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1. Introduction

Metal halide perovskites (MHP) stand out
as one of the most promising materials,
steering the progress of various tech-
applications, in particular photovoltaics
(PV), light-emitting diodes, photodetectors,
and recently photo(electro)chemical
devices. Their success is largely due to their
straightforward processing which comes
along with outstanding optoelectronic qual-
ities, such as high absorption coefficient,
tunable bandgap energy, and high charge
carrier mobility.[1–5] Particularly in PV such
properties increased the power conversion
efficiency (PCE) of perovskite-based solar
cells (PSCs) to over 25.7%.[6] Herein, one
of the major challenges facing the commer-
cialization of PSCs is the material
instability under working conditions, being
strongly related to their processing and
final quality. Degradation mainly originates
at surfaces, especially under operative
conditions; thus, chemical engineering of
MHP surfaces has been targeted as a pos-
sible means to tackle these problems.[7–9]

Additionally, surface modification can reduce the defect density,
improve interfacial contact, and promote energy-level alignment,
contributing to improve both device performance and stability.

The effective defect passivation of metal halide perovskite (MHP) surfaces is a
key strategy to simultaneously tackle MHP solar cell performances enhancement
and their stability under operative conditions. Plasma-based dry processing is an
established methodology for the modification of materials surfaces as it does
not present the disadvantages often associated with wet treatments. This is
becoming a fine tool to reach precise atomic-scale engineering of the MHP
surfaces. Herein is reported a comprehensive picture of the interaction between
different plasma chemistries and MHP thin films. The impact of Ar, H2, N2, and
O2 low-pressure plasmas on MHP optochemical properties and morphology is
correlated with the performance of photovoltaic devices and rationalized by
density functional theory calculations. Strong morphological modifications and
selective removal of the uppermost methylammonium moieties are deemed
responsible for nonradiative surface defects suppression and higher solar cell
performances. Ellipsometry and X-ray photoelectron spectroscopies shine light
on the subtle modifications induced by the different plasma environments,
paving the way for the more effective engineering of plasma-based (deposition)
processing. Notably, for O2 plasma treatment, deep-state traps induced by the
formation of IO4

� species are demonstrated and rationalized, highlighting the
challenges in optimizing O2 plasma-based solutions for MHP-based devices.
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While a plethora of wet chemistry approaches have been
applied to tailor MHP surface stability,[10–15] dry postprocessing
techniques[16–19] have been so far largely overlooked, despite the
advantages these would bring in terms of industrial-level utiliza-
tion as well as compatibility with the perovskite layer. More spe-
cifically, the nonequilibrium plasma treatment of MHPs is still at
its infancy. One of its main advantages is the strictly superficial
modification mechanism,[20,21] retaining the MHP bulk proper-
ties and the decoupling of material synthesis, processing, and the
surface optimization. Other key advantages of plasma treatments
are their flexibility, the easy and controllable processing, and the
dry and environmentally friendly nature, limiting pollution and
chemical effluents that are largely employed in solution-based
techniques. Both nonequilibrium low-pressure (LP) or
atmospheric-pressure (AP) plasmas have been applied on MHP
surface to improve their stability and enhance the device perfor-
mance. When a surface is exposed to a plasma, numerous
plasma–surface interactions can occur. Common interactions
include not only adsorption processes, but also desorption steps,
insertion reactions into strained bonds, photoinduced reactions,
and processes either assisted or controlled by (positively charged)
ion species. Usually, since the surface treatments are based on
the use of nonequilibrium plasmas (i.e., cold plasmas), thermal
effects on the surface of materials can be neglected by selecting
the appropriate experimental conditions, as higher pressures
(>100mTorr) and low input powers.[22]

Next to the plasma treatment itself, plasma processing
comprises several dry deposition techniques, such as plasma-
enhanced chemical vapor deposition (PECVD), plasma-enhanced
atomic layer deposition (ALD), and plasma polymerization,
which are largely adopted in the fabrication of PV devices.[23–26]

In this context, only a handful of reports has dealt with the
interaction between plasma and perovskite materials. Most of
these studies report on the use of AP plasma as a tool to modify
the surface properties, including morphology, chemistry, photo-
luminescence (PL), and the consequent device performances.
Masoud et al. reported on the effect of ambient air plasma
treatment on the properties of methylammonium lead halide
perovskite films.[27] A remarkable change in the energy bands,
depending on treatment time, was observed. Short plasma treat-
ments (≤5 s) led to a widening of the bandgap, probably due to a
higher carrier concentration, while longer plasma treatment
(>5 s) led to narrowing of the bandgap. In addition, short plasma
treatments were able to increase perovskite crystallinity, as
proved by X-ray diffraction (XRD) measurements, while a long

treatment time created a nonhomogeneous etched surface. A
slight increase in the energy gap was also observed upon the
interaction between a methylammonium lead iodide MAPbI3
film and a portable plasma source, directly operated in a nitrogen
glovebox.[28] This change was attributed both to the modification
of the surface chemistry (change in Pb and I concentration) and
the disruption of the vacancy equilibrium on the surface.
Furthermore, the device performance was tested and an increase
of 1.43% in the PCE was observed.

Similar was the result of Tsai et al., who obtained a 52.5%
improvement in the PCE in a phenyl-C61-butyric-acid-methyl-
ester (PCBM)-based device after the interaction between the
perovskite surface and a portable atmospheric-pressure dielectric
barrier discharge, used inside a glovebox. In this case, the
enhancement was attributed to the reduction of nitrogen and car-
bon contents, as confirmed by X-ray photoelectron spectroscopy
(XPS) measurements, suggesting the formation of a lead-rich
surface successively passivated by PCBM.[29]

Pioneering the above mentioned is the work of Xiao et al., who
proposed the use of argon plasma as a tool to remove methylam-
monium and I ions to leave a lead-rich perovskite surface, which
could be better passivated by electron transport materials, as ful-
lerene derivatives.[30] XPS measurements indicated a reduction
of the carbon, nitrogen, and iodine superficial content and the
formation of metallic lead. Furthermore, using the thermal
admittance spectroscopy, the Ar plasma-treated perovskite
showed a lower trap density of states, which could probably help
fullerenes to diffuse into the grain boundaries (GB), to passivate
the shallow trap located at the GB, as well as passivate the deep
trap at the surface. The resulting device showed an improved
PCE of 18.4%, higher than the 16.3% of the untreated device.
A different plasma was used by Kim et al, namely, an atmo-
spheric hydrogen plasma, to etch MAPbI3 films. In this study,
the plasma was not used to enhance the surface properties or
for passivating purposes, but only to etch the perovskite surface,
as an effective and economic way to pattern the material. Plasma
treatment time shorter than 180 s was found to etch the surface
without altering the surface chemistry, while a longer treatment
time led to cluster formation and film decomposition.[31]

Hydrogen was also used as an alternative method to thermal
annealing for crystallization of MHP films.[32]

Different from the above-mentioned examples, Armenise
et al. used plasma to deposit a fluorocarbon coating on
MAPbI3 perovskite. The treatment increased the film resistance
to moisture, thanks to the hydrophobic character of the fluori-
nated polymer.[33]

Besides the reported literature, which somehow represent a
scattered and often contradictory collection of insights, a compre-
hensive picture on the effect of plasma treatments upon perov-
skite surfaces has not been drawn, leaving openmany interesting
research fronts. For these reasons, we investigate the effect of
plasma treatments, using Ar, N2, H2, and O2, on the most
common and explored MAPbI3 perovskite layer, in terms
of surface morphology and chemistry, as well as modifications
of the optoelectronic properties, using experimental characteriza-
tion and first-principal calculations. Photovoltaic devices
were fabricated including the differently modified layers as a
comprehensive diagnostic tool of the surface properties. The
ones including the Ar- and H2� treated perovskite films are
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the ones that sowed better device performances. Worsening of
photovoltaic performances was instead observed for the N2

andO2 plasma-treated devices. Our results provide a detailed under-
standing of the plasma-induced surface modifications, serving as a
base for the development and engineering of plasma-controlled
MHP surfaces for efficient optoelectronic devices.

2. Results and Discussion

MAPbI3 perovskite films, with a thickness of about 430� 10 nm,
were exposed to LP plasma treatments. Four different gases were
tested, that is, Ar, H2, N2, and O2, and the treatment time was
varied from a minimum of 2 to a maximum of 30 s, depending
on the incidence of the specific gas. Ar plasma was chosen to
solely explore the ion bombardment effect, excluding the chemi-
cal modification of the surface due to the absence of chemically
active species in this plasma. H2 plasma was chosen to explore
the effect that a reducing environment can have on the perovskite
surface. N2 plasma was explored because of its potentially good
affinity with a perovskite as MAPbI3, containing nitrogen atoms.
The positive effect of nitrogen soaking into perovskite lattice

discontinuity[34] represents an interesting preliminary observa-
tion to our investigations, suggesting a beneficial nitrogen effect
on the perovskite surface, although the treatment conditions dif-
fer from the ones of this study. Furthermore, bothH2 and N2 plas-
mas are largely employed in plasma-enhanced ALD and CVD
techniques; therefore, the exploration of their interaction with
perovskite surfaces can help to tailor and optimize the application
of the deposition methods to apply buffer layers and/or passivate
surface defects to improve photovoltaic devices outcome.

The O2 plasma was also explored, starting from the interest-
ing oxidative passivation of perovskite surface observed by
Goddig et al.,[14] even though some works report that an oxygen
plasma environment can heavily modify the surface and might
not be the best solution in applications such as plasma-enhanced
ALD.[23]

2.1. Plasma-Induced Morphological Modifications and Films
Implementation in PV Devices

Scanning electron microscopy (SEM) images up to 10 s of treat-
ment are reported in Figure 1, while the 30 s treatment, showing

Figure 1. Schematization of the film processing and SEM images of pristine MAPbI3 and of samples after 2 and 10 s of plasma treatment with different
gases.
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for all gases a significantly damaged surface, is shown in
Figure S1, Supporting Information.

All gases impart strong morphological changes on the surface
of the perovskite. We can neglect that these changes are due to
thermal modifications, since the characteristics of the adopted
plasma (type of reactor, RF input power and pressure) are usually
associated with a gas temperature not higher than 50–60 °C, as
aforementioned. Even after 2 s of Ar plasma, the GBs are no lon-
ger sharp as the ones of the pristine sample. A longer treatment
time even leads to the formation of nanosized domains and the
complete disappearance of the perovskite large grains. We
ascribed these morphological changes to the solo bombardment
effect induced on the surface by the Ar ions, as, due to the nature
of the plasma species involved in the process, we can exclude
chemical changes during the plasma step due to the nature of
the plasma species involved in the process. SEM images for
H2 plasma also show an evident morphological change already
after 2 s of treatment,[23] with a significant reduction of the grain
size. Similar results were reported by Khachatryan et al. in
exploring the etching effect of atmospheric pressure hydrogen
plasma on MAPbI3 films.[35] For all H2 plasma-treated films,
the grains cannot be distinguished anymore, indicating the
intense effect of hydrogen plasma on the perovskite surface.

N2 plasma, on the other hand, does not drastically affect the
surface morphology. Perovskite grains are still well defined after
10 s of treatment, while an evident modification is detectable only
for the sample treated for 30 s (Figure S1, Supporting
Information). Interestingly, for the samples treated for 2 and
10 s, only some crystal grains show brighter spots on their sur-
face, while others seem not affected by the plasma. It can be spec-
ulated that certain crystal facets are more vulnerable to the N2

plasma environment than others, as reported for moisture-
induced degradation on FAPbI3 films.[36] In fact, C. Ma et al.
observed that the (100) crystal facets of FAPbI3 films were sub-
stantially more vulnerable to moisture-induced degradation than
the (111) facets, which instead showed a better thermodynamic
stability against surface interaction with water molecules. This
could be part of the N2/perovskite interaction complexity that
we observed, as randomly oriented surface distribution would
differ from film to film.

O2 has a peculiar behavior. After 2 s of treatments, the surface
seems to be only selectively damaged, while the grains have a
melted appearance for the 10 s treatment. Homogeneously dis-
tributed darker regions are formed after the treatment, pointing
out at the local removal of surface material.

A stability test was carried out to understand if the plasma
treatment can negatively affect the perovskite resistance to mois-
ture. Therefore, pristine and plasma-treated MAPbI3 films were
exposed to open air (humidity in the range of 23–38%, at a tem-
perature of about 21 °C) for 4 weeks and UV absorption spectra
were recorded weekly. The latter are reported in Figure S2,
Supporting Information. No relevant differences were observed,
not even for the most aggressive treatments (i.e., in Ar and H2

plasmas), proving that the plasma treatments do not significantly
accelerate the ambient-induced degradation of the perovskite
layers.

Plasma-treated perovskite films and, for comparison,
untreated ones were implemented in photovoltaic devices in
an inverted p–i–n architecture, according to the structure

reported in Figure 2a and detailed in Experimental Section in
Supporting Information.

For the fabrication of devices, based on the morphological
results, only the 2 s treatment was considered. Longer plasma
exposures were excluded due to the significant impact on the film
morphologies. We particularly observed an increased surface
roughness, likely negatively affecting the device interfaces (see
SEM in Figure 1 and S1, Supporting Information). Best-
performing devices J–V curves are reported in Figure 2b, while
the average values and the relative standard deviation of the solar
cells parameters are reported in Figure 2c, taking into account
the variables affecting the device reproducibility.

We compared the average PCE value of the device containing
the Ar plasma-treated film, 17.0� 1.3%, to the performance of
the control (15.7� 1.0%), detecting a slight, although statistically
significant, increase.

The device with the H2 plasma-treated MHP layer shows same
performance as the control one (15.6� 1.5%), proving the
benign nature of the H2 plasma, despite the deep morphological
changes.

It is worth noticing that in both cases the devices show an over-
all improved fill factor (FF) with respect to the pristine, attributed
to the passivation of defects in the absorber material.

N2 plasma-treated perovskite films result in reduced device
performance, showing a PCE of 8.8� 0.7% and almost half of
the extracted current. Finally, in the O2 plasma-treated device,
the current almost completely vanishes with PCE close to zero.
Although the morphological changes are not relevant for the lat-
ter two gases, the reason behind the worsening of performances
is likely caused by implications of the surface modification on the
interface properties in the device.

2.2. Optical Properties of Plasma-Modified Films

The strictly superficial modification of the perovskite layer is
proved by the optical properties retrieved from UV–vis analysis
(Figure S3, Supporting Information). All the UV–vis spectra
exhibit the same features, with the absorption onset at about
780 nm, typical of MAPbI3 perovskite.

[33] The unchanged energy
gap values derived from the Tauc plots for the pristine and 30 s
plasma-treated samples are reported in Figure S4, Supporting
Information.

The absorption coefficient was obtained through spectroscopic
ellipsometry measurements. Importantly, the adopted model,
described in Experimental Section, allowed us to separate the
optical properties of the bulk material from the ones of the sur-
face layer, therefore allowing the isolation of the effect of the
plasma. For the Ar plasma treatment, the trends of the absorp-
tion coefficient for the bulk material of the pristine and the
plasma-treated samples are reported in Figure S5, Supporting
Information. The absorption onset at around 780 nm well agrees
with the UV–vis spectra of Figure S3, Supporting Information,
confirming the robustness of the model. Both pristine and
plasma-treated samples show similar trends, confirming that
all plasma treatments affect only the surface, but not the bulk
properties. The trends of the absorption coefficient for the sur-
face layer of all gases are shown in Figure 3a–d. For Ar plasma,
the absorption spectra and n and k as a function of the
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wavelength of the pristine MAPbI3 layer show the critical points
at E0= 1.55 eV, E1= 2.5 eV, and E2= 3.4 eV, in agreement with
ellipsometry analyses reported for MAPbI3.

[37,38] The surface
layers have a lower absorption due to the presence of the modeled

voids; however, they show the same absorption peaks of the mod-
eled bulk layers. Due to the grain dimension close to the wave-
length adopted in the ellipsometry analysis, the void fraction in
the EMA model was left unbound during modeling to avoid

Figure 3. Ellipsometry-derived surface layer absorption coefficient and PL spectra of pristine MAPbI3 and of samples after a,e) Ar; b,f ) H2; c,g) N2; and
d,h) O2 plasma treatment.

Figure 2. a) Device architecture; b) J� V curves of solar devices; c) device parameters and statistics for the reference and the plasma-treated films
(oxygen-treated samples have been removed for clarity).
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artefacts.[37] Upon application of the first Ar plasma treatment of
2 s, a below-bandgap absorption arises, together with a decrease
in the absorption relative to the E1 peak. For a longer treatment
time, the below-bandgap absorption increases and the E1 is fur-
ther suppressed, together with a decrease of the E2 peak. The E0
absorption is still present, but dramatically reduced, and this is
attributed to the grain size reduction upon plasma exposure,
together with an increase in roughness, pointing out the sensi-
tivity of the model in identifying surface modifications. For clar-
ity, in Figure S6, Supporting Information, a zooming on the E0
peaks for the Ar treatment has been reported for all samples, in
which the absorption onset can be clearly observed. Moreover,
the model suggests an increase of the void fraction of the surface
layer with the treatment time, going from 22% to 33%, in agree-
ment with SEM analysis.

The absorption coefficient plots for the surface layer of the H2
plasma-treated films (Figure 3b) are shown only up to 10 s of
plasma treatment, since the substantial modification of the sam-
ple treated for 30 s, as confirmed by SEM images, made these
data really complex to model. The absorption spectra show simi-
lar features discussed for the Ar plasma treatment. Sub-bandgap
absorption arises already after 2 s, together with a decrease in the
absorption relative to the E1 and E2 peaks. The dramatic reduc-
tion of the E0 absorption is attributed also in this case to the
increase in surface roughness and reduced grain size.

In the case of N2 plasma-treated films (Figure 3c), instead, the
intensity of the E0, E1, and E2 obtained through ellipsometry
measurements remains almost unchanged for 2 and 10 s, in
agreement with the little surface modifications observed with
SEM analysis. However, a slight blueshift in the bandgap can
be observed for the plasma-treated films with respect to the pris-
tine sample, presumably ascribable to the chemical changes
imparted by the N2 plasma. The sample treated for 30 s shows
an abrupt reduction of the E0 absorption because of the reduced
grains and the increase in surface roughness, as monitored with
SEM analysis and an increase of the voids fraction (from 26% of
the pristine sample to 48%).

Ellipsometry gave a different response for O2 plasma-treated
samples, as reported in Figure 3d. The void fraction tends to
decrease as a function of the plasma exposure time (from
29% to 17% after 10 s of treatment), pointing at a densification
of the surface layer. Furthermore, the refractive index of the mod-
eled surface layer was found comparable (2.33 of the O2 plasma
treated vs 2.37 of the pristine MHP surface, accounting for the
void fraction) throughout the whole range of the explored wave-
length. No sub-bandgap absorption was modeled, indicating a
lower roughness of the perovskite surface, as also retrieved from
the SEM analysis. Finally, the critical points retain their position
and intensity, except for the bandgap which undergoes a widen-
ing and a redshift upon the first exposure to the oxygen plasma,
without significant changes as a function of the exposure time.
We speculate the formation of a PbO layer, which could shield
the perovskite surface from further plasma damage, differently
from the other treatments which etch and dramatically modify
the material surface.

Optical analysis was completed by PL investigation to provide
information about defects and charge-trapping states within the
perovskite film. The steady-state PL spectra reported in Figure 3e
show that Ar plasma treatment raises the intensity of steady-state

PL emission. All treated samples, except the 30 s one, show a
more intense PL emission than the pristine material, with the
highest value after processing of only 2 s. The increased emission
suggests efficient reduction of electronically active surface
defects. In contrast, a longer treatment time show a monotonic
reduction of the emission intensity, in line with the deterioration
of the MHP surface.

H2-treated films show a continuous improvement of PL emis-
sion with time (Figure 3f ). Peculiar is the sample treated with H2

plasma for 30 s, showing a much higher emission and a blueshift
of about 20 nm, which is usually associated with suppressed non-
radiative recombination due to reduced surface defects.[39]

The trend in PL with N2 plasma treatment time (Figure 3g) is
not reproducible over different samples. As shown in Figure S7,
Supporting Information, a decrease of PL emission was observed
after the same N2 plasma treatment of a different batch. This
suggests a nontrivial and complex interaction between the perov-
skite and N2 plasma. Finally, O2 plasma-treated MHPs show an
unclear trend of the PL emission as a function of the treatment
time, however significantly worsening the PL intensity.

2.3. Chemical Characterization

XPS analysis were carried out to gain more insight into the sur-
face chemical modifications upon plasma treatment (Figure S8,
Supporting Information).

The atomic concentrations of the functional groups derived
from the high-resolution XPS peaks of carbon, nitrogen, lead,
and iodine are reported in Figure 4, as a function of the plasma
treatment time. The atomic concentrations of each element (C1s,
I3d5/2, Pb4f7/2, N1s, O1s) are instead reported in Table S1,
Supporting Information, for each plasma treatment, as a func-
tion of the treatment time.

The superficial atomic concentration of nitrogen tends to
decrease for all gases, whereas carbon decreases in all cases
except for N2, as will be discussed later in the text. The reduction
of nitrogen as a function of the treatment time is compatible with
the removal of the methylammonium cation.

For Ar plasma (Figure 4a,b), oxidized carbon is formed and
increases as a function of the plasma treatment, together with
an increased oxygen concentration. C–O (286.0 eV) tends to
decrease in favor of more carbonyl (287.1 eV) and carboxyl
(288.8 eV) moieties at the surface level. Their formation is due
to the exposure of the perovskite layers to air after the treatment,
as the Ar plasma alone cannot introduce additional chemical
moieties at the perovskite surface but can only contribute, via
ion bombardment, to the aforementioned morphological
changes. For a longer treatment time, the formation of lead oxide
and hydroxide was found, as retrieved from the components at
529.5 and 531.5 eV, respectively, of the high-resolution O1s spec-
trum, reported in Figure S9, Supporting Information. These data
suggest that, after the removal of methylammonium cations
caused by the ion bombardment, the inorganic surface is further
activated, leading to the reaction of the exposed lead-rich surface
with oxygen-containing air species. [I]-to-[Pb(II)] ratio, calculated
from the high resolution peaks at 619.3 eV (iodine) and 138.4 eV
(lead(II)), (see Figure S10, Supporting Information), decreases
from 2.6 to 2.4, showing a general decrease of iodine. Further
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studies in an inert environment are ongoing to distinguish
between the effects of the ion bombardment and the chemical
modification in air following the surface activation.

While for the Ar plasma treatment, an interplay between sur-
face activation and air exposure accounts for the surface chemical
modification; for the other gases, additional chemical function-
alities are measured which are also induced by the reactive
plasma chemistry during treatment. In the H2-treated samples
(Figure 4c,d), an increase of Pb (II) (138.5 eV) can be observed
after 30 s of treatment caused by the reducing nature of H2

plasma.
In the H2-treated samples (Figure 4c,d), an increase of Pb (II)

(138.5 eV) can be observed after 30 s of treatment caused by the
reducing nature of H2 plasma in this case with simultaneous
increase of Pb(0) (136.8 eV). The formation of Pb(0), together
with the blueshift in UV–vis, was further observed by Jin
et al. by exposing a perovskite surface-to-electron bombard-
ment.[39] The blueshift was attributed to the exposure of a fresh
surface with suppressed defects[40] after the knock-on effect
induced by electrons. In a similar way, we observed a blueshift
in a reducing environment, even though, in our case, the plasma
dynamics and induced morphological changes make the deduc-
tion more complex.

In addition, unlike Ar plasma, H2 plasma treatment deter-
mines a reduction of the hydrocarbon component (284.8 eV),
while as for the Ar plasma, there is an increase in surface
C–O and carboxyl moieties. Furthermore, after 2 s of treatment,
a new peak appears in the high-resolution N1s spectrum at low
binding energy (400.3 eV), which can be attributed to an addi-
tional amide group. This counterintuitive oxidation of the
ammine can be explained not as the effect of the direct

interaction between the H2 plasma and perovskite surface, but
more likely because of the interaction between the activated
perovskite surface and the external ambient. Exposure of the acti-
vated surfaces in a controlled environment would help to isolate
the effect of H2 plasma alone. The [I]-to-[Pb(II)] ratio decreases
from 2.7 to 1.9, confirming a general decrease of the iodine con-
tent also in this case.

Different from Ar and H2 plasma, the N2-treated samples
show a slight increase in surface carbon, originating from the
external ambient, as shown in Figure 4e,f. Most likely, the
increase of the carbon moieties plays a crucial role both for
PL emission and for the device performances.

In addition, a slight reduction of the C–N component and an
increase of C–O and carboxyl moieties can be observed. After 30 s
of treatment, a new peak appears at low binding energy
(399.5 eV), as shown in the Figure 3e. This new functionality
can be attributed to an additional amine group formed after expo-
sure of the perovskite to the N2 plasma, which may originate
from the methylammonium ion decomposition or by the intro-
duction of N-containing moieties on the adventitious carbon.
Comparable to the other gases, [I]-to-[Pb(II)] ratio reduces from
2.7 to 1.9.

O2 plasma causes a decrease in carbon, nitrogen, and iodine
with simultaneous increase in lead and oxygen surface concen-
tration. A significant increase of carbonyl and carboxyl moieties
can be observed after 10 s of treatment (Figure 4g–i). Notably, we
observe substantial increase in Pb(OH)2, PbO, and IO4

� (624 eV)
concentration. These moieties can form an insulating surface
layer, which can hamper interfacial electron transfer from the
perovskite to the PCBM electron transport layer, explaining
the deterioration of the device performance. The [I]-to-[Pb(II)]

Figure 4. XPS atomic concentration as a function of plasma treatment time for a,b) Ar; c,d) H2; e,f ) N2; g–i) O2 plasma treatment.
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ratio decreases from 2.6 to 0.7 after 10 s of treatment, pointing at
a profound modification of the surface chemical composition.
The formation of an insulating denser PbO layer on the surface
of the MHP is also in agreement with SEM images (Figure 1) and
ellipsometry (Figure 3d).

2.4. Theoretical Rationalization

Short-time surface treatment with Ar plasma showed the
removal MAI from the surface, leaving partially PbI2-terminated
grains. Density-functional theory (DFT) calculations predict
adsorption energies of �0.69 eV for acetic acid and of �0.86 eV
for formamide on a MAPbI3 surface, representative for the exper-
imentally observed carboxyl and carbonyl moieties (see Table S2
and Figure S11, Supporting Information), respectively. Both
species may passivate undercoordinated Pb surface atoms via
formation of Pb─O bonds without introducing electronic states
in the bandgap (see Figure S11, Supporting Information). The sur-
face passivation likely causes the enhanced PL (Figure 3a) and
improves the Voc and FF (Figure 2a) at 2 s Ar plasma treatment.
On longer timescales, hydroxide ions may accelerate surface deg-
radation by deprotonation of theMA cation.[41] We further expect a
strong increase in defect density due to the reduction of grain size
after 10 s, see Figure 1, as grain surfaces and GBs are sources of
halide defects which may act as trap states.[42–44]

H2 plasma results in comparable changes such as for Ar
plasma. In addition, H2 plasma treatment reduces Pb(II) to
metallic Pb(0), which, after 30 s, shows large structural voids
(Figure S1, Supporting Information) as previously reported by
Manna and coworkers.[45]

N2 plasma introduces carboxyl moieties and additional amine
groups (see Figure 4e,f ). We computed adsorption energies on
PbI2-terminated surfaces, matching the experimentally observed
surface composition, for methylamine, dimethylamine, and tri-
methylamine of �0.85, �0.92, and �0.89 eV, respectively (see
Table S2, Supporting Information). As for the acetic acid, all con-
sidered amines do not introduce gap states and passivate the
undercoordinated Pb atoms via formation of strong Pb─N bonds,
yielding the experimentally observed PL increase (Figure 3g). The
increased number of methyl groups, however, may weaken the
binding of the perovskite with the transport layers, likely resulting
in an increased surface resistance and consequently, as experi-
mentally observed (Figure 2a), reduced Jsc and FF.

The increase in PbðOHÞ2 and PbO upon O2 plasma treatment
has also been observed in previous photo-oxidation experiments
of MAPbI3,

[46–48] likely mediated through the light-induced for-
mation of superoxide species.[49,50] Thus, we may rationalize the
formation of given lead oxide species due to electronic excitations
of the O2 molecules in the plasma environment. The increase of
these moieties can be responsible for the formation of an insu-
lating layer on top of the perovskite surface, which hampers the
electron transfer to the electron transport layer in PSCs.[46,51] To
the best of our knowledge, periodate, IO4

�, has not been reported
in perovskite degradation studies. We performed DFT calcula-
tions to investigate IO4

� formation and its impact on the
electronic properties of MAPbI3. The oxidation of I� at the
MAI-terminated MAPbI3 surface to IO4

� consumes two oxygen
molecules, following Equation (1).

I� þ 2O2 ! IO�
4 (1)

The oxidation product bonds with an oxygen atom to the adja-
cent Pb ion, resulting in a Pb─O─I� bond network, see
Figure 5a. Our calculations suggest that Equation (1) is endother-
mic with calculated energy difference of ΔE=þ0.29 eV
(þ0.38 eV on a PbI2-terminated surface, see Figure S12,
Supporting Information), while previous studies reported an exo-
thermic nature of IO�

3 formation.[52] The observation of IO4
� by

XPS, Figure 4c, suggests that the aggressive plasma treatment is
sufficient to activate the endothermic periodate formation, which
otherwise may be ruled out under standard fabrication condi-
tions. Interestingly, surface IO4

� introduces electronic states
in the bandgap at 0.4 eV above the valence band maximum of
MAPbI3, see Figure 5b. Moreover, the assigned orbital is strongly
localized on IO4

�, see Figure 5a, which may consequently act as
an electronic trap state and deteriorate the electronic perfor-
mance of O2 plasma-treated perovskite films.[53–56]

3. Conclusion

In conclusion, the impact of various plasma treatments on MHP
surface has been evaluated and rationalized. The different

Figure 5. a) Visualization of unoccupied electronic state on surface IO4
�.

The color code is as follows: purple, I; red, O; cyan, Pb; blue, N; grey, C;
white, H; b) density of states of the MAI-terminated MAPbI3 with IO4

�.
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plasma chemistries of the considered gases, Ar, N2, H2, and O2,
are found to differently affect the morphological, chemical, and
optoelectronic properties of the perovskite films, as well as the
performances of deriving MHP-based p–i–n solar cells. The con-
ditions associated with a more aggressive environment toward
perovskite surface (Ar and H2 gasses), in terms of organic com-
ponent removal and film etching, are also the ones that more
positively impact the corresponding device performances. The
removal of the superficial organic components helps to better
passivate the photoactive layer when included in the device struc-
ture, likely due to an enhanced coupling with electron-extracting
PCBM layer.

Another interesting aspect of the chemical modification
induced by the plasmas is the in situ generation of chemical
functionalities (e.g., amides, amines) that change the energetic
landscape of the interfaces, as confirmed by modeling. We
observe a general positive effect on the bandgap engineering with
respect to PCBM. This positive effect is however counterbalanced
by the surface activation, which, for mild plasma conditions,
leads to the formation of an insulating layer likely deriving from
the capture of environmental pollutants (N2 gas). Noticeably, the
controlled introduction of additional chemical functionalities at
the perovskite surface, via plasma, opens novel possibilities for
the MHP surface engineering as an alternative, less-invasive, and
technologically mature route to classical wet chemistry.

Finally, a peculiar behavior is observed when O2 plasma is
applied: the introduction of insulating insulating PbðOHÞ2,
PbO, and periodate IO4

�. The electrical barrier generated by
the formed compounds, in particular PbO, has a clear negative
effect on the solar cell performances. This finding adds an impor-
tant piece of information to the defect chemistry of perovskite
materials: the oxidation of iodide resulting in periodate IO4

�

is possible in O2 plasma conditions and despite showing substan-
tial positive formation energies has never been reported so far as
degradation intermediate in MHP. This result extends beyond
this work, as oxidative plasma environments are associated to
several dry deposition techniques, such as PECVD, PEALD,
and plasma polymerization, which are largely adopted in the fab-
rication of PV devices. Overall, our results underline the great
potential of plasma-based treatment to passivate and functional-
ize the surface of MHPs; at the same time it raises the need for
additional efforts in the engineering of the plasma conditions to
minimize plasma damage and controlled surface modification.

Supporting Information
Supporting Information is available from the Wiley Online Library or from
the author.
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