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apping of nanoscale photophysics
and degradation processes in hybrid perovskite at
the single grain level†
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Benjamin J. Lawrie *bd and Kannatassen Appavoo *a
With solar cells reaching 26.1% certified efficiency, hybrid perovskites

are now the most efficient thin film photovoltaic material. Though

substantial effort has focussed on synthesis approaches and device

architectures to further improve perovskite-based solar cells, more

work is needed to correlate physical properties of the underlying film

structure with device performance. Here, using cathodoluminescence

microscopy coupled with unsupervised machine learning, we quantify

how nanoscale heterogeneity globally builds up within a large

morphological grain of hybrid perovskite when exposed to extrinsic

stimuli such as charge accumulation from electron beams or milder

environmental factors like humidity. The converged electron-beam

excitation allows us to map PbI2 and the emergence of other inter-

mediate phases with high spatial and energy resolution. In contrast

with recent reports of hybrid perovskite cathodoluminescence, we

observe no significant change in the PbI2 signatures, even after high-

energy electron beam excitation. In fact, we can exploit the stable PbI2
signatures to quantitatively map how hybrid perovskites degrade.

Moreover, we show how our methodology allows disentangling of the

photophysics associated with photon recycling and band-edge

emission with sub-micron resolution using a fundamental under-

standing of electron interactions in hybrid perovskites.
Introduction

Over the last decade, hybrid organic-inorganic perovskites
(hybrid perovskites) have generated widespread interest for
applications in photovoltaics,1–6 light-emitting diodes,7–9
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sensing,10–12 and neuromorphic computing.13,14 This interest is
a result of their impressive electronic properties, such as a high
absorption coefficient, tunable optoelectronic properties via
synthesis, and long carrier lifetimes and diffusion lengths.
However, the stability of hybrid perovskite remains an obstacle
for future applications. A deeper understanding of nanoscale
heterogeneity and how it affects long-term stability and phase
stabilization is critically needed. Recent studies have shown
that understanding lm morphology and controlling intra-
grain structure15 may enable optimized charge carrier
dynamics for specic device requirements.16,17 However, the
exact role played by grain boundaries, benecial18,19 or detri-
mental,20,21 is still under debate.

Various microscopy and spectroscopy techniques have been
employed to quantify the effect of grain structure and
morphology on charge carrier dynamics and transport. For
example, transmission electron microscopy (TEM) has been
used to characterize how lead-related defects are formed and
how they are localized at boundaries.22 TEM has also been used
to characterize temperature-dependent phase transitions, e.g.,
from tetragonal MAPbI3 to trigonal PbI2.23 Other recent work
has pointed towards humidity as a driving factor in how grain
boundaries inuence phase separation and lm degradation.24

Spectroscopic tools like confocal microscopy have also been
employed to map excited-state energetics and dynamics in grain
interiors and grain boundaries through intensity and lifetime
measurements,25–27 providing insights into the effect of grain
boundaries on the optoelectronic properties of hybrid perov-
skite thin lms.27–33

Beyond the optical diffraction limit, cathodoluminescence
(CL) microscopy has emerged as a powerful tool for mapping
the optical properties of hybrid perovskites at the nanoscale.
The electron beam can locally excite and probe the optoelec-
tronic properties of hybrid perovskites, provided that optimal
electron beam energy and detector acquisition times are
selected.34 As shown recently,35 excessive electron beam doses
can locally heat the hybrid perovskite lms, leading to phase
separation and lm decomposition. For example, in the case of
Nanoscale Adv., 2023, 5, 4687–4695 | 4687

http://crossmark.crossref.org/dialog/?doi=10.1039/d3na00529a&domain=pdf&date_stamp=2023-09-09
http://orcid.org/0000-0003-1431-066X
http://orcid.org/0000-0003-3222-6242
https://doi.org/10.1039/d3na00529a
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3na00529a
https://pubs.rsc.org/en/journals/journal/NA
https://pubs.rsc.org/en/journals/journal/NA?issueid=NA005018


Nanoscale Advances Communication

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

4 
A

ug
us

t 2
02

3.
 D

ow
nl

oa
de

d 
on

 2
/2

1/
20

26
 6

:5
4:

42
 A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n-
N

on
C

om
m

er
ci

al
 3

.0
 U

np
or

te
d 

L
ic

en
ce

.
View Article Online
prototypical CH3NH3PbI3, exposure to high electron beam
energies (>10 kV) was reported to increase PbI2 emission and
create an intermediate phase with emission that is blue-shied
from the primary band-edge emission (∼760 nm), which has
been attributed to beam degradation and local heating.34,35

These experiments provided initial evidence that the electron
beam probe can be used to characterize the performance and
stability of hybrid perovskite devices as long as the damage
mechanism triggered by the electron beam is well understood.

In this work, we employ CL microscopy to collect hyper-
spectral datasets and use unsupervised machine-learning
techniques to generate maps that quantify photophysical
properties of a hybrid perovskite thin lm of CH3NH3PbI3 at the
single grain level. We probe the nanoscale energetics of the
grain interior and at its boundaries as a function of increasing
electron beam energies or exposure to an environmental stimuli
(e.g., humidity). To obtain these correlated maps of grain
morphology and associated photophysics, the raw hyper-
spectral datasets are analysed using non-negative matrix
factorization (NMF) techniques, which autonomously generate
spectrally-dependent maps. For example, our unsupervised
analysis highlights that humidity-based degradation, as
revealed by the presence of PbI2 emission signatures, is mostly
localized near grain boundaries and on the surface of the lm.
These results are supported by systematically increasing the
energy of the electron beam to probe both depth-dependent
photophysical effects and beam-induced damage. Importantly,
the Gaussian-prior guided analysis shows that humidity based
PbI2 damage of the hybrid perovskite does not vary with beam
induced damage and remains localized to grain boundaries and
surfaces. With knowledge of the damage signatures expected in
this prototypical material, we proceed with unsupervised NMF
techniques to spatially resolve other important photophysical
processes like photon-recycling and band-edge emission as
a function of excitation depth.

Experimental methods
Sample preparation

Hybrid organic–inorganic perovskites samples were prepared
via a solution-processed technique, using a slight modication
to the hot-casting method conducted by Nie et al.36,37 First,
microscope cover glass substrates (25 mm × 25 mm, Fisher
scientic) were cleaned using acetone (Sigma Aldrich, 99%).
Zinc oxide nanospheres (ZnO, <130 nm, 40 wt% in ethanol,
Sigma Aldrich) were spin coated on these glass substrates, then
these coated glass coverslips are baked at 100 °C to evaporate
the residual ethanol. These coated glass coverslips were used as
substrate for the perovskite and the coating with the ZnO to
ensure the uniform heating of the substrate. 0.578 g of lead
iodide (PbI2, 99%) and 0.2 g of methyl ammonium iodide
(CH3NH3I, 98%) were mixed in 1 ml of anhydrous N,N-dime-
thylformamide (DMF, 99%) in a glass vial. This perovskite
precursor solution was heated to 120 °C while the substrate, as
treated above, was heated to 300 °C. Then the heated substrate
was transferred to the spin coater and the heated perovskite
precursor solution was spin-coated at 5000 rpm for 5 seconds
4688 | Nanoscale Adv., 2023, 5, 4687–4695
and transferred back to the heater (maintained at 300 °C) for 2
seconds. This approach produced a uniform hybrid perovskite
thin lm with large morphological grains, which are desired for
application purposes. We note that while the majority of those
grains extend to the substrate,36,37 they may not necessarily
share the same crystallographic orientation. Recent studies
using electron backscatter diffraction and photoemission elec-
tron microscopy have shown that local optoelectronic maps are
more complex than previously thought, largely because of the
multiple crystallographic sub-grains and the various defect
types (e.g., PbI2, grain boundary and polytype) that exist.38–40

High-resolution SE micrographs of these morphologically large
grains and the boundary among them are shown in ESI Fig. 1.†
All samples that were fabricated for this study have thicknesses
of around one micron.37 All the processes involved in this
fabrication were carried out in a nitrogen lled glovebox. The
chemicals were purchased from Sigma-Aldrich and were used
without any further purication. The pristine thin lms were
then vacuum sealed in a nitrogen environment for comparison
with environmentally exposed samples that were exposed to air.
Cathodoluminescence microscopy

Cathodoluminescence microscopy is now a workhorse tool for
characterizing nanophotonic materials. When a high-energy
converged primary electron beam interacts with a sample, the
transmitted, secondary, and backscattered electrons are
routinely used to characterize the sample morphology. The
primary electrons scatter within the investigated material and
generate around 102 to 103 electron–hole pairs per incident
electron that subsequently recombine via radiative and non-
radiative processes.34 CL microscopy is oen delineated into
coherent and incoherent CL, depending on the nature of the
emission process.41 Coherent CL, so named because the emitted
photons have a dened phase relationship with the electron
excitation, results from incident electrons polarizing material at
interfaces; it is frequently used to probe the local density of
states of nanophotonic and plasmonic media.42–45 Incoherent
CL typically measures the spontaneous emission of excited
states aer the electron beam deposits energy in matter, and so
is a powerful tool for measuring the energetics and dynamics of
defects and excitons in heterogeneous nanoscale
materials.20,34,35,46–50

We probe the incoherent CL generated within a large grain of
hybrid perovskite thin lm using a FEI Quattro environmental
SEM with a Delmic Sparc CL collection module that employs
a parabolic mirror to collect the CL generated by the lm
following electron beam excitation. An electron beam with
energy of 2–20 kV passes through a small hole in a parabolic
mirror before exciting the sample with a spot size of order 1 nm.
The parabolic mirror then collects the resulting emission and
directs it through a focusing lens into an Andor Kymera spec-
trograph. An Everhart–Thornley detector is used to measure the
secondary electron (SE) signal concurrently with the CL signal.
The CL measurement in Fig. 1 was performed with a beam
current of 110 pA, utilizing a 200 ms acquisition time per
spectrum. The other grains presented in this work are analysed
© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Overview of cathodoluminescence spectroscopy of large-grain hybrid perovskites. (a) Schematic of CL setup. The electron beam passes
through a hole in a parabolic mirror before exciting the sample. The collimated cathodoluminescence is collected and characterized in
a spectrometer mounted outside the chamber. (b) Representative spectra of optical absorption, photoluminescence and CL collected at the
centre of a grain. (c) Scanning electron micrograph (SEM) of a grain imaged using a 5 kV beam energy with a horizontal field of view of 61 mm.
Normalized single-wavelength CL intensity maps of the (d) hybrid perovskite band-edge (l = 765 nm) and (e) PbI2 emission (l = 510 nm). Same
scale bar as (c).
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in the same way with slightly varying current values chosen to
ensure the current remains low enough to prevent rapid beam-
induced degradation but high enough to ensure a satisfactory
signal-to-noise ratio with the desired spectral acquisition
time.51 SEM images collected at 10 kV of accelerating voltage for
the datasets in Fig. 2, 3, and 4 are presented in ESI Fig. 2.†
Non-negative matrix factorization (NMF)

The collected CL hyperspectral datasets contain on the order of
100 × 100 × 1024 pixels (length × width × wavelength), and an
appropriate analysis technique is needed to extract photo-
physics of interest from each hyperspectral dataset. NMF is
a method of grouping and decomposing data through unsu-
pervised learning.52–57 We decompose our hyperspectral CL
dataset using NMF to obtain the component spectral vectors
and their corresponding spatial intensity maps.58,59 The NMF
decomposes the hyperspectral dataset X with n × m spatial
pixels and spectrum of dimension a and approximates this
hyperspectral dataset via the matrix product of the spectral
vectors l and the associated spatial intensity maps I,

X(n×m)×a z I(n×m)×rlr×a

here r represents the rank of the decomposition, or the number
of spectral vectors present in the decomposition. This rank is
selected based on the expected number of spectral features, as
used in Fig. 2 and 3. This process is a spectral manipulation
method, allowing us to probe how known spectral responses
globally change as a function of electron beam energy. This rank
can also be found by investigating the explained variance of the
© 2023 The Author(s). Published by the Royal Society of Chemistry
hyperspectral dataset, as will be shown later (see Fig. 4 for
example). In contrast to Fig. 2 and 3, this is a spectral identi-
cation method that disentangles overlapping spectral features.
The rank choice and decomposition method were supported by
individual peak decompositions, the residual sum of the
squares, and overall physical relevance. In the following gures,
the spectral vectors are labelled as lr and the spatial intensity
maps are labelled as Ir, where r is the rank label.

All NMF decompositions were performed using the Nimfa
Python package.60 Before the NMF algorithm was applied, the
spectral data was cropped to the range of interest and denoising
was done via wavelet denoising, a Savitzky–Golay lter, and
a median lter. The average spectra obtained aer this process
for each of the datasets presented in Fig. 2, 3, and 4 are shown
in ESI Fig. 2.† For the Gaussian-initialized NMF, which are
shown in Fig. 2 and 3, a median lter was applied aer
decomposition to remove cosmic rays, which saturated isolated
pixels. The effect of our median lter is shown in ESI Fig. 3 and
4.† The spectral vectors in all decompositions have been scaled
by the raw emission counts. A full description of the NMF
analysis of these CL images is presented in the ESI.†
Results and discussion

A schematic of the cathodoluminescence microscope used to
collect the hyperspectral images is shown in Fig. 1(a). Normal-
ized optical absorption, photoluminescence (PL) and CL from
the centre of a grain are shown in Fig. 1(b), a secondary electron
(SE) map of a prototypical grain is shown in Fig. 1(c) for 5 kV
beam energy, and corresponding CL maps of band-edge
Nanoscale Adv., 2023, 5, 4687–4695 | 4689
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Fig. 2 NMF decomposition showing accelerating voltage dependence on the cathodoluminescence of a hybrid perovskite grain. (a) Normalized
spatial intensitymaps resulting from the NMF decomposition corresponding to contributions from the PbI2 signal shown in Ia and themain hybrid
perovskite emission shown in Ib. (b) Corresponding spectral vectors from the PbI2 signal (green) and the main perovskite (red). The magnitude of
the spectral vectors have been scaled with respect to the raw experimental counts. Therefore, the matrix product of (a) and (b) reproduces each
original CL hyperspectral dataset. Note that the PbI2 (la) was scaled by a factor of 20 for visibility.

Nanoscale Advances Communication

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

4 
A

ug
us

t 2
02

3.
 D

ow
nl

oa
de

d 
on

 2
/2

1/
20

26
 6

:5
4:

42
 A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n-
N

on
C

om
m

er
ci

al
 3

.0
 U

np
or

te
d 

L
ic

en
ce

.
View Article Online
emission (∼765 nm) and PbI2 emission (∼512 nm) are shown in
Fig. 1(d) and (e) respectively. The SEM image in Fig. 1(c) reveals
a uniform grain structure for a grain of lateral size ∼50 mm,
characteristic of CH3NH3PbI3 hybrid perovskite with well-
dened grains and boundaries when grown using the hot-
casting method pioneered by Nie et al.36 The grain structure is
consistent with the proposed Voronoi growth detailed in past
studies.61
Decoding hyperspectral emission maps

NMF is a powerful tool for separating overlapping spectral
signals within complex hyperspectral datasets,52,54 but it is
vulnerable to providing non-physical results. To address this
issue, we rst t CL spectra acquired at low beam energies of 2
kV or 5 kV, where a skewed-Gaussian model provides the best
description for the main hybrid perovskite CL and a Gaussian
model works best for the PbI2 CL. We use these ts as priors for
our NMF decompositions conducted for CL hyperspectral
dataset acquired as a function of beam energy. This t-based
NMF method also produces high sparsity in the spectral
vectors (>0.96). While such sparseness-motivated regularization
is not necessary for this particular method, we will later show
how sparseness is used in our blind NMF studies. In order to
understand beam induced damage in these samples, we sweep
from low accelerating voltages with low risk of beam-induced
damage to higher accelerating voltages with increased risk of
damage in ascending order (i.e., 2 kV/ 5 kV/ 10 kV/ 20 kV
/ 2 kV). An example of the t and its residuals is presented in
4690 | Nanoscale Adv., 2023, 5, 4687–4695
ESI Fig. 5.† Our model thus starts with spectral components for
the pristine hybrid perovskite, that is undamaged by the low-
energy electron beam excitation, and hereaer deviates from
that response as the beam energy is increased. Apart from the
ts that were initially fed as priors to our algorithm, the only
physical constraint is that the CL spectral components must be
non-negative.52,54 In contrast to this work, previous reports of CL
microscopy on hybrid perovskites have relied on either maps of
the CL intensity within a given wavelength (or bandpass)35 or
least-squares Gaussian ts.62,63 The former can be a viable
solution when the number of detected photons is too small to t
the CL spectra with high condence, while the latter is
computationally expensive and requires prior knowledge of the
functional form of the CL spectrum. Such least-squares tting
procedures are sufficient for many applications but fail when
the underlying spectra deviate from a well-dened lineshape.
Consequently, using NMF as a factor manipulation method
rather than a factor identication one provides a reasonable
solution when using Gaussian-based ts. In other words, this
procedure allows us to deconvolve changes in the spectral
response in a physically relevant manner.
NMF of pristine grain hyperspectral maps

We rst benchmark the emission prole of a pristine hybrid
perovskite thin lm. The NMF decomposition of a CL hyper-
spectral dataset for one of the grains is shown in Fig. 2. Fig. 2(a;
Ia) shows the spatial intensity maps corresponding to the PbI2
CL and 2(a; Ib) shows the hybrid perovskite CL as a function of
© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 NMF decomposition of CL hyperspectral dataset of a grain
exposed to environment. (a) Normalized NMF spatial intensity maps for
an electron-beam energy sweep starting at 2 kV and ending at 2 kV,
shown in the order of measurement as top to bottom, with colour
corresponding to the spectral contributions shown in (b). Ia shows
negligible beam-induced modification of the PbI2 signal between the
initial and final 2 kV measurements, and Ib shows the degradation of
the main perovskite emission phase due to beam damage.

Communication Nanoscale Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

4 
A

ug
us

t 2
02

3.
 D

ow
nl

oa
de

d 
on

 2
/2

1/
20

26
 6

:5
4:

42
 A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n-
N

on
C

om
m

er
ci

al
 3

.0
 U

np
or

te
d 

L
ic

en
ce

.
View Article Online
the increasing accelerating voltage of the electron beam. The
spectral components from the NMF correspond to each spatial
intensity map shown in Fig. 2(b). As the energy of the beam
increases, the excitation depth increases (see Monte-Carlo
simulations in ESI Fig. 6†), and more intra-grain structures
are visible. The CL maps are well correlated with the intra-grain
structure because the crystallization process that forms the
grain strongly inuences the emission properties. Since the
simulation shows that for the highest accelerating voltages used
here, the electron beam penetrates less than 500 nm and our
thin lm thickness (∼1 mm) is above the simulated interaction
volume, we do not expect the properties of the lm within the
bulk region to change as we change accelerating voltages.

At 5 kV, 95% of the electron beam energy is deposited within
the top 50 nm of the lm (see ESI Fig. 6†), and the CL is
uniformly distributed across the pristine hybrid perovskite
sample. As the accelerating voltage increases to 10 kV, the
© 2023 The Author(s). Published by the Royal Society of Chemistry
energy is deposited deeper and non-trivially into the grain (ESI
Fig. 6†). The CH3NH3PbI3 band-edge intensity maps remain
mostly unchanged, with slight increase in emission near
regions where the thickness of the lm is larger. The increase in
emission from the increased interaction volume accentuates
the distinction between the grain and its boundaries, where
there is no hybrid perovskite. Other important factors include
the complex relationship between light reabsorption and satu-
ration of defects states. For the 10 kV, the PbI2 signature is
predominantly located near the grain boundaries. Note that the
PbI2 CL from the pristine hybrid perovskite grain studied in
Fig. 2 is negligible compared to the band-edge emission. At 20
kV, the growing intermediate phase causes the assigned PbI2
spectral component (green) to appear broader, as a result of the
two-component NMF decomposition. This spectral broadening
however remains spatially localized around the grain bound-
aries, indicating where the intermediate phase starts to form.

Taken together, the CL spatial intensity maps in Fig. 2 reveal
that the main hybrid perovskite emission is stable along inte-
rior grain microstructures with increasing electron beam
energy, while the small PbI2 CL (∼512 nm) remains spatially
localized at the grain boundaries with very low counts
compared to the main perovskite emission. At 20 kV, the
decomposition of the CH3NH3PbI3 caused by local heating
slightly increases the spatial distribution of the PbI2 CL
component. The spatial distribution of the 20 kV CL in Fig. 2(a)
can be compared to ESI Fig. 7,† which illustrates no change in
the PbI2 CL intensity distribution at its peak wavelength. These
results demonstrate unequivocally that even when the sample is
locally heated and degraded by the high-energy electron beam,
new PbI2 clusters are not created, and no spatial migration of
PbI2 occurs within the lm. Also, these results suggest that the
PbI2 must be localized entirely within the rst 150 nm of the top
surface of the grain or else the PbI2 spatial intensity maps would
vary as a function of accelerating voltage (i.e., energy deposition
depth). However, PbI2 emission from the interior could be
suppressed due to reabsorption in the lm. Histograms of the
intensity distribution for the spatial intensity maps shown in
Fig. 2(a) are presented in ESI Fig. 8.†
NMF of grain aer environmental exposure

To understand the impact of humidity on the hybrid perovskite
grains, thin lms grown using the same hot-casting method
were exposed to air for several days before being inserted into
the vacuum chamber for CL microscopy. In addition to the
standard 5, 10, 20 kV sweep, we also performed measurements
at 2 kV before and aer the sweep aer observing no measur-
able damage at this low energy. This allows us to compare the
hybrid perovskite integrity before and aer beam exposure and
provide a baseline of the humidity-based damage that forms
PbI2. Fig. 3(a) shows the NMF spatial intensity maps corre-
sponding to the spectral traces of the same colour shown below
the intensity maps in Fig. 3(b). The intermediate phase becomes
substantially enhanced within the 20 kV measurement for the
grain exposed to humidity compared to the pristine grain, but
the spatial intensity map Ia is uniformly distributed across the
Nanoscale Adv., 2023, 5, 4687–4695 | 4691
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Fig. 4 Blind NMF decomposition of environmentally exposed sample with rank three. (a) Normalized spatial intensity maps resulting from the
NMF decomposition. Ia corresponds to primary band-edge recombination spatial locations, Ib corresponds to photon recycling, and Ic is the PbI2
CL. (b) The spectral vectors which pair to the spatial intensity maps in (a). As accelerating voltage is increased, the spectral shapes and spatial
intensity maps change due to energy deposition depth and beam induced damage.
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grain due to the extended exposure to humidity. This is
consistent with past studies of the progression of damage in
perovskite grains.34,35

In contrast with Fig. 2, the PbI2 weighting in Fig. 3 is
distributed over the grain for all accelerating voltages and the
PbI2 CL intensity is stronger. As the accelerating voltage is
increased, the signal corresponding to the hybrid perovskite
shis to higher energies as the intermediate phase is formed. At
20 kV, where the effect of local heating is most appreciable, the
emission intensity from the intermediate phase is comparable
to the emission of the PbI2. We note the change in PbI2 emis-
sion counts for the different accelerating voltages, caused by
a change in the depth-to-surface ratio of the excitation process,
with a higher ratio for the 20 kV (see Monte Carlo simulation in
ESI Fig. 6†). This does not represent a change in PbI2 but is due
to the different spatial proles of the excitation beam. Indeed,
when the 2 kV measurement is repeated aer the accelerating
voltage sweep, the PbI2 response has not changed spatially.
However, there is no signal from the hybrid perovskite CL band.
Comparison of the raw PbI2 counts between the initial and nal
2 kV measurements remain similar—which indicates that even
in a sample exposed to the environment, the electron beam-
induced heating and damage does not induce formation of
stoichiometric and crystalline PbI2 clusters (no apparent
change in emission intensity). In other words, our result shows
clearly that CH3NH3PbI3 under intense electron beam excitation
does not decompose into emissive PbI2. This fact allows us to
make a clear distinction between damage that occurs via the
interaction of CH3NH3PbI3 with the environment, and charge-
accumulation damage (from electron beam) that causes heat-
ing and interior nano-stress. Additional Gaussian-prior NMF
decompositions of various other grains are shown in ESI Fig. 9
4692 | Nanoscale Adv., 2023, 5, 4687–4695
and 10.† Histograms of the intensity distribution for the spatial
intensity maps shown in Fig. 3(a) are presented in ESI Fig. 11.†
Blind NMF

With knowledge of how hybrid perovskite damage is manifested
both spatially and spectrally, we can also perform a blind NMF
decomposition with three components and no priors on
environmentally-exposed samples. We use a sparse NMF algo-
rithm to increase sparsity in the spectral matrix64 (see more
details in the ESI†). This sparsity process allows us to map key
photophysical processes in our samples. Three components
were chosen by investigating the explained variance (ESI
Fig. 12†). Fig. 4(a) reveals spatial intensity maps for the corre-
sponding spectral components shown in Fig. 4(b) for each
accelerating voltage. In Fig. 4(a), component Ia remains
uniformly mapped across the surface of the grain even as
accelerating voltage increases while component Ib increases in
the thickest portions of the grain for a volcano growth pattern,54

and component Ic is conned to the boundaries of the grain,
with a slight increase and broadening towards the interior of
the grain for the 20 kV measurement.

Based on previous studies, we can assign photophysical
processes to the spectral components (shown in Fig. 4) thanks
to their spatially distribution within the grain microstructure.
For example, spectral component la captures the primary band-
edge emission, with the intensity map Ia remaining uniform
across the entire grain even at high accelerating voltages. This
uniform distribution is expected; although the deposition
depth of the electron energy increases with accelerating voltage,
the photons excited deeper within the sample have a higher
probability to undergo photon recycling before they are emitted
from the surface and collected. Therefore, the band-edge
© 2023 The Author(s). Published by the Royal Society of Chemistry
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emission signature that is collected will still be primarily
emitted from the surface, even with greater energy deposition
depth, as highlighted in Ia. lb is the redshied emission of the
hybrid perovskite emission, mapping to photon recycling
processes within the grain.65,66 This assignment is consistent
with previous studies of photon recycling processes in hybrid
perovskite: the redshied emission intensity is largest where
the grain is thickest. Here, the redshied emission becomes
localized at the thickest part of the grain (i.e., near the centre) as
we increase the accelerating voltage, which increases the energy
deposition depth. lc corresponds to the PbI2 emission for both 5
kV and 10 kV, as found in Fig. 2. At 20 kV, lc is again distorted
due to the growing contribution from the intermediate phase.
This intermediate phase emission has been previously attrib-
uted to local heating, and the map for Ic taken at 20 kV shows
that this intermediate phase contribution tends to be localized
at the grain boundaries, which are both the thinnest and the
most exposed to the environment. Histograms of the intensity
distribution for the spatial intensity maps shown in Fig. 4(a) are
presented in ESI Fig. 13.†

Conclusions

In this study, we investigated the electron-beam energy-
dependent hyperspectral CL of both a pristine and damaged
CH3NH3PbI3 perovskite grain with high spatial resolution using
a combination of Gaussian-based tting and NMF. We high-
lighted the difference between humidity and beam induced
damage and how they occur spatially in large grains of CH3-
NH3PbI3 perovskite. While CL microscopy has become a well-
used tool for probing perovskite lms, the use of NMF
allowed us to learn more about nanoscale perovskite damage
and how it is spatially distributed, and, critically, to demon-
strate a clear distinction, spectrally and spatially, between the
intermediate perovskite phase and decomposed PbI2 CL.
Indeed, this method allowed us to map the growth of the
intermediate phase as a function of damage from the electron
beam and track the stationary PbI2 contributions, both of which
occur most strongly near grain boundaries. In addition, we
revealed that PbI2 emission centres are highly robust and stable
and occur mainly on the surfaces of grains. Blind NMF reveals
the distribution of photon recycling and primary band-edge
recombination contributions within a single grain of hybrid-
perovskite. This highlights the importance of understanding
the optical properties of hybrid perovskite lms with respect to
their morphology andmicrostructure. Because the intermediate
perovskite phase is chemically unstable, increased focus on
understanding and minimizing the emergence of this inter-
mediate phase will be critical to the development of environ-
mentally robust perovskite devices.
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