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Abstract: In this work, we investigated the effects of different acceptors (IT—4F and PC7;BM) on
the charge dynamics in PM6-based solar cells. The correlation between different acceptors and the
performance of organic solar cells was studied by atomic force microscope, steady-state absorption
spectrum, transient absorption spectrum, and electrical measurements. Optical absorption exhibited
that IT—4F has strong absorption in the near-infrared region for the active layer. Transient absorption
measurements showed that different acceptors (IT—4F and PC7BM) had a significant influence
on the behaviors of PM6 excitons and charge dynamics. That is, the exciton dissociation rate and
delocalized polaron transport in the PM6:1T—4F active layer were significantly faster than that in
the PM6:PCy;BM active layer. The lifetime of localized polaron in the PM6:PCy;;BM active layer
was longer than that in the PM6:IT—4F active layer. Conversely, the lifetime of delocalized polaron
in the PM6:IT—4F active layer was longer than that in the PM6:PC7 BM active layer. Electrical
measurement analysis indicated that lower bimolecular recombination, higher charge transport, and
charge collection ability were shown in the PM6:IT—4F device compared with the PM6:PC7;BM
device. Therefore, PM6:IT—4F solar cells achieved a higher power conversion efficiency (12.82%)
than PM6:PC71BM solar cells (8.78%).

Keywords: organic solar cells; PM6; IT—4F; PC7;BM; charge dynamics

1. Introduction

Organic solar cells (OSCs) are one of the highlights in the photovoltaic energy field
because of their unique advantages in flexibility, foldability, large-area, and low-cost fab-
rication, as well as building-integrated photovoltaics [1-4]. Therefore, they have been
highly concerned by governments and energy groups all over the world [5-7]. Recently,
the power conversion efficiency (PCE) of high—efficient OSCs has already reached more
than 18%, or even a breakthrough of 20% [8], showing a bright application prospect. Up
to now, the improved efficiency of OSCs usually is attributed to many aspects, such as
synthesis of the new donor (D) and acceptor (A) materials, morphology optimization,
ternary and layer-by-layer strategies, interface engineering and fabrication process [9-18].
Among them, the high-efficient materials are considered the most fundamental reason
for continuously promoting the efficiency of OSCs. At present, PM6, D18, PTQ10, PY—IT,
IT—4F, Y —series, L8—BO, BTP—eC9, and PC7 BM are representative donor and accepter
materials for OSCs [19-25].

The photoelectric conversion process in OSCs usually shows more complex compared
with silicon-based solar cells due to their low dielectric constant and blended structure of ac-
tive layer [26,27]. In general, the active layer of OSCs is composed of a bulk—heterojunction
(BHJ) structure, that is, a film of blended D:A materials. Exciton species will be generated
after the active layer absorbs the photon energy and then diffuse to the interface of the
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D/ A interface for dissociation (or charge transfer) [28]. Subsequently, hole and electron
transport separately in the donor phase and acceptor phase. However, exciton diffusion and
dissociation, charge generation, and transport can not be fully utilized for the conversion
of photon to charge in this BHJ structure because of exciton recombination and charge
recombination. Hence, the power conversion efficiency of OSCs is dramatically related to
the absorption efficiency of materials (174 ), diffusion and dissociation efficiency of excitons
(7ED), charge transport efficiency (ct), and charge collection efficiency (cc) [29,30]. For
achieving high-performance OSCs, it is necessary to effectively facilitate the conversion
efficiency of these processes. Obviously, these 77 are determined by the composition of the
active layer and the configuration of the device. For instance, in terms of D:A composition,
the classical donor material, PM6, could achieve different PCE values when it blended with
IT—4F, PCy;BM, Y6, or L8—BO at the same preparation conditions [31-34]. This informa-
tion indicates that photoelectric conversion behaviors are different in these PM6:acceptor
solar cells. If the relevance between the D:A materials and their device performance can be
effectively elucidated, that will help us to further develop the high-efficient OSCs.

In this work, the effects of fullerene derivative (PCy; BM) and non-fullerene conjugated
small molecule (IT—4F) on the photoelectric conversion process of PM6 were comparatively
studied. To elucidate the intrinsic relationship between acceptor material and device per-
formance, an atomic force microscope (AFM), steady-state absorption spectrum, transient
absorption spectrum (TAS), and electrical measurements were carried out. Our results
showed that PC7BM and IT—4F would lead to different optical absorption abilities and
BH] morphology for the PM6-based active layer, thereby determining the photogenerated
charge processes of PM6. In addition, we also found the donor and acceptor phase scales in
PM6:IT—4F showed more refined phase size and phase separation degree, which made the
dissociation rate of excitons and charge generation and transport ability in this active layer
better than that in PM6:PCy; BM. Electrical analysis indicated that the PM6:1T—4F device
had a lower bimolecular recombination a higher charge transport and charge collection
ability than the PM6:PC7;BM device. Therefore, the performance output of the PM6:1T—4F
solar cell is superior to the PM6:PC7;BM solar cell.

2. Materials and Methods
2.1. Materials and Device Fabrication

Organic photovoltaic materials PM6, IT—4F, and PCy;BM were all purchased from So-
larmer (Beijing, China). Their molecular and energy level structures are drawn in Figure 1. The
ITO glass was purchased from Shenzhen South China Xiangcheng Technology Co., Ltd. (Shen-
zhen, China). The square resistance and transmittance are <7 Ohm and >84% (500—700 nm),
respectively. The structure of OSCs followed the configuration of ITO/ZnO/active layer/
MoQj3/Ag. The preparation process of the OSCs was as follows. First, ITO glass was succes-
sively ultrasonicated in acetone, chloroform, ethanol, and isopropanol for 10 min. Then, a
precursor solution, zinc acetate/2-methoxyethanol/ethanolamine (1 g:10 mL:0.28 mL), with
a dose of 60 pL, was spin-coated on the surface of ITO glass. After that, the film needed to
be annealed at 200 °C for 1 h to form a layer of ~25 nm thick ZnO. An active layer solution
(PM6:IT—4F or PM6:PC71BM in a mass ratio of 1:1, with a total concentration of 20 mg/mL
dissolved in a binary solvent of chlorobenzene (99.5%) and 1,8-diiodooctane (0.5%), and
stirred at 400 rpm, 40 °C for at least 8 h) was spin-coated on ZnO layer. The thickness of the
two active layers was around 100 nm by adjusting the speed and time of spin coating. The
thicknesses of ZnO and active layer were both measured by a step profiler (KLA—tencor,
D-600, Milpitas, CA, USA). Afterward, the active layers were annealed on a 120 °C hot plate
for 10 min to optimize their morphology. Finally, a layer of 8§ nm MoOj and a thickness of
100 nm Ag electrode were sequentially prepared by thermal evaporation on the surface of the
active layer. The thicknesses of MoO3 and Ag were determined by a rate/thickness monitor
(INFICON, SQM —160, Bad Ragaz, Switzerland).
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Figure 1. (a) Molecular structures and (b) energy level structures of PM6, IT—4F, and PC;;BM.

2.2. Optical and Morphological Characterizations of Active Layer

Steady-state absorption spectra of active layers were tested by using a UV—Vis—NIR
spectrometer (Agilent, Cary5000, Santa Clara, CA, USA). Morphology of the active layers
was characterized by atomic force microscope (Agilent, AFM-5500, Santa Clara, CA, USA).

2.3. Electrical Measurement and Transient Absorption Spectroscopy

The linear sweep voltammetry (LSV) mode of the electrochemical workstation (Chen-
hua, CHI760E, Shanghai, China) was used to test the current—voltage curve of OSCs. During
the testing process, a xenon lamp provided a power of 100 mW /cm? to illuminate the
OSCs. Electrochemical impedance spectroscopy (EIS) of the device was also measured
by an electrochemical workstation under the light irradiation condition. External quan-
tum efficiency (EQE) of OSCs was measured by a spectral response measurement system
(Sofn Instruments, 7-DRSpec, Beijing, China) at room temperature in the air. The transient
absorption spectrum of the active layer was characterized by using the HARPIA—-TA
spectroscopy system and PHAROS (1030 nm, pulse width ~190 fs, repetition rate 100 kHz,
light conversion) as the basic laser source. The output of the laser source was divided
into two beams. One of them was introduced into an optical parameter amplifier (OPA,
optical conversion) and then used as a pump light. The other beam was used to generate
the white light supercontinuum, which was used as the detection light for differential ab-
sorption measurement. The time delay of the pump-probe was controlled by a mechanical
delay stage.

3. Results and Discussion
3.1. Photovoltaic Performance of OSCs

Figure 2a and Table 1 show the |-V characteristic curves and photovoltaic param-
eters of PM6:IT—4F and PM6:PC7BM solar cells, respectively. It can be seen that the
open circuit voltage (Voc), short-circuit current density (Jsc), fill factor (FF), and PCE of
PM6:PCy; BM solar cell are 0.916 V, 15.90 mA /cm?, 60.30%, and 8.78%, respectively. But
for the PM6:IT—4F solar cell, the corresponding photovoltaic parameters are changed to
0.816 V, 22.13 mA /cm?, 71.02%, and 12.82%. Compared with the PM6:PCBM solar cell,
the PM6:IT—4F device with higher PCE is largely due to the enhanced Jsc and FE. As for
Jsc, we investigated the EQE characteristics of two OSCs, as shown in Figure 2b. In the
wavelength region of 700-850 nm, the EQE of the PM6:IT—4F solar cell is significantly
stronger than that of the PM6:PCy;BM solar cell. Because IT—4F shows an absorption band
in this region (cf. Figure 3), which can effectively convert photons into photocurrent. As
for the improved FF, we consider that it may be related to the morphology of active layers,
which will be discussed later. However, the Voc parameter of the PM6:PC71BM solar cell
performs higher (0.1 V) than the PM6:IT—4F device. This is related to the energy levels
and ratios between the PM6 and acceptor. Therefore, the collocations of PM6:IT—4F and
PM6:PCy7;BM have their advantages and disadvantages in performance output; thereby,
many research groups adopted PM6:IT—4F:PC7BM as a ternary active layer to achieve
the highly efficient OSCs [35]. To evaluate the quality of two devices, hysteresis index
(HI) and device stability were analyzed, as shown in Figure 2¢,d. The HI values were
calculated with (PCEreverse — PCEforward)/ PCEreverse [36], and their values were calculated
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as 5.8% (PM6:IT—4F) and 6.9% (PM6:PC7BM), respectively. The PCE values correspond-
ingly decreased by 9% and 15% after 124 h (without encapsulation). Both the hysteresis
index and PCE variation indicate that the PM6:IT—4F solar cell has better stability than the
PM6:PC>;BM solar cell.
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Figure 2. (a) J—V curves and (b) EQE curves of PM6:IT—4F and PM6:PC71BM solar cells. (c¢) Forward
and reverse scans of two OSCs, (d) Normalized PCE variations of two OSCs with time.

Table 1. The averaged photovoltaic parameters based on PM6:1T—4F and PM6:PCy; BM solar cells.
The average and errors were calculated from 10 cells.

Active Layers Voc (V) Jsc (mA/cm?) FF (%) PCE (%)
PM6:IT—4F 0.816 £+ 0.012 22.13 £0.21 71.02 £0.23 12.82 £ 0.21
PM6:PCy1BM 0.916 £+ 0.016 15.90 £ 0.30 60.30 £ 0.36 8.78 £ 0.30
— PM6:IT-4F 630 nm
0.6+ — PM6:PC;BM

Abs
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400 500 600

700 800

Wavelength (nm)

Figure 3. Steady—state absorption spectra of PM6:IT—4F and PM6:PC7 BM active layers.
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3.2. Absorption Spectra of Active Layers

The active layer is a core component of OSCs, which can convert the photons into
charges. To investigate the effect of acceptors on the optical absorption characteristics of
active layers, the steady-state absorption spectra of PM6:IT—4F and PM6:PCy; BM were
characterized by a UV —Vis—IR spectrometer, as shown in Figure 3. It can be seen that the
main absorption band of PM6:IT—4F exhibits three consecutive characteristic absorption
bands in the wavelength region of 300—820 nm, which are related to the synergistic
absorption of PM6 and IT—4F [37]. But for the absorption of PM6:PC7BM, its absorption
bands are shown in the wavelength region of 300—700 nm. While PM6 blends with IT—4F,
it shows three peaks at 585 nm, 630 nm, and 726 nm (IT—4F); the first two peaks belong
to PM6, which represents the aggregation state of the polymer [38]. However, these two
peaks are blue-shifted to 576 nm and 627 nm in PM6:PC7 BM film. This means that the
aggregation degree of polymer in PM6:IT—4F blend film is better than that in PM6:PC7 BM.
Besides, we also observe that the absorption of PM6:IT—4F in the near-infrared range
(650—820 nm) is significantly enhanced by IT—4F, which makes the absorption of this blend
film match with the solar spectrum well [39]. As for PM6:PC7BM film, its absorption
is enhanced in the near ultraviolet region (300—550 nm) due to the addition of PC7; BM.
Therefore, both IT—4F and PCy;BM contribute to the enhancement of the light absorption
capacity of the active layer.

3.3. Morphology of Active Layers

To investigate the influence of the acceptor on the morphology of the active layer,
the micro-morphology of the PM6 blend with different acceptors (IT—4F or PC7;BM) was
characterized by the tapping mode of AFM, as shown in Figure 4. It can be seen that the
surface roughness of the PM6:1T—4F is 2.1 nm (Figure 4a), while the surface roughness of
the PM6:PC71BM increases to 5.5 nm (Figure 4b). The increased roughness means that the
surface undulation is more obvious and also indicates that the flatness of the surface is
weakened, which may reduce the Ohmic contact among the active layer, MoO3; and Ag
electrode [40]. In addition, the active layer with smaller roughness usually represents the
refined self—aggregation scales of the D and A phases (Figure 4c,d), which will facilitate
the fast diffusion of the photogenerated exciton to the D/A interface for dissociation [41].
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0.0 8 0.0
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Figure 4. Morphology of PM6:IT—4F and PM6:PC7BM active layers. The top is surface morphology,
and the bottom represents phase morphology. (a,c), PM6:IT—4F, (b,d), PM6:PC7; BM.
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3.4. Transient Absorption Spectra of Active Layers

In general, the photoelectric conversion process in OSCs is significantly different
and more complex than that in silicon-based solar cells [42]. To investigate the effects of
different acceptors (IT—4F, PC7;BM) on the charge photogenerated process of PM6, the
transient absorption spectra of PM6:IT—4F and PM6:PC71BM were first analyzed, as seen in
Figure 5. After photoexcitation, the TA spectra consist of two spectral bands: the negative
spectral signal arising from ground-state bleach or stimulated emission and the positive
spectral signal generated from photo-induced absorption [43]. Under the same conditions
of photoexcitation, there are some differences in the transient spectra between PM6:IT—4F
and PM6:PC71 BM. Firstly, their ground-state bleach features are different from each other.
The former (PM6:1T—4F) has an additional bleaching band in the wavelength region of
720—790 nm due to the absorption of IT—4F in the blend film (see Figure 3). Secondly,
the dynamics of the photo-induced absorption spectra between two active layers are very
different within 200 ps. However, it can be found that the photo-induced absorption
spectral features of two active layers tend to be similar beyond 200 ps. Hence, we consider
that the transient species are the same in PM6:1T—4F and PM6:PCy1 BM (>200 ps). Moreover,
it can be determined this transient species still exists up to 4.5 ns. Such long-lived species
are assigned to charged species (such as polaron) [44].

1 1r
0 -
O
S
g -
—— 20ps
—— 200 ps 2L — 200 ps
—— 1000ps —— 1000ps
—4500 ps ——4500 ps
500 600 700 800 900 500 660 760 860 960
Wavelength (nm) Wavelength (nm)
(@) (b)
Figure 5. Transient absorption spectra of (a) PM6:IT—4F and (b) PM6:PC7BM active layers. The

012

excitation wavelength is 600 nm with a photoexcitation fluence of 1.8 x 10'? photons cm 2 pulse™!.

Up to now, the mainstream view suggests that there are two types of sources for
photogenerated charges [45,46]. One is the conversion of photogenerated charges from
excitons, charge transfer excitons, etc. Another source is that transient charges are generated
at the moment of photoexcitation. In our previous work [47], the steady-state absorption
spectrum of PM6°" (similar to electropositive transient species, polaron) was obtained by
spectroelectrochemistry. Its absorption range was 650~1100 nm with three characteristic
absorption peaks at ~680 nm, ~780 nm and ~900 nm, respectively. The first two absorption
peaks (680 nm and 780 nm) were related to the ordered aggregation state of the polymer,
which could be referred to as the delocalized polaron. The absorption peak of ~900 nm
was related to the disordered aggregation of the polymer, and it could be confirmed as the
localized polaron [46,48]. Herein, the photo-induced transient spectra signals of PM6:1T—4F
and PM6:PCy; BM within 200 fs (Figure 5) seemed different from the steady-state absorption
spectrum of PM6°*. Accordingly, we consider that the dominant source of photogenerated
charges originates from exciton dissociation instead of the prompt generation.

To further understand the evolution of transient species, transient absorption kinetics
of PM6:IT—4F and PM6:PC7BM at 900 nm and 700 nm were comparatively analyzed,
as shown in Figure 6 and Table 2. It is clearly demonstrated that the decay processes
of transient species in PM6:IT—4F and PM6:PC7; BM are remarkably different from each
other. As for the kinetics of 900 nm (Figure 6a), they can be well-fitted by a tri-exponential
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decay function. The fast two decay components can be attributed to the dissociation
processes of excitons in PM6 phases with different phase sizes, while the slowest decay
can be attributed to the decay of localized polarons. We find that the polymer exciton
diffusion and dissociation time in PM6:IT —4F is slightly shorter than that in PM6:PCy; BM
(4.1 ps vs. 10.9 ps), suggesting the size of PM6 phase in PM6:IT—4F active layer is smaller.
Furthermore, we analyzed the kinetics of the two active layers at 700 nm (Figure 6b). For
PM6:PCy1BM, we observed the slowest decay component at the timescale of ~11 ns. Since
the lifetime of excitons and charge transfer state are usually <1 ns, the slow decay (~11 ns)
can be attributed to the recombination of delocalized polarons. In this work, we observed a
slow rise of TA kinetics at 700 nm in PM6:IT—4F. One possible process for this slow rise is
the formation of triplet excitons [49]. However, we cannot assign this rise process to the
formation of triplet excitons, as the considerations below. First, the energy level of CT state
(Ect) in PM6:PC71BM is expected to be higher than that of PM6:IT—4F due to its higher
Voc (Figure 2a). Accordingly, we would expect a higher rate of triplet exciton formation
due to higher driving force (Ect — Et) for CT recombination [49]. However, we did not
observe any signs of triplet formation in the PM6:PC71BM blend film. Additionally, if there
is significant triplet generation in PM6:IT—4F but not in PM6:PC71 BM solar cells, we usually
expect PM6:PC7BM solar cells to have higher PCE. However, in our study, the performance
of PM6:1T—4F solar cells is higher, which does not seem to match the significantly higher
triplet exciton formation. In stark contrast to the recombination of delocalized polarons in
PM6:PCy;BM, we observed the formation of delocalized polarons (700 nm) in PM6:1T—4F
on the timescale of ~5 ns. Considering the long-time formation processes, we deduce that
some of the delocalized polarons originate from the transformation of localized polarons
(900 nm), which happens during the transport of polarons. In organic solar cells, the
delocalized polaron is usually located in a more orderly region, often with better charge
transfer characteristics. Thus, the transformation from localized polarons to delocalized
polarons could be beneficial for improving the device’s performance.

700 nm
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Figure 6. TA kinetics of PM6:IT—4F and PM6:PC71BM active layers at (a) 900 nm and (b) 700 nm.

Table 2. Decay time constants (7) of species in PM6:IT—4F and PM6:PC7BM active layers using
multi—exponential curve fitting under the excitation wavelength at 600 nm.

Fitting Parameters and Apparent Lifetimes

Probe Wavelengths
a1 71 (ps) a T3 (ps) az T3 (ps)
900 nm 0.33 4.1 0.45 45 0.26 4948
PM6:IT—4F 700nm  —084 024 073 14 022 5000
PM6:PCyBM 900 nm 0.37 10.9 0.33 49 0.31 12,638

700 nm 0.43 18.1 0.20 111 0.34 11,712
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3.5. Electrical Characteristics of Devices

To understand more insights into the dynamic processes of exciton and charge in
PM6:IT—4F and PM6:PC7BM devices, the dark current characteristics of the devices
were first tested, as shown in Figure 7a. Compared with the PM6:PCy;BM device, the
PM6:IT—4F device shows a smaller leakage current, and the relative rectification ratio of
this non-fullerene-based device is significantly better than that of fullerene-based devices.
According to the |-V curves of devices under the dark and light irradiation conditions,
the Jpon— Vg relationship of the two devices is analyzed in Figure 7b. Jon = JL — Jp, JL, and
Jp are current densities at the conditions of light irradiation and dark. Vg =Vy) — V, Vis
the applied voltage, and V) is the voltage when J,, = 0 [15]. Herein, we can obtain a current
density | (Jsat) at Vg =2 V, i.e., 22.79 and 16.40 mA /cm? in PM6:IT—4F and PM6:PC7;BM
devices, respectively. Meanwhile, we also can acquire a current density (Jm) at the maximum
output power condition from Figure 2a. Thus, the exciton dissociation possibility (Pgss)
and charge collection possibility (P.op) can be calculated by Jpn/Jsat and Jm/Jsat for two
devices; thereby, the Py;ss and P are determined as 97.1% and 80.7%, 96.9%, and 76.2%
for PM6:IT—4F and PM6:PCyBM devices, respectively. These results indicate that the
PM6:IT—4F device has a higher charge collection capacity than the PM6:PC7 BM device.
On the other hand, to further investigate the charge recombination mechanism of devices,
the Vioc versus light intensity curves (log(Pjignt)) were measured, as shown in Figure 7c.
It can be found the slopes of Voc—log(Pyignt) curves are 1.11kgT/q and 1.81kgT/q for
PM6:IT—4F and PM6:PC71BM devices. Usually, the slope of the Voc—log(Pyight) is closer
to 2kgT/q, the greater the charge defect recombination in the device. Obviously, this slope
in PM6:IT—4F is less than the PM6:PC7 BM device. It implies that the former device has
a smaller charge defect state recombination. Figure 7d shows the relationship between
Jsc versus light intensity; the slopes of log(Jsc)—log(Piignt) are fitted as 0.928 and 0.915
for PM6:IT—4F and PM6:PC7;BM devices. In general, the slope of log(Jsc) —log(Piight)
is closer to 1, the lower probability of bimolecular recombination in OSCs. The greater
slope of log(Isc)—log(Phght) in the PM6:IT—4F device suggest it has lower bimolecular
recombination than PM6:PCy;1BM devices.
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Figure 7. (a) Dark J—V curves of two OSCs. (b) Jph—Vest of two OSCs. (¢) Voc versus light intensity
of two OSCs. (d) Jsc versus light intensity of two OSCs.
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To compare the charge transport characteristics in two devices, the space charge
limited current (SCLC) method was carried out, as shown in Figure 8a. The charge mobility
can be calculated by the formula below [50].
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Figure 8. (a) /—V curves of hole-only and electron—only devices based on the configurations of
ITO/MoO3/active layer/MoO3/ Ag and ITO/ZnO/active layer/PFN/Ag. (b) EIS spectra curves of
two OSCs.

J, €0, €+, 4, V, and L are current density, vacuum dielectric constant (8.85 x 10~ F/cm),
the relative dielectric constant of polymer (e, = 3), charge mobility, bias voltage, and
thickness, respectively. By calculation, the hole mobilities of PM6:IT—4F and PM6:PC7;BM
devices are determined as 5.4 x 10~* and 4.9 x 10~* cm?-V~1.s~1. Similarly, the electron
mobility values of corresponding devices are 3.2 x 107* and 1.7 x 10~* cm?.V~1.s71.
Thus, the uy, /pe values can be determined as 1.69 and 2.88. Hence, high charge mobility
and good charge transport balance are shown in the PM6:IT—4F device. Figure 8b shows
the EIS measurements of two devices. An equivalent circuit (inset picture in Figure 8b)
was used to fit the EIS spectra. By fitting the charge-transfer resistance, R, values are
determined as 45.5 (2 and 61.3 Q). This indicates that better Ohmic contact is formed
between the PM6:1T —4F active layer and the electrode, leading to better charge collection,
which supports the aforementioned results.

4. Conclusions

In this work, we have fabricated the OSCs based on PM6:1T—4F and PM6:PC, BM
active layers and obtained the PCE of 12.82% and 8.78%. Meanwhile, the PCE decay of
the PM6:1T —4F device was slower than the PM6:PC7 BM device. The efficiency difference
between the two OSCs was due to the different photoelectric conversion processes that were
determined by the acceptor material and microstructure of the active layer. Compared with
the PC7BM acceptor, IT—4F had stronger absorption in the near-infrared region, leading
to enhanced photon harvesting in the long wavelength range and markedly increased
Jsc- Moreover, the PM6:IT—4F active layer had more refined phase scales and D/ A phase
separation degree, allowing the photogenerated exciton to quickly diffuse to the D/A phase
interface for exciton dissociation and energy transfer. Additionally, we also found that
some of the delocalized polarons originate from the transformation of localized polarons
in the PM6:IT—4F active layer after a long delay. Electrical analysis indicated that lower
bimolecular recombination, higher charge transport, and charge collection ability were
shown in the PM6:IT—4F device compared with the PM6:PC7 BM device. Therefore, the
high Jsc, FF, PCE, and stability were achieved in PM6:IT—4F solar cells.
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