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Fabrication of water-resistant fluorescent ink using
the near-unity photoluminescence quantum yield
of CsPbBr; doped with NiBr,¥
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Doping with transition and alkaline earth metal ions into all-inorganic perovskite nanocrystals (NCs) has
attracted attention recently for tuning the photoluminescence quantum yield (PLQY). We report on the
hot injection synthesis of nickel ion-doped CsPbBrs NCs with near-unity PLQYs. Nickel ions were suc-
cessfully incorporated into the octahedral environment of CsPbBrs NCs, replacing the lead ions. The
introduction of nickel ions into CsPbBrs NCs substantially eliminates intrinsic defects and halide vacancies
for improved structural order and near-unity PLQYs. Benefiting from these unique properties, nickel ion-
doped CsPbBrs NCs were dispersed in a polymer to prepare an efficient fluorescent ink. The fluorescent
ink shows excellent thermal and water stability under harsh environmental conditions. Moreover, the use-
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fulness of the fluorescent ink for security purposes was demonstrated by designing and recognizing a flu-
orescent QR code. This study reveals that doped CsPbBrs NCs can be used to prepare efficient water-
resistant fluorescent ink for anti-counterfeiting applications, widening the usefulness of doped all-in-
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1. Introduction

All-inorganic lead halide perovskites (LHPs) CsPbX; (X = Br,
Cl, I) have attracted enormous research interest recently owing
to their excellent physical and optoelectronic properties orig-
inating from their direct optical band gap,' large optical
absorption coefficient,>* long-range diffusion length,* high
charge carrier mobility,> high photoluminescence quantum
yield (PLQY),® narrow photoluminescence (PL) linewidth,” and
wide colour gamut.'™ These interesting properties bring great
potentiality® ! towards various optoelectronic applications
like photovoltaics,">"* light-emitting diodes,"*™® single-photon
sources,’’*° X-ray scintillators,”® and lasers.”’ However, the
sensitivity of LHPs to oxygen and moisture is an obstacle for
realistic applications.*>** Structural and surface defects affect
their stability in the presence of moisture, light and thermal
stress, transforming the pristine nature of the LHPs.>* To date,
several strategies have been adopted to improve the stability of
LHP nanocrystals (NCs). These include the use of ammonium
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alkyl halides, benzoyl halides and ammonium halides as
efficient halide sources,>*™>’ fabrication of core-shell struc-
tures and encapsulation of NCs using polymers.”®*?° The Pb**
in [PbXe]*” octahedra has a strong effect on the optical and
structural properties of LHPs. In the quest for improving opto-
electronic properties, doping with metal ions is an effective
approach for LHPs. The basic idea is to reduce the numbers of
defects and vacancies and to improve the lattice ordering of
[PbXe]*~ octahedra for enhanced PLQYs.**** Recently, various
dopants like transition metals (Mn>*, Ni**, Cd**, Co*" etc.) and
alkaline Earth metals (Ba**, St**, Ca®" etc.) have been incorpor-
ated into CsPbX; NCs.**™” It is generally observed that doping
of perovskite NCs enhances their crystallinity, charge recombi-
nation efficiency and PL behaviour with improved PLQYs.
Yong et al. reported near-unity PLQYs of mixed halide
CsPbCl,Br;_, NCs (x = 1.5, 2.4, 3) by Ni** doping.*® Nickel ions
were chosen as the dopant considering their strong preference
for octahedral coordination with halide ions. The short-range
disorder of the lattice induced intrinsic defects such as halide
vacancies, which were substantially eliminated to improve the
PLQYs of doped NCs. Zhou et al. reported the incorporation of
Mn*" into CsPbCl; NCs via directly inserting [MnClg]*~ octahe-
dra into the perovskite structure during the nucleation and
growth processes.”® The PLQYs of the CsPbCl; perovskite
reached 40% upon Mn doping. These results demonstrated
that the doping strategy potentially enhanced the PL properties
of the CsPbX; NCs. As a non-activator metal ion, the Ni**
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dopant is attractive due to its electron spin of S = 1.83, lack of
nuclear spin and weak spin-orbit coupling effect compared to
Pb2+.40,41

The magnetic dopants can also impart strong magnetiza-
tion in the host lattice.** The smaller ionic radius of Ni** (69
pm) compared to that of Pb*>" (119 pm) contracts the host
lattice. Divalent Ni** ions have a preference for octahedral
coordination with halide ions of the perovskite lattice.*’ Ni**
ions with the same iso-valency and coordination mode as Pb>*
ions increase the stability of the resulting perovskite lattice
structure with improved PL efficiency. Such NCs with high
PLQYs and tunable PL wavelengths with narrow full width at
half maxima (FWHM) in the visible range are attractive for
real-world applications, yet examples are limited. Fluorescent
ink is one of the commercial applications used in QR code
anti-counterfeiting technologies.*” To fabricate an ink, highly
luminescent perovskite NCs are mixed with the polymer host
which acts as an encapsulating agent. Hydrophobicity and
thermal stability are the crucial parameters of fluorescent inks
prepared with NCs for security purposes.*>™* In this study, we
synthesized Ni**-doped perovskite CsPbBr; NCs and compared
their optical properties with those of undoped NCs. A near-
unity PLQY was achieved by optimizing the Ni** dopant con-
centration in the host CsPbBr; NCs. The crystallinity of the
doped NCs was improved compared to that of pristine NCs by
increasing the dopant concentration. The high PLQY and
enhanced stability of the doped NCs were utilized to prepare
fluorescent ink by mixing them with polydimethyl siloxane
(PDMS). The high PLQY and narrow FWHM of PL of the doped
NCs were retained in the host PDMS. The resulting fluorescent
ink showed robust luminescence at elevated temperature.
Additionally, the fluorescent ink showed excellent water-resist-
ant properties that are useful for commercial purposes. We
demonstrated the stability of the fluorescent ink under harsh
environmental conditions and its usefulness for security
purposes.

2. Experimental section
2.1. Materials

Cesium carbonate (Cs,CO3, 98%, Spectrochem), lead bromide
(PbBr,, 98%, Sigma), 1-octadecene (ODE, 90%, Sigma), oleic
acid (OA, 90%, Sigma), oleylamine (OLAm, 70%, Sigma), nickel
bromide (NiBr,, 98%, Sigma), hexane (Merck), and ethyl
acetate (Merck) were used for the synthesis and washing of
NCs directly without further purification. All reactions were
carried out under a continuous N, atmosphere. PDMS ( polydi-
methylsiloxane) was used for ink fabrication.

2.2. Preparation of the cesium oleate (Cs-OA) complex

Cs,CO; (400 mg), oleic acid (1.75 mL), and ODE (15 mL) were
taken into a 50 mL round bottom flask and heated to 120 °C
under vacuum with vigorous stirring. Then, the temperature of
the reaction mixture was raised to 150 °C under an N, atmo-
sphere until the solution was clear. This solution was kept
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under an N, atmosphere for high temperature hot-injection
synthesis.

2.3. Synthesis of halide perovskite CsPbBr; NCs

In a 25 mL three-necked round bottom flask, PbBr,
(0.188 mmol) was mixed with OA (500 pL), OLAm (500 pL),
and ODE (3 mL) and heated to 120 °C under vacuum for
30 min under continuous stirring conditions. After 30 min of
vacuum treatment, the reaction temperature was raised to
160 °C under an N, atmosphere. The mixture turned to a
clear yellow solution after the dissolution of Pb salts. At
160 °C, 0.6 mL of Cs-OA was injected within the reaction
mixture and the reaction was immediately quenched in ice-
water. In the case of doped CsPbBr; NCs, different numbers
of moles of NiBr, salts were added. The as-prepared CsPbBr;
NCs were washed with ethyl acetate at 8500 rpm for 10 min
and the solution was then washed with hexane and
ethyl acetate and it was dissolved in hexane for further
characterization.

2.4. Characterization

A Cary 60 UV-vis spectrophotometer was used for recording
UV-vis absorption spectra, photoluminescence (PL) spectra
were recorded using a Nanolog spectrofluorometer from
HORIBA Jobin Yvon, and temperature-dependent PL spectra
were recorded using a FuloroMax-3 spectrometer from
HORIBA Jobin Yvon. The PLQY was measured using a cali-
brated integrated sphere attached to an FL3-2iHR Nanolog
spectrofluorometer. X-Ray diffraction (XRD) measurements
were performed with a Bruker D8 Advance powder diffract-
ometer using Cu Ka (1 = 1.5418 A) as the incident radiation.
Transmission electron microscopy (TEM) and high-resolution
TEM (HRTEM) images were recorded with a UHR FEG-TEM,
JEOL JEM-2100F electron microscope using a 200 kV electron
source. A diluted solution of CsPbBr; and doped NCs were
drop-cast onto a carbon-coated copper grid and dried for TEM
measurements. To measure the Ni/Pb elemental ratio, an
inductively coupled plasma atomic emission spectrometer
(ICP-AES, PerkinElmer Optima 2100 DV) was used. The as-syn-
thesized and washed doped and undoped CsPbBr; NCs were
initially digested in concentrated HNOj;. In the next step, they
were diluted with Milli-Q water, maintaining a particular con-
centration for ICP-AES measurements. For time-correlated
single photon counting (TCSPC) measurements, the samples
were excited at 410 nm using a picosecond diode laser (IBH
Nanoled-07) in an IBH Fluorocube apparatus (JY-IBH-5000M).
Fluorescence decays were recorded on a Hamamatsu MCP
photomultiplier and analysed using DAS6 software. The
average life time (z,,,) was calculated from the decay time (z,,
n =1, 2... n) and normalized pre-exponential factors (4,, n =1,
2,...n) using the following equation:

Tavg = (11 X A1) + (72 X Ap) 4 ...(Tn X Ap)

Thermogravimetric analysis (TGA) was carried out using a
Q600, TA Instruments. X-Ray photoelectron spectroscopy (XPS)
measurements were carried out using an Omicron electron

This journal is © The Royal Society of Chemistry 2024


https://doi.org/10.1039/d4nr00668b

Published on 16 abril 2024. Downloaded on 01/11/2025 4:47:13.

Nanoscale

spectrometer equipped with an EA125 analyzer and a Mg Ko
X-ray source with a photon energy of 1253.6 eV. Nuclear mag-
netic resonance (NMR) was carried out in d-toluene. '**Cs
NMR spectra were recorded using a Bruker 600 MHz spectro-
meter and the spectra were phase and baseline corrected using
MNova software (Mestrelab).

2.5. Fluorescent ink fabrication

Fluorescent ink was prepared by mixing the NCs (5 mg mL ™)
with PDMS and painted onto glass or paper. Luminescence
was observed under 365 nm UV light. Temperature-dependent
PL was measured by placing the film on a hotplate at different
temperatures, followed by PL measurements of the film. To
measure water stability, a thin film of the ink was immersed in
hot water, followed by PL measurements. Contact angle
measurement was performed for a thin film of the fluorescent
ink using an Ossila contact angle goniometer, L2004A1.

3. Results and discussion

A general hot-injection synthesis strategy reported by
Protesescu et al. was followed to synthesize perovskite CsPbBr;
NCs.* In a typical synthesis, PbBr,, OA, and OLAm were taken
in a round bottom flask heated under vacuum and the Cs-
oleate precursor was injected into the reaction mixture at
160 °C. The reaction was quenched in an ice-water bath. The
feeding amount of NiBr, (Ni/Pb molar ratio varies from 0.1 to
0.7) was changed to vary the Ni** ion concentration for the syn-
thesis of doped CsPbBr; NCs. TEM images of the as-prepared
NCs show a cubic morphology. CsPbBr; NCs have an average
size of 11.7 + 2 nm (Fig. 1a; inset of Fig. 1a). HRTEM images of
the CsPbBr; NCs reveal an interplanar spacing of 0.21 =+
0.02 nm corresponding to the (011) plane of bulk cubic
CsPbBr; (COD file: 96-153-3064; Fig. 1b). TEM images of the
Ni**-doped CsPbBr; NCs show a cubic morphology with a size
of 7.0 + 2 nm (Fig. 1c; inset of Fig. 1c). A narrow size distri-
bution was observed for doped NCs in comparison with pris-
tine NCs. This narrow size distribution of the doped NCs com-
pared to the pristine NCs may be attributed to the synergism
effect of anions and cations.*>*® The introduction of Ni** ions
into CsPbBr; NCs also reduces the interplanar spacing (0.19 +
0.02 nm) of the (011) plane (Fig. 1d). The fast Fourier trans-
form (FFT) pattern for the doped NCs shows spots corres-
ponding to the (011) and (002) planes similar to those for the
undoped CsPbBr; NCs, suggesting a single-crystalline nature
of the NCs (Fig. S17). Energy dispersive X-ray (EDX) analysis
reveals the chemical compositions of the pristine NCs and
doped NCs (Fig. S21). EDX analysis shows the presence of Ni**
in the doped CsPbBr; NCs and Ni/Pb elemental ratio to be
0.34, which corresponds to the Ni/Pb molar ratio of 0.5 used in
the synthesis (Fig. S21). Quantitative elemental analyses using
ICP-AES measurements support the observed atomic ratio of
Ni to Pb cations (Table S17). Furthermore, XPS was employed
to investigate the chemical environments of the pristine and
doped NCs (Fig. 2). The high-resolution XPS spectrum of pris-
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Fig. 1 (a) TEM image of pristine CsPbBr; NCs with an edge dimension
of 11.7 + 2 nm. The inset shows the corresponding size distribution his-
togram. (b) High-resolution TEM image of pristine CsPbBrz NCs of the
(011) plane with a lattice spacing of 0.21 + 0.02 nm. (c) TEM image of
Ni?*-doped CsPbBrz NCs with an edge dimension of 7.02 + 2 nm. The
inset shows the size distribution histogram. (d) High-resolution TEM
image of Ni?*-doped CsPbBrs NCs showing a lattice spacing of 0.19 +
0.02 nm for the (011) plane.

tine NCs shows Cs 3d doublet peaks at 737.5 eV and 723.5 eV
for 3d;, and 3ds),, respectively (Fig. 2a). The Pb 4f doublet
peaks at 142.3 eV and 137.3 eV and Br 3d doublet peaks at
68.36 eV and 67.36 €V have been observed for the pristine NCs
(Fig. 2b and c). The XPS spectra of the doped NCs also show
peaks corresponding to Cs 3d, Pb 4f and Br 3d orbitals,
however, with a shift to higher binding energy, signifying the
modified chemical environment of [PbBr6]4_ octahedra
(Fig. 2a-c).””"*® A comparison between the pristine and doped
NCs suggests an energy shift of ~0.3 eV for Pb>", elaborating
that Ni** ions partially displace the Pb>" ionic sites, modifying
the chemical environment of [PbBre]'~ octahedra. This is
further confirmed by the appearance of two major peaks for
the Ni 2p orbital at 869.05 eV and 856.25 eV for 2p,, and
2pss, respectively, in the XPS spectrum of the doped NCs
(Fig. 2d).>*** Increasing the Ni** content in pristine CsPbBr;
NCs results in a new peak at ~854.7 eV, which may correlate
with the Ni-O bond at the surface due to the Ni*" ligand inter-
actions (Fig. S31).*° Considering the fact that '**Cs is sensitive
to the local environment, NMR spectroscopy of **Cs was
carried out to probe the local environment of pristine and
doped NCs (Fig. S47). The resonance peak for *>Cs broadens
due to the introduction of Ni** into the perovskite lattice of
doped CsPbBr; NCs, resulting in B-site disorder. TGA shows a
mass loss at 176 °C due to the decomposition of organic
ligands and a second major loss because of the inorganic core
at around 347 °C for the pristine NCs (Fig. S51).*> In compari-
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Fig. 2 Survey scans of the oxidation states of elements in the XPS
spectra of both pristine and doped CsPbBrz NCs, which show (a) Cs-3d,
(b)Pb-4f, and (c) Br-3d orbitals. The upper and lower panels show the
XPS spectra of Ni?*-doped CsPbBrs and CsPbBrs NCs, respectively. (d)
XPS spectrum of Ni-2p orbitals.

son, the TGA of Ni*-doped CsPbBr; NCs shows enhanced
thermal stability with a first decomposition temperature at
~347 °C (Fig. S51).*°

XRD measurements reveal the formation of a cubic crystal
phase for both the pristine and doped NCs (COD file: 96-153-
3064) (Fig. 3a). This observation indicates the retention of the
host crystallinity after doping with Ni*" in the NCs. However,

(a) A nipb=053] (D) W
ﬂ Ni/Pb=0.38 420=0.52° Ni/Pb=0.38
- -~
S NiPb=0.26| 3 NilPb=0.26
L o)
2 A NiPb=0.18| = W
7] [72]
C =
E Ni/Pb=0.075 E /“w
— < & g 91533064 ) i 96-153-3064
T I LA -
21 ' [ el PO
10 20 30 40 50 60 29 30 31 32

20 (Degree) 20 (Degree)

Fig. 3 (a) XRD patterns with changing Ni* concentration showing the
cubic perovskite phase (COD file: 96-153-3064). (b) Enlarged XRD pat-
terns showing a red shift of diffracting peaks with increasing Ni** con-
centration. The legends used in the figure represent the elemental ratio
of Ni/Pb obtained from ICP-AES.
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Ni** doping brings a change in the characteristic (002) peak of
pristine NCs while varying the Ni** concentration. The diffrac-
tion peak at ~30° gradually shifts towards a higher angle upon
increasing the Ni*" dopant concentration (Fig. 3b).>**" This
shift of the (002) peak position towards a higher angle con-
firms the effective incorporation of Ni** ions in the pristine
CsPbBr; NCs.*” Furthermore, we have plotted the lattice para-
meters versus dopant concentration (Ni/Pb ratio obtained from
ICP-AES). A linear relationship between the lattice parameters
and the composition was obtained (Fig. S61), which is in good
agreement with Vegard’s law. The reason for the continuous
increase in lattice contraction can be assigned to the decrease
in size when the feeding amount of the dopant increases. In
the doped CsPbBr; NCs, the dopant Ni** ions partially replace
the Pb>" ions in the octahedral coordination to form doped
perovskite NCs. The smaller size of Ni** (ionic radius 69 pm)
ions in comparison with the Pb*>" (ionic radius 119 pm) ions in
the octahedral coordination is the key factor, leading to the
reduction of the lattice constant upon doping.>*

To study the dopant effect in the pristine NCs, the optical
properties of the NCs were further examined by varying the
dopant ion concentration (Fig. 4, Fig. S7, and S8t). The first
exciton absorption peak of the pristine CsPbBr; NCs is located
at 513 nm, which is ~13 nm blue shifted when Ni** is incor-
porated into the pristine NCs (Fig. 4a). The blue shift of the

(a) ,,,,,,,,, Ni/Pb=0.53 (b) Ni/Pb=0.53
| T NiPb=0.38| M
S *, 2
b= I o
[ ] = 2
] NiPb=026| M
S| e i
é .............. Ni/Pb=0.18 f s
2 ................... a MmO
"""""""""""""" Ni/Pb=0.075
Ni/Pb=0.075
sty b0 ‘/\ NifPb=0
450 500 550 600 450 500 550 600
Wavelength (nm) Wavelength (nm)
100 Ni/Pb=0
2 Ni/Pb=0.075
o 4 Ni/Pb=0.18
=80 Ni/Pb=0.26
R Ni/Pb=0.38
k] Ni/Pb=0.53
) =y
> 60 =3
£ 2 8
12
£ g2
S 40 3
(e} (@]
—
o
20 °
°
°
°
04 T T T T
0.0 0.2 0.4 0.6 40 60 80 100

Time (ns)

Ni/Pb Ratio

Fig. 4 (a) UV-vis absorption spectra and (b) variation in the PL spectra
upon changing the doping concentration of Ni?* ions. (c) PLQYs with
increasing dopant concentration. (d) Time decay curves with doping
concentration variation. The legends used in the figure represent the
elemental ratio of Ni/Pb obtained from ICP-AES.
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peak position is attributed to the substitution of larger sized
Pb** jons by smaller sized Ni** jons in the [PbXg]'~
octahedra.*>® Considering the blue shift of the excitonic
absorption peak, it can be concluded that the lattice contrac-
tion is the key factor for the enhancement of the band gap
energy.’® Additionally, the quantum confinement effect also
affects the bandgap energy, which is directly correlated to the
smaller size of the doped NCs. The PL peak of the pristine NCs
shifts from 516 nm to 511 nm while incorporating the Ni**
ions into the doped NCs. The absence of any dopant related
PL peak confirms the minimal effect of doping in the elec-
tronic structure of the NCs (Fig. 4b).>® Importantly, the PL
intensity of the doped NCs increases with increasing dopant
concentration to a certain extent (Fig. S7t1). The NCs exhibit
the highest PL intensity for a 0.38 Ni/Pb ratio (obtained from
ICP-AES) and the PL intensity decreases further due to an
inter-dopant coupling-induced self-quenching effect upon the
introduction of excess Ni dopants.’*™* Notably, Ni** doping
resulted in an increased PL intensity. We found that the PLQY
was increased from 68% for the pristine NCs to 98% for the
Ni**-doped NCs with a 0.38 Ni/Pb ratio (Fig. 4c, and
Table S27). Further increase of the Ni** concentration resulted
in a decrease of the PLQY to 72%. The enhancement of the
PLQY reveals the reduced non-radiative recombination follow-
ing the PL decay path.”® A low dopant concentration can mini-
mize any adverse effects on the structure and enhance the
luminescence properties by eliminating structural defects of
the doped NCs (Table S3}). However, the use of a high dopant
concentration may form an alloyed composition with the host
NCs, forming additional mid-gap states.>®> Compared to the
pristine NCs, Ni** doping heals the defect states, leading to PL
enhancement. The excess Ni** leads to self-quenching in the
octahedral coordination of NCs. To investigate the photo-
physical properties of doped NCs, we have carried out TCSPC
measurements of the pristine and doped NCs (Fig. 4d, and
Table S4t). The average PL lifetime of the NCs initially
decreases with increasing dopant concentration and reaches a
maximum value for the highest dopant concentration. The
initial reduction of the average PL lifetime is attributed to the
reduced defect states upon doping, which eliminates the non-
radiative pathways for faster decay. However, an excess amount
of dopant creates defect states in the crystal structure and
increases the halide vacancies.>® Due to the formation of new
vacancy states by halide ions, the PLQY decreases with increas-
ing concentration of Ni** ions.*” We have calculated the radia-
tive decay rates, which confirm that the radiative decay rate
increases with Ni** doping and decreases after reaching a
maximum value (Table S57). Also, the decrease in non-radia-
tive decay rate clearly supports the suppression of the non-radia-
tive channel upon doping. Hence, the maximum solubility for
Ni** concentration with ~5.6% (Ni/Pb = 0.38 from ICP-AES) was
achieved upon introducing the Ni dopants into CsPbBr; NCs.
The high PLQY of NCs upon doping offers an attractive
opportunity for anti-counterfeiting and security applications.
To promote these applications, the as-synthesized doped NCs
were mixed with PDMS to prepare an effective fluorescent
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ink.””®® We used doped NCs with the highest PLQY (Ni/Pb =
0.38) in PDMS to prepare the fluorescent ink. Since PDMS is a
highly transparent material, it doesn’t affect the optical pro-
perties of NCs radically. The PL maximum remains almost the
same upon incorporation of the NCs into a polymer (Fig. 5a).
Both the undoped NCs and doped NCs incorporated into
PDMS show an intense green luminescence (inset of Fig. 5a).
Since the perovskite NCs are highly sensitive to environmental
changes, we examined the stability of the ink at different temp-
eratures. Notably, the PL of the pristine CsPbBr; NCs quenches
completely at 80 °C (Fig. S9at). The PL of the Ni*"-doped NCs
also quenches upon increasing the temperature; however, they
still retain 11% of their original intensity at 80 °C (Fig. S9b¥).
In comparison with the pristine NCs, for doped NCs, the fluo-
rescent ink shows much improved PL stability upon increasing
the temperature. The PL retains 60% of its original intensity at
80 °C and the PL of the ink can be detected at an elevated
temperature of up to 160 °C (Fig. 5b). The stability under
higher thermal conditions is the major advantage of the fluo-
rescent ink of these perovskite NCs. Furthermore, we prepared
a thin film of the fluorescent ink on a glass substrate by the
doctor blading method. The thin film was placed on a hot
plate and several heating-cooling cycles were conducted
between 150 °C and 30 °C. It was observed that the ink
retained its PL intensity for several heating-cooling cycles
(Fig. 5¢). This kind of PL sustainability is ideal for anti-coun-
terfeiting applications. Fig. S101 shows photographs of a thin
film of ink on a glass slide in daylight and under UV light after
conducting the heating—cooling cycles. The thin film shows an
intense green colour upon UV exposure. Furthermore, the
effect of moisture in the fluorescent ink film was tested by
measuring the contact angle. A water droplet placed on the
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Fig. 5 (a) PL spectra of Ni®*-doped CsPbBrs NCs in hexane (maroon)
and PDMS (royal blue). (b) PL spectra of a thin film of the ink at different
temperatures showing thermal stability. (c) Heating—cooling cycles at
150 °C and 30 °C showing the reversible fluorescence cycles of the ink.
(d) PL intensity in water for days showing the water resistivity properties
of the ink.
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Fig. 6 (a) Study of the contact angle of a water droplet on a thin film of the fluorescent ink. Luminescence images of the film under exposure to a
UV lamp at 365 nm (b) in hot water and (c) at room temperature. (d) Enhancement of PL intensity after exposing the film in hot water to room temp-
erature water. (e) Anti-counterfeiting effect for a QR code which clearly shows the proper visibility under illumination with a UV lamp.

thin film of ink shows a contact angle of 91.53°, revealing the
hydrophobic nature of the ink (Fig. 6a). The hydrophobic
nature of the thin film of the ink inspired us to examine the
stability in water. To test the stability in water, the thin film of
ink was immersed in water in a Petri dish for several days. The
luminescence of the resulting thin film was tested by taking
photographs under UV illumination (Fig. S11}) and by measur-
ing PL spectra over an increasing number of days (Fig. 5d; and
Fig. S111). The thin film of the ink retained its PL intensity
after 30 days in water. Furthermore, we placed the thin film of
the ink in hot water (Fig. 6b). The ink film showed a feeble
green colour with the naked eye upon UV exposure.
Correspondingly, a weak PL was detectable (Fig. 6d).
Interestingly, the same film, when placed in room temperature
water, showed an intense green colour upon UV exposure
(Fig. 6¢). The PL intensity increased by 5-fold when the thin
film of the ink was transferred from the hot water to room
temperature water (Fig. 6d). Importantly, the moisture stability
of the thin film of the ink shown here can be applied for
effective anti-counterfeiting applications. We created an arbi-
trary QR code and filled the characters with the ink (Fig. 6e).
The bright green luminescence is visible under the UV illumi-
nation of the QR code (Fig. 6e). This observation suggests that
the ink can be used to design a fluorescent QR code and QR
code recognizer. These observations further demonstrate that
the Ni**-doped NCs with narrow FWHM and improved PL pro-
perties are stable under harsh environmental conditions,
expanding their potential applications in water resistant fluo-
rescent ink for security purposes.

9816 | Nanoscale, 2024, 16, 9811-9818

4. Conclusion

In conclusion, we have reported on the doping of CsPbBr; NCs
with Ni>* ions to obtain single colour green luminescence with
near-unity PLQYs. Transition metal Ni** replaces the Pb>* from
the host lattice of perovskite CsPbBr; NCs. Incorporation of
Ni*" in the host NCs retained the crystal structure and stability
of the NCs. The high PLQYs along with robust stability of the
doped NCs were utilized to prepare a fluorescent ink by mixing
them with PDMS. The resulting fluorescent ink shows a hydro-
phobic nature and high moisture stability. Furthermore, the
ink retains its PL intensity for several heating-cooling cycles at
elevated temperatures. The robust water resistance properties
of the ink were utilized to design a fluorescent QR code and
QR code recognizer. This result highlights the importance of
doped perovskite NCs towards the fabrication of highly sus-
tainable luminescent ink.
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