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lid-state histidine-stabilized gold
nanoclusters for applications in white-light
generation†

Markus Zetes,‡ab Alexandru-Milentie Hada,‡ab Milica Todea,cd Luiza Ioana Gaina,e

Simion Astilean ab and Ana-Maria Craciun *a

The majority of present-day white-light emitting devices (WLEDs) are built upon the use of rare-earth

elements, which have a short supply, are expensive and can become extremely toxic. Thus, in this work,

we synthesized an eco-friendly, efficient and cheap white-light emitting material (WLEM) based on solid-

state histidine-stabilized gold nanoclusters (His-AuNCs), obtained through the lyophilization of

microwave-synthesized photoluminescent His-AuNCs. Their morphological and structural

characterization was followed by thorough evaluation of their intrinsic solid-state photoluminescence

properties via steady-state and time-resolved fluorescence spectroscopy and microscopy, at multiple

excitation wavelengths. A white-light emission was observed under UV light excitation due to the two-

band broad emission, with maxima at 475 and 520 nm, covering a large area of the visible spectrum. In

order to evaluate the purity of the white-light emission we calculated the chromaticity coordinates, at

different wavelengths, and displayed them on a CIE (Commision Internationale d’Eclairage) diagram. An

excellent value of (0.36, 0.33) was found at 420 nm excitation, which falls within the range of pure

white-light emission. Moreover, the His-AuNCs show great photo- and thermo-stability, thus proving

their ability to perform as a reliable WLEM with potential use in the development of eco-friendly WLEDs.
1. Introduction

White-light emitting devices (WLEDs) have achieved great
brightness levels, efficiency, stability and other great character-
istics for commercialization over time. They are heavily used in
the production of displays, automotive headlamps, room-lamps,
etc. A common approach toward white-light generation was re-
ported by Wang et al.,1 who characterized WLEDs as phosphor
atoms that are excited by blue or near-UV irradiation, typically
known as down-conversion of light. Unfortunately, there are two
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main concerns with this approach: rstly, down-converting lters
and commercial phosphors contain rare-earth elements, such as
europium, terbium, and yttrium.2 Rare-earth elements are
extremely exploited in different industries leading to a very low
supply world-wide, while their recycling procedures could be very
toxic for humans and the environment.3 Secondly, long exposure
to the blue and UV components of a WLED system can cause
extreme harm to vision and circadian rhythms of humans.4,5

Considering these drawbacks of conventional WLEDs, the
development of novel, reliable, eco-friendly and energy efficient
white-light emitting materials (WLEMs) is a great challenge
among researchers. There have been numerous reports on
nanoclusters (NCs) as viable and reliable WLEMs. For example,
Tanwar et al..6 reported white-light emission from a mixture of
silicon quantum dots and gold nanoclusters (AuNCs), while
Barman et al.7 reported white-light generation in a composite of
carbon dots and dye-encapsulated bovine serum albumin
protein-capped AuNCs. In this context, AuNC-based WLEMs can
be promising candidates for reducing the problems caused by
conventional WLEDs. Nowadays, AuNCs have gained increased
interest among researchers because they are a new class of
extremely small nanomaterials with amazing optical properties,
such as intrinsic tunable photoluminescence (PL), large Stokes
shi, non-toxicity and great photostability.8 They are extremely
small in dimension (1–3 nm) and can be green-synthesized using
template-assisted approaches in the presence of proteins,9
© 2023 The Author(s). Published by the Royal Society of Chemistry

http://crossmark.crossref.org/dialog/?doi=10.1039/d3na00555k&domain=pdf&date_stamp=2023-10-20
http://orcid.org/0000-0002-9975-5651
http://orcid.org/0000-0002-6561-0972
https://doi.org/10.1039/d3na00555k
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3na00555k
https://pubs.rsc.org/en/journals/journal/NA
https://pubs.rsc.org/en/journals/journal/NA?issueid=NA005021


Paper Nanoscale Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

4 
Se

pt
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 1

/2
3/

20
26

 1
1:

07
:5

6 
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 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
peptides,10 amino acids,11 etc. A very important feature of AuNCs
is that their emission is tunable and the spectral position of the
emission band can bemanipulated by varying the capping ligand
and the amount of gold salt.12,13 This property opens them up to
a great number of applications in areas like: sensing,14 imaging,15

catalysis,16 optoelectronics,17 etc. Another remarkable feature of
AuNCs is that they preserve their PL properties in different states
of matter such as colloidal solution or solid-state powder.15,18

Huang et al. demonstrated that solid-state AuNCs play a huge role
in white-light emission due to their stability and emission
properties.19 Therefore, the necessity of a novel, more efficient
and affordable WLEM together with the excellent excitation-
dependent and photostable PL properties of AuNCs might be
the perfect match to achieve this goal.

Herein, we prove the appealing white-light emissive prop-
erties of solid state photoluminescent histidine-stabilized
AuNCs (His-AuNCs), as efficient, eco-friendly and stable
WLEM, a reliable alternative to the currently employed mate-
rials based on rare-earth phosphors or other elements. The
obtained His-AuNCs, with an average size of 2.9 ± 0.3 nm,
were optically and structurally characterized. Their elemental
and structural composition was investigated via X-ray photo-
electron spectroscopy (XPS), nuclear magnetic resonance
(NMR), Fourier transform infrared spectroscopy (FT-IR) and
mass spectrometry while steady-state uorescence spectros-
copy and uorescence lifetime imaging microscopy (FLIM)
assays performed at different excitation wavelengths revealed
the behavior of their photoluminescence. In particular, solid-
state His-AuNCs exhibit a dual-emission with bands localized
at 475 and 520 nm, excitation-dependent behavior and uo-
rescence lifetimes in the 2–3 ns range. Their broad dual-band
photoluminescence emission covers a large area of the visible
spectral region enriching them with white-light emission
properties, as also proved by the image captured from the
lyophilized powder under UV light. The purity and relevance of
the emitted white-light was evaluated using the Commision
Internationale d’Eclairage (CIE) diagram.6 For example, under
420 nm excitation, the chromaticity coordinates were found to
be (0.36, 0.33), close to those of an ideal white-light source.
Additionally, His-AuNCs preserve their WLE properties at high
temperatures (up to 150 °C) and aer 1 h of continuous irra-
diation, demonstrating their high resistance to temperature
and high photostability. The fabricated novel, green, efficient
and extremely photo- and thermo-stable WLEM could have
a great impact on a large eld of industrial applications and
potential to slowly outperforming the traditional WLEDs
which are health and environmental hazards.
2. Experimental details
2.1 Materials

L-Histidine (His) and hydrogen tetrachloroaurate(III) trihydrate
(HAuCl4$3H2O) of analytical grade were purchased from Sigma-
Aldrich. Ultrapure water with a resistivity of 18 MU cm used for
the preparation of the solutions was obtained with a Milli-Q
Millipore purication system (Merck, Massachusetts, USA).
© 2023 The Author(s). Published by the Royal Society of Chemistry
2.2 Synthesis and lyophilization of His-AuNCs

All the glassware used in this work was carefully cleaned with
aqua regia (HCl/HNO3, volume ratio 3 : 1) and rinsed thoroughly
with ultrapure water before use. The His-AuNCs were synthe-
sized using a novel method recently published.20 Briey, His
(0.1 M, 3 ml) was mixed with HAuCl4 (10 mM, 1.5 ml) in a G10
sealable microwave vessel and the mixture was introduced into
a microwave reactor, where the probe was irradiated in pulses of
850 W power for 30 minutes at 90 °C and 12 000 rpm. The use of
microwaves signicantly shortens the synthesis procedure to
only 30 minutes making the synthesis more attractive and less
time-consuming than room-temperature approaches which
take considerably more time. Additionally, as previously
shown,20 His-AuNCs obtained using microwaves exhibit a four
times stronger PL emission, at the same excitation, compared to
His-AuNCs obtained at room temperature. Aerwards, the His-
AuNCs were puried by centrifugation (6000 rpm, 10 min) using
a 10 kDa Satorious centrifugal concentrator (Hettich, Germany)
to eliminate the surplus of His and unreduced ions. The as-
obtained His-AuNCs were placed in a freezer for 24 h prior to
the lyophilization process. Aerwards, the frozen solution was
placed in a Biobase BK-FD Series vacuum freeze dryer at−60 °C,
and aer 24 h it presented itself in a solid state.
2.3 Instrumentation

His-AuNCs were prepared in a microwave reactor (Monowave
300, Anton Paar). HR-TEM images were acquired with a Tec-
nai TEM microscope (G2 F20 X-TWIN) at 200 kV accelerating
voltage. Confocal FLIM images and uorescence lifetime
decay curves of the His-AuNCs in the solid state were obtained
using a MicroTime200 confocal time-resolved uorescence
microscope system from PicoQuant (Berlin, Germany), under
excitation at 375, 405, 485 and 520 nm using pulsed laser
diodes operating at 40 MHz. The signals were spatially and
spectrally ltered using a 50 mm pinhole and corresponding
long-pass emission lters from Chroma (HQ405LP, HQ430LP,
and HQ510LP) and Semrock (FF01-519LP). A VL-215.C UV
lamp with two 15 W UV tubes at 254 nm was used to analyze
the white-light emission of the His-AuNCs solid powder. All
photos were taken using a mid-range smartphone camera.
The uorescence spectra of His-AuNCs in the solid state were
measured using a JASCO FP6500 spectrouorometer (Tokyo,
Japan) with 1 nm spectral resolution, equipped with a 150 W
Xenon lamp as the excitation source and solid sample
attachment (FDA 430). The uorescence spectra of His-AuNCs
were obtained with excitation and emission bandwidths xed
at 3 nm. NMR spectra were recorded at room temperature on
Bruker Avance instruments (1H/13C: 600 MHz/150 MHz), in
solution (deuterated solvents D2O) using tetramethylsilane as
the internal reference. XPS spectra were recorded with
a SPECS PHOIBOS 150 MCD system (Berlin, Germany)
employing a monochromatic Al-Ka source (hn = 1486.6 eV),
a hemispherical analyzer, a multichannel detector and
a charge neutralization device. The samples were xed on
double-sided carbon tape and care was taken to ensure that
the sample particles covered the tape. The experiments were
Nanoscale Adv., 2023, 5, 5810–5818 | 5811
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performed by operating the X-ray source with a power of
200 W, while the pressure in the analysis chamber was in the
range of 10−9–10−10 mbar. The binding energy scale was
charge referenced to C 1s at 284.6 eV. The elemental
composition was determined from survey spectra acquired at
a pass energy of 60 eV. High resolution spectra were obtained
using an analyzer pass energy of 20 eV. Charge neutralization
was used for all samples. Analysis of the data was carried out
with Casa XPS soware. A Shirley background was used for all
curve-tting along with the Gaussian/Lorentzian product
form (70% Gaussian and 30% Lorentzian). Thermogravi-
metric analysis (TGA) was performed using a DTG-60H Shi-
madzu derivatograph (Kyoto, Japan). The sample was heated
constantly from 25 °C up to 650 °C. Fourier transform
infrared spectroscopy (FT-IR) spectra of His and His-AuNCs
were recorded on a Brucker Alpha II spectrometer between
400 and 4000 cm−1 using the attenuated total reectance
(ATR) sampling technique. The mass spectra (EI-MS) were
recorded on a Shimadzu QP2010+, under the conditions of
direct sample introduction, electron impact, and 70 eV.
3. Results and discussion
3.1 Optical and morphological characterization

The PL emission of the lyophilized His-AuNCs was investigated
via steady-state uorescence spectroscopy. Fig. S1† displays the
emission spectra of the solid-state-His-AuNCs at different exci-
tation wavelengths, starting at 340 nm up until 500 nm. The
powder shows two wide emission bands at 475 and 520 nm that
cover the dominant part of the visible spectra (400–700 nm).
Interestingly, the ratio between peak intensities changes with
the excitation wavelength. For example, the higher energy
emission (475 nm) presents a dominant intensity under exci-
tation between 340 and 400 nm, while under 420 nm excitation
or above, the lower energy band takes over. We have previously
observed in our studies an excitation-dependent emission for
AuNCs.21 Even though, to our knowledge, there is no concrete
theory that effectively explains the intrinsic PL of AuNCs, we
believe that the PL band at around 475 nm could be attributed
Fig. 1 (a) Excitation spectra (lem at 475 and 520 nm) and PL spectrum
resolution TEM image of His-AuNCs. Inset – HRTEM image.

5812 | Nanoscale Adv., 2023, 5, 5810–5818
to the Au core, according to the metal connement effect, while
the band at approximately 520 nm might originate from the
surface-attached His, as it was demonstrated that the PL band
of His-AuNCs displays a gradual bathochromic shi with the
increase in the number of capped ligands,22 which could occur
in our case during the lyophilization process. Furthermore, we
evaluated the excitation spectra of the two emission bands and
the results are presented in Fig. 1a. The 475 nm emission band
exhibits an excitation shoulder located at 380 nm, while the
520 nm one displays a well-dened excitation peak centered at
440 nm, which are in excellent correlation with the aforemen-
tioned results. Regarding UV-vis absorption properties, we have
shown in our previous publication20 that His-AuNCs exhibit two
weak absorption bands at 256 and 324 nm, related to the
presence of stabilizing His. The absence of a specic surface
plasmon resonance band at around 520 nm indicates that the
synthesized nanomaterial has nanocluster dimensions, which
was further conrmed by TEM.

The representative overall image presented in Fig. 1b and the
high resolution one (inset – Fig. 1b) highlight the presence of
well-dened individual very small spherical particles. Aer
analyzing more than 100 particles, the average size of the His-
AuNCs was calculated to be 2.9 ± 0.3 nm.

3.2 Structural characterization

A structural characterization of His-AuNCs was rst made based
on NMR spectroscopy (1H NMR, 13C NMR, and COSY, see Fig. 2
and ESI Fig. S2–S8†). As presented in the 1H-NMR spectra of His
(red line) and His-AuNCs (green line), all the signals corre-
sponding to the His protons in His-AuNCs are signicantly
deshielded compared to those of His (Fig. 2).

The most deshielded signal of His-AuNCs, with the chemical
shi d = 7.78 ppm, belongs to a proton situated between the
nitrogen atoms of the 1H-imidazole ring (see in Fig. S2† the
structure of His and the numbering used to assign the signals),
with the corresponding signal of His having a chemical shi at
d = 7.56 ppm. The highest difference between the chemical
shis of the protons from His-AuNCs compared to those from
His was 0.22 ppm for the proton Ha (dHa = d(Ha)His-AuNCs − d(Ha)
(lex at 400 nm excitation) of His-AuNCs in the solid state. (b) Low

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 The 1H-NMR superimposed spectra of His (red) and His-AuNCs (green), including the detailed view of the aliphatic region. The 1H-NMR of
both His and His-AuNCs were recorded at 600 MHz in D2O.
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His), followed by proton Hb (dHb = 0.1 ppm) and diastereotopic
protons Hc (dHc = 0.06 ppm; dHc’ = 0.07 ppm) and Hd (0.05
ppm). The incidence of the proton signals at a lower magnetic
Fig. 3 XPS survey spectra of His and His-AuNC samples.

© 2023 The Author(s). Published by the Royal Society of Chemistry
eld in His-AuNCs is a result of the His coordination on the Au
surface, which affect the electron density in the hole molecule,
being more pronounced on the 1H-imidazole ring, but remain
signicant even for aliphatic protons.

Furthermore, to obtain information on the elemental
composition of His-AuNCs and to better understand how
AuNCs interact with His, XPS analysis was performed. The
survey XPS spectra of the His and His-AuNCs samples are shown
in Fig. 3.

The photoelectron peaks corresponding to C, N, O and Au,
respectively, can be clearly identied in the survey spectra. XPS
spectra in the regions of C 1s, O 1s, N 1s and Au 4f core levels
together with the peak-tting results are shown in Fig. S9–S12.†
A careful analysis of the survey and high-resolution spectra
could reveal important information about the chemical
composition of the samples and also about the oxidation state
of Au in the His-AuNC sample in order to verify the type of
chemical bond which forms between Au and His. Under suit-
able conditions, the three functional groups, amino, imidazole
(IM) and carboxylic acid of His are potential binding sites to
form a complex with the metal ions.23

The elemental composition on the surface of His and His-
AuNC samples obtained by the analysis of XPS scans in Fig. 3
Nanoscale Adv., 2023, 5, 5810–5818 | 5813
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is summarized in Table S1.† Comparing the atomic concen-
trations for the two samples, one can notice a slight decrease in
the weight of oxygen and carbon for the His-AuNC sample
compared to the His sample. At the same time, a signicant
increase in nitrogen is observed. The Au atomic concentration is
very low, being around 0.1% in the layer analyzed by the XPS
technique, which is up to 10 nm. In addition, the presence of
chlorine was also observed in the His-AuNC sample.

The high-resolution C 1s spectra recorded for the two
samples have an asymmetric shape. The width of the peaks
allowed a deconvolution using four components (Fig. S9†),
which are summarized in Table S2.† At lower binding energies,
of around 284.6 eV, there is a component attributed to the
carbon atom involved in C–C/C–H bonds. This component was
used as a reference for the calibration of all recorded XPS
spectra. The second component at 285.8 eV can be due to the
C–N bonds in His and/or C–O coming from the contaminating
carbon due to the atmospheric exposure of the samples. The
component at around 288 eV is attributed to the carbon in the
carbonyl groups (C]O).23 The peak of carbon in carboxylate
(O]C–OH), amide carbon (N–C]O) and/or imidazole's N]C–
NH bond of His appeared at 289.9 eV in the His sample whereas
in the His-AuNC C 1s spectrum, this peak appeared at 290.3 eV
with a shi of 0.4 eV to a higher binding energy when Au bonds
to His.24

It was shown that the imidazole's N]C–NH carbon peak is
located at a binding energy of 290.5 eV, whereas the amine's
carbon (C–NH2) peak is positioned at 290.0 eV.25 The shi to
higher binding energies of this component peak for the His-
AuNC sample indicates a slightly increased contribution of
the imidazole carbon connected with protonated nitrogen.

The high-resolution N 1s spectra and their deconvolutions
for the His and His-AuNC samples are shown in Fig. S10.† Both
spectra were well tted using two spectral components each.
The N 1s spectrum for the His sample has two component peaks
at 398.8 eV and 400.7 eV, while for the His-AuNC sample the
peaks are located at 398.6 eV and 400.5 eV. The results obtained
from the deconvolutions are centralized in Table S3.† For the
His-AuNC sample it was noted that there is a shi of the N 1s
spectrum components by 0.2 eV towards lower values of the
binding energies accompanied by a change in the weight of the
two components compared to in the spectrum of the His
sample. The component at lower binding energy could be
assigned to an imino-nitrogen atom (IM-ring) and those at
higher values are related to the C–NH–C bond in an IM-ring and
to nitrogen atoms of the amino group (NH2) of His.23 The weight
of the N 1s component at lower binding energy decreases aer
His–Au interaction and an increased amount of the amino
spectral component is observable. His molecules bond to each
other by strong intermolecular forces. It is known that His
molecules are predominantly zwitterionic.26 Two types of zwit-
terions with protonated amino groups and with protonated
imidazole rings, could be present in His samples. The N 1s
spectrum of the analyzed samples lacks the component corre-
sponding to protonated amines (NH3+) which would appear at
around 402 eV.26 Thus, when gold bonds to His, a partial
protonation of the nitrogen in the imidazole cycle is very likely
5814 | Nanoscale Adv., 2023, 5, 5810–5818
because the component at 398.6 eV assigned to the imino-
nitrogen atom (IM-ring) decreases in weight and the one at
400.5 eV increases.

The high-resolution O 1s spectra are shown in Fig. S11.† The
spectrum of the His sample could be decomposed into four
peaks associated with O–C]O, C]O or O]C–N (∼531 eV), C–
OH, O]C–O (∼532.4 eV) and O]C–O, C–O–C (∼533.8 eV)
bonds,24 as summarized in Table S4.† The same four compo-
nents, with the same assignment, were used for the deconvo-
lution of the O 1s spectrum for His-AuNCs. The peaks were
located at 530.8 eV, 532.2 eV and 533.9 eV, respectively.

The observation of the protonated amino group in the IM
ring together with the dominant O 1s component at around
531 eV indicates a proton transfer from the carboxyl group of
His to the amino group, and the formation of a zwitterionic His
molecule. On analyzing the above presented results, it can be
considered that the shiing of carboxylate and amino peaks of
His for the His-AuNC sample compared to for the His sample
indicates surface interaction of Au and His through carboxyl
and amino groups. Thus, binding is likely to occur through
covalent (Au with His molecules through IM-ring amino func-
tionalities) and electrostatic interactions (with carboxyl). A
stabilization of the non-protonated state of the amino group
and the protonated nitrogen atom of the imidazole ring may be
achieved by coordination to gold atoms. Thus, active N-sites
contribute to the His substrate bonding, in addition to the
carboxyl groups.26

The spin–orbit splitting doublet peaks of the Au 4f core-level
spectrum for the His–Au sample, (Au 4f5/2 and Au 4f7/2 with
a peak to-peak distance of 3.7 eV) (see Fig. S12†) are of
symmetrical shapes. The Au 4f7/2 peak is located at 84.4 eV and
corresponds to Au(I) of the surface bonding species. The spectra
showed no obvious overlap of the contributions related to the
Au(0) species which should be located at a binding energy of
83.9 eV for Au 4f7/2.26 The deconvolution of the Au 4f spectrum
allowed the precise identication of the position of the two
components Au 4f7/2 and Au 4f5/2 at 84.5 eV and 88.2 eV,
respectively (Table S5†). The existence of Au(I) species suggests
the formation of a His–Au complex (nanoclusters).27 The pres-
ence of Au(I) could be closely related to the luminescence of the
sample.28 The presence of Au(I) clearly indicates that the gold
atoms at the surface acquire a partial positive charge at the
interface with the His molecules. His is probably an anionic
form that creates a strong ionic-covalent bond with Au.

Additionally, in order to strengthen our ndings on the
interaction of His with AuNCs, we also performed FT-IR spec-
troscopy measurements. Fig. 4 displays the FT-IR spectra of free
His and His-AuNC samples. The two spectra look very similar,
however, on closer observation, there is a subtle difference in
the 750–850 cm−1 region. Specically, the bands at 785 cm−1

and 828 cm−1 are shied to 775 cm−1 and 835 cm−1, respec-
tively, for His-AuNCs compared to free His. According to the
literature, these two bands are attributed to the CH2 (C2) rock-
ing motions and C1–C2 stretches along the backbone of His,
respectively. Therefore, the modication of their shape, posi-
tion and relative intensity indicates that His binds to AuNCs
© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 The FT-IR spectra of His (black) and His-AuNCs (red). The inset displays the extended spectra in the 700–900 cm−1 region.
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through the carboxyl and amino moieties, as previously
demonstrated by XPS measurements.

Finally, mass spectrometry measurements conrmed the
presence of stabilizing His on the synthesized AuNCs. The mass
spectra presented in Fig. S13† demonstrate that the fragmen-
tation pathway from the His-AuNC sample is characteristic of
that obtained from His since the fragmentation peaks with m/z
110, 93, and 81 are present for both free His and His-AuNCs.

3.3 Fluorescence lifetime imaging microscopy assays

Subsequently, the uorescence emission of His-AuNC powder
was investigated via uorescence lifetime imaging microscopy
(FLIM) at multiple excitation wavelengths (375, 405, 485 and 520
Fig. 5 (a) FLIM images of powder His-AuNCs deposited on a glass substra
nm). (b) Corresponding optical images of the powder areas investigated

© 2023 The Author(s). Published by the Royal Society of Chemistry
nm). FLIM images obtained from selected areas are presented in
Fig. 5a together with their corresponding optical images (Fig. 5b).

Under all excitations, the PL of the His-AuNCs presents
a uniformly distributed emission throughout the akes. The
best PL-performance was obtained under 405 nm excitation
which is correlated with the results obtained by conventional
uorescence spectroscopy (Fig. S1†). Moreover, the lifetime
decay curves were extracted from different parts of the akes
(Fig. S14†). The average lifetimes obtained aer tting the decay
curves are presented in Table S6.† The akes exhibit fast
average-lifetimes ranging between 2 and 3 ns. Interestingly,
under 520 nm excitation, the emission lifetime of His-AuNCs
decreases to 2.15 ns.
te, obtained at different excitation wavelengths (375, 405, 485 and 520
in the FLIM images presented in (a).

Nanoscale Adv., 2023, 5, 5810–5818 | 5815

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3na00555k


Fig. 6 (a) PL spectrum of powder His-AuNCs under excitation at 365 nm. Inset – photographic image of His-AuNCs in the solid state under
ambient and UV light exposure (365 nm) proving white-light generation. (b) The CIE color coordinates of His-AuNCs in the solid state under
different excitation wavelengths in the 340–420 nm range.
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Under this excitation, the emission from 475 nm presents
low to no contribution to the average lifetime, suggesting that
the lower energy emission, localized at 520 nm, exhibits faster
lifetimes compared to the higher energy one, from 475 nm.
These results are correlated with the FLIM images (Fig. 5a)
where light blue spots (faster lifetimes) were observed under
520 nm excitation.

3.4 White-light generation and photo-thermal resistance

In order to be truly promising towards practical applications,
a WLEM should be able to produce white-light in solid- or gel-
states. Solid-state His-AuNCs present a dark-yellow color in
ambient light. However, when the powder is irradiated with
a UV lamp, it turns white (Fig. 6a – inset). The emission spec-
trum, obtained under 365 nm excitation, exhibits two emission
bands (470 and 520 nm) which extend over the visible spectrum,
in the 400–700 nm region (Fig. 6a). Furthermore, for a deeper
chromatic interpretation, the CIE chromaticity diagram was
used to evaluate the white-purity of the light emitted under
different excitation wavelengths (Fig. 6b). The coordinates ob-
tained at different excitation wavelengths are presented in Table
S7.† For example, the CIE coordinates of the solid-state His-
Fig. 7 (a) PL intensity under continuous excitation at 365 nm. (b) Thermo
365 nm excitation, after thermal treatment at various temperatures in th

5816 | Nanoscale Adv., 2023, 5, 5810–5818
AuNC emission under 420 nm excitation were (0.36, 0.33),
extremely close to the values of a perfect white-light emitting
source which are (0.33, 0.33)6 and comparable, for example,
with the result obtained for more popular dibenzothiophene-
based phosphors which were reported to exhibit white light
with CIE coordinates up to (0.33, 0.35).29 On the other hand,
His-AuNCs reveal a superior performance compared to reported
WLEMs based on doped organic gels exhibiting white-light
emission with (0.28, 0.34) CIE coordinates30 or some of the
WLEMs based on metal-halide perovskites.31 Nevertheless, as
proved by the obtained CIE coordinates, solid-state His-AuNCs
are capable of generating a nearly white-light under excita-
tions ranging between 365 and 420 nm, demonstrating their
appealing emitting properties.

Moreover, for a WLEM, a great emission intensity and an
excellent CIE coordinate range are not enough to be consid-
ered as a reliable and efficient white-light emission source.
Thus, photostability and thermic stability tests were per-
formed on the His-AuNC powder. Aer being irradiated for
1 h at a 365 nm excitation wavelength (Fig. 7a), the solid-state
His-AuNCs exhibit great photostability for both emission
peaks. Another important feature of a WLEM is the thermal
gravimetric analysis (TGA) curve. (c) PL spectra of powder His-AuNCs at
e 25–230 °C range.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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decomposition level, or so to say, at what temperature it loses
the ability to emit white-light. Therefore, thermogravimetric
analysis (TGA) was performed on the His-AuNC powder. The
TGA curve (Fig. 7b) presents two important weight loss steps.
The rst weight loss occurs at 110–180 °C, which corresponds
to the evaporation of crystallized water, representing a small
fraction. The main weight loss occurs with the decomposition
of the His-AuNC complex at 220–280 °C (red mark in Fig. 7b).
The His and the Au0 bonds break at the given temperature,
and a high weight loss occurs. The two emission bands are
well preserved until 150 °C but when the temperature exceeds
200 °C the solid-state His-AuNCs start to lose their PL prop-
erties (Fig. 7c).

The CIE color coordinates were calculated for the given
temperatures in Table S8,† and it can be seen that the His-AuNC
powder maintains its WLEM properties up until almost 200 °C,
a relatively high temperature. The fact that they are not warm-
ing up under UV irradiation, represents an advantage compared
to commercially available WLEDs which are continuously
dissipating heat during use. Additionally, other WLEMs based
on NCs are in general multi-component mixtures6,32 while the
one proposed in our work is a single-component emitting
material, making it easier to fabricate and evaluate.

Therefore, solid-state His-AuNCs represent a cost-efficient,
eco-friendly, photo-stable and thermo-stable WLEM that
shows great promise to be implemented in future
manufacturing of WLED.
4. Conclusions

In conclusion, we successfully fabricated a novel, reliable, eco-
friendly, cheap and health-friendly WLEM based on His-
AuNCs in solid state. The employed photoluminescent mate-
rial was obtained through the lyophilization of His-AuNCs with
an average size of 2.9 ± 0.3 nm, synthesized via a microwave-
assisted procedure. The obtained powder exhibits a broad
dual-band emission (475 and 520 nm) expanding over an
important area of the visible spectrum ensuring white-light
emission under UV excitation. The excellent purity of the
generated white-light was conrmed by the coordinates ob-
tained using the CIE chromaticity diagram, at different wave-
lengths. Finally, their high photo- and thermo-stability prove
their ability to perform as a reliable, eco-friendly, cheap and
energy-efficient WLEM for the development of rare-earth-free
material-based WLEDs.
Author contributions

M. Z. and A. M. H. contributed equally to this work. Concep-
tualization: A. M. C. and A. M. H.; methodology: A. M. H. and M.
Z.; validation: A. M. H., M. Z., M. T., and L. I. G.; investigation:
A. M. C., A. M. H., M. Z., M. T., and L. I. G.; writing – original
dra preparation: A. M. H. and M. Z.; writing – review and
editing: A. M. C., and S. A.; supervision: A. M. C. and S. A.;
funding acquisition: A. M. C. All authors have read and agreed
to the published version of the manuscript.
© 2023 The Author(s). Published by the Royal Society of Chemistry
Conflicts of interest

There are no conicts to declare.

Acknowledgements

This work was supported by CNCS-UEFISCDI project PN-III-P1–
1.1-TE-2019–0700 and Babes – Boyai University under the
project SRG-UBB 32994/23.06.2023 – Starting Research Grants.
The authors are grateful to PhD Marieta Muresan-Pop from
Interdisciplinary Research Institute in Bio-Nano-
Sciences, Babes-Bolyai University, for her assistance with the
TGA measurements.

References

1 Z. Wang, et al., All-copper nanocluster based down-
conversion white light-emitting devices, Adv. Sci., 2016,
3(11), 1600182.

2 H. Terraschke and C. Wickleder, UV, blue, green, yellow, red,
and small: newest developments on Eu2+-doped
nanophosphors, Chem. Rev., 2015, 115(20), 11352–11378.

3 H. A. Höppe, Recent developments in the eld of inorganic
phosphors, Angew. Chem., Int. Ed., 2009, 48(20), 3572–3582.

4 M. Hatori, et al., Global rise of potential health hazards
caused by blue light-induced circadian disruption in
modern aging societies, npj Aging Mech. Dis., 2017, 3(1), 1–3.

5 I. Jaadane, et al., Retinal damage induced by commercial
light emitting diodes (LEDs), Free Radical Biol. Med., 2015,
84, 373–384.

6 S. Tanwar, B. Sharma, V. Kaur and T. Sen, White light
emission from a mixture of silicon quantum dots and gold
nanoclusters and its utilities in sensing of mercury(II) ions
and thiol containing amino acid, RSC Adv., 2019, 9(28),
15997–16006.

7 M. K. Barman, B. Paramanik, D. Bain and A. Patra, Light
Harvesting and White-Light Generation in a Composite of
Carbon Dots and Dye-Encapsulated BSA-Protein-Capped
Gold Nanoclusters, Chem.–Eur. J., 2016, 22(33), 11699–11705.

8 A.-M. Hada, A.-M. Craciun and S. Astilean, Gold nanoclusters
performing as contrast agents for non-invasive imaging of
tissue-like phantoms via two-photon excited uorescence
lifetime imaging, Analyst, 2021, 146(23), 7126–7130.

9 H. Li, H. Chen, M. Li, Q. Lu, Y. Zhang and S. Yao, Template
protection of gold nanoclusters for the detection of
organophosphorus pesticides, New J. Chem., 2019, 43(14),
5423–5428.

10 F. Mo, et al., Holey reduced graphene oxide inducing
sensitivity enhanced detection nanoplatform for cadmium
ions based on glutathione-gold nanocluster, Sens.
Actuators, B, 2019, 281, 486–492.

11 Y. Liu, D. Ding, Y. Zhen and R. Guo, Amino acid-mediated
turn-off/turn-on nanozyme activity of gold nanoclusters for
sensitive and selective detection of copper ions and
histidine, Biosens. Bioelectron., 2017, 92, 140–146.

12 D. Lee, R. L. Donkers, G. Wang, A. S. Harper and
R. W. Murray, Electrochemistry and optical absorbance
Nanoscale Adv., 2023, 5, 5810–5818 | 5817

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3na00555k


Nanoscale Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

4 
Se

pt
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 1

/2
3/

20
26

 1
1:

07
:5

6 
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 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online
and luminescence of molecule-like Au38 nanoparticles, J.
Am. Chem. Soc., 2004, 126(19), 6193–6199.

13 Z. Wu and R. Jin, On the ligand's role in the uorescence of
gold nanoclusters, Nano Lett., 2010, 10(7), 2568–2573.

14 H. Ding, et al., Dithiothreitol-capped uorescent gold
nanoclusters: an efficient probe for detection of copper(II)
ions in aqueous solution, Biosens. Bioelectron., 2014, 59,
216–220.

15 A.-M. Hada, et al., Folic acid functionalized gold
nanoclusters for enabling targeted uorescence imaging of
human ovarian cancer cells, Talanta, 2021, 225, 121960.

16 H. Xu, D. Cheng, Y. Gao and X. C. Zeng, Assessment of
Catalytic Activities of Gold Nanoclusters with Simple
Structure Descriptors, ACS Catal., 2018, 8(10), 9702–9710.

17 W. Qin, J. Lohrman and S. Ren, Magnetic and Optoelectronic
Properties of Gold Nanocluster–Thiophene Assembly,
Angew. Chem., Int. Ed., 2014, 53(28), 7316–7319.

18 A.-M. Hada, A.-M. Craciun and S. Astilean, Intrinsic
Photoluminescence of Solid-State Gold Nanoclusters:
Towards Fluorescence Lifetime Imaging of Tissue-Like
Phantoms Under Two-Photon Near-Infrared Excitation,
Front. Chem., 2021, 9, 761711.

19 H.-Y. Huang, K.-B. Cai, M. J. Talite, W.-C. Chou, P.-W. Chen
and C.-T. Yuan, Coordination-induced emission
enhancement in gold-nanoclusters with solid-state
quantum yields up to 40% for eco-friendly, low-
reabsorption nano-phosphors, Sci. Rep., 2019, 9(1), 1–11.

20 A.-M. Hada, M. Zetes, M. Focsan, S. Astilean and
A.-M. Craciun, Photoluminescent Histidine-Stabilized Gold
Nanoclusters as Efficient Sensors for Fast and Easy Visual
Detection of Fe Ions in Water Using Paper-Based Portable
Platform, Int. J. Mol. Sci., 2022, 23(20), 20.

21 A.-M. Hada, et al., Folic acid functionalized gold
nanoclusters for enabling targeted uorescence imaging of
human ovarian cancer cells, Talanta, 2021, 225, 121960.

22 Y. Zhang, et al., Probing Histidine-Stabilized Gold
Nanoclusters Product by High-Performance Liquid
5818 | Nanoscale Adv., 2023, 5, 5810–5818
Chromatography and Mass Spectrometry, J. Phys. Chem. C,
2013, 117(36), 18697–18708.
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