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ABSTRACT: Heterojunctions underpin the design and performance
of virtually all devices based on conventional semiconductors. While
metal halide perovskites have received intense attention for P

applications in photoconversion and optoelectronics, these devices < +
are often hybrid, containing interfaces between the perovskite and
metal oxide or organic semiconductor layers. Heterojunctions between
two perovskite layers could enable new paradigms in device
engineering, but to date, their formation has remained limited due
to difficulty in fabricating multilayers and facile ion diffusion across (stable all-perovskite heterojunctions
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interfaces. Here, sequential solution and vapor processing is used to SR J MA 0

MAS ASnBr; Sn
successfully fabricate perovskite/perovskite heterojunctions compris- Wil ** ) ) — X%
. . . MAPbBr. FAPbBr,
ing three-dimensional APbX;/CH;NH,SnX; [A = CH(NH,),, s " Pb FA Pb

CH;NH;, or Cs; X = I or Br] layers. Heterojunction stability is

investigated leading to the identification of two pairings that are stable for >1500 h at room temperature. By probing mixing as
a function of composition and grain size, we propose general design rules for the realization of stable perovskite/perovskite
heterojunctions.

etal halide perovskite (MHP) semiconductors show In light of their promise and broad applicability, several

I \ / I excellent promise for application in electronic and reports of perovskite/perovskite heterojunctions have recently
optoelectronic devices, including solar cells,"” light- emerged. However, in nearly all of these reports, at least one of

emitting devices,” lasers,* and transistors.” These devices often the MHPs has reduced dimensionality [zero-dimensional
rely on heterojunctions between the active MHP layer and an (0D), one-dimensional (1D), and two-dimensional
adjacent metal oxide or organic semiconductor layer.6’7 To (ZD)]~13_34 1D nanowire heterostructures, for example,
date, the ability to effectively engineer interfaces between between CsPbl; and CsPbBr;, have been used to study the
multiple three-dimensional (3D) MHPs has been elusive, likely difoSiozf;_%f halide ions and realize lateral photodetector
due to challenges in fabricating multilayer structures using arrays.” ° A vast majority of reported all-perovskite
solution processing and the rapid interlayer diffusion of ionic heterojunctions are 2D—3D or “quasi-2D” heterostructures,

where a bulky organic cation separates one or more MHP
layers.”>**#353¢ 2D perovskites are typically described as
RyA,_1B,X;,,1, where R is a large organic cation and n denotes
the number of [BX4]*" layers separated by R cations (i.e.,
Ruddlesden—Popper perovskites).”* Quasi-2D heterostruc-
tures have been employed to modify the energetic landscape
of MHP devices."~'” Wang et al. reported the spontaneous
formation of multiple quantum wells in NMA,(FAPbL,),_,Pbl,

species.® The realization of perovskite/perovskite heterojunc-
tions would enable a broader swath of electronic and
optoelectronic devices in analogy to conventional semi-
conductors (e.g, III—V), better utilizing the outstanding
properties and tunability of MHP materials and taking
advantage of their facile low-temperature processability. Stable
all-perovskite heterojunctions could be used to carefully
engineer band energies and charge confinement for new
applications based on, for example, resonant tunneling,
negative differential resistance, or quantum confinement.”’ Received: July 26, 2020
These heterojunctions can also advance existing optoelectronic Accepted:  October 2, 2020
devices, for instance, by improving light absorption and energy Published: October 15, 2020
transfer for a hole transport material-free perovskite solar cell''

or by increasing the efficiency, lifetime, and photolumines-

cence for a green MHP light-emitting device."?

© 2020 American Chemical Society https://dx.doi.org/10.1021/acsenergylett.0c01609

W ACS Publications 3443 ACS Energy Lett. 2020, 5, 3443—3451

—
]
]
]
L 1)
A


https://pubs.acs.org/action/showCitFormats?doi=10.1021/acsenergylett.0c01609&ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.0c01609?ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.0c01609?goto=articleMetrics&ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.0c01609?goto=recommendations&?ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.0c01609?goto=supporting-info&ref=pdf
https://pubs.acs.org/doi/10.1021/acsenergylett.0c01609?fig=tgr1&ref=pdf
https://pubs.acs.org/toc/aelccp/5/11?ref=pdf
https://pubs.acs.org/toc/aelccp/5/11?ref=pdf
https://pubs.acs.org/toc/aelccp/5/11?ref=pdf
https://pubs.acs.org/toc/aelccp/5/11?ref=pdf
http://pubs.acs.org/journal/aelccp?ref=pdf
https://pubs.acs.org?ref=pdf
https://pubs.acs.org?ref=pdf
https://dx.doi.org/10.1021/acsenergylett.0c01609?ref=pdf
https://http://pubs.acs.org/journal/aelccp?ref=pdf
https://http://pubs.acs.org/journal/aelccp?ref=pdf

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

Scheme 1. Representation of Heterojunction Formation by Sequential Deposition of APbX; and MASnX, Perovskite Layers”
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“First, APbX; films are deposited via spin coating. These films are then transferred to a vapor deposition chamber where MAX and SnX, are co-
deposited to form a MASnX; perovskite layer.
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Figure 1. Formation of three different perovskite heterojunctions: (a and d) MAPbBr;/MASnBr;, (b and e) FAPbBr;/MASnBr;, and (c and
f) FAPbI,/MASnBr;. Absorbance data (a—c) show distinct features that correspond to the absorption of the individual perovskite layers: the
measured absorption of the heterojunction is very close to the superposition of the individual layer absorptions. (d) The XPS depth profile
of the MAPbBr;/MASnBr; heterojunction shows a clear transition from an Sn-only MASnBr; perovskite layer to a majority Pb MAPbBr;
layer; the persistence of Sn and Pb signals into the substrate is attributed to inefficient sputtering of metallic species. Shaded layers
corresponding to approximate interfaces are for visualization only. XRD of (e) FAPbBr;/MASnBr; and (f) FAPbI,/MASnBr,
heterojunctions shows peaks that correspond to both perovskite layers; slight peak shifts in the FAPbI;/MASnBr; heterojunction may
indicate partial mixing of the two layers. XRD was performed using Co K« radiation, and peaks are normalized to the maximum and offset
for the sake of clarity.

[NMA, 1-naphthylmethylamine; FA, formamidinium CH- reliance on self-assembled and low-dimensional structures
(NH,),], leading to efficient energy transfer and radiative limits the possibilities for interfacial engineering and
recombination of excitons.'® While promising, exclusive optimization of layer properties: an example of such a
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limitation in quasi-2D MHPs is the trade-off between the high
stability and low charge carrier mobility due to the insulating
nature of the organic R cations.”” The technological
importance of these structures has motivated an increasing
degree of attention in the area of all-perovskite hetero-
structures. During the preparation of this work, Kang et al.
published a 3D perovskite/perovskite heterojunction between
CsPbBr; and MAPbCI, to improve the efficiency and lifetime
of MHP light-emitting diodes.'” This work highlights the
application of this novel MHP structure to have immediate
applicability in relevant optoelectronic devices. Here, we
demonstrate the formation of perovskite/perovskite hetero-
junctions between thin films of 3D ABX; MHPs and identify
two pairings with stability for >1500 h. We also identify which
species are diffusing across the interface and the impact of
grain size on mixing rate for a case in which multiple cations
are varied across the interface. Thus, in addition to
demonstrating an approach to realizing stable perovskite/
perovskite heterojunctions, we offer design rules for max-
imizing interface stability.

To successfully form perovskite/perovskite heterojunctions,
a multistep process is employed that utilizes both solution (for
Pb perovskites) and vapor (for Sn perovskites) deposition
methods as shown in Scheme 1 (additional details in the
Supporting Information). A solution-processed layer of APbX;
is deposited on glass or Si substrates followed by a layer of
MASnX; deposited using a home-built carrier gas _vapor
deposition system described in detail elsewhere.”® Briefly,
starting powders of SnX, and MAX (X = Br or I) are loaded in
separate sources situated inside a quartz-tube furnace. A carrier
gas (N,) transports the sublimed vapors to the cooled
substrate, where they condense and react to form a layer of
MASDHX; on top of APbX;,. This multistep process circumvents
the need for solvent orthogonality and/or a chemically robust
interlayer for sequential solution processing, thus enabling the
formation and study of all-perovskite heterojunctions with
intimate contact between the MHP layers. Film thicknesses
were in the range (i.e, 100—500 nm) relevant for solar cells
and other optoelectronic devices and were determined from
spectroscopic ellipsometry measurements by fitting the data,
below the respective band gaps of the materials, using the
Cauchy model.

The dependence of heterojunction formation on the ions
occupying the A, B, and/or X sites was examined in detail
using three different structures: MAPbBr;/MASnBr; (varying
only the B site), FAPbBr;/MASnBr; (varying both A and B
sites), and FAPbl;/MASnBr; (varying ions on all sites).
Practically, heterojunction formation is considered “successful”
if the two layers remain unmixed long enough to be observed
using absorption and XRD measurements, taken ~30 min and
<2 h after growth, respectively.

Figure 1 shows the successful formation of MAPDbBr;/
MASnBr; and FAPbBr;/MASnBr; heterojunctions, and
evidence of partial mixing for FAPbI;/MASnBr;. In each
case, absorbance spectra show two distinct onset features that
correspond to the band gaps of the constituent layers of the
heterojunction. The contribution of each layer to the total
absorbance is highlighted in panels a—c of Figure 1, with
MASnBr; exhibiting an onset at A ~ 580 nm, MAPbBr; at 4 ~
540 nm, FAPbBr; at A ~ 550 nm, and FAPbI; at 4 ~ 825 nm.
Shading for the smaller band gap layer corresponds to the
measured absorption of those individual films (MASnBr; in
orange for panels a and b of Figure 1 and FAPbI; in green for
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panel c of Figure 1), and shading for the larger band gap layer
corresponds to the remaining absorption for the hetero-
junction. The total absorption of the heterojunction is nearly a
superposition of the absorptions of the individual isolated films
as shown in panels a—c of Figure S2. This is in contrast to the
well-documented single-onset absorption spectra typical of
mixed A, B, and/or X-sitt MHPs,>*~*' which would be
expected if ion diffusion across the interface led to alloy
formation. All absorbance spectra have backgrounds subtracted
for the sake of clarity.

Heterojunction formation is also examined using X-ray
photoelectron spectroscopy (XPS) sputter depth profiles or X-
ray diffraction (XRD). For the MAPbBry;/MASnBr; hetero-
junction, the constituent layers have the same room-temper-
ature crystal structure (Pm3m) and similar lattice parameters
(a=5.901 A for MAPbBr;, and a = 5.905 A for MASnBr;),**
rendering their X-ray diffraction patterns indistinguishable
within the diffractometer resolution limits, though the pattern
is consistent with the presence of these films on the substrate
as shown in Figure S2d. XPS sputter depth profiling of the
MAPbBr;/MASnBr; heterojunction using a Cg," sputtering
source (additional details in the Supporting Information) is
more informative. As a function of sputter time, Figure 1d
shows a transition from a high Sn 3ds, photoelectron
intensity, originating from the top MASnBr; layer (~110 nm
thick), to the Pb 4f photoelectrons originating from the
bottom MAPbBr; layer (~70 nm thick). After S min of
sputtering, the Si 2p signal from the glass substrate is observed.
Residual Sn and Pb counts that persist after reaching the
substrate are attributed to inefficient removal of metallic
species and differences in sputtering rates among organic,
metallic, and halogen species, both of which have been
observed in the literature.*”** While this makes it difficult to
quantify interface sharpness, subsequent measurements dis-
cussed below indicate minimal diffusion for this heterojunction
over thousands of hours, suggesting the overlap between Sn
3ds,, and Pb 4f photoelectron intensities in Figure 1d does not
reflect B-site mixing.

For MHPs with sufficiently different lattice parameters, such
as FAPbBr;/MASnBr; and FAPbI;/MASnBr;, XRD can be
used to probe the crystal structure in each layer and whether
the two layers have alloyed. For a heterojunction, the overall
XRD pattern should contain peaks corresponding to both
crystalline layers. If ion diffusion leads to substantial
intermixing, an alloy would form, characterized by XRD
peaks shifted from the neat materials. As shown in Figure le,
(100) peaks corresponding to both MASnBr; (20 = 17.45°)
and FAPbBr, (20 17.25°) are visible, confirming the
formation of a FAPbBr;/MASnBr; heterojunction. An example
of the absolute XRD pattern intensities is shown in Figure S3.
Here, we observe that the intensities of the bottom FAPbBr;
peaks are smaller in the heterojunction pattern than in the neat
film due to attenuation from the top MASnBr; layer. It is
interesting to note that this peak separation is less pronounced
for the FAPbI;/MASnBr; heterojunction when the halogen is
also varied (Figure 1f). Although the diffraction pattern for the
FAPbI;/MASnBr; heterojunction shows two distinct small-
angle peaks (26 = 16.31° and 17.25°), they do not align with
the neat (100) FAPbI; (20 = 16.25°) and (100) MASnBr,
peaks (20 = 17.45°). Moreover, there is significant diffraction
intensity between the two peaks. We attribute this to mixing
across the interface during the time elapsed between
absorbance and XRD measurements (1—2 h). It should be
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Figure 2. (a) Mixing times for various perovskite heterojunctions. Time-dependent absorbance of stable (b) MAPbBr;/MASnBr; and (c)
CsPbBr;/MASnBr; heterojunctions, where no mixing is observed. (d) Time-dependent absorbance spectra and (e) XRD pattern for a
FAPbBr;/MASnBr; heterojunction. The single absorption onset and (100) XRD peak at 937 h indicate interdiffusion of at least one species
in the originally layered film. Times are rounded to the nearest hour, and all absorbance data are normalized to their value at a wavelength
(1) of 585 nm for the sake of clarity. XRD was performed using Co Ka radiation with peaks normalized to maximum.

noted that all perovskite films reported herein are in their
three-dimensional @-phases and have XRD patterns that are
consistent with previous reports.** "> The small diffraction
peak corresponding to excess Pbl, (Figure S2f) observed in the
neat FAPbI; film is not present in the heterojunction film; it is
possible that this slight nonstoichiometry of the FAPbI; film
could contribute to faster mixing by altering the defect
concentration in the bottom layer.

The ability to form layered MHP structures provides a
valuable method for studying the ion transport in perovskites,
which is crucially related to their operation (e.g., hysteresis)
and degradation. For instance, Elmelund et al. recently showed
that separately fabricated films of MAPbBr; and MAPbDI;
placed in physical contact result in halide diffusion between
these layers and are able to use this to calculate an activation
energy associated with halide migration.”" Our observation of
mixing in structures with a variation in the halogen site is
consistent with this result and first-principles calculations that
reveal that the X-site species are the most mobile in the ABX;
MHP lattice.””>® To probe the interfacial stability quantita-
tively, we examined the time evolution of seven different
APbX,/MASnX; structures (Figure 2a). Here, “mixing time” is
defined as the time (since deposition) at which XRD peaks
corresponding to different layers merge into single peaks and/
or the absorbance spectrum evolves to show a single onset
feature and thus is also the time at which these data are stable
and no longer change with time. Figures S5—SI11 show
representative XRD and absorbance data over time, while
Figure 2a and Figure S12 summarize the results. The
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uncertainty associated with the extracted mixing time varies
between samples due to different mixing rates but is typically
~24 h as a result of daily absorbance and XRD scans.

Interestingly, both MAPbBr;/MASnBr; and CsPbBr;/
MASnBr; heterojunctions appear to be stable for >1500 h,
as evinced by their unchanging absorbance spectra in panels b
and c of Figure 2. MAPbBr;/MASnBr; samples heated at 60
°C for 7 h in a N, atmosphere also showed no observable
mixing (Figure S13). A temperature of 60 °C was used to
avoid heat-induced degradation of the individual layers while
providing the means to test for the stability of the MAPbBr;/
MASnBr; heterojunction, as several studies have shown that
metal halide perovskites can begin to degrade at temperatures
near 100 °C.>*"*° Varying the MASnBr; layer thickness from
~110 to ~190 nm also had no impact, further indicating the
robustness of this interface. We also note that the stability of
heterojunctions containing tin perovskites may be surprising in
light of the common degradation seen among tin perovskites.
Indeed, without a protective coating, vapor-deposited MASnI,
films degraded slowly over hundreds to thousands of hours as
has been previously reported.”””® The MASnBr, films,
however, appear to be much more stable as no change in
XRD patterns and absorption spectra is observed for
heterostructures containing MASnBr; for more than 2 months
when stored in N, (Figure 2b and Figure S11).

The mixing time of the remaining heterojunctions decreases
dramatically when the halogen is varied between the layers.
Some pairings, such as MAPbBr;/MASnI;, mixed so rapidly
(<1 h) that characterization prior to substantial mixing is not

https://dx.doi.org/10.1021/acsenergylett.0c01609
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possible due to transfer time limitations for characterization
(Figure SS). Previous studies of a fully vapor-deposited
MASnI;/MASnBr; heterojunction, where onlgr the X site was
varied, showed similarly fast mixing times.*® Here, we also
explore mixing behavior versus layer thickness and find that we
can tune the composition of MASnBr,I;_, (x = 0, 1.5, 2, or 3)
perovskites by varying the layer thicknesses of MASnI; and
MASnBr;.*® We also find that no further annealing is necessary
after vapor deposition to form phase-pure films, as we have
shown previously that stoichiometric MASnX; forms across a
surprisingly wide range of precursor fluxes.”® Notably, despite
having different halogens, the FAPbI;/MASnBr; heterostruc-
ture (Figure S8) is substantially more stable than the others.
This could be due to differences in grain size and defects,””®°
the impact of the A site on halogen diffusion,"”°" and/or the
substantially different lattice parameters of these two
MHPs.***

Among the pairings containing a single halogen type, only
FAPbBr;/MASnBr; exhibits mixing. Panels d and e of Figure 2
show that the initial £ = 1 h absorbance spectra (d) and XRD
patterns (e) have distinct onsets and peaks, respectively, that
correspond to the individual FAPbBr; (~180 nm thick) and
MASnBry (~190 nm thick) layers. Over time, these distinct
onsets and peaks merge, and at 937 h, the absorbance has one
clear onset and the XRD pattern has a single peak, indicating
mixing. Furthermore, the location of the XRD peak (20 =
17.34°) after 937 h is approximately halfway between the
(100) peaks of the two constituent films (26 = 17.25° for
FAPbBr;, and 20 = 17.45° for MASnBr;) as expected for a 50%
FA and 50% MA composition predicted on the basis of the
individual film thicknesses before mixing. The difference in
absorption behavior seen in our measurements between
heterojunctions that exhibit mixing, e.g., FAPbBr;/MASnBr;
(Figure 2d), and those that do not exhibit any mixing, e.g,
MAPbBr;/MASnBr; (Figure 2b), highlights our ability to
differentiate between segregated and mixed layers using the
characterization techniques presented here. The difference in
stability between FAPbBr;/MASnBr; and CsPbBr;/MASnBr,
heterojunctions could reflect a variety of factors, including
differences in lattice parameters, bottom film morphology and
defect density, and/or the impact of the A site on defect
migration. In addition, this difference may also reflect the
additional rotational degrees of freedom available to FA*
relative to Cs*. While mechanisms of ion migration in CsPbBr;
are not fully understood,” first-principles calculations suggest
that the energy barriers for A-site defect migration are larger
for FAPbBr, than for CsPbBr;.%*

What is particularly interesting about the FAPbBr;/
MASNBr; heterostructure is that both the A site (FA* and
MA") and B site (Sn*" and Pb**) could potentially be mixing.
To investigate which species are diffusing across the interface,
an XPS depth profile was performed on “mixed” (measured
>1500 h after deposition) and “unmixed” (measured <100 h
after deposition) films (Figure 3a—d). As shown in panels a
and b of Figure 3, the sharpness of the transition between Sn
3ds), and Pb 4f photoelectron intensity profiles appears to be
unchanged for the two cases, indicating minimal diffusion of
the B-site cations (Sn** and Pb*"). XPS depth profiling is
particularly useful in tracking the organic A-site species in this
heterojunction as the different bonding environments for MA*
(C—N single bond) and FA" (C=N bond) result in resolvable
differences in binding energies.”> The N 1s chemical states for
the unmixed case (Figure 3c) show an MA" contribution only
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Figure 3. XPS depth profiles for (a and c) unmixed and (b and d)
mixed FAPbBr;/MASnBr; heterojunctions, showing Sn 3d;,, and
Pb 4f photoelectron intensities in panels a and b and the N 1s
chemical states in panels ¢ and d. Different sputtering time scales
for the two cases reflect differences in film thicknesses. MASnBr;
layers are ~110 nm thick for the mixed case and ~190 nm thick for
the unmixed case, and FAPbBr; is fixed at ~180 nm. Depth
profiles in panels a and b are each normalized to maximum counts,
and spectra in panels ¢ and d are offset for the sake of clarity.

in the top layer of the heterojunction, whereas the mixed case
(Figure 3d) has both MA* and FA* contributions throughout.
The presence of the FA" species at the surface of the FAPbBr;/
MASnBr; heterojunction confirms the diffusion of the A-site
species from the bottom layer through the entirety of the top
layer, thus suggesting that A-site diffusion is responsible for the
mixing seen in panels d and e of Figure 2. The XPS spectra of
all species measured are shown in Figure S14. The measure-
ments performed herein (absorption, XRD, and XPS) could
accelerate the mixing across these heterojunctions (e.g, by
providing energy to diffusing species), and additional studies
are needed to investigate this possibility. However, the
reproducibility of mixing time between multiple heterojunction
samples of the same type, e.g, 11 different MAPbBr;/
MASnBr; samples (Figure S12), and the fact that we find
two stable heterojunction configurations suggest that measure-
ment artifacts are not the dominant mechanism for explaining
the differences in the observed mixing times.

The diffusion of ionic species across perovskite/perovskite
interfaces likely depends on several factors, including bulk and
interfacial defect type and density, as well as the morphology
(e.g, grain size, orientation, and roughness) and crystal
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Figure 4. Mixing behavior of FAPbBr;/MASnBr; heterojunctions as a function of FAPbBr; grain size. (a) Example of XRD peak fitting for a
small grained FAPbBr;/MASnBr; heterojunction at 2 and 506 h. XRD data were fit using three Gaussian peaks centered at 20 values of
34.8° 35.0° and 35.3°. (b) Ratio of “mixed” to “unmixed” XRD peak area as a function of time. The vertical axis corresponds to the ratio of
XRD peak areas corresponding to “mixed” and “unmixed” components of the film, where 0 would indicate a completely unmixed
heterojunction. Heterojunctions with small grained FAPbBr; films mix at a substantially faster rate than large grained films. XRD was
performed using Co Ka radiation with peaks normalized to maximum.

structure of each layer. While ion transport may occur both in
the bulk and along the grain boundaries,*”*® grain boundary
diffusion likely dominates in polycrystalline films.**™%® To
understand how much film morphology and grain size could
impact diffusion, mixing times in MAPbBr;/MASnBr; and
FAPbBr;/MASnBr; heterostructures were studied as a
function of APbBr; (bottom film) morphology. The
morphology of the APbBr; films was controlled by whether
an antisolvent was used during spin coating, as described in the
Supporting Information. To capture extremes, two types of
MAPDbBr; and FAPbBr; films were fabricated, one with very
small (<0.005 um?) tightly packed grains and another with
very large (>3 um?) island domains (see Figure S15). While
the large island domain films obtained without antisolvent may
indeed contain multiple grains,””’ it is nonetheless likely that
our “large island” films have larger grains than our “small
grained” films, as antisolvent addition has commonly been
shown to produce smaller grain sizes through increasing
heterogeneous nucleation as compared to films without
antisolvents.” ~”® The top MASnBr; layer was deposited on
MAPDBr; and FAPbBr; films in a single growth to minimize
morphological variations in the top layer. Despite these very
different morphologies, no mixing was observed for any
MAPbBr;/MASnBr; heterojunctions (Figure S16), further
suggesting minimal diffusion of the B site across this interface
regardless of grain boundary density.

In contrast, for FAPbBr;/MASnBr; heterostructures, the
rate of mixing can be actively varied by controlling the
morphology of FAPbBr;. Figure 4 shows the mixing behavior
of FAPbBr;/MASnBr; heterojunctions for “small grained” and
“large island” FAPbBr; films over a period of 500 h. To
quantify the difference in mixing rate, XRD peaks between 20
values of 34.4° and 35.7° were fit using three Gaussian peaks
corresponding to FAPbBr; (20 = 34.8°), MASnBr; (20 =
35.3°), and an alloy (26 = 35.0°). Figure 4a shows an example
of this fitting for a “small grained” film, where the XRD pattern
prior to mixing (f = 2 h) can be fit primarily with peaks
corresponding to FAPbBr; and MASnBr; and, after mixing (¢ =
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506 h), with a single peak corresponding to the alloy. The fit
was constrained to include three peaks centered at the
locations above to avoid missing small contributions from
different components. For all morphologies, the X-ray beam
size (>1 mm?) is several orders of magnitude larger than the
domain sizes in APbBr; films. Fitting XRD patterns over time,
we observe a substantial difference in the rate of mixing
(Figure 4b). In Figure 4b, the vertical axis is the area of the
mixed (i.e., alloy) peak (at 26 = 35°) divided by the sum of the
areas of the unmixed peaks (at 20 = 34.8° and 35.3°). The
heterojunctions with large island FAPbBr; films show minimal
mixing over 500 h, while small grained films are nearly
completely mixed (Figure S17). This result supports the
hypothesis that grain boundaries assist ion migration across the
interface and demonstrates the dramatic impact of defect
density on the stability of all-perovskite heterojunctions.

In summary, we have demonstrated the formation of all-
perovskite heterojunctions between thin films of 3D ABX;
MHPs. Using a combination of solution and vapor processing,
we synthesize seven APbX;/MASnX; (A = Cs, MA, or FA; X =
Br or I) layered structures and identify two with stability of
>1500 h: MAPbBr;/MASnBr; and CsPbBry;/MASnBr;. Con-
sistent with the literature, we find rapid mixing in structures
when the halogen is different on either side of the
heterojunction interface. We probe the mixing behavior of
FAPbBr;/MASnBr; heterojunctions in detail and find that
while A-site species diffusion is substantial over hundreds of
hours, B-site diffusion is negligible. This suggests that in some
cases, A-site diffusion may also lead to interface mixing, even
for perovskites with the same halogen. The control of mixing
rate is achieved by decreasing the grain boundary density of
the bottom layer, providing insight into methods for
controlling ion diffusion in MHP heterostructures. By enabling
the controllable formation of a variety of 3D all-perovskite
heterojunctions, this work provides a pathway to improve our
understanding of ion transport in MHPs and explore the
potential of all-perovskite heterostructures for advanced
electronic applications.
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