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ABSTRACT

Two D2-A-D1-A-D2 type small molecules using Benzo|1,2-b:4,5-b’|dithiophene (BDT) as central building
block, tetrazine (Tz) as an electron accepting moiety, bithiophene or terthiophene as end donor units
were synthesized. The optical and electrochemical properties of synthesized molecules indicate that
these molecules can absorb sunlight in a broad spectral range from 300 to 700 nm and show suitable
energy level for efficient exciton dissociation. The introduction of tetrazine unit in these molecules
effectively reduces the highest occupied molecular orbital (HOMO) energy levels of these molecules, thus
increases air stability of these molecules as well as the open circuit voltage (V,.) in photovoltaic devices.
Bulk heterojunction organic solar cells were fabricated by blending of these molecules with [6,6]-phenyl-
C71-butyric acid methyl ester (PC71BM) on indium tin oxide/glass substrates. This work afford promising
power conversion efficiencies over 5.0%, with a large V,. of 0.98 V, measured under air mass 1.5 global
irradiation of 100 mW/cm?2.

© 2016 Published by Elsevier B.V.

1. Introduction

Organic solar cells (OSCs) have attracted much attention
because of the potential as a competitive technology of green
energy with the advantages of solution processability, low cost,
light weight and high mechanical flexibility [1-4]. Over the past
decades, polymer based OSCs with bulk heterojunction (BH]J)
architecture made great progress in achieving high power con-
version efficiencies (PCEs) [5-8]. Recently, PCE has increased
remarkably and approached greater than 10% based on polymer
donors and fullerene derivative acceptors [9-11]. However, it
cannot be denied that there are disadvantages for polymer based
0SCs, such as undefined molecule weight, polydispersity, low
purity, and batch-to-batch variations. In contrast, small molecule
(SM) donors have been intensively researched as competitive
alternative to their polymer counterparts due to their advantages
of monodispersity, simple synthesis, high purity, greater solubility,
good reproducibility and easier band structure control [12-15]. Up
to now SMs have shown a great potential for solar cell application,
with the highest PCEs over 9% [16-19]. However further
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advancement towards commercialization still requires the design
and synthesis of new SMs.

One feasible approach for obtaining organic conjugated mole-
cule is to design donor-acceptor (D-A) architecture with alternat-
ing electron donor and electron acceptor moiety among the
organic molecular backbone. The D-A type organic molecules can
not only narrow band gap by utilizing intramolecular charge
transfer transition between electron donor unit and acceptor unit
inside molecules, but also adjust the HOMO and LUMO energy
levels through selecting different donor or acceptor moiety into
the molecular backbone [20-22]. The HOMO energy level of
organic molecules is an important parameter for designing donor
material of OSCs because the V,. of BH]J OSCs is determined by the
difference between of the LUMO level of PCBM and the HOMO
level of organic molecule [23-25].

Tetrazine (Tz) has been a promising building block as a electron
acceptor unit in D-A conjugated polymers, because relatively
strong electron withdrawing ability of Tz would help to lower
HOMO and LUMO energy levels of corresponding conjugated
polymers, which is conductive to improving V,. in BH] OSCs [26-
29]. For instance, it has been reported that a narrow bad gap
copolymer, PCPDTTBTT, composed of cyclopenta[2,1-b:3,4-b']
dithiophene (CPDT) and benzothiadiazole (BT) as the D and A
units, respectively, shows HOMO and LUMO energy levels of —5.12
and —3.39 eV, respectively [27]. When the BT unit in PCPDTTBTT
is replaced by Tz unit, the copolymer (PCPDTTTz) exhibits lower
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HOMO and LUMO energy levels of —5.35 and —3.52 eV, respec-
tively [28]. Another copolymer (PBDT-TTz) composed of Benzo|1,2-
b:4,5-b’]dithiophene (BDT) as D unit and Tz as A unit also exhibits
relatively low HOMO and LUMO energy levels of —5.42 and
—3.58 eV [29]. It suggests that the introduction of Tz moiety in D-
A polymer backbone effectively reduce the HOMO energy levels of
the copolymers and thus enhance the V. of photovoltaic device. In
addition, the band gap of corresponding copolymer has not suf-
fered from obvious increase after incorporating Tz unit [30]. This
suggests us to design new Tz-based SMs to achieve high V.
without significant losses in J..

On the other hand, BDT is one of the most commonly employed
electron donating building block of conjugated polymer materials
for organic optoelectronic applications, especially for OSCs devices
[31-33]. Because its relatively large and planar conjugated struc-
ture greatly enhance facial -7t stacking of the molecules, thus it
benefit charge transportation and red shift of the absorption
spectra of these conjugated polymers. The unique properties of
BDT structure leads to the BDT-based polymer possess the
advantage of not only high hole mobility in field effect transistor
(FET) but also high PCE in OSCs. Therefore, the BDT is a promising
electron donating unit in designing novel organic molecules for
high performance photovoltaic cells.

In this paper, we designed and synthesized two new organic
molecules with a D2-A-D1-A-D2 architecture, where D1 is BDT
structure as a center and electron donating unit, thiophene or
bithiophene as w-bridge, A is Tz as an electron withdrawing unit,
and D2 is bithiophene or terthiophene as a electron donating unit
and m-conjugation extender. We investigated the effects of m-
bridge length and end groups on absorption, energy level and
photovoltaic properties of these molecules. The photovoltaic
devices fabricated from the two SMs with a structure of ITO/
PEDOT/SM:PC7,BM/LiF/Al afforded PCEs of 5.01% and 5.29% under
one sun of AM 1.5 solar simulator illumination (100 mW/cm?). It is
worthwhile to mention that the high V,.s of 0.88 and 0.98 V
derived from these devices due to the deep HOMO energy levels of
these two molecules.

2. Results and discussion
2.1. Synthesis and characterization

The synthesis routes of these two D2-A-D1-A-D2 type SMs are
presented in Scheme 1. Compounds 1 [27] and 3 [31] were syn-
thesized according to the references. The new intermediate com-
pound 2 and 6 were synthesized via stille coupling reaction
between compound 1 or compound 5 and trimethyl(5-hex-
ylthiophene-2-yl)stannane [34,35] using Pd(PPhs), as catalyst.
Bromination of 4 with N-bromosuccinimide afforded compound
5 in a mixture of chloroform and acetic acid with a yield of 88%. At
last, compound 3 was reacted with compounds 2 and 6 to obtain
the two SMs BDT(TTzT), and BDT(TTz2T), though Stille coupling
reaction. These synthesized molecules exhibited good solubility in
common organic solvents such as dichloromethane, chloroform,
and chlorobenzene at room temperature, which provides the
solution-processed thin films for photovoltaic applications Fig. 1.

2.2. Optical properties

The UV-vis absorption spectra of the synthesized molecules in
dilute chloroform solution and in sold films are shown in Fig. 2,
and the main optical properties are summarized in Table 1. Both
molecules exhibited a relatively broad absorption range covering
the wavelength from 300 to 600 nm in solution. The maximum
absorption (/1,5,‘1’(11,() of BDT(TTz2T), was 489 nm, which was red-
shifted by 10 nm compared with that of BDT(TTzT),, because the
extending m-bridge and end group in BDT(TTz2T), backbone lead
to extending molecular conjugated length. The molar absorption
coefficients of BDT(TTz2T), solution is 1.27 x 10° M~ ! cm~! at the
maximum  absorption  wavelength, quite larger than
729%x10*M~'cm~' of BDT(TTZT), solution. Fig. 2(b) shows
optical absorption spectra of thin film of these molecules. The
absorption spectra of thin films exhibit broader response range
than that in solution. The maximum absorption peaks of thin films
are red-shifted 49 and 43 nm respectively compared with that in
solution, and thus indicating a strong intermolecular 7-7t interac-
tion in solid state [36]. The absorption coefficients of thin film of
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Fig. 2. UV-vis absorption spectra of BDT(TTzT), and BDT(TTz2T), (a) in chloroform solution and (b) in solid films.

Table 1
Optical and electrochemical data of BDT(TTzT), and BDT(TTz2T)s.

o (am) £ M7 emTY) M gm) M (emTY) EPf(eV)  EgP (V) HOMO(eV) e (v)  LUMO(eV)  Ef (eV)
BDT(TTZT), 479 7.29 x 10* 452/528 3.49 x 10* 1.91 0.97 —5.51 —-0.87 —-3.67 1.84
BDT(TTZ2T), 489 127 x 10° 508/532 4.09 x 10* 1.77 0.76 530 -0.90 —3.64 1.66
BDT(TTzT), and BDT(TTz2T), show the same trend with those in
solution, which are listed in Table 1. The optical band gaps (Egp[) of
— BDT(TTzT), BDT(TTzT), and BDT(TTz2T), calculated from the absorption edges
—— BDT(TTz2T), in the solid state are 1.91 and 1.77 eV, respectively.

——
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Fig. 3. Cyclic voltammograms curves of BDT(TTzT), and BDT(TTz2T), film on pla-
tinum electrode in 0.1 mol/L n-Bu4NPF6 in CH3CN solution.

2.3. Electrochemistry properties

Cyclic voltammetry is carried out to investigate the redox
behavior of SMs and to estimate their LUMO and HOMO energy
levels. The measurements of SMs in films were performed in
acetonitrile with 0.1 M tetrabutylammonium hexafluorophosphate
(TBAPFg) as the supporting electrolyte, with platinum button
working electrodes, a platinum wire counter electrode, and an Ag/
AgNO; reference electrode under a N, atmosphere. Ferrocene/fer-
rocenium was used as the internal standard.

Fig. 3 showed the redox curves of the SMs. On the anodic test, the
SMs exhibited a reversible oxidation with onset potentials of 0.97 V
(versus Ag/Ag*t) for BDT(TTZT), and 0.76V for BDT(TTz2T),,
respectively. In contrast, the cathodic test exhibited onset reduction
potentials of —0.87 V for BDT(TTzT), and —0.90 V for BDT(TTz2T),.
The HOMO and LUMO energy levels as well as electrochemical
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Fig. 4. DFT-calculated LUMO and HOMO of the geometry optimized structures of
BDT(TTZT), and BDT(TTz2T),.

Table 2
Summary of device parameters of OSCs based on SMs:PC7;BM active layers with
different blend composition ratios.

Photoactive layer Weight ratio Ve (V) Jsc (MAcm™2) FF (%) PCE (%)

BDT(TTzT),:PC:BM  2:1 0.94 2.84 345 092
1.5:1 0.99 2.81 438 1.22
1:1 0.96 2.74 379 1.00
1:15 0.97 223 337 073
BDT(TTz2T),:PC;;BM 2:1 0.84 225 296 056
1.5:1 091 1.79 38.7 063
1:1 0.92 3.10 41.7 119
1:15 0.88 2.68 415 098

bandgap of these SMs were calculated according to following
equations [37,38]:

HOMO(eV) = —e(ESr +4.54)
LUMO(eV) = — e (E2%® +4.54)

Eg'(eV) = e(Egy™™ —E}q®)

where E2™* and E%5¢ are the measured onset potentials relative
to Ag/Ag™.

The results of the electrochemical measurements and the cal-
culated energy levels of the synthesized molecules are summar-
ized in Table 1. The calculated HOMO and LUMO energy levels of
BDT(TTzT), are —5.51 and —3.67 eV, respectively. The LUMO
energy level of BDT(TTz2T); is —3.64 eV which is similar to that of
BDT(TTzT),. It indicates that the w-bridge length and end units in
molecule backbone have almost no effect on the LUMO energy
level of these molecules. For BDT(TTz2T),, the HOMO energy level
shift upward by 0.21 eV compared with HOMO of BDT(TTzT),,
which results in the decrease of the band gap and thus the broader
light absorption. In addition, we also noticed that the HOMO
energy levels of —5.51 eV for BDT(TTzT), and —5.30 eV for BDT
(TTz2T), are still deeper than most other polythiophene derivative
[39,40]. The deep HOMO energy levels of the two new molecules
can help to improve the V,s when fabricating the photovoltaic
devices with one of these SMs as donor and PCBM as the acceptor.
The electrochemical band gaps of the molecules were calculated to
be 1.84 and 1.66 eV, which is slightly smaller than their optical
bandgap.

To better understand the oxidative and reductive properties of
BDT(TTzT), and BDT(TTz2T),, the electronic properties of these
two molecules were calculated by density functional theory (DFT)
at the DFT B3LYP/6-31G " level. Fig. 4 shows the geometry and the
HOMO and LUMO wave functions. To simplify the calculation, all

of the alkyl chains of these molecules were replaced by CH;
groups. The electron density of LUMO levels for synthesized
molecules mainly delocalizes on the Tz acceptor unit and the
adjacent thiophene ring. Thus, the change of w-bridge length and
end units has almost no effect on the LUMO levels. However, the
electron density for HOMO is distributed over the whole molecule
backbone, which indicates the donor unit, acceptor unit and 7w~
bridge length significantly affect the HOMO level of these mole-
cules. Meanwhile, The HOMO and LUMO level variation laws from
the calculation are in agreement with the experimental results
estimated from the electrochemical test.

2.4. Photovoltaic properties

In order to investigate the effect of m-bridge length and end
units in SMs on the photovoltaic properties, and further demon-
strate the potential application of the BDT(TTzT), and BDT(TTz2T),
in OSCs, regular devices with a conventional structure of ITO/
PEDOT:PSS(40 nm)/SM:PC7;BM/LiF(0.6 nm)/Al(100 nm) were fab-
ricated. Detailed processes for device fabrication were described in
Section 4. The weight ratio of both SMs:PC7;;BM was optimized
from 2:1, 1.5:1, 1:1 and 1:1.5 and the relative photovoltaic para-
meters under one sun (simulated AM 1.5 G irradiation with
intensity of 100 mW cm~2) are summarized in Table 2. Using
chlorobenzene (CB) as solvent, the SMs:PC;1BM based devices
afford high V,cs up to 0.99V and 0.92 V for BDT(TTZzT), and BDT
(TTz2T), respectively, resulting from the deep HOMO energy levels
of these molecules. However, their efficiencies are compromised
by very low short-circuit currents (Jscs) and fill factors (FF).

The high absorption coefficient and relatively broad absorption
range of these two molecules encouraged us to find out the reason
for the low J.s by investigating the morphology of blend films. So
we measured the surface morphology of these SMs:PC;;BM blend
films with different weight ratio by using Atomic force microscopy
(AFM), as shown in Fig. 5. It clearly revealed that no matter what
kind of weight ratio, the films fabricated from CB show strong
aggregations with large isolated domains size of several hundred
nanometers. These large isolated domains are not favorable for
efficient excitons dissociation at the SM/PC;BM interfaces and
charge transport in the active layer. This might be one of the main
reasons for the low Jgs. It is worthwhile to note that the proces-
sing additive, 1,8-diiodooctane (DIO), played an important role in
improving the nanoscale morphology of the active layer [41-43].
So, we incorporated 0.5% v/v DIO into the blend solution of 1.5:1
for BDT(TTzT),:PC7;BM and 1:1 for BDT(TTz2T),:PC;;BM. Inter-
estingly, the performance of solar cells based on these two SMs
was remarkably enhanced. Fig. 6 presented the current density-
voltage (J-V) characteristics of devices. The corresponding Vo, Jsc,
FF, PCE as well as series resistance (Rs) and shunt resistance (Rgp,)
derived from Fig. 6 are listed in Table 3. Upon incorporation of DIO,
the BDT(TTzT), based device exhibits a PCE of 5.01% with a J,. of
9.56 mA cm ™2, a V. of 0.98 V and a FF of 54%. In contrast, the BDT
(TTz2T), based device exhibits a higher PCE of 5.29% with an
enhanced J,. of 10.55 mA cm~2, a V. of 0.88V and a FF of 57%.
Compared to the only-CB devices, the photovoltaic parameters
that changed significantly are Js. and FF, while the V. only slightly
decrease. Meanwhile, the increased Ry, and decreased R indicate
that the diode quality is improved when DIO was utilized as the
solvent additive for both BDT(TTzT), and BDT(TTz2T), material
systems. These improvements were consistent with underlying
morphology changes as presented in Fig. 5 (images b1 and g1).
When DIO was added into the CB solution, the blend film exhib-
ited much more uniform and relatively smooth surface, where the
big domains were broken into pieces, indicating a better mis-
cibility and larger interface in active layers. As a result, the device
performances were greatly increased. On the other hand,
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Fig. 5. AFM topographic images of the active layers with (a) BDT(TTzT),:PC7;BM (2:1, w/w), (b) BDT(TTzT),:PC7:BM (1.5:1, w/w), (c) BDT(TTzT),:PC7,BM (1:1, w/w), (d) BDT
(TTZT)2:PC7:BM (1:1.5, w/w), (b1) BDT(TTZzT),:PC7,BM (1.5:1, w/w) with addition of 0.5% v/v DIO, (e) BDT(TTz2T),:PC7:BM (2:1, w/w), (f) BDT(TTz2T),:PC7,BM (1.5:1, w/w),
(g) BDT(TTz2T),:PC7:BM (1:1, w/w), (h) BDT(TTz2T),:PC7,BM (1:1.5, w/w), (g1) BDT(TTz2T),:PC+,BM (1:1, w/w) with addition of 0.5% v/v DIO.
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Fig. 6. ]-V curves of the solar cells with an active layer composed of BDT(TTzT),:PC7,BM (1.5:1, w/w) and BDT(TTz2T),:PC7;BM (1:1, w/w) under the illumination of AM 1.5 G,

100 mW cm?.

Table 3
Summary of device parameters of OSCs based on SMs:PC71BM active layers with or
without addition of DIO (0.5% v/v).

Photoactive layer Voc (V) Jsc (MA FF (%) PCE (%) Rs(Q Rsn (Q
cm~?) cm?)  cm?)

BDT(TTzT),:PCsBM 0.99 2.81 43.8 1.22 46.1 608.1

BDT(TTz2T),: 0.92 3.10 41.7 1.19 314 530.9
PC;,BM

BDT(TTzT),:PCBM 0.98 9.56 535 5.01 121 866.7
with DIO

BDT(2TTzT),: 0.88 10.55 572 529 10.7 937.6

PC7,BM with DIO

comparing these two optimized SM solar cells, although the V. of
BDT(TTz2T), based device is lower than that of BDT(TTzT),, the
efficiency was compensated by its higher Js. and FF, which should
stem from the strong intermolecular interaction, the broader
absorption and larger absorption coefficient induced by extending
conjugated length in the BDT(TTz2T), backbone. Besides, from
Fig. 5 (image g1) it can be seen that the BDT(TTz2T),:PC7;BM film
shows a finely intermixed phase separation with fibrous features
emerged, explaining the relatively higher FF of BDT(TTz2T), based
device.

80
70
60|
50|
a0
30/
20/
10l]

—o— BDT(TTzT),
—— BDT(TT22T),

EQE (%)

500
Wavelength (nm)

600 800

Fig. 7. The EQE of OSCs based on BDT(TTzT),:PC7;BM (1.5:1, w/w) and BDT
(TTz2T),:PC#BM (1:1, w/w) with DIO (0.5% v/v).

We also measured the external quantum efficiency (EQE) of the
devices to evaluate the spectral dependence of the photocurrent,
as shown in Fig. 7. Apparently, the BDT(TTz2T), based device
shows a broader response range (300-700 nm) and more efficient
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incident-photon to current conversion than BDT(TTzT), based
device, with peak EQE values at 64% for BDT(TTz2T), and 62% for
BDT(TTzT),. The different EQE response could be ascribed to the
different absorption characteristics of these two SMs. The calcu-
lated Jscs from EQE curves by using a standard AM 1.5G spectrum
match well with those obtained from J-V measurement.

The stability test of the devices was also performed according to
ISOS-D-1 (dark storage) and ISOS-L-1 (light soaking) standards
[44,45]. Fig. 8 shows the degradation of PCEs along with the storage
time. For ISOS-D-1 test, PCEs remain 55% and 50% of initial values
after 144 h for devices based on BDT(TTzT), and BDT(TTz2T),
respectively. Under ISOS-L-1 condition, the devices exhibited similar
degradation tendency with ISOS-D-1 test. Especially for the BDT
(TTzT), based device, it can still retain about 50% of initial value until
the end of test. Compared with BDT(TTzT), based devices, the BDT
(TTz2T), based devices showed slightly rapid degradation under
ISOS-L-1 condition, which is likely due to the higher HOMO levels of
BDT(TTz2T),. It should be note that these results are obtained from
un-encapsulated devices, we believe that better stability can be
achieved by rational encapsulation.

3. Conclusion

In conclusion, we have designed and synthesized two new SMs,
BDT(TTzT), and BDT(TTz2T), with D2-A-D1-A-D2 structure, where
BDT as the central building block and electron donating unit and
Tz as an electron acceptor unit. They exhibited relatively broad
optical absorption spectra, high molar absorption coefficient and
good solubility in common organic solvents. The introduction of Tz
acceptor unit lowers both HOMO and LUMO energy levels of
synthesized molecules. As expected, two molecules showed low-
lying HOMO energy levels (—5.51 and —5.30 eV) assured a rela-
tively large V,. when they were used in photovoltaic devices. V. of
0.98 and 0.88 eV were obtained by BDT(TTzT), and BDT(TTz2T),
based OSCs, with promising PCE of 5.01% and 5.29%, respectively.

4. Experimental section

4.1. Measurements and characterization

TH NMR and C NMR spectra were recorded on Varian Mercury
300 MHz spectrometer and Bruker AVANCE 500 MHz spectrometer

with chloroform-d as solvent and tetramethylsilane (TMS) as inter-
nal standard. The optical absorption spectra of the organic mole-
cules were measured by a Shimadzu UV-1700 spectrophotometer.
Electrochemical measurement of these molecules was performed
with a Bioanalytical Systems BAS 10 B/W electrochemical
workstation.

4.2. Fabrication and characterization of photovoltaic cells

SMs solar cells were fabricated with device structure of ITO/
PEDOT:PSS/SM:PC7;BM/LiF/Al. Prior to fabrication, the patterned
ITO glass substrates (15 £2/square) were cleaned by sequential
ultrasonic treatment in detergent, deionized water, acetone and
isopropyl alcohol. Then the substrates were dried by nitrogen flow
and exposed to UV-Ozone treatment for 10 min, The PEDOT:PSS
(Clevios P VP Al 4083) aqueous dispersion were spin-coated
(5000 rpm for 50s) onto the ITO substrates at a thickness of
~40 nm (after passing through a 0.22 pm filter). Then the sub-
strates were annealed at 140 °C for 30 min in air and transferred
into a glove box. Blend solutions for the active layers were pre-
pared by dissolving SMs and PC;1BM with different weight ratio
(from 2:1, 1.5:1, 1:1 and 1:1.5). The processing solvent is chlor-
obenzene or chlorobenzene/1,8-diiodooctane mixed solvent with a
SMs concentration of 8 mg/mL for BDT(TTzT), and 10 mg/mL for
BDT(TTz2T),. The blend solution was stirred in a glove box for at
least 24 h before film casting. The BH] active layers can be
obtained by spin-coating the aforementioned solutions at
1000 rpm for 50 s on top of the PEDOT:PSS film (after passing
through a 0.45 pm filter) in argon-filled glove box. The devices
were finally completed by thermal evaporation of a 0.6 nm thick
LiF and a 100 nm thick aluminum cathode in vacuum (vacuum
degree ~ 5 x 10~ Pa) with a shadow mask (device active area of
about 0.064 cm?). The current density-voltage (J-V) characteristics
of fabricated devices were measured using Keithley 2400 Source
Meter in dark and under Air Mass 1.5 Global (AM 1.5 G) solar
illuminations with an Oriel 300 W solar simulator intensity of
100 mW/cm?. The light intensity was measured by a photometer
(International light, IL1400) and corrected by a standard silicon
solar cell. The surface morphologies and external quantum effi-
ciency (EQE) spectra were measured using atomic force micro-
scopy (AFM, Veeco Dimension 3100) and Crowntech QTest Station
1000 CE, respectively. All the measurements were performed
under ambient atmosphere at room temperature.

4.3. Materials

All starting materials were purchased from either Acros or Aldrich
Chemical Co. and used without further purification, unless otherwise
noted. In synthetic preparations, diethyl ether, tetrahydrofuran (THF)
and toluene were dried by distillation from sodium/benzophenone
under nitrogen. Similarly, N,N-Dimethylformamide (DMF) and
dichloromethane were distilled from CaH, under nitrogen. Com-
pound 1 [27], compound 3 [31] trimethyl(5-hexylthiophen-2-yl)
stannane [34] and tributyl(4-hexylthiophen-2-yl)stannane [46], were
synthesized according to literature procedures.

4.4. Synthesis

4.4.1. 3-(5-bromo-4-hexyl-2-thienyl)-6-(3,5'-dihexyl-2,2’-bithio-
phen-5-yl)-1,2,4,5-tetrazine (2)
Trimethyl(5-hexylthiophen-2-yl)stannane (0.58 g, 1.75 mmol)
and  3,6-Bis(5-bromo-4-hexyl-2-thienyl)-1,2,4,5-tetrazine (1)
(1.0 g, 1.75 mmol) were placed in a round-bottom flask (50 mL)
with Pd(PPhs), (40 mg) and then the flask was evacuated and
back-filled with nitrogen three times followed by 15 mL of anhy-
drous toluene added through a syringe. The mixture was stirred



36 P. Ma et al. / Solar Energy Materials & Solar Cells 155 (2016) 30-37

under nitrogen at 90 °C for 18 h. The reaction mixture was poured
into water before extracted with chloroform and the collected
organic phase was dried over anhydrous MgS0,4. After removing
the solvent by rotary evaporator, the product was purified by silica
gel chromatography using a mixture of petroleum ether and
chloroform (4:1) as eluant to yield product as red solid
(542 mg, 47%).

TH NMR (300 MHz, CDCls, TMS): & (ppm) 8.04 (s, 1H), 7.91 (s,
1H), 711 (d, J=3.6 Hz, 1H), 6.78 (d, J=3.6 Hz, 1H), 2.90-2.77 (m,
4H), 2.63 (t, J=7.2 Hz, 2H), 1.77-1.62 (m, 6H), 1.65-1.27 (m, 18H),
0.86-0.95 (m, 9H).

4.4.2. BDT(TTZT),

Compound 2 (433 mg, 0.656 mmol) and 2,6-bis(trimethyltin)-4.8-
bis(2-ethylhexyloxy)benzo[1,2-b:4,5-b'|dithiophene  (3) (230 mg,
0.298 mmol) were placed in a round-bottom flask (50 mL) with Pd
(PPhs), (20 mg) and then the flask was evacuated and back-filled
with nitrogen three times followed by 3 mL of DMF and 15 mL of
anhydrous toluene added through a syringe. The mixture was stirred
under nitrogen at 90 °C for 25 h. The reaction mixture was poured
into water before extracted with chloroform and the collected organic
phase was dried over anhydrous MgSO,. After removing the solvent
by rotary evaporator, the product was purified by silica gel chroma-
tography using a mixture of petroleum ether and chloroform (3:1) as
eluant to yield product as dark red solid (206 mg, 43%).

'H NMR (300 MHz, CDCl;, TMS): 6 (ppm) 8.07 (d, J=6.9 Hz,
4H), 7.59 (s, 2H), 7.11 (d, J=3.6 Hz, 2H), 6.78 (d, J=3.6 Hz, 2H), 4.25
(d, J=5.1 Hz, 4H), 2.97 (t, J=7.8 Hz, 4H), 2.90-2.75 (m, 8H), 1.84-
1.62 (m, 18H), 1.53-1.23 (m, 48H), 1.08 (t, J=7.2 Hz, 6H), 1.03-0.82
(m, 24H). 3C NMR (125 MHz, CDCl3) & 160.72, 160.43, 147.69,
144.09, 142.02, 140.26, 139.17, 138.09, 135.27, 133.71, 133.41, 133.23,
132.81, 132.17, 131.96, 129.52, 126.57, 124.65, 119.04, 76.01, 40.77,
31.95, 31.83, 31.70, 31.59, 31.47, 31.38, 30.57, 30.23, 30.18, 29.72,
29.55, 29.38, 29.32, 28.91, 23.95, 23.24, 22.75, 22.67, 22.62, 14.28,
14.12, 14.10, 14.08, 11.46.

4.4.3. 3,6-Bis(3,4'-dihexyl-2,2'-bithiophen-5-yl)-1,2,4,5-tetrazine (4)

Tributyl(4-hexylthiophen-2-yl)stannane (2.08 g, 4.54 mmol) and
compound 1 (1.0 g, 1.75 mmol) were placed in a round-bottom flask
(50 mL) with Pd(PPhs),Cl, (61 mg) and then the flask was evacuated
and back-filled with nitrogen three times followed by 15 mL of
anhydrous toluene added through a syringe. The mixture was stirred
under nitrogen at 90 °C for 18 h. The reaction mixture was poured
into water before extracted with chloroform and the collected organic
phase was dried over anhydrous MgSO,. After removing the solvent
by rotary evaporator, the product was purified by silica gel chroma-
tography using a mixture of petroleum ether and chloroform (3:1) as
eluant to yield product as red solid (1.12 g, 86%).

'H NMR (300 MHz, CDCl5, TMS): & (ppm) 8.07 (s, 2H), 7.13 (d,
J=1.2 Hz, 2H), 7.00 (d, J=1.5 Hz, 2H), 2.84 (t, ]=7.8 Hz, 4H), 2.64 (t,
J=7.8 Hz, 4H), 1.79-1.60 (m, 8H), 1.44-1.28 (m, 24H), 0.94-0.84
(m, 12H).

4.44. 3,6-Bis(5'-bromo-3,4'-dihexyl-2,2'-bithiophen-5-yl)-1,2,4,5-
tetrazine (5)

A round-bottom flask which placed in compound 4 (891 mg,
1.19 mmol) and N-bromosuccinimide (NBS) (466 mg, 2.62 mmol)
was evacuated and back-filled with nitrogen three times followed
by 27 mL of chloroform and 27 mL of ethanoic acid added through
syringes. The mixture was stirred under nitrogen at room tem-
perature for 1 h in dark then heat to refluxed and stirred for 8 h.
The mixture was washed with solution of NaHCOs in water three
times, and dried over anhydrous MgSO,. After removing the sol-
vent by rotary evaporator, the product was purified by silica gel
chromatography using a mixture of petroleum ether and chloro-
form (7:1) as eluant to yield product as red solid (947 mg, 88%).

'H NMR (300 MHz, CDCl;, TMS): 8 (ppm) 8.06 (s, 2H), 6.98 (s,
2H), 2.80 (t, J=7.5 Hz, 4H), 2.60 (t, J=7.2 Hz, 4H), 1.77-1.59 (m,
8H), 1.45-1.29 (m, 24H), 0.95-0.83 (m, 12H).

4.4.5. 3-(5'-bromo-3,4'-dihexyl-2,2'-bithiophen-5-yl)-6-(3,4',5 - tri-
hexyl-2,2'-5'2'-terthiophene-5yl)-1,2,4,5-tetrazine (6)

Trimethyl(5-hexylthiophen-2-yl)stannane (274 mg, 0.83 mmol)
and compound 5 (750 mg, 0.83 mmol) were placed in a round-
bottom flask (50 mL) with Pd(PPhs)4 (19 mg) and then the flask
was evacuated and back-filled with nitrogen three times followed
by 15 mL of dried toluene added through a syringe. The mixture
was stirred under nitrogen at 90 °C for 15 h. The reaction mixture
was poured into water before extracted with chloroform and the
organic layer was dried over anhydrous MgS0,. After removing the
solvent by rotary evaporator, the product was purified by silica gel
chromatography using a mixture of petroleum ether and chloro-
form (6:1) as eluant to yield product as red solid (370 mg, 45%).

TH NMR (300 MHz, CDCl5, TMS): & (ppm) 8.06 (d, J=4.8 Hz,
2H), 713 (s, 1H), 6.98 (t, J=1.2 Hz, 2H), 6.76 (d, J=3.6 Hz, 1H), 2.91-
2.72 (m, 8H), 2.59 (t, J=7.5 Hz, 2H), 1.78-1.60 (m, 10H), 1.45-1.28
(m, 30H), 0.90 (t, J=6.9 Hz, 15H).

4.4.6. BDT(TTz2T),

Compound 6 (317 mg, 0.48 mmol) and 2,6-bis(trimethyltin)-
4.8-bis(2-ethylhexyloxy)benzo[1,2-b:4,5-b’|dithiophene 3)
(169 mg, 0.22 mmol) were placed in a round-bottom flask (50 mL)
with Pd(PPhs), (20 mg) and then the flask was evacuated and
back-filled with nitrogen three times followed by 10 mL of dried
toluene and 3 mL of dried DMF added through syringes. The
mixture was stirred under nitrogen at 90 °C for 28 h. The reaction
mixture was poured into water before extracted with chloroform
and the collected organic phase was dried over anhydrous MgSO,.
After removing the solvent by rotary evaporator, the product was
purified by silica gel chromatography using a mixture of petro-
leum ether and chloroform (2.5:1) as eluant to yield product as
dark red solid (188 mg, 38%).

'H NMR (500 MHz, CDCls, TMS): & (ppm) 7.97 (d, J=2.0 Hz,
4H), 7.38 (s, 2H), 7.09 (s, 2H), 7.06 (s, 2H), 6.94 (d, J=3.5 Hz, 2H),
6.71 (d, J=3.5 Hz, 2H), 4.24-4.14 (m, 4H), 2.97-2.77 (m, 16H), 2.74
(t, J=8.0 Hz, 4H), 1.90-1.62 (m, 26H), 1.52-1.97 (m, 72H), 1.12 (t,
J=7.5Hz, 6H), 1.04-0.89 (m, 36H). '*C NMR (125 MHz, CDCl;) &
160.44, 146.45, 140.48, 139.11, 138.32, 133.23, 132.94, 132.70,
132.49, 132.32, 129.32, 125.53, 124.36, 117.38, 75.62, 40.71, 31.90,
31.83, 31.73, 31.61, 31.51, 30.57, 30.49, 30.16, 30.12, 29.72, 29.68,
29.49, 29.36, 28.92, 23.91, 23.23, 22.82, 22.75, 22.71, 22.63, 14.31,
14.19, 14.18, 14.14, 14.10, 11.46.
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