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Atomic-scale visualization of metallic lead leak
related ﬁne structure in CsPbBr3 quantum dots†
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All-inorganic lead halide perovskites (AILHPs) quantum dots (QDs) have been widely investigated as promising materials for optoelectronic applications because of their outstanding luminescence properties.
Lead leakage, a common impurity and environmental pollution source that majorly hinders the commercialization of lead halide perovskite devices, has lately attracted considerable attention. Its detrimental
inﬂuence on the luminescence performance has been widely reported. However, an in-depth experimental study of the chemistry geometry relating to lead leakage in CsPbBr3 QDs has been rarely reported
to date. Herein, combining real-time (scanning) transmission electron microscopy ((S)TEM) with density
functional theory calculations, we showed detailed atomic and electronic structure study of the phase
boundaries in CsPbBr3 QDs during the lead leakage process. A phenomenon of two-phase coexistence
was reported to be linked with the lead precipitating in CsPbBr3 QDs. A phase boundary between the
Ruddlesden–Popper (RP) phase and conventional orthorhombic perovskite was developed when the lead
particle was aggregating in the QDs. Our results suggested that in considering the detrimental exciton
quenching process not only the role of lead nanoparticles should be considered but also the inﬂuence of
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the phase boundary on electron–hole transport is worthy of attention. The direct visualization of the deli-
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cate atomic and electronic structures associated with lead aggregation in CsPbBr3 sheds light on how the
leakage process inﬂuences the luminescence performance and provides a potential route for suppressing
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the generation of environmentally harmful byproducts for advanced devices.

Introduction
Lead halide perovskites (LHPs) based perovskites have been
established as an essential class of promising materials1–8 in
the fields of lasers,9 photovoltaics,10 detectors,11 and lightemitting diodes (LEDs),12–14 because of their excellent optoelectronic properties.15 As low-cost solution-processed optical
materials, LHPs have received enormous attention in recent
years.9 There has been rapid progress in increasing their critical properties such as power conversion eﬃciency,14 color
purity,12 and quantum eﬃciency.6 Among all LHPs, as emer-
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ging eﬃcient emitters, LHPs QDs oﬀer the intriguing potential
in the light-emitting high-brightness devices whose emission
spectra can be tuned readily over the entire visible spectral
region by adjusting their halide composition (ratio of halides
in mixed halide QDs).12 In addition to the achieved remarkable performance, successful industrialization of LHPs QDs
soon must require reliable long-term operation under real
working conditions involving humidity, optical irradiation,
and thermal condition. Using LHPs, lead leakage from
damaged perovskite cells has received unprecedented attention and extensive study as an environmental and public
health risk.4,7,15–18
In addition to being an environmental hazard, Pb leakage’s
detrimental eﬀect on the performance of optoelectronic cells
is evident. As is well known, semiconductors generally suﬀer
from severe luminescence quenching due to insuﬃcient confinement of excitons, which tends to happen at the interface
between the charge injection layer and the light emission layer
or other crystal defects.5,8 Reducing the exciton quenching,
which occurs at the interface, then became the primary issue
to be solved to improve EL eﬃciency of LED devices. For LHP
QDs, the nonradiative recombination of excitons mainly
occurs at surfaces with an imperfect crystal structure such as
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uncoordinated Pb ions (metallic Pb clusters) and halide
vacancy due to nonstoichiometric reaction during the fast
process of QD crystalline formation.8
In considering its impact in multiple aspects, a clear
pattern of how the lead crystallites generate plays an essential
role in enhancing safety and environmental stability.
According to previous reports, the LHP lattice can expel
certain ions in their elemental form.5 The elimination of
neutral Pb(0) and Cs(0) indicated that these ions were reduced,
and hence the QD was oxidized ( p-doping). In contrast, the
elimination of Br2 indicates the reduction of QD (n-doping).
Other results demonstrated that the Br vacancies at the nonpassivated surface reduced Pb2+ to Pb0 by trapping electrons
generated from the exciton dissociation, which provides a
primary pathway for exciton trapping. Thus, the Br− compensates the charge imbalance of the PbBr6 octahedron that contains vacancies and terminates Pb2+ → Pb0 conversion.8
Despite extensive research, few reports show the detailed
atomic and electronic structures of these unstable LHPs QDs.
Therefore, understanding the process of Pb leakage and the
deeper degradation mechanism of the LHP QDs is a prerequisite for implementation in real-life applications.19–27
Herein, utilizing advanced electron microscopy techniques,
the presence of Pb particles and the formation of the RP phase
as a critical degradation pathway in CsPbBr3 LHP QDs has
been confirmed. Combining (S)TEM and electron energy loss
spectroscopy (EELS), the existence of metallic Pb was initially
confirmed experimentally. Detailed structural characterization
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was conducted to illustrate the Pb leakage related to atomic
structure evolution in CsPbBr3 QDs·By using atomic-resolution
high-angle annular dark-field HAADF-STEM and annular
bright-field ABF-STEM images, we observed that the degradation products included the Pb-deficient RP phase perovskite
Cs2PbBr4 and elemental Pb. These observations revealed an
intrinsic degradation pathway of CsPbBr3 QDs, where the Pb
leakage was confirmed as the key structural instability source.
Moreover, we found that the metallic Pb nanoparticles have a
prominent influence on producing an interface formed
between the RP phase and conventional orthorhombic perovskite CsPbBr3. Our atomic and electronic structure analysis of
the Pb aggregation related fine structure in CsPbBr3 QDs show
that both the metal cluster and the accompanying phase
boundaries act as new trap states, which is detrimental to the
optoelectrical performance of related devices.

Results and discussion
The CsPbBr3 QDs studied here were synthesized via a hotinjection technique, which has been widely used to synthesize
LHP QDs, as described by Protesescu et al.12 Fig. 1a shows the
overview TEM image of CsPbBr3 nanocube QDs dispersed on a
TEM grid. The histogram for the size distribution shows that
the average edge length of the cube QDs was ∼10.7 nm
(Fig. S1†). The inset corresponding diﬀractogram of the
selected area marked by the red rectangle in Fig. 1a indicates

Fig. 1 (a) The low magniﬁcation TEM bright-ﬁeld image of orthorhombic CsPbBr3 quantum dots dispersed on the copper grid. (b), (c) HAADF and
ABF images of single CsPbBr3 quantum dot in [110] zone axis, respectively. Insets: high magniﬁcation of the images supposing with the atomic
conﬁgurations of orthorhombic CsPbBr3 (d) A continuous record of two-photon PL spectra of the CsPbBr3 quantum dots over four days. (e)
Microscopic cathodoluminescence (CL) spectrum of CsPbBr3 quantum dots with and without decorations.
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that the room-temperature intrinsic crystal structure is orthorhombic (space group: Pnma).28–30 Atomic resolution HAADF
and ABF images of one single orthorhombic CsPbBr3 QD are
shown in Fig. 1b and c, respectively. In HAADF imaging, the
contrast is approximately proportional to the square of the
atomic number (Z),31 allowing the atomic species to be identified by their Z-contrast (Z = 82 for Pb, Z = 55 for Cs, and Z = 35
for Br). As shown in the inset of Fig. 1b, the atomic columns
are labeled according to the atomic number, Z. Cs and Pb
columns were distinct while the Br column was subtle to recognize, which is consistent with the trend of their atomic
number. The ABF images were sensitive to the light element,
where we could figure out each Br column position, as shown
in the inset of Fig. 1c. The labeled insets indicate that the outof-plane orientation of this CsPbBr3 QD is [110] zone axis. The
atomic models have been overlapped on the images and show
a good match. The scale bar of the HAADF and ABF images are
both 2.5 nm.
The photoluminescent (PL) properties of the CsPbBr3 QDs,
were investigated further using two-photon PL measurement
utilizing a grating spectrograph with a charge-coupled device
(CCD) camera. The photoluminescence quantum yield of the
CsPbBr3 QDs was estimated to be ∼88%. As shown in Fig. S2,†
the characteristic PL peak locates at 513 nm, and the full
width at half maxima is 21.9 nm. PL spectrums are consecutively recorded over four days of exposure to the environment.
As shown in Fig. 1d, the PL peak shifts gradually to the longwavelength side, which was supposed to be caused by the
generation of defect states during degradation of the QDs. Size
growth, which may introduce the redshift, has been excluded
in the QDs (Fig. S3†). To further explore the microscopic cause
of the redshift, the cathodoluminescence (CL) spectrum was
obtained using the Gatan Vulcan detector installed in a stateof-the-art JEOL GRAND ARM300F Cs-corrected (S)TEM. As
shown in the inset in Fig. 1e, several decorations with high
electron scattering contrast were confirmed to be attached to
the degraded CsPbBr3 QDs in some areas. The CL spectra of
the three regions were collected. The green, blue and red
curves represent the signal collected from the sites without
any decorations, a few decorations and plenty of decorations
marked by the same color squares as shown in the inset. From
the CL spectrum, it was noted that a broad peak rose in the
low energy side, and the intrinsic peak at 513 nm shrank, indicating the generation of defect state in the bandgap.
To investigate the suﬃcient structural evolution correlated
with the optical property degradation, we conducted a detailed
analysis using in situ STEM. We focused on a region with some
decorations attached to the degraded CsPbBr3 QDs. The diﬀractogram displays information about the reciprocal space, as
shown in the inset. In addition to the diﬀraction pattern of the
orthorhombic CsPbBr3 QDs, there was another set of diﬀraction spots marked by white arrows. A higher magnification
STEM image of the QD with decorations, marked by yellow
and blue boxes, is shown in Fig. 2b. The line scan high loss
STEM-EELS analysis across the decoration to obtain the
atomic element information is shown in Fig. S4 and S5.† In
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Fig. 2 (a) Low magniﬁcation HAADF image of partially degraded
CsPbBr3 quantum dots. The inset shows the diﬀractogram of the whole
imaging area. Labeled arrow point to spots for metal Pb. (b) Atomicresolution HAADF image of a selected region in a. Boxes mark areas
with clusters. (c) Atomic resolution HAADF image of a single CsPbBr3
quantum dot with a cluster and a distinct phase as separated by yellow
dash line. (d) Atomic resolution HAADF image of another CsPbBr3
quantum dot. The inset showed the intensity line proﬁle of the yellow
rectangle region which is across a phase boundary.

the spectrums, we could see three significant peaks, i.e., one at
1542 eV, which represents the L-edge of Br, and the others at
2548 eV and 2586 eV, which represent the M5 and M4 edge of
Pb. The stoichiometric ratio and the valence state can be
deduced from the relative proportion of the peak intensity.
When the EELS line scans the nanocrystallite area away from
the bulk, the M5 peak became dominant and broadened, indicating changes in components and bonding orbital.
Additional atomic-resolution structural analysis of the
nanocrystallites attached to the QDs, was conducted. The
HAADF image of the selected region is marked by the yellow
square in Fig. 2b, indicating that these byproduct spheres
exhibit a distinct lattice fringe, which does not overlap with
the one in the background perovskite QDs as shown in Figs.
2c,d and S6.† The lattice space of the high contrast island was
0.18 and 0.25 nm, which matches the (022) and (002) spacing
of metallic lead very well.32–34
We concluded that these decorations were metallic Pb
nanocrystallites, thus putting together the atomic structure
and the EELS information. More importantly, we found that in
addition to the orthorhombic perovskite phase, there exists
another state in the lead leaking particles as separated by a
phase boundary marked by the yellow dash line in Fig. 2c and
d. It is easy to distinguish them by the relative intensity of
each atom column in the HAADF images. The strength of the
atomic columns at the adjacent sites of the new perovskite
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phase was nearly uniform, which agrees with the feature of
Ruddlesden–Popper (RP) phases from the [001] projections in
the previous work.35 Line profiles in the inset helped to
confirm the diﬀerence between these two phases. As shown in
the inset of Fig. 2d, an obvious interface was shown, marked
by the red dash line. Another example is shown in Fig. S7.† It
was clearly observed that each new phase in the orthorhombic
QDs was adjacent to a Pb cluster, indicating the degradation
mechanism. The atomic structure of the Pb leakage related to
fine structure in the RP phase was further thoroughly
investigated.
Conventional orthorhombic CsPbBr3 QDs crystallized into
an ABX3-like perovskite lattice that comprises three-dimensional (3D) corner-shared PbBr6 octahedra. The divalent metal
Pb cation was octahedrally coordinated by halide Br anions
that occupied the position of the corners, while Cs fit into a
12-coordinate A-site formed between PbBr6 octahedra. Layered
perovskite oxides An+1BnO3n+1 (n = 1, 2, …), as one of the significant variants of conventional perovskite, consists of alternated ABO3 and AO layers, also known as the RP phase.30 For
RP phases, there is an in-plane (1/2 1/2) shift between two
adjacent CsPbBr3 units. The critical value n for a thermodynamic stable RP phase could be 1 or 2 depending on the AO
layer number in alternative stacking with ABO3. For n = 1,
there is one layer of AO sandwiched in ABO3 layers along the
[001] crystallography direction and for n = 2, there are two
layers of AO. The stacking information related to n can thus be
determined by the planar intensity ratio between the adjacent
A and B atomic columns. For RP phases, we only considered
the cases of n = 1 and n = 2, as RP phases with n > 3 may not
be thermodynamically stable.35 Theoretically, for RP n = 2
phase, the intensity of column A, IA, equals that of column B,
IB, whatever the thickness is. For the RP n = 1 phase, the
strength of A and B atom columns were not equal. The diﬀerence reduced as the thickness increased. As shown in Table 1
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in the ESI,† we counted 30 intensity ratios with an average of
1.052, which demonstrates a clear diﬀerence between IA and
IB. The RP phase was then determined to be Cs2PbBr4.
Based on the atomic resolution HAADF, ABF images, and
the intensity measurement, the atomic structure models of the
RP phase were built as shown in Fig. 3. The schematic of the
3D atomic structure models of standard CsPbBr3 perovskite
phase along the [001] projection and RP phase Cs2PbBr4 along
the [100] projection are shown in Fig. 3a,b, respectively. We
could intuitively observe the diﬀerence between the conventional perovskite and layered perovskite by the in-plane 1/2
shift from the structure models. Fig. 3c and d shows the
atomic structure model of the conventional CsPbBr3 perovskite
phase along the [110] zone axis and the RP phase along [001].
We marked the two adjacent columns as A and B as shown in
Fig. 3c and d. In [001] projection of the RP phase, the atom
columns intensity of both A and B sites tend to become
uniform for forming Cs–Pb–Br hybrid columns. While in [110]
projection of conventional perovskite, the A and B sites represent the Cs atom column and the Pb–Br atom column,
respectively, and they diﬀer in intensity. To verify our observations, we simulated the HAADF images of conventional
orthorhombic CsPbBr3 and the RP phase in [110], [001] zone
axis, as shown in Fig. 3g and h. Compared with the HAADF
images in Fig. 3e and f, the simulation fits very well, thus confirming our atomic structure models.
The Pb-deficient RP phase identified here clearly explains
the featured Pb aggregation behavior in the partially degraded
QD. In addition to the revealed degradation path from perovskite CsPbBr3 to layered Cs2PbBr4 at environmental conditions,
the newly observed interface between the RP and orthorhombic phases was thoroughly evaluated with atomic and
electronic structures. As shown in Fig. 4a, there was a distinct
interface marked by the yellow dash line between the RP phase
and conventional perovskite phase. We magnified the interface

Fig. 3 Two structural phases in partially degraded CsPbBr3 quantum dots. (a), (b) the atomic structure model of perovskite in [001] and RP phase of
CsPbBr3 viewed along [100] zone axis, respectively. (c), (d) atomic structure model of perovskite and RP phase of CsPbBr3 viewed along [101] and
[001] zone axis, respectively. (e) Atomic-resolution HAADF image of perovskite CsPbBr3 showing orthorhombic structure along the [101] zone axis.
(f ) Atomic-resolution HAADF image of a selected area in CsPbBr3 quantum dot showing the RP phase along [001] zone axis. (g), (h) Simulated STEM
image of orthorhombic CsPbBr3 along [101] zone axis and RP phase along [001] zone axis, respectively.
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Fig. 4 (a) Atomic resolution HAADF image of the phase boundary in a
partially degraded CsPbBr3 quantum dot. (b), (c) The Charge density of
conduct band bottom (CBM) and valence-band maximum (VBM) for the
phase boundary, respectively.

Fig. 5 Schematic describing the proposed mechanisms of exciton
quenching caused by metallic Pb nanoparticles and the accompanying
phase boundary.

Nanoscale
junction. The electrons primaril concentrate on the layered RP
phase side as n-type semiconductors, while holes primarily
concentrate on the perovskite CsPbBr3 side as p-type semiconductors. The proposed mechanisms of exciton quenching
caused by metallic Pb nanoparticles and the accompanying
phase boundary are shown in Fig. 5. Concerning the influence
of the metallic lead on PL decay mechanism in hybrid perovskites LED device, Cho et al. described the proposed PL decay
mechanisms of radiative recombination with and without stoichiometric tuning.6 In the decay mechanism model, the fast
decay was related to trap-assisted recombination at grain
boundaries, whereas the slow decline was related to radiative
recombination inside the grains. Two diﬀerent cases were
explained, depending on the presence of metallic Pb atoms
(intense quenchers). When metallic Pb atoms are absent, the
dominant decay channel is radiative recombination within the
nanograins (slow decay). However, when metallic Pb atoms in
the emission layer are primarily present at grain boundaries
rather than in grains, nonradiative recombination dominates
due to the presence of many accessible quenching sites.
Herein, as products of CsPbBr3 degradation, Pb nanoparticle
and phase boundary always appeared at the same time, which
allows Pb particles to play the role of being one of the nonradiative recombination centers. Furthermore, the direction of
the built-in electric field of the p–n junction was from the RP
phase to the perovskite CsPbBr3, which hindered the free
movement of electrons and holes. Because electrons and holes
can only move in the direction of the PN junction, the radiative
recombination was strongly weakened, enhancing the nonradiative recombination at the phase boundary.

Conclusions
area to evaluate the fine structure in this critical area. The
interface issue has attracted considerable attention in the field
of lead halide perovskite optical devices.36–39 The main
concern was about the carriers scattering at the interface
between the charge injection layer and the light emission
layer. The defects that came along with it have been interpreted from calculation to experiments.40–42
As per previous reports, interfaces between the functional
layer and LHPs emission layer tend to become sinks for both
chemical impurities and structural defects that segregate there
from the grain interior during material synthesis and device
assembly.43–49 The interface between the light-emitting layer
and the electron transport layer could severely limit the
current eﬃciency.6 Based on the atomic resolution STEM
image, we build an atomic model of the phase boundary, as
shown in Fig. 4b. We could easily distinguish layered RP and
perovskite CsPbBr3 phase using the relative intensity of the
atomic column. DFT calculations were performed to illustrate
the electronic structure and increase its influence on the
luminescence performance. From the charge density of VBM
and CBM, as shown in Fig. 4b and c, the phase boundary separates electrons and holes on diﬀerent sides, similar to a p–n
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In summary, combining the state-of-the-art aberration-corrected STEM visualizations and DFT calculations, we displayed
the detailed atomic and electronic structures of LHP CsPbBr3
QDs during Pb leakage. The depletion of Pb caused the orthorhombic CsPbBr3 to transform to the Pb-deficient RP phase
Cs2PbBr4. As accessible quenching sites, nonradiative recombination caused by Pb nanoparticles occurred in the LHP
CsPbBr3 QDs for the presence of gap states between the
valence band maximum and the Fermi level. The phase
boundary simultaneously appeared when diﬀerent phases met
in one QD. According to the DFT calculations, the phase
boundary separates electrons and holes on diﬀerent sides,
similar to a p–n junction. The built-in electric field limits the
free movement of electrons and holes, making the non-radiation recombination dominate the recombination of electrons
and holes. Thus, Pb particles interacting with the phase
boundary play a prominent role in influencing the luminescent performance. The result helps to understand how metallic
Pb leakage aﬀects the kinetics of exciton quenching process
and transportation of free carriers, and improve the PL performance of CsPbBr3 QDs. Because of structural similarities,
our results on CsPbBr3 QDs could help explain the influence
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of metallic Pb leakage on all lead halide perovskite systems. It
provides an avenue to control the exciton quenching kinetics
and reduce the impact on the environment caused by Pb
leakage in perovskite QDs devices.
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