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Luminescent [CO2@Ag20(SAdm)10(CF3COO)10
(DMA)2] nanocluster: synthetic strategy and its
implication towards white light emission†
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Owing to the quantized size and associated discrete energy levels, atomically precise silver nanoclusters

(Ag NCs) hold great potential for designing functional luminescent materials. However, the thermally acti-

vated non-radiative transition of Ag(I)-based NCs has faded the opportunities. To acquire the structurally

rigid architecture of cluster nodes for constraining such transitions, a new synthetic approach is unveiled

here that utilizes a neutral template as a cluster-directing agent to assemble twenty Ag(I) atoms that

ensure the maximum number of surface-protecting ligand attachment possibilities in a particular solvent

medium. The solvent polarity triggers the precise structural design to circumvent the over-reliance of the

templates, which results in the formation of [CO2@Ag20(SAdm)10(CF3COO)10(DMA)2] NC (where SAdm =

1-adamantanethiolate and DMA = N,N-dimethylacetamide) exhibiting an unprecedented room-tempera-

ture photoluminescence emission. The high quantum yield of the generated blue emission ensures its

candidature as an ideal donor for artificial light-harvesting system design, and it is utilized with the two-

step sequential energy transfer process, which finally results in the generation of ideal white light. For

implementing perfect white light emission, the required chromophores in the green and red emission

regions were chosen based on their effective spectral overlap with the donor components. Due to their

favorable energy-level distribution, excited state energy transfers occurred from the NC to β-carotene at

the initial step, then from the conjugate of the NC and β-carotene to another chromophore, Nile Blue, at

the second step via a sequential Förster resonance energy transfer pathway.

Introduction

Photoluminescence (PL) is one of the most intriguing pro-
perties of noble metal nanoclusters (NCs), as their atomic pre-
cision in the sub-nanometer region and molecular-like discrete
electronic energy levels distinguish them from their plasmonic
nanoparticle counterparts.1–3 PL is susceptible to the size,
shape, and structures of the NCs, which can be tuned by modi-
fying the ligands, reaction conditions, solvents, and templat-
ing agents.4–8 Of them, templates mostly control the effective
synthesis of Ag(I)-based NCs.3 In contrast to Ag(0)/Ag(I)-based

NCs, Ag(I) clusters are mostly synthesized via a self-assembly
process in the absence of reducing agents.9–11 However, the
uncontrolled growth of the self-assembly followed by the fast
nucleation kinetics of the metal precursors makes the precise
structural design challenging, and the introduction of a struc-
ture-directing agent appears crucial. However, anionic templat-
ing agents have mostly been studied to govern the self-assem-
bly process of Ag(I) cluster node formation through electro-
static attraction and the number of attachments of the surface-
protecting ligands.12–16 Nevertheless, this troublesome control
process usually results in non-luminescent Ag(I) NCs at room
temperature, where the number of Ag(I) atoms in the cluster
node is ≤ 20.17–21 Their inactivity in PL emission is mostly
attributed to the dominance of thermally activated non-radia-
tive transitions, which depend on the surface molecular
vibration of the NCs.20 To overcome the issue, several strat-
egies have been applied to generate PL, such as lowering the
temperature to 77 K or imposing structural rigidity through
post-synthetic modification.18,20,22 Unfortunately, room-temp-
erature PL emission was not achieved. It was also observed
that changing the bulkiness of the thiolate ligands in an Ag16
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NC does not guarantee PL emission.17,18 Thus, the formation
of Ag(I) NCs with a constrained structural architecture by incor-
porating more surface-protecting ligands while retaining the
cluster nodes may be more promising to mitigate the domi-
nant non-radiative transitions. However, the incorporation of a
larger number of surface-protecting ligands requires charge
modification of the anionic templates, whereas varying the
nature and structure of the templates leads to the formation of
different cluster nodes.3,10,23 Thus, a synthetic strategy should
be designed in such a way that the number of self-assembled
Ag(I) atoms is independent of the electronic environment of
the template and, finally, can generate PL properties at room
temperature.

Ag20 NCs have been synthesized several times in the litera-
ture by changing their ligands.19–21,22 However, in all previous
cases, the Ag(I) cluster nodes were formed by encapsulating
the anionic CO3

2−, irrespective of their ligand architecture,
and this fixed the number of ligands attached. Moreover, in
our recent work, we obtained neutral CO2 as a template for the
first time in Ag(I) NC synthesis in a controlled synthetic
process.23 However, charge neutralization in that case occurred
by connecting the two peripheral motifs at the cluster nodes
rather than increasing the number of surface-protecting
ligands. Thus, the formation of constrained structural architec-
tures incorporating a greater number of surface-protecting
ligands is currently unavailable.

The utilization of the PL emission of the quantized
materials is mostly limited to sensing and imaging
applications.1,24–28 Although there has been a recent surge in
optoelectronic applications of this unique property, many
scopes are still available.14,29–32 The designing of white light-
emitting materials has gained tremendous attention recently
for widening the optoelectronic applicability of fluorophores
through the Förster resonance energy transfer (FRET)
process.33–37 Generating white light emission through the FRET
process primarily requires the conjugation of different fluo-
rescence colors, including red–green–blue (RGB).38,39 Efficient
energy transfers between donors and acceptors containing
specific emission colors are also required, which are mostly gov-
erned by their inter-component proximity and their inter-
actions. However, the low emission quantum yield and aggrega-
tion of their individual components make it more challenging
to attain an efficient FRET process in this field.40–42 Moreover, it
is also difficult to control the sequential energy transfer (SET)
among the short-wavelength emission (between blue to green)
and the long-wavelength emission (between green to red)
without relating their structural properties.43,44 We have already
shown that the excellent spectral quality of precisely structured
ultra-small Ag(I) NCs makes these suitable as a component for
artificial light-harvesting system (LHS) generation.18 However,
there are no reports yet where the emission properties of the Ag
(I) NCs are utilized in generating white light emission.

Here, we design a strategy for utilizing a neutral template to
assemble Ag(I) atoms with the maximum number of surface-
protecting ligand attachment possibilities, resulting in the for-
mation of [CO2@Ag20(SAdm)10(CF3COO)10(DMA)2] (Ag20-SAdm)

NC. This approach imposes more rigidity on the metal cluster
node through stronger non-covalent interactions that ulti-
mately turn-on the room-temperature blue emission pro-
perties. The generated emission of this as-synthesized NC was
utilized as a component for a perfect white light emission
through a two-step sequential FRET process with the other two
selected chromophores, β-carotene and Nile Blue, respectively.
Electrostatic interactions and spectral matching between com-
ponents ensure the achievement of sufficient energy transfer
between donor and acceptor at each step for the design of
superior artificial LHSs.

Experimental
Synthesis of Ag20-SAdm NC

At room temperature, equimolar amounts (0.1 mmol) of
premade [Ag-SAdm]n complex18 and AgCF3COO were stirred
together in the presence of 3 mL (5 : 1) DMA/toluene mixture
until a clear solution was obtained. Then, the clear solution
was kept in ambient conditions to undergo crystallization.
Block-shaped colorless crystals were obtained after six days
(yield: 65% Ag-based). Keeping the resultant solution in a
desiccator under N2 atmosphere, no crystals were identified
after 14 days. A similar reaction with only DMA as the solvent
resulted in no crystals even after 14 days. However, ESI-MS ana-
lysis of the resultant mixture confirmed the presence of
[CO2@Ag20(SAdm)10(CF3COO)8(DMA)4]

2+ NC (Fig. S1†).

Results and discussion
Synthetic strategy

A facile one-pot synthetic reaction between the two Ag(I) pre-
cursors was strategically designed here by choosing a specific
DMA/toluene solvent mixture (Scheme 1). This is because
when only DMA solvent was utilized in the synthesis, the
unstable cationic [CO2@Ag20(SAdm)10(CF3COO)8(DMA)4]

2+

species was detected by ESI-MS measurements, even though
other reaction conditions were the same (Fig. S1†). Colorless
block-shaped crystals, obtained from DMA/toluene solution,
were structurally elucidated by a single-crystal X-ray diffract-
ometer using a synchrotron source (Fig. S2†). The interpret-
ation of crystal data reveals the overall composition of the
crystal, [CO2@Ag20(SAdm)10(CF3COO)10(DMA)2], which crystal-
lizes in a monoclinic crystal system with a space group of P21/n

Scheme 1 Schematic representation of Ag20-SAdm NC synthesis.
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(No. 14) (Table S1† and Fig. 1). It was found that 20 Ag(I)
atoms form a self-assembled doughnut-like core geometry
with a CO2 molecule in the center as a template, where argen-
tophilic interactions help to hold the twenty Ag(I) atoms
together. AgI⋯AgI bond distances fall in the range of
3.04–3.28 Å.45 Further, the non-covalent interaction (NCI) cal-
culation through reduced density gradient analysis reveals the
existence of the argentophilic interactions (Fig. S3†).46 As we
did not add any precursor of the template, it comes from the
aerial source because the reaction was performed in the open
air. However, all of the previously reported Ag20 NCs contain
CO3

2− as a template, but the presence of neutral CO2 here
highlights the uniqueness of our synthetic approach.19–22 The
utilization of DMA in the reaction medium stops the conver-
sion of the aerial CO2 to CO3

2− inside the reaction mixture, as
we observed in our previous work.23 The absence of the
desired product in a controlled experiment inside a desiccator
under N2 atmosphere suggests the significance of the template
source for Ag20-SAdm NC synthesis.

Structural illustration

The Ag20 cluster node adopts the geometry of the Johnson
solid category, delegated as a pentagonal gyrobicupola ( J31)

which can be demonstrated as a combination of three planes
(Fig. 2a and b).47 Two pentagonal planes are connected to the
intermediate decagonal plane by ten square and ten triangular
facets, which eventually construct a pentagonal gyrobicupola
geometry-like Ag20 cluster node (Fig. 2c, d and e). Moreover, a
neutral CO2 molecule is accommodated at the center of the
cluster node, resulting in an Ag20 core with a CO2 template
(Fig. 2f). Interestingly, the presence of the same number (ten)
of the main surface protecting ligands (−SAdm) and auxiliary
ligands (CF3COO

−) makes the as-synthesized Ag20-SAdm NC
unique compared to the other reported Ag20 NCs (Fig. 2g
and h).19–21 The inclusion of toluene in DMA reduces the
polarity of the solvent medium, which facilitates the attach-
ment of additional auxiliary ligands to the cluster node. In the
structure, the S atoms of the −SAdm ligands are preferentially
located on the square facets of the cluster node in µ4 bridging
mode (Fig. 2g). Out of the ten, eight µ2 CF3COO

− ligands are
connected to the decagonal plane with Ag–O bond distances of
2.21 Å to 2.46 Å, and two µ1 CF3COO

− ligands are attached to
the remaining pentagonal planes of the cluster node with
Ag–O bond distances of 2.59 Å (Fig. 2h).

Spectroscopic and microscopic characterization

Interestingly, in the positive mode ESI-MS spectrum of the as-
synthesized crystal, we obtained the highest m/z peak at
5179.76 that can be assigned to the formula
[{CO2@Ag20(SAdm)10(CF3COO)10(DMA)2} + H+] (Fig. 3). The iso-
tropic pattern of the obtained peak exactly matched the simu-
lated isotropic pattern of the assigned formula unit. The iso-
tropic distribution of the peaks with Δm/z = 1 confirms the
neutral charge of the formula unit of the synthesized NC.
However, the charge state of the species is carried by H+. Three
more prominent peaks are detected with similar isotropic dis-
tributions. The experimental isotropic patterns of these three
fragments match the simulated patterns well. The peak in the
lowest m/z region certainly confirms the presence of CO2 in the
cluster formula unit, as the fragments indicate the release of
CO2 from the cluster node. The XPS survey spectrum indicates
the presence of Ag, S, F, O, N, and C in the cluster (Fig. S4 and
S5†), which is also corroborated by the EDS analysis (Fig. S6†).
Further, the binding energy spectra of each element confirms
their corresponding oxidation states (Fig. S5†). The binding
energy spectrum of Ag 3d confirms that all the metals here are
in the +1 oxidation state. Hence, the overall charge of the
cluster node is balanced by the presence of twenty ligands on
the surface.

Optical properties

The estimated solid-state bandgap energy was found to be 1.61
eV, measured using the Kubelka–Munk function, which is in
good agreement with the theoretical bandgap value of 1.49 eV
(Fig. S7 and S8†).48 The bandgap value is consistent with time,
even after one month of synthesis (Fig. S9a†). In addition, the
relatively unchanged bandgap value of the NC after exposure
to sunlight for fifteen hours demonstrates the extent of its
photostability under ambient conditions (Fig. S9b†). Also,

Fig. 1 Obtained crystal structure of the Ag20-SAdm NC: (a) top view
and (b) side view.
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thermogravimetric analysis (TGA) confirmed that the struc-
tural integrity of Ag20-SAdm NC is retained up to 130 °C
(Fig. S10†). A featureless absorbance spectrum was observed in
the solution phase (DMA medium), which matched the simu-
lated spectrum obtained from the time-dependent density
functional theory (TD-DFT) calculation (Fig. 4a). Kohn–Sham
molecular orbital analysis revealed that the band at 350 nm
originates from HOMO−10 → LUMO and the band at 385 nm
originates from HOMO−4 → LUMO (Fig. 4b). The frontier
Kohn–Sham orbital population further indicates that the occu-
pied orbitals have a major contribution to the s- and p-like
states of the ligand, whereas the unoccupied orbitals are con-
structed with a major contribution from the s-, p-, and d-like
states of the Ag(I) cluster node (Fig. 4c). Hence, the ligand-to-
cluster node charge transition is taking place, which is consist-
ent with all other reported Ag20 NCs.

19–21 However, most inter-
estingly, in contrast to the reported literature, we observed a
strong room-temperature (298 K) PL emission with an emis-
sion maximum at 425 nm after exciting the solution at 385 nm
(Fig. 4d).19–21 The relative quantum yield of this emission is

∼0.32, and the emission lifetime at the emission maximum
(425 nm) is 5.29 ns (inset: Fig. 4d). In addition, Bader’s
quantum theory of atoms in molecules (QTAIM) calculations
confirmed that the accommodation of additional ligands
imposes more skeletal rigidity on the cluster nodes.49

Compared with the reported Ag20 NCs, the as-synthesized Ag20-
SAdm NC has the highest bond critical points [ρ(rc) = 0.03216]
and Laplacian of the electron density [∇2ρ(rc) = 0.09844] in
Ag⋯Ag, suggesting very strong non-covalent interactions
between two adjacent Ag atoms (Fig. 4e and S11†).19,20 Hence,
we expect that the enhanced bonding character imposes more
rigidity on the Ag(I) skeleton, which will help to confine the
cluster node vibrations suppressing the non-radiative decay
process, ultimately leading to room-temperature PL emission.
The effect of the skeletal rigidity is further envisioned by the
reduction in the cluster node diameter compared to the pre-
viously reported Ag20 NCs (Fig. S12†).

20 To quantify the surface
molecular vibrations in the DMA medium, we performed a
temperature-dependent PL emission study and observed a
sharp decrease in PL intensity with the gradual increase in

Fig. 2 Structural anatomy of the Ag20-SAdm NC: (a) the arrangement of twenty silver atoms, (b) three planes that construct the geometrical archi-
tecture of the cluster node, (c) and (d) ten squares and ten triangular facets which connect the intermediate plane to the other two planes, (e)
overall pentagonal gyrobicupola geometry of the cluster node, (f ) Ag20 cluster node with the CO2 template, (g) connectivity of −SAdm units on the
square facets of the pentagonal gyrobicupola geometry with Ag–S bond distances of 2.36–2.61 Å, and (h) attachment of CF3COO− units on the
cluster node.
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temperature (up to 343 K) without any emission shift (Fig. 4f).
The associated reduction in the PLQY and the emission life-
time indicates the elevation of temperature-driven non-radia-
tive transitions. The estimated radiative and non-radiative
rates quantify the cluster node rigidity imposed by the struc-
tural architecture (Table S2†). In addition, we conducted temp-
erature-dependent emission studies of the as-synthesized Ag20-
SAdm NC in the solid state. Similarly, we observed a gradual
decrease in PL intensity with the increase in temperature
(Fig. S13†). However, the PL maxima is shifted to 516 nm,
which is red-shifted compared to its solution state PL emission
maxima. This red shift is clearly attributed to the bandgap
values of the NC in the solid state as well as in the solution

state. According to the Kohn–Sham diagram, it was deter-
mined that the HOMO–LUMO gap of the NC in the solution
state is about 3 eV, whereas the PDOS calculation revealed that
the optical bandgap of the as-synthesized NC in the solid state
is 1.49 eV.

White light emission

After achieving blue PL emission at room temperature, we uti-
lized it for artificial LHS generation.50–52 The high lumine-
scence quantum yield and the intense blue emission of the
discrete Ag20-SAdm NC with proper structural correlation make
this a perfect donor for the fabrication of an artificial LHS.42,53

Here, we have strategically chosen green-emissive β-carotene as

Fig. 3 ESI-MS spectrum of the Ag20-SAdm NC along with its associated fragments. The inset shows a good agreement between the experimental
and simulated patterns of each peak.
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a first acceptor due to its spectral overlap with Ag20-SAdm NC
(Fig. 5a). From eqn (S1),† we calculated the overlap integral
between this donor–acceptor pair to be 6.83 × 1015 M−1 cm−1

nm4.53,54 To comprehend the energy transfer between Ag20-
SAdm NC and β-carotene through the FRET mechanism, we
examined the emission intensities of the Ag20-SAdm NC (2 mL,
10−5 M solution in DMA) after the gradual addition of
β-carotene (25 μL of 2 × 10−6 M each time) upon excitation at
385 nm. This causes the emission intensities of Ag20-SAdm NC
to continuously drop at 425 nm, while progressively producing
a secondary emission with an emission maximum at 540 nm
(Fig. S14†). However, the emission of β-carotene was negligible
without the antenna of the Ag20-SAdm NC under the same
excitation, excluding the possibility of any direct emission of
β-carotene (Fig. S15†). The CIE plot obtained from this donor–
acceptor pair indicates its insufficiency in generating white
light (Fig. S16†). Thus, we decided to construct a SET system
by choosing another chromophore, Nile Blue, whose absorp-
tion matches with emission of the (Ag20-SAdm NC +
β-carotene) conjugate (Fig. 5b). The estimated overlap integral

of these two components is 6.66 × 1015 M−1 cm−1 nm4 (using
eqn (S1)†). During the gradual addition of Nile Blue (10 μL of 2
× 10−6 M each time) to the conjugate, the initial emission
intensity remains constant at 425 nm upon excitation at
385 nm. However, another emission is progressively generated
at 654 nm, with a gradual dip in the emission intensities at
540 nm (Fig. S17†). Ultimately, a very broad resultant emission
spectrum (400–750 nm) is observed under a single excitation
wavelength (Fig. 5c), which exhibits intense emission from the
three fundamental colors (RGB) essential for white light
emission.39,44 The generation of white light emission is envi-
sioned here by the controlled addition of these chromophores
into the Ag20-SAdm NC and appears on the CIE plot with a
perfect coordinate (0.33, 0.33) (Fig. 5d). Along with the emis-
sion intensities, emission lifetimes are also suppressed
sequentially by the addition of these chromophores, which
indicates a two-step SET phenomenon. After the addition of
125 μL of 2 × 10−6 M β-carotene in 2 mL of 10−5 M Ag20-SAdm
NC in DMA, the average emission lifetimes at the 425 nm
emission maxima decrease from 5.29 ns to 1.23 ns (Fig. 5e).

Fig. 4 (a) UV–vis absorbance spectrum of the as-synthesized Ag20-SAdm NC in DMA medium, where the inset shows the simulated absorbance
spectrum with oscillator strength; (b) Kohn–Sham diagram and the associated transitions; (c) frontier molecular orbitals (FMOs) of the associated
energy states; (d) emission spectrum of the NC in DMA medium upon excitation at 385 nm, where the inset shows the emission lifetime of the NC;
(e) QTAIM molecular plot of the bond critical point (BCP), ring critical point (RCP,) and cage critical point (CCP) for considering the Ag⋯Ag non-
covalent interaction (ligands are omitted for clarity); and (f ) 3D surface plot of the temperature-driven PL emission of the as-synthesized NC in DMA
medium, where the PL intensities vary with the temperature.
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Then, following eqn (S2),† we estimated the energy transfer
efficiency of step 1 to be ∼77%.54,55 Further addition of 50 μL
of 2 × 10−6 M Nile Blue into the system has little effect on the
lifetime of the 425 nm emission maxima; however, it signifi-
cantly reduces the lifetime of the 540 nm emission maxima
from 0.65 ns to 0.27 ns, indicating that the energy transfer
efficiency of step 2 is ∼59% (Fig. 5f). Thus, it is evident that a
two-step SET took place from the Ag20-SAdm NC to β-carotene
and then to the Nile Blue in relay mode, designing a perfect
LHS for ideal white light emission.

Mechanism of white light emission

Since the individual donor and acceptor components were
chosen by matching their emission and absorption bands, we
expect the energy transfer to take place through the FRET
process. We assume that, initially, β-carotene will attach to the
surface of the Ag20-SAdm NC, then the addition of Nile Blue
accommodates it on the outer surface due to their difference
in surface zeta potential values in the DMA medium
(Fig. S18†). Hence, we anticipate that their opposite surface
zeta potential values in DMA solvent provide a driving force
based on the electrostatic interactions for the conjugation of

the Ag20-SAdm NC with dye molecules. Interestingly, the
unchanged absorption spectra of the individual components
after the sequential addition of these chromophores indicates
the stability of the components in the presence of each other
at the ground state (Fig. S19†). Furthermore, it is clear that the
energy transfers through the FRET originates exclusively at the
excited state of the Ag20-SAdm NC through the formation of an
active sphere with the acceptor β-carotene that leads to the
quenching of the excited donor before they diffuse apart. This
process is pronounced in a relay manner when the acceptors
are sequentially added to the system, and is further supported
by the difference in the electronic energy level (Scheme 2). The
FRET efficiencies of the SET process depend on the radius of
the effective sphere, which is estimated by calculating the dis-
tance (r) between the donor and acceptor in each step per
donor–acceptor pair. For the first energy transfer, the calcu-
lated (r) between the Ag20-SAdm NC and β-carotene is 4.56 nm,
whereas the Förster radius (R0) of the effective sphere in step 1
is 5.58 nm (eqn (S3) and (S4)†).55–59 Similarly, for the second
energy transfer, the calculated (r) between the conjugate and
Nile Blue is 5.40 nm, whereas the (R0) of the effective sphere in
step 2 is 5.74 nm. This enhancement in the distance between

Fig. 5 (a) Spectral overlap between the normalized emission of the Ag20-SAdm NC upon excitation at 385 nm and the normalized absorbance of
β-carotene in DMA medium; (b) spectral overlap between the normalized emission of the Ag20-SAdm NC + β-carotene conjugate upon excitation at
385 nm and the normalized absorbance of Nile Blue in DMA medium; (c) emission spectra of corresponding donors and acceptors associated with
the generation of white light; (d) change in 1931 CIE chromaticity coordinates after the incorporation of each component in a preferred concen-
tration, where the inset shows the corresponding emission image of the final conjugate under irradiation with a UV–light source; (e) and (f ) emission
lifetimes of the pure NC and its conjugates at the emission maxima of 425 nm and 540 nm, respectively.
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the two components signifies the sequential addition of the
chromophores on the Ag20-SAdm NC, constructing the outer
layer of the effective sphere due to electrostatic interactions.
The energy transfer rates of the first and second energy trans-
fer processes calculated using eqn (S5)† are 6.33 × 108 s−1 and
2.21 × 109 s−1, respectively.40,44 Hence, the corresponding time
scale of these energy transfer rates (1.57 ns and 0.45 ns) is
quite predictable from the individual donor lifetime.
Therefore, at a favorable position, the acceptor molecule has
ample time to efficiently quench the excited state of the donor
at every step. Thus, it is clear that upon excitation, the excited
Ag20-SAdm NC can transfer energy promptly to the immedi-
ately adjacent β-carotene, which is again transferred to the
adjacent Nile Blue, thereby quenching the previous excited
steps as explained in Scheme 2. Thus, the Ag20-SAdm NC suc-
cessfully serves as a primary donor for the two-step SET
process. Now, this two-step SET process enables the conjugate
system to simultaneously exhibit different required emissions
at a single excitation, playing a pivotal role in generating the
white light emission.

Conclusions

In summary, this study provides a paradigm in template-assisted
Ag(I) NC synthesis where the over-reliance of the surface-directing
agent on the Ag(I) cluster node and outer surface ligand assembly
is becoming obsolete. The controlled reaction condition is
facile for the one-pot synthesis of Ag20-SAdm NC, formulated
as [CO2@Ag20(SAdm)10(CF3COO)10(DMA)2]. In contrast to the
reported literature, attachment of a greater number of auxiliary
ligands has been purposefully performed here for attaining
room-temperature PL emission. The resulting structural rigid-
ity of Ag(I) cluster nodes through stronger non-covalent inter-
actions between adjacent Ag(I) atoms turns on the emission.
The resulting intense blue emission is further utilized to
design an artificial LHS to generate white light emission
through a two-step SET process. The spectral overlap
between the donor and acceptors (β-carotene and Nile Blue) at

each step makes these selected chromophores compatible with
the artificial LHS design. Sequential addition of chromophores
to the Ag20-SAdm NC results in a broad emission spectrum
containing the three fundamental colors essential for white
light emission under a single excitation wavelength. By varying
the concentration of chromophores, an ideal white light emis-
sion with a CIE coordinate of (0.33, 0.33) is finally produced
where the excited state energy transfer efficiencies are 77% in
step 1 and 59% in step 2, respectively. Hence, the outcome of
this work offers a new strategy to simultaneously control the
structural architecture of the Ag(I) cluster for triggering its
precise photophysical properties and the utilization of the gen-
erated properties. The fundamental investigation of the SET
process through an Ag(I) NC-based system will also allow for
the discovery of additional opportunities. Thus, we can
assume that this work will pave the way for future research
into designing functional Ag(I) NCs.

Data availability

The ESI† contains experimental details, crystal data and struc-
ture refinement parameters, the ESI-MS spectrum of the
unstable cationic NC, the SEM micrograph of the as-syn-
thesized crystal, the reduced density gradient (RDG) isosurface
of the argentophilic interaction, XPS and EDS spectra of the
Ag20-SAdm NC, bandgap and PDOS calculations of the Ag20-
SAdm NC, stability, TGA of Ag20-SAdm NC, the QTAIM molecular
plot, the diameter of the Ag20 cluster nodes, solid-state PL, the
change in emission intensity of the donor molecule, Ag20-SAdm
NC with respect to the gradual addition of β-carotene, a compari-
son of the emission of pure β-carotene with the emission of the
Ag20-SAdm NC, the CIE plot obtained from the mixing of
Ag20-SAdm NC and β-carotene, the change in emission intensity
of the donor molecule, Ag20-SAdm NC + β-carotene conjugate
with respect to the gradual addition of Nile Blue, zeta potential
values, UV-vis spectrum of Ag20-SAdm NC with the gradual
addition of β-carotene followed by the addition of the second
chromophore Nile Blue, and references.

Scheme 2 Proposed mechanism of the two-step FRET process after sequential addition of the chromophores in DMA medium for white light
emission.
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