respect,
several studies have reported that the composite of CNTs and
organic materials exhibit high electrical conductivity, without
increasing significantly the thermal conductivity.””'~>* A
similar behavior was also reported for the Seebeck coefficient.
Because of the interdependence of S and o, the addition of
dopant increases the electrical conductivity and decreases the
Seebeck coefficient.”* However, the phase-separated CNT-rich
and polymer-rich regions in the composites could enable a
simultaneous increase in electrical conductivity and the
Seebeck coefficient.”

The CNT-based composites are usually prepared by
physically blending the CNTs and P3HT into a solvent or in
situ polymerization.'*”® One of the drawbacks of using those
approaches is the random dispersion of CNTs within the
polymer. Moreover, because of the high surface area of the
CNTs and strong van der Waals attractive forces between
them, CNTs might agglomerate within the polymer matrix.
These drawbacks negatively affect the electrical properties.””
One possible approach to overcome these drawbacks is directly
using CNT arrays in which CNTs are already aligned.”® Here,
for the first time, we used a vertically aligned, highly ordered,
CNT forest (CNTF) as a filler to improve the TE properties of
P3HT. Additionally, the two additives, LiTFSI and tert-
butylpyridine (TBP), were used to improve the electrical
properties of the polymer film. The comparison among
different formulations shows that the incorporation of CNTF

alongside the presence of additives significantly improves the
power factor up to 110 yW/m K. These outstanding results
provide an effective approach to produce high-performance TE
materials, by combining the properties of CNTF (high
electrical conductivity and ordering) and P3HT (low thermal
conductivity and high Seebeck coefficient). This approach
could be developed to make large-area and flexible TE
materials based on P3HT.

B RESULTS AND DISCUSSION

Scheme 1 illustrates the sample preparation process, and
Figure 1 compares the top-view morphologies of the different

Scheme 1. Sample Preparation Process for Making the
P3HT/CNTF Composite”

Transferring CNTF onto glass

Spin coating P3HT/LiTFSI and TBP

of polymer
~/

“First, CNTF was pulled from the plate and transferred onto the glass.
Then, the solution was spin-coated on top of that. Finally, the film was
annealed at 150 °C.

samples. As mentioned in the Experimental Section, first, the
CNTF was transferred onto the glass (the bare CNTF is
shown in the inset of Figure 1b). Then, P3HT solutions were
spin-coated. The pristine polymer is shown in Figure la. As
shown in Figure 1b, the CNTs are aligned in the polymer
matrix; the comparison between bare CNTF and P3HT/
CNTF 0 illustrates that the deposition of the polymer does not
change the orientation of CNTF. The addition of the additives
makes the surface rougher, and new grains of the polymer
appear on the surface (labeled by red arrows and red shapes in
the SEM images). Aggregates like those are commonly
observed in polymer films by adding LiTFSI dissolved in
acetonitrile.”” Juarez-Perez et al.”’ investigated these aggre-
gates in the polymer film, and it was proved that they are the
aggregates of the LiTFSI salt. Consequently, CNTs in the
doped samples are not as visible as in Figure la.

The comparison between the samples with and without
CNTF shows that the composite films have smaller aggregates.
Therefore, it shows that introducing CNTF may have led to a
homogeneous distribution of LiTFSI within the polymer.
Another aspect of the effect of additives was the thickness. The
thicknesses of samples were increased by increasing the
amount of additives, as reported in Table S1. Raman
spectroscopy can be conveniently used to probe the structure
of polymer nanocomposites,”’ and we applied it to investigate
the structure of conjugated carbon bonds. Raman spectra of
P3HT and P3HT/CNTEF layers with different additive
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Figure 1. Top-view FE-SEM images of pure P3HT and P3HT/CNTEF composite films with different additive ratios. P3HT 0 and P3HT/CNTEF 0
(a,b); P3HT 1 and P3HT/CNTF 1 (c,d); and P3HT 2 P3HT/CNTEF 2 (e,f) and P3HT 3 P3HT/CNTF 3 (gh). The inset image in (b) is bare
CNTF on the glass. Markers in the main images correspond to 2 ym. The red shapes and arrows represent polymer agglomerates on the surface

because of the additives.
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Figure 2. Raman spectra of (a) P3HT and (b) P3HT/CNTF with different additive ratios.

contents are presented in Figure 2a,b, respectively. The Raman
spectrum of pure CNTFs on the glass is demonstrated in
Figure S2. Raman peaks at 1349 and 1580 cm™ correspond to
the defect band (D-band) and graphite band (G-band) from
the CNTF layer, respectively. The high-intensity ratio Ig/I of
the G-band and D-band of the Raman shift confirms the high
quality of CNTFs.*> The Raman spectrum of P3HT (Figure
2a) contains two strong peaks at 1448 and 1379 cm™', which
are assigned to the C—C and the C=C skeletal stretching
vibrations, respectively.*®

The Raman spectra of different samples with different
dopant contents are similar, suggesting that the structure of
P3HT remains unaltered after adding the additives. The
Raman spectra for the composite samples with different dopant
levels are reported in Figure 2b. The peaks of the CNTF
cannot be seen in the Raman spectra of the composites
because they are masked by peaks of P3HT.

In planar conjugated polymers such as P3HT, there is an
anisotropy in charge transport. The highest charge transport is
along the conjugated backbone (c-axis) because of the
covalently linked conjugated units. Along the z—r stacking
axis, the charge transport is slower (b-axis), and the slowest

charge transport happens along the lamellar stacking axis (a-
axis) (see Figure 3a). Therefore, the charge transfer through a
film requires a percolated network of conjugation.”*?*
Therefore, improvement in the interchain order along the
conjugated backbone could improve the charge transport.
Chang et al.*° investigated the correlation of interchain
interaction and the field-effect mobility in different molecular
weights of P3HT. Their results showed that upon increasing
the molecular weight, the interchain order and the field-effect
mobility increased. UV—vis absorption spectroscopy was
conducted in order to study the typical behavior related to
7—m* absorption transitions, positioned at peaks ~607, ~5S8,
and ~525 nm. The absorption peaks at 525 nm and 607 nm
give information on the degree of conjugation of the P3HT
chains and the degree of the interchain order.'” The peak at
607 nm corresponds to the formation of an exciton delocalized
over multiple P3HT chains, and its intensity reflects the
crystalline order of the polymer.*”*® Figure 3b,c shows the
normalized UV—vis absorbance spectra of the P3HT and
P3HT/CNTF layers with different amounts of additives,
respectively. As shown in Figure 3b, the increase in the peak
intensity at 607 nm shows that the addition of additives
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Figure 3. (a) Structure of the P3HT polymer and three main axes, in which anisotropic charge transport occurs: the a and b axes in the polymer
plane are the lamellar stacking and conjugated backbone directions, respectively, and the ¢ axis vertical to polymer plane is the p—p stacking axis.
The normalized UV—vis absorbance spectra of (b) P3HT and (c) P3HT/CNTF layers with different additive ratios deposited on the glasses. (d)
Microstructure of the P3HT polymer and its evolution after the addition of the additives and incorporation of CNTF.

increases the interchain order. Increasing the interchain order
facilitates the charge transport in the layer. According to the
reported literature, the presence of LiTFSI increases the
density of charge carriers, and TBP prevents the formation of
individual and isolated aggregates of LiTFSL3%**~* Therefore,
TBP helps to keep the distribution of LiTFSI homogeneous
and ensures the uniform electrical properties of the film.** To
investigate the effect of TBP in our formulation, the solutions
of P3HT 1 and P3HT 2 both without TBP were prepared and
the corresponding films were deposited under similar
conditions to the prior samples of P3HT 1 and P3HT 2
with TBP. The images of the obtained samples with and
without TBP are compared in Figure S3. The addition of TBP
significantly improved the quality of the films. As shown in
Figure S3¢,d, the P3HT 1 and P3HT 2 films without TBP are
not homogeneous and include large holes. In addition, TBP
has a higher boiling point compared to the solvents which
might help to improve the morphology of the nanocomposites.
The addition of high boiling additives to the polymer solutions
usually improves the structure and morphology of the
polymers.*>*

The electrical conductivity of different samples increases
with additive concentrations, consistently with our assumption.
The order of magnitude of electrical conductivity P3HT 0,
P3HT 1, P3HT 2, and P3HT 3 at room temperature was about
~1075, ~1073, ~107}, and ~10 S/m, respectively. However,
for the sample with the highest level of additive, the intensity
of the peak at 607 nm slightly decreases, suggesting that the
interchain ordering is slightly reduced. This could be attributed
to the fact that an excessive amount of additive cannot be
uniformly distributed within the P3HT matrix, and the
polymer chains would be unpacked and inhomogeneous
because of the formation of large grains. This morphology
change might decrease the electron delocalization along the
polymer chain, affecting carrier mobility. Figure 3¢ presents the
normalized UV—vis spectra of P3HT/CNTEF. The comparison
of the peak intensity at 607 nm shows a similar trend of the
interchain order in the composite layers. The additives
improved the crystalline order. Interestingly, a red shift of

the overall absorbance was observed for the P3HT/CNTF 1.
The red shift is related to the stronger interaction and charge
transfer between P3HT and CNTF in P3HT/CNTF 1.3%*%%
However, the peak shifts in the other composite samples are
smaller compared to P3HT/CNTF 1. The SEM images had
already shown that the larger grains on the surface appeared as
a result of increasing the amounts of additives. These grains
might reduce the effective interpenetration between CNTF
and the polymer. Therefore, the polymer could not cover the
CNTF conformally, just as had been the case when the amount
of additives was lower. Therefore, the interaction of CNTF and
the polymer was decreased. Figure S4 shows the normalized
UV—vis spectra for all the samples. The highest intensity of the
peak at 607 nm belongs to P3HT/CNTF 1.

For all of the samples with different additive contents, the
intensity of the peak at 607 nm is increased by the addition of
CNTEF. This confirms that CNTF increases the interchain
order in the polymer chain, which contributes to the charge
transfer in the composite film, even though we did not use any
chemical reaction for making the composite. This phenomen-
on could probably be attributed to the fact that the torsional
rotations of the thiophene rings of the polymer are reduced
because of the ordering effect from CNTFs.**** Therefore, the
overlap of the wave functions of the chains with their nearest
neighbors has been increased, enhancin(g the interchain
interactions and conjugation length.””***~* We suggest
that by having added the additives and incorporating CNTFs,
the interchain order and the electron delocalization in the
polymer chain were improved. These processes facilitate the
propagation of electrons along the 7—7 conjugated region and
might lead to higher carrier mobility.'®*" The effect of
additives and CNTF is schematically shown in Figure 3d. The
black lines represent the conjugated backbone direction. The
left, middle, and right pictures show pristine P3HT, P3HT
with additives, and the nanocomposite of P3HT/CNTF,
respectively. The introduction of additives and incorporating
CNTF improve the ordering and alignment of polymer chains.
This makes a better network for charge transport. For further
investigation of the interaction between CNTF and P3HT, the
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Figure 4. (a) Electrical conductivity, (b) Seebeck coefficient, and (c) power factor of P3HT 3 and P3HT/CNTF with different amounts of
additives vs temperature; (d) summarizing results for the different samples.

optical energy band gaps were determined by UV-—vis
absorption onset in the thin films and the results have been
shown in Figure SS. Adding the additives slightly reduced the
band gap of the P3HT films. The incorporation of CNTF also
lowers the band gap. Interestingly, in the case of P3HT/CNTF
1, the band gap decreased more than other composites. As was
explained in the previous paragraph, this might be related to
the morphology change in the polymer and a loss of an
effective connection between polymer chains.

To further investigate the effect of additives, the XRD
patterns were recorded and displayed in Figure S6. The XRD
pattern of the pristine P3HT did not show any specific peaks,
which demonstrated random polymer chain arrangements in
the pristine P3HT. The doped samples (P3HT 1 and P3HT 2)
show two sharp peaks at 8 and 16.2°, which correspond to the
lattice planes (200) and (300) of P3HT, respectively.'® The
(h,0,0) features corresponded to the lamellar stacking axis in
the polymer (a-axis). Increasing the additive concentration
results in stronger peaks and their shift to higher angles, which
corresponds to the reduction of the lamellae distance. An
increase in the lamellae distance in the polymer might improve
the interchain interaction leading to higher crystallite
dimensionality.”® However, in the P3HT 3 sample, the
crystallinity of the P3HT film is reduced possibly because of
the inhomogeneous distribution of additives and large
aggregates of solid LiTFSI. These aggregates make the polymer
chains unpacked and inhomogeneous, which results in an
amorphous film. These results are consistent with our last
conclusion in UV—vis spectra; the presence of additives can
affect the crystallinity of the system.

To investigate the effect of additives on the electrical
properties of P3HT, the work functions (WFs) of nano-
composite films were measured. The WFs of P3HT/CNTF 0,
P3HT/CNTF 1, P3HT/CNTF 2, and P3HT/CNTF 3 in
environmental ambient were 4.38, 4.73, 4.78, and 4.60 eV,
respectively. As expected, the addition of additives increases
the charge carrier density, leading to higher WE. However, in
the sample with the highest additive concentration, the WF
decreases again most probably because of the loss of the

crystalline order in the polymer, as suggested by other
experimental findings.

Given the anisotropic properties of CNTF, its electrical
resistance is dependent on the measurement orientations. In
our last report, the electrical properties of CNTF in different
directions were systematically investigated and analyzed.”® The
lowest electrical resistance occurs along the longitudinal
direction of CNTs and it increases around ten times in the
normal direction. Therefore, to increase the -electrical
conductivity of nanocomposite samples, all the TE measure-
ments were performed in the direction parallel to the CNTs.
Figure 4 shows the TE properties of the nanocomposite films
with different amounts of dopants. The TE properties of pure
P3HT (P3HT 0) and other layers with low additive content
(P3HT 1 and P3HT 2) could not be measured because of
their high resistances. However, the TE properties of P3HT at
the highest dopant content could be measured and are shown
in Figure S7. Even though the electrical conductivity of P3HT
3 has been improved several orders of magnitude compared to
the pristine P3HT, it is not still conductive enough to give an
acceptable power factor. Regarding the electrical conductivity,
the results show that the integration of CNTF into P3HT
significantly improves the electrical conductivity (Figure 4a)
and reduces the Seebeck coefficient (Figure 4b).

In the case of the pristine P3HT, the electrical conductivity
of the composite increases from about ~1077 to 160.61 S/cm
upon the addition of CNTEF. Figure 4b shows that the
integration of CNTF to pristine P3HT leads to the Seebeck
coeflicient of 26.6 yV/K. Based on the literature, the Seebeck
coeflicient of pristine P3HT is 1550 uV/ K.>! This reduction
could be attributed to the standard trade-off between the
electrical conductivity and the Seebeck coefficient. Figure 4a
shows that the electrical conductivity was decreased by further
addition of the dopants. The effect of doping is not simply
proportional to the dopant concentration but also related to
the effective dispersion in the polymer. As concentration
increases, possible segregation or precipitation does not
guarantee higher conductivities in P3HT/CNTF composites
because the dopants might act as defects on the surface of the
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Figure 5. (a) Current—voltage and (b) power—voltage characteristics of PZHT/CNTF nanocomposites with different additive contents. All the

graphs were measured at a temperature difference of 10 K.

CNTF. We believe that the electrical conductivity of the
composites could be estimated based on the parallel-connected
mixture model.” Because of the much higher electrical
conductivity of CNTF than polymers, we should expect that
the conductivity was mainly determined by CNTF and not by
the polymers.

Interestingly, the additives improved the Seebeck coefficient
in the composite. It was increased from 26.6 ;V/K in P3HT/
CNTF 0 to 459 uV/K in P3HT/CNTF 1 at room
temperature.

This is an unexpected result; the trade-off relationship
between the electrical conductivity and Seebeck coeflicient of
the conjugated polymers is well-known. They are usually
inversely correlated.”* We believe that the improvement of the
Seebeck coeflicient in the P3HT/CNTF 1 sample compared to
the P3HT/CNTF 0 sample is related to the crystallinity and
ordering of the polymer itself. As XRD patterns and UV—vis
spectra showed, the additives improved the crystallinity and
interchain order, which means that the charge carrier mobility
was also improved. Petsagkourakis et al.’” reported the
correlation between the Seebeck coeflicient and the charge
carrier mobility in the polymer films. They showed that the
improvement in the crystallinity and charge carrier mobility
could change the slope of the density of states near the Fermi
level, so the Seebeck coeflicient and electrical conductivity
could be simultaneously improved. Another reason might be
related to the effect of CNTF on ordering. As has already been
discussed, based on our analysis of UV—vis spectra, the
interchain order in the composites was improved, testified by
the increase in the intensity of the peak at 607 nm. Figure S2
shows that P3HT/CNTF 1 has the highest intensity of the
peak at 607 nm among the different P3HT formulations. As
shown in Figure 4b, with doubling and quadrupling the
amount of additives, the Seebeck coeflicient decreased again.
The Seebeck coefficients at room temperature were 35.8 and
33.7 uV/K for P3HT/CNTFE 2 and P3HT/CNTE 3,
respectively. One of the plausible reasons for this decrease
might be related to the morphology change. Based on the
morphological characterization, increasing the dopants is
associated with the appearance of larger grains. These grains
and defects severely affect the charge transport, besides
adversely affecting the interconnection of the polymer and
CNTF. In those samples, the polymer could not surround the
CNTF as uniformly as P3HT/CNTEF 1. Therefore, the
interlayer between them is incomplete, which badly affects
the charge carrier mobility and the Seebeck coefficient.’’
Moreover, by increasing the additive content, the concen-
tration of the charge carrier was also greatly enhanced, and
based on WF results, the Fermi level goes deeper in the valence

band. These phenomena could lower the Seebeck coefficient
upon increasing the concentration of additives.

Figure 4c shows the power factor of the different samples.
The power factor of PSHT/CNTF 0, P3HT/CNTF 1, P3HT/
CNTEF 2, and P3HT/CNTE 3 was 13.1, 41.9, 21.1, and 16.6
UW/m K* at room temperature, respectively. The P3HT/
CNTF 0 sample has the highest electrical conductivity, while
the maximum power factor is obtained in P3HT/CNTF 1,
emphasizing the important role of additives in the TE
properties of composites. All TE parameters at constant
temperatures (293.15 and 344.15 K) are summarized in Figure
4d. The power factor reaches a maximum for P3HT/CNTF 1
and then it drops as the concentration of additives increases.
As mentioned, because of the anisotropic properties of CNTF,
its electrical resistance significantly changes in different
directions. To check the effect of orientation of CNTF on
the electrical conductivity of nanocomposites, the sheet
resistance of P3HT/CNTF 1 was measured in parallel
(standard geometry) and perpendicular to CNTF. In the
perpendicular direction, the sheet resistance was about four
times larger than the parallel one. Besides, the Seebeck
coefficient on that direction was 36.7 uV/K. Another
important feature is the effect of the TBP additive on the
TE properties of nanocomposite samples. For this purpose,
similar samples were fabricated without the addition of TBP in
the same procedure. The electrical conductivity and the
Seebeck coeflicient of them were measured at room temper-
ature. The results showed that the Seebeck coeflicient of these
samples was slightly decreased compared to their counterpart
with TBP. The electrical conductivity was also decreased with
the removal of TBP. The electrical conductivity of P3HT/
CNTF 1, P3HT/CNTF 2, and P3HT/CNTF 3 samples
without the addition of TBP was 79.3, 57.3, and 39.1 S/cm,
respectively. These results together with photographs of pure
polymer films on the glass, as shown in Figure S3, confirm the
positive effect of TBP on the morphology and the electrical
properties of the samples. To demonstrate the significance of
our result, Table S2 summarizes the synthesis method,
thickness, and TE properties of our composite, compared
with similar composites. This comparison shows that with
respect to the simplicity of our approach and the achieved
power factor, our procedure is very efficient and effective in
providing high-performance composite materials for TE
applications.

To demonstrate the power generation characteristics of the
P3HT/CNTF composites, the maximum output power (P,,..)
was extracted from the current—voltage (I—V) measurements
of samples at a temperature difference of 10 K.

Figure Sa,b shows the I-V curves and the corresponding
output powers versus open-circuit voltage of different nano-
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composites at a temperature difference of 10°. The cold and
hot temperatures were 14 and 24 °C, respectively. As we
expected from the theoretical calculation for Py, (Ppu = Voi/
4R, where Ry, and V__ are the internal resistance and the
open-circuit voltage, respectively), the P3HT/CNTFI1 gives
the highest value of P,,,. The P, values of P3HT/CNTF 0,
P3HT/CNTF 1, P3BHT/CNTF 2, and P3HT/CNTF 3 at the
temperature difference are 120, 370, 200, and 150 pW,
respectively.

B CONCLUSIONS

In summary, the TE properties of P3HT blended with CNTF
and treated with LiTFSI/TBP dopants have been investigated.
CNTF was shown to be an effective filler to significantly
improve the electrical conductivity of P3HT, through the
formation of an interconnected network of CNTs. Addition-
ally, the two additives could help to improve the properties of
polymer as concerns TE applications. In our study, in addition
to pristine P3HT combined with CNTF, we considered three
different amounts of dopants. The results of SEM measure-
ments clearly illustrated that the addition of the dopants
creates agglomerates, which might affect the TE properties.
The highest power factor (110 yW/m K2 at 344.15 K) was
obtained for the sample with the lowest level of additives. To
explore the effect of additives, UV—vis spectroscopy and XRD
have been performed and they confirmed the improvement of
the interchain order and crystallinity, respectively.

The main challenges of preparing CNT-based composites
are the agglomeration and the random dispersion of CNTs
within the polymer. Here, the morphological characterization
showed that despite common approaches, including the
physical blending of CNTs and P3HT into a solvent, and in
situ polymerization of P3HT, the deposition of the polymer
did not change the alignment of CNTs, which is favorable for
improving the electrical properties of the composite film.

A promising direction to further improve the TE properties
is the investigation of different additives and treatments. For
example, to keep the morphology intact, the postprocessing
approaches such as the introduction of the dopant from the
vapor phase or immersion in the dopant solution could also be
used as an alternative to improve the electrical properties of
P3HT. Given the simplicity of our approach, a similar strategy
seems appropriate to fabricate flexible and large-area TE
modules.

B EXPERIMENTAL SECTION

Sample Preparation. A P3HT precursor was purchased
from Sigma-Aldrich in the molecular weight of 85 kDa.
Lithium bis(trifluoromethanesulfonyl) imide (LiTFSI) and
TBP were purchased from Sigma-Aldrich company. CNTF was
provided by Solarno Inc. The preparation strategy of CNTF on
glass was reported elsewhere.” Briefly, CNTF was pulled from
their substrate with a sharp razor and then transferred onto the
glass substrate. The pristine P3HT was dissolved in a 1:1
chlorobenzene/dichlorobenzene solvent mixture (10 mg in 1
mL solvent). The two additives of TBP and LiTFSI dissolved
in acetonitrile (520 mg/mL) were added to the solution of
P3HT. Four solutions with different additive contents were
prepared and labeled P3HT 0 (pristine P3HT), P3HT 1,
P3HT 2, and P3HT 3. In the case of P3HT 1, the amounts of
additive for 1 mL of pristine P3HT solution were 22.8 and 24
uL for TBP and LiTFS], respectively. These values doubled for

P3HT 2 and quadrupled for P3HT 3. The P3HT solutions
were deposited by spin-coating at 700 rpm for 30 s, followed
by 2500 rpm for 15 s. After that, the layers were annealed at
150 °C for 10 min. The layers were labeled P3HT 0, P3HT 1,
P3HT 2, and P3HT 3, like the solutions. The composite layers
were obtained via a similar procedure, by depositing the
polymer on the CNTF/glass. Based on the different solutions,
the four different formulations of the composite were labeled
P3HT/CNTE 0, P3HT/CNTE 1, P3HT/CNTE 2, and
P3HT/CNTF 3. Finally, silver electrical contacts (the
thickness, the distance, and the length are 80 nm, 4 mm,
and 9 mm, respectively) for TE measurement were deposited
onto the P3HT films via controlled thermal evaporation.
Characterization. The electrical conductivity and Seebeck
coeflicients of the samples were measured in a vacuum
chamber using a dedicated electrical system. To measure the
Seebeck coefficient and electrical conductivity, the samples
were placed on the two Peltier cells that forced hot and cold
temperatures on the sample edges. The hot and cold
temperatures of the sample were monitored by two thermal
probes (Pt100 thermistors). To improve heat conduction and
temperature control between Peltier cells and the sample, a
thermally conductive paste was used. The setup was equipped
with a Keithley 2420 source meter and Newport 8000
temperature controller and all of these were operated with a
Labview software for feedback control of hot and cold sides of
the sample. Because of the low electrical conductivity of P3HT
0, P3HT 1, and P3HT 2, which were out of the measurement
range of the source meter, the electrical properties of them
could not be measured. The resistances of the samples were
extracted from the slope of current—voltage curves at different
temperatures. The temperature-dependent electrical conduc-
tivity values were calculated based on the following equation

o=
Rdt

where R, I, d, and t represent the resistance, the distance
between the two silver electrodes, the width of the silver
electrode, and the thickness of the sample, respectively.
Seebeck coefficient measurements were obtained normalizing
the open-circuit voltage V. measured on the sample against
the temperature difference, set to 5 K. To reduce the thermal
heat resistance between the sample and thermistor, a thermally
conductive paste was disposed at the interface. The thicknesses
of all samples were measured with a profilometer (DektakVee-
co 150) in different positions, and then, the average amount
was reported as the thickness. The surface morphologies of
different samples were measured using a scanning electron
microscope FEI Magellan 400 field emission XHR-SEM
(Oxford Instrument Ltd). The absorbance spectra were
measured with a spectrophotometer (BLACK-Comet UV/Vis
spectrometer). As shown in Figure S1, to obtain the optical
band gap, the linearity edge of absorbance is extended and
intersected with the energy axis and the band gap values were
evaluated using this equation.’**~¢

onset

E, (eV) = 1240/

The WFs of the nanocomposite were measured using the
noncontact Kelvin probe method NTEGRA instrument (NT-
MDT, Russia). The data were acquired with the two-pass
semicontact mode with the elevation of the cantilever at the
second pass up to 80 nm to avoid the contribution of the
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surface to the signal. Raman spectroscopy was performed using
a Raman microscope (HORIBA LabRam Aramis) under 532
nm laser excitation.
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