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Polymers based on thienol[3,4-c]pyrrole-4,6-dione
and pyromellitic diimide by CH-CH arylation
reaction for high-performance thin-film
transistorsy
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Three homopolymers were successfully synthesized by direct CH-CH arylation polymerization of thieno
[3.4-clpyrrole-4,6-dione or pyromellitic diimide derivatives affording highly purified polymers with high
molecular weights (43.0-174.7 K). Thienol[3,4-clpyrrole-4,6-dione and pyromellitic diimide derivatives
are considered as electron-withdrawing units. The synthesized homopolymers P1, P2, and P3 showed
band gaps in the range of 2.13-2.08 eV, respectively. The electron mobilities of the three homopolymers
have been investigated. The thin film transistor for Pl prepared by the eutectic-melt-assisted
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Introduction

Several synthetic methodologies including electrochemical,'
chemical oxidative®® and transition metal-catalyzed cross-
coupling reactions”™® have been investigated for the synthesis
of m-conjugated organic and polymeric materials. Direct C-H
arylation reaction has been proved to be a particularly efficient
methodology for the formation of carbon-carbon bonds
without the use of organometallic nucleophiles.""** Direct ary-
lation reactions have been reported by many researchers
including our group,"*>* and proven to be useful for synthe-
sizing a variety of m-conjugated polymers with high molecular
weights. In the past decade, comprehensive efforts have been
made on transition metal (e.g., Pd and Fe) catalysed oxidative
coupling on arenes.*>* Very recently, transition metal-free
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results, the synthesized polymers can be used as potential electron acceptors in solar cell applications.

oxidation acylation of arenes has shown a promising method
for oxidative acylation of different heteroarenes.”®*” Oxidative
coupling of C-H bonds without prior functionalization is an
environmentally friendly, step-economically, and sustainable
method.?*°

During the last decade, the performance of organic thin-film
transistors (OTFT) has advanced dramatically with the charge
carrier mobility (x) and now approaching 100 cm* V' s~*.3132
While there are a variety of p-type organic semiconductors, n-
type materials are relatively limited. PCBM has been widely
used as an acceptor owing to its excellent electron-accepting
and electron-transporting properties.**** However, PCBM has
relatively low absorption in the visible and near-IR. The use of
acceptor polymers with improved light absorption has met with
limited success.**® To improve OTFT applications, other n-type
acceptors with suitable properties such as high absorption and
high oxidation resistance are still highly demanded.*” In addi-
tion, to enhance optical and electrical properties, many groups
have tried to improve organic semiconductors' crystallinity with
a controlled crystal structure. However, the highly crystalline
polymers has low solubility which will hamper device fabrica-
tion by using the conventional methods. Therefore, in this
paper, the eutectic-melt-assisted nanoimprinting (EMAN)
method was applied to fabricate optoelectronic devices based
on highly crystalline polymers instead of solution casting
techniques.*® Nanoimprinting technique is one of the most
convenient production processes because of its advantages
such as cost-effective, scalable production and obtained high-
resolution structures, etc.*

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Herein, we wish to report on the Pd(u)-catalyzed regiose-
lective direct CH-CH arylation coupling reaction for the
synthesis of some polymers based on thieno[3,4-c|pyrrole-4,6-
dione and pyromellitic diimide with high molecular weights
(43.0-174.7 K), which can be used as n-type semiconducting
materials. The direct heteroarylation polycondensation reaction
provides an environmentally friendly and fast route with
minimal reaction steps.**** The catalytic CH-CH direct aryla-
tion coupling of two heteroarenes represents a promising
advance in organic chemistry and the synthesis of small mole-
cules.*** Dimethylformamide (DMF) was essentially used as
a reaction solvent as it has been proved particularly to be
effective for obtaining high catalytic activity.*”*® In addition, the
electron mobility of the homopolymer P1-based FET device has
successfully been fabricated by the eutectic-melt-assisted
nanoimprinting (EMAN) method**® and its thin-film tran-
sistor has achieved electron mobility is 2.11 x 10 > em?* v 's™ ',

Experimental
Instruments and measurements

All manipulations and reactions involving air-sensitive reagents
were performed under a dry oxygen-free nitrogen atmosphere.
All 'H- and "C-NMR spectra were measured on a Varian spec-
trometer (400 MHz for "H-NMR and 100 MHz for ">*C-NMR) in
CDCI; at 25 °C with TMS as the internal standard. Chemical
shifts were recorded in ppm units. The gel permission chro-
matography (GPC) analysis was conducted with Shimadzu (LC-
20A prominence Series) instrument. Chloroform was used as
a carrier solvent (flow rate: 1 ml min~" at 40 °C) and calibration
curves were made with standard polystyrene samples.

Materials

All reagents and solvents were obtained from commercial
sources and dried using standard procedures before use. Pyro-
mellitic acid diimide, palladium acetate, and potassium acetate
were obtained from Sigma-Aldrich. Tetrabutylammonium
bromide (TBAB) was obtained from TCI Company. Thiophene-
3,4-dicarboxylic acid was obtained from Matrix Scientific. All
reactions were monitored by TLC to follow their completion.
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General procedure for the synthesis of homopolymers P1, P2
and P3

Under a nitrogen atmosphere, potassium acetate (2.26 mmol),
tetrabutylammonium bromide (0.75 mmol), and palladium
acetate (0.037 mmol) were added to a stirred solution of starting
material (0.37 mmol) in anhydrous DMF (7 ml). The resulting
suspension was heated under reflux for 48 h at 120 °C. The
reaction mixture was cooled to room temperature and then
poured into methanol. The crude polymer was collected via
filtration and washed successively with methanol. The residual
solid was loaded into an extraction thimble and washed
repeatedly with methanol (48 h), hexane (48 h), followed by
acetone (48 h) followed by drying under vacuum affording the
desired polymer. For more details, see ESL.{

General fabrication of FET devices

FET devices were fabricated by the eutectic-melt-assisted
nanoimprinting (EMAN) method.*~** Briefly, the powder
mixtures of each polymer (P1, P2, and P3) and 1,4-DBTFB
(polymer = 2 wt%) were first placed on a substrate and covered
with a PDMS mask. The sample was then heated to melt the
powder completely. At this time, the molten liquid was sucked
into the grooves of the PDMS mold by the capillary force. The
extra liquid was removed by soaking out using paper. The
sample was cooled down to room temperature. After removing
the PDMS mold, the sample was placed in a vacuum to remove
1,4-DBTFB. The resulting polymer wires were transferred on
a highly doped p-type silicon wafer (100) with a thermally grown
200 nm thick oxide layer using a liquid-bridge-mediated nano
transfer molding (LB-nTM) method.** By using LB-nTM, the
laterally aligned P1 wires can be transferred to the hydrophilic
SiO, substrate. Finally, 200 nm thick gold electrodes separated
by 100 pm were vacuum deposited through a shadow mask on
the P1 wire patterns. Current-voltage (I-V) characteristics of the
devices were measured using bottom-gate FET geometry under
the ambient conditions at room temperature, and the satura-
tion regime mobility was calculated. FET devices based on P2
and P3 did not properly work due to poor film morphology or
poor adhesion property.

Pd(OAc),/ TBAB / KA
% A—
DMF /120 °C 6 )t'
C:H C,H
C 6H1 ; 5 11 oHs
C2H5 C2H5
P1 P2 P3

Scheme 1 Synthesis of the polymers by CH-CH arylation polymerization.
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Results and discussion
Synthesis of homopolymers P1, P2 and P3

The synthesis of some m-conjugated homopolymers and their
electron mobilities properties have been investigated. Thieno
[3,4-c]pyrrole-4,6-dione derivatives with electron-withdrawing
groups having good arrangement and planarity have been
used. We successfully synthesized some homopolymers in a few
steps, at low cost, and with good charge mobility. 5-Hexyl-thieno
[3,4-c]pyrrole-4,6-dione (HTPD), 5-(2-ethylhexyl)thieno[3,4-c]
pyrrole-4,6-dione (ETPD) and 1,5-di(2-ethylhexyl)-pyromellitic
diimide (EPDI) were selected to be used for the synthesizing
the target homopolymers. All the homopolymers were synthe-
sized by CH-CH arylation polymerization (Scheme 1).

In CH-CH arylation polymerization, the unsubstituted
positions which are highly reactive by the presence of electron-
withdrawing and/or electron-donating group can be activated
by the catalyst in the presence of a highly polar solvent such as
DMF, DMAC, or DMSO to start the polymerization giving a high
molecular weight polymer in good yield. For instance, polymer
P1 could be obtained with a high yield (70%) and a high
molecular weight (M, = 174 K). The polymer P2 was also
successfully prepared by the same CH-CH arylation method
with lower yield (50%) and lower molecular weight (M, = 70.5 K)
when compared to those corresponding values obtained for
polymer P1. This is probably due to the effect of the branched
alkyl chain which reduces the planarity of the polymer despite
the presence of the imide group which makes the 3,4-positions
on thiophene ring very active. Furthermore, EPDI derivative
could also be polymerized under the present methodology of
CH-CH arylation conditions affording the desired homopol-
ymer P3 with a yield of 49% and M, value of 43.0 K (PDI = 1.5).
Interestingly, polymer P3 showed lower M, values when
compared to is less than P1 in the M,, because the reactivity of
the thiophene ring is higher than the benzene ring so this
affected gradually the reactivity of the unsubstituted 4,9 posi-
tions on the benzene ring in EPDI. The optimized condition for
all the polymers and their high molecular weights and PDI are
shown in Table 1. However, the molecular weights and PDI
values were measured by gel permission chromatography
(GPC).

Table 1 Chemical yields and GPC data for the synthesis of -conju-
gated homopolymers®

Entry Polymer M,,,” (kDa) PDI (M,,/My)’ Yield (%)
1 P1 174.7 1.3 70
2 P2 70.5 1.2 50
3 P3 43.0 1.5 49

“ All polymers were prepared via CH-CH arylation in presence of
Pd(OAc), (10 mol%) as a catalyst in DMF at 120 °C for 48 h. * GPC
calibration based on polystyrene standards using CHCI; as the mobile
phase, M,, = number average molecular weight, PDI = polydispersity
index.  Based on the weight of pure polymers obtained after Soxhlet
extraction followed by drying under vacuum for 24 h.
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Fig.1 UV-vis absorption spectra of P1, P2 and P3 (a) in solution and (b)
as casted film. Chloroform was used as the solvent.

Optical and electrochemical properties of homopolymers P1,
P2 and P3

The optical properties of homopolymers P1, P2 and P3 were
investigated by UV-vis absorption spectroscopy for both solu-
tion and thin films (Fig. 1). As shown in Fig. 1, the polymers P1,
P2 and P3 show similar absorption UV-vis spectra with narrow
absorption at short wavelengths, giving almost similar optical
bandgaps. P3 shows Agpnset in the solid-state is ~593.5 nm, which
is ~10 nm red-shifted compared to that of P1 (~581 nm) and P2
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Fig. 2 Cyclic voltammograms of homopolymers P1, P2, and P3
measured in a 0.1 M solution of TBAPFg in acetonitrile at a scan rate of
50 mvV st

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 X-ray diffraction (XRD) patterns of P1, P2 and P3. Films for XRD
measurement were prepared by drop casting in CHCls (10 mg ml~* of
solvent) on the silicon substrate.

Fig. 4 SEM image of the wire patterns of P1 created by EMAN.

(~580 nm). In comparison to the optical properties of the
synthesized polymers and PCBM, we find that they are similar
to PCBM optical properties which were published earlier.>* All
the absorption spectra of P1, P2 and P3 show bandgaps in the
range 2.13-2.08 eV similar to PCBM too.

Cyclic voltammetry (CV) measurement was performed on
potentiostat/galvanostat  (SP-150 OMA Company). The
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supporting electrolyte was tetrabutylammonium hexa-
fluorophosphate (TBAPF6) in acetonitrile (0.1 M) at a scan rate
50 mV s~ ". A three-electrode cell was used and Pt wire and Ag/
AgCl [Ag in 0.1 M KCl] were used as the counter and reference
electrodes, respectively. The (Exomo and Erumo) of the homo-
polymers were determined from the following relationships:
Enomo = —(Eoxa +4.72) eV and Eyypo = —(Ereq +4.72) eV. Where
Eoxa and E..q are the onset oxidation and reduction potentials of
the polymers vs. the Ag/AgCl reference electrode, respectively.
The polymer films were drop-casted from polymer-chloroform
solution on ITO glass slides, ca. 10 mg ml *. The voltammo-
grams of polymers P1, P2, and P3 versus SCE are shown in Fig. 2.
Energy levels were estimated using the onset of the reduction
peak (LUMO level) and the onset of the oxidation peak (HOMO
level), assuming that the SCE is —4.72 eV from the vacuum. The
results obtained are summarized in Table S2.f Energy levels of
polymers P1, P2 and P3 are relatively low with LUMO energy
levels in the range of —3.72 to —3.89 eV, a value that is close to
that of PCs;BM. The LUMO energy level of polymer P1 was
found to be at —3.74 eV. HOMO energy levels are also low with
avalue of —5.64 and —5.61 eV for both P1 and P2 and —5.64 eV
for P3. However, these three polymers show no electrochemical
reversibility in the oxidation and reduction processes.

XRD study of homopolymers P1, P2 and P3

The X-ray diffraction (XRD) of the homopolymers P1-P3 was
measured from their thin-film casting on the silicon substrate
(Fig. 3). All polymers did not show any peaks in the narrow-
angle region, which indicates there is no arrangement of the
alkyl chain in the solid state. The diffraction peaks at 26 =
17.99° (4.98 A), and 28.01° (3.28 A) for P1; 18.00° (4.98 A), and
28.01° (3.28 A) for P2; and 27.31° (3.39 A) for P3 are attributed to
-7 stacking between polymer chains. The XRD results implied
that all the polymers possess a good arrangement in the solid
state because of the - stacking between the polymer units.
The differences in the peak intensities between these polymers
indicate that the crystallinity in the solid-state is related to the
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Fig. 5 Representative (a) transfer and (b) output curves of FET device using P1 show electron mobility of 2.11 x 103 cm? s 1 v~1.
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backbone and alkyl substitutions of the backbone, which will
affect the uniformity of film and the device performance.

Field-effect mobility study of homopolymer P1, P2, and P3

The field-effect mobility of P1 was investigated. Due to the rigid
planarity, P1 has low solubility in most common organic
solvents which hamper the fabrication of FET devices by using
conventional processes. As addressing this issue, the eutectic-
melt-assisted nanoimprinting (EMAN)*-** method was applied
to create FET devices using polymer P1. Briefly, wire patterns of
P1 with 1.5 pm/3.0 um line and space were first created by
EMAN (Fig. 4), and then they were transferred on a highly doped
silicon wafer with a thermally grown 200 nm thick oxide layer.
Subsequently, 200 nm thick gold electrodes separated by 100
pm were deposited through a showdown mask on the wire
patterns. Current-voltage (I-V) characteristics of the fabricated
FET devices were measured using bottom-gate geometry, and
the saturation regime mobility was calculated. As shown in
Fig. 5, the transfer and output curves of polymer P1 show n-type
characteristics. Similar to other n-type semiconductors, a large
hysteresis was observed.***® The calculated saturation electron
mobility is 2.11 x 10 % em® s~' V™!, which is comparable to the
electron mobility of PCs;BM.***° FET devices based on polymer
P2 and P3 were also prepared by EMAN. Because of poor film
morphology or poor adhesion problem (ESI Fig. S10 and S117),
both P2 and P3-based FET devices didn't successfully work.

Conclusions

We have successfully synthesized homopolymers P1, P2 and P3
presenting n-type properties for potential applications as
acceptor polymers. The homopolymers were synthesized using
the CH-CH arylation polymerization in an eco-friendly one-step
coupling reaction which reduces the number of steps necessary
to obtain these polymers, respectively. These polymers possess
low lying HOMO and LUMO levels. Also, their electron mobil-
ities were tested and the resulting electron mobility was as high
as 2.11 x 10 em® s~' V! which is comparable to that of
PCBM. These polymers are promising features for applications
as acceptors in all-polymer solar cells and transistors and will be
further investigated in the future.
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