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For practical application of perovskite photovoltaic devices, it is vital to choose an appropriate carrier
extraction material with high mobility, high conductivity, and appropriate molecular energy levels. One of
the most frequently used hole transport materials, spiro-OMeTAD, is known to show an improvement in
its electrical properties after the oxidation reaction. However, this oxidation reaction is generally
accomplished by simple atmospheric exposure, often taking one or more nights under atmospheric
conditions, and thus the development of a rapid oxidation strategy without the degradation of device
performance is strongly required. Here, we propose a rapid and reproducible oxidation route employing
a UV ozone treatment process that enables quick oxidation of spiro-OMeTAD in solution, as short as 30
seconds. Optical and electrical characterization reveals that this method modifies the highest occupied
molecular orbital energy level of spiro-OMeTAD to reduce the voltage loss, and also improves the
conductivity and mobility, leading to the enhancement in the photovoltaic properties. This finding will
provide useful insights into the further development of spiro-OMeTAD-based perovskite solar cell devices.

Introduction

Perovskite solar cells are one of the most promising next-
generation solar cells, with a certified power conversion effi-
ciency of 25.7%."* It is apparent that the most important
requirement for achieving excellent device performance is
perovskite light-absorbing layers having excellent photoelectric
conversion ability.*®* Meanwhile, in order to transport photo-
generated carriers to electrodes, selection of carrier extraction
materials with high mobility, high conductivity, and appro-
priate molecular energy levels is also important.** So far,
2,2/,7,7"-tetrakis-(N,N-di-4-methoxyphenylamino)-9,9"-spirobi-

fluorene (spiro-OMeTAD) has been widely used as the hole
transport material in perovskite solar cells with high power
conversion efficiency.” This material exhibits a large band gap
(~3.0 eV), deep highest-occupied molecular orbital (HOMO)
energy, high melting point, and thermal stability in device
operation,™"” which are very compatible features with perov-
skite absorption layers. However, as non-doped spiro-OMeTAD
does not exhibit sufficiently high conductivity and hole
mobility, some kinds of additives are generally used to enhance
the electrical properties.”® Most typically, lithium bis(tri-
fluoromethanesulfonyl)imide (LiTFSI) and 4-tert-butylpyridine
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(¢BP) are used as doping material and additive, respectively,
which accelerate the oxidation of spiro-OMeTAD.**"*' It has been
suggested that tBP prevents the phase separation between
LiTFSI and spiro-OMeTAD, and also provides excellent interfa-
cial contact with the perovskite layer.>

It is known that LiTFSI is responsible for promoting the
redox reaction of spiro-OMeTAD as shown below."**°

Spiro-OMeTAD + O, < spiro-OMeTAD" + O,~ 1)

Spiro-OMeTAD™ + O, + LiTFSI « spiro-OMeTAD*
+TFSI” + Li,O, ()

Tonized spiro-OMeTAD (spiro-OMeTAD') produced by the
oxidation process can increase hole concentration in spiro-OMe-
TAD.? The density of spiro-OMeTAD" is positively correlated with
electrical conductivity.*** Furthermore, the existence of spiro-
OMeTAD' can improve the hole extraction ability from perovskite
absorbing layer, leading to the higher power conversion efficiency.
From these aspects, promoting the oxidation of spiro-OMeTAD is
an essential factor for improving the device performance. In most
studies, however, the oxidation reactions are made by simple
atmospheric exposure, often taking one or more nights.> The
simple atmospheric exposure is of general concern as it affects the
stability of PSCs. In particular, moisture and oxygen in air will
accelerate the decomposition of perovskite, further reducing the
device performance and stability.”>*® To accelerate the oxidation of
spiro-OMeTAD, the use of Co(m) complexes,*”* Cu(u) complexes,*
CuSCN (or Cul),* ionic liquids,* and ex situ synthesized p-type
dopants such as spiro-OMeTAD>'(TFSI ), radicals have been
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Fig.1 Schematic depiction of UV ozone treatment for spiro-OMeTAD in solution. (a) Before and (b) after the treatments. The O™ ions generated
by a UV ozone treatment promote oxidization of spiro-OMeTAD molecule. After oxidization, solution is used for spin-coating.

suggested.’*** However, these dopants show low solubility in spiro-
OMEeTAD film and/or require the additional atmospheric exposure
process to obtain the desired electrical properties. Also, they may
produce undesirable byproducts that behave as impurities. As
these are crucial drawbacks for the large-scale production and
hinder the commercialization, an oxidation process that can
reduce the atmospheric exposure time without the degradation of
final device performance is required.

In this study, we focus on UV ozone treatment process as
a convenient way to promote the oxidation of spiro-OMeTAD in
solution (see Fig. 1). The O™ ions (reactive oxygen species)
produced by the UV ozone treatment are activated to the elec-
tronic excited state and act as a good oxidant for spiro-OMeTAD.
As a result, this process enables the rapid oxidation of spiro-
OMEeTAD, as short as 30 seconds. Furthermore, we show that
the oxidized spiro-OMeTAD" modifies the HOMO level energy of
spiro-OMeTAD to improve the energy alignment with the
valence band of perovskite, as well as improvements in the
conductivity and mobility. These results demonstrate that the
UV ozone treatment is promising as a quick oxidation scheme
of spiro-OMeTAD, which helps the development of mass
production processes for the perovskite solar cell modules.

Materials and methods
Preparation of precursor solutions

Aqueous solution of SnO, (15% in H,O, colloidal dispersion) was
purchased from Alfa Aeser. Lead(u) iodide (Pbl,), lead(u) bromide
(PbBr,), formamidine hydroiodide (FAI, low water content), for-
mamidine bromide (FABr), and cesium iodide (CsI) were
purchased from TCI. Phenylethylammonium iodide (PEAI) was
purchased from Greatcell solar. Spiro-OMeTAD was purchased
from Sigma-Aldrich. All chemicals were used as provided.

For preparing the solution for hole transport layer (HTL), spiro-
OMeTAD (50 mg) was dissolved in chlorobenzene (CBZ, 700 uL).
This solution was then mixed with LiTFSI (14 pL of acetonitrile
solution dissolving 155.03 mg of LiTFSI) and ¢BP (25.2 uL) and
stirred at room temperature for 20 minutes, followed by the
filtering using a hydrophobic syringe filter with a pore diameter of
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1 pm.** The mixture was then held at room temperature for 20
minutes and spread on a Petri dish. The mixture was exposed to
UV ozone in a UV ozone cleaner (PC-440, Bioforce Nanoscience) for
0-2 minutes. The UV ozone cleaner emitted UV lights at wave-
lengths of 184.9 nm and 253.7 nm. The total power of UV light was
~20 mW cm 2,

For preparation of SnO, precursor solution, the purchased
15% aqueous solution was mixed with distilled water so that the
SnO, concentration is 7.5%. The prepared solution was soni-
cated for 30 minutes and filtered using a hydrophilic syringe
filter with a pore diameter of 0.45 um.

Precursor solution for perovskite absorption layer was prepared
by mixing three solutions: solutions of FAPbI;, FAPbBr;, and
CsPbBr; with mixed solvent of N,N-dimethylformamide (DMF) and
dimethyl sulfoxide (DMSO). For the solutions of FAPbI; and
FAPDBEr;, the mixing volume ratio of DMF : DMSO was 4 : 1. For the
solution of CsPbBr;, DMSO : DMF = 4: 1. For preparing the solu-
tion of FAPbI;, 599.3 mg of Pbl, powder was dissolved in 1.0 mL of
the DMF/DMSO mixed solvent. Then, 180.0 mg of FAI powder was
added to 947.0 uL of the DMF/DMSO solution of Pbl,. To prepare
the solution of FAPbBr;, 201.9 mg of PbBr, powder was dissolved
in 0.5 mL of the DMF/DMSO mixed solvent. Then, 50.0 mg of FABr
powder was added to 362.0 pL of the DMF/DMSO solution of
PbBr,. For preparing the solution of CsPbl;, 149.8 mg of PbI,
powder was dissolved in 250.0 pL of the DMSO/DMF mixed
solvent. Following that, 50 mg of CsI powder was added to 174.2 pL
of the solution. Finally, we mixed the solution of FAPbI; (750 pL),
the solution of FAPbBr; (100 pL), and the solution of CsPbl; (150
pL) and filtered the mixed solution using a hydrophobic syringe
filter with a pore diameter of 1 pm. The stoichiometric ratio in the
mixed solution leads to the resultant composition of perovskite
film fabricated by spin-coating method to be FA,¢Csg1Pb(Iy g5
Bry.15);. For preparation of solution of PEAI, 8.94 mg of PEAI
powder was dissolved in 3.0 mL of the 2-propanol as the solvent.

Device fabrication

Photovoltaic devices studied here consist of a layered structure of
glass/ITO/SnO,/FA, oCsy1Pb(1y.g5Brg 15)3/PEAI/spiro-OMeTAD/Au.
To fabricate the device, a glass/ITO substrate was cleaned with

© 2023 The Author(s). Published by the Royal Society of Chemistry
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detergent (diluted 10 times with distilled water), acetone, and 2-
propanol, in an ultrasonic bath. Next the SnO, precursor solution
was spin-coated at 4000 rpm for 30 seconds and then annealed at
150 °C for 30 minutes. Before and after coating the SnO, precursor
solution, the sample was exposed to UV light for 15 minutes under
ozone atmosphere to increase the hydrophilicity. After that, the
samples were transferred into a glove box (UNICO, UL-1000A) filled
with dry nitrogen gas (<0.7% RH). To fabricate the perovskite
absorption layer, perovskite precursor solution was spin-coated by
the 1-step anti-solvent method. The sequential spin-coating was
performed at 1000 rpm for 10 seconds followed by that at
6000 rpm for 20 seconds. As the anti-solvent crystallization
procedure, CBZ was dropped at 10 seconds from the start time of
the second spin-coating sequence. The perovskite film was
annealed at 100 °C for 1 hour. Onto the perovskite layer, the spiro-
OMeTAD HTL was fabricated with the spin coating method at
500 rpm for 5 seconds followed by that at 4000 rpm for 35 seconds.
The substrate was dried at room temperature for 30 minutes.
Finally, a gold top electrode was deposited by vacuum evaporation.

Characterizations

UV absorption measurements were performed by using a UV-vis
spectrometer (UV-2550, Shimadzu). PYS measurement was
employed for evaluating the HOMO energy level of spiro-
OMEeTAD by using an ionization energy measurement system
(BIP-KV202GTGK, Bunkoukeiki).

Conductivity and mobility were evaluated by measuring
current density-voltage (J-V) characteristics. We used a source
meter (Model 2400, Keithley) for the electrical measurements.
When we measured the photovoltaic performance, a solar
simulator (XES-40SI, SAN-EI) was employed. The illumination
condition was 100 mW c¢m > of AM1.5G. The current density-
voltage curves measured under both the forward and reverse
voltage scanning directions were recorded.

The J-V curve measured for a very thin conductive film can be
distinguished into two regions: the ohmic region at low applied
voltages and the SCLC region at high applied voltages. In the
ohmic region, the current increases linearly with the applied
voltage. When the voltage is further increased, the SCLC region
is reached and the current shows a quadratic response. Using
the J-V data in the SCLC region, the mobility uy, is calculated
according to the Mott-Gurney equation as shown below.

9 V2
T = g gy 3)

Here, ¢, is the vacuum dielectric constant, ¢ is the dielectric
constant of the spiro-OMeTAD film, and L is the thickness of the
spiro-OMeTAD layer.

Results and discussion

To accelerate the oxidation of spiro-OMeTAD, the excited state
of O™ ion plays an important role. UV radiation at 184.9 nm
decomposes molecular oxygen in the atmosphere, forming
atomic oxygen. The atomic oxygen combines with a molecular
oxygen in the atmosphere and forms ozone. Ozone is then UV-
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irradiated further at a wavelength of 253.7 nm and is decom-
posed again to the excited O~ ions. The O ions act as the
oxidant for spiro-OMeTAD. In this study, we apply the UV ozone
treatment for spiro-OMeTAD in chlorobenzene solution (see
Fig. 1).

Progress of oxidation with UV ozone treatment is monitored
by absorption spectroscopy. Fig. 2 shows absorbance spectra of
spiro-OMeTAD films at various UV ozone treatment times. A
strong absorption peak around 380 nm is attributed to the non-
oxidized spiro-OMeTAD. This peak position does not change
even after the UV treatment, suggesting that the spiro-OMeTAD
undergoes no significant degradation upon the UV exposure.
On the other hand, the appearance of a relatively small peak
around ~530 nm is a signal from the oxidized spiro-OMe-
TAD'.**2*35 This signal becomes strong with UV ozone treat-
ment time and demonstrates that the O™ ion acts as the oxidizer
for spiro-OMeTAD.

Next, we evaluate the energy levels of spiro-OMeTAD varied
with UV ozone treatment time. Photoelectron yield spectroscopy
(PYS) is employed to measure the ionization energy as shown in
Fig. S1 in the ESIL.T The ionization energy is found to shift from
—5.126 €V to —5.143 eV by UV ozone treatment for just 30
seconds. Further UV ozone treatment leads to the larger energy
shift, i.e., —5.163 eV at 1 minute and —5.184 eV at 2 minutes.
This result indicates that the HOMO level energy of spiro-
OMEeTAD increases with the dose amount of UV ozone.

The bandgap energy (E,) is estimated from the absorption
spectroscopy. Fig. S2 in the ESI} exhibits the Tauc plot analyses
for the absorption spectra of spiro-OMeTAD films. The E; of
spiro-OMeTAD without the UV ozone treatment is estimated to
be 3.014 eV, whereas the E, at the UV exposing time of 0.5, 1,
and 2 minutes are 3.015 eV, 3.016 eV, and 3.015 eV, respectively,
indicating that UV ozone treatment does not significantly
change the E, of spiro-OMeTAD.

From the results of PYS and absorption measurements, we
find that both the HOMO and the lowest unoccupied molecular
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Fig. 2 UV-vis absorption spectra of spiro-OMeTAD before and after
UV ozone treatment. An absorption peak observed at ~380 nm is
attributed to the non-oxidized spiro-OMeTAD. A relatively small signal
around ~530 nm, which is grown by UV ozone treatment, is a signal
from the oxidized spiro-OMeTAD™.
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orbital (LUMO) levels are deepened with the UV ozone treat-
ment (see Fig. 3). The oxidized spiro-OMeTAD" ion acts as
a dopant and modifies the Fermi level of spiro-OMeTAD. It has
been reported that the single occupied molecular orbital
(SOMO) level of oxidized spiro-OMeTAD" ion accepts an elec-
tron from the HOMO level of spiro-OMeTAD, resulting in the
increase of hole density.***” In other words, the UV ozone
treatment results in p-type doping for spiro-OMeTAD film and
deepens the HOMO and LUMO levels. We also evaluated the
energy diagram of perovskite films used for solar cell device in
this study, by using absorption and PYS measurements [see
Fig. S3(a) and (b) in the ESIf]. The smaller offset between the
valence band of perovskite (~—5.73 eV) and the HOMO level of
spiro-OMeTAD (see Fig. 3) results in the better band alignment
and lower offset energy loss. This allows the fast carrier
extraction from perovskite layer and suppress the nonradiative
recombination at the interface due to defect states, resulting in
the lower voltage loss and recombination loss.***°

Next, we investigate the electrical characteristics of UV ozone
treated spiro-OMeTAD film. Fig. 4(a) shows the results of
conductivity measurement for devices with the structure of
glass/ITO/spiro-OMeTAD/Au. While the conductivity ¢ of film
without UV ozone treatment is 0.252 x 10™°> S m™*, the UV
exposure for 30 seconds increases ¢ t0 0.409 x 10> S m™'. The
increasing tendency of ¢ is observable up to 2 minutes and is
attributed to the increased concentration in the film owing to
the formation of oxidized spiro-OMeTAD" ions.?**** After 5- or
10 minutes UV ozone exposure, however, the ¢ begins to
decrease, as shown in Fig. S4 in the ESI.7 This result is likely due
to the formation of unexpected by-products by the UV ozone
treatment, which leads to resistive factors in the spiro-OMeTAD
film. The acceleration of oxidation by UV ozone treatment is
possible to improve conductivity, but the optimization of the
exposure time is needed.

The hole mobility u varied with UV ozone treatment is also
investigated. The space-charge-limited current (SCLC) method
is applied for the hole-only device with a structure of glass/ITO/
PEDOT:PSS/spiro-OMeTAD/Au.*>** As shown in Fig. S5 in the

2l -2.112 -2.128 -2.147 -2.169 i
-4.00 .

< 4l 4.11 i
2 -4.77
% - -5.10
E -5.126 -5.143 -5.163 -5.184

6 -5.73 7

0 min 0.5 min 1 min 2 min
UV ozone treatment time
8 -7.88 1
ITO SnO, Perovskite Spiro-OMeTAD Au

Fig. 3 HOMO and LUMO levels of UV ozone treated spiro-OMeTAD
films and energy diagram in solar cell device. Energies for spiro-
OMeTAD and perovskite were evaluated from absorption and PYS
measurements.
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Fig. 4 Electrical characteristics of spiro-OMeTAD films as a function
of UV ozone treatment time. (a) Conductivity measured for /ITO/spiro-
OMeTAD/Au device. (b) Hole mobility measured for ITO/PEDOT:PSS/
spiro-OMeTAD/Au device.

ESI,f the current density-voltage profiles exhibit two regimes,
i.e. ohmic and SCLC regimes. This result is in contrast to the
case of perovskite film, in which a trap-filling regime appears in
the voltage range between ohmic and SCLC, implying the low
trap-state density.** As shown in Fig. 4(b), the u of spiro-
OMeTAD film without UV ozone treatment is evaluated to be
7.52 x 107" em® V™' s7'. After the UV ozone treatment for
30 seconds, u increases to 7.80 x 10~* cm? V™! s7%, and for
1 and 2 minutes, u is further increased to 7.94 x 10~* and
836 x 107* ecm® V' s7', respectively. While the slight
increasing trend seems to be a fluke, the almost unchanged u
indicates that the carrier density is simply proportional to ¢.*

Finally, we evaluate an impact of UV ozone treatment on
current-voltage characteristics in solar cell devices. The inves-
tigated solar cell structure is ITO/SnO,/perovskite/PEAI/spiro-
OMeTAD/Au. A typical morphology of the perovskite surface is
confirmed in a scanning electron microscopic (SEM) image [see
Fig. S6(a) in the ESIt]. Cross-sectional SEM observation exhibits
a good physical contact at the SnO,/perovskite and perovskite/
spiro-OMeTAD interfaces [see Fig. S6(b) in the ESIf]. Funda-
mental structural, optical, and electrical properties of perov-
skite film fabricated in this study are shown in Fig. S3 in the
ESIL.T Note that, as our focus in this study is only the UV-ozone
treatment affecting device performance, we are not concerned
about the relatively low absolute values of device parameters
due to unoptimized perovskite absorption layers (see Fig. S7 in
the ESIT). As shown in Fig. S8(a) in the ESI,T the short-circuit
current density exhibits an increased tendency with the UV
ozone treatment time. This result is consistent with the

© 2023 The Author(s). Published by the Royal Society of Chemistry
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enhanced conductivity and mobility shown above.****” The
open-circuit voltage is also slightly improved by the UV ozone
treatment [see Fig. S8(b)t] due to the deep HOMO energy level
causing the low voltage loss. The filling factor is highest at the
UV ozone treatment time of 30 seconds [see Fig. S8(c)t], which
is consistent with the saturation tendency observed in the
conductivity measurement [see Fig. 4(a)]. Overall, the power
conversion efficiency (PCE) shows a maximum at the exposure
time of 30 seconds as shown in Fig. 5(a). These results reveal
that there is an appropriate dose amount to earn the maximum
effect of UV ozone treatment.

More importantly, the dose amount of UV ozone treatment
also affects device stability. Fig. 5(b) exhibits degradation of PCE
for devices left in an atmospheric environment. The initial
degradation in PCE within 48 hours, which is clearly observed
in pristine samples, is mitigated by UV ozone treatment. This is
likely owing to a fact that the UV ozone treatment promotes
a reaction of LiTFSI described in eqn (2). The well-reacted and
well-stabilized Li* complex do not affect the device stability
whereas the device without UV ozone treatment is considered to
have dense Li" ions, which can migrate through the perovskite
layer and accumulate in the electron transport layer (ETL),
causing degradation.”>**** On the other hand, a long-term
degradation observed after 100 hours becomes pronounced at
the UV ozone treatment time of 1 or 2 minutes. This result
implies that the excessive O™ ions produced by the UV ozone
treatment and remaining in the spiro-OMeTAD layer have
impact on the perovskite absorption

a negative layer.
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Fig. 5 Photovoltaic characterization of perovskite solar cell with UV
ozone treated spiro-OMeTAD HTL. (a) Normalized PCE of solar cell
samples at various UV ozone treatment times. The data are normalized
by the averaged PCE of devices without the treatment. (b) Evolution of
the normalized PCE of devices left in an atmospheric environment.
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Specifically, highly active species such as O™ ions are possible to
decompose the perovskite structure, leading to the degradation
in device performance. It is worth noting that at the UV ozone
treatment time of 30 seconds, both the initial degradation and
the long-term degradation are mitigated simultaneously. This
result is well consistent with the initial device performance
shown in Fig. 5(a) and exhibits that the UV ozone treatment as
long as 30 seconds is appropriate also in terms of device
stability.

Conclusions

In this study, we proposed UV ozone treatment as a rapid oxi-
dization method of spiro-OMeTAD in solution. Absorption
measurements showed that UV ozone treatment time more
than 30 seconds is effective to produce the oxidized spiro-
OMeTAD". Furthermore, PYS measurements showed that UV
ozone treatment modifies HOMO energy of spiro-OMeTAD so
that voltage loss in solar cell device is suppressed. Electrical
characterizations demonstrated that the conductivity and the
mobility are also improved, which were confirmed as the
enhanced PCE in solar cell devices. These results reveal that our
oxidization strategy is more effective than the conventional
methods, allowing for reducing the device manufacturing time.
It is therefore expected to provide useful insights into the
further development of spiro-OMeTAD-based perovskite solar
cell devices and to contribute to the development of mass
production processes of perovskite solar cell modules.
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