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ABSTRACT: Interfaces in perovskite solar cells play a crucial role in
their overall performance, and therefore, detailed fundamental studies are
needed for a better understanding. In the case of the classical n−i−p
architecture, TiO2 is one of the most used electron-selective layers and
can induce chemical reactions that influence the performance of the
overall device stack. The interfacial properties at the TiO2/perovskite
interface are often neglected, owing to the difficulty in accessing this
interface. Here, we use X-rays of variable energies to study the interface of
(compact and mesoporous) TiO2/perovskite in such a n−i−p
architecture. The X-ray photoelectron spectroscopy and X-ray absorption
spectroscopy methods show that the defect states present in the TiO2
layer are passivated by a chemical interaction of the perovskite precursor
solution during the formation of the perovskite layer and form an organic
layer at the interface. Such passivation of intrinsic defects in TiO2 removes charge recombination centers and shifts the bands
upward. Therefore, interface defect passivation by oxidation of Ti3+ states, the organic cation layer, and an upward band bending at
the TiO2/perovskite interface explain the origin of an improved electron extraction and hole-blocking nature of TiO2 in the n−i−p
perovskite solar cells.
KEYWORDS: perovskite solar cells, interface, defects, photoemission spectroscopy

■ INTRODUCTION
Perovskite solar cells (PSCs) have made remarkable progress
in power conversion efficiency (PCE), increasing from 3.8% in
2009 to an impressive 26.1% in 2023.1,2 Initially, research
efforts were predominantly centered on perfecting the
perovskite absorber layer, with a focus on achieving low defect
density, high crystallinity, large grain size, optimal optical
properties, and proper band alignment with the respective
charge extraction layers.3−5 Subsequently, the spotlight shifted
toward enhancing the perovskite film through surface
modifications4,6−9 and optimizing the interfaces between the
perovskite layer and charge-transporting materials.7,10−17 This
shift in focus was driven by the recognition that these factors
are critical in the quest for highly efficient solar cells.
In the pursuit of enhancing the PSC performance through

interface optimization, researchers have dedicated their efforts
to refining the interface between metal oxides and perovskite
materials.18,19 For instance, the widely employed hole-blocking
layer (HBL), particularly TiO2, contains oxygen vacancies that
effectively transform this wide-bandgap material into a
semiconductor.20,21 Oxygen vacancies in the TiO2 film induce
defect states, leading to the trap of photogenerated charges at
the TiO2−perovskite interface, thereby impacting both the
efficiency and stability of PSCs.22 To circumvent the effect of
the defect states of TiO2 at the interface of HBL/perovskite,
the surface of TiO2 has been modified with various organic and

inorganic layers, such as C60, NaS, sulfur, and fluorine-based
compounds.23−29 Therefore, delving into the interfacial
properties of PSCs will enhance our understanding of interface
modifications for improved device performance.
Among numerous techniques, photoelectron spectroscopy

(PES) has been widely employed for the in-depth analysis of
electronic device interfaces. PES directly identifies chemical
reactions occurring at material surfaces and interfaces when
interfacing with another layer, enabling a comprehensive
understanding of their electronic properties and, consequently,
their band alignment.30−33 For instance, in the context of
perovskite film interfaces on various substrates, Olthof et al.
observed a strong correlation between the initial perovskite
growth and the surface chemistry of the substrate.34 This
observation suggests that changes in the interfacial band edge
position have a significant effect on the performance of PSCs.
In a related study by Shallcross et al., the interface between
TiO2 and the perovskite film was investigated through
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sequential deposition, revealing that the surface of the TiO2
film exhibits a high density of defect states that directly
influence the chemistry of the subsequently grown perovskite
film.35 The combination of the defective interface and non-
perovskite chemistry of the perovskite film at the interface
causes a lower charge separation. However, in the literature,
the PCE values of TiO2/perovskite-based n−i−p solar cells
show high performances, around 20%,36 suggesting that this
interface may have fewer challenges compared to the NiOx/
perovskite interface in p−i−n architectures.37
It is worth noting that the studies conducted on TiO2 in

combination with vapor-deposited perovskite interfaces should
not be directly extrapolated to infer the properties of TiO2
interfacing with spin-coated perovskite films. We hypothesize
that the process of spin-coating perovskite films onto the TiO2
layer, involving solution-based deposition, significantly influ-
ences the chemical and electronic characteristics of the TiO2/
perovskite interface. This differs substantially from non-
solution processes, such as vapor deposition. Therefore, in
the subsequent discussion, when we refer to perovskites, we
specifically mean those produced through solution-based
methods, like spin coating.
In this work, we studied the chemical and electronic

properties of the TiO2/triple cation perovskite with a 1.62 eV
bandgap38 interface using X-ray photoelectron spectroscopy
(PES) methods. In our study, we utilized diluted perovskite
solutions with concentrations of 0.2, 0.5, and 1.2 M, yielding
approximately 5, 15, and 400 nm thicknesses. These solutions
were spin-coated onto a TiO2 film, and we employed surface-
sensitive soft X-ray photoelectron spectroscopy (SOXPES)
and bulk-sensitive hard X-ray photoelectron spectroscopy
(HAXPES) techniques for investigation. Our results showed
that the bare TiO2 film had in-gap states, but these were
effectively reduced during perovskite spin coating. At the
TiO2/perovskite interface, we observed organic cations,
metallic Pb0 states, and beneficial upward band bending on
the TiO2 side. These findings suggest defect passivation and
advantageous band bending as a result of the perovskite
precursor interaction with the TiO2 layer, which likely
contributes to the high efficiency of TiO2/perovskite-based
PSCs.

■ RESULTS AND DISCUSSION
To study the interface of the TiO2/perovskite, we use a soft X-
ray source at an 880 eV energy and a hard X-ray source at a 2.0
keV energy on different thicknesses of perovskite deposited
onto TiO2. A schematic diagram of the depth-selective
SOXPES and HAXPES methods is shown in Figure 1a. Figure
1b shows the survey spectra collected on the 0.5 M perovskite/
TiO2/FTO/glass samples using two different excitation
energies of 880 eV (SOXPES, top, red spectrum) and 2.0
keV (HAXPES, bottom, blue spectrum). As seen, when using
very surface-sensitive excitation energy, we mostly see core-
level emissions that originate from the top perovskite film.
Nevertheless, once the excitation energy is increased to the
hard X-ray range, besides the peaks related to the perovskite
film, one can access the core level emissions from the buried
TiO2 film.

39

In our investigation, we explore the TiO2/perovskite
interface by varying the perovskite layer thickness and
employing two different photon energies. We prepared three
different perovskite film thicknesses (approximately 5, 15, and
400 nm) using precursor solutions with concentrations of 0.2,

0.5, and 1.2 M, respectively, and measured them with two
different photon energies. Our study is designed to achieve
three key objectives: first, to scrutinize the initial interaction
dynamics between the TiO2 substrate and the perovskite layer;
second, to elucidate how reaction dynamics evolve as a
function of perovskite layer thickness on TiO2; and ultimately,
to establish a correlation between the bulk properties of
perovskite and the properties at the TiO2/perovskite interface.
This multifaceted approach provides a comprehensive under-
standing of the interface behavior and its implications for the
overall properties of perovskite materials.
The survey spectra of bare TiO2 and 0.2, 0.5, and 1.2 M

perovskite films on TiO2 measured with 2.0 and 880 eV are
shown in Figure S1 of the Supporting Information. The
morphology of the prepared perovskite films is investigated
using top view and cross-section imaging of scanning electron
microscopy (SEM) and material property by X-ray diffraction
(XRD) and ultraviolet−visible (UV−vis) spectroscopy, and
their photovoltaic performance is investigated in the n−i−p
structure (see Figure S2, panels a and b of Figure S3, and
Figure S4 of the Supporting Information, respectively). The
surface morphology of the perovskite film prepared with 0.5
and 1.2 M precursor solutions shows grains in size of around
100 and 250 nm, respectively, while the thinnest film prepared
with 0.2 M has the roughness of the TiO2 layer underneath. In
the XRD pattern (see Figure S3a of the Supporting
Information), we can clearly observe peaks at 14.3° and
28.5°, which correspond to the reflections originating from the
perovskite structure of the films.40 However, it is noteworthy
that the 0.2 M film exhibits considerably lower peak intensities
in comparison to the other two films. This reduction in peak
intensity is likely attributed to the lower thickness (∼5 nm) of
the film on the TiO2/FTO substrate. UV−vis spectra of these
film show an absorption edge at around 786.4 nm, resulting in
a band gap of 1.57 eV, which is in agreement with the band gap
of triple-cation-based perovskite.39 The PCE of the solar cells
prepared from these films is around 4.7, 10.5, and 18.0%,
respectively. The lower efficiency of solar cells (see Figure S4
of the Supporting Information) having 0.2 and 0.5 M
perovskite films comes from the lower absorption of thin
perovskite films (see Figure S3b of the Supporting
Information). It is essential to highlight that the films with
concentrations of 0.2, 0.5, and 1.2 M exhibit characteristics
consistent with perovskite materials in terms of their
morphology, crystallographic properties, optical attributes,
and solar cell performance. These features make these films

Figure 1. (a) Schematic diagram of the SOXPES and HAXPES
measurement setup and (b) survey spectra collected with SOXPES
and HAXPES on TiO2/perovskite.
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well-suited for further investigations that focus on interfacial
studies.
To study the interface interaction between TiO2 and

perovskite, we use the hard X-ray of photon energy of 2.0
keV for HAXPES. In Figure 2, core level spectra from
HAXPES on TiO2 and 0.2, 0.5, and 1.2 M perovskite films are
shown. The HAXPES core level spectra of Cs 4d, Br 3d, and I
4d (a), Pb 4f7/2 (b), N 1s (c), C 1s (d), O 1s (e), and Ti 2p (f)
taken on bare TiO2 and with perovskite films taken using an
excitation energy of the X-ray of 2.0 keV are shown in Figure 2.
In Figure 2a, the binding energy in the range of 74−78, 67−71,
60−65, and 47−52 eV corresponds to the Cs 4d, Br 3d, Ti 3s,
and I 4d shallow core levels. In the Pb 4f7/2 core level spectra
(Figure 2b), one can clearly distinguish a main peak located at
138.8 eV and a low intense peak at 137.0 eV that correspond
to Pb2+ and Pb0 states of lead in perovskite, respectively.30 The
peak at 137.0 eV is clearly visible in the XPS spectra of the thin
(∼5 and 15 nm) perovskites (0.2 and 0.5 M), and the Pb2+/
Pb0 peak intensity ratio for these films is the same (shown in
Figure S5 of the Supporting Information).
In Figure 2c, the N 1s core level spectra have a peak

maximum located at 400.8 eV that is attributed to the binding
energy of nitrogen in the investigated perovskite film, while in
C 1s spectra (Figure 2d), three peaks, located at 285.3, 287.1,
and 288.6 eV, can be seen that correspond to absorbed
carbon/CH3I and MA+ and FA+ ions, respectively.

41,42 In the
case of a 1.2 M thick perovskite layer, a small peak at around
289.0 eV is visible, which corresponds to the absorbed −CO3
species. In O 1s XPS spectra (Figure 2e), the binding energy is
located at 530.7 eV, which can also be assigned to the Ti−O
bonding in TiO2.

20,43 In Figure 2f, the Ti 2p spectra have
binding energies located at 459.4 and 465.3 eV that correspond
to the spin−orbit splitting of Ti 2p in TiO2.

10,37 The intensities
of the core level spectra related to the perovskite film, i.e., Cs

4d, Br 3d, I 4d, Pb 4f, N 1s, and C 1s, increase accordingly with
the perovskite solution concentration, and at the same time,
the intensities of the Ti 2p and O 1s core levels decrease, thus
confirming an increase of the perovskite thickness with an
increasing molar concentration of its solution.
The core level spectra of different perovskite thicknesses can

further be analyzed to learn about chemical reactions occurring
during the TiO2/perovskite interface formation. In the Pb 4f7/2
XPS spectra, the full width at half maximum (fwhm) value
decreases with the increasing thickness of the perovskite
absorber (see Figure S5 of the Supporting Information). The
wider fwhm of the thinnest 0.2 M perovskite layer could be a
result of the interaction of perovskite with the TiO2 substrate
or the lower crystallinity of the perovskite film. A closer look at
the binding energy position of Pb 4f shows that the Pb 4f7/2
spectrum for the 1.2 M film shows it to be shifted to a lower
binding energy by about 0.1 eV compared to the 0.2 M film.
The N 1s XPS signal for the 0.2 M sample has a shoulder at the
binding energy of around 399.0 eV (see Figure S6 of the
Supporting Information). This indicates that nitrogen coming
from the organic cation in the perovskite solution reacts with
the mesoporous TiO2 layer. For thicker films, i.e., 0.5 and 1.2
M, the N 1s fwhm becomes narrower and has only one
component. However, after the 0.2 M perovskite layer
deposition, the Ti 2p and O 1s binding energy is also shifted
by 0.1 eV to a lower binding energy and stays the same for the
0.5 M sample. The origin of these shifts and shoulders as a
function of perovskite thickness will be discussed in detail in
the later section.
As mentioned above, the perovskite at the interface with

TiO2 (0.2 M) has different chemical and electronic properties
than that of 0.5 or 1.2 M. Therefore, to understand this
interface in more detail, we use a more surface-sensitive X-ray

Figure 2. HAXPES detailed spectra of the (a) Cs 4d, Br 3d, Ti 3s, and I 4d, (b) Pb 4f7/2, (c) N 1s, (d) C 1s, (e) O 1s, and (f) Ti 2p core levels
(including curve fit results) measured on bare TiO2 and 0.2, 0.5, and 1.2 M perovskite films on it using hard X-ray photoelectrons with 2.0 keV
excitation energy.
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energy of 880 eV to study the surface of TiO2, the interface of
0.2 M perovskite/TiO2, and the surface of 1.2 M perovskite.
The Ti 2p core level spectra measured with an excitation

energy of 880 eV are shown in Figure 3a and indicate that the
binding energy of 0.2 M perovskite shifts −0.1 eV compared to
bare TiO2, which is also observed in the Ti 2p data measured
with 2.0 keV using the HAXPES method (Figure 2f). In
addition to the main peak at around 459.6 eV, a low intense
peak located at the lower binding energy of 458.0 eV is visible
and corresponds to the Ti3+ states in TiO2.

21,43 Moreover,
these Ti3+ states (oxygen vacancies) in TiO2 result in gap states
of TiO2, making it more conducting.

44,45 The relative intensity
of this peak with respect to the main peak decreases after the
deposition of the 0.2 M perovskite film (see Figure S7 of the
Supporting Information). The decrease in intensity of Ti3+
states is related to the partial oxidation of Ti3+ to Ti4+ states by
perovskite, which also shifts the main peak at 459.5 eV by −0.1
eV. The O 1s spectra also show a shift toward a lower binding
energy by −0.1 eV, whereas a shoulder at a higher binding
energy becomes more evident, which could be attributed to the
−OH groups bonded to Ti or O from hydrocarbons.20 In the
Pb 4f7/2 spectra (Figure 3c), four indicative peaks located at
137.1, 138.1, 138.9, and 139.6 corresponding to Pb0, O�Pb�
O, Pb2+ in perovskite, and Pb−O bonds, respectively,46 are
visible in the spectrum of the 0.2 M sample. In the case of the
1.2 M sample surface, only a single sharp peak located at 138.9
eV is visible and is attributed to the binding energy of lead in
the perovskite. The presence of a considerable amount of Pb0
(11% of total lead) state in the 0.2 M film and its absence in
the thick and bulk 1.2 M perovskite film indicate that the
metallic lead state is only present at the TiO2/perovskite
interface. Moreover, the partial oxidation (15% of Pb�O and
7% of Pb−O) of Pb observed only in the 0.2 M sample spectra
indicates that a certain amount of Pb atoms from perovskite is

bonded to the oxygen atoms from the TiO2 surface. The
observed decrease in Ti3+ states (Figure 3a) and the presence
of Pb0 states at the TiO2/perovskite interface after 0.2 M
perovskite deposition indicate that perovskite oxidizes the Ti3+
states located at the TiO2 surface to Ti4+. This finding
contradicts the theoretical assumptions that the TiO2/
perovskite interface consists only of Pb−O−Ti bonds47,48
and that TiO2 oxidizes the perovskite layer at the interface. We
experimentally found that it is not TiO2 that oxidizes
perovskite but that the opposite happens. In other words, if
all oxygen on the TiO2 surface would be bonded to Pb, then
there will not be any visible metallic Pb0 states, and the
intensity of the Ti3+ state must increase after deposition of
perovskite on TiO2 because TiO2 would share oxygen with
perovskite and, thus, would decrease its oxidation.
C 1s core level spectra (Figure 3d) have multiple peaks

coming from −CH3I, MA+, and FA+ components in the
perovskite film. After careful analysis of the C 1s spectra, one
can see a peak located at around 287.8 eV, which can be
attributed to the binding energy of C�O components in
organic molecules.49 The reactive components (−C�O) of C
1s for 0.2 M at TiO2 show that the organic part of perovskite is
chemically interacting with TiO2 at the interface. The higher
photon flux at the soft X-ray beamline might have caused the
surface degradation of the perovskite films, which caused the
lower N 1s intensity and low signal-to-noise ratio, making the
analysis challenging.
In I 3d core level spectra, a low intensity peak at a binding

energy of 621.1 eV appears for the 0.2 M film, whereas it is
absent for the 1.2 M perovskite film. The higher binding
energy peak at the I 3d core level could originate from the
interaction between I and O at the perovskite/TiO2 interface.
This indicates that heavy elements, like Pb, take place in the
interface creation between TiO2 and perovskite and other

Figure 3. (a) Ti 2p, (b) O 1s, (c) Pb 4f7/2, (d) C 1s, (e) N 1s, and (f) I 3d5/2 core level spectra (including curve fit results) measured on the TiO2
substrate and 0.2 and 1.2 M perovskite layers on it collected with the soft X-ray source of energy of 880 eV.
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components, like C, from organic cation or iodine can also be
bonded to the TiO2 underlayer.
In the theoretical studies of the TiO2/perovskite interface, it

was shown that the oxygen vacancies responsible for defect
states in TiO2 interact with Pb of the [PbI6]−4 octahedron in
the perovskite structure.47 This agrees with our findings that
the Ti3+ states (which can be understood as the measure of the
oxygen vacancies in the TiO2 film) are oxidized at the interface
with TiO2 after spin coating perovskite on it. The findings
from HAXPES and SOXPES indicate that the interface
between perovskite and TiO2 is not solely formed by the
O−Ti−Pb bonds. Instead, all of the elements present in the
perovskite crystal, except nitrogen, are chemically connected to
the TiO2 substrate at the interface.
To understand in more detail the interfacial reaction and the

defect states, we studied bare TiO2 and the 0.2 M perovskite/
TiO2 samples by X-ray absorption spectroscopy (XAS) and
resonance X-ray photoelectron spectroscopy.
The XAS of the Ti L-edge and O K-edge spectra of TiO2

(black) and 0.2 M perovskite (red) spin coated on TiO2 are
shown in panels a and b of Figure 4, respectively. In XAS, the
spectra are obtained by exciting the core electron in the
occupied state to the unoccupied states of the element bonded
to the other elements. The electronic transition from occupied
to unoccupied states must follow the dipole selection rule. This
means that, in the present case, the Ti L-edge and O K-edge
electrons are excited from Ti 2p to Ti 3d and from O 1s to O
2p levels, respectively. Therefore, a change in the bonding of
Ti−O can be visible in the XAS spectra of both Ti L-edge and
O K-edge. The stronger the bond between the elements, the
higher the unoccupied states, and hence, the higher the
transition intensity visible in the XAS spectra. In the Ti L-edge,
the energy range from 456.0 to 462.0 eV corresponds to the L3
edge, while the peaks in the range from 462.0 to 470.0 eV
belong to the L2 edge. The sharp peak at 458.0 eV and the
peak at 459.7 eV with a shoulder at higher photon energy are
assigned to the t2g and, eg, transitions, respectively.

50 Similarly,
these transitions are also visible in the L2 region at 463.3 eV
(t2g) and 465.4 eV (eg). Bare TiO2 has peaks with lower
intensities for both transitions at t2g and eg in the L3 and L2
regions than 0.2 M perovskite/TiO2. The lower transition
intensity in bare TiO2 depicts that the conduction band is
partially occupied.51 The partial occupation of the conduction
band is related to the non-bonded Ti3+ states, which are
available in bare TiO2 (see Figure 4a).

52 In the literature, it has
been observed that an excess of Ti3+ states in TiO2 results in a
decrease in the intensity of the t2g peak in XAS.

55 In addition,

the fwhm of t2g at the L3 edge is higher for bare TiO2 than for
the 0.2 M perovskites on TiO2. The higher fwhm at eg
originates typically from the deficiency in the long-range
ordering of Ti−O bonds in TiO2.

43 Also, the presence of the
Ti3+ state results in the broadening of the eg transition in the L3
region.52 Moreover, the pre-edge region in TiO2 has two broad
continuous peaks at 456.5 and 457.1 eV, while the peaks are
more dominant and discrete for 0.2 M perovskite on TiO2.
The continuous pre-edge peak is again related to the gap states
present in TiO2,

21,53 which diminish after perovskite
deposition.
In Figure 4b, the O K-edge XAS spectra show a higher

absorption peak for TiO2 compared to the 0.2 M perovskite
film spin coated on TiO2, quite contrary to what is observed in
the Ti L-edge spectra. A higher intensity of the O K-edge in
XAS corresponds to a stronger bond between Ti and O in
TiO2. In the case of bare TiO2, there is only an O−Ti bond on
the surface, which results in a higher intensity of t2g and eg in
the O K-edge. The absorption intensity decreases considerably
upon 0.2 M perovskite deposition. This infers that oxygen in
the surface region of the TiO2 film might have been bonded to
other species from the perovskite film during its spin coating.
However, it is challenging to detect the resonance spectra of
any other bonding species from perovskite with O as a result of
a much stronger bond of Ti−O, leading to suppression of
other minor signature peaks.
The O K-edge and Ti L-edge show that TiO2 changes its

bonding nature on its surface after the deposition of 0.2 M
perovskite on it. XAS also indicates that the perovskite
deposition produces a decrease in the defect concentration at
the interface as Ti3+ is converted to the Ti4+ states. Therefore,
we measured the valence band (VB) of TiO2 and 0.2 M
perovskite on it using two different photon energies of 460 eV
(resonant to Ti 2p) and 550 eV (close to the O 1s resonance),
as depicted in Figure 4c. The valence band maxima (VBMs)
collected at 460 eV photon energy are found to be located at
3.8 ± 0.1 and 3.6 ± 0.1 eV for TiO2 and the 0.2 M perovskite
layer on TiO2, respectively. The deep VB region spectral
features for TiO2 and the 0.2 M perovskite layers are found to
be similar. Additionally, the VBM of the perovskite layer does
not match the literature value for 1.65 eV.54 However, a tail
with a lower density of the state extended until 2.4 ± 0.05 eV
could have originated from the thin perovskite layer. The
discrepancy in VBM of the 0.2 M perovskite layer is coming
from the fact that the perovskite layer is too thin, and second,
the photon energy used here is resonating with Ti 2p, thus
increasing the emission from the TiO2-like valence band states.

Figure 4. XAS spectra were collected with total electron yield mode at the (a) Ti L-edge and (b) O K-edge of TiO2 and 0.2 M perovskite on TiO2
and (c) valence band edge spectra of TiO2 and 0.2 M perovskite/TiO2 at the resonance energy of Ti 2p (460 eV) and close to the resonance
energy of O 1s (550 eV).
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PES measurements based on 460 eV excitation are very
surface-sensitive, and a maximum information depth of ∼2−3
nm is expected, while at this energy, the photoelectrons
selectively emitted from TiO2 result in the TiO2-like VB for the
0.2 M perovskite layer. In other words, the VB region
investigated with the excitation energy close to the Ti 2p
resonance results in the domination of the titanium states with
a low density of states (DOS) of the perovskite film in the VB
region. The VBMs of TiO2 and 0.2 M perovskite spin coated
on TiO2 are located at 3.8 ± 0.1 and 1.6 ± 0.1 eV, respectively,
when measured with an excitation energy of 550 eV. The
photon energy of 550 eV is non-resonating with both Ti 2p
and O 1s and has surface sensitivity similar to 460 eV, which is
useful to identify the states in the 0.2 M perovskite layer.
Therefore, with an excitation energy of 550 eV, 0.2 M
perovskite has a VBM equal to the VBM of 1.2 M perovskite
layers (see Figure S8 of the Supporting Information) and is
similar to the reported values in the literature.54 Also, it can be
seen that the VBM of 0.2 and 1.2 M perovskite investigated
using other excitation energies (880 and 1100 eV) is located at
around 1.6 ± 0.1 eV (see Figure S9 of the Supporting
Information). Therefore, the VBM of perovskite investigated
with the surface- and bulk-sensitive conditions is the same and
agrees with the reports.
Next, using the resonant and surface-sensitive photon

energies, the contribution of TiO2 in the VB region in 0.2 M
perovskites can be distinguished, and hence, the defects at the
TiO2/perovskite interface can be investigated. The VBs at 460
and 550 eV photon energies show a highly intense in-gap state
(related to Ti3+) ranging from 0.4 to 1.9 eV. The intensity of
the in-gap states is higher for 460 eV compared to 550 eV,
showing that the defects are arising from the Ti3+ states in

TiO2. In the 0.2 M perovskite layer, there are no such in-gap
states visible when using 550 or 460 eV photon energy. This
indicates that perovskite successfully reduced the defect states
on the TiO2 surface. In addition, the defect states related to
Ti3+ states decreased after perovskite deposition. The resonant
VB spectra andthe Ti L-edge XAS results suggest that the spin
coating of perovskite removes the Ti3+ related defect states
found on the bare TiO2.
The HAXPES and SOXPES studies of the TiO2/spin-coated

perovskite interface show that this interface is chemically
reactive during perovskite film growth on the TiO2 substrate.
At this interface, both TiO2 and perovskite react favorably for
electron transport from the perovskite absorber to the TiO2
electron transport layer (ETL). The HAXPES results show
that the Ti 2p core level shifts to a lower binding energy by
−0.1 eV and by the same value as Pb 4f in the 0.2 M perovskite
film (Figures 2 and 3). This infers that TiO2 shows an upward
band bending, while there is no band bending at the perovskite
side as it follows the energy shift of the substrate. In addition, it
is found that, at the TiO2/spin-coated perovskite interface, the
perovskite film has a metallic state in the Pb 4f spectrum,
which is not present in the 1.2 M perovskite film. On the basis
of these findings, in Figure 5, we propose the schematic
presentation of the theoretically driven (a and b) and
experimentally determined in this work (c and d) TiO2/
perovskite interface creation during the spin coating of the
perovskite film on the mesoporous TiO2 film.
As indicated in the SOXPES data, the TiO2 film is used as an

ETL in PSCs because it contains Ti3+ states that cause in-gap
states and, hence, improve the conductivity of this high band
gap (3.2 eV) material. However, as observed in Figures 4c and
5b, the in-gap states with a width of ∼1.0 eV in TiO2 cover the

Figure 5. Schematic representation of the (a and b) theoretical and (c and d) experimentally verified in this work TiO2/spin-coated perovskite
interface properties. A theoretical assumption is that (a) Pb is only attached to the Ti−O frame and (b) its consequent interface band diagram. Our
experimentally verified TiO2/spin-coated interface shows the (c) interaction of Ti−O with Pb and organic cations and (d) consecutive band
diagram.
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entire band gap of perovskite. In such a case, the photo-
generated holes will recombine with the electrons through the
in-gap states, which will lead to a drop in the performance of
the solar cell devices, but this is not the case (see Figure S4 of
the Supporting Information). This means that the in-gap states
in the TiO2 layer after spin coating of perovskite and preparing
devices do not interfere with interfacial charge separation. We
have observed that, upon deposition of the 0.2 M perovskite
on the TiO2 film, the Ti3+ states decrease and, hence, the in-
gap states at the TiO2 surface. This decrease in Ti3+ states (in-
gap state) does not decrease the PCE of the solar cells, which
means that the in-gap states are decreased only at the TiO2
surface in contact with spin-coated perovskite and that the bulk
properties of TiO2 remain intact (still in-gap states/defects are
present in the TiO2 bulk). According to theoretical studies,
perovskite attracts oxygen from the TiO2 layer during the spin-
coating process and, thus, becomes oxidized.55,56 Under this
circumstance, the Ti3+ states should increase, and there should
not be any metallic lead (Pb0) detected in the XPS spectra. On
the contrary, our experimental data collected with the
advanced PES methods have revealed that the Ti3+ in-gap
states decrease and the metallic Pb0 states appear at the TiO2/
perovskite interface during spin coating of perovskite on top of
the mesoporous TiO2 film.

56 The interfacial reaction between
TiO2 and perovskite during film formation can be understood
through the following reactions:

2Ti 2 PbI 2Ti PbI Pb 5I3
6

4 4
2

0
2+ [ ] = + + ++ +

(1)

2Ti 2 PbI 2Ti PbI Pb 3I3
4

2 4
2

0
2+ [ ] = + + ++ +

(2)

where the [PbI4]2− complex is created by the following
reactions:

PbI I PbI

PbI I PbI

2 3

3 4
2

[ ] + = [ ]

[ ] + = [ ]

The surface oxidation of the TiO2 film from the Ti3+ to Ti4+
states likely occurred in conjunction with the perovskite film
acting as an electron acceptor. In that case, the interaction
between Ti and I is favored at the interface, which is evident in
the Ti 2p spectra.56,57 Moreover, the higher binding energy
peak of I 3d shows that a certain amount of iodine is also
bonded to the surface oxygen atom. The reactive components
in C 1s and N 1s of the 0.2 M perovskite layer show that there
will be a reaction between the oxygen atoms on the TiO2
surface and the organic cations (FA+ and MA+) from
perovskite. Both cations might have connected to −O−Ti
through strong hydrogen bonding, resulting in C−N−H−O−
Ti at the interface.58

If the TiO2/spin-coated perovskite interface would have a
non-reactive nature or [PbI6]4− bonded to O species (as shown
in Figure 5a), then Ti3+-related in-gap states would exist at the
interface, which might cause the recombination of photo-
generated electron−hole pairs. The suggested band diagram
for such a condition is shown in Figure 5b. Interestingly, our
studies differ from the theoretical assumptions. Our exper-
imental findings indicate that the cations and anions are
actively taking part in the formation of an interface during the
spin-coating process of perovskite on the TiO2 film. Iodine
works as an electron donor, which oxidizes the Ti3+ states to
the Ti4+ state and removes the interfacial defect states. The
reaction of FA+ and MA+ ions with the O and I ions with Ti
shows that this interface has a very thin layer composed of

organic cations without any defect states, as shown in Figure
5c. The schematic band diagram for such an interface is shown
in Figure 5d. The defect states are still present in the TiO2 film
bulk after spin coating of perovskite, which causes electron
transfer across the TiO2/spin-coated interface. On the other
hand, TiO2 defect passivation induces Pb0 states, which causes
an open circuit voltage loss close to 500 meV compared to the
radiative limit.59 To maximize the performances of the PSCs, a
strategy to prevent metallic Pb formation has been tried in the
literature.60,61 For example, the additions (in low concen-
tration) of divalent cation halide salts (e.g., SrI2, MgI2, etc.) to
the precursor mixture have been shown to reduce metallic Pb
formation by (i) creating a halide-rich precursor (preventing
halide vacancy defects that can lead to film degradation) and
(ii) allowing divalent cation incorporation into the crystal
lattice, which can replace metallic Pb defects.61

■ CONCLUSION
In this work, we used HAXPES, SOXPES, XAS, and resonance
PES methods to investigate the TiO2/spin-coated perovskite
interface for the first time. HAXPES and SOXPES showed that
there is favorable upward band bending in the TiO2 film at the
TiO2/spin-coated perovskite interface. The perovskite layer is
chemically attached to the first few nanometers of the TiO2
film, where the interface has an organic-rich layer, resulting in
surface defect passivation of TiO2. O from TiO2 is connected
to organic cations (MA+ and FA+) and partly to [PbI6]4−, and
Ti is attached to I from perovskite, while unreacted Pb0 is
embedded in this organic interlayer at the interface. On the
basis of the resonance PES studies of the VB edges and XAS
results, we conclude that TiO2 at the interface with the spin-
coated perovskite film is found to be less defective than that of
bare TiO2. The perovskite film passivates the defects present
on the bare TiO2 surface during the spin-coating process. No
extra passivation intermediate layer is needed. At present, the
PSCs without any interface modification show an efficiency of
about 18%, which proves our finding that the interface defects
that come from the TO2 layer are self-passivated. Nevertheless,
the emergence of Pb0 at the interface can have detrimental
consequences for device performance, resulting in a reduction
in photovoltage. To mitigate the formation of Pb0,
implementing surface modification techniques or altering the
precursor chemistry represent promising strategies to enhance
overall device performance. In addition, the extra interlayer
may lead to the long-term stability of perovskite solar cells
because TiO2 will not react with perovskite directly and will
not catalytically degrade the device interface under UV
illumination.

■ EXPERIMENTAL SECTION
The perovskite solar cells are fabricated using the triple cation and
double anion following the work from Saliba et al.,39 and the detailed
fabrication part is given in the Supporting Information. In short, the
FAPbI3 and MAPbBr3 solutions were mixed at a 5.7:1 (v/v) ratio. At
last, a 1.5 M CsI solution in dimethyl sulfoxide (DMSO) was added
to the final perovskite solution with a 5:95 (v/v) ratio to obtain the
desired (Cs5(MA15FA85)95Pb(I85Br15)3 CsMAFA perovskite solution.
For interface study and device, different concentrations, namely, 0.2,
0.5, and 1.2 M perovskite solution, were spin-coated on the TiO2-
layered FTO substrates for three different thicknesses of perovskite
films. Spiro-MeOTAD solution in chlorobenzene was spin-coated
dynamically with the 4000 rpm speed to complete the device
fabrication, according to the previously reported literature.39
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The UV−vis spectroscopy of the grown film was measured with the
UV−vis−near-infrared (NIR) spectrophotometer (Lambda 1300,
PerkinElmer), and for the morphology of the films, field-emission
scanning electron microscopy (FE-SEM) measurement was per-
formed using the Zeiss system. The performance of the solar cells was
evaluated from the J−V characteristic using a Keithley 2400 source
meter and AM 1.5 G, 100 mW/cm2 spectrum (SINUS-70,
WAVELABS).
The interface chemical and electronic properties of the TiO2/

perovskite surface and interface were performed using soft and hard
X-ray photoelectron spectroscopic methods, as shown in Figure 1.
The samples were prepared and packed in N2-filled boxes for
transportation to synchrotron centers for PES measurements. At the
synchrotron beamlines, samples were unboxed and quickly inserted
into the load lock of the PES system. To keep constancy and accuracy,
the samples from the same batch were measured at synchrotron
centers within 10 days of sample preparation. SOXPES and XAS were
performed at the National Synchrotron Radiation Centre SOLARIS,
Poland, at the PHELIX beamline.62 The X-ray of 880 eV excitation
energy was incident on the sample surface, and the photoelectrons
were collected onto the analyzer at a takeoff angle of 90°. The depth
of information at this photon energy is around ∼8 nm; i.e., the
photoelectrons measured here are from the surface to a maximum
depth of 8 nm of the film.63 XAS at the O K-edge and T L-edge were
measured using the total electron yield method. The HAXPES
measurements were conducted at the HIKE located at BESSY II
KMC-1 beamline at HZB.64,65 Two excitation energies of 2.0 and 5.0
keV of the X-ray were used for higher depth information on the
perovskite films. The X-ray was incident at a gracing angle on the
sample surface to have a photoelectron takeoff angle close to 90°. The
information depth for 2.0 is about ∼18.66 However, the exact
information depth of perovskite films at these photon energies is
unknown, considering the organic−inorganic hybrid nature of this
material.
It is widely acknowledged that perovskite materials can undergo

chemical transformations when exposed to X-ray irradiation, which
can potentially impact the accuracy and interpretation of experimental
results. To mitigate this possibility, we adopted a strategy of
deliberately defocusing the high-intensity soft X-ray beam, thereby
minimizing the potential for beam-induced damage. We also minimize
the measurement time by acquiring each spectrum within a short time
frame of 1−2 min. In contrast, when working with hard X-rays, the
intensity was relatively low, and as a result, we observed no discernible
degradation of the perovskite material.
The spectra collected at both synchrotron facilities were calibrated

with respect to the Au 4f core level spectra measured at each
beamline. For analysis, the spectra are fitted with the Casa XPS
software using the Shirley background and a fwhm of 1.2 ± 0.3 eV.
The quantification for Pb and Ti species was performed using the area
under the curve. In Table S1 of the Supporting Information, we
present the binding energy values for various core levels measured
using two different photon energies. It is important to note that, as a
result of variations between sources and instruments, the error in
determining binding energy can be approximately ±0.1 eV.
Additionally, we provide information on the possible chemical
structures associated with each core level for reference. This table
serves as a valuable reference for understanding the core levels and
their associated binding energies, considering the potential measure-
ment error.
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Jülich, 52425 Jülich, Germany

Małgorzata Kot − Chair of Applied Physics and
Semiconductor Spectroscopy, Brandenburg University of
Technology Cottbus-Senftenberg, 03046 Cottbus, Germany

Weiwei Zuo − Institute for Photovoltaics (ipv), University of
Stuttgart, 70569 Stuttgart, Germany

Roberto Félix − Department Interface Design, Helmholtz-
Zentrum Berlin für Materialien und Energie GmbH (HZB),
14109 Berlin, Germany; orcid.org/0000-0002-3620-
9899

Tomasz Sobol − SOLARIS National Synchrotron Radiation
Centre, Jagiellonian University, 31-007 Krakow, Poland;
orcid.org/0000-0002-9661-0932

ACS Applied Materials & Interfaces www.acsami.org Research Article

https://doi.org/10.1021/acsami.3c13085
ACS Appl. Mater. Interfaces 2023, 15, 56500−56510

56507

https://pubs.acs.org/doi/suppl/10.1021/acsami.3c13085/suppl_file/am3c13085_si_001.pdf
https://pubs.acs.org/doi/10.1021/acsami.3c13085?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acsami.3c13085/suppl_file/am3c13085_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Chittaranjan+Das"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-0339-348X
https://orcid.org/0000-0003-0339-348X
mailto:chittaranjan.das@ipv.uni-stuttgart.de
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Michael+Saliba"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-6818-9781
https://orcid.org/0000-0002-6818-9781
mailto:michael.saliba@ipv.uni-stuttgart.de
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Rajarshi+Roy"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Mayank+Kedia"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ma%C5%82gorzata+Kot"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Weiwei+Zuo"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Roberto+Fe%CC%81lix"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-3620-9899
https://orcid.org/0000-0002-3620-9899
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Tomasz+Sobol"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-9661-0932
https://orcid.org/0000-0002-9661-0932
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jan+Ingo+Flege"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c13085?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


Jan Ingo Flege − Chair of Applied Physics and Semiconductor
Spectroscopy, Brandenburg University of Technology Cottbus-
Senftenberg, 03046 Cottbus, Germany; orcid.org/0000-
0002-8346-6863

Complete contact information is available at:
https://pubs.acs.org/10.1021/acsami.3c13085

Author Contributions
†Chittaranjan Das and Rajarshi Roy contributed equally to this
work.
Notes
The authors declare no competing financial interest.

■ ACKNOWLEDGMENTS
This manuscript was developed under the provision of the
Polish Ministry and Higher Education Project Support for
Research and Development with the use of research infra-
structure of the National Synchrotron Radiation Centre
SOLARIS under Contract 1/SOL/2021/2. The authors
acknowledge SOLARIS Centre for the access to the PHELIX
beamline, where the measurements were performed. In
addition, the authors acknowledge the HZB BESSY II
synchrotron center for HAXPEX measurements at the HIKE
beamline. Chittaranjan Das acknowledges the European
Research Council under the Horizon Europe Programme
(LOCAL-HEAT, Grant Agreement 101041809), Proper-
PhotoMile (Project ProperPhotoMile is supported under the
umbrella of SOLAR-ERA.NET, co-funded by the Spanish
Ministry of Science and Education and AEI under the Project
PCI2020-112185 and CDTI Project IDI-20210171), the
Federal Ministry for Economic Affairs and Energy based on
a decision by German Bundestag Projects FKZ03EE1070B and
FKZ03EE1070A, and the Israel Ministry of Energy with
Project 220-11-031. SOLAR-ERA.NET is supported by the
European Commission within the EU Framework Programme
for Research and Innovation HORIZON 2020 (co-fund ERA-
NET Action, 786483). Małgorzata Kot acknowledges the
funding from Zentrales Innovationsprogramm Mittelstand
(ZIM), Federal Ministry of Economics and Climate Protection
Project KK5087602BR1.

■ REFERENCES
(1) Kojima, A.; Teshima, K.; Shirai, Y.; Miyasaka, T. Organometal
Halide Perovskites as Visible-Light Sensitizers for Photovoltaic Cells.
J. Am. Chem. Soc. 2009, 131 (17), 6050−6051.
(2) National Renewable Energy Laboratory (NREL). Best Research-

Cell Efficiencies; NREL: Golden, CO, 2023; https://www.nrel.gov/pv/
assets/pdfs/cell-pv-eff-emergingpv.pdf.
(3) Jeong, J.; Kim, M.; Seo, J.; Lu, H.; Ahlawat, P.; Mishra, A.; Yang,
Y.; Hope, M. A.; Eickemeyer, F. T.; Kim, M.; Yoon, Y. J.; Choi, I. W.;
Darwich, B. P.; Choi, S. J.; Jo, Y.; Lee, J. H.; Walker, B.; Zakeeruddin,
S. M.; Emsley, L.; Rothlisberger, U.; Hagfeldt, A.; Kim, D. S.; Grätzel,
M.; Kim, J. Y. Pseudo-Halide Anion Engineering for α-FAPbI3
Perovskite Solar Cells. Nature 2021, 592 (7854), 381−385.
(4) Zhuang, Q.; Li, H.; Zhang, C.; Gong, C.; Yang, H.; Chen, J.;
Zang, Z. Synergistic Modification of 2D Perovskite with Alternating
Cations in the Interlayer Space and Multisite Ligand toward High-
Performance Inverted Solar Cells. Adv. Mater. 2023, 35 (33),
2303275.
(5) Zhang, C.; Li, H.; Gong, C.; Zhuang, Q.; Chen, J.; Zang, Z.
Crystallization Manipulation and Holistic Defect Passivation toward
Stable and Efficient Inverted Perovskite Solar Cells. Energy Environ.
Sci. 2023, 16 (9), 3825−3836.

(6) Li, Z.; Li, B.; Wu, X.; Sheppard, S. A.; Zhang, S.; Gao, D.; Long,
N. J.; Zhu, Z. Organometallic-Functionalized Interfaces for Highly
Efficient Inverted Perovskite Solar Cells. Science 2022, 376 (6591),
416−420.
(7) Zuo, L.; Chen, Q.; De Marco, N.; Hsieh, Y. T.; Chen, H.; Sun,
P.; Chang, S. Y.; Zhao, H.; Dong, S.; Yang, Y. Tailoring the Interfacial
Chemical Interaction for High-Efficiency Perovskite Solar Cells. Nano
Lett. 2017, 17 (1), 269−275.
(8) Wu, Y.; Wang, Q.; Chen, Y.; Qiu, W.; Peng, Q. Stable Perovskite
Solar Cells with 25.17% Efficiency Enabled by Improving Crystal-
lization and Passivating Defects Synergistically. Energy Environ. Sci.
2022, 15 (11), 4700−4709.
(9) He, D.; Zhou, T.; Liu, B.; Bai, L.; Wang, W.; Yuan, H.; Xu, C.;
Song, Q.; Lee, D.; Zang, Z.; Ding, L.; Chen, J. Interfacial Defect
Passivation by Novel Phosphonium Salts Yields 22% Efficiency
Perovskite Solar Cells: Experimental and Theoretical Evidence.
EcoMat 2022, 4 (1), e12158.
(10) Kot, M.; Das, C.; Wang, Z.; Henkel, K.; Rouissi, Z.;
Wojciechowski, K.; Snaith, H. J.; Schmeisser, D. Room-Temperature
Atomic Layer Deposition of Al2O3: Impact on Efficiency, Stability and
Surface Properties in Perovskite Solar Cells. ChemSusChem 2016, 9
(24), 3401−3406.
(11) Kedia, M.; Rai, M.; Phirke, H.; Aranda, C. A.; Das, C.;
Chirvony, V.; Boehringer, S.; Kot, M.; Byranvand, M. M.; Flege, J. I.;
Redinger, A.; Saliba, M. Light Makes Right: Laser Polishing for
Surface Modification of Perovskite Solar Cells. ACS Energy Lett. 2023,
8, 2603−2610.
(12) Kot, M.; Wojciechowski, K.; Snaith, H.; Schmeißer, D.
Evidence of Nitrogen Contribution to the Electronic Structure of
the CH3NH3PbI3 Perovskite. Chem. - Eur. J. 2018, 24 (14), 3539−
3544.
(13) Zhao, R.; Xie, L.; Zhuang, R.; Wu, T.; Zhao, R.; Wang, L.; Sun,
L.; Hua, Y. Interfacial Defect Passivation and Charge Carrier
Management for Efficient Perovskite Solar Cells via a Highly
Crystalline Small Molecule. ACS Energy Lett. 2021, 6 (12), 4209−
4219.
(14) Isikgor, F. H.; Zhumagali, S.; Luis, L. V. T.; De Bastiani, M.;
McCulloch, I.; De Wolf, S. Molecular Engineering of Contact
Interfaces for High-Performance Perovskite Solar Cells. Nat. Rev.
Mater. 2023, 8 (2), 89−108.
(15) Ogomi, Y.; Morita, A.; Tsukamoto, S.; Saitho, T.; Shen, Q.;
Toyoda, T.; Yoshino, K.; Pandey, S. S.; Ma, T.; Hayase, S. All-Solid
Perovskite Solar Cells with HOCO-R-NH3

+I− Anchor-Group Inserted
between Porous Titania and Perovskite. J. Phys. Chem. C 2014, 118
(30), 16651−16659.
(16) Dong, Q.; Zhu, C.; Chen, M.; Jiang, C.; Guo, J.; Feng, Y.; Dai,
Z.; Yadavalli, S. K.; Hu, M.; Cao, X.; Li, Y.; Huang, Y.; Liu, Z.; Shi, Y.;
Wang, L.; Padture, N. P.; Zhou, Y. Interpenetrating Interfaces for
Efficient Perovskite Solar Cells with High Operational Stability and
Mechanical Robustness. Nat. Commun. 2021, 12 (1), 973.
(17) Pan, W.; Lin, J.; Wu, J.; Rong, B.; Zhang, X.; Chen, Q.; Zhang,
M.; Wang, S.; Sun, W.; Wang, X.; Lan, Z. Interface Modification by
Formamidine Acetate for Efficient Perovskite Solar Cells. Sol. Energy
2022, 232, 304−311.
(18) Shao, S.; Loi, M. A. The Role of the Interfaces in Perovskite
Solar Cells. Adv. Mater. Interfaces 2020, 7 (1), 1901469.
(19) Gao, Z. W.; Wang, Y.; Choy, W. C. H. Buried Interface
Modification in Perovskite Solar Cells: A Materials Perspective. Adv.
Energy Mater. 2022.
(20) Henkel, K.; Das, C.; Kot, M.; Schmeißer, D.; Naumann, F.;
Kärkkänen, I.; Gargouri, H. In-Gap States in Titanium Dioxide and
Oxynitride Atomic Layer Deposited Films. J. Vac. Sci. Technol. A
2017, 35 (1), 01B135.
(21) Das, C.; Henkel, K.; Tallarida, M.; Schmeißer, D.; Gargouri, H.;
Kärkkänen, I.; Schneidewind, J.; Gruska, B.; Arens, M. Thermal and
Plasma Enhanced Atomic Layer Deposition of TiO2: Comparison of
Spectroscopic and Electric Properties. J. Vac. Sci. Technol. A 2015, 33
(1), 01A144.

ACS Applied Materials & Interfaces www.acsami.org Research Article

https://doi.org/10.1021/acsami.3c13085
ACS Appl. Mater. Interfaces 2023, 15, 56500−56510

56508

https://orcid.org/0000-0002-8346-6863
https://orcid.org/0000-0002-8346-6863
https://pubs.acs.org/doi/10.1021/acsami.3c13085?ref=pdf
https://doi.org/10.1021/ja809598r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja809598r?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://www.nrel.gov/pv/assets/pdfs/cell-pv-eff-emergingpv.pdf
https://www.nrel.gov/pv/assets/pdfs/cell-pv-eff-emergingpv.pdf
https://doi.org/10.1038/s41586-021-03406-5
https://doi.org/10.1038/s41586-021-03406-5
https://doi.org/10.1002/adma.202303275
https://doi.org/10.1002/adma.202303275
https://doi.org/10.1002/adma.202303275
https://doi.org/10.1039/D3EE00413A
https://doi.org/10.1039/D3EE00413A
https://doi.org/10.1126/science.abm8566
https://doi.org/10.1126/science.abm8566
https://doi.org/10.1021/acs.nanolett.6b04015?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.6b04015?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/D2EE02277J
https://doi.org/10.1039/D2EE02277J
https://doi.org/10.1039/D2EE02277J
https://doi.org/10.1002/eom2.12158
https://doi.org/10.1002/eom2.12158
https://doi.org/10.1002/eom2.12158
https://doi.org/10.1002/cssc.201601186
https://doi.org/10.1002/cssc.201601186
https://doi.org/10.1002/cssc.201601186
https://doi.org/10.1021/acsenergylett.3c00469?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.3c00469?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/chem.201705144
https://doi.org/10.1002/chem.201705144
https://doi.org/10.1021/acsenergylett.1c01898?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.1c01898?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.1c01898?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41578-022-00503-3
https://doi.org/10.1038/s41578-022-00503-3
https://doi.org/10.1021/jp412627n?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp412627n?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp412627n?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41467-021-21292-3
https://doi.org/10.1038/s41467-021-21292-3
https://doi.org/10.1038/s41467-021-21292-3
https://doi.org/10.1016/j.solener.2022.01.002
https://doi.org/10.1016/j.solener.2022.01.002
https://doi.org/10.1002/admi.201901469
https://doi.org/10.1002/admi.201901469
https://doi.org/10.1002/aenm.202104030
https://doi.org/10.1002/aenm.202104030
https://doi.org/10.1116/1.4972247
https://doi.org/10.1116/1.4972247
https://doi.org/10.1116/1.4903938
https://doi.org/10.1116/1.4903938
https://doi.org/10.1116/1.4903938
www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c13085?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


(22) Ji, J.; Liu, X.; Jiang, H.; Duan, M.; Liu, B.; Huang, H.; Wei, D.;
Li, Y.; Li, M. Two-Stage Ultraviolet Degradation of Perovskite Solar
Cells Induced by the Oxygen Vacancy-Ti4+ States. iScience 2020, 23
(4), 101013.
(23) Hu, W.; Yang, S.; Yang, S. Surface Modification of TiO2 for
Perovskite Solar Cells. Trends Chem. 2020, 2, 148.
(24) Liu, Y.; Sun, H.; Liao, F.; Li, G.; Zhao, C.; Cui, C.; Mei, J.;
Zhao, Y. Bridging Effects of Sulfur Anions at Titanium Oxide and
Perovskite Interfaces on Interfacial Defect Passivation and Perform-
ance Enhancement of Perovskite Solar Cells. ACS Omega 2021, 6
(50), 34485−34493.
(25) Liu, C.; Zhang, J.; Zhang, L.; Zhou, X.; Liu, Y.; Wang, X.; Xu, B.
Bifunctional Passivation through Fluoride Treatment for Highly
Efficient and Stable Perovskite Solar Cells. Adv. Energy Mater. 2022,
12 (30), 2200945.
(26) Sun, H.; Xie, D.; Song, Z.; Liang, C.; Xu, L.; Qu, X.; Yao, Y.; Li,
D.; Zhai, H.; Zheng, K.; Cui, C.; Zhao, Y. Interface Defects
Passivation and Conductivity Improvement in Planar Perovskite Solar
Cells Using Na2S-Doped Compact TiO2 Electron Transport Layers.
ACS Appl. Mater. Interfaces 2020, 12 (20), 22853−22861.
(27) Ou, B.; Liu, Y.; Sun, H.; Xing, Z.; Di, H.; Jin, Y.; Zhao, Y.
Understanding the Working Mechanism of S2− Ions on Compacted
TiO2 Layers in Cesium−Methylammonium−Formamidinium Perov-
skite Solar Cells. ACS Appl. Energy Mater. 2022, 5 (11), 13377−
13384.
(28) Jiménez-López, J.; Puscher, B. M. D.; Guldi, D. M.; Palomares,
E. Improved Carrier Collection and Hot Electron Extraction across
Perovskite, C60, and TiO2 Interfaces. J. Am. Chem. Soc. 2020, 142 (3),
1236−1246.
(29) Gong, C.; Zhang, C.; Zhuang, Q.; Li, H.; Yang, H.; Chen, J.;
Zang, Z. Stabilizing Buried Interface via Synergistic Effect of Fluorine
and Sulfonyl Functional Groups Toward Efficient and Stable
Perovskite Solar Cells. Nanomicro Lett. 2023, 15 (1), 17.
(30) Das, C.; Wussler, M.; Hellmann, T.; Mayer, T.; Jaegermann, W.
In Situ XPS Study of the Surface Chemistry of MAPI Solar Cells
under Operating Conditions in Vacuum. Phys. Chem. Chem. Phys.
2018, 20 (25), 17180−17187.
(31) Das, C.; Kedia, M.; Zuo, W.; Mortan, C.; Kot, M.; Ingo Flege,
J.; Saliba, M. Band Bending at Hole Transporting Layer-Perovskite
Interfaces in n−i−p and in p−i−n Architecture. Solar RRL 2022, 6
(9), 2200348.
(32) Schulz, P. Interface Design for Metal Halide Perovskite Solar
Cells. ACS Energy Lett. 2018, 3 (6), 1287−1293.
(33) Béchu, S.; Ralaiarisoa, M.; Etcheberry, A.; Schulz, P.
Photoemission Spectroscopy Characterization of Halide Perovskites.
Adv. Energy Mater. 2020, 10 (26), 1904007.
(34) Olthof, S.; Meerholz, K. Substrate-Dependent Electronic
Structure and Film Formation of MAPbI3 Perovskites. Sci. Rep.
2017, 7, 40267.
(35) Shallcross, R. C.; Olthof, S.; Meerholz, K.; Armstrong, N. R.
Impact of Titanium Dioxide Surface Defects on the Interfacial
Composition and Energetics of Evaporated Perovskite Active Layers.
ACS Appl. Mater. Interfaces 2019, 11 (35), 32500−32508.
(36) Wu, Z.; Wang, Y.; Li, L.; Zhang, R.; Hong, J.; Huang, R.; Che,
L.; Yang, G.; Rao, H.; Pan, Z.; Zhong, X. Improving the Electron
Transport Performance of TiO2 Film by Regulating TiCl4 Post-
Treatment for High-Efficiency Carbon-Based Perovskite Solar Cells.
Small 2023.
(37) Li, H.; Zhang, C.; Gong, C.; Zhang, D.; Zhang, H.; Zhuang, Q.;
Yu, X.; Gong, S.; Chen, X.; Yang, J.; Li, X.; Li, R.; Li, J.; Zhou, J.;
Yang, H.; Lin, Q.; Chu, J.; Grätzel, M.; Chen, J.; Zang, Z. 2D/3D
Heterojunction Engineering at the Buried Interface towards High-
Performance Inverted Methylammonium-Free Perovskite Solar Cells.
Nat. Energy 2023, 8, 946.
(38) Saliba, M.; Matsui, T.; Seo, J.-Y.; Domanski, K.; Correa-Baena,
J.-P.; Nazeeruddin, M. K.; Zakeeruddin, S. M.; Tress, W.; Abate, A.;
Hagfeldt, A.; Grätzel, M. Cesium-Containing Triple Cation Perovskite
Solar Cells: Improved Stability, Reproducibility and High Efficiency.
Energy Environ. Sci. 2016, 9 (6), 1989−1997.

(39) Félix, R.; Gorgoi, M.; Wilks, R. G.; Bär, M. Hard X-ray
Photoelectron Spectroscopy at a Soft X-ray Source: Present and
Future Perspectives of Hard X-ray Photoelectron Spectroscopy at
BESSY II. J. Vac. Sci. Technol., A 2021, 39 (6), 063208.
(40) Zhumekenov, A. A.; Saidaminov, M. I.; Haque, M. A.; Alarousu,
E.; Sarmah, S. P.; Murali, B.; Dursun, I.; Miao, X. H.; Abdelhady, A.
L.; Wu, T.; Mohammed, O. F.; Bakr, O. M. Formamidinium Lead
Halide Perovskite Crystals with Unprecedented Long Carrier
Dynamics and Diffusion Length. ACS Energy Lett. 2016, 1 (1), 32−
37.
(41) Jacobsson, T. J.; Correa-Baena, J. P.; Halvani Anaraki, E.;
Philippe, B.; Stranks, S. D.; Bouduban, M. E. F.; Tress, W.; Schenk,
K.; Teuscher, J.; Moser, J. E.; Rensmo, H.; Hagfeldt, A. Unreacted
PbI2 as a Double-Edged Sword for Enhancing the Performance of
Perovskite Solar Cells. J. Am. Chem. Soc. 2016, 138 (32), 10331−
10343.
(42) Kot, M.; Kegelmann, L.; Das, C.; Kus, P.; Tsud, N.;
Matolinova, I.; Albrecht, S.; Matolin, V.; Schmeisser, D. Room-
Temperature Atomic-Layer-Deposited Al2O3 Improves the Efficiency
of Perovskite Solar Cells over Time. ChemSusChem 2018, 11 (20),
3640−3648.
(43) Das, C.; Richter, M.; Tallarida, M.; Schmeisser, D. Electronic
Properties of Atomic Layer Deposition Films, Anatase and Rutile
TiO2 Studied by Resonant Photoemission Spectroscopy. J. Phys. D:
Appl. Phys. 2016, 49 (27), 275304.
(44) Li, Y.; Cooper, J. K.; Liu, W.; Sutter-Fella, C. M.; Amani, M.;
Beeman, J. W.; Javey, A.; Ager, J. W.; Liu, Y.; Toma, F. M.; Sharp, I.
D. Defective TiO2 with High Photoconductive Gain for Efficient and
Stable Planar Heterojunction Perovskite Solar Cells. Nat. Commun.
2016, 7, 12446.
(45) Hu, S.; Shaner, M. R.; Beardslee, J. A.; Lichterman, M.;
Brunschwig, B. S.; Lewis, N. S. Amorphous TiO2 Coatings Stabilize
Si, GaAs, and GaP Photoanodes for Efficient Water Oxidation. Science
2014, 344 (6187), 1005−1009.
(46) Huang, W.; Manser, J. S.; Kamat, P. V.; Ptasinska, S. Evolution
of Chemical Composition, Morphology, and Photovoltaic Efficiency
of CH3NH3PbI3 Perovskite under Ambient Conditions. Chem. Mater.
2016, 28 (1), 303−311.
(47) Haruyama, J.; Sodeyama, K.; Hamada, I.; Han, L.; Tateyama, Y.
First-Principles Study of Electron Injection and Defects at the TiO2/
CH3NH3PbI3 Interface of Perovskite Solar Cells. J. Phys. Chem. Lett.
2017, 8 (23), 5840−5847.
(48) Zhang, F.; Hamill, J. C., Jr.; Loo, Y. L.; Kahn, A. Gap States in
Methylammonium Lead Halides: The Link to Dimethylsulfoxide?
Adv. Mater. 2020, 32 (42), 2003482.
(49) Choi, H.-S.; Kim, Y.-S.; Zhang, Y.; Tang, S.; Myung, S.-W.;
Shin, B.-C. Plasma-Induced Graft Co-Polymerization of Acrylic Acid
onto the Polyurethane Surface. Surf. Coat. Technol. 2004, 182 (1),
55−64.
(50) Das, C.; Tallarida, M.; Schmeißer, D. Linear Dichroism in ALD
Layers of TiO2. Environ. Earth Sci. 2013, 70 (8), 3785−3795.
(51) Henderson, G. S.; Liu, X.; Fleet, M. E. A Ti L-Edge X-ray
Absorption Study of Ti-Silicate Glasses. Phys. Chem. Miner 2002, 29
(1), 32−42.
(52) Henderson, G. S.; Liu, X.; Fleet, M. E. Titanium Coordination
in Silicate Glasses Investigated Using O K-Edge X-ray Absorption
Spectroscopy. Mineral Mag. 2003, 67 (4), 597−607.
(53) Ota, H.; Sakata, Y.; Inoue, A.; Yamaguchi, S. Analysis of
Vinylene Carbonate Derived SEI Layers on Graphite Anode. J.
Electrochem. Soc. 2004, 151 (10), A1659.
(54) Menzel, D.; Tejada, A.; Al-Ashouri, A.; Levine, I.; Guerra, J. A.;
Rech, B.; Albrecht, S.; Korte, L. Revisiting the Determination of the
Valence Band Maximum and Defect Formation in Halide Perovskites
for Solar Cells: Insights from Highly Sensitive Near-UV Photo-
emission Spectroscopy. ACS Appl. Mater. Interfaces 2021, 13, 43540.
(55) Geng, W.; Tong, C. J.; Liu, J.; Zhu, W.; Lau, W. M.; Liu, L. M.
Structures and Electronic Properties of Different CH3NH3PbI3/TiO2
Interface: A First-Principles Study. Sci. Rep. 2016, 6, 20131.

ACS Applied Materials & Interfaces www.acsami.org Research Article

https://doi.org/10.1021/acsami.3c13085
ACS Appl. Mater. Interfaces 2023, 15, 56500−56510

56509

https://doi.org/10.1016/j.isci.2020.101013
https://doi.org/10.1016/j.isci.2020.101013
https://doi.org/10.1016/j.trechm.2019.11.002
https://doi.org/10.1016/j.trechm.2019.11.002
https://doi.org/10.1021/acsomega.1c04685?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsomega.1c04685?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsomega.1c04685?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/aenm.202200945
https://doi.org/10.1002/aenm.202200945
https://doi.org/10.1021/acsami.0c03180?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.0c03180?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.0c03180?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.2c02054?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.2c02054?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.2c02054?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b09182?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b09182?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1007/s40820-022-00992-5
https://doi.org/10.1007/s40820-022-00992-5
https://doi.org/10.1007/s40820-022-00992-5
https://doi.org/10.1039/C8CP01259H
https://doi.org/10.1039/C8CP01259H
https://doi.org/10.1002/solr.202200348
https://doi.org/10.1002/solr.202200348
https://doi.org/10.1021/acsenergylett.8b00404?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.8b00404?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/aenm.201904007
https://doi.org/10.1038/srep40267
https://doi.org/10.1038/srep40267
https://doi.org/10.1021/acsami.9b09935?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.9b09935?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/smll.202300690
https://doi.org/10.1002/smll.202300690
https://doi.org/10.1002/smll.202300690
https://doi.org/10.1038/s41560-023-01295-8
https://doi.org/10.1038/s41560-023-01295-8
https://doi.org/10.1038/s41560-023-01295-8
https://doi.org/10.1039/C5EE03874J
https://doi.org/10.1039/C5EE03874J
https://doi.org/10.1116/6.0001184
https://doi.org/10.1116/6.0001184
https://doi.org/10.1116/6.0001184
https://doi.org/10.1116/6.0001184
https://doi.org/10.1021/acsenergylett.6b00002?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.6b00002?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.6b00002?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b06320?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b06320?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b06320?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/cssc.201801434
https://doi.org/10.1002/cssc.201801434
https://doi.org/10.1002/cssc.201801434
https://doi.org/10.1088/0022-3727/49/27/275304
https://doi.org/10.1088/0022-3727/49/27/275304
https://doi.org/10.1088/0022-3727/49/27/275304
https://doi.org/10.1038/ncomms12446
https://doi.org/10.1038/ncomms12446
https://doi.org/10.1126/science.1251428
https://doi.org/10.1126/science.1251428
https://doi.org/10.1021/acs.chemmater.5b04122?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.5b04122?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.5b04122?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.7b02622?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.7b02622?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adma.202003482
https://doi.org/10.1002/adma.202003482
https://doi.org/10.1016/S0257-8972(03)00880-6
https://doi.org/10.1016/S0257-8972(03)00880-6
https://doi.org/10.1007/s12665-013-2836-7
https://doi.org/10.1007/s12665-013-2836-7
https://doi.org/10.1007/s002690100208
https://doi.org/10.1007/s002690100208
https://doi.org/10.1180/0026461036740120
https://doi.org/10.1180/0026461036740120
https://doi.org/10.1180/0026461036740120
https://doi.org/10.1149/1.1785795
https://doi.org/10.1149/1.1785795
https://doi.org/10.1021/acsami.1c10171?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.1c10171?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.1c10171?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.1c10171?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/srep20131
https://doi.org/10.1038/srep20131
www.acsami.org?ref=pdf
https://doi.org/10.1021/acsami.3c13085?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


(56) Hartmann, C.; Sadoughi, G.; Félix, R.; Handick, E.; Klemm, H.
W.; Peschel, G.; Madej, E.; Fuhrich, A. B.; Liao, X.; Raoux, S.; Abou-
Ras, D.; Wargulski, D.; Schmidt, T.; Wilks, R. G.; Snaith, H.; Bär, M.
Spatially Resolved Insight into the Chemical and Electronic Structure
of Solution-Processed Perovskites�Why to (Not) Worry about
Pinholes. Adv. Mater. Interfaces 2018, 5 (5), 1701420.
(57) Long, R.; Fang, W. H.; Prezhdo, O. V. Strong Interaction at the
Perovskite/TiO2 Interface Facilitates Ultrafast Photoinduced Charge
Separation: A Nonadiabatic Molecular Dynamics Study. J. Phys. Chem.
C 2017, 121 (7), 3797−3806.
(58) Javaid, S.; Myung, C. W.; Yun, J.; Lee, G.; Kim, K. S. Organic
Cation Steered Interfacial Electron Transfer within Organic-Inorganic
Perovskite Solar Cells. J. Mater. Chem. A 2018, 6 (10), 4305−4312.
(59) Liang, J.; Hu, X.; Wang, C.; Liang, C.; Chen, C.; Xiao, M.; Li,
J.; Tao, C.; Xing, G.; Yu, R.; Ke, W.; Fang, G. Origins and Influences
of Metallic Lead in Perovskite Solar Cells. Joule 2022, 6 (4), 816−
833.
(60) Ono, L. K.; Liu, S.; Qi, Y. Reducing Detrimental Defects for
High-Performance Halide Perovskite Solar Cells. Angew. Chem. 2020,
132 (17), 6740−6764.
(61) Phung, N.; Félix, R.; Meggiolaro, D.; Al-Ashouri, A.; Sousa E
Silva, G.; Hartmann, C.; Hidalgo, J.; Köbler, H.; Mosconi, E.; Lai, B.;
Gunder, R.; Li, M.; Wang, K. L.; Wang, Z. K.; Nie, K.; Handick, E.;
Wilks, R. G.; Marquez, J. A.; Rech, B.; Unold, T.; Correa-Baena, J. P.;
Albrecht, S.; De Angelis, F.; Bär, M.; Abate, A. The Doping
Mechanism of Halide Perovskite Unveiled by Alkaline Earth Metals. J.
Am. Chem. Soc. 2020, 142 (5), 2364−2374.
(62) Szlachetko, J.; Szade, J.; Beyer, E.; Błachucki, W.; Ciochon,́ P.;
Dumas, P.; Freindl, K.; Gazdowicz, G.; Glatt, S.; Guła, K.; Hormes, J.;
Indyka, P.; Klonecka, A.; Kołodziej, J.; Kołodziej, T.; Korecki, J.;
Korecki, P.; Kosiorowski, F.; Kosowska, K.; Kowalski, G.; Kozak, M.;
Kozioł, P.; Kwiatek, W.; Liberda, D.; Lichtenberg, H.; Madej, E.;
Mandziak, A.; Marendziak, A.; Matlak, K.; Maximenko, A.; Nita, P.;
Olszowska, N.; Panas,́ R.; Partyka-Jankowska, E.; Piszak, M.; Prange,
A.; Rawski, M.; Roman, M.; Rosmus, M.; Sikora, M.; Sławek, J.;
Sobol, T.; Sowa, K.; Spiridis, N.; Stępien,́ J.; Szczepanik, M.; Ślęzak,
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