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Stable deep-blue FAPbBr3 quantum dots
facilitated by amorphous metal halide matrices†
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This communication describes a strategy to synthesize stable deep

blue FAPbBr3 quantum dots (QDs) by constructing a matrix structure.

Amorphous Ni2+-based metal halide matrices can stabilize QDs from

both chemical and physical factors, and Ni2+ doping can further

enhance their structural stability due to lattice shrinking. Such deep

blue QD films exhibit stable X-ray diffraction patterns and photo-

luminescence even after 245 days of storage.

Lead halide perovskite nanocrystals (LHP NCs) with high
photoluminescent quantum yield (PLQY), tunable colors, and
high color saturation have attracted great interest in the field of
lighting and display.1–6 As a primary color for display, deep blue
LHP NCs have suffered from serious color drift and intensity
degradation, which result from the ionic migration for mixed
halide systems or dimensional evolution for quantum confined
systems.7,8 It should be noted that the ionic migration of LHP
cannot be inhibited due to its ionic nature. As a double-edged
sword, the quantum confinement effect leads to the band gap of
LHP blueshift to realize blue emission, while quantum-confined
materials with a high surface-to-volume ratio result in high
surface energy and tend to be unstable.9–11 Therefore, using
surface engineering to decrease surface energy is an effective way
to prohibit the changes of quantum-confined LHP in structure
and dimension for achieving stable deep blue LHP.12

Generally, surface engineering for LHP can be employed via
ligand passivation or construction of the core–shell/matrix
structure.13,14 As is known, ligand passivation is based on

chemical adsorption.15 Although ligands having strong affinity,
functional groups can passivate vacancies and reduce ligand
shedding, the dynamic adsorption and desorption process of
ligands is a key factor to degrade the optoelectronic properties
of LHP in the long term.16–20 According to the properties of
common quantum dots (QDs), the core–shell structure can
stabilize the core from both chemical and physical factors.21

Whereas, such a compact core–shell structure can hardly be
achieved for LHP due to the incompatibility of the ionic LHP
core and covalent shell (ZnS, PbS, etc.).22–24 Using ionic metal
halide matrix can decrease such mismatch and lattice strain to
enhance the stability of CsPbI3 QDs.25–27 Therefore, the fabri-
cated metal halide matrix has the potential to construct stable
deep blue QDs.28–30

Deep blue QDs were synthesized using a ligand-assisted
reprecipitation method (details in the experimental section,
ESI†). As shown in Fig. 1a, increasing the feeding ratios of Ni/
Pb could directly adjust the QD emission colors from green to
deep blue. In order to obtain the precise Ni/Pb ratios, induc-
tively coupled plasma mass spectrometry (ICP-MS) was
employed (Table S1, ESI†), and the Ni/Pb ratio was from 0 to
7.96%. According to the UV-vis spectra (Fig. 1b), a distinct first
exciton absorption peak (434 nm) was observed when introducing
Ni2+. Such sharp exciton absorption peaks suggest a strong
quantum-confined system. When the Ni/Pb ratio was greater than
1.36%, distinct second and third exciton peaks appeared, which
implied QDs with high quality. Additionally, the bulk absorption
peak of FAPbBr3 (535 nm) gradually decreased with increasing Ni/
Pb ratio, which suggested the decrease of green emission. We also
used photoluminescent (PL) spectra to monitor such evolution
(Fig. 1c). In the condition of Ni/Pb = 0.44%, multiple PL peaks at
the blue region could be observed, accompanied by a blueshift of
green emission. When the Ni/Pb ratio increased to 0.80%, all PL
peaks shifted to the blue region. The multiple PL peaks tended to
be one peak when Ni/Pb ratio was 1.36%. At last, only one PL peak
at 442 nm could be obtained by further increasing the Ni/Pb ratio
to 4.86% or 7.96%. Based on these PL spectra, the Commission
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calculated (Fig. 1d), and the deep blue QDs (Ni/Pb = 4.8 and
7.96%) were located at (0.058, 0.031). Furthermore, the PLQYs for
both deep blue QDs were 40% and 32%, respectively, which might
result in non-optically active Ni2+ doping. As shown in Fig. 1e and
Table S2 (ESI†), the average PL lifetimes of the deep blue QDs
were 62.98 ns (Ni/Pb = 4.86%) and 38.82 ns (Ni/Pb = 7.96%).

In order to study the formation mechanism of deep blue
QDs, transmission electron microscopy (TEM) and high-
resolution TEM (HRTEM) were employed to identify their
structures. As shown in Fig. S1 (ESI†), the pristine sample
(Ni/Pb = 0) was a mixture of FAPbBr3 NCs and nanoplates. With
increasing Ni/Pb ratio, FAPbBr3 NCs and nanoplates gradually
decreased, and thin nanosheets appeared. Furthermore, the
center of the nanosheets was not transparent, while the edge of
the nanosheets showed poor crystallization, which implied the
compositions of the center and edge were not the same. It
should be noted that the samples exhibited a sharp deep blue
emission accompanying the appearance of such nanosheets.
We employed HRTEM to insight into the internal nanostruc-
tures of deep blue nanosheets (Ni/Pb = 4.86%). As shown in
Fig. 2a, there were many black dots in the untransparent center
region. Then, upon further increasing the magnification times,
uniform QDs of 2.70 nm � 0.05 nm (Fig. S2, ESI†) could be
clearly observed (Fig. 2b), which matched well with their deep
blue emission. Such QDs also exhibited good crystallization,
and a clear lattice distance of 0.27 nm could be observed
corresponding to the (210) plane of FAPbBr3 (the inset in
Fig. 2b).31 Furthermore, the compositions of nanosheets and
QDs were measured by elemental mapping. A typical nanosheet
(Fig. S3, ESI†) was selected with a transparent edge and an
untransparent center. In a high-angle annular dark-field scan-
ning transmission electron microscopy image (HAADF-STEM,
Fig. S4a, ESI†), only the center of the nanosheet exhibited white

color, suggesting a dense center and less dense edge. On the
basis of elemental mapping images (Fig. S4b–d, ESI†), N, Pb, and
Br were uniformly distributed in the center of the nanosheet. As
a result, these QDs in the center were FAPbBr3 QDs. Additionally,
Ni was uniformly distributed in the whole nanosheet (Fig. S4e
and f, ESI†). For one part, such results suggested that Ni2+-based
materials were the main compositions of the nanosheet edge,

Fig. 1 (a) Images under UV-light (365 nm), (b) UV-vis absorption spectra, (c) PL spectra, and (d) CIE coordinates for Ni2+ doped FAPbBr3 QDs. (e) PL
decay curves of deep blue QD solutions with Ni/Pb ratios of 4.86% and 7.96% (measured emission wavelength: 442 nm).

Fig. 2 HRTEM images of (a) the deep blue nanosheet and (b) FAPbBr3

QDs (Ni/Pb = 4.86%). Inset: Lattice distances of QDs. (c) XRD patterns of
FAPbBr3 QDs (Ni/Pb = 0, 0.44, 0.60, 0.80, 1.36, 4.86 and 7.96%).
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which could act as the metal halide matrix to limit the growth of
FAPbBr3 QDs. As a result, small FAPbBr3 QDs could disperse
uniformly and compactly in the matrix, which could prevent the
dimensional evolution of QDs. In another part, Ni2+ might dope
into FAPbBr3 QDs. The small-sized Ni2+ doping could induce the
shrinking of the crystal lattice to enhance the stability of QDs.
Then, X-ray diffraction (XRD) was employed to perform the
structural characterization. As shown in Fig. 2c, two main
diffraction peaks at 15.0 and 30.01 corresponded to the (100)
and (200) planes, respectively, of bulk FAPbBr3, and weak
diffraction peaks at 3.0, 8.8, and 12.01 corresponded to the
characteristics of low-dimensional FAPbBr3. According to the
Bragg formula, the peak at 3.31 could be assigned to the size of
2.7 nm QDs, which matched well with the TEM results. The
peaks at 9.8, 13.1, and 16.51 were the high-order diffraction
peaks of the close-packed QDs. With increasing Ni/Pb ratios, the
peaks of (100) and (200) planes became weak, indicating the
decrease of bulk FAPbBr3, while the enhanced peaks of FAPbBr3

QDs confirmed an increased proportion of QDs. It should be
emphasized that all the characteristics of QDs shifted to a high
angle with an increasing Ni/Pb ratio. This result demonstrated
that small-sized Ni2+ doped into FAPbBr3 QDs to replace a part of
Pb2+. Furthermore, we measured the XRD patterns of the Ni2+-
based metal halide matrix (Fig. S5, ESI†). No characteristic peaks
could be obtained, which suggested that this matrix was amor-
phous. Therefore, such an amorphous matrix must be poor
crystallinity, exhibiting no crystal lattices, and low contrast in
TEM images.

Benefitting from the Ni2+-based matrix and small-sized Ni2+

doping, the stability of deep blue FAPbBr3 QDs must be greatly
enhanced. The stability of their optical properties was evalu-
ated by accelerated aging tests, such as UV and heat aging. The
UV resistance of deep blue FAPbBr3 QDs (Ni/Pb = 4.86 and
7.96%) was measured under 365 nm (8W) and 254 nm (8 W) UV
lamps. PL intensity decay curves were used to identify the half-
lifetimes of each sample. As shown in Fig. 3a and b, both
samples exhibited stable PL spectra without the PL shift, and
the PL intensities of FAPbBr3 QDs (Ni/Pb = 4.86%) degraded
much more slowly. According to Fig. 3c, the half-lifetimes of
each sample were 95 (Ni/Pb = 4.86%) and 28 min (Ni/Pb =
7.96%). The thermal resistance of deep blue FAPbBr3 QDs also
exhibited similar results (Fig. 3d and e), and the half-lifetimes
of each sample at 60 1C were 92 (Ni/Pb = 4.86%) and 65 min (Ni/
Pb = 7.96%). Therefore, a suitable Ni/Pb ratio could shrink the
crystal lattice to enhance stability, while a high Ni/Pb ratio
might induce more lattice distortion to decrease stability.

The structural stability of the deep-blue FAPbBr3 QDs
(Ni/Pb = 4.86 and 7.96%) was also measured via time-
dependent XRD patterns. Two deep blue films were fabricated
and stored in ambient conditions. As shown in Fig. 4a, FAPbBr3

the QD film (Ni/Pb = 4.86%) exhibited stable XRD patterns after
245 days of storage, and the film emitted deep blue light under
a UV lamp (Fig. 4b). While the FAPbBr3 QDs film (Ni/Pb =
7.96%) exhibited much poor structural stability. Only after 35
days of storage, new XRD patterns appear accompanied by the
green emission of the film. It should be noted that Ni2+ can

easily absorb moisture. Excess Ni2+ will induce intense hydro-
lysis, resulting in poor stability. According to the above results,
deep blue FAPbBr3 QDs with a 4.86% Ni/Pb ratio had the best
optical and structural stabilities.

In summary, we successfully achieved stable deep blue
FAPbBr3 QDs facilitated by a Ni2+-based metal halide matrix.

Fig. 3 The UV aging test of deep blue QD was measured under 365 nm
(8W) and 254 nm (8 W) UV lamps: (a) Ni/Pb = 4.86% and (b) Ni/Pb = 7.96%.
(c) PL intensity decay curves of both samples under UV irradiation. The
thermal aging test of deep blue QDs at 60 1C: (d) Ni/Pb = 4.86 and (e) Ni/
Pb = 7.96%. (f) PL intensity decay curves of both samples at 60 1C.

Fig. 4 FAPbBr3 QDs with Ni/Pb = 4.86% thin films: (a) XRD patterns
evolution, (b) images under 365 nm UV light. FAPbBr3 QDs with Ni/Pb =
7.96% thin films: (c) XRD patterns evolution, (d) images under 365 nm
UV light.
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Only if the Ni/Pb ratio was greater than 4.86%, FAPbBr3

materials exhibited strong quantum confined properties, and
a single PL peak at 442 nm could be obtained. Based on
HRTEM and XRD results, FAPbBr3 QDs were dispersed uni-
formly and compactly in the amorphous matrix, and a part of
Ni2+ was doped into FAPbBr3 QDs. Benefitting from matrix
protection and lattice shrinkage, FAPbBr3 QDs exhibited good
optical and structural stability. Therefore, the strategy of using
a metal halide matrix and doping could effectively boost the
stability of quantum-confined perovskite materials to realize
high color saturation for lighting and display.
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