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Abstract: Organic solar cells (OSCs) are an attractive technique for next-generation renewable energy.
However, the intrinsically unstable nature of the organic compounds involved is delaying their
commercialization. Therefore, it is essential to improve the lifetime of OSCs significantly. Here,
we investigated the effect of the hydrophobic cyclized transparent optical polymer (CYTOP) as
a solution-processable encapsulation layer based on shelf lifetime measurement, current-voltage
characteristics, and impedance spectroscopy. We found that CYTOP utilization greatly enhanced
OSCs’ shelf lifetime, maintaining 96% of initial performance when unencapsulated devices decreased
to 82%. Furthermore, based on the dark current characteristics, ideality factor (n), and Cole-Cole plots,
the CYTOP encapsulation is revealed to effectively inhibit unfavorable changes of parasitic resistive
components and trap-assisted recombination. These findings provide an inclusive perspective on the
shelf lifetime issue and commercialization of the OSCs.

Keywords: organic solar cells; encapsulation; shelf lifetime; CYTOP

1. Introduction

Since Tang. C. W. et al. first revealed an organic solar cell (OSC) with a copper ph-
thalocyanine/perylene derivative as a light-absorbing layer [1], the OSC has been regarded
as a strong candidate for next-generation renewable energy due to its unique advantages
such as solution processability [2], high efficiency at low-light intensity [3], lightweight
characteristics [4], and broad applicability [5]. In particular, as OSC shows excellent per-
formance under indoor lighting [3], it would be a strong candidate for the power source
of internet-on-things based sensors. Although the initial performances of OSCs were
significantly lower than that of conventional Si-based solar cells [6], their chronic limitation
of low efficiency is expected to be resolved shortly due to recent drastic improvements.
Recently, the National Renewable Energy Laboratory (NREL)-certified solar cell efficiency
of OSC has surpassed 18.2% [6]. These rapid improvements in efficiency can be attributed
to several achievements, including the synthesis of state-of-the-art polymers [7], highly
efficient non-fullerene acceptors [8], and advanced interfacial engineering [9-11].

Nonetheless, OSCs” commercialization has yet to be accomplished because of their
premature aging caused by the intrinsically weak stability of organic materials. Normally,
it is known that the 7-bonds in the organic compound are vulnerable to oxidization by
various external aging agents such as moisture, oxygen, heat, and light [12]. During
the operation of OSCs in outdoor conditions, where intense light irradiates them and
elevates their temperature, the organic materials are decomposed, and the miscibility of
donor and acceptor in the bulk heterojunction layer is deformed [13]. These phenomena
result in early degradation of OSCs’ performance. In order to extend the operational
lifetime of OSCs under high temperature and strong light irradiation, a number of studies
regarding stubborn interfacial layers [14,15], stable active layer materials [16], filtering of
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the ultraviolet region from the illumination [17], and improved heat dissipation [18] have
been previously reported.

On the other hand, the moisture and oxygen in ambient air have a massive effect on the
shelf lifetime of OSCs, which is incredibly essential, considering that the solar cells are not in
a continuous working state the entire day [19-21]. Thus, encapsulation layers, to inhibit the
moisture and oxygen from penetrating underneath the device structure, have been widely
accepted to extend OSCs’ shelf lifetime. Highly compact and protective encapsulation
for the OSCs is desirable to achieve an extended shelf lifetime [22,23]. Among several
techniques, using oxygen-getter-attached rigid encapsulation glass with adhesive glues is
the most widely adopted method for OSCs studies because of its cost-effectiveness [24].
However, this method has some critical flaws in that it is difficult to apply to flexible
devices and large panels. Therefore, various thin-film encapsulation layers through thermal
evaporation and/or solution process have been developed to overcome these issues. For
example, thickness-controllable and large-area-processable thin films guarantee improved
stability of OSCs against moisture and oxygen via atomic layer deposition (ALD) [25,26],
plasma-enhanced chemical vapor deposition (PECVD) [27], and solution processing [28,29].
In brief, a 200 nm thick Al,O3 layer, deposited by ALD, offered a 600-fold increase to
the stability of pentacene/Cgg-based OSCs by effectively protecting OSCs from moisture
and oxygen [26]. Poly(ethylene naphthalate) (PEN), deposited by PECVD, also offered a
significant increase in OSC shelf lifetime from a few hours to over 3000 h [27]. However,
these kinds of evaporative methods, including ALD or PECVD, inevitably include high-
temperature and vacuum process, which causes increased manufacturing cost compared
to solution processes. Hence, the development of solution-processable encapsulation
layers, such as perhydropolysilazane (PHPS) [28] or cyclized transparent optical polymer
(CYTOP) [29], has been motivated.

Among various solution-processable candidates, the hydrophobic polymer CYTOP
has been pointed out to significantly enhance the stability of optoelectronic devices [29-31].
In brief, CYTOP is a fluoropolymer (Figure 1a) of which the hydrofluoric surface is effective
for repelling moisture [29,32-34], and moisture is a representative aging factor in organic
devices [12]. For example, Granstrom, J. et al. reported that a CYTOP-encapsulated organic
light-emitting diode (OLED) showed minor degradation after immersion in water for
2 min, while bare devices without CYTOP layers were totally degraded [29]. Similarly,
Kim, J. M. et al. revealed that CYTOP encapsulation provided strong water resistance for
pentacene-based organic thin-film transistors (OTFTs), resulting in negligible change of
OTFT characteristics with a drop of water placed on the channel [32]. Although a few
articles have reported the encapsulation functioning of CYTOP for solar cells [30,31], a
comprehensive analysis of the effect of the CYTOP encapsulation on OSCs’ shelf lifetime
with detailed diode characteristics and impedance spectroscopy has not been conducted.
Hence, the comprehensive study of the CYTOP encapsulation layer in OSCs would provide
valuable insights for designing reliable OSCs.

Herein, we provide a systematic evaluation of the effect of CYTOP encapsulation on
OSCs (Figure 1). The stabilities of devices with CYTOP encapsulation were compared with
those without encapsulation. The J-V characteristics of initial and shelf-stored devices
revealed that CYTOP-encapsulated OSCs maintained 96% of their initial efficiency even
after 35 days of shelf aging, while OSCs without encapsulation decreased to 82% of their
initial efficiency (Figures 2 and 3). Further analyses concerning parasitic resistance were
conducted (Figure 4 and Table 1) by characterizing the intrinsic diode curves without light
illumination to calculate the serial resistive component, which reflects the degree of the
aging of organic layers [35] and the effectiveness of CYTOP encapsulation. The study
of ideality factor (n) extrapolated from the J-V curves [36] of devices indicates that the
generation of trap-assisted recombination from oxygen and moisture was hampered by
CYTOP encapsulation in the organic semiconducting layers (Figure 5). Finally, Cole—Cole
plots were assessed by impedance spectroscopy in order to look at the recombination
resistance component of OSCs [37,38], which is varied sensitively by the degree of aging
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(Figure 6). Through the series of comprehensive electro-optical analyses, we found that
CYTOP encapsulation inhibits disadvantageous degradation in OSCs, which is strongly
speculated to originate from reduced moisture penetration due to the CYTOP film [29,32-34].

Table 1. Performance parameters > and resistive components of the CYTOP-encapsulated and bare
devices before and after aging.

CYTOP Bare
Pristine Aged Pristine Aged
5 12.83 + 0.46 13.16 + 0.19 12.67 + 0.29 11.93 + 0.29
Jsc (mA cm™) (13.50) (13.23) (13.08) (12.05)
Voc V) 0.75 + 0.00 0.76 + 0.00 0.75 4 0.00 0.76 + 0.00
oc (0.75) (0.75) (0.75) (0.76)
0.66 + 0.03 0.62 + 0.01 0.66 + 0.01 0.57 + 0.02
FF (0.69) (0.61) 0.67) (0.56)
PCE (%) 6.36 + 0.38 6.13 +0.18 6.32 +0.17 5.17 +0.18
(6.95) (6.05) (6.60) (5.13)
Rg (Q-cm?) 5.5 7.3 6.7 11.3
Rgy (Q-em?) 8.8 x 102 7.3 x 102 10.3 x 102 5.6 x 102

I Average and standard deviation calculated on 8 independent devices. 2 The numbers in parentheses are the
data of devices with the highest initial efficiency.
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Figure 1. (a) Chemical structure of CYTOP and (b) schematic illustration of CYTOP-encapsulated organic solar cell (OSC).
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Figure 2. Current density-voltage (J-V) characteristics of CYTOP-encapsulated and bare OSCs before
and after aging.
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Figure 3. Normalized (a) short-circuit current (Jsc), (b) open-circuit voltage (Voc), (c) fill factor (FF), and (d) power
conversion efficiency (PCE) of CYTOP-encapsulated and bare OSCs as a function of aging time.
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Figure 4. Linear and logarithmic current density—voltage (J-V) characteristics without the illumination of (a,b) CYTOP-

encapsulated and (c,d) bare devices without illumination. Solid and dashed lines are the respective ]-V characteristics of

day 1 and day 35, where the grey lines are the curve of days between them.
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Figure 5. Ideality factor of CYTOP-encapsulated and bare OSCs extrapolated from the current
density—voltage (J-V) characteristics in dark conditions.
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Figure 6. Cole—Cole plots of CYTOP-encapsulated and bare OSCs after 35-day shelf aging, measured
by impedance spectroscopy in dark conditions.

2. Materials and Methods

The experimental details are as follows. An inverted structure was adopted for
OSCs’ fabrication (Figure 1b) due to its stable performance compared to the conven-
tional structure, which generally adopts a highly acidic hole injection layer of poly(3,4-
ethylenedioxythiophene) polystyrene sulfonate (PEDOT:PSS) [39] and unstable low-work
electron injection layers [40,41]. The adopted OSCs’ structure is as follows: indium tin ox-
ide (ITO)/ZnO/poly[[4,8-bis[(2-ethylhexyl)oxy]benzo[1,2-b:4,5-b’ ]dithiophene-2,6-diyl][3-
fluoro-2-[(2-ethylhexyl)carbonyl]thieno[3,4-b]thiophenediyl]] (PTB7):[6,6]-phenyl C71 bu-
tyric acid methyl ester (PCyyBM)/MoOx /Al ITO substrates (150 nm) were rinsed with
acetone, isopropyl alcohol, and deionized water, sequentially. ZnO nanoparticles were
synthesized, referring to a former article [42]. In brief, the mixture of Zn(CH3COO),-2H20
(2 g) and methanol (80 mL) was annealed up to 60 °C. Then, KOH solution (1.51 g), dis-
solved in 65 mL of methanol, was added dropwise to the mixture, followed by stirring for
145 min. Finally, the mixture was centrifuged at 4000 rpm and redispersed in 1-butanol.
After washing the ITO substrate, the prepared ZnO nanoparticle solution (20 mg-mL~!)
was spin-coated on the ITO substrate with 2000 rpm for 40 s, followed by annealing at
100 °C for 30 min under N, condition. Then, the active layer solution of PTB7:PC7yBM
(1:2 weight ratio) (25 mg~mL’1) dissolved in chlorobenzene:1,8-diiodooctane (97:3 volume
ratio) was spin-coated on the ZnO film at 1000 rpm for 60 s. After active layer formation,
the films were stored in a high-vacuum chamber (10~° torr) overnight for sufficient vac-
uum annealing without thermal damage to the active layer. Finally, MoOx (10 nm) and
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Al (100 nm) were thermally evaporated with rates of 0.23 A-s~! and 2 A-s~!, respectively.
After fabricating the devices, CYTOP (CTL-809M, Asahi Glass Co., Ltd. Tokyo, Japan),
diluted with CYTOP solvent (CTL-180, Asahi Glass Co., Ltd. Tokyo, Japan) in 83 vol%,
was spin-coated on the anode at 2000 rpm for 60 sec, followed by an overnight drying in a
high-vacuum chamber (107 torr). For volume concentration of 83 vol%, the CTL-809M
and CTL-180 were mixed with a ratio of 5:1. According to former articles, CYTOP generally
offers a thickness of 1-2 pm [43—-45]. For shelf aging conditions, the devices were stored in
an ambient condition without any illumination to exclude the influence of external light.
During the shelf lifetime measurement, the measurement was conducted without any delay
to minimize the degradation of OSCs by the light illuminated from the solar simulator.
The photovoltaic parameters, including the short circuit current (Jsc), open-circuit voltage
(Voc), fill factor (FF), and power conversion efficiency (PCE), were extracted from current
density-voltage (J-V) characteristics measured by a Keithley 237 (Keithley Instrument Inc.
Cleveland, USA) source measurement unit equipped with an AM 1.5G solar simulator
(Newport, 91160A, Irvine, USA). The Cole—Cole plots were obtained using impedance
spectroscopy (6500B Series; Wayne Kerr Electronics, Bornor Regis, United Kingdom). The
spectra were measured under a forward bias of 0.75 V in the frequency range of 20—50 MHz
to provide an open-circuit condition. The impedance spectroscopy was measured under a
dark condition to extrapolate the recombination resistance effectively [46,47].

3. Results

In Figure 2 and Table 1, the J-V characteristics of OSCs with and without CYTOP
encapsulation were measured. Hereafter, we name the OSC without encapsulation as a
“bare device”. Right after the fabrication, the devices showed identical performance. The
CYTOP and bare devices showed average values of Jsc = 12.83 mA-cm™2, Voc =0.75V,
FF = 0.66, PCE = 6.36% and Jsc = 12.67 mA-cm~2, Voc = 0.75 V, FF = 0.66, PCE = 6.32%, re-
spectively. The identical PCE of CYTOP-encapsulated and bare devices is mainly attributed
to the CYTOP’s excellent chemical stability and orthogonality to general organic materials
due to its fluoric nature [48-50], where the significant orthogonality prevents lower layers
from damaging and reacting with it during spin-coating of the CYTOP layer. Furthermore,
the absence of thermal annealing steps in the PTB7 and CYTOP layers, which owes to
the low glass transition temperature of PTB7 [51], is also speculated to be one reason for
the similar values. To verify the encapsulating effect of the CYTOP on OSCs, the devices
were exposed to an ambient air condition for 35 days without any light illumination. After
the 35 days of shelf lifetime testing, they differed significantly in terms of photovoltaic
parameters. While average parameters of bare devices dropped to Jsc = 11.93 mA-cm ™2,
Voc =0.76 V, FF = 0.57, PCE = 5.17%, those of CYTOP-encapsulated devices only decreased
to Jsc = 13.16 mA-cm ™2, Voc = 0.76 V, FF = 0.62, PCE = 6.13%, of which the average PCE
retained 96% of its initial value. Particularly, while Voc showed no degradation regardless
of encapsulation, Jsc and FF showed severely different stability in relation to the encap-
sulation condition. As reported previously, exposure to air significantly degrades OSCs’
performance, as the moisture and oxygen in the ambient air oxidizes and deteriorates
the 7-bond of organic compounds [52,53]. For the increased shelf lifetime of CYTOP-
encapsulated devices (Figure 2 and Table 1), we speculate that it is mainly attributed to the
reduced moisture penetration [29,32-34] since former articles have suggested that CYTOP
relatively lacks oxygen-repelling ability compared to moisture-repelling ability [54-56].

For further insight, eight identical devices were fabricated, and their shelf lifetimes
were evaluated as a function of aging time (Figure 3). Voc showed no difference, with
negligible deviation regardless of device conditions, whereas Jsc and FF differed mainly
depending on the existence of CYTOP encapsulation. The CYTOP-encapsulated device
sustained its initial Jsc and FF during the test. On the other hand, Jsc and FF of bare devices
decreased during the test. Specifically, the Jsc and FF of CYTOP-encapsulated devices
maintained 103% and 94% of their initial values, leading to 96% of their initial PCE. In
other words, the CYTOP-encapsulated devices showed almost negligible premature aging,
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which indicates that the CYTOP encapsulation layer protected the device from moisture
and oxygen. In contrast, bare devices offered 94% and 86% of their Jsc and FF; their
total PCE dropped to 82% of its initial value. Since the FF is highly affected by the series
resistance (Rg) and shunt resistance (Rgy) [57], the significant difference in FF between
the two devices is related to the different Rg and Rgyy variations upon aging. Through
calculating the reverse slope at the voltage of Voc (x-intercept) [57], the Rg of CYTOP
and bare devices changed from 5.5 Q-cm? and 6.7 Q-cm? to 7.3 Q-cm? and 11.3 Q-cm?,
respectively. While the CYTOP-encapsulated device’s Rg increased by 33% after aging,
the bare device’s Rg increased by 70%. Similarly, calculating the reverse slope at the
voltage of Jsc (y-intercept) [57], the Rsyy of CYTOP and bare devices changed from 8.8 x
10?> Q-ecm? and 10.3 x 10?> Q-cm? to 7.3 x 102 Q-cm? and 5.6 x 10? Q-cm?, respectively.
Compared to the initial Rgpy of each device, a 17% decrease of Rgpy was observed in the
CYTOP-encapsulated device after the aging test, while the bare device suffered from a 46%
reduction of Rgyy. Considering that the variation of Rg and Rgy of the OSCs during the
aging test is attributed to the degradation of organic layers due to moisture in ambient
air, the different ]-V characteristics indicate the superior encapsulating effect of CYTOP
(please see Figure 2). For an in-depth analysis of the impact of the CYTOP thickness
on the shelf lifetime, the degradation of OSCs encapsulated with CYTOP with different
concentrations was analyzed, as marked in Figure S1. Compared to the bare devices, the
CYTOP-encapsulated devices showed significantly improved stability regardless of CYTOP
concentration, maintaining their normalized PCE over 0.9 after 35 days of the aging test.
Further study about the thin CYTOP layer will allow us to find the optimized thickness of
CYTORP for reliable OSCs. Therefore, we can conclude that the adopted concentration of
the CYTOP was sufficient to encapsulate the devices effectively.

To further study the effect of the CYTOP encapsulation on the OSC’s electrical char-
acteristics, diode curves in dark conditions were analyzed. In Figure 4, the J-V curves of
CYTOP-encapsulated and bare devices were evaluated under dark conditions. Hereafter,
we name J-V characteristics in dark conditions as “dark current”. The dark current of OSC
is defined as the following equation:

V —1IRg V —1IRg
1= 1o A | 1
0 {EXP( Vin ) } * Rsy @

where I is the diode current, I is the saturation current, Vy, is the threshold voltage, V is
the applied voltage, Rg is the series resistance, and Rgy is the shunt resistance. As shown in
the equation, the ]-V curves of OSC are affected by parasitic resistance elements. Therefore,
a more considerable drop in the dark current curve is ascribed to an enormous parasitic
series resistance rise, which agrees with the results discussed in the previous paragraphs
(Table 1). The CYTOP-encapsulated device’s dark current showed a variation of current
density, measured at 1V, from 75.51 mA-cm~2 to 60.20 mA-cm 2, whereas the bare device’s
curve changed from 64.29 mA-cm ™2 to 33.83 mA-cm 2, which is in good agreement with
the devices’ calculated Rg in the previous paragraph (Table 1). To verify the different
Rspy upon CYTOP encapsulation, further analyses of ideality factor (n) and impedance
spectroscopy were conducted.

The ideality factor (n) was extrapolated based on the J-V characteristics, which pro-
vides helpful clues regarding trap-assisted recombination. According to a former article, the
ideality factor (n) reflects the degree of trap-assisted recombination within the OSCs [58].
In brief, the ideality factor (n) shows a close value of unity in an ideal case, where no
trap-assisted recombination but only bimolecular recombination occurs. However, when
trap-assisted recombination becomes involved, the ideality factor (n) increases from 1 to 2
at the maximum. The ideality factor (n) is calculated based on the following equation:

o (f&)l;é]))” )
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where k is the Boltzmann constant, T is the absolute temperature in Kelvin, ] is the current
density, and V is the voltage. In Figure 5, the pristine ideality factor (n) of bare and
CYTOP-encapsulated devices showed almost similar values of 1.46 and 1.42, respectively.
After degradation, the ideality factor (n) of the bare device increased from 1.46 to 1.70,
while the ideality factor (n) of CYTOP-encapsulated devices slightly changed (from 1.42
to 1.55). The changed ideality factor (n) after the aging test indicates that trap-assisted
recombination loss becomes more dominant in the bare device compared to its initial state.
As a result, more photo-generated carriers might be annihilated at the trap sites during
their transport to the electrode in the bare devices after the aging test. On the other hand,
the recombination process of charges is relatively maintained in the CYTOP-encapsulated
OSCs, leading to slightly changed diode characteristics after the aging test. Therefore, it
can be interpreted that the stable performance (Figure 3) and J-V characteristics (Figure 4)
of CYTOP-encapsulated OSCs are highly related to the different degrees of change in
the ideality factor (n) upon degradation, implying the excellent moisture barrier impact
of CYTOP.

Compared to Rg, which sensitively affects the diode behavior at the forward bias
region (Figure 4), Rgyy generally rules the curve at lower bias voltage around near zero volt-
age. Among several measurements, Cole-Cole plots have been frequently used in the study
of OSCs because of their clear correlation between parasitic resistance and device character-
istics [38]. Exceptionally, assuming that OSCs’ equivalent circuit equals serial components
consisting of series resistance and several parallel R| | C (Resistance | | Capacitance) compo-
nents, the plot can provide a comprehensive insight into the phenomena inside the device.
In Figure 6, the Cole—Cole plots of 35-day aged bare and CYTOP-encapsulated devices
were measured by impedance spectroscopy with a frequency range from 20 Hz to 50 MHz.
Considering that resistance at the low-frequency end of this range has a positive correlation
with recombination resistance [46,59,60], the CYTOP-encapsulated device showed a larger
recombination resistance (40 kQ)) than the bare device (11 k(}), which is in line with the
trends of the Rgyy calculated from the slope of the ]-V curves (Figure 2 and Table 1). In con-
trast to studies relating the decrease in recombination resistance under light illumination
to improved charge transport [61], some articles correlated the increase in recombination
resistance under a dark condition with reduced charge recombination within the device’s
bulk and interface [62], which is interpreted to be the case in Figure 6. As discussed in
the previous paragraphs, the difference is speculated to originate from the degradation of
organic compounds in the bare device, where the oxidation and aging of m-bonds results in
severe parasitic shunt formation. On the contrary, the CYTOP-encapsulated device showed
almost no aging in device characteristics due to the superior encapsulation of CYTOP
(Figure 3).

4. Conclusions

Throughout the study, we systematically studied the effect of CYTOP encapsulation
on OSCs’ performance by analyzing J-V characteristics, shelf lifetime, dark current, ideality
factor (n), and Cole—Cole plots. While CYTOP-encapsulated and bare devices showed
identical performance at the initial state due to the significant orthogonality of CYTOP, they
showed significant differences after 35-day shelf storage. CYTOP-encapsulated devices
maintained their performance (96% of initial efficiency), whereas the efficiency of bare
devices without encapsulation layers dropped to 82% (Figures 2 and 3). Electro-optical
characteristic analysis of OSCs with and without encapsulation layers indicates that mois-
ture penetrating the organic semiconducting layer of OSCs acts as recombination center
and deteriorates diode characteristics of OSCs. However, the suggested CYTOP encapsula-
tion layer effectively provides moisture and humidity barriers to OSCs during the shelf
aging test, thereby preserving OSCs’ performance. Additional analyses of the Rg/Rgy
(Figures 2 and 4, and Table 1), ideality factor (n) (Figure 5), and recombination resistance
of OSCs (Figure 6) depending on encapsulation conditions confirm that the introduction
of CYTOP encapsulation layers to OSCs enables them to withstand moisture and oxygen
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and maintain their diode characteristics. We believe that this study gives a comprehensive
view on resolving the intrinsically weak stability of OSCs.

Supplementary Materials: The following are available online at https:/ /www.mdpi.com/article/
10.3390/en14133993 /51, Figure S1: Normalized power conversion efficiency of OSC with different
volume concentration CYTOP layer.
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