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ABSTRACT: Antisolvent treatment is used in the fabrication of perovskite films to control Lok

H;C 07 CHy HyC” Y07 CH, o

grain growth during spin coating. We study widely incorporated aromatic hydrocarbons and — -
aprotic ethers, discussing the origin of their performance differences in 2D/3D Sn = w
perovskite (PEA,,FA,3Snl;) solar cells. Among the antisolvents that we screen, diisopropyl = *
ether yields the highest power conversion efficiency in solar cells. We use a combination of

optical and structural characterization techniques to reveal that this improved performance

originates from a higher concentration of 2D phase, distributed evenly throughout the 2D/3D Sn perovskite film, leading to
better crystallinity. This redistribution of the 2D phase, as a result of diisopropyl ether antisolvent treatment, has the

combined effect of decreasing the Sn** defect density and background hole density, leading to devices with improved open-
circuit voltage, short-circuit current, and power conversion efficiency.

(PSCs) have achieved a verified power conversion and nonradiative charge carrier loss processes, which ultimately

efficiency (PCE) over 26%." Significant advances in limit device performance.
Pb-based perovskite device stability have also been re-
ported.””> Furthermore, recent reports have shown dramatic
improvements in lead containment,®”'" and it has been argued 0 0 5 N
that lead content in perovskite solar cells is dwarfed by the Sng,” = Sn” + Vg,*" + 2h 2)
heavy metals in coal consumption.' "> Nevertheless, the use of
lead remains an issue of concern for the large-scale
manufacture of PSCs. These concerns provide the impetus
to continue the search for Pb-free alternatives,''* with tin
(Sn)-only-based PSCs emerging as a well-suited candidate due

O rganic—inorganic hybrid perovskite solar cells the presence of such defect states leads to undesirable radiative
Snp g T = Sny gt 4 2kt
Dy Dpylk (1)

To improve the stability of Sn-based halide perovskites, large
cations such as PEA have been introduced to form a so-called
2D/3D Sn perovskite.”*”>” The 2D perovskite phase
simultaneously passivates trap states and makes the underlying

to th binati £ thei band hich phot 3D perovskite phase more resistant to the oxidation that leads
0 the combination of Thelr Narrow dandgap, ugh photo- to unwanted doping.”*™" It is therefore important to develop

1;3;3;?:;%?& I%Z:;itt:nsltezg;ldprglg)rlzegﬁl t;:dpa};‘ig?ewc}arziresr new fabrication methods that enable the tuning and positiorsli
the PCE (current best PCE = 15.14%, certified)'” of Sn PSC; s Ef the 21.) p}}as'e Wllthm th'e 2D3,<3D Iier.OVSkltlef dﬁlm
still remains lower than their Pb counterparts. This discrepancy Furt elr rﬁore, 1nFer_ acing arglfe_ catl(.)ns,. regu.a.t ing ser-doping
is due (in part) to the instability of Sn** which oxidizes to Sn** control,”” and initiating self-repair via additive engineering
p ty have emerged as effective tools to mitigate Sn** oxidation and

. .18
falready m tbe precursor solution ) and thus cannot _be trap state formation in the best performing Sn perovskite solar
incorporated into the ABX; perovskite structure. Theoretical cells 3538

studies predict that extrinsic Sn** is stabilized at the surface,
behaving as a charge trap, while in the bulk it is reduced back ]
to Sn’', a process which has been suggested to induce Rec'e“'ed: October 4, 2024
background hole doping (eq 1)."” Moreover, lattice Sn (Sng,”) Revised:  November 22, 2024
is less stable than lattice Pb in APbX; perovskites. This Accepted: December 3, 2024
instability leads to the production of more background holes

and Sn vacancies (Vg,>”), the latter of which are linked with

the formation of Sn-rich trap clusters (eq 2).°*> Moreover,
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Figure 1. (a) Schematic structure of the p-i-n structured PEA,,FA,¢Snl; solar cells. (b) Energy level diagram of PCBM, ICBA,
PEA,,FA(¢Snl; and PEDOT:PSS, indicating the highest-occupied molecular orbital (HOMO) and lowest-unoccupied molecular orbital
(LUMO). Values of PCBM and ICBA were extracted from literature reports that used cyclic voltammetry.’>*° The values of PEA,,FA, ¢Snl,
were determined by UPS measurement and UV—vis spectroscopy (Figure S6). The values given in the figure are in eV. (c) The J—V curves of
champion PCBM-based devices made with the different antisolvents under the AM1.5 solar spectrum at an intensity of 1 sun with a scan rate
of 50 mV/s. All J-V curves were collected as forward scans. (d) Statistical data on power conversion efficiency of PCBM-based devices for
each antisolvent treatment. (e) The J—V curves of champion ICBA-based devices made with the different antisolvents under the AM1.5 solar
spectrum at an intensity of 1 sun with a scan rate of 50 mV/s. All J—V curves were collected as forward scans. (f) Statistical data on power
conversion efficiency of ICBA-based devices for each antisolvent treatment.

Antisolvent treatments in the Pb perovskite field have played
a large part in minimizing V¢ losses and therefore improving
PCE.”™*' Spin coating with antisolvent treatment induces
rapid and dense nucleation of the perovskite, leading to
uniform and pinhole-free films.*' To date, various antisolvents
with different boiling points and different polarities have been
used for optimizing perovskite fabrication.”””*® Studies have
shown that the dissolution capacity of an antisolvent for
precursor components, along with its miscibility with the
perovskite host precursor, are pivotal in the formation of
perovskite films.*” Importantly, device performance exhibits a
strong dependence on these factors. Lead-based perovskites
consistently yield superior device performance and reproduci-
bility when antisolvent treatment is employed.*”*”** However,
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relatively few reports have focused on the role of antisolvent
treatment on the crystal growth and minimization of defects in
Sn perovskites."” > Such knowledge is expected to play a key
role in the future design and optimization of lead-free Sn-
perovskite solar cells.””

In this paper, we demonstrate the effect of different
antisolvents—toluene, diethyl ether (DE), and diisopropy-
lether (DIE)—on the performance of 2D/3D Sn PSCs.
Notably, we omit chlorobenzene because it has significantly
poorer performance as an antisolvent when compared to
toluene or the ethers, as established in our previously
optimized 2D/3D Sn-PSCs.””>> We show that the choice of
antisolvent determines the distribution of 2D phase within the
2D/3D Sn perovskite film. We see that DIE-treated films form
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Table 1. Photovoltaic Parameters, Extracted from Forward J—V Scans, of Sn Perovskite Solar Cells Treated with Three

Antisolvents”
Antisolvent/ETL Voc/V Jsc/mA cm ™ FF/% PCE/%
DIE/PCBM 0.614 + 0.010 20.97 £ 0.62 68.91 + 1.67 9.04 + 0.54
0.630 22.28 72.09 10.14
DE/PCBM 0.532 + 0.017 20.0S + 1.67 65.03 + 4.53 6.93 + 0.60
0.528 21.41 70.06 7.92
Toluene/PCBM 0.521 + 0.015 16.94 + 2.31 63.03 + 3.61 5.74 £ 0.99
0.534 21.37 65.14 7.45
DIE/ICBA 0.847 + 0.018 20.94 + 1.63 65.93 + 1.99 11.65 + 0.94
0.865 22.65 69.20 13.52
DE/ICBA 0.807 + 0.018 20.25 + 1.27 62.41 + 1.61 10.13 + 0.47
0.835 20.04 62.73 10.47
Toluene/ICBA 0.774 + 0.019 19.73 £ 0.97 5792 + 2.21 8.84 + 0.64
0.837 19.73 54.74 9.04

“We include the mean and standard deviation across 15 devices based on PCBM and ICBA in 1 batch respectively along with the champion device

parameter in bold.
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Figure 2. (a) XRD patterns of PEA,,FA, ¢Snl, films treated by three different antisolvents. (b) The normalized intensity of GIXRD patterns
of perovskite films prepared with three different antisolvents at an incident angle of 2.5°. (c) UV—vis spectra of PEA,,FA, ¢Snl, films treated
by three different antisolvents. (d) Comparison of photoluminescence emission spectra of perovskite films treated by three different

antisolvents.

2D phases at the top and bottom of the film, resulting in more
overall 3D—2D interfaces. We see that the more uniform
distribution of 2D regions improves the films crystallinity and
stability as measured by a combination of X-ray diffraction and
absorption spectroscopy. Sn PSCs made with DIE treatment
showed both the highest efficiency and improved stability in
ambient air. The lower polarity of DIE makes it immiscible
with DMSO, thus fostering the formation of a DMSO-
containing intermediate that slows the crystal growth. This
new understanding of the link between antisolvent treatment,
phase distribution, and device performance will aid the further
development of Sn PSCs.
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All devices were fabricated as shown in Figure la, with the
device structure ITO/PEDOT:PSS/Sn perovskite/ETL/BCP/
Ag (acronyms defined in the Methods). We tested both PCBM
and ICBA as electron transport layers with different energy
band levels (Figure 1b).>* The Sn perovskite active layer was
formed after antisolvent dripping with toluene, DE and DIE.
‘When PCBM is employed as the ETL, the device performance
of our champion Sn PSCs treated with each of the different
antisolvents is outlined in Table 1 and Figure lc. DIE
treatment yields the best device power conversion efliciency
(PCE; 10.14%), followed by DE (7.92%) and toluene (7.45%).
We include maximum power point (MPP) tracking in Figure
S1, which shows the stable output of the Sn perovskite solar

https://doi.org/10.1021/acsenergylett.4c02745
ACS Energy Lett. 2025, 10, 254—262


https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.4c02745?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.4c02745?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.4c02745?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.4c02745?fig=fig2&ref=pdf
http://pubs.acs.org/journal/aelccp?ref=pdf
https://doi.org/10.1021/acsenergylett.4c02745?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Energy Letters

http://pubs.acs.org/journal/aelccp

cells treated with different antisolvents. Figure S2 indicates that
the Sn perovskite solar cell treated by all antisolvents has a
slight hysteresis. We observe the same trend in device
performance after the different antisolvent treatments across
12 devices via statistical analysis (Figure 1d, Figure S3). The
relatively high PCE of DIE-treated Sn perovskite solar cells is
derived from having the highest short-circuit current (Jgc),
open-circuit voltage (Voc) and fill factor (FF) of all the
antisolvent treatments. The integrated current density of 19.9
mA/cm? from external quantum efficiency (EQE) measure-
ments (Figure S4) matches the average Jsc from the J—V
curves, excluding any spectral mismatch as highlighted in
previous work.”>° Most notably, the Vo after DIE treatment
exceeded 0.6 V in all cases and averaged around 0.1 V higher
than with the other antisolvents. While the Jsc and FF are
largely maintained in DE-treated devices, the Vg is
significantly lower, yielding a poorer power conversion
efficiency of 7.9%. In toluene-treated devices, the Jsc, FF and
Voc are further reduced, resulting in a champion PCE of
7.45%. We further optimized the device performance by
replacing PCBM with ICBA for better band alignment with Sn
perovskite.”” With the employment of ICBA as the electron
transporting layer, DIE-treated Sn perovskite achieved a PCE
of 13.52%, higher than DE-treated (10.47%) and toluene-
treated (9.04%) Sn perovskite (Table 1, Figure le and Figure
1f). Similar to PCBM-based devices, DIE-treated Sn perovskite
consistently reveals higher V¢, Jsc and FF among other
antisolvents (Figure SS5). These observations further indicate
the positive influence of the DIE antisolvent treatment on
device performance.

We employed a series of characterization techniques to
assess the optical and structural properties of the Sn perovskite
films treated with the different antisolvents. We first used X-ray
Diffraction (XRD) to directly probe the differences in grain
growth after treatment with toluene, DE and DIE. The XRD
pattern in Figure 2a matches well with previous reports of Sn
perovskites. We see a feature at 260 = 14° and 28°
corresponding to the (001) and (002) orientations of 3D Sn
perovskite consistent with an orthorhombic crystal structure
(Amm2 space group) as expected.””>® The intensity of the
peaks of Sn perovskite films treated by DIE is approximately
double that of films processed with DE and toluene, despite
similar film thickness (as investigated by profilometry; see
Table S1). Table S2 lists the crystallite size of Sn perovskite
determined from the FWHM of (001) peak, which is largest
for the DIE-treated Sn perovskite, suggesting it has the larger
crystallite sizes. Furthermore, we also applied grazing incidence
XRD (GIXRD) to obtain crystallographic information specific
to the film surface. The GIXRD patterns in Figure 2b consist of
the familiar (001) peak at 26 14° and a new peak at 4.0°, which
corresponds to (PEA),(FA)Sn,L,.”” It is clear from Figure 2b
that the concentration of 2D phase at the surface increases in
the order [toluene < DE < DIE]. Taken together, the XRD and
GIXRD results show that films that exhibit a greater amount of
2D phase at the surface also have a greater concentration of
crystalline material in the 3D phase. Figure S7 shows the
morphologies (from scanning electron microscopy) of each Sn
perovskite treated with the different antisolvents, indicating
that DIE-treated Sn perovskite has a smooth surface and the
best coverage.

The UV—vis absorption data in Figure 2¢ shows that DIE-
treated Sn perovskite films have a more pronounced band edge
than the DE- or toluene-treated Sn perovskite films. We rule
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out increased film thickness as responsible for this, given the
similar thickness of the different films (Table S1). Additionally,
the DIE-treated Sn perovskite has higher absorbance around
610 nm, consistent with the formation of a greater fraction of
2D phase in this film compared with those after DE or toluene
treatment.*’

We next probed the concentration and distribution of 2D
phases within the 2D/3D Sn perovskite with photolumines-
cence (PL) spectroscopy. We used an excitation wavelength of
450 nm, which has a penetration depth—defined as the
distance upon which the incident light intensity is reduced to
1/e of its initial intensity—of 50 nm, allowing us to bias the
excitation profile toward the bottom (substrate/perovskite
interface) or top (perovskite/encapsulating glass interface)
surfaces of the Sn perovskite film (thickness = 200 + 10 nm,
Table S1). This allowed us to obtain local emission spectra
representative of the 2D concentration in those locations. The
PL spectrum of Sn perovskite films processed with DIE in
Figure 2d exhibits a strong emission at 620 nm which
represents 2D perovskite (PEA,Snl,).”*®" Notably, the
emission intensity from this peak is similar regardless of the
excitation surface, suggesting that the 2D phase is evenly
distributed throughout the vertical axis of the film. After DE
treatment, the PL is still intense at the bottom surface, but the
intensity at the top surface is much lower. This suggests that
most of the 2D phase in DE-treated Sn perovskite is
concentrated at the substrate/perovskite interface. In films
processed with toluene, only weak 2D phase emission can be
observed after excitation of the bottom surface with no
emission at all observed after excitation of the top surface. The
lower PL intensity at 620 nm, concentrated at the bottom
surface, suggests that (i) there is less 2D phase formed overall
and (ii) the 2D phase is concentrated to the substrate/
perovskite interface of the film.

We further probed the distribution of the 2D phase within
the 2D/3D Sn perovskite film with hyperspectral PL
microscopy (Figure 3). In this experiment, we captured 40 X
S0 pm images of the Sn perovskite emission at 620 nm—
representative of the 2D perovskite, PEA,Snl,—after ex-
citation from the top and bottom surfaces of the film. As
before, here “top” is defined as the perovskite/encapsulating
glass interface and “bottom” is defined as the “perovskite/
substrate interface”. In Figure 3a—c we show the 2D phase
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Figure 3. (a—c) Hyperspectral microscopy images, recorded at 620
nm from the “front” side (perovskite/encapsulating glass inter-
face), for PEA;,FA,sSnl; treated with (a) toluene, (b) diethyl
ether (DE), and (c) diisopropyl ether (DIE). (d—f) Hyperspectral
microscopy images, recorded at 620 nm from the “back” side
(perovskite/substrate interface), for PEA,,FA, ¢Snl; treated with
(d) toluene, (e) diethyl ether (DE), and (f) diisopropyl ether
(DIE). The scale bars in all cases represent 20 gm.
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Figure 4. (a) X-ray photoelectron spectra (XPS) for Sn 3d surface scans on the perovskite films for DE (top), DIE (middle) and toluene
(bottom) antisolvent treatments. The Sn** peaks are represented in purple and are seen as shoulders at slightly higher binding energies with
each of the main Sn** 3d peaks (green). (b) Absorbance at 860 nm for perovskite films after the different antisolvent treatments as a function
of exposure to ambient atmosphere in the dark. (c) Relative background hole density of 2D/3D tin perovskite films as a function of exposure
to ambient atmosphere in the dark, as determined by a time-correlated single photon counting experiment.

emission from the top of the films processed with toluene, DE
and DIE. We see that the film processed with toluene shows
sparsely distributed clusters of 2D phase. Processing with DE
improves the 2D phase coverage and intensity by over 6 times,
and the DIE by 75 times. In Figure 3d—f we show the
distribution of 2D phase after excitation from the bottom of
the films. The 2D phase in the bottom is brighter than the top,
as expected from the previous PL spectroscopy data. From
hyperspectral microscopy we see the formation of larger 2D
regions. Figure 3 provides new insight into the lateral
distribution of 2D phase in the different films, which becomes
more dense in the order toluene < DE < DIE.

Ultimately, these data connect the macroscopic device
parameters with the microscopic arrangement of the 3D and
2D components of the perovskite film. We propose that the
poorer Vi perovskite cells processed with DE and toluene are
due to the lower concentration of 2D phase within the 2D/3D
perovskite film in these cases. The lower concentration of the
2D phase will have less passivating power over the 3D
component, rendering it prone to trap state formation and self-
doping. On the other hand, the even distribution of the 2D
component after processing with DIE will render those films
with extensive passivation throughout the film, rather than just
at one interface. Additionally, the improved distribution of 2D
phase within the 2D/3D perovskite film in DIE-treated films
may better template the growth and orientation of the 3D
phase.®”

Next, we investigated the chemistry of the precursor solution
in an attempt to identify the origin(s) of the different film
composition following antisolvent treatment with toluene, DE
and DIE. Figure S8 shows images of PEA,,FA ¢Snl; precursor
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solutions (DMF:DMSO = 4:1) both initially and after 6 h of
mixing with each antisolvent. Herein we find that DIE is not
miscible with the precursor solution system at the selected
concentrations. This lack of miscibility is evidenced by the
precipitation of the precursors upon mixing and the phase
separation between the solvents and antisolvent after 6 h. As
has been found for Pb perovskites, a high degree of miscibility
between antisolvent and precursor solvents may lead to the
removal of DMSO during the film formation process, which in
turn will preclude the formation of the intermediate DMSO
complex needed for slow growth of high-quality perovskite
crystals. We note that the immiscibility between DIE and the
precursor solution is likely to lead to reduced loss of PEA
during the antisolvent dripping process thus resulting in more
2D phase in the final 2D/3D Sn perovskite film.”” We include
details of the relative polarity and boiling points of toluene, DE
and DIE in Table S3.

We carried out proton NMR to further demonstrate the
relationship between the miscibility of the precursor solvent
(DMF/DMSO, 4:1) and the composition of the final
perovskite films (Figure S9). We conducted the NMR study
on films dissolved in deuterated DMSO (DMSO-dg; see
experimental section for further details). From the NMR
spectra, we note the existence of FAI (peak positioned at
—9.05 ppm and —8.70 ppm) and PEAI (—7.25 ppm and —7.35
ppm) in the dissolved films. By comparing the area ratio of the
PEAI and FAI peaks (see Table S4), we found that the Sn
perovskite processed with DIE has the highest stoichiometric
ratio of PEAI in the film. This finding indicates that less PEAI
was washed away by DIE during antisolvent treatment, as
compared to DE and toluene, which should induce the
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formation of more 2D perovskite in the DIE-processed films.
We posit that the larger amount of PEAI in the film after DIE
treatment is due to the poor miscibility between DIE and
DMF/DMSO (4:1).

Next, we used X-ray photoelectron spectroscopy (XPS) to
investigate how the different antisolvents affected Sn** content
on the surface of the tin perovskite films. To rule out any side
reactions influenced by the presence of moisture and oxygen,
we prepared all samples for XPS in a nitrogen glovebox and
transferred to the XPS chamber without exposure to air using
an inert transfer system. We loaded all of the samples together
in the same chamber, meaning they were all subject to the
same conditions. In addition, we used the same number of XPS
measurement scans for each film to ensure all X-ray exposure
times were equal. We observed Sn”* at binding energies 485.8
+ 0.1 eV and 494.8 + 0.1 eV for Sn 3d;/, and Sn 3dS/2
(respectively), which are in good agreement with literature.®’
Each Sn 3d peak contained a notable shoulder at slightly
higher binding energies (487.1 # 0.5 eV for Sn 3d;, and 495.5
+ 0.5 eV for Sn 3d;/,) and, upon fitting, we identified this as
Sn*". The XPS spectra for DE-, DIE- and toluene-treated films
are shown in Figure 4a. In addition, we have calculated the
Sn**/Sn** atomic ratios for each antisolvent treatment where
DIE and DE treatment leads to the lowest surface Sn** content
of 8.7 (£0.7)% and 9.7 (+0.8), respectively, whereas toluene
treatments lead to the highest Sn** content of 11.8 (+0.7)%.
Our previous report identifies Sn** states to be detrimental to
device PCE, and this is further verified here with our DIE-
treated devices showing the highest PCE and lowest Sn**
content.”**~¢7

Given the observed variations in 2D content and distribution
within the films treated with different antisolvents, and the less
studied (compared to Pb*°*®?), positive impact of 2D
functionalization on environmental stability of Sn perovskites,
we next turned our focus to the stability of the tin perovskite
photoactive layers. Atmospheric oxidation of Sn perovskites
induces strong p-doping, which ultimately leads to degradation
of device performance via unwanted monomolecular radiative
recombination.”” We evaluated the stability of 2D/3D Sn
perovskite films made with the three antisolvents by comparing
the absorbance change over time in ambient conditions, shown
in Figure 4b. After 60 min, the DIE-treated film maintained
81.2% absorbance, which is slightly higher than the DE-treated
film (75.4%), but much higher than toluene (27.7%)-treated
films. The original UV—visible absorbance spectra are shown
in Figure S10.

In order to connect the differences in stability to changes in
doping levels associated with Sn oxidation, we used time-
correlated single photon counting (TCSPC) to estimate the
relative background hole density, p, (see Supplementary Note
1, Figure S11).”! Figure 4c shows the relative p,—defined as
Po(t)/po(0)—as a function of time under exposure to ambient
atmosphere in the dark. We find that the increase of p, as a
function of time is different depending on the antisolvent.
Importantly, we observe that the increase in p, is lowest in
DIE-treated films compared to DE- and toluene-treated films.
This measurement shows that DIE treatment offers enhanced
resistance to spontaneous p-type doping compared to DE and
toluene treatment. We propose that this is due to the better
distribution of 2D phase in the 2D/3D film after DIE
treatment.

To summarize, we have studied the effects of three different
antisolvents (toluene, DE and DIE) on the growth of 2D/3D

Sn perovskite (PEAy,FAg¢Snl;). Sn perovskite processed with
DIE shows the best device performance among these three
antisolvents, resulting in PCEs of over 10 and 13% for PCBM-
and ICBA-based devices, respectively. Compared to the other
two antisolvents, DIE treatment leads to the formation of a
higher concentration of 2D phase, resulting in a more
orientated 3D phase and higher stability to Sn** oxidation in
ambient atmosphere. Comparison of the miscibility of the
antisolvents with the precursor solvents revealed that DIE is
immiscible with DMSO. This is beneficial for the formation of
the intermediate phase, which in turn promotes the
crystallization of Sn perovskite. The results of this study
indicate the importance of the miscibility between the
antisolvent and the perovskite precursor. As such, it is
reasonable to suppose that the successful implementation of
this antisolvent engineering strategy will inevitably require
consideration of both the precursor chemistry and perovskite
composition. Finally, the present findings show that antisolvent
engineering provides a powerful route to controlling the 2D
phase in 2D/3D tin perovskite films. This work should provide
new opportunities to boost the performance of lead-free tin
perovskite optoelectronics.

B ASSOCIATED CONTENT

© Supporting Information

The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acsenergylett.4c02745.

Experimental methods including materials, devices
fabrication and all characterization details; thickness
measurements, MPP tracking, hysteresis test, statistical
data for PV parameters, EQE, device parameters, UPS of
perovskite film, FWHM, SEM images, miscibility test,
physical characteristics of each antisolvent, NMR spectra
of perovskite films, peak area ratios, UV—vis spectra,
additional notes of hole density analysis, PS decays, and
references (PDF)

B AUTHOR INFORMATION

Corresponding Authors
Thomas J. Macdonald — Department of Chemistry and Centre
for Processable Electronics, Molecular Sciences Research Hub,
Imperial College London, London W12 0BZ, UK,;
Department of Electronic and Electrical Engineering
University College London, London WCIE 7]JE, UK,;
orcid.org/0000-0002-7520-6893;
Email: tom.macdonald@ucl.ac.uk
Saif A. Haque — Department of Chemistry and Centre for
Processable Electronics, Molecular Sciences Research Hub,
Imperial College London, London W12 0BZ, UK,;
orcid.org/0000-0001-5483-3321; Email: s.a.haque@
imperial.ac.uk

Authors

Ganghong Min — Department of Chemistry and Centre for
Processable Electronics, Molecular Sciences Research Hub,
Imperial College London, London W12 0BZ, UK.

Robert J. E. Westbrook — Department of Chemistry and
Centre for Processable Electronics, Molecular Sciences
Research Hub, Imperial College London, London W12 0BZ,
UK,; Department of Chemistry, University of Washington,
Seattle, Washington 98198, United States

https://doi.org/10.1021/acsenergylett.4c02745
ACS Energy Lett. 2025, 10, 254—262


https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.4c02745?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acsenergylett.4c02745/suppl_file/nz4c02745_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Thomas+J.+Macdonald"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-7520-6893
https://orcid.org/0000-0002-7520-6893
mailto:tom.macdonald@ucl.ac.uk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Saif+A.+Haque"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-5483-3321
https://orcid.org/0000-0001-5483-3321
mailto:s.a.haque@imperial.ac.uk
mailto:s.a.haque@imperial.ac.uk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ganghong+Min"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Robert+J.+E.+Westbrook"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Meihuizi+Jiang"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
http://pubs.acs.org/journal/aelccp?ref=pdf
https://doi.org/10.1021/acsenergylett.4c02745?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Energy Letters

http://pubs.acs.org/journal/aelccp

Meihuizi Jiang — Department of Chemistry and Centre for
Processable Electronics, Molecular Sciences Research Hub,
Imperial College London, London W12 0BZ, UK.

Margherita Taddei — Department of Chemistry, University of
Washington, Seattle, Washington 9819S, United States;

orcid.org/0000-0003-4122-8418

Ang Li — Department of Chemistry and Centre for Processable
Electronics, Molecular Sciences Research Hub, Imperial
College London, London W12 0BZ, UK.

Thomas Webb — Department of Chemistry and Centre for
Processable Electronics, Molecular Sciences Research Hub,
Imperial College London, London W12 0BZ, U.K.; Advanced
Technology Institute, Department of Electrical and Electronic
Engineering, University of Surrey, Guildford, Surrey GU2
7XH, UK.

Sanjayan Sathasivam — School of Engineering, London South
Bank University, London SE1 0AA, U.K; Department of
Chemistry, University College London, London WCIH 0A],
UK

Amanz Azaden — Department of Chemistry and Centre for
Processable Electronics, Molecular Sciences Research Hub,
Imperial College London, London W12 0BZ, UK.

Robert G. Palgrave — Department of Chemistry, University
College London, London WCIH 0A], UK,; © orcid.org/
0000-0003-4522-2486

David S. Ginger — Department of Chemistry, University of
Washington, Seattle, Washington 9819S, United States;

orcid.org/0000-0002-9759-5447

Complete contact information is available at:
https://pubs.acs.org/10.1021/acsenergylett.4c02745

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

S.AH. gratefully acknowledges funding from the Engineering
and Physical Sciences Research Council (EPSRC, EP/
X012344/1). T.J.M. would like to thank the Royal
Commission for the Exhibition of 1851 and the Royal Society
(URF\R1\221834, RF\ERE\221066) for their financial
support through Research Fellowships. RJ.EW., M.T. and
D.S.G. acknowledge the use of facilities and instrumentation
supported by NSF through the UW Molecular Engineering
Materials Center (MEM-C), a Materials Research Science and
Engineering Center (DMR- 2308979).

B REFERENCES

(1) Yoo, J.J.; Seo, G.; Chua, M. R; Park, T. G.; Lu, Y.; Rotermund,
F.; Kim, Y. K; Moon, C. S.; Jeon, N. J.; Correa-Baena, J. P.; et al.
Efficient perovskite solar cells via improved carrier management.
Nature 2021, 590 (7847), 587—593.

(2) Aristidou, N.; Eames, C.; Sanchez-Molina, L; Bu, X.; Kosco, J.;
Islam, M. S.; Haque, S. A. Fast oxygen diffusion and iodide defects
mediate oxygen-induced degradation of perovskite solar cells. Nat.
Commun. 2017, 8, 15218.

(3) Aristidou, N.; Eames, C.; Islam, M. S.; Haque, S. A. Insights into
the increased degradation rate of CH3NH3PbI3 solar cells in
combined water and O2 environments. Journal of Materials Chemistry
A 2017, 5 (48), 25469—25475.

(4) Aziz, A.; Aristidou, N.; Bu, X.; Westbrook, R. J. E; Haque, S. A;
Islam, M. S. Understanding the Enhanced Stability of Bromide
Substitution in Lead Iodide Perovskites. Chem. Mater. 2020, 32 (1),
400—409.

260

(5) Webb, T.; Liu, X.; Westbrook, R. J. E,; Kern, S.; Sajjad, M. T;
Jenatsch, S.; Jayawardena, K. D. G. L; Perera, W. H. K.; Marko, L. P,;
Sathasivam, S.; et al. A Multifaceted Ferrocene Interlayer for Highly
Stable and Efficient Lithium Doped Spiro-OMeTAD-based Perovskite
Solar Cells. Adv. Energy Mater. 2022, 12 (26), 2200666.

(6) Wu, S; Li, Z,; Li, M. Q; Diao, Y,; Lin, F; Liu, T.; Zhang, J;
Tieu, P.; Gao, W.; Qj, F.; et al. 2D metal-organic framework for stable
perovskite solar cells with minimized lead leakage. Nature Nano-
technol. 2020, 15 (11), 934—940.

(7) Park, S. Y.; Park, J.-S.; Kim, B. J.; Lee, H.; Walsh, A.; Zhu, K;
Kim, D. H; Jung, H. S. Sustainable lead management in halide
perovskite solar cells. Nature Sustainability 2020, 3 (12), 1044—1051.

(8) Li, X.; Zhang, F.; Wang, J.; Tong, J.; Xu, T.; Zhu, K. On-device
lead-absorbing tapes for sustainable perovskite solar cells. Nature
Sustainability 2021, 4 (12), 1038—1041.

(9) Chen, S.; Deng, Y.; Xiao, X; Xu, S; Rudd, P. N,; Huang, J.
Preventing lead leakage with built-in resin layers for sustainable
perovskite solar cells. Nature Sustainability 2021, 4 (7), 636—643.

(10) Mokhtar, M. Z.; Altujjar, A.; Wang, B.; Chen, Q.; Ke, J. C.-R;
Cai, R; Zibouche, N.; Spencer, B. F.; Jacobs, J.; Thomas, A. G.
Spherical hydroxyapatite nanoparticle scaffolds for reduced lead
release from damaged perovskite solar cells. Communications Materials
2022, 3 (1), 77.

(11) Berry, J. J; Irwin, M. D. Leaving in the lead: Priorities for
perovskite photovoltaics. APL Energy 2023, 1 (1), 010902.

(12) Li, G.; Liu, Y. T;; Yang, F.; Li, M.; Zhang, Z.; Pascual, ].; Wang,
Z. K.; Wei, S. Z,; Zhao, X. Y.; Liu, H. R;; et al. Biotoxicity of Halide
Perovskites in Mice. Adv. Mater. 2024, 36 (2), No. e2306860.

(13) Ke, W.; Kanatzidis, M. G. Prospects for low-toxicity lead-free
perovskite solar cells. Nat. Commun. 2019, 10 (1), 965.

(14) Hao, F; Stoumpos, C. C; Cao, D. H; Chang, R. P. H;
Kanatzidis, M. G. Lead-free solid-state organic-inorganic halide
perovskite solar cells. Nat. Photonics 2014, 8 (6), 489—494.

(15) Poli, I; Kim, G. W.; Wong, E. L.,; Treglia, A;; Folpini, G.;
Petrozza, A. High External Photoluminescence Quantum Yield in Tin
Halide Perovskite Thin Films. ACS Energy Lett. 2021, 6 (2), 609—
611.

(16) Pitaro, M.; Tekelenburg, E. K.; Shao, S.; Loi, M. A. Tin Halide
Perovskites: From Fundamental Properties to Solar Cells. Adv. Mater.
2022, 34 (1), No. e2105844.

(17) Chen, J.; Luo, J.; Hou, E,; Song, P.; Li, Y,; Sun, C.; Feng, W,;
Cheng, S.; Zhang, H.; Xie, L.; et al. Efficient tin-based perovskite solar
cells with trans-isomeric fulleropyrrolidine additives. Nat. Photonics
2024, 18, 464.

(18) Pascual, J.; Di Girolamo, D.; Flatken, M. A.; Aldamasy, M. H.;
Li, G.; Li, M,; Abate, A. Lights and Shadows of DMSO as Solvent for
Tin Halide Perovskites. Chemistry 2022, 28 (12), No. e202103919.

(19) Ricciarelli, D.; Meggiolaro, D.; Ambrosio, F.; De Angelis, F.
Instability of Tin Iodide Perovskites: Bulk p-Doping versus Surface
Tin Oxidation. ACS Energy Letters 2020, S (9), 2787—2795.

(20) Lanzetta, L.; Webb, T.; Zibouche, N.; Liang, X.; Ding, D.; Min,
G.; Westbrook, R. J. E.; Gaggio, B.; Macdonald, T. J; Islam, M. S,;
Hagque, S. A. Degradation mechanism of hybrid tin-based perovskite
solar cells and the critical role of tin (IV) iodide. Nat. Commun. 2021,
12 (1), 2853.

(21) Pascual, J.; Nasti, G.; Aldamasy, M. H.; Smith, J. A.; Flatken,
M, Phung, N; Di Girolamo, D.; Turren-Cruz, S.-H; Li, M;
Dallmann, A; et al. Origin of Sn(ii) oxidation in tin halide
perovskites. Materials Advances 2020, 1 (5), 1066—1070.

(22) Lanzetta, L; Aristidou, N.; Haque, S. A. Stability of Lead and
Tin Halide Perovskites: The Link between Defects and Degradation.
J. Phys. Chem. Lett. 2020, 11 (2), 574—585.

(23) Dey, K.; Roose, B.; Stranks, S. D. Optoelectronic Properties of
Low-Bandgap Halide Perovskites for Solar Cell Applications. Adv.
Mater. 2021, 33 (40), No. €2102300.

(24) Zhou, Y.; Che, F.; Liu, M; Zou, C.; Liang, Z.; De Luna, P,
Yuan, H; Li, J.; Wang, Z.; Xie, H.; et al. Dopant-induced electron
localization drives CO2 reduction to C2 hydrocarbons. Nat. Chem.
2018, 10 (9), 974—980.

https://doi.org/10.1021/acsenergylett.4c02745
ACS Energy Lett. 2025, 10, 254—262


https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Margherita+Taddei"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4122-8418
https://orcid.org/0000-0003-4122-8418
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ang+Li"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Thomas+Webb"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Sanjayan+Sathasivam"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Amanz+Azaden"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Robert+G.+Palgrave"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-4522-2486
https://orcid.org/0000-0003-4522-2486
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="David+S.+Ginger"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-9759-5447
https://orcid.org/0000-0002-9759-5447
https://pubs.acs.org/doi/10.1021/acsenergylett.4c02745?ref=pdf
https://doi.org/10.1038/s41586-021-03285-w
https://doi.org/10.1038/ncomms15218
https://doi.org/10.1038/ncomms15218
https://doi.org/10.1039/C7TA06841G
https://doi.org/10.1039/C7TA06841G
https://doi.org/10.1039/C7TA06841G
https://doi.org/10.1021/acs.chemmater.9b04000?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemmater.9b04000?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/aenm.202200666
https://doi.org/10.1002/aenm.202200666
https://doi.org/10.1002/aenm.202200666
https://doi.org/10.1038/s41565-020-0765-7
https://doi.org/10.1038/s41565-020-0765-7
https://doi.org/10.1038/s41893-020-0586-6
https://doi.org/10.1038/s41893-020-0586-6
https://doi.org/10.1038/s41893-021-00789-1
https://doi.org/10.1038/s41893-021-00789-1
https://doi.org/10.1038/s41893-021-00701-x
https://doi.org/10.1038/s41893-021-00701-x
https://doi.org/10.1038/s43246-022-00299-3
https://doi.org/10.1038/s43246-022-00299-3
https://doi.org/10.1063/5.0150167
https://doi.org/10.1063/5.0150167
https://doi.org/10.1002/adma.202306860
https://doi.org/10.1002/adma.202306860
https://doi.org/10.1038/s41467-019-08918-3
https://doi.org/10.1038/s41467-019-08918-3
https://doi.org/10.1038/nphoton.2014.82
https://doi.org/10.1038/nphoton.2014.82
https://doi.org/10.1021/acsenergylett.0c02612?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.0c02612?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adma.202105844
https://doi.org/10.1002/adma.202105844
https://doi.org/10.1038/s41566-024-01381-7
https://doi.org/10.1038/s41566-024-01381-7
https://doi.org/10.1002/chem.202103919
https://doi.org/10.1002/chem.202103919
https://doi.org/10.1021/acsenergylett.0c01174?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.0c01174?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41467-021-22864-z
https://doi.org/10.1038/s41467-021-22864-z
https://doi.org/10.1039/D0MA00245C
https://doi.org/10.1039/D0MA00245C
https://doi.org/10.1021/acs.jpclett.9b02191?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.9b02191?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adma.202102300
https://doi.org/10.1002/adma.202102300
https://doi.org/10.1038/s41557-018-0092-x
https://doi.org/10.1038/s41557-018-0092-x
http://pubs.acs.org/journal/aelccp?ref=pdf
https://doi.org/10.1021/acsenergylett.4c02745?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Energy Letters

http://pubs.acs.org/journal/aelccp

(25) Lanzetta, L.; Marin-Beloqui, J. M.; Sanchez-Molina, L; Ding,
D.; Haque, S. A. Two-Dimensional Organic Tin Halide Perovskites
with Tunable Visible Emission and Their Use in Light-Emitting
Devices. ACS Energy Letters 2017, 2 (7), 1662—1668.

(26) Liao, Y.; Liu, H.; Zhou, W.; Yang, D.; Shang, Y.; Shi, Z.; Li, B;
Jiang, X.; Zhang, L; Quan, L. N,; et al. Highly Oriented Low-
Dimensional Tin Halide Perovskites with Enhanced Stability and
Photovoltaic Performance. J. Am. Chem. Soc. 2017, 139 (19), 6693—
6699.

(27) Zhang, K; Liu, C.; Peng, Z.; Li, C;; Tian, J.; Li, C.; Cerrillo, J.
G.; Dong, L; Streller, F.; Spith, A.; et al. Binary cations minimize
energy loss in the wide-band-gap perovskite toward efficient all-
perovskite tandem solar cells. Joule 2024, 8 (10), 2863—2882.

(28) Zhang, Y.; Wang, P.; Tang, M. C,; Barrit, D.; Ke, W,; Liu, J;
Luo, T; Liu, Y; Niu, T.; Smilgies, D. M, et al. Dynamical
Transformation of Two-Dimensional Perovskites with Alternating
Cations in the Interlayer Space for High-Performance Photovoltaics. J.
Am. Chem. Soc. 2019, 141 (6), 2684—2694.

(29) Mao, L.; Stoumpos, C. C.; Kanatzidis, M. G. Two-Dimensional
Hybrid Halide Perovskites: Principles and Promises. J. Am. Chem. Soc.
2019, 141 (3), 1171-1190.

(30) Spanopoulos, I; Hadar, L; Ke, W.; Tu, Q,; Chen, M.; Tsai, H;
He, Y.; Shekhawat, G.; Dravid, V. P.; Wasielewski, M. R.; et al.
Uniaxial Expansion of the 2D Ruddlesden-Popper Perovskite Family
for Improved Environmental Stability. J. Am. Chem. Soc. 2019, 141
(13), 5518—5534.

(31) Sutanto, A. A; Szostak, R; Drigo, N.; Queloz, V. L. E;
Marchezi, P. E.; Germino, J. C.; Tolentino, H. C. N.; Nazeeruddin, M.
K.; Nogueira, A. F.; Grancini, G. In Situ Analysis Reveals the Role of
2D Perovskite in Preventing Thermal-Induced Degradation in 2D/3D
Perovskite Interfaces. Nano Lett. 2020, 20 (5), 3992—3998.

(32) Westbrook, R. J. E.; Xu, W.; Liang, X.; Webb, T.; Clarke, T. M,;
Haque, S. A. 2D Phase Purity Determines Charge-Transfer Yield at
3D/2D Lead Halide Perovskite Heterojunctions. J. Phys. Chem. Lett.
2021, 12 (13), 3312—3320.

(33) Mahata, A; Meggiolaro, D.; Gregori, L.; De Angelis, F.
Suppression of Tin Oxidation by 3D/2D Perovskite Interfacing. J.
Phys. Chem. C 2021, 125 (20), 10901—10908.

(34) Liu, T.; Zhao, X.; L, J.; Liu, Z.; Liscio, F.; Milita, S.; Schroeder,
B. C; Fenwick, O. Enhanced control of self-doping in halide
perovskites for improved thermoelectric performance. Nat. Commun.
2019, 10 (1), 5750.

(35) Ding, D.; Lanzetta, L; Liang, X; Min, G.; Giza, M,;
Macdonald, T. J; Haque, S. A. Ultrathin polymethylmethacrylate
interlayers boost performance of hybrid tin halide perovskite solar
cells. Chem. Commun. (Camb) 2021, 57 (41), 5047—5050.

(36) Wang, C.; Gu, F.; Zhao, Z,; Rao, H,; Qiu, Y.; Cai, Z.; Zhan, G;
Li, X; Sun, B,; Yu, X,; et al. Self-Repairing Tin-Based Perovskite Solar
Cells with a Breakthrough Efficiency Over 11. Adv. Mater. 2020, 32
(31), No. e1907623.

(37) Macdonald, T. J.; Lanzetta, L.; Liang, X.; Ding, D.; Haque, S. A.
Engineering Stable Lead-Free Tin Halide Perovskite Solar Cells:
Lessons from Materials Chemistry. Adv. Mater. 2023, 3§,
No. €2206684.

(38) Lanzetta, L.; Webb, T.; Marin-Beloqui, J. M.; Macdonald, T. J.;
Haque, S. A. Halide Chemistry in Tin Perovskite Optoelectronics:
Bottlenecks and Opportunities. Angew. Chem., Int. Ed. Engl. 2023, 62
(8), No. €202213966.

(39) Wang, L.; Wang, X,; Deng, L.-L.; Leng, S.; Guo, X; Tan, C.-H;
Choy, W. C. H; Chen, C.-C. The mechanism of universal green
antisolvents for intermediate phase controlled high-efficiency
formamidinium-based perovskite solar cells. Materials Horizons
2020, 7 (3), 934—942.

(40) Taylor, A. D; Sun, Q; Goetz, K. P.; An, Q.; Schramm, T.;
Hofstetter, Y.; Litterst, M.; Paulus, F.; Vaynzof, Y. A general approach
to high-efficiency perovskite solar cells by any antisolvent. Nat.
Commun. 2021, 12 (1), 1878.

261

(41) Ghosh, S.; Mishra, S.; Singh, T. Antisolvents in Perovskite Solar
Cells: Importance, Issues, and Alternatives. Advanced Materials
Interfaces 2020, 7 (18), 2000950.

(42) Jeon, N.J.; Noh, J. H,; Kim, Y. C; Yang, W. S.; Ryu, S.; Seok, S.
L. Solvent engineering for high-performance inorganic-organic hybrid
perovskite solar cells. Nat. Mater. 2014, 13 (9), 897—903.

(43) Liu, J; Li, N.; Jia, J; Dong, J; Qiu, Z.; Igbal, S;; Cao, B.
Perovskite films grown with green mixed anti-solvent for highly
efficient solar cells with enhanced stability. Sol. Energy 2019, 181,
285-292.

(44) Yang, F.; Kapil, G.; Zhang, P.; Hu, Z.; Kamarudin, M. A,; Ma,
T.; Hayase, S. Dependence of Acetate-Based Antisolvents for High
Humidity Fabrication of CH(3)NH(3)PbI(3) Perovskite Devices in
Ambient Atmosphere. ACS Appl. Mater. Interfaces 2018, 10 (19),
16482—16489.

(45) Yang, L.; Gao, Y,; Wy, Y,; Xue, X.; Wang, F,; Sui, Y,; Sun, Y,;
Wei, M,; Liu, X; Liu, H. Novel Insight into the Role of
Chlorobenzene Antisolvent Engineering for Highly Efficient Perov-
skite Solar Cells: Gradient Diluted Chlorine Doping. ACS Appl.
Mater. Interfaces 2019, 11 (1), 792—801.

(46) Xiao, M.; Zhao, L.; Geng, M.; Li, Y.; Dong, B.; Xu, Z.; Wan, L,
Li, W.,; Wang, S. Selection of an anti-solvent for efficient and stable
cesium-containing triple cation planar perovskite solar cells. Nanoscale
2018, 10 (25), 12141—12148.

(47) Wang, M; Fu, Q;; Yan, L.; Guo, P.; Zhou, L.; Wang, G.; Zheng,
Z.; Luo, W. Improving the Performance and Reproducibility of
Inverted Planar Perovskite Solar Cells Using Tetraethyl Orthosilicate
as the Antisolvent. ACS Appl. Mater. Interfaces 2019, 11 (4), 3909—
3916.

(48) Kong, X; Jiang, Y.; Li, Z.; Zhou, Y.; Xu, Z.; Cong, C.; Gao, X;
Lu, X,; Zhou, G.; Liu, J.-M.; et al. Highly Reproducible Fabrication of
Perovskite Films with an Ultrawide Antisolvent Dripping Window for
Large-Scale Flexible Solar Cells. Solar RRL 2021, S (1), 2000646.

(49) Nasti, G.; Aldamasy, M. H.; Flatken, M. A.; Musto, P.; Matczak,
P.; Dallmann, A.; Hoell, A;; Musiienko, A.; Hempel, H.; Aktas, E.;
et al. Pyridine Controlled Tin Perovskite Crystallization. ACS Energy
Lett. 2022, 7 (10), 3197—3203.

(50) Li, M.; Zuo, W.-W,; Yang, Y.-G.; Aldamasy, M. H.; Wang, Q.;
Cruz, S. H. T.; Feng, S.-L.; Saliba, M.; Wang, Z.-K; Abate, A. Tin
Halide Perovskite Films Made of Highly Oriented 2D Crystals Enable
More Efficient and Stable Lead-free Perovskite Solar Cells. ACS
Energy Letters 2020, S (6), 1923—1929.

(51) Liu, X; Yan, K; Tan, D; Liang, X.; Zhang, H.; Huang, W.
Solvent Engineering Improves Efficiency of Lead-Free Tin-Based
Hybrid Perovskite Solar Cells beyond 9%. ACS Energy Letters 2018, 3
(11), 2701-2707.

(52) Zhang, Z.; Huang, Y.; Wang, C,; Jiang, Y; Jin, J.; Xu, J.; Li, Z;
Su, Z.; Zhou, Q; Zhu, J; et al. Green-antisolvent-regulated
distribution of p-type self-doping enables tin perovskite solar cells
with an efficiency of over 14%. Energy Environ. Sci. 2023, 16 (8),
3430—3440.

(53) Wang, J.; Gao, Z; Yang, J.; Lv, M; Chen, H.; Xue, D. J.; Meng,
X.; Yang, S. Controlling the Crystallization Kinetics of Lead-Free Tin
Halide Perovskites for High Performance Green Photovoltaics. Adv.
Energy Mater. 2021, 11 (39), 2102131.

(54) Cheng, P; Li, Y.; Zhan, X. Efficient ternary blend polymer solar
cells with indene-C60 bisadduct as an electron-cascade acceptor.
Energy Environ. Sci. 2014, 7 (6), 200S.

(55) Saliba, M.; Etgar, L. Current Density Mismatch in Perovskite
Solar Cells. ACS Energy Letters 2020, S (9), 2886—2888.

(56) Macdonald, T. J.; Clancy, A. J; Xu, W,; Jiang, Z.; Lin, C. T;
Mohan, L.; Du, T,; Tune, D. D.; Lanzetta, L; Min, G.; et al
Phosphorene Nanoribbon-Augmented Optoelectronics for Enhanced
Hole Extraction. J. Am. Chem. Soc. 2021, 143 (51), 21549—21559.

(57) Jiang, X.; Wang, F.; Wei, Q; Li, H.; Shang, Y.; Zhou, W.; Wang,
C.; Cheng, P.; Chen, Q.; Chen, L.; Ning, Z. Ultra-high open-circuit
voltage of tin perovskite solar cells via an electron transporting layer
design. Nat. Commun. 2020, 11 (1), 124S.

https://doi.org/10.1021/acsenergylett.4c02745
ACS Energy Lett. 2025, 10, 254—262


https://doi.org/10.1021/acsenergylett.7b00414?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.7b00414?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.7b00414?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b01815?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b01815?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b01815?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.joule.2024.07.003
https://doi.org/10.1016/j.joule.2024.07.003
https://doi.org/10.1016/j.joule.2024.07.003
https://doi.org/10.1021/jacs.8b13104?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b13104?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b13104?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b10851?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.8b10851?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b01327?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.9b01327?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.0c01271?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.0c01271?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.nanolett.0c01271?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.1c00362?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.1c00362?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.1c02686?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41467-019-13773-3
https://doi.org/10.1038/s41467-019-13773-3
https://doi.org/10.1039/D0CC07418G
https://doi.org/10.1039/D0CC07418G
https://doi.org/10.1039/D0CC07418G
https://doi.org/10.1002/adma.201907623
https://doi.org/10.1002/adma.201907623
https://doi.org/10.1002/adma.202206684
https://doi.org/10.1002/adma.202206684
https://doi.org/10.1002/anie.202213966
https://doi.org/10.1002/anie.202213966
https://doi.org/10.1039/C9MH01679A
https://doi.org/10.1039/C9MH01679A
https://doi.org/10.1039/C9MH01679A
https://doi.org/10.1038/s41467-021-22049-8
https://doi.org/10.1038/s41467-021-22049-8
https://doi.org/10.1002/admi.202000950
https://doi.org/10.1002/admi.202000950
https://doi.org/10.1038/nmat4014
https://doi.org/10.1038/nmat4014
https://doi.org/10.1016/j.solener.2019.02.020
https://doi.org/10.1016/j.solener.2019.02.020
https://doi.org/10.1021/acsami.8b02554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b02554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b02554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b17338?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b17338?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b17338?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C8NR03580F
https://doi.org/10.1039/C8NR03580F
https://doi.org/10.1021/acsami.8b18402?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b18402?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b18402?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/solr.202000646
https://doi.org/10.1002/solr.202000646
https://doi.org/10.1002/solr.202000646
https://doi.org/10.1021/acsenergylett.2c01749?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.0c00782?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.0c00782?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.0c00782?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.8b01588?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.8b01588?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/D3EE00601H
https://doi.org/10.1039/D3EE00601H
https://doi.org/10.1039/D3EE00601H
https://doi.org/10.1002/aenm.202102131
https://doi.org/10.1002/aenm.202102131
https://doi.org/10.1039/c3ee44202k
https://doi.org/10.1039/c3ee44202k
https://doi.org/10.1021/acsenergylett.0c01642?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.0c01642?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c08905?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c08905?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41467-020-15078-2
https://doi.org/10.1038/s41467-020-15078-2
https://doi.org/10.1038/s41467-020-15078-2
http://pubs.acs.org/journal/aelccp?ref=pdf
https://doi.org/10.1021/acsenergylett.4c02745?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Energy Letters http://pubs.acs.org/journal/aelccp

(58) Stoumpos, C. C.; Malliakas, C. D.; Kanatzidis, M. G.
Semiconducting tin and lead iodide perovskites with organic cations:
phase transitions, high mobilities, and near-infrared photoluminescent
properties. Inorg. Chem. 2013, 52 (15), 9019—9038.

(59) Liu, G.; Zhong, Y.; Feng, W.; Yang, M; Yang, G.; Zhong, J. X;
Tian, T.; Luo, J. B;; Tao, J; Yang, S. Multidentate chelation heals
structural imperfections for minimized recombination loss in lead-free
perovskite solar cells. Angew. Chem. Int. Ed. 2022, 61 (40),
No. €202209464.

(60) Obila, J. O.; Lei, H.; Ayieta, E. O.; Ogacho, A. A.; Aduda, B. O,;
Wang, F. Improving the efficiency and stability of tin-based perovskite
solar cells using anilinium hypophosphite additive. New ]. Chem.
2021, 45 (18), 8092—8100.

(61) Cho, K. T.; Grancini, G.; Lee, Y.; Oveisi, E.; Ryu, J.; Almora,
0.; Tschumi, M.; Schouwink, P. A,; Seo, G.; Heo, S.; et al. Selective
growth of layered perovskites for stable and efficient photovoltaics.
Energy Environ. Sci. 2018, 11 (4), 952—959.

(62) Chen, K; Wu, P.; Yang, W.; Su, R;; Luo, D.; Yang, X; Tu, Y,;
Zhu, R;; Gong, Q. Low-dimensional perovskite interlayer for highly
efficient lead-free formamidinium tin iodide perovskite solar cells.
Nano Energy 2018, 49, 411—418.

(63) Song, T. B.; Yokoyama, T.; Stoumpos, C. C.; Logsdon, J.; Cao,
D. H.; Wasielewski, M. R.; Aramaki, S.; Kanatzidis, M. G. Importance
of Reducing Vapor Atmosphere in the Fabrication of Tin-Based
Perovskite Solar Cells. J. Am. Chem. Soc. 2017, 139 (2), 836—842.

(64) Mahmoudi, T.; Rho, W.-Y.; Kohan, M.; Im, Y. H.; Mathur, S.;
Hahn, Y.-B. Suppression of Sn2+/Sn4+ oxidation in tin-based
perovskite solar cells with graphene-tin quantum dots composites in
active layer. Nano Energy 2021, 90, 106495.

(65) Wang, T.; Yan, F. Reducing Agents for Improving the Stability
of Sn-based Perovskite Solar Cells. Chem. Asian J. 2020, 15 (10),
1524—1538S.

(66) Cao, H.; Zhang, Z.; Zhang, M.; Gu, A; Yu, H.; Ban, H; Sun,
Q.; Shen, Y,; Zhang, X. L.; Zhu, J.; Wang, M. The effect of defects in
tin-based perovskites and their photovoltaic devices. Materials Today
Physics 2021, 21, 100513.

(67) Joy, S.; Atapattu, H. R.; Sorensen, S.; Pruett, H.; Olivelli, A. B;
Huckaba, A. J.; Miller, A.-F.; Graham, K. R. How additives for tin
halide perovskites influence the Sn4+ concentration. Journal of
Materials Chemistry A 2022, 10 (25), 13278—13285.

(68) Chen, H.; Teale, S.; Chen, B.; Hou, Y.; Grater, L.; Zhu, T.;
Bertens, K.; Park, S. M.; Atapattu, H. R.; Gao, Y.; et al. Quantum-size-
tuned heterostructures enable efficient and stable inverted perovskite
solar cells. Nat. Photonics 2022, 16 (S), 352—358.

(69) Jiang, Q.; Zhao, Y.; Zhang, X.; Yang, X; Chen, Y.; Chu, Z.; Ye,
Q.; Li, X;; Yin, Z; You, J. Surface passivation of perovskite film for
efficient solar cells. Nat. Photonics 2019, 13 (7), 460—466.

(70) Westbrook, R. J. E.; Taddei, M.; Giridharagopal, R.; Jiang, M.;
Gallagher, S. M.; Guye, K. N.; Warga, A. I; Haque, S. A.; Ginger, D. S.
Local Background Hole Density Drives Nonradiative Recombination
in Tin Halide Perovskites. ACS Energy Letters 2024, 9 (2), 732—739.

(71) Milot, R. L,; Klug, M. T.; Davies, C. L.; Wang, Z.; Kraus, H.;
Snaith, H. J; Johnston, M. B.; Herz, L. M. The Effects of Doping
Density and Temperature on the Optoelectronic Properties of
Formamidinium Tin Triiodide Thin Films. Adv. Mater. 2018, 30
(44), No. e1804506.

262

https://doi.org/10.1021/acsenergylett.4c02745
ACS Energy Lett. 2025, 10, 254—262


https://doi.org/10.1021/ic401215x?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic401215x?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic401215x?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.202209464
https://doi.org/10.1002/anie.202209464
https://doi.org/10.1002/anie.202209464
https://doi.org/10.1039/D1NJ00602A
https://doi.org/10.1039/D1NJ00602A
https://doi.org/10.1039/C7EE03513F
https://doi.org/10.1039/C7EE03513F
https://doi.org/10.1016/j.nanoen.2018.05.006
https://doi.org/10.1016/j.nanoen.2018.05.006
https://doi.org/10.1021/jacs.6b10734?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b10734?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.6b10734?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.nanoen.2021.106495
https://doi.org/10.1016/j.nanoen.2021.106495
https://doi.org/10.1016/j.nanoen.2021.106495
https://doi.org/10.1002/asia.202000160
https://doi.org/10.1002/asia.202000160
https://doi.org/10.1016/j.mtphys.2021.100513
https://doi.org/10.1016/j.mtphys.2021.100513
https://doi.org/10.1039/D2TA01429G
https://doi.org/10.1039/D2TA01429G
https://doi.org/10.1038/s41566-022-00985-1
https://doi.org/10.1038/s41566-022-00985-1
https://doi.org/10.1038/s41566-022-00985-1
https://doi.org/10.1038/s41566-019-0398-2
https://doi.org/10.1038/s41566-019-0398-2
https://doi.org/10.1021/acsenergylett.3c02701?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsenergylett.3c02701?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adma.201804506
https://doi.org/10.1002/adma.201804506
https://doi.org/10.1002/adma.201804506
http://pubs.acs.org/journal/aelccp?ref=pdf
https://doi.org/10.1021/acsenergylett.4c02745?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

