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How Methylammonium lodide Reactant Size Affects
Morphology and Defect Properties of Mechanochemically

Synthesized MAPDbI; Powder

Nico Leupold,” Philipp Ramming,”™ Irene Bauer,” Christina Witt,"™ Jennifer Jungklaus,”

Ralf Moos,”” Helen Griininger,*

Here, we investigate in detail the impact of the size of the
methylammonium iodide (MAI) reactants in the mechanochem-
ical powder synthesis of the halide perovskite meth-
ylammonium lead iodide (MAPbl;). Morphology and structural
characterizations by scanning electron microscopy and X-ray
diffraction reveal that with increasing MAI reactant size, the
particle size of the perovskite powder increases, while its defect
density decreases, as suggested by nuclear quadrupole reso-
nance spectroscopy and photoluminescence investigations. The

Introduction

Halide perovskites with their ABX; composition have gained
much attention in recent years due to their excellent optoelec-
tronic properties and potential low-cost fabrication. Accord-
ingly, a variety of highly functional optoelectronic devices
based on halide perovskites, such as solar cells, light-emitting
diodes and detectors for light, X-rays and gamma radiation
have been demonstrated."

A key aspect to achieve optimal optoelectronic properties
of the perovskite is to ensure a high film quality, which in turn
is largely determined by the film fabrication process. To
fabricate perovskite films it is possible to process readily
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reason for this behavior seems to be associated to the sensitive
influence of the MAI size on the time durations of MAPbI,
synthesis and delayed MAPDbI; crushing stage during ball
milling. Thus, our results emphasize the high importance the
reactant properties have on the mechanochemical synthesis of
halide perovskites and will contribute to enhance the reprodu-
cibility and control of the fabrication of halide perovskites in
powder form.

synthesized perovskite powders, for example, by powder
pressing,” powder aerosol deposition,” or vapor deposition.”
Especially in the past few years, these powder-based methods
have emerged as a promising alternative to the solvent-based
film fabrication methods, where in the latter the reactants (e.g.
MAI and Pbl, for the synthesis of MAPbI;) are dissolved and
then solution-processed to form the final perovskite film."!
However, even for classic solvent-based processing routes,
redissolving readily synthesized perovskite powders and using
these solution for further film processing was demonstrated to
exhibit advantages compared to the use of conventional
precursor solutions where the individual educts are solved.®”
For example, thin films prepared from redissolved powder
typically exhibit larger grain size, higher crystallinity, higher
phase purity, and lower defect density.® In addition, the long
shelf life”'” and increased reproducibility"” make halide
perovskites in powder form attractive for industrial processes.

The powders are usually prepared either by precipitation
reactions or by mechanochemical synthesis approaches.*®
Here, mechanochemical synthesis has emerged as an attractive
route for perovskite powder preparation in recent years, as the
stoichiometry can be adjusted very precisely, no solvent is
required, and the synthesis can easily be scaled up.*'® Besides
these technologically relevant advantages, it also became clear
that the properties of the final mechanochemically synthesized
perovskites depend decisively on the precise synthesis con-
ditions, such as humidity,®'® and the feed-in ratio of
precursors."

In addition, aspects that are not relevant in solution
processing can play a crucial role in the mechanochemical
synthesis of halide perovskites. For example, the presence of a
liquid milling agent during the mechanochemical synthesis was
found to allow for the preparation of formamidinium lead
iodide (FAPbL;) in its black perovskite phase with cubic crystal
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structure, while without milling agent, it was only possible to
obtain FAPbI, in its undesired yellow &-phase.”'® Another
aspect that is irrelevant for the solution-based preparation of
perovskite films, yet impacts the properties of mechanochemi-
cally synthesized perovskite powders is the particle size of the
organic and inorganic reactants. While they dissolve in typical
precursor solutions, for example, based on DMF or DMSO,"® the
size of the precursor crystals or particles impacts the mecha-
nochemical perovskite synthesis process. As such, the time
needed to accomplish a complete mechanochemical synthesis
of MAPbI; decreases with smaller MAI reactant size.'””” While this
finding emphasizes the importance of developing a detailed
understanding of the influence of MAI reactant size on MAPbI,
powder properties, the exact quantitative influence of MAI
reactant size on powder morphology and its optoelectronic
properties has not been elucidated yet.

In this work, we investigate in detail how the MAI reactant
size affects the morphology, as well as the optical properties of
corresponding MAPbI; powder. For this purpose, we use MAI
with three different sizes and mechanochemically synthesize
MAPDbI; powder using a planetary ball mill. We characterize the
morphology of the synthesized powders by scanning electron
microscopy (SEM) and observe structural changes by X-ray
diffraction (XRD). Together with nuclear quadrupolar resonance
spectroscopy (NQR) and time-resolved photoluminescence
(TRPL) measurements, it is possible to correlate the influence of
MAI reactant size on the particle size, defect densities and thus
the optoelectronic functionality of the mechanochemically
synthesized perovskite powders.

Results

For MAI synthesis, crystalline MAI is precipitated by adding
diethyl ether to MAI dissolved in ethanol. Here, the temperature
as well as the amount and rate of dropping ether to the MAI-
ethanol solution determine the nucleation and growth of the
crystalline MAI. Adding a small amount (<1 ml) of ether and
ensuring slow crystallization by keeping the solution at —18°C
results in crystalline MAI in a rectangular shape with a size
ranging from 25 to 1300 um (mean size 213 pm, hereafter
referred to as MAIl-large), as extracted from analyses of
corresponding SEM images (Figure 1c). Increasing the amount
of added ether and increasing the solution temperature to
about 0°C yields rectangular MAI with a reduced size in the
range of 5 to 44 um (mean size 16 um, hereafter referred to as
MAI-medium, see also Figure 1b). To produce MAI with smaller
particle size, MAI-medium was ground in a planetary ball mill.
From the SEM image in Figure 1a (see Figure S1 for higher
magnification), it becomes clear that a MAI powder results that
consists of agglomerates of primary particles, with a size
between 0.1 and 4.1 um (mean size of 1.1 um, hereafter referred
to as MAl-small). Thus, with the different synthesis procedures,
three MAI powders are available with average MAI sizes
covering about two orders of magnitude.

Using these three MAI powders, we prepared MAPbI; in a
planetary ball mill. To ensure comparability of the MAPbI;
powders, the amounts of Pbl, and cyclohexane and the milling
parameters were kept the same (see experimental section and
Figure S1).

Figure 1. Top row: SEM images of the MAI reactant powders with different particle sizes covering two orders of magnitude, referred to as (a) MAI-small, (b)
MAI-medium and (c) MAl-large. Bottom row: SEM images of the mechanochemically synthesized MAPbI; powders resulting from the different MAI reactants.
(d) The resulting MAPbI; powder using MAI-small, (e) resulting MAPbI; powder using MAI-medium, and (f) resulting MAPbI; powder using MAl-large.
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First, we examined the influence of the three different MAI
sizes on the morphology of the resulting MAPbI; powders by
SEM (Figure 1d-f). All three MAPbI; powders are composed of
agglomerates, which in turn are composed of primary particles.
The average agglomerate size is in the range of 20-30 pm and
does not differ significantly between the samples (compare
Figure S2). However, it becomes clear from Figure 1d-f that the
particle size increases with increasing MAI reactant size.

For a more detailed analysis, we determined the mean
particle sizes and the corresponding particle size distribution
from the SEM images of the MAPbI; powders (Figure 2).
Specifically, the MAPDbI; particle sizes range from 0.05 to
0.75 um for MAPbI; powder synthesized from MAI-small, from
0.15 to 1.05 um for MAI-medium, and from 0.35 to 1.55 um for
MAI-large (Figure 2a), respectively. Figure 2b shows the mean
MAPbI; particle size and their standard deviation as a measure
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Figure 2. (a) Particle size distribution of the resulting MAPbI; powders using
small, medium, and large MAI as reactant. (b) Mean particle size of the
resulting MAPDI; as a function of the MAI reactant size. The bars indicate the
standard deviation as a measure for the dispersion of the particle sizes.
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for the dispersion of the particle sizes resulting from the SEM
analyses as a function of MAI reactant size. Here, the mean
particle size increases from (0.3140.13) um using MAI-small to
(0.44+0.17) um using MAI-medium to (0.68+£0.24) um using
MAI-large. Accordingly, the observation of an increase in
MAPDlI, particle size with increasing MAI reactant size from the
SEM images is also confirmed quantitatively.

To verify that the mechanochemical MAPbI; synthesis is
complete for all three different MAI samples, XRD measure-
ments were conducted. The corresponding diffractograms in
Figure 3a show the typical reflections of tetragonal MAPblI, for
all powders (see Figure S3 for indexed diffractograms)."® Also,
no reflections that are associated with crystalline Pbl, reactant
(e.g., at 20 =12.6°) are found in the diffractograms,"® suggest-
ing complete synthesis of all three MAPbI; powders despite the
different MAI sizes and morphologies. This is further supported
by *’Pb NMR measurements of the three MAPbI; powders
(Figure S4), where alone the signal for MAPbI; at a chemical
shift of about 1430 ppm and no signals corresponding to Pbl,
phase at a chemical shift between 0 and —30 ppm were
detected.”™ Furthermore, the NMR intensities of all samples
normalized to the largest integrated intensity under consid-
eration of the sample mass are about unity, which strongly
suggests the absence of impurity phases.

By considering the width of the reflections in the XRD
patterns (Figure 3a), it is possible to gain insights about the
influence of MAI reactant size on the MAPDbI; crystallite size and
microstrain. To this end, we fitted Pseudo-Voigt functions to the
(220)-reflections at 2@ =28.5° and extracted the corresponding
full-width at half maximum (FWHM) for the MAPbI; powders
produced from different MAI sizes. From this analysis, it
becomes clear that the FWHM of the (220)-reflections decreases
with increasing MAI reactant size from 0.053° using MAl-small,
to 0.051° using MAI-medium, to 0.045° using MAl-large (Fig-
ure 3b). A decrease in FWHM typically results from a decrease in
microstrain and/or an increase in crystallite size.”” Both are
strongly related to defects like grain boundaries, crystal
twinning, the particle surface, orientation misfits, dislocations,
and point defects, as defects may disturb the coherently
scattering domains (crystallite size) and induce local variations
in the lattice spacing (microstrain).?"?*' As the extracted FWHM
of the powders is close to the instrumental resolution of
(0.0423+0.0003)°, we did not extract the microstrain and
crystallite size quantitatively, for example, by applying William-
son-Hall analysis, but focus on the FWHM. The decreasing
FWHM with increasing MAI reactant size indicates that the
resulting MAPbI; powders exhibit less microstrain and/or larger
crystallites and thus a more uniform crystal lattice that is less
disturbed by defects.

To confirm this correlation, we performed nuclear
quadrupole resonance (NQR) measurements on the three
MAPbI; powders (Figure 3c). The spectra show two peaks for
the 3/2—5/2 spin transition for each MAPbI; powder as there
are two different positions for the iodide (unequal axial and
equatorial | ions) in the tetragonal crystal lattice.”” Here, the
FWHM of the peak at 164.1 MHz in the spectrum shows a
decrease from 56.3 kHz (small) to 54.3 kHz (medium) and
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Figure 3. (a) XRD patterns of MAPbl; powders synthesized with different MAI sizes. (b) FWHM of the (220) reflection from XRD measurement as a function of
the MAI reactant size. (c) '¥I NQR measurement of MAPbI; powders synthesized with different MAI sizes. (d) FWHM of the Peak at 164.1 MHz and (e) sum of
the integrated intensity of both Peaks from the '¥I NQR measurements as a function of the MAI size. The sum of the integrated intensity was divided by the
sample mass to correct for small differences in the sample mass and normalized to the integrated intensity of the MAPbI; powder from MAI-large.

36.1 kHz (large) for increasing MAI reactant size (Figure 3d),
while the integrated peak intensity under consideration of the
respective sample mass increases (Figure 3e). Analogously, also
the FWHM of the peak at 166.9 Hz decreases with increasing
MAI reactant size (Figure S5).

In general, "I NQR measurements are sensitive to the local
structural environments of the iodide in the halide perovskite
crystal lattice and are influenced by the chemical composition
and by, for example, microstrain and resulting distortions.?”
Consequently, if the ions surrounding the iodide are arranged
uniformly (i.e.,, ordered) in the sample, narrow peaks result.”® In
contrast, defects change the associated iodide environments
and induce distortions in the next-neighbor coordination shells,
which in the case of MAPbI; was found to lead to peak
broadening and to a reduction of the integrated signal
intensity.””? Thus, the decrease in FWHM and simultaneous
increase in intensity observed in Figure 3 indicates that the
iodide environment in the MAPbI; powder is less disturbed by
defects with increasing MAI reactant size. From the decrease in
FWHM of the reflections in XRD and peaks in NQR and from the
increase in NQR intensity with increasing MAI reactant size, we
conclude that the defect density in the synthesized MAPbI,
powder decreases with increasing MAI reactant size.
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To investigate how the observed differences in defect
density in the MAPbI; powders affect their optical and excited
state properties, we performed time-resolved photolumines-
cence (TRPL). Figure 4a shows the spectra of the time-
integrated PL decay curves of the three perovskite powders. All
spectra exhibit the typical PL peak for MAPbI; with a maximum
at about 770 nm (Figure 4a and Figure 56).”® In contrast, the PL
intensities of the different MAPbI; powders deviate from each
other, with MAPbl; made from MAI-large showing the lowest,
from MAIl-small showing a medium, and from MAI-medium
showing the highest intensity (Figure 4a).

The normalized PL decay curves of the three MAPbDI,
powders exhibit a similar behavior, i.e., dropping to about 1073
of their original PL intensity after a time t of 400 ns after the
laser excitation (Figure 4b). In halide perovskites, the PL decay
can be described with the rate Equation (1):%!

d
fd—r;:k1n+k2n2+k3n3 m

In this equation, n is the charge carrier density, t denotes
the time, k, is the rate constant for the nonradiative mono-
molecular recombination, k, the rate constant for radiative
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Figure 4. (a) PL spectra of the MAPbI; powders synthesized with different
MAI reactant sizes. (b) Normalized time-resolved PL (TRPL) measurements of
MAPDI; powders synthesized with different MAI reactant sizes together with
exponential tail fits (black lines) as described in the text. (c) Rate constants k,
extracted from the TRPL analyses as a function of MAI reactant size.

band-to-band recombination, and k; the rate constant for Auger
recombination. At longer times, when the charge carrier density
is low, the measured PL decay is thus dominated by the
monomolecular recombination of the photoinduced charge
carriers.”® In particular, this nonradiative recombination channel
has been associated with the recombination of charge carriers
at defects (Shockley-Read-Hall recombination).®" Hence, quanti-
fication of the monomolecular recombination rate k; allows to
draw conclusions about the defect density within the perov-
skite. Using the relationship®? (Eq. (2))

Eur. J. Inorg. Chem. 2023, 26, e202200736 (5 of 8)

PL(t) ~ exp(-2 X k; x t) 2)

and considering the dark counts of the detector as a baseline,
we quantify k;, by fitting a monoexponential function to the
measured PL decay curves for times longer than 275 ns (see
solid lines in Figure 4b). From this analysis, we find the
recombination rate k; of the MAPbI, powders to decrease from
6.0x10%s™" (MAl-small) to 5.1x10°s™" (MAl-medium) to 4.6x
10°s" (MAl-large) with increasing MAI reactant size (Figure 4c).
The decreasing monomolecular recombination rate with in-
creasing MAI reactant size (or particle size of the final MAPbI,
powder respectively), again indicates a decreasing defect
density in the larger sized perovskite powder, in agreement
with the results from the XRD and NQR analyses.

In general, under constant measurement conditions, a
reduction in defect density and thus k; in halide perovskites
leads to an increase in their measured PL intensity as the PL
quantum yield @ is proportional to®*%***¥ (Eq. (3))

k,n
L R ®
This is consistent with the PL intensity of the MAPbI,
powder made from MAI-small being lower than the intensity of
the powder made from MAI-medium (Figure 4a). However, the
fact that the perovskite powder made from MAlI-large exhibits
the lowest PL intensity even though this sample has the lowest
k, value appears surprising. While a detailed investigation of the
origin of this behavior is beyond the scope of this work, we
speculate that due to the larger average particle size in the
perovskite powder made from MAIl-large (compared to the
other two powders) a more pronounced charge carrier diffusion
after photoexcitation is present. This is consistent with the
initial PL decay of the powder large being faster than for the
other two powders as is noticeable in Figure 4b. A more
pronounced diffusion leads to an overall lower charge carrier
density during recombination, which according to equation (3)
results in a lower PL intensity. A similar effect was observed for
thin films, where the PL intensity of large grains was
significantly reduced compared to small grains of the same
film. B4

Discussion

In the following, we first summarize the findings about the
mechanism and possible pathways of mechanochemical syn-
thesis of halide perovskites that have been published in the
past, before discussing our results in the context of the
literature findings.

Manukyan et al. studied the mechanochemical synthesis of
MAI and Pbl, to MAPbl; and concluded that during the
mechanochemical synthesis the MAI plastically deforms, creat-
ing cracks and pores in the MAI particles. Pbl,, on the other
hand, is brittle, so it is mainly crushed during synthesis.*” In
addition, the Pbl, is forced into the MAI during synthesis, so
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that both MAI and Pbl, are in close contact, which enables the
interdiffusion of MAI and Pbl,. Here, an increased surface area
of the Pbl, reactant (given for lower Pbl, reactant sizes)
enhances and accelerates the interdiffusion. The introduced
mechanical energy is also expected to create point defects and
dislocations in the reactants.***® The presence of such defects
facilitates the interdiffusion of MAI and Pbl,.?>*”" As the Gibbs
free energy to form MAPbI; from MAI and Pbl, is negative at
room temperature, a facilitated reactant interdiffusion also
fosters the subsequent perovskite reaction.®® This is consistent
with the Study of Gil-Gonzales et al. on the mechanochemical
synthesis of MAPbCl;, where the authors find a steep increase
in the fraction of formed perovskite at the beginning of the
synthesis. This slows down at a later stage of the mechano-
chemical synthesis process, as the diffusion paths become
longer and the probability of unreacted Pbl, encountering MAI
decreases.””

The sequence of the mechanochemical synthesis was also
studied in detail by Palazon et al. using CsPbBr;. Here, three
distinct synthesis stages could be identified.*? In the first stage,
which extended over the first 5 minutes, the reactants CsBr and
PbBr, form CsPbBr;, as well as non-stoichiometric intermediate
phases. These intermediate phases and remaining reactants
completely convert into CsPbBr; in the second stage. After the
complete conversion to perovskite, the CsPbBr; powder gets
crushed in a third stage, which is accompanied by a decrease in
crystallite size. This also leads to a general trend of decreasing
PL intensity with longer milling times, although the trend is
interrupted at some milling times where the PL intensity is
larger for the longer milling time than at the time before,
indicating a more complex relationship between the PL
intensity and the milling time. In a previous work, we also
observed a decrease in particle size with increasing milling time
after complete mechanochemical synthesis of MAPbI,."”" Over-
all, it thus becomes clear that in the mechanochemical synthesis
of halide perovskites via ball milling, an initial synthesis stage,
in which the perovskite forms, is followed by a stage of crushing
the perovskite powder.

The insights from literature can be transferred to our results
to understand the influence of MAI reactant size on the
properties of the synthesized MAPbI; powders. The larger the
MAI reactant powder, the more energy is required for plastic
deformation and the introduction of defects during the syn-
thesis stage. Also, more energy is required to crush the MAI,
increasing the general diffusion lengths for perovskite forma-
tion. As a consequence, the initial perovskite synthesis stage is
longer for increasing MAI reactant size. During the synthesis,
from a certain point onwards, the crushing stage of the
synthesized MAPDbI; starts, during which the perovskite particle
and crystallite size decreases."’*? For a constant overall milling
time (as it is the case in the present study), a reduction of the
duration of the initial perovskite synthesis stage for smaller MAI
reactant size goes along with an extension of the crushing
stage duration. Prolonged dwelling in the crushing stage results
in final perovskite powders that exhibit a reduced particle size
(Figure 2b), increased defect density (Figure3d), and an
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increased non-radiative decay rate of excited states (Figure 4c),
fully in line with our experimental results.

Conclusion

By detailed characterization of MAPbI; powders, mechano-
chemically synthesized from MAI of different sizes, we identified
a clear influence of the MAI reactant size on the final MAPbI,
powder properties. In particular, with increasing MAI reactant
size, we observed an increase in particle size in the perovskite
powder as deduced from SEM images. The increase in particle
size is accompanied by a decrease in defect density in the
MAPDbI; powder, which was inferred from NQR and TRPL
analyses.

Our results thus emphasize the importance for precise
control of the organohalide reactant size to ensure a reprodu-
cible, well-defined perovskite powder morphology and opto-
electronic functionality. The precise properties of perovskite
powders are known to directly impact the properties of films
that are made from these powders, for example, via pressing,
powder aerosol deposition, or suspension deposition.”! Con-
sequently, our results will contribute to advance the develop-
ment of efficient perovskite powder-based optoelectronic
devices in the future.

Experimental Section

MAI synthesis: 20 mL of methylamine (160 mmol, 33 wt% in
ethanol, Sigma Aldrich) were dissolved in 170 mL of ethanol under
argon atmosphere. Then, 22.18 mL (168 mmol) of HI (57 wt% in
H,O, Alfa Aesar) were added dropwise under constant stirring
within 30 min, while the solution was cooled with an ice bath. After
stirring the solution overnight, the solvent was removed by a rotary
evaporator and the powder was washed with a diethyl ether-
ethanol mixture. In the final step, the powder was again dissolved
in 50 ml ethanol and 250 ml diethyl ether were dropped into the
concentrated solution of MAI at room temperature to crystallize the
final white MAI powder. In this step, the rate of ether addition
determines the crystallization rate and thus the MAI size. The ether
was added within 1 to 2 min, after which the MAI was separated by
filtration and washed with diethyl ether. The process of redissolu-
tion and crystallization was repeated before the MAI powder was
dried. The resulting powder was called MAI-medium.

To prepare MAl-large, 5g MAI-medium were dissolved in 25 ml
ethanol and a few drops (< 1 ml) of diethyl ether were added. Slow
crystallization was first carried out in a refrigerator at 7°C for 5 h
and then in a freezer at —18°C overnight. Finally, the powder was
filtered and dried. To obtain MAI-small, 5.5 g of MAI-medium were
milled in the planetary ball mill using the same procedure as for
the mechanochemical synthesis.

Mechanochemical synthesis: For the mechanochemical synthesis
of MAPbI;, 1.55 g of the respective MAI reactant powders and 4.5 g
of Pbl, (99.99%, TCl) were added to 80 ml ZrO, milling jars together
with 5 mL cyclohexane and 25 ZrO, milling balls with a diameter of
10 mm. During weighing-in, the relative humidity was about 45 %
at a temperature of 21 to 25°C. A Fritsch “Pulverisette 5/4"
planetary ball mill with 400 rpm was used for synthesis. After 5 min
of milling, a pause of 20 min was implemented to prevent excessive
heating of the milling jar. The process was repeated until a total
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milling time of 25 min was achieved. Afterwards, the cyclohexane
was evaporated in air and the obtained black MAPbI; powder was
sieved using a mesh size of 63 um.

Sample Characterization: For morphology studies, SEM images of
the perovskite and MAI powders were taken with a Zeiss Leo 1530
scanning electron microscope (FE-SEM with Schottky-field-emission
cathode, SE2 detector and In-lens detector) using an accelerating
voltage of 3.0 kV. The powders were fixed on a sample holder with
conductive graphite pads (Plano) and sputtered with a 1.5 nm thin
platinum layer. To calculate the area of the MAI particles, their
lengths and widths were determined manually using the SEM
images. The MAI size was then recalculated as the equivalent edge
length of a square with the same area. For MAI-small 53 particles,
for MAI-medium 54 particles, and for MAl-large 39 particles were
used to calculate the average size. The particle size of the MAPbI;
powders was determined from SEM images. Here, the particle
boundaries were manually retraced before the area of each particle
was calculated using imagelJ. The particle size was then calculated
from the area of the particles as the equivalent diameter of a circle
with the same area. The average particle size and the standard
deviation as a parameter for dispersion were obtained using 110
particles for the MAPbI; powder made from MAI-small, 185 for the
MAPDbI; powder made from MAI-medium, and 58 for the MAPbI,
powder made from MAI-large.

XRD patterns were acquired under ambient conditions by reflection
mode XRD using a Bruker “D8 Discover A25" with Cu-K,, radiation
(A=0.15406 nm) and Ge-K,, monochromator. The X-ray source was
operated with 40 kV and 40 mA. Diffractograms were recorded with
a 20 step size of 0.008° in the 20 range from 10° to 45°. To
determine the instrumental resolution and the measurement error,
a standard alumina sample (SRM 1976¢, provided by Bruker) was
measured 6 times and the FWHM was determined by fitting a
Pseudo-Voigt function to the (104)-reflex.

| NQR spectra (3/2—5/2) were recorded on a 300 MHz Varian
V NMRS system with a Varian 3.2 mm T3 HXY probe head placed far
away from the magnet. The NQR frequencies were 164.1 and
166.9 MHz (3/2—5/2) at room temperature. As the T, relaxation was
extremely short (~30 ps) a fast recycle delay was used (0.1 s) with
8192 scans using a Hahn-echo experiment with as short delays as
possible. 2’Pb MAS NMR spectra were recorded on Varian V NMRS
systems operating at a magnetic field strength of 14.1 T using a
Varian 3.2 mm T3 HXY probe head at room temperature. The *’Pb
MAS NMR spectra were recorded at 5 kHz spinning speed with a
recycle delay of 0.5 s. The chemical shift was referenced using lead
nitrate for ’Pb (—3494 ppm) as secondary reference.

Time-resolved PL measurements of the perovskite powders were
recorded using time-correlated single-photon counting (TCSPC) on
a PicoQuant MT200 confocal fluorescence microscope. Excitation
was performed using a 560 nm diode laser (PicoQuant LDH-D-TA-
560) at a frequency of 1.0 MHz, with a pulse width of 68 ps, and a
fluence of about 100 nJ/cm? The laser light was focused on the
powder sample with an Olympus objective (4x magnification,
numerical aperture of 0.1). The emitted light was filtered with a
561 nm long pass filter and detected with a PMA Hybrid PMT 40
photomultiplier tube (PicoQuant). The Signal was processed using a
Picoguant TimeHarp 260 Pico TCPSC board. The PL spectra were
also acquired with this setup using a Shamrock SR163 spectrograph
and a Newton 970 EMCCD camera (Andor).
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