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Nowadays, the inverted (p—i—n) perovskite solar cells have gained increasing attention, especially with the
emergence of self-assembled molecules (SAMs) such as MeO-2PACz, 2PACz, CbzPh, etc. The SAMs feature
a simple preparation process and manifold substrate compatibility, and the electrical characteristics of the
attached surface can be well regulated, which is of great significance for improving the device performance.
Although there have been many studies about SAMs, some problems still exist. For example, there is a
common problem of discontinuities (pinholes) in SAM, which can lead to severe interface recombination.
Many SAMs have been proven to be p-type semiconductor materials that can be used as hole transport
layers (HTLs). However, it is not yet known whether such a thin molecular film can effectively extract holes
and block electrons, as both electrons and holes may tunnel through it. Here, we investigate the roles of
MeO-2PACz in improving device performance. Afterwards, a thin NiO, layer prepared at low temperature
(120 °C) is introduced to improve the coverage of the MeO-2PACz SAM layer to further optimize the energy
level alignment and passivate defects at the perovskite bottom interface. As a result, the power conversion
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efficiency (PCE) of the champion device approaches ~22% with a high fill factor (FF) of 83.9%. Furthermore,
the ITO/NiO,/SAM device can maintain 82% of its initial PCE after storing in the ambient air at 25 °C with RH
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1. Introduction

Perovskite materials have been widely used in solar cells due to
their high carrier mobility," long carrier life,>? large optical absorp-
tion coefficient,” low exciton binding energy,* high defect tole-
rance,” simple preparation process, low cost, etc. In recent years,
the efficiency of singlejunction perovskite solar cells (PSCs) has
rapidly increased from 3.8%° to the certified 26.1%.” Among
various PSCs with different structures, inverted PSCs with p-i-n
structure have received widespread attention due to their simple
preparation process, weak hysteresis, no need for high-temperature
calcination, and compatibility with stacked devices.*® More impor-
tantly, after improving the crystallization of perovskite (PVK),'* >
passivation defects,”'* and implementing interface engineering,'®
the efficiency record of inverted PSCs has been significantly
improved, almost comparable to the regular n-i-p structure.
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At present, the HTLs for inverted PSCs are mostly PTAA,
PEDOT:PSS, NiO,, SAMs, etc.'®'” SAMs are extremely thin
organic interlayers formed through electrostatic or chemical
adsorption.'® They play an important role in energy level
adjustment and defect passivation, especially in inverted
HTL-free PSCs."® In addition, many SAMs also serve as hole
transport layers.?*">* Although SAMs have a simple preparation
process and manifold substrate compatibility, and can effec-
tively tune the electrical properties of the surface on which they
are attached,”>*’ it generally faces the fatal problem of being
not dense (with pinholes or disorder). Studies have shown that
the chain length and anchoring groups of SAMs,?*” the posi-
tions of functional groups of SAMs,>”*® and the morphology of
the attached substrate®® all contribute to the disorder of the
deposited SAMs. Organic SAMs are mostly dissolved in organic
solvents such as DMF/DMSO, which means that the solvent of
the upper layer of the SAMs can also damage them. The pin-
holes in SAMs can lead to direct contact between PVK and the
substrate, resulting in serious recombination losses and leakage
currents. In order to improve the compactness of SAMs, research-
ers have also done a lot of work. Deng et al.>> and Mishimal et al.*®
increased the coverage of SAMs by co-depositing two different
SAMSs, which also improves interface contact with PVK. Most SAMs
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are amphiphilic, and some studies have suggested that they are
prone to forming micelle nanoparticles in solution, leading to
SAMs being unable to disperse and forming defects (not fully
covered) during the growth process.>*?' Therefore, Liu et al.
developed a co-solvent strategy (i.e. mixing DMF and isopropa-
nol in a certain proportion as the solvent for SAMs) to disas-
semble the micelles in the processing solution to obtain a
compact SAM layer.*" In addition, constructing devices with a
double HTL structure was also an effective strategy.*>

The substrates adhered by SAMs are mostly metals or metal
oxides, such as NiO,, which is a great “partner” with SAM.
Firstly, NiO, is a p-type inorganic semiconductor with a wide
bandgap (> 3.2 eV), which has suitable matching energy levels
with PVK, and has the advantages of low cost, being readily
scalable, high transmittance, stable physical and chemical
properties, and low-temperature preparation, etc.">** Secondly,
the surface of NiO, prepared at a low temperature usually
adsorbs a lot of hydroxyl groups (-OH), which can serve as
binding sites for some anchoring groups (-COOH, -SO;H,
-PO(OH),) and can passivate interface defects.***® The SAMs
also avoid redox reactions between Ni** and PVK.***” More
importantly, existing literatures have shown that NiO, can
enhance the chemical adsorption of SAMs, improve the com-
pactness and uniformity of SAMs, reduce the direct contact
probability between ITO and PVK, and effectively avoid leakage
currents.**™*!

In this work, we used a simple solution spin-coating method
to grow MeO-2PACz SAMs on ITO or NiO,, and its specific
function and mechanism in the device are systematically
studied. SAMs adsorbed on the surface of ITO, increasing the
surface vacuum level of ITO, and effectively increasing the work
function (WF) of ITO from 4.31 eV to 4.71 eV. The change in WF
greatly promote the extraction of carriers at the ITO/PVK inter-
face, leading to a significant reduction in carrier recombina-
tion. However, we found that the efficiency regularity of devices
based on ITO modified with MeO-2PACz alone was poor, which
may be related to the discontinuity of SAMs. Therefore, we
introduce a thin NiO, layer prepared at low temperature
(120 °C) between ITO and the SAM layer, which not only
effectively avoids direct contact between ITO and PVK due to
the discontinuity (pinholes) of the SAM layer, but also further
optimizes energy level alignment, passivates bottom interface
defects of PVK, and reduces carrier recombination at the inter-
face. Finally, compared to the ITO/SAM device (19.6%) and the
ITO/NiO, device (18.1%), the highest PCE of 21.7% with a high
FF (83.9%) has been achieved on the ITO/NiO,/SAM device.

2. Results and discussion

In reverse HTL-free devices, direct contact between PVK and
electrodes can easily cause serious charge carrier recombina-
tion and charge transfer barriers (i.e. Schottky barriers), or
insufficient carrier extraction, greatly reducing the performance
of HTL-free PSCs. Therefore, it was necessary to modify ITO to
change its surface electrical properties, such as increasing its
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WF to eliminate or weaken the Schottky barrier.*> Here,
MeO-2PACz also acts as an interface modification layer to alter
the properties of the ITO surface. The MeO-2PACz SAMs were
dissolved in anhydrous ethanol, and their solubility is shown in
Fig. S2 (ESIt). We found that when the concentration of MeO-
2PACz exceeded 2 mg mL ™", even though the MeO-2PACz could
be dissolved after ultrasonic treatment, the white flocculent
suspended particles appeared quickly. Therefore, we spin
coated 0.5-5 mg mL ™' SAM solution with ultrasonic treatment
on ITO substrates. Fig. S3(a) (ESIf) shows the optimal j-V
curves for devices based on the ITO modified by MeO-2PACz
at different concentrations. The champion device based on the
MeO-2PACz (1 mg mL™") modified ITO had a PCE of 19.6%, an
open circuit voltage (V,) of 1.07 V, a current density (Js.) of
23.2 mA cm 2 and a fill factor (FF) of 79.0%. In addition, the
conductivity of ITO modified by MeO-2PACz with different
concentrations was measured (Fig. S3(b), ESIt). Through con-
ducting a current-voltage (I-V) measurement, the slope k (i.e.
I/V) and direct conductivity (,) follow this formula: k = §,Ad *,
where A is the effective area of the device and d is the thick-
ness of the film. The results showed that ITO modified with
1 mg mL ™" MeO-2PACz solution had the highest conductivity,
which can be attributed to the optimization of the energy level
alignment. Moreover, we also derived a curve of slope change
with concentration (Fig. S3(c), ESIt) and found that its con-
ductivity did not always increase with increasing concentration.
Therefore, we modified ITO and ITO/NiO, substrates with the
optimal concentration (1 mg mL™").

Subsequently, we investigated the effects of MeO-2PACz on
the properties of the substrates and perovskite films. The
occurrences of P element confirm the successfully adsorption
of the MeO-2PACz on both ITO and ITO/NiO, substrates,
respectively (Fig. S4, ESIT). From Fig. S5(a) (ESIt), it had almost
no effect on the optical transmittance of ITO and ITO/NiO,, as
the thickness of the SAM layer was very thin. However, the SEM
images (Fig. 1(e)-(h)) showed that the perovskite film deposited
on the ITO or NiO, modified by MO-2PACz had slightly larger
grains than bare ITO or ITO/NiO,, which was attributed to the
decrease of nucleation density due to the slightly worse wett-
ability (the contact angle test shown in Fig. 1(a)-(d)), and the
preferential growth of perovskite induced by MeO-2PACz. In
fact, the size of perovskite grains was indeed related to the
wettability of the substrate, and spinning perovskite solution
on a more hydrophobic substrate tends to obtain a perovskite
film with larger grains.*®

From the enhanced (100) diffraction peaks of the perovskite
films (Fig. 1i),° the MeO-2PACz SAMs improve the crystallinity
of perovskite film. This result was consistent with the SEM
image. And the full width at half maximum (FWHM) of the
(100) diffraction peaks was taken for comparison (Fig. 1(j) and
(k)). The crystal grain size can be calculated using the Scherrer
equation as follows: CS = K1/w cos 6, where CS is the average
grain size, K (0.89) is Scherrer’s constant, 4 is the wavelength of
the incident X-rays, 0 is the diffraction angle and w is the
FWHM.***> The FWHM of the (100) diffraction peaks of films
on different substrates were 0.123, 0.094, 0.159, and 0.118° for

This journal is © The Royal Society of Chemistry 2024
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Fig. 1 (a)-(d) The contact angle images of the different substrates. (e)-(h) The SEM images of perovskite films deposited on different substrates. (i) The
XRD patterns for different perovskite films. (j) and (k) The full width at half maximum (FWHM) of the (100) plane from XRD of different perovskite films.

bare ITO, ITO/SAM, ITO/NiO, and ITO/NiO,/SAM, respectively.
The decreased FWHM also indicated that modifying ITO or
NiO, with MeO-2PACz was beneficial for obtaining better
perovskite films with larger grains and fewer grain boundaries
(GBs). The UV-vis absorption spectra of the different perovskite
films were measured (Fig. S5b, ESIT). But no obvious change
could be observed, which indicated that although MeO-2PACz
improves the crystallization of the perovskite, it does not have
a significant impact on the UV absorption of the resulting
perovskite films.

The SEM images and XRD patterns showed that the MeO-
2PACz can optimize the quality of the perovskite film. However,
there was still a problem, the discontinuity (pinhole) of the
SAM on bare ITO. The scanning Kelvin probe microscopy
(SKPM) images of the ITO and ITO/NiO, samples before and
after the adsorption of MeO-2PACz are shown in Fig. 2(a), (b)
and (d), (e). After adsorption, the contact potential difference
(CPD) measured by SKPM was found to decrease from —109 to
—186 mV for pristine ITO and from —123 to —200 mV for the
ITO/NiO, sample, respectively. From Fig. 2b and e, it was
evident that the surface CPD distribution of the ITO/SAM
sample was more uneven than that of the ITO/NiO,/SAM
sample. In addition, we used DMF (simulated perovskite
solution) to rinse the ITO/SAM and ITO/NiO,/SAM substrates
after MeO-2PACz adsorption and measured the changes in
surface CPD (Fig. 2¢ and f). The ITO/NiO,/SAM sample had a
smaller CPD shift (from —200 to —160 mV) than the ITO/SAM
sample (from —186 to —124 mvV) after DMF washing,
which implied that the NiO, can promote the adsorption of

This journal is © The Royal Society of Chemistry 2024

MeO-2PACz. The potential and height variation diagram along
the white line were captured to illustrate its discontinuity
(Fig. 2(g) and (h)). From the purple wireframe in Fig. 2g, there
was a good correspondence between height and potential. And
due to the modification of MeO-2PACz, the surface height and
CPD of ITO become more uneven. On the contrary, the surface
CPD of ITO/NiO, samples modified with MeO-2PACz was much
more uniform. But the surface roughness (RMS) does not
change much because of the high roughness itself (Fig. S6,
ESIT). Due to the low roughness of ITO itself, its roughness
increased from 2.26 nm to 5.18 nm after spin-coating a dis-
continuous SAM layer, and decreased from 5.18 nm to 2.50 nm
after DMF washing (Fig. S6, ESIt).

Based on the above reasons, we used NiO,/MeO-2PACz as
the HTL (the cross-sectional SEM image is shown in Fig. S7,
ESIT). On the one hand, NiO, can avoid direct contact between
ITO and PVK, and enhance the adsorption of MeO-2PACz. On
the other hand, MeO-2PACz can passivate defects at the bottom
interface of PVK. Fig. 3a is a schematic diagram of the defect
passivation effect of MeO-2PACz.

The MeO-2PACz molecules were anchored on the surface of
NiO, through its own phosphate groups (PA) reacting with the
hydroxyl groups (-OH) of NiO,, while also inhibiting the redox
reaction between Ni** and PVK.*” To demonstrate the binding
effect of MeO-2PACz on ITO or NiO,, the Fourier transform infrared
spectroscopy (FTIR) of MeO-2PACz powder and the reflection-
absorption infrared spectra (RAIRS) of SAM adsorption on ITO
and NiOx were measured (Fig. S8, ESIt). The absorption peaks of
P-O (1161.5 cm™ ') and P-OH (1025.4 cm ™" and 947.5 cm™ ') in PA

J. Mater. Chem. C, 2024,12,1507-1515 | 1509
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Fig. 2 KPFM images of ITO (a) without and (b) with MeO-2PACz modification, and (c) further washed by DMF. KPFM images of ITO/NiO; (d) before and (e)
after MeO-2PACz modification, and (f) washed by DMF. (g) and (h) The potential and height variation diagram along the white lines on different substrates.

can be used to probe the interaction between MeO-2PACz and
oxides.*®

The shift of the P-OH absorption peak well illustrated the
binding effect of PA with hydroxyl groups on the substrate
surface (ITO and ITO/NiO,). The shift of the P—O absorption
peak (from 1161.5 to 1162.6 cm™ ') was caused by the inter-
action with Ni**/Ni**.?>*® Therefore, the large number of
hydroxyl groups (-OH) on the surface of NiO,, coupled with
the interaction between P—0 bonds and Ni**/Ni**, makes ITO/
NiO, substrates have stronger adsorption capacity for SAMs. In
addition, the solubility of MeO-2PACz in DMF is very high
(Fig. S2, ESIY), so we have reason to believe that during the
spin-coating of the perovskite solution, some unadsorbed or
less firmly adsorbed MeO-2PACz molecules may be dissolved.

They formed Pb-O coordination bonds with uncoordi-
nated Pb®" in the perovskite, thereby passivating defects. To

1510 | J Mater. Chem. C, 2024, 12,1507-1515

authenticate the potential chemical interaction between PVK
and MeO-2PACz, Fourier transform infrared spectroscopy
(FTIR) was conducted for PVK powder with MeO-2PACz, as well
as for the pure MeO-2PACz powder. The pure MeO-2PACz
sample exhibited a characteristic vibration band of the P—0
bond at 1161.5 cm™".*® Due to the presence of lone pair
electrons (i.e. Lewis bases) on the O atoms in the P=—O
bonds, and the uncoordinated Pb>* acting as Lewis acids, they
are prone to form coordination bonds (P—O-Pb), leading to
a shift of its stretching vibration peak (from 1161.5 to
1159.7 em™ ') (Fig. 3b). The obvious shift of PO vibration
peak suggested a chemical interaction between MeO-2PACz
and PVK.

The XPS spectra of Pb 4f for the perovskite films with or
without MeO-2PACz modification were measured. From Fig. 3c,
a shift of 0.30 eV (from 138.42 to 138.12 eV) has been observed

This journal is © The Royal Society of Chemistry 2024
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MeO-2PACz, and the MeO-2PACz + Pbl, complex. (c) XPS spectra of Pb 4f for the perovskite films with or without MeO-2PACz modification. The XPS of
(d) the In 3d region of ITO and ITO/NiO, and (e) the Ni 2p region of ITO/NiO, before and after the adsorption of MeO-2PACz.

for the binding energy (BE) of the Pb 4f,, peak,*® again
confirming the strong coordination of MeO-2PACz with Pb>".
No obvious shift of BE in In 3d can be observed after the
adsorption of MeO-2PACz for both the ITO and ITO/NiO,
surfaces (Fig. 3d). However, the BE of the Ni 2p peak for Ni**
positively increased from 853.59 to 854.08 eV after the adsorp-
tion (Fig. 3e). This result was consistent with the work of Ye
et al.>® This chemical shift also indicated the stronger chemical
adsorption between NiO, and MeO-2PACz. In addition, the
increased Ni**/Ni*" ratio had great impacts on both the con-
ductivity and the energy levels of the corresponding NiO, films,
which were discussed in detail in the following section.

The defect state density of various HTLs has been precisely
quantified using the space-charge-limited-current (SCLC) method,
as illustrated in Fig. S9 (ESIt). The trap-state density (V) is
positively correlated with the trap-filling limited voltage (Vrgy)
(see Note 2 of the Supporting Information). The Nt values were
calculated to be 3.92 x 10, 2.60 x 10'°, 2.75 x 10'°, and
1.74 x 10 em™3 for the devices based on bare ITO, ITO/SAM,
ITO/NiO,, and ITO/NiO,/SAM, respectively. Obviously, devices
based on NiO,/SAM HTL have the lowest defect density. The
decreased N; of the modified devices can be attributed to the
defect passivation of MeO-2PACz at the bottom interface of the
perovskite.

Compared to ITO/NiO, or the ITO/SAM substrate, the ITO/
NiO,/SAM substrate has a more favourable energy level align-
ment with PVK. In order to obtain the energy level structure of
each substrate and PVK, the UPS spectra of each substrate and

This journal is © The Royal Society of Chemistry 2024

perovskite were measured (Fig. 4a). The band gaps (E,) of
perovskite (~1.57 eV), NiO, (~3.30 eV), and MeO-2PACz
(~3.18 eV) were obtained from their UV-Vis absorbance spectra
(Fig. S10, ESIf). From the cut-off edge (Ecuror) Of the UPS
spectra, the WF of ITO and perovskite were 4.31 eV and
4.23 eV, respectively (WF = 21.2 eV — E.u.o)- The distance
between the valence band maximum (Eygy) and Fermi level (Eg)
of the perovskite is E; = 1.17 eV (Fig. 4a). Therefore, the
conduction band minimum (Ecgy) and Eygy of the perovskite
are —3.83 eV (Ey = Ecgm — Evpm) and —5.40 eV (Eygy = —WF - Ey),
respectively. As shown in Fig. 4b, a concise energy level diagram
was drawn. In the absence of a HTL, as the Fermi levels of ITO
and PVK were close together, the contact potential was very low,
which was insufficient to provide power for the extraction and
separation of carriers, resulting in severe carrier recombination
at the ITO/PVK interface and a low V,..*”*° The WF of ITO
increased from 4.31 eV to 4.71 eV after MeO-2PACz modifica-
tion, thereby improving the carrier transport at the ITO/PVK
interface.

It is worth noting that the SAM layer is very thin, which
means that both electrons and holes may tunnel through it.*®
Therefore, its blocking effect on electrons mainly comes from
the potential generated after contact. Therefore, even though
some reports have pointed out that it is an HTL,"”*>° and indeed
a P-type semiconductor material in terms of its band structure
and bandgap (Fig. S10, ESIt), we believe that the role of
MeO-2PACz is more as an interface modification layer in here.
After introducing the NiO, HTL, the high Ecpy position of NiO,

J. Mater. Chem. C, 2024, 12,1507-1515 | 151
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Fig. 4 (a) UPS spectra of the ITO, ITO/SAM, ITO/NiO,, ITO/NiO,/SAM and perovskite. (b) Energy level diagram of PSCs. (c) PL and (d) TRPL measurement
results of the perovskite films on the different substrates. (e) DC conductivity of the ITO, ITO/SAM, ITO/NiO, and ITO/NiO,/SAM films.

can effectively block electron transfer to the positive electrode.
The WF of NiO, increased from 4.57 eV to 4.85 eV after
MeO-2PACz modification, optimizing the energy level align-
ment, promoting carrier transport, and more importantly,
reducing interface carrier recombination. In order to research
the influences of MeO-2PACz on the transport dynamics of the
carrier, the steady-state photoluminescence (PL) spectra and
normalized time-resolved PL (TRPL) characterization of the
perovskite films on different substrates were carried out
(Fig. 4c and d). From Fig. 4c, it was clear that the PL emission
intensity of the perovskite film on the ITO/NiO,/SAM substrate
was significantly reduced, which was owing to the excited
electrons and holes being transported away. As more direct
evidence, the TRPL decay rate of the perovskite film on the
ITO/NiO,/SAM substrate was much faster than other samples.
The average decay lifetimes of perovskite films on different
substrates are shown in Table S1 (ESIT). In addition, due to the
optimization of the energy level alignment, the conductivity of
the substrate modified by MeO-2PACz was also improved
(Fig. 4e).

We built the complete device shown in Fig. 5a and compared
its performance with the other three devices based on different
substrates. The optimal J-V efficiency curve of the four com-
plete devices is shown in Fig. 5b, and their photovoltaic
parameters are summarized in Table 1. The box statistical
distribution diagram of them (PCE, V,, Js, FF) is shown in
Fig. S11 (ESIt). In Table 1, the averages of the parameters are

1512 | J Mater. Chem. C, 2024, 12,1507-1515

the averages of the values inside the “box”. As we can see, an
increase in both V. and J,. of the devices based on MeO-2PACz
modification was observed. To this end, the external quantum
efficiency (EQE) of each device was measured (Fig. 5c). The
integrated J,. values obtained from the EQE spectra were 13.47,
22.56, 22.0 and 23.23 mA cm > for bare ITO, ITO/SAM, ITO/
NiO,, and ITO/NiO,/SAM, respectively. The increased J,. was
attributed to the optimized energy level structure and the
improved conductivity of the substrate for the perovskite. The
Mott-Schottky characteristics (Fig. 5d) are usually used to
evaluate the built-in potential (V;) of the PSCs.”* The Vi; of
the device based on ITO/NiO,/SAM was 0.90 V, which was
higher than that of other devices. The increased V},; benefited
from the optimization of energy level alignment, providing a
stronger power for the extraction and separation of the carrier,
thereby obtaining a higher V,,.. Dark current testing can be used
to analyze the non-radiative recombination of the devices, and
lower dark current means lower non-radiative recombination
(Fig. 5e). In electrochemical impedance spectroscopy (EIS), the
values of the series resistance (R;) and recombination resis-
tance (Ry) correspond to the intercept on the Z’ axis and the
diameter of the semicircle, respectively. EIS fitting results
demonstrated that the device based on the ITO/NiO,/SAM
substrate showed the highest R, (Fig. 5f), which also means
lower charge recombination. The transient photovoltage (TPV)
and transient photocurrent (TPC) measurements are used
to investigate the charge recombination lifetime and charge

This journal is © The Royal Society of Chemistry 2024
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(a) Device structure diagram based on NiO,/SAM. (b) J-V curves and (c) EQE measurement results for four different devices. (d) Dark J-V

measurements of the PSC devices. (e) The transient photovoltage (TPV) decay curve and (f) transient photocurrent (TPC) decay curve. (g) Mott—Schottky
analysis. (h) EIS curves of PSC devices. (i) The stability of the devices at 25 °C and RH = 30%.

Table 1 Summary of photovoltaic parameters for the inverted PSCs with four different substrates

Devices Jse (MA cm™?) Voe (V) FF (%) PCE (%)
ITO/PVK Champion 14.0 0.60 63.8 5.3
Average 13.1 £ 3.5 0.57 £ 0.07 55.0 £ 8.8 3.8+ 0.7
ITO/SAM Champion 23.2 1.07 79.0 19.6
Average 23.4 £ 0.6 1.06 + 0.01 77.0 £ 3.4 19.0 £ 2.2
ITO/NiO, Champion 22.4 1.04 77.8 18.1
Average 21.9 £ 0.9 1.03 £+ 0.01 77.2 £ 1.5 17.4 £ 0.7
ITO/NiO,/SAM Champion 23.9 1.08 83.9 21.7
Average 23.6 £ 0.8 1.08 £+ 0.01 81.3 £ 1.3 207 £1

extraction time of the PSCs.”” Fig. 5¢ and h show the normal-
ized TPV and TPC. It can be observed that a longer charge
recombination lifetime and shorter charge extraction time for
the ITO/NiO,/SAM device, which revealed the MeO-2PACz could
suppress charge recombination and enhance charge extraction
efficiency. Finally, a simple stability test was conducted on four
devices. At a relative humidity (RH) of 20-30% and a room
temperature of 25 °C, the PCE was tested at regular intervals
and the normalized PCE curve was obtained over time (Fig. 5i).
The fastest PCE decay of The ITO/NiO, device was largely

This journal is © The Royal Society of Chemistry 2024

caused by the redox reaction at the NiO,/PVK interface.>” The
stability of the ITO/NiO,/SAM device is higher than that of the
other three devices, which maintain 82% of the initial PCE after
storing in the ambient air at 25 °C with RH of 20-30% for 800 h.

3. Conclusions

In summary, we first investigated the effect of MeO-2PACz on
inverted HTL-free PSCs. Here, we believe that MeO-2PACz
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(SAMs) serve more as an interface modification layer to adjust
the energy level alignment. The Fermi energy levels of perovs-
kite and ITO measured by the UPS spectrum are very close, and
the potential barrier generated after contact is very low, which
is not enough to provide power for carrier extraction and block
electron flow, leading to severe carrier recombination at the
ITO/PVK interface. The modification of MeO-2PACz raised the
WEF of ITO from 4.31 eV to 4.71 eV, optimizing the energy level
alignment. And the ITO/SAM device achieved a PCE of 19.6%
and V,. of 1.07 V. However, from the surface CPD distribution
of the ITO/MeO-2PACz substrate, there is indeed discontinuity
in the SAM layer. Therefore, we introduce a thin NiO, layer
prepared at low temperature (120 °C) to improve the chemical
adsorption of MeO-2PACz SAMs. The WF of the NiO, substrate
modified by MeO-2PACz was increased from 4.57 eV to 4.85 eV,
further optimizing the energy level alignment, and the high
Ecgm position of NiO, blocked electron flow to the positive
electrode. Moreover, MeO-2PACz also passivated the defects at
the bottom interface of the perovskite through Pb-O coordina-
tion bonds. Finally, devices based on ITO/NiO,/SAM achieved a
champion PCE of 21.7%, a V. of 1.08 V, a J,. of 23.9 mA cm™>
and a high FF of 83.9%. More importantly, the introduction of
NiO, also improves the environmental stability and reverse bias
stability of the device. The ITO/NiO,/SAM device maintains 82%
of the initial PCE after storing in the ambient air at 25 °C with
RH of 20-30% for 800 h.
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