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Up‑Scalable Fabrication of  SnO2 
with Multifunctional Interface for High 
Performance Perovskite Solar Modules
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HIGHLIGHTS

High-quality large-area  SnO2 films are fabricated by chemical bath deposition with the addition of  KMnO4.

The presence of K and Mn ions can improve both the crystallinity and the phase stability of perovskites and reduce hysteresis of devices 
simultaneously.

Perovskite solar modules (22.4 and 91.8  cm2) are demonstrated with active area efficiencies of 17.26% and 13.72%, respectively, and the 
22.4  cm2 perovskite solar module exhibits a T80 operation lifetime exceeding 1000 h in ambient condition.

ABSTRACT Tin dioxide  (SnO2) has been demonstrated 
as one of the promising electron transport layers for high-
efficiency perovskite solar cells (PSCs). However, scalable 
fabrication of  SnO2 films with uniform coverage, desirable 
thickness and a low defect density in perovskite solar mod-
ules (PSMs) is still challenging. Here, we report preparation 
of high-quality large-area  SnO2 films by chemical bath depo-
sition (CBD) with the addition of  KMnO4. The strong oxidiz-
ing nature of  KMnO4 promotes the conversion from Sn(II) to 
Sn(VI), leading to reduced trap defects and a higher carrier 
mobility of  SnO2. In addition, K ions diffuse into the per-
ovskite film resulting in larger grain sizes, passivated grain 
boundaries, and reduced hysteresis of PSCs. Furthermore, 
Mn ion doping improves both the crystallinity and the phase stability of the perovskite film. Such a multifunctional interface engineering 
strategy enabled us to achieve a power conversion efficiency (PCE) of 21.70% with less hysteresis for lab-scale PSCs. Using this method, 
we also fabricated 5 × 5 and 10 × 10  cm2 PSMs, which showed PCEs of 15.62% and 11.80% (active area PCEs are 17.26% and 13.72%), 
respectively. For the encapsulated 5 × 5  cm2 PSM, we obtained a  T80 operation lifetime (the lifespan during which the solar module PCE 
drops to 80% of its initial value) exceeding 1000 h in ambient condition. 
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1 Introduction

The attributes of high performance, simple fabrication pro-
cess and low-cost make perovskite solar cells (PSCs) a good 
candidate in the field of energy conversion [1–7]. The record 
powder conversion efficiency (PCE) of 25.5% for lab-scale 
PSCs now is comparable with the commercial photovoltaics 
[8, 9]. Up to now, the high performance of PSCs is mainly 
based on a planar or mesoporous structure [10–14]. In these 
architectures, the electron transport layer (ETL) as the bot-
tom layer is the key in the device fabrication toward high 
efficiency and long-term stability [15]. Tin dioxide  (SnO2) 
has been demonstrated as an efficient ETL candidate in the 
case of PSCs due to its excellent mobility, high light trans-
mittance and suitable energy level alignments with perovs-
kites [16–19]. It can be easily coated on the planar and/or 
tandem structure by spin-coating [12, 20, 21], chemical bath 
deposition (CBD) [22, 23], sputtering deposition [24] and 
atomic layer deposition (ALD) [25–27].

High-quality and advanced fabrication techniques of 
 SnO2 films not only help achieve a high efficiency in lab-
scale, but also promote the development of perovskite 
solar modules (PSMs) [28]. To date, the record mini-mod-
ule efficiency of PSMs is over 18.6% with a module area 
of ~ 30  cm2 [29]. However, the stability still lags behind 
because of poor interface and fragile perovskite materi-
als [20]. Therefore, high efficiency and long-term stability 
of PSMs not only need a high-quality perovskite active 
layer, but also require the preparation of ETLs and inter-
face modification [20, 30, 31]. Better uniformity across 
the large area, simple fabrication process and low-cost/
temperature of ETLs are imperative for the upscalable fab-
rication of PSMs [32]. However, when upscaling PSMs the 
risk to form voids/pinholes inevitably increases in the con-
ventional spin-coating process because of the thickness 
fluctuation in  the ultra-thin  SnO2 layer [33]. Also, the 
mesoporous layer as ETL adds additional complexity in 
the module fabrication and increases the series resistance 
simultaneously [34, 35]. Thus, a compact, high crystalline 
and high mobility ETLs are important for module fabrica-
tion. Sputtering deposition has been commonly used to 
deposit uniform  SnO2 thin films across a large area at low 
temperature; however, the low crystallization and the large 
density of defects lead to poor carrier extraction [24]. The 
relatively high-cost of ALD makes it less desirable for 

mass production [17]. Although conventional CBD is a 
low-cost process compatible with upscalable deposition, 
the need of a seed layer and additional surface passiva-
tion make the deposition process complex [22]. Recently, 
CBD was demonstrated as an efficient way to produce 
high-quality  SnO2 by precisely controlling the thickness, 
which led to a record output efficiency of 25.2% in lab-
scale [36]. However, large area  SnO2 deposition is still 
rarely reported using the CBD process (Table S1) because 
additional surface treatments are needed to passivate the 
oxygen vacancies and surface hydroxyl groups in the  SnO2 
film [20, 37–40], which not only increases the nonradiative 
recombination, but also accelerates the degradation of the 
devices[40, 41]. It is worth noting that the conventional 
surface passivation of  SnO2 layer is mainly based on spin-
coating techniques or additional spin-coating process [20, 
37, 39–43], which makes them challenging for large-scale 
fabrication. Therefore, it is vital to achieve high-quality 
 SnO2 thin films and proper  SnO2/perovskite interfaces by 
a more facile approach.

In this work, we prepared the  SnO2 thin layers on both 
lab-scale and upscalable substrates by introducing the 
potassium permanganate  (KMnO4) into the precursor 
solution in the CBD method (abbreviated as  SnO2/K-ETL; 
 SnO2 without  KMnO4 is abbreviated as  SnO2-ETL). Strong 
oxidant of  KMnO4 not only facilitates the complete oxi-
dation of the  SnCl2 precursor solution, but also provides 
additional treatment by K and Mn ions. K ions can diffuse 
into perovskites to enlarge grain size and passivate the 
grain boundaries (GBs) simultaneously. Unintentional Mn 
doping not only improves the crystallinity of perovskite 
films, but also enhances the phase stability of perovskites. 
Moreover, the presence of K ions can effectively reduce 
the hysteresis of PSCs/PSMs. This multifunctional inter-
face engineering strategy led to a champion power con-
version efficiency (PCE) of 21.70% for the  SnO2/K-based 
PSCs (active area = 0.09  cm2). Furthermore, the large area 
PSMs of 5 × 5 and 10 × 10  cm2 were fabricated to generate 
the module PCEs of 15.62% (active area PCE = 17.26%) 
and 11.80% (active area PCE = 13.72%), respectively. A 
T80 lifetime (the lifespan during which the solar module 
PCE drops to 80% of its initial value) over 1000 h was 
demonstrated on the 5 × 5  cm2 PSM under continuous AM 
1.5G light illumination at a fixed bias in ambient condition 
(relative humidity RH ~ 55%, 25 °C).
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2  Experimental Section

2.1  Materials

Formamidinium iodide (FAI), methylammonium iodide 
(MAI), methylammonium bromide (MABr) and meth-
ylammonium chloride (MACl) were purchased from 
Greatcell solar (Australia).  PbI2 (99.99%) was purchased 
from TCI. 2,2′,7,7′-tetrakis(N,N-di-p-methoxyphenyl-
amine)9,9′-spirobifluorene (Spiro-OMeTAD) was pur-
chased from Xi’an Polymer Light Technology (China). 
Dimethylformamide (DMF), dimethyl sulfoxide (DMSO), 
isopropanol (IPA), chlorobenzene (CB), and hydrochloric 
acid (HCl, 36.4%) were purchased from Wako (Japan). 
4-tert-butylpyridine (99.9%), acetonitrile (99.9%), 
 SnCl2·2H2O (99.99%), urea and mercaptoacetic acid (98%) 
were purchased from Sigma-Aldrich. Potassium perman-
ganate  (KMnO4, 99.3%) was purchased from Nacalai 
Tesque. All reagents were used as received without further 
purification.

2.2  SnO2 Thin Film

The  SnO2 thin film was deposited by CBD method. Specifi-
cally, 5 g urea was dissolved into 400 mL distilled water in 
a glassware. After stirring for 5 min, 100 µL mercaptoacetic 
acid, 5 mL HCl and 1.1 g  SnCl2·2H2O were sequentially 
dropped into solution and kept stirring for another 5 min. 
The solution needs to be diluted four times before use. The 
cleaned fluorine-doped tin oxide (FTO) substrates were 
placed vertically in the glassware that contained  SnCl2 pre-
cursor solution. Then, the glassware was placed in an oven 
with a temperature of 95 °C. After 3 h heating, the different 
amounts of  KMnO4 were added into glassware. After 10 min 
continuous heating, the glassware was taken out followed 
by cleaning FTO substrates. Finally, the as-prepared FTO/
SnO2 substrates were annealed at 180 °C for 1 h in ambient.

2.3  Devices Fabrication

FTO substrates (1.5 × 1.5  cm2) were sequentially washed 
by the detergent, distilled water and IPA for 30  min, 
respectively. Then, the FTO substrates were dried by  N2 

flow and treated by using UV-ozone for one hour. After 
deposition of  SnO2 by CBD method, the perovskite film 
 (Cs0.05FA0.85MA0.1PbI2.85Br0.15) was fabricated by two-step 
spin-coating. First, 1.35 M  PbI2 and 0.0675 M CsI were 
dissolved in mixed solution (1.9 mL DMF and 0.1 mL 
DMSO) and stirred at 70 °C for 30 min. The  PbI2 precur-
sor solution was coated on FTO/SnO2 substrates by spin-
coating (3000 rpm, 30 s). Second, the mixed FAI/MAI/
MABr/MACl precursor solution (FAI 1000 mg; MAI 110 g; 
MABr 110 mg; MACl 110 mg, dissolved in 15 mL IPA) was 
spin-coated (3000 rpm, 30 s) on the top of the FTO/SnO2/
PbI2. To obtain the perovskite layer, the as-prepared films 
were annealed at 150 °C for 15 min in ambient environ-
ment (RH ~ 20%, 20 °C). 100 μL of spiro-OMeTAD solution 
(spiro-OMeTAD solution was prepared as reported in our 
previous works [20, 44].) was spin-coated on the perovskite 
film at 3500 rpm for 30 s. Finally, 100 nm gold electrode 
was coated by thermal evaporation under a high vacuum 
pressure of 1 ×  10−5 Torr. Except for the gold evaporation, 
all the processes were performed in an ambient environment 
with a relative humidity (RH) of ~ 20%.

2.4  PSM Fabrication

The FTO substrates of 5 × 5 and 10 × 10  cm2 PSMs were 
cleaned by the detergent, distilled water and IPA for 
30 min, respectively. The  SnO2 film, perovskite layer, spiro-
OMeTAD film and gold electrode were deposited by CBD, 
spin-coating and thermal evaporation method, respectively, 
as we discussed before. For the 5 × 5  cm2 PSM, the FTO 
substrate contains 7 sub-cells with a defined size of 6.65 mm 
by 49 mm. Similarly, 14 sub-cells with a defined size of 
6.65 mm by 99 mm were made in 10 × 10  cm2 PSM. The 
gap between each FTO pattern is named as P1 with a width 
of 50 μm. After deposition of  SnO2 film, perovskite layer 
and spiro-OMeTAD, another line defined as P2 was car-
ried out by laser scribing via a  CO2 laser (output intensity 
is ~ 5.6 W) to expose the bottom FTO electrodes in order to 
construct the series connections between the sub-cells in the 
PSMs. Finally, P3 line was performed by mechanical scrib-
ing to sperate each sub-cell after gold evaporation. The laser 
scribing process and thermal evaporation were conducted in 
an ambient environment with a RH of ~ 55%. All the other 
processes were performed in a dry condition (RH ~ 20%).
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2.5  Photovoltaic Characterization

The J–V curves of the lab-scale PSCs (1.5 × 1.5  cm2) 
and PSMs (5 × 5  cm2) are carried out under AM 1.5 G, 
100 mW  cm−2 by using a solar simulator (Newport Oriel 
Sol 1A, Xenon-lamp, USHIO, UXL-150SO) and Keithley 
2420 source meter. The J–V curves of 10 × 10  cm2 PSMs 
were measured under AM 1.5 G, 100 mW  cm−2 by using a 
solar simulator with an output beam of 8 × 8 inches (New-
port Oriel Sol 3A, Xenon-lamp, 94083A). All the solar 
simulators are calibrated by using a KG3 reference Si-cell 
(Enlitech, Oriel Instruments Model Number 90026564, 
2 × 2  cm2) before test. The lab-scale PSCs were measured 
under reverse scan (1.3 to −0.1 V) and forward scan (−0.1 
to 1.3 V) with a scan rate of 0.13 V  s−1. Similarly, the J-V 
scan range of PSMs are from 12 to −0.2 V (forward: −0.2 
to 12 V) and 16.0 to −0.2 V (forward: −0.2 to 16 V) for 
5 × 5  cm2 PSMs and 10 × 10  cm2 PSMs, respectively. The 
scan rate for PSMs is 0.25 V  s−1. No preconditioning pro-
tocol was used before the characterization in this work. The 
EQE spectra of lab-scale PSCs were characterized from 
300 to 850 nm using Oriel IQE 200. The lab-scale PSCs 
(1.5 × 1.5  cm2) were tested by using a metal shadow mask 
with an aperture area of 0.09  cm2 and the designated area of 
22.4  cm2 for 5 × 5  cm2 PSMs and 91.8  cm2 for 10 × 10  cm2 
PSMs were defined by a corresponding metal mask.

2.6  Characterization

XRD measurements (from 10° to 60°) were investigated 
by using a Bruker D8 Discover instrument (Bruker AXS 
GmbH, Karlsruhe, Germany) equipped with Cu wavelength 
I = 1.54 Å X-ray source operated at 1600 W and Goebel 
mirror. The scan interval is 0.02° per step. The top-view 
and cross section SEM images were investigated by using 
a scanning electron microscope (Helios NanoLab G3 UC, 
FEI). Surface investigations were performed by ultra-
violet photoemission spectroscopy (UPS) and X-ray pho-
toelectron spectroscopy (XPS). An X-ray photoelectron 
spectrometer (XPS-AXIS Ultra HAS, Kratos) equipped 
with monochromatic Al-Kα = 1486.6 eV and nonmono-
chromatic He-I = 21.22  eV sources was used for meas-
urements. For sputtering in secondary ion mass spectros-
copy (SIMS), a 3 keV  Ar+ primary beam with a current of 
10 mA and a diameter of 100 µm was used. The steady-state 

photoluminescence (PL) spectra were obtained by using a 
JASCO FP-8500 spectrometer. The time-resolved photolu-
minescence (TRPL) measurements were carried out by using 
time-correlated, single-photon counting technique (Hama-
matsu, C10627) equipped with a femtosecond mode-locked 
Ti:sapphire laser (SpectraPhysics, MAITAI XF-IMW). The 
wavelength of excitation is 405 nm with an intensity of 1.3 
mW. The space-charge limited current (SCLC) test was per-
formed in dark condition by using a Keithley 2420 source 
meter (from −0.1 to 2.25 V). The electrochemical imped-
ance spectroscopy (EIS) measurement data were acquired 
from the Autolab electrochemical working station with an 
amplitude of 5 mV at a fixed voltage of 1.0 V under one sun 
illumination (AM 1.5 irradiation). The frequency range is 
from 1 MHz to 100 Hz.

3  Results and Discussion

Figure 1 illustrates the fabrication process of  SnO2-ETL 
films in the case of PSM by the CBD method. For 
 SnO2/K-ETL film, urea,  SnCl2·2H2O, mercaptoacetic acid 
and hydrochloric acid (HCl) were first dissolved in deion-
ized water as the precursor solution (Step ①). The glassware 
containing precursor solution and FTO substrates was heated 
to 95 °C and kept for 3 h in the oven (Step ②). Then, the 
 KMnO4 was added into the glassware (Step ③). After 10 min 
continuous heating, the samples were taken out followed 
by post-annealing at 180 °C (1 h) on a hotplate (Step ④) 
(More details can be found in the experimental procedures). 
For  SnO2-ETL film, the process only includes the step ①, 
② and ④. It is noted that the acidic environment (Fig. S1) 
in the precursor solution makes the following well-known 
chemical reaction possible, when the  KMnO4 was added into 
precursor solution.

The products of KCl and  MnCl2 generated from the above 
chemical reaction can be deposited on the surface of  SnO2 
film in step ③ process.

To identify our hypothesis, X-ray photoelectron spectros-
copy (XPS) was employed to characterize the surface prop-
erty changes of  SnO2-ETLs with/without  KMnO4 additive. 

(1)
2KMnO4 + 5SnCl2 + 16HCl → 2KCl + 2MnCl2 + 5SnCl4 + 8H2O

(2)SnCl4 + (x + 2) H2O → SnO2 ⋅ xH2O + 4HCl
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The typical peaks of K 2p and Mn 2p orbitals appeared in the 
 SnO2/K-ETL samples confirming that potassium and manga-
nese are successfully deposited on the surface of  SnO2 layer. 
The binding energy of 642.0 eV for Mn  2p3/2 is assigned 
to  MnCl2 in  SnO2/K-ETL film [45]. These results are well 
consistent with our hypothesis in Eq. 1. The two spin–orbit 
splitting peaks of Sn 3d in the  SnO2-ETL in Fig. 2c shift 
from 495.1 and 486.8 eV to high binding energies of 495.5 
and 487.1 eV  (SnO2/K-ETL), which indicates more Sn (II) 
conversion to Sn (IV) [46, 47]. In parallel, the Cl ions are 
inevitably adsorbed on the top of  SnO2 film because of the 
precursor solution containing  SnCl2 and HCl. However, the 
increased intensity of Cl 2p in Fig. S2 suggests that large 
amounts of Cl ions as the products are deposited on the sur-
face in the case of  SnO2/K-ETL film due to the formation 
of KCl and  MnCl2, which is consistent with our hypothesis 
in Eqs. 1 and 2.

To further evaluate the quality of  SnO2-ETLs, the space-
charge limited current (SCLC) was conducted to evaluate the 
carrier mobility in the case of  SnO2 and  SnO2/K-ETLs based 
on a sandwich structure of FTO/SnO2/Au (More details are 

found in experimental procedures) [39]. As seen in Fig. S3, 
the carrier mobility of  SnO2 is enhanced from  SnO2-ETL 
(1.62 ×  10−3  cm2   V−1   S−1) to  SnO2/K-ETL (3.91 ×  10−3 
 cm2  V−1  S−1) after  KMnO4 incorporation.

The electronic structures of  SnO2-ETLs were also deter-
mined by using the ultraviolet photoemission spectroscopy 
(UPS) measurement as seen in Fig.  2d. The ionization 
energy (IE) values of samples can be extracted by the for-
mula of IE = 21.22−Ecutoff +  Eonset [44, 48]. The correspond-
ing values of  SnO2-ETL and  SnO2/K-ETL films are 8.49 and 
8.12 eV, respectively, which suggests the presence of potas-
sium and manganese ions affects the energy level of  SnO2 
films. In combination with the optical bandgap of  SnO2 films 
(Fig. S4), the corresponding electron affinity (EA) values 
of  SnO2 films with/without  KMnO4 are 4.12 and 4.53 eV, 
respectively.

Except the modification of the  SnO2 layer, the incorpo-
ration of  KMnO4 also has the influence on the perovskite 
films because the diffusion of K ions into perovskites and 
Mn doping has been previously demonstrated [42, 49, 50]. 
Previously, Zhu, Tan and coworkers demonstrated that K 

Step ④Step ③Step ②
Step ①

OvenOven

95°C
10 min

95°C
180 min

(a)

(b)

Glass
FTO
ETL

PVSK
HTL
Au P1 P3

P2

Fig. 1  a Illustration of perovskite solar module architecture (ETL/HTL is electron/hole transport layer. PVSK is the perovskite layer.). b Sche-
matic illustration of the  SnO2 films fabricated by chemical bath deposition
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ions in the ETL could diffuse into the perovskite active layer 
to enlarge the grain size and passivate GBs [42]. Moreo-
ver, Qi et al. also discovered that partial Mn ions doping in 
perovskites can improve the crystallinity, morphology and 
phase stability of perovskites [49]. In addition to the K and 
Mn ions diffusing into perovskites, several previous works 
also demonstrated that the direct incorporation of K and 
Mn ions into perovskite precursors can improve the perovs-
kite grain size, reduce the hysteresis in resultant solar cells 
and enhance the thermal stability [51–53]. Although there 
is negligible morphology difference of  SnO2-ETLs with/
without  KMnO4 treatment as demonstrated by atomic force 
microscopy (AFM) images and scanning electron micros-
copy (SEM) images (Figs. S5 and S6). The crystallinity and 
surface morphology of the perovskite films grown on  SnO2 
and  SnO2/K substrates (they are abbreviated as  SnO2-PVSK 
and  SnO2/K-PVSK, respectively) are quite different as illus-
trated by X-ray diffraction (XRD) and SEM (Figs. 3a-c). The 

compact and dense perovskite films showed high crystallin-
ity. The enlarged grain size and the increase in XRD inten-
sity of the perovskite film on  SnO2/K substrate (Fig. S7) 
can be explained by the diffusion of K and Mn ions from 
the surface of the  SnO2 layer to the bulk perovskite film in 
the fabrication process, which promote the growth of the 
perovskite grains and reduce the GBs [38, 42, 49, 50].

To further confirm it, the elemental distributions of K and 
Mn ions were characterized using secondary ion mass spec-
troscopy (SIMS) depth profiling on the FTO/SnO2/perovs-
kite films (with/without annealing) based on  SnO2/K-ETL. 
SIMS results in Fig. S8 evidenced K and Mn ions are located 
at the interface between perovskite and  SnO2/K-ETL before 
annealing and diffused into in the bulk perovskite film after 
post-annealing. In addition, UPS and absorption spectra 
were conducted to identify the energy level alignments in 
 SnO2-PVSK and  SnO2/K-PVSK samples. It is found that the 
IE of perovskite films based on  SnO2 and  SnO2/K is the 
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same (IE = 5.65 eV). In combination with the bandgap of the 
perovskite films, the EA value is 4.10 eV (Figs. S9 and S10). 
It is noted that the reduced electron barrier between perovs-
kite and  SnO2/K-ETL layer in comparison with perovskite/
SnO2-ETL interface can accelerate the carrier extraction 
(Fig. S10). Figures 3d-e show the steady-state photolumi-
nescence (PL) and time-resolved PL (TRPL) of perovskites 
on FTO/SnO2 substrates with/without  KMnO4 treatment. 
The high f luorescence quenching efficiency of 
 SnO2/K-PVSK indicates the efficient electron extraction 
occurred from perovskite to  SnO2/K-ETL layer because of 
the high carrier mobility of  SnO2/K in comparison with 
 SnO2 [12]. The lifetimes of the perovskite films were fitted 
by a bi-exponential function of �average =

A1�
2
1
+A2�

2
2

A1�1+A2�2

 [44, 54]. 

In this equation, Ai (i = 1, 2) is the amplitude. The τ1 of the 
fast decay component represents the nonradiative recombi-
nation. Similarly, τ2 represents the radiative recombination 
with a slow decay component. Compared with  SnO2-PVSK 
sample, the short lifetime of the  SnO2/K-PVSK (Table S2) 
indicates the less defects and efficient carrier extraction 
because of the reduced electron barrier at the perovskite/

SnO2 interface (Fig. S10), and the high carrier mobility of 
 SnO2 in the case of  SnO2/K-ETL [12]. To further investigate 
the influence of  KMnO4 on the perovskites and perovskite/
SnO2 interface, the dark I-V measurement was conducted by 
assembling an electron-only devices with a configuration of 
FTO/SnO2/perovskite/PCBM/C60/Au. The SCLC equation 
was used to calculate the trap density of the perovskite films 
as follows [20, 44, 55]:

where VTFL represents the onset voltage of the trap filled 
limit. �0 and � are the constant of vacuum permittivity in 
free space and the relative dielectric constant of perovs-
kite. e is electric charge. L is the thickness of the perovskite 
film (Fig. S11). The reduced trap defects of  SnO2/K-PVSK 
(2.94 ×  1015   cm−3) compared with  SnO2-PVSK 
(3.76 ×  1015  cm−3) suggest the presence of K and Mn ions 
can effectively improve the crystallinity of perovskite film 
and reduce the defects.

Figure 4a illustrates the structure of planar PSCs based 
on  SnO2 and  SnO2/K (they are abbreviated as  SnO2-PSC 
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and  SnO2/K-PSC, respectively). Typical cross section SEM 
images of devices in Figs. 4b, c and S12 show uniform and 
compact perovskite layers. A relatively low PCEs of 20.09% 
and 17.05% for  SnO2-PSC under reverse scan (RS) and for-
ward scan (FS) exhibited a large hysteresis. As the amount 
of  KMnO4 is increased, the photovoltaic performance of 
devices increases as shown in Fig. S13 and Table S3. The 
champion PCE is achieved at a concentration of 8 mM, 
beyond which the performance starts to decrease. Moreo-
ver, the hysteresis (hysteresis index (HI) =  PCERS/PCEFS) 
[56] is also improved with the introduction of  KMnO4. The 
HI decreases from 1.18 for 0 mM  KMnO4 to 1.05 for 8 mM 
 KMnO4. Figure 4d shows the photovoltaic performance of 
the best-performing  SnO2-PSCs and  SnO2/K-PSCs. Com-
pared to  SnO2 based device that shows a large hysteresis, the 
reduced hysteresis after  KMnO4 treatment is observed with 
the  PCERS of 21.70% and  PCEFS of 20.58%. The correspond-
ing integrated  Jsc from EQE are 22.69 and 23.11 mA  cm−2, 
respectively (Fig.  4e), which are in agreement with  Jsc 
extracted from J − V curves, with a discrepancy below 2%. 
It is worth noting that the enhanced EQE in the wavelength 
region of 700 ~ 800 nm in the case of the  SnO2/K-based 
PSC is ascribed to the reduced trap density at the surface 
of the perovskite film and faster carrier extraction at the 
perovskite/HTL interface by the incorporation of K and 
Mn ions into the perovskites [44]. Additionally, both  SnO2 
and  SnO2/K-based PSCs exhibit stable output (under initial 
maximum power point (MPP) voltage) with PCE of 18.67% 
and 20.58%, respectively (Fig. 4f).

Statistical analyses of the photovoltaic parameters reveal 
that the performance is reproducible with minimal varia-
tions and low HI of 1.05 for  SnO2/K-PSC compared to  SnO2 
based devices with large hysteresis (HI = 1.40). (Figs. 4g, 
S14 and Table S4). It is well known that hysteresis is mainly 
originated from: [52, 57] 1) the ion migration in perovskites; 
2) charge trapping/de-trapping in deep trap sites originated 
from defects; 3) ferroelectric polarization of perovskites. 
The same composition of perovskite used in the PSCs sug-
gests that the main influence comes from issues 1) and 
2). Large amounts of defects at ETL/perovskite interface 
serve as the recombination centers in the devices, which 
highly increase the nonradiative recombination, leading to 
a large hysteresis [57]. In parallel, the iodide ions migrat-
ing through GBs are accumulated at electrode and interface 
of ETL/perovskite, which increases the capacitance in the 
devices, resulting in a large hysteresis simultaneously [57, 

58]. However, the reduced interfacial trap-assisted recom-
bination at ETL/perovskite by decorating the interface with 
the  KMnO4 treatment and the inhibition of the ion migration 
by potassium doping can effectively eliminate the hysteresis 
[57, 59]. Our results are consistent with previous findings 
that the presence of potassium halide layer could reduce the 
ionic migration, leading to a reduced hysteresis [50, 57]. In 
addition, the enlarged perovskite grain size and enhanced 
crystallinity of the perovskite film in the case of  SnO2/K 
sample can also reduce the hysteresis because of less GBs 
and defects [60, 61].

Besides the hysteresis, we also evaluated the light-inten-
sity-dependent  Voc of PSCs under increasing illumination 
intensities, which reflects the trap-assisted recombination 
[39]. As seen in Fig. 4h, the  SnO2/K-PSC with a small 
slope value (1.37 kT  q−1) compared to the  SnO2 based 
device (1.90 kT  q−1) indicates less trap-assisted recom-
bination, which agrees well with TRPL results. Further-
more, the electrochemical impedance spectroscopy (EIS) 
measurements were performed under AM 1.5 G light illu-
mination at a bias voltage of 1.0 V. By fitting the equiva-
lent circuit diagram as seen in Fig. 4i, the closer sheet 
resistance (Rs) of two devices suggests the same con-
figuration in devices (Table S5). In contrast, the smaller 
semicircle defined as charge transport resistance (Rct) of 
 SnO2/K-PSC (22.44 Ω) compared with  SnO2-PSC (62.57 
Ω) reveals the fastest carrier transport, which is ascribed 
to less trap density and well energy level alignment at the 
interface of  SnO2/perovskite. In addition to the efficiency, 
the stability of devices is also an important part to evalu-
ate the performance of devices. We first check the phase 
stability of perovskite that was stored in ambient air in a 
dry room with a relative humidity of ~ 20% without any 
encapsulation for 5 months. For both devices, the high 
intensity of the  PbI2 peak at 12.6° is observed after stor-
age for 5 months, which indicates that part of perovskite 
active materials has decomposed to  PbI2 (Fig. S15). But 
when compared to the  SnO2-PSC, the  SnO2/K-PSC shows 
a substantially stronger perovskite peak at ~ 14°, sug-
gesting that degradation of perovskite in  SnO2/K-PSC is 
slower than that in  SnO2-PSC. In addition, we also evalu-
ated the storage stability of the resultant solar cell devices. 
The average efficiency of  SnO2/K-PSC is 18.8%, which is 
much higher than  SnO2-PSC with a PCE of 17.4% (Fig. 
S16 and Table S6). On the basis of the above analyses, we 
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conclude that  SnO2/K-ETL can improve the phase stability 
of perovskite.

To highlight the benefits of this approach for fabricat-
ing  SnO2 layer, we also demonstrated its feasibility to be 
up-scalable (Figs. 5c (inset) and S17). Statistical analyses 
of photovoltaics performance based on 5 × 5   cm2 PSMs 
(10 devices) with a designed area of 22.4  cm2 (Fig. S18a) 
showed an average PCE of 11.97 ± 1.16% and 13.62 ± 0.87% 
for  SnO2-PSMs and  SnO2/K-PSMs, respectively (Fig. S19, 
Tables S7-S8). The champion module PCEs of 15.62% with 
a Voc of 7.59 V, a Jsc of 2.95 mA  cm−2 and a FF of 0.699 
under reverse scan and 14.25% with a Voc of 7.17 V, a Jsc 
of 2.98 mA  cm−2 and a FF of 0.697 under forward scan 
for  SnO2/K-PSM show a reduced hysteresis (HI = 1.10) 

compared with  SnO2-PSM showing a large hysteresis 
(HI = 1.95) with module PCEs of 14.58% and 7.49% under 
RS and FS, respectively (Fig. 5a, Table S9). It is worth to 
note that the active area PCE for the champion devices is 
up to 17.26% with a geometric fill factor (GFF) = 90.5% 
(Fig. S18b), which is higher than previous related reports 
(Table  S10). Furthermore, 10 × 10  cm2 PSMs with a 
designed area of 91.8  cm2 by employing  SnO2/K as ETL 
were fabricated with an average PCE of 10.06 ± 0.99% 
(Fig. S20 and Table S11). The best module generates a PCE 
of 11.80% (Voc of 13.16 V, Jsc of 1.38 mA  cm−2 and FF 
of 0.648) under reverse scan and 10.17% (Voc of 12.65 V, 
Jsc of 1.40 mA  cm−2 and FF of 0.574) under forward scan 
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(Fig. 5b). The corresponding active area PCE is over 13.72% 
with a GFF of 86.0% (Fig. S21).

In addition, the operation stability of 5 × 5  cm2 PSM (with 
UV-curing polymer encapsulation) in Figs. 5c and S22 was 
evaluated under continuous AM 1.5G light illumination at a 
fixed bias that is determined by the initial maximum power 
point from J-V curves in ambient condition (RH ~ 55%, 
25 °C). A fast decay in the performance of  SnO2-PSM is 
observed, resulting in a poor operational stability with a 
 T80 lifetime (the lifespan of the solar module PCE drops 
to 80% of its initial performance) of 471 h. In contrast, the 
 SnO2/K-PSM exhibits an excellent operational performance 
with a T80 lifetime of 1006 h. This outstanding stability is 
ascribed to the better contact of  SnO2/perovskite interface 
and high crystallinity of the perovskite layer. Two decay 
processes, including a fast exponential decay regime fol-
lowed by a subsequent slower linear one, are often discussed 
as commonly observed profiles in operational stability of 
PSCs [56, 62]. The exponential decay corresponds to a fast 

burn-in process associated with migration of cation vacan-
cies, which induces the formation of an additional Debye 
layer at the interface between ETL and perovskite, inhibit-
ing carrier extraction [62, 63]. The reduced burn-in region 
in the exponential decay profile in the case of  SnO2/K-PSM 
indicates the ETL/perovskite interface is well passivated 
by  KMnO4 treatment, reducing the accumulation of ionic 
defects and vacancies at the interfaces. However, severe 
iodide ions migration in the  SnO2-PSM can accelerate the 
degradation of perovskite and the formation of recombi-
nation centers, which results in a high recombination and 
efficiency loss, leading to a fast decay and a poor stabil-
ity [57, 58, 64]. Moreover, Mn doping also improves the 
stability of perovskite in the case of  SnO2/K-PSMs in the 
permanent degradation regime (linear decay). The volumet-
ric ratio between  BX6 (B =  Pb2+, X = I, Br) octahedra and 
cations will determine the phase stability of perovskites [49, 
65]. The presence of  Mn2+ ion has a smaller radius of 0.97 Å 
in comparison with  Pb2+ ion (1.33 Å), which substantially 

Fig. 5  Performance of Perovskite Solar Cell Modules. a J-V curves of 5 × 5   cm2 PSMs based on  SnO2 with/without  KMnO4 passivation 
under forward and reverse scan. b J-V curves of 10 × 10  cm2 PSMs based on  SnO2/K under forward and reverse scan. c Operational stability of 
5 × 5  cm2 PSMs based on  SnO2/K with encapsulation under a steady applied voltage and constant illumination (AM 1.5G, 100 mW  cm−2), inset: 
photographs of 5 × 5  cm2 and 10 × 10  cm2 PSMs
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induces the contraction of the  BX6 octahedral volume, lead-
ing to a better holding of the  BX6 octahedra by the mixed 
cation in the perovskite structure[49]. This volume contrac-
tion would possibly improve the stability of mixed cation, 
which enhances the operational stability of  SnO2/K-PSM.

4  Conclusion

In summary, we developed a facile CBD method to prepare 
the  SnO2 layer in large area by introducing  KMnO4 as an 
additive. High oxidant property of  KMnO4 not only pro-
motes the formation of Sn (IV), but also provides additional 
potassium and manganese ions. The presence of potassium 
can effectively reduce the hysteresis and enlarge perovskite 
grains. Meanwhile, manganese doping not only improves 
the crystallinity of perovskite grains, but also enhances 
the phase stability of perovskites. A champion PCE of 
21.70% with a reduced hysteresis was obtained for lab-
scale devices by this multifunctional interface engineering 
strategy. Importantly, this precursor solution passivation in 
CBD method was demonstrated as a compatible technique 
for upscalable fabrication of solar modules. The best mod-
ule efficiency of 15.62% (active area PCE = 17.26%) and 
11.80% (active area PCE = 13.72%) were achieved for 5 × 5 
and 10 × 10  cm2 PSMs, respectively. The continuous opera-
tion stability of the  SnO2/K-based PSM showed a  T80 opera-
tion lifetime exceeding 1000 h in ambient condition (rela-
tive humidity 55%, 25 °C) for the encapsulated 5 × 5  cm2 
 SnO2/K-based PSM.

Acknowledgements This work was supported by funding from 
the Energy Materials and Surface Sciences Unit of the Okinawa 
Institute of Science and Technology Graduate University, the OIST 
R&D Cluster Research Program, the OIST Proof of Concept (POC) 
Program, and JST A-STEP Grant Number JPMJTM20HS, Japan. 
We thank the OIST Micro/Nanofabrication Section and Imaging 
Section for the support.

Author Contributions Y.B.Q. supervised the project. Y.B.Q. and 
G.T. conceived the idea and designed the experiments. G.T. fabri-
cated the perovskite solar cells and solar modules and performed 
the characterizations, except for those mentioned below. L.K.O. 
performed UPS, XPS and SIMS measurements on  SnO2, perovskite 
films and helped encapsulate PSMs. Y.L. helped perform the PL 
and TRPL measurements on perovskite films. H.Z. helped conduct 
the EIS measurements on the solar cell devices. T.B. helped deposit 
 SnO2 films. All authors contributed to writing the paper.

Open Access This article is licensed under a Creative Commons 
Attribution 4.0 International License, which permits use, sharing, 

adaptation, distribution and reproduction in any medium or format, 
as long as you give appropriate credit to the original author(s) and 
the source, provide a link to the Creative Commons licence, and 
indicate if changes were made. The images or other third party 
material in this article are included in the article’s Creative Com-
mons licence, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Com-
mons licence and your intended use is not permitted by statutory 
regulation or exceeds the permitted use, you will need to obtain 
permission directly from the copyright holder. To view a copy of 
this licence, visit http:// creat iveco mmons. org/ licen ses/ by/4. 0/.

Supplementary Information The online version contains 
supplementary material available at https:// doi. org/ 10. 1007/ 
s40820- 021- 00675-7.

References

 1. Y. Rong, Y. Hu, A. Mei, H. Tan, M.I. Saidaminov et al., Chal-
lenges for commercializing perovskite solar cells. Science 
361(6408), 6408 (2018). https:// doi. org/ 10. 1126/ scien ce. aat82 
35

 2. F. Huang, M. Li, P. Siffalovic, G. Cao, J. Tian, From scal-
able solution fabrication of perovskite films towards com-
mercialization of solar cells. Energy Environ. Sci. 12(2), 
518–549 (2019). https:// doi. org/ 10. 1039/ C8EE0 3025A

 3. M. Wang, W. Wang, B. Ma, W. Shen, L. Liu et al., Lead-free 
perovskite materials for solar cells. Nano-Micro Lett. 13(1), 
62 (2021). https:// doi. org/ 10. 1007/ s40820- 020- 00578-z

 4. G. Tong, L.K. Ono, Y.B. Qi, Recent progress of all-bro-
mide inorganic perovskite solar cells. Energy Technol. 8(4), 
1900961 (2019). https:// doi. org/ 10. 1002/ ente. 20190 0961

 5. G. Tong, H. Li, D. Li, Z. Zhu, E. Xu et al., Dual-phase 
 CsPbBr3-CsPb2Br5 perovskite thin films via vapour deposi-
tion for high-performance rigid and flexible photodetectors. 
Small 14(7), 1702523–1702530 (2018). https:// doi. org/ 10. 
1002/ smll. 20170 2523

 6. G. Tong, T. Chen, H. Li, L. Qiu, Z. Liu et al., Phase tran-
sition induced recrystallization and low surface potential 
barrier leading to 10.91%-efficient  CsPbBr3 perovskite solar 
cells. Nano Energy 65, 104015 (2019). https:// doi. org/ 10. 
1016/j. nanoen. 2019. 104015

 7. W. Liu, N. Liu, S. Ji, H. Hua, Y. Ma et  al., Perfection 
of perovskite grain boundary passivation by rhodium 
incorporation for efficient and stable solar cells. Nano-
Micro Lett. 12(1), 119 (2020). https:// doi. org/ 10. 1007/ 
s40820- 020- 00457-7

 8. Best research-cell efficiencies. https:// www. nrel. gov/ pv/ assets/ 
pdfs/ best- resea rch- cell-efficiencies.20201228.pdf. (accessed 
by January 2021).

 9. J. Werner, C.C. Boyd, T. Moot, E.J. Wolf, R.M. France et al., 
Learning from existing photovoltaic technologies to identify 
alternative perovskite module designs. Energy Environ. Sci. 

http://creativecommons.org/licenses/by/4.0/
https://doi.org/10.1007/s40820-021-00675-7
https://doi.org/10.1007/s40820-021-00675-7
https://doi.org/10.1126/science.aat8235
https://doi.org/10.1126/science.aat8235
https://doi.org/10.1039/C8EE03025A
https://doi.org/10.1007/s40820-020-00578-z
https://doi.org/10.1002/ente.201900961
https://doi.org/10.1002/smll.201702523
https://doi.org/10.1002/smll.201702523
https://doi.org/10.1016/j.nanoen.2019.104015
https://doi.org/10.1016/j.nanoen.2019.104015
https://doi.org/10.1007/s40820-020-00457-7
https://doi.org/10.1007/s40820-020-00457-7
https://www.nrel.gov/pv/assets/pdfs/best-research
https://www.nrel.gov/pv/assets/pdfs/best-research


 Nano-Micro Lett.          (2021) 13:155   155  Page 12 of 14

https://doi.org/10.1007/s40820-021-00675-7© The authors

13(10), 3393–3403 (2020). https:// doi. org/ 10. 1039/ D0EE0 
1923B

 10. G. Kim, H. Min, K.S. Lee, D.Y. Lee, S.M. Yoon et al., Impact 
of strain relaxation on performance of a-formamidinium lead 
iodide perovskite solar cells. Science 370(6512), 108–112 
(2020). https:// doi. org/ 10. 1126/ scien ce. abc44 17

 11. N.J. Jeon, H. Na, E.H. Jung, T.-Y. Yang, Y.G. Lee et al., A 
fluorene-terminated hole-transporting material for highly 
efficient and stable perovskite solar cells. Nat. Energy 3(8), 
682–689 (2018). https:// doi. org/ 10. 1038/ s41560- 018- 0200-6

 12. Q. Jiang, L. Zhang, H. Wang, X. Yang, J. Meng et  al., 
Enhanced electron extraction using  SnO2 for high-efficiency 
planar-structure HC(NH2)2PbI3-based perovskite solar cells. 
Nat. Energy 2(1), 16177 (2016). https:// doi. org/ 10. 1038/ nener 
gy. 2016. 177

 13. E.H. Jung, N.J. Jeon, E.Y. Park, C.S. Moon, T.J. Shin et al., 
Efficient, stable and scalable perovskite solar cells using 
poly(3-hexylthiophene). Nature 567, 511–515 (2019). https:// 
doi. org/ 10. 1038/ s41586- 019- 1036-3

 14. Z. Yang, W. Zhang, S. Wu, H. Zhu, Z. Liu et al., Slot-die 
coating large-area formamidinium-cesium perovskite film 
for efficient and stable parallel solar module. Sci. Adv. 7(18), 
eabg3749 (2021). https:// doi. org/ 10. 1126/ sciadv. abg37 49

 15. L. Lin, T.W. Jones, T.C.J. Yang, N.W. Duffy, J. Li et al., Inor-
ganic electron transport materials in perovskite solar cells. 
Adv. Funct. Mater. 31(5), 2008300 (2021). https:// doi. org/ 10. 
1002/ adfm. 20200 8300

 16. L. Xiong, Y. Guo, J. Wen, H. Liu, G. Yang et al., Review on 
the application of  SnO2 in perovskite solar cells. Adv. Funct. 
Mater. 28(35), 1802757 (2018). https:// doi. org/ 10. 1002/ adfm. 
20180 2757

 17. Q. Jiang, X. Zhang, J. You,  SnO2: A wonderful electron trans-
port layer for perovskite solar cells. Small 14(31), 1801154 
(2018). https:// doi. org/ 10. 1002/ smll. 20180 1154

 18. Z. Li, Y. Gao, Z. Zhang, Q. Xiong, L. Deng et al., cPCN-
Regulated  SnO2 composites enables perovskite solar cell with 
efficiency beyond 23%. Nano-Micro Lett. 13(1), 101 (2021). 
https:// doi. org/ 10. 1007/ s40820- 021- 00636-0

 19. L. Huang, X. Zhou, R. Xue, P. Xu, S. Wang et al., Low-tem-
perature growing anatase  TiO2/SnO2 multi-dimensional het-
erojunctions at MXene conductive network for high-efficient 
perovskite solar cells. Nano-Micro Lett. 12(1), 44 (2020). 
https:// doi. org/ 10. 1007/ s40820- 020- 0379-5

 20. Z. Liu, L. Qiu, L.K. Ono, S. He, Z. Hu et al., A holistic 
approach to interface stabilization for efficient perovskite 
solar modules with over 2,000-hour operational stability. 
Nat. Energy 5, 596–604 (2020). https:// doi. org/ 10. 1038/ 
s41560- 020- 0653-2

 21. G. Tong, D.-Y. Son, L.K. Ono, H.-B. Kang, S. He et al., 
Removal of residual compositions by powder engineering for 
high efficiency formamidinium-based perovskite solar cells 
with operation lifetime over 2000 h. Nano Energy 87, 106152 
(2021). https:// doi. org/ 10. 1016/j. nanoen. 2021. 106152

 22. E.H. Anaraki, A. Kermanpur, L. Steier, K. Domanski, T. Mat-
sui et al., Highly efficient and stable planar perovskite solar 
cells by solution-processed tin oxide. Energy Environ. Sci. 

9(10), 3128–3134 (2016). https:// doi. org/ 10. 1039/ C6EE0 
2390H

 23. T. Bu, X. Liu, Y. Zhou, J. Yi, X. Huang et al., A novel quad-
ruple-cation absorber for universal hysteresis elimination for 
high efficiency and stable perovskite solar cells. Energy Envi-
ron. Sci. 10(12), 2509–2515 (2017). https:// doi. org/ 10. 1039/ 
C7EE0 2634J

 24. L. Qiu, Z. Liu, L.K. Ono, Y. Jiang, D.Y. Son et al., Scalable 
fabrication of stable high efficiency perovskite solar cells and 
modules utilizing room temperature sputtered  SnO2 electron 
transport layer. Adv. Funct. Mater. 29(47), 1806779 (2018). 
https:// doi. org/ 10. 1002/ adfm. 20180 6779

 25. J.P. Correa Baena, L. Steier, W. Tress, M. Saliba, S. Neutzner 
et al., Highly efficient planar perovskite solar cells through 
band alignment engineering. Energy Environ. Sci. 8(10), 
2928–2934 (2015). https:// doi. org/ 10. 1039/ C5EE0 2608C

 26. Z. Yu, Z. Yang, Z. Ni, Y. Shao, B. Chen et al., Simplified inter-
connection structure based on  C60/SnO2-x for all-perovskite 
tandem solar cells. Nat. Energy 5(9), 657–665 (2020). https:// 
doi. org/ 10. 1038/ s41560- 020- 0657-y

 27. R. Lin, K. Xiao, Z. Qin, Q. Han, C. Zhang et al., Mono-
lithic all-perovskite tandem solar cells with 24.8% efficiency 
exploiting comproportionation to suppress Sn(II) oxidation in 
precursor ink. Nat. Energy 4(10), 864–873 (2019). https:// doi. 
org/ 10. 1038/ s41560- 019- 0466-3

 28. C. Altinkaya, E. Aydin, E. Ugur, F.H. Isikgor, A.S. Subbiah 
et al., Tin oxide electron-selective layers for efficient, stable, 
and scalable perovskite solar cells. Adv. Mater. 33, 2005504 
(2021). https:// doi. org/ 10. 1002/ adma. 20200 5504

 29. M. Green, E. Dunlop, J. Hohl-Ebinger, M. Yoshita, N. Kopi-
dakis et al., Solar cell efficiency tables (version 57). Prog. 
Photovolt. 29(1), 3–15 (2020). https:// doi. org/ 10. 1002/ pip. 
3371

 30. N.-G. Park, K. Zhu, Scalable fabrication and coating meth-
ods for perovskite solar cells and solar modules. Nat. Rev. 
Mater. 5(5), 333–350 (2020). https:// doi. org/ 10. 1038/ 
s41578- 019- 0176-2

 31. C. Wu, K. Wang, J. Li, Z. Liang, J. Li et al., Volatile solu-
tion: The way toward scalable fabrication of perovskite 
solar cells? Matter 4(3), 775–793 (2021). https:// doi. org/ 
10. 1016/j. matt. 2020. 12. 025

 32. Y. Hu, Y. Chu, Q. Wang, Z. Zhang, Y. Ming et al., Stand-
ardizing perovskite solar modules beyond cells. Joule 3(9), 
2076–2085 (2019). https:// doi. org/ 10. 1016/j. joule. 2019. 08. 
015

 33. T. Bu, J. Li, F. Zheng, W. Chen, X. Wen et al., Univer-
sal passivation strategy to slot-die printed  SnO2 for hys-
teresis-free efficient flexible perovskite solar module. Nat. 
Commun. 9(1), 4609 (2018). https:// doi. org/ 10. 1038/ 
s41467- 018- 07099-9

 34. Z. Li, T.R. Klein, D.H. Kim, M. Yang, J.J. Berry et al., Scal-
able fabrication of perovskite solar cells. Nat. Rev. Mater. 3(4), 
18017 (2018). https:// doi. org/ 10. 1038/ natre vmats. 2018. 17

 35. L. Qiu, S. He, L.K. Ono, S. Liu, Y.B. Qi, Scalable fabrica-
tion of metal halide perovskite solar cells and modules. ACS 

https://doi.org/10.1039/D0EE01923B
https://doi.org/10.1039/D0EE01923B
https://doi.org/10.1126/science.abc4417
https://doi.org/10.1038/s41560-018-0200-6
https://doi.org/10.1038/nenergy.2016.177
https://doi.org/10.1038/nenergy.2016.177
https://doi.org/10.1038/s41586-019-1036-3
https://doi.org/10.1038/s41586-019-1036-3
https://doi.org/10.1126/sciadv.abg3749
https://doi.org/10.1002/adfm.202008300
https://doi.org/10.1002/adfm.202008300
https://doi.org/10.1002/adfm.201802757
https://doi.org/10.1002/adfm.201802757
https://doi.org/10.1002/smll.201801154
https://doi.org/10.1007/s40820-021-00636-0
https://doi.org/10.1007/s40820-020-0379-5
https://doi.org/10.1038/s41560-020-0653-2
https://doi.org/10.1038/s41560-020-0653-2
https://doi.org/10.1016/j.nanoen.2021.106152
https://doi.org/10.1039/C6EE02390H
https://doi.org/10.1039/C6EE02390H
https://doi.org/10.1039/C7EE02634J
https://doi.org/10.1039/C7EE02634J
https://doi.org/10.1002/adfm.201806779
https://doi.org/10.1039/C5EE02608C
https://doi.org/10.1038/s41560-020-0657-y
https://doi.org/10.1038/s41560-020-0657-y
https://doi.org/10.1038/s41560-019-0466-3
https://doi.org/10.1038/s41560-019-0466-3
https://doi.org/10.1002/adma.202005504
https://doi.org/10.1002/pip.3371
https://doi.org/10.1002/pip.3371
https://doi.org/10.1038/s41578-019-0176-2
https://doi.org/10.1038/s41578-019-0176-2
https://doi.org/10.1016/j.matt.2020.12.025
https://doi.org/10.1016/j.matt.2020.12.025
https://doi.org/10.1016/j.joule.2019.08.015
https://doi.org/10.1016/j.joule.2019.08.015
https://doi.org/10.1038/s41467-018-07099-9
https://doi.org/10.1038/s41467-018-07099-9
https://doi.org/10.1038/natrevmats.2018.17


Nano-Micro Lett.          (2021) 13:155  Page 13 of 14   155 

1 3

Energy Lett. 4(9), 2147–2167 (2019). https:// doi. org/ 10. 1021/ 
acsen ergyl ett. 9b013 96

 36. J.J. Yoo, G. Seo, M.R. Chua, T.G. Park, Y. Lu et al., Effi-
cient perovskite solar cells via improved carrier manage-
ment. Nature 590, 587–593 (2021). https:// doi. org/ 10. 1038/ 
s41586- 021- 03285-w

 37. Z. Liu, K. Deng, J. Hu, L. Li, Coagulated  SnO2 colloids for 
high-performance planar perovskite solar cells with negligi-
ble hysteresis and improved stability. Angew. Chem. Int. Ed. 
58(33), 11497–11504 (2019). https:// doi. org/ 10. 1002/ ange. 
20190 4945

 38. Z. Li, L. Wang, R. Liu, Y. Fan, H. Meng et al., Spontaneous 
interface ion exchange: Passivating surface defects of per-
ovskite solar cells with enhanced photovoltage. Adv. Energy 
Mater. 9(38), 1902142 (2019). https:// doi. org/ 10. 1002/ aenm. 
20190 2142

 39. D. Yang, R. Yang, K. Wang, C. Wu, X. Zhu et al., High effi-
ciency planar-type perovskite solar cells with negligible hys-
teresis using EDTA-complexed  SnO2. Nat. Commun. 9(1), 
3239 (2018). https:// doi. org/ 10. 1038/ s41467- 018- 05760-x

 40. K. Deng, Q. Chen, L. Li, Modification engineering in  SnO2 
electron transport layer toward perovskite solar cells: Effi-
ciency and stability. Adv. Funct. Mater. 30(46), 2004209 
(2020). https:// doi. org/ 10. 1002/ adfm. 20200 4209

 41. E.H. Jung, B. Chen, K. Bertens, M. Vafaie, S. Teale et al., 
Bifunctional surface engineering on  SnO2 reduces energy loss 
in perovskite solar cells. ACS Energy Lett. 5(9), 2796–2801 
(2020). https:// doi. org/ 10. 1021/ acsen ergyl ett. 0c015 66

 42. P. Zhu, S. Gu, X. Luo, Y. Gao, S. Li et al., Simultaneous con-
tact and grain—boundary passivation in planar perovskite 
solar cells using  SnO2-KCl composite electron transport layer. 
Adv. Energy Mater. 10(3), 1903083 (2019). https:// doi. org/ 10. 
1002/ aenm. 20190 3083

 43. S. You, H. Zeng, Z. Ku, X. Wang, Z. Wang et al., Multifunc-
tional polymer-regulated  SnO2 nanocrystals enhance interface 
contact for efficient and stable planar perovskite solar cells. 
Adv. Mater. 32(43), 2003990 (2020). https:// doi. org/ 10. 1002/ 
adma. 20200 3990

 44. G. Tong, D.-Y. Son, L.K. Ono, Y. Liu, Y. Hu et al., Scalable 
fabrication of > 90  cm2 perovskite solar modules with > 1000 
h operational stability based on the intermediate phase strat-
egy. Adv. Energy Mater. 11(10), 2003712 (2021). https:// doi. 
org/ 10. 1002/ aenm. 20200 3712

 45. Y. Chen, P. Lisbona, V. Perez, X. Guo, Performance of  MnCl2 
doped magnetic iron-carbon sorbent on mercury removal 
from flue gas: The effect of  O2 and  SO2. Fuel 285(1), 119064 
(2021). https:// doi. org/ 10. 1016/j. fuel. 2020. 119064

 46. X. Ren, Y. Liu, D.G. Lee, W.B. Kim, G.S. Han et al., Chlorine-
modified  SnO2 electron transport layer for high-efficiency per-
ovskite solar cells. InfoMat 2(2), 401–408 (2020). https:// doi. 
org/ 10. 1002/ inf2. 12059

 47. F. Ali, N.D. Pham, H.J. Bradford, N. Khoshsirat, K. Ostrikov 
et al., Tuning the amount of oxygen vacancies in sputter-
deposited  SnOx films for enhancing the performance of per-
ovskite solar cells. Chemsuschem 11(18), 3096–3103 (2018). 
https:// doi. org/ 10. 1002/ cssc. 20180 1541

 48. C. Chen, G. Tong, E. Xu, H. Li, P. Li et al., Accelerating hole 
extraction by inserting 2D  Ti3C2-MXene interlayer to all inor-
ganic perovskite solar cells with long-term stability. J. Mater. 
Chem. A 7(36), 20597–20603 (2019). https:// doi. org/ 10. 1039/ 
C9TA0 6035A

 49. J. Liang, Z. Liu, L. Qiu, Z. Hawash, L. Meng et al., Enhancing 
optical, electronic, crystalline, and morphological properties 
of cesium lead halide by Mn substitution for high-stability all-
inorganic perovskite solar cells with carbon electrodes. Adv. 
Energy Mater. 8(20), 1800504 (2018). https:// doi. org/ 10. 1002/ 
aenm. 20180 0504

 50. M. Abdi-Jalebi, Z. Andaji-Garmaroudi, S. Cacovich, C. 
Stavrakas, B. Philippe et  al., Maximizing and stabilizing 
luminescence from halide perovskites with potassium passi-
vation. Nature 555, 497–501 (2018). https:// doi. org/ 10. 1038/ 
natur e25989

 51. Z. Tang, T. Bessho, F. Awai, T. Kinoshita, M.M. Maitani 
et al., Hysteresis-free perovskite solar cells made of potas-
sium-doped organometal halide perovskite. Sci. Rep. 7, 12183 
(2017). https:// doi. org/ 10. 1038/ s41598- 017- 12436-x

 52. D.Y. Son, S.G. Kim, J.Y. Seo, S.H. Lee, H. Shin, Universal 
approach toward hysteresis-free perovskite solar cell via defect 
engineering. J. Am. Chem. Soc. 140(4), 1358–1364 (2018). 
https:// doi. org/ 10. 1021/ jacs. 7b104 30

 53. S. Zou, Y. Liu, J. Li, C. Liu, R. Feng et al., Stabilizing cesium 
lead halide perovskite lattice through Mn(II) substitution for 
air-stable light-emitting diodes. J. Am. Chem. Soc. 139(33), 
11443–11450 (2017). https:// doi. org/ 10. 1021/ jacs. 7b040 00

 54. G. Tong, M. Jiang, D.Y. Son, L.K. Ono, Y.B. Qi, 2D derivative 
phase induced growth of 3D all inorganic perovskite micro-
nanowire array based photodetectors. Adv. Funct. Mater. 
30(34), 2002526 (2020). https:// doi. org/ 10. 1002/ adfm. 20200 
2526

 55. X. Wang, L. Wang, T. Shan, S. Leng, H. Zhong et al., Low-
temperature aging provides 22% efficient bromine-free and 
passivation layer-free planar perovskite solar cells. Nano-
Micro Lett. 12(1), 84 (2020). https:// doi. org/ 10. 1007/ 
s40820- 020- 00418-0

 56. K. Domanski, E.A. Alharbi, A. Hagfeldt, M. Grätzel, W. 
Tress, Systematic investigation of the impact of operation 
conditions on the degradation behaviour of perovskite solar 
cells. Nat. Energy 3(1), 61–67 (2018). https:// doi. org/ 10. 1038/ 
s41560- 017- 0060-5

 57. D.H. Kang, N.G. Park, On the current-voltage hysteresis in 
perovskite solar cells: Dependence on perovskite composi-
tion and methods to remove hysteresis. Adv. Mater. 31(34), 
1805214 (2019). https:// doi. org/ 10. 1002/ adma. 20180 5214

 58. C. Li, A. Guerrero, Y. Zhong, A. Graser, C.A.M. Luna et al., 
Real-time observation of iodide ion migration in methyl-
ammonium lead halide perovskites. Small 13(42), 1701711 
(2017). https:// doi. org/ 10. 1002/ smll. 20170 1711

 59. S. van Reenen, M. Kemerink, H.J. Snaith, Modeling anoma-
lous hysteresis in perovskite solar cells. J. Phys. Chem. Lett. 
6(19), 3808–3814 (2015). https:// doi. org/ 10. 1021/ acs. jpcle tt. 
5b016 45

https://doi.org/10.1021/acsenergylett.9b01396
https://doi.org/10.1021/acsenergylett.9b01396
https://doi.org/10.1038/s41586-021-03285-w
https://doi.org/10.1038/s41586-021-03285-w
https://doi.org/10.1002/ange.201904945
https://doi.org/10.1002/ange.201904945
https://doi.org/10.1002/aenm.201902142
https://doi.org/10.1002/aenm.201902142
https://doi.org/10.1038/s41467-018-05760-x
https://doi.org/10.1002/adfm.202004209
https://doi.org/10.1021/acsenergylett.0c01566
https://doi.org/10.1002/aenm.201903083
https://doi.org/10.1002/aenm.201903083
https://doi.org/10.1002/adma.202003990
https://doi.org/10.1002/adma.202003990
https://doi.org/10.1002/aenm.202003712
https://doi.org/10.1002/aenm.202003712
https://doi.org/10.1016/j.fuel.2020.119064
https://doi.org/10.1002/inf2.12059
https://doi.org/10.1002/inf2.12059
https://doi.org/10.1002/cssc.201801541
https://doi.org/10.1039/C9TA06035A
https://doi.org/10.1039/C9TA06035A
https://doi.org/10.1002/aenm.201800504
https://doi.org/10.1002/aenm.201800504
https://doi.org/10.1038/nature25989
https://doi.org/10.1038/nature25989
https://doi.org/10.1038/s41598-017-12436-x
https://doi.org/10.1021/jacs.7b10430
https://doi.org/10.1021/jacs.7b04000
https://doi.org/10.1002/adfm.202002526
https://doi.org/10.1002/adfm.202002526
https://doi.org/10.1007/s40820-020-00418-0
https://doi.org/10.1007/s40820-020-00418-0
https://doi.org/10.1038/s41560-017-0060-5
https://doi.org/10.1038/s41560-017-0060-5
https://doi.org/10.1002/adma.201805214
https://doi.org/10.1002/smll.201701711
https://doi.org/10.1021/acs.jpclett.5b01645
https://doi.org/10.1021/acs.jpclett.5b01645


 Nano-Micro Lett.          (2021) 13:155   155  Page 14 of 14

https://doi.org/10.1007/s40820-021-00675-7© The authors

 60. N.D. Pham, V.T. Tiong, D. Yao, W. Martens, A. Guerrero 
et al., Guanidinium thiocyanate selective ostwald ripening 
induced large grain for high performance perovskite solar 
cells. Nano Energy 41, 476–487 (2017). https:// doi. org/ 10. 
1016/j. nanoen. 2017. 10. 006

 61. H.S. Kim, I.H. Jang, N. Ahn, M. Choi, A. Guerrero et al., 
Control of I-V hysteresis in  CH3NH3PbI3 perovskite solar cell. 
J. Phys. Chem. Lett. 6(22), 4633–4639 (2015). https:// doi. org/ 
10. 1021/ acs. jpcle tt. 5b022 73

 62. L.K. Ono, Y.B. Qi, S. Liu, Progress toward stable lead halide 
perovskite solar cells. Joule 2(10), 1961–1990 (2018). https:// 
doi. org/ 10. 1016/j. joule. 2018. 07. 007

 63. K. Domanski, B. Roose, T. Matsui, M. Saliba, S.-H. Turren-
Cruz et al., Migration of cations induces reversible perfor-
mance losses over day/night cycling in perovskite solar cells. 
Energy Environ. Sci. 10(2), 604–613 (2018). https:// doi. org/ 
10. 1039/ C6EE0 3352K

 64. D. Wang, M. Wright, N.K. Elumalai, A. Uddin, Stability of 
perovskite solar cells. Sol. Energy Mater. Sol. Cells 147, 255–
275 (2016). https:// doi. org/ 10. 1016/j. solmat. 2015. 12. 025

 65. Z. Li, M. Yang, J.-S. Park, S. Wei, J.J. Berry et al., Stabilizing 
perovskite structures by tuning tolerance factor: Formation 
of formamidinium and cesium lead iodide solid-state alloys. 
Chem. Mater. 28(1), 284 (2016). https:// doi. org/ 10. 1021/ acs. 
chemm ater. 5b041 07

https://doi.org/10.1016/j.nanoen.2017.10.006
https://doi.org/10.1016/j.nanoen.2017.10.006
https://doi.org/10.1021/acs.jpclett.5b02273
https://doi.org/10.1021/acs.jpclett.5b02273
https://doi.org/10.1016/j.joule.2018.07.007
https://doi.org/10.1016/j.joule.2018.07.007
https://doi.org/10.1039/C6EE03352K
https://doi.org/10.1039/C6EE03352K
https://doi.org/10.1016/j.solmat.2015.12.025
https://doi.org/10.1021/acs.chemmater.5b04107
https://doi.org/10.1021/acs.chemmater.5b04107

	Up-Scalable Fabrication of SnO2 with Multifunctional Interface for High Performance Perovskite Solar Modules
	Highlights
	Abstract 
	1 Introduction
	2 Experimental Section
	2.1 Materials
	2.2 SnO2 Thin Film
	2.3 Devices Fabrication
	2.4 PSM Fabrication
	2.5 Photovoltaic Characterization
	2.6 Characterization

	3 Results and Discussion
	4 Conclusion
	Acknowledgements 
	References




