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Effects of ligands on (de-)enhancement of
plasmonic excitations of silver, gold and
bimetallic nanoclusters: TD-DFT+TB calculations†

Narges Asadi-Aghbolaghi,abc Johann Pototschnig,b Zahra Jamshidi *c and
Lucas Visscher *b

Metal nanoclusters can be synthesized in various sizes and shapes and are typically protected with ligands to

stabilize them. These ligands can also be used to tune the plasmonic properties of the clusters as the

absorption spectrum of a protected cluster can be significantly altered compared to the bare cluster. In this

paper, we computationally investigate the influence of thiolate ligands on the plasmonic intensity for silver,

gold and alloy clusters. Using time-dependent density functional theory with tight-binding approximations,

TD-DFT+TB, we show that this level of theory can reproduce the broad experimental spectra of Au144(SR)60

and Ag53Au91(SR)60 (R = CH3) compounds with satisfactory agreement. As TD-DFT+TB does not depend on

atom-type parameters we were able to apply this approach on large ligand-protected clusters with various

compositions. With these calculations we predict that the effect of ligands on the absorption can be a

quenching as well as an enhancement. We furthermore show that it is possible to unambiguously identify the

plasmonic peaks by the scaled Coulomb kernel technique and explain the influence of ligands on the intensity

(de-)enhancement by analyzing the plasmonic excitations in terms of the dominant orbital contributions.

1. Introduction

In the past decade, ligand protected metal clusters with sizes
ranging from 10 to a few hundred atoms have attracted atten-
tion in nanoscience due to their molecule-like properties and
geometric stability. The successful synthesis and characteriza-
tion of ligand protected gold,1–6 silver7–9 and copper10–12 metal
clusters led to extensive studies of these systems. Ligands play a
significant role for the chemical and physical properties, in
particular for optical properties, and provide an ideal platform
for both fundamental1,13,14 and applied15,16 studies. The optical
properties of these molecule-like structures include a wide
variety of applications in the fields of electronics, catalysis,
sensing, drug-delivery, bioimaging and therapy.3,17,18

In order to design plasmonic materials for a specific appli-
cation, one of the open questions is the transition from smooth
plasmonic spectra to molecular-like spectra with a number of
distinct peaks. Increasing the quantum confinement for metal

nanoclusters (to the range of o2 nm) produces discrete elec-
tronic structures and molecular-like excitations. The presence
of ligands can reinforce this effect and also change the absorp-
tion characteristics. It has been established theoretically14,19–22

and experimentally12,23–25 that the enhancement and de-
enhancement of the absorption spectra depends on the type
of metal clusters and ligands. Modifying the ligands by chan-
ging their functional groups provides a further degree of free-
dom to tune the amount of charge transfer from the ligands to
the cluster and thereby influence the plasmonic excitations.

A computational investigation of the effect of ligands on metal
clusters is therefore timely, as for the desired applications22,25–28

one would like to be able to predict and control their effect. For
noble metal nanoclusters, various types of ligands (thiolates,
phosphines, carbenes, alkynes, amine and tellurolates) can be
utilized to protect them. From these possible classes of ligands,
most ligand engineering studies have focused on aliphatic and
aromatic thiolate ligands (with different donor and acceptor
groups), as the thiol group strongly binds to gold and provides
a good protection.1,24,29,30 Depending on the size of clusters, the
level of calculations used to study their electronic structure
varies from detailed quantum mechanical studies,1,31–34 to semi-
classical approaches.35,36

The effect of ligands on the absorption spectra depends on
the strength and nature of metal–ligand interactions and can
be markedly different for clusters composed of different
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elements. Among the possible metal cores, gold and silver
clusters have been intensively studied, and therefore provide
a good starting point for theoretical investigations of the effects
of ligands. In a previous publication,37 some of us reported for
small bare clusters the influence of scalar relativistic effects
and spin–orbit coupling on the energy and intensity of
plasmon-like absorption, which are especially significant for
gold clusters. For gold clusters it is already established that an
atomistic level of detail is important for studying its plasmonic
properties. For bare silver clusters the sharp plasmonic excita-
tion can also be well-described in a classical manner, but the
situation is different for silver nanoclusters protected by a
ligand where the spectra are much less sharp than in the bare
clusters. For these systems it will be interesting to consider
atomistic models as well.

An accurate description of plasmons including the detailed
quantum nature of excitations is challenging. In particular
variants of time-dependent density functional theory are used
to calculate absorption spectra of (bare) gold and silver
nanoparticles,38–52 and detailed discussions of the efficiency
and limitations of these approaches are available in litera-
ture.53–57 Among these, the traditional ‘‘Casida-type’’ TD-DFT
formalism is used extensively for small ligand-protected clus-
ters and has a computational cost depending on, and increas-
ing rapidly with, the number of exited-states that need to be
determined. An alternative is real-time propagation, which also
has been used for the absorption spectrum of the large clusters
(more than 100 atoms) protected with ligands.58–60 While providing
similar or higher accuracy than Casida-type TD-DFT, it is more
difficult in real-time DFT to analyze the nature of states in terms of
orbital contributions, which is why we focus on Casida-type TD-DFT
in the current work.

In our previous work,37,55 we introduced TD-DFT+TB as a
fast and efficient approach to investigate plasmonic excitations
of systems with a number of states ranging from 3000 to 30 000.
The key advantage over the still faster time-dependent tight
binding density functional (TD-DFTB), is the fact that the tight-
binding approximation is applied only after the DFT ground
state calculation, thereby avoiding the need for explicit para-
meterization. A related method is the TDDFT-as approach of
Della Sala and coworkers, who have shown that reducing the
auxiliary basis in TD-DFT to just one function can yield a very
accurate description of plasmonic excitations for silver nano-
particles at a greatly reduced cost relative to a full TD-DFT
calculation.41,57

For the application to ligand-protected nanoclusters, the
TD-DFT+TB method (being based on Kohn–Sham orbitals) has
the advantage that the splitting of plasmonic excitations can be
analyzed in terms of Kohn–Sham single-orbital transitions. In this
work we exploit this feature by analyzing the plasmonic excita-
tions of monometallic gold, silver, as well as bimetallic nanoclus-
ters (with 20, 56, 120, 144 atoms) protected by thiolate SCH3 and
SC6H6 ligands. The change of s- and d-orbital contributions to the
Kohn–Sham transitions relative to those in the bare clusters
explains the (de-)enhancement of intensity and can be modified
by changing the type and functionalization of the ligands.

2. Computational details

We apply the TD-DFT+TB method as described in ref. 30 and
implemented in the ADF2019.1 package.61 Following previous
experimental and theoretical work we focus on thiolate ligands
(SCH3 and SC6H5).3,14,29,62–64 For the metal nanoclusters we
consider tetrahedral structures with 20, 56 and 120 atoms, as
well as clusters with 144-atoms which were found to be very
stable experimentally.65–67 We define the overall charge of the
clusters such that the electronic ground state of the studied
systems can be taken as closed shell. Optimized structures of
the ligated clusters were obtained in the local density approxi-
mation (LDA) of the exchange–correlation (xc) functional,68

with a double-zeta (DZ) slater type basis set. The absorption
spectra of the clusters with and without ligands were calculated
(in the range of 0.0–6.0 eV) with the asymptotically corrected
LB94 xc-functional in the scalar relativistic zeroth-order regular
approximation (ZORA) to the Dirac Hamiltonian.69,70 The LB94
model potential typically gives good absorption spectra,45,47,71–73

and has been shown74 to agree reasonably well with long-range
corrected hybrid functionals for Ag20. Plasmonic excitations under
the influence of ligands were analyzed by determining the atomic
orbital contribution on the excitations. To distinguish the collec-
tive plasmonic excitation from the single-particle excitations, the
Coulomb-kernel-scaling method of Bernadotte et al.75 was applied.

3. Results and discussion
3.1 The effect of ligands on the plasmon excitations of
monometallic Au and Ag nanoclusters

In this section, we discuss the effect ligands have on the absorp-
tion spectra of monometallic nanoclusters. We will only consider
TD-DFT+TB absorption spectra in the following, but provide for
the smallest clusters (Ag20SCH3 and Au20SCH3) also a comparison
with the more expensive TD-DFT as well as the cheaper TD-DFTB
approaches in the ESI† (Fig. S1). This data supports the conclu-
sion of our previous work37,55 that TD-DFT+TB can be used as a
replacement for TD-DFT in studies of metallic nanoclusters. The
tetrahedral structures for gold and silver nanoclusters can be
defined for 20, 56 and 120 atoms, and these structures are good
models for studying surface enhance Raman spectroscopic (SERS)
and single molecule detection. We note that the tetrahedral
20 atom models with a single adsorbed molecule do not present
the lowest-energy structural isomers and should be considered as
model systems. Experimental data typically refers to larger, fully
ligand-protected, systems that have more pronounced plasmonic
excitations. We merely chose these models for ease of comparison
with the larger tetrahedral clusters considered later.

In Fig. 1a and b we display how adding just one thiolate SCH3 or
SC6H5 ligand can already alter the sharp high-intensity peak of these
nanoclusters. The strength of the thiolate ligand binding depends
on electron affinity of the metal cluster and especially gold clusters,
which have a higher affinity than their silver counterparts, have
extraordinary stability when thiol-protected. The effect of the ligand
on the two types of clusters is markedly different, with a splitting
and decrease of intensity of sharp plasmonic excitations for silver
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(Fig. 1a) while the much broader plasmon-like excitations appear to
be somewhat enhanced for gold (Fig. 1b). For both elements, the
excitation energies are shifted to the blue compared to the bare
clusters. This behavior does not depend on the functional group
(alkyl or phenyl) of the thiol. We furthermore note at low energy
(2–3 eV) charge-transfer ligand-to-metal excitations.

Fig. 1 also contains the absorption spectra of the larger
clusters, Ag120 and Au120, to which we add four ligands. Fig. 1c
and d reveal the same trend for Ag120(SCH3)4 and Au120(SCH3)4 as
the smaller ones. By adding four SCH3 ligands, the sharp high-
intensity peaks of Ag120 (around 3.0–4.0 eV) are quenched and the
broad low-intensity plasmonic excitations of Au120 (at 2.5–3.5 eV)
are clearly enhanced. The effect on peak positions is less clear as
the dominant peak is split in the (SCH3)4 case and also shifts
differently when applying an alkyl or a phenyl group (see Fig. S2
(ESI†) for 56-atomic clusters). In the ESI† we furthermore provide
absorption spectra of highly protected metal clusters with SC6H5

ligands,76,77 Ag30(SC6H5)18 and Au30(SC6H5)18. As can be seen in
Fig. S3 (ESI†), they exhibit a similar trend with ligand adsorption:
de-enhancing and enhancing for silver and gold, respectively.

3.2 The effect of ligands on the plasmon excitations of
bimetallic AgAu nanoclusters

The different optical behavior of pure gold and silver clusters
make the tailoring of these properties by creating bimetallic

alloys an interesting topic of research. From previous work,37,55

it emerges that the chemical composition of clusters has a large
influence on the intensity and energy of plasmon peaks. It has
been well established37 that alloying gold by silver reduces the
d-character of excitations and increases the s-character, thereby
making these more plasmonic. In this section we consider the
additional effect of ligands on the optical properties. Fig. 2
shows the absorption spectra of 20- and 120-atom bimetallic
structures with a single and with four SCH3 ligands (results for
SC6H5 are shown in the ESI,† in Fig. S4).

For Ag16Au4SCH3 in Fig. 2a, the intensity of plasmonic
transitions decreases and their energies are shifted to the blue
with respect to bare clusters. For this complex the high ratio of
Ag atoms leads to a plasmonic absorption reminiscent of that
of pure Ag20SCH3, but with the quenching of the (already lower)
plasmonic peak being less prominent than for Ag20. For the
opposite composition, Ag4Au16, the change in the spectrum
differs from that of pure Au20 with the interaction of ligands not
clearly enhancing (nor quenching) the peaks in the range of
3.0 to 4.0 eV. One aspect to consider is whether the anchoring
of the thiol to either a silver atom (Ag20 and Ag4Au16) or to a
gold atom (Au20 and Ag4Ag16) is of importance. This appears to
be of minor importance, the strength of thiol–gold bond (and
the amount of transferred charge) in the Ag16Au4SCH3 complex
equals DEb =�2.9 eV(|Dq| = 0.74), while the silver–thiol bond in

Fig. 1 Calculated TD-DFT+TB absorption spectra for (a and b) Ag20SCH3(SC6H5) and Au20SCH3(SC6H5) and (c and d) Ag120(SCH3)4 and Au120 (SCH3)4 in
comparison to bare clusters. Spectra have been broadened with a s = 0.2 eV Gaussian.
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Au16Ag4SCH3 has DEb = �3.0 eV(|Dq| = 0.67). The strength of
the metal–ligand bond in the bimetallic clusters is thus smaller
than in the monometallic gold cluster (see Table S1, ESI†).

For the larger tetrahedral clusters, Ag100Au20 and Ag20Au100,
the absorption spectra (see Fig. 2c) under the influence of four
thiolates show the same qualitative characteristics as for the
smaller clusters: a marked quenching for the silver-dominated
Ag100Au20 cluster and a small enhancement for the gold-
dominated Ag20Au100 cluster. For clusters with the same ratio
of Ag and Au atoms (Ag10Au10 and Au10Ag10) the situation is less
clear. We see almost no effect of the ligand for the silver-bound
Ag10Au10, while for the gold-bound Au10Ag10 a quenching of the
peak at 4.2 eV is visible in Fig. 2b. For the larger clusters,
Ag64Au56(SCH3)4 and Ag56Au64(SCH3)4, with nearly the same
ratio of Ag and Au atoms, Fig. 2d does not reveal a clear trend.
Since the effect of ligands was observed to be opposite for pure
gold and pure silver clusters in the preceding section, this is
perhaps intuitively what would be expected for clusters with the
same ratio of gold and silver atoms. To provide more insight in
the precise mechanism of enhancement or quenching, we
consider in more detail the orbital nature of these plasmonic
excitations in the next section. We will, however, first consider
the available experimental data for bimetallic clusters and
compare this with our calculated spectra.

The absorption spectra of the nanoalloys (AgAu)144(SR)60 were
first observed by electrospray ionization mass spectrometry by

Kumara and Dass.20,78 These fascinating structures have since
then attracted much attention as the synthesis process allows for
varying the metal composition of the cluster.20,79–81 The compar-
ison of these fully ligated clusters with the bare clusters then
provides valuable insight on how the metal plasmonic response is
influenced by the ligand protection.22,49,82,83 Fig. 3 displays the
absorption spectra for ligand protected nanoalloys with different
ratios of Au and Ag atoms and also shows the effect of ligand on
pure isolated grand core 114-atomic and ad hoc 144-atomic
clusters. The Au144(SCH3)60 cluster consists of 114 Au core atoms
with a 30-unit protective layer of Au(I)–(SCH3)2. The same structure
can be made with a silver core, yielding Ag144(SCH3)60. By increas-
ing the number of atoms from 114 to 144 atoms, the intensity of
the plasmon excitations is enhanced for both types of clusters.
The monolayer of SCH3 groups clearly reduces the intensity of
sharp plasmonic peaks of Ag144 in the range of 3.5–4.5 eV
(in Fig. 3a). However, for Au144(SCH3)60 (in Fig. 3b), the absorption
peaks below 3.0 eV are intensified, while for the higher energy
range (43.0 eV) the intensities are almost the same as for bare
Au144. We thus see the same general trend as discussed before for
the tetrahedral monometallic clusters. Turning to the bimetallic
cores, Fig. S5 (ESI†) displays the spectrum of an icosahedral core–
shell Ag91Au53(SCH3)60 (with an Au core and an Ag shell) in
comparison to the bare Ag91Au53 cluster and has the same
quenching and broadening of absorption spectra as visible in
Ag-dominated clusters. On the other hand, for Ag53Au91(SCH3)60

Fig. 2 Calculated TD-DFT+TB absorption spectra for (a) Ag16Au4SCH3 and Ag4Au16SCH3 (b) Ag10Au10SCH3 and Au10Ag10SCH3. (c) Ag100Au20(SCH3)4 and
Ag20Au100(SCH3)4 (d) Ag65Au56(SCH3)4 and Ag56Au64(SCH3)4. Spectra have been broadened with a s = 0.2 eV Gaussian.
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(with an Ag core and Au shell) we see an enhancement of the
absorption intensity compared to the bare cluster (for energies
below 4 eV). This can be explained with the larger amount of gold
with respect to the silver and the anchoring of SCH3 with the gold
atoms (see the structures depicted in Fig. S5, ESI†).

Turning back to Fig. 3 we will now compare to experimental
data. The experimental absorption spectra, for Au144�XAgX(SR)60

clusters exhibit three peaks around 560 (2.2 eV), 430 (2.9 eV) and
310 nm (4.0 eV), which are more distinct for a high ratio of
silver.20,81,84 The spectra of Ag53Au91(SCH3)60 and Au53Ag91(SCH3)60

in comparison to the pure Au144(SCH3)60, Ag144(SCH3)60 are avail-
able in Fig. 3. For all of these clusters we observe, in agreement with
experiment, the high intensity peak around 4 eV, which is intensi-
fied by going from Au144(SCH3)60 to the bimetallic cluster. It has
been well established that for bare bimetallic clusters, increasing
the ratio of Ag enhances the plasmonic absorption. For the peak at
4 eV the higher intensity of Ag53Au91(SCH3)60 in comparison to
Au53Ag91(SCH3)60 exhibits, however, the differential effect of thio-
late ligands bounded to Au and/or Ag shell as the relatively
strongest absorption is for the cluster with the smallest Ag/Au
ration. This is not the case for the lower excitation around 3 eV,
where the intensity of Au53Ag91(SCH3)60 is similar to that of
Ag144(SCH3)6. As mentioned before, these low energy excitations
(3.0–3.3 eV) are dominated by thiol-to-metal charge-transfer excita-
tions (about 70–77%). This could explain the similarity of this peak
in clusters that have the same outer layer.

3.3 The effect of ligand functional groups on the plasmon
excitations

Chemical modification (functionalization) of ligands can be
employed to change spectral features as energy positions and
intensities. In experimental work, thiolate ligands (–SR)
nanocluster with various functional groups (R) have been
synthesized and used to tune plasmonic properties.24,25,63,76

To connect to such approaches, we look in this section at the
influence of electron donor (–CH3, –tBu and –OH) and electron
acceptor (SCH2COOH, –COOH, and –NO2) functional groups on
the plasmonic excitations of ligand-protected Au20 and Ag20. The
effect of functional groups on alkyl and phenyl thiolate ligands are
displayed in Fig. 4. For the alkyl ligands, substituting the electron
donating and accepting R-groups does not result in significant
changes in the plasmon peaks of Ag20SCH3 and Au20SCH3 com-
plexes. For aromatic ligands, the electron donation takes place
from the phenyl to the metal cluster. For the main plasmon
excitations of Ag20, around 4 eV, the effect of altering the func-
tional groups is again almost negligible and the quenching of the
plasmonic peak remains the same as for unsubstituted
Ag20SC6H5. For the gold clusters, however, the spectra are clearly
dependent on the choice of ligand functional groups. This is in
agreement with Clays et al.30 who found the effects of R-group on
the geometrical structures of Au20 to be insignificant, but pointed
out the influence of this group on the energies of the HOMO,
LUMO and other valence orbitals relevant for the spectra. For the
main plasmon excitations of Au20SC6H5, the intensity decreases
by substitution of electron withdrawing R-groups and slightly
increases for the electron donating R-groups (see Fig. 4d).

The effect of varying the functional group is more obvious in
the low-energy ligand-to-metal transitions, between 2 to 3 eV,
see ESI.† The high intensity peaks, in this range of energy are,
however, typically charge-transfer (CT) excitations (see Fig. S6,
ESI†) and are thus less well described by the LB94 model
potential which lacks exact exchange. A more adequate descrip-
tion is provided by non-local range-separated hybrid,85 which is
unfortunately difficult to combine with the tight-binding
approximation that we use here. Noting these uncertainties in
the precise location of the low-energy peaks, we will in the
following section discuss the enhancement or quenching of
excitations by analyzing their orbital contributions.

Fig. 3 Calculated TD-DFT+TB absorption spectra for (a and b) pure grand core 114-atomic and ad hoc 144-atomic structures of silver and gold with and
without SCH3 ligand (c) Ag144(SCH3)60, Au144(SCH3)60, Ag53Ag91(SCH3)60, and Au53Ag91(SCH3)60. The dashed lines indicate the experimental peaks for
Au144�XAgX(SR)60 from ref. 20. Spectra have been broadened with a s = 0.2 eV Gaussian.
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3.4 Orbital contributions analysis

The analysis of electronic structure and contribution of the
orbitals can be helpful to understand the observed variations of
intensity. Table 1 reports the percentage of atomic d- and sp-
character to the plasmonic excitations using the following
equation;86

%i ¼

POn oEc

n

fn
P

ov

Fov
n

�
�

�
�2 ijfoh ij j2

POn oEc

n

fn

� 100 (1)

where i denotes an atomic orbital with d- or sp-character, hi|foi
is its projection on the occupied orbitals |foi, fn is the
oscillator strength of the excitation at energy On, and |Fov

n |2 is
the weight of a particular single orbital transition from an
occupied (o) to a virtual (v) orbital in this transition. All
transitions are weighted by their oscillator strengths, fn, and
summed over all transitions up to a certain energy cut off Ec

(the range of energy differs for each type of clusters). The
equivalent summation over oscillator strengths in denominator
serves as a normalization factor.

In Table 1 the quenching of oscillator-strength for the high
intensity excitations of Ag20 in the presence of ligands is listed
for the range of 3.30 to 4.60 eV. This quenching is caused by the
screening of s-electrons of silver that is visible as a decrease in
the sp-contribution percentage from 100% to 61–66%. For bare
nanoclusters, this corroborates with the well-established
notion that reduction of s-character by increased participation

of d-electrons in the plasmonic transitions quenches them and
broadens the spectrum.37 However, for ligated clusters the
screening of s-electrons of Ag is not due to d-electrons as the
contribution of d-electrons remains almost constant at less
than 0.1%. Instead, the splitting of the sharp peaks of Ag20 is
now due to the participation of the ligand s- and p-orbitals that
contribute with a weight of 34–39% (Table 1). For Au20, the

Fig. 4 Calculated TD-DFT+TB absorption spectra for Ag20 (a and b) and Au20 (c and d) with different donor and acceptor functional groups. Spectra
have been broadened with a s = 0.2 eV Gaussian.

Table 1 Percentage of orbital-contributions for the high-intensity plas-
monic transitionsa showing the effect of ligands

Structures d-Au d-Ag sp-Au sp-Ag sp-ligand

Ag20 — 0.0 — 100.0 —
Ag20SCH3 — 0.06 — 65.6 34.3
Ag20SC6H5 — 0.02 — 61.2 38.7
Ag144 — 12.4 — 87.6 —
Ag144(SCH3)60 — 3.7 — 14.6 81.7
Au20 88.2 — 11.8 — —
Au20SCH3 72.7 — 19.3 — 8.0
Au20SC6H5 57.9 — 20.8 — 21.2
Au144 94.5 — 5.5 — —
Au144(SCH3)60 41.0 — 12.7 — 46.2
Ag16Au4 46.3 0.05 9.3 44.4 —
Ag16Au4SCH3 54.9 0.14 7.7 17.3 19.9
Ag91Au53 56.2 8.5 12.2 23.1 —
Ag91Au53(SCH3)60 30.4 2.3 10.8 1.9 54.6
Ag4Au16 78.3 — 13.9 7.8 —
Ag4Au16SCH3 52.6 0.15 19.6 9.6 18.1
Ag53Au91 90.6 0.03 8.6 0.8 —
Ag53Au91(SCH3)60 26.2 0.00 11.9 4.2 57.6

a Excitations in the range of 2.5–5.0 eV.
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participation of ligand orbitals is also important, but here the
effect on the plasmonic excitation is opposite. The electrons of
ligands now screen the d-electrons of gold and give rise to
higher oscillator strengths than for the pure d-transitions. The
d-contribution, which is 88% for isolated Au20, decreases to
73% and 58% for Au20SCH3 and Au20SC6H5, respectively
(Table 1). These opposing effects of ligands on gold and silver
transitions result in changes of the intensity upon ligation that
are overall smaller for the bimetallic clusters than for the pure
clusters. In Table 1, the sp-orbital contributions of silver for
Ag16Au4 are about 44%, clearly less than for pure Ag20 (100%),
and this contribution decreases to 17%, upon interaction with
ligands in Ag16Au4SCH3. At the same time, the already large
d-contribution of gold further increases from 46% to 55%,
which is different from the effect of ligand coating on a pure
gold cluster.

The analysis of orbital-contributions for pure and alloy
144-atomic clusters confirms the trends seen in the smaller
pure metal clusters. As listed in Table 1, for Ag144 and Au144,
after coating with ligands the s-electrons and d-electrons are
screened, resulting in quenching and enhancing of intensity,
respectively (Fig. 3). For the Ag91Au53 and Ag53Au91 bimetallic
clusters, the variation of orbital contributions roughly follows
the trend of the metal with the higher ratio. Ligand coating
leads for Ag91Au53 to a decrease of the s-contribution of silver

from 23% to 2% and a decrease of the d-character of gold from
56% to 30%. For Ag53Au91, the d-contribution of gold decreases
from 91% to 26% (and the silver s-character changes slightly
from 1% to 4%).

The orbital-contribution analysis can be complemented by
looking at the partial density of state (pDOS) shown in Fig. 5.
The pDOS clearly shows a decrease in of s-electron density for
silver near the Fermi level. For gold the interaction with ligands
pushes the d-levels further below the Fermi level and thereby
diminishes the density of d-electrons in excitations. This
reduction of d-partial density of states by adding ligands was
also observed by López-Lozano et al.83 Moreover, the availability
of s-orbitals of ligands with higher energies can explain the
blue-shift of absorption spectra observed in Fig. 1. For gold
clusters, the participation of d-orbitals in plasmon excitations
is reduced by increasing the size.37 This makes the effect of
ligands for the larger Au120(SCH3)4 structure (Fig. 5d) less
pronounced than for the smaller cluster.83 The same holds
for the sp-DOS for Ag120(SCH3)4 which shows a relatively
smaller effect compared to the bare Ag120 cluster.

For these highly symmetric clusters, an additional effect of
ligand coating is a reduction of symmetry which splits the
excitation energy levels and thus broadens the spectra. For
instance, the high-intensity peak of Ag20 consists of a number
of degenerate transitions at 3.89 eV with a summed oscillator

Fig. 5 Partial density of state (a and b) s,p-DOS of Ag20SCH3 and Ag120(SCH3)4, and (c and d) d-DOS of Au20SCH3 and Au120(SCH3)4 in comparison to
bare clusters.
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strength f = 13.89, and is split into six or seven non-degenerate
transitions (with energies between 3.93 to 4.14 eV) after inter-
action with ligands. The total summed oscillator strength of
these transitions is f = 12.73 (see Table S2, ESI†). The effect of
symmetry-breaking can also be considered by looking at the
range of orbitals (HOMO to HOMO�5) contributing to this
main Ag20 peak. For the bare cluster these orbitals are split by
about 0.27 eV while for Ag20SCH3 (Ag20SC6H5) this energy range
increases to 0.52 (0.59) eV (see ESI,† Fig. S7). For
Au20SCH3(SC6H5), the change in d- and s-contributions is
probably more important than the reduction of symmetry.
For the bare Au20 cluster, no high-intensity degenerate peaks
(in range 3–4 eV) are found and the summed oscillator strength
is modest at is f =1.81. As can be seen in Table S3 (ESI†) this
sum increases to 1.94 after interaction with ligands. The orbital
energy range is at the same time broadened from about 0.39 eV
for Au20 to 0.66 (0.67) eV for Au20SCH3 (Au20SC6H5) (see ESI,†
Fig. S7).

3.5 Coulomb kernel scaling

In previous sections, for both silver and gold an overall broad-
ening of the absorption spectrum under the effect of ligands is
observed. This broadening makes it harder to recognize the
plasmonic peaks for ligand-protected clusters than for bare
clusters. One possibility is to use visualization, Gieseking
et al.87 implemented an analytical tool to identify plasmon-
like excitations by plotting characteristic features of plasmonic

excitations (large superatomic extent, collectivity and dipole
additivity) relative to other type of excitations.

An alternative is the Coulomb-scaling technique introduced
by Bernadotte et al.53 This analysis of plasmon transitions is
based on the fact that the plasmonic excitation responds much
more strongly to a scaling of the Coulomb kernel than other
excitations. We will focus on the ligand-coated 144-atoms
clusters as these are highly stable and well characterized
experimentally. Fig. 6 compares the absorption spectra of
Au144(SR)60 and AgB53AuB91(SR)60 recorded by Dass et al.20 to
the computed TD-DFT+TB spectra of Au144(SCH3)60 and
Ag53Au91(SCH3)60. For both pure and alloy clusters, the overall
shapes of the computed spectra are in good agreement with
experiment, but it is hard to locate the plasmonic excitations.
To identify these transitions, we scaled the Coulomb kernel
from the noninteracting limit (l = 0) to the fully interacting
limit (l = 1) by steps of 0.2 and plotted the resulting variation of
excitation energies in the range of 1.50 and 3.00 eV as a
function of l. The l-dependency of the excitation energies in
the vicinity of the most intense peaks of the experiment,
560 (2.2 eV) and 430 nm (2.9 eV) for AgB53AuB91(SR)60 and
520 nm (2.4 eV) for Au144(SR)60 (indicated by dashed lines) can
thus be studied. Fig. 6c and d show a strong l-dependency of
the excitation at 2.90 eV for Au91Ag53(SCH3)60 and for
Au144(SCH3)60 at 2.40 and 2.61 eV, that demonstrates their
plasmonic nature. In the lower energy range, excitations at
2.06 and 1.60 eV for Au91Ag53(SCH3)60 and Au144(SCH3)60,

Fig. 6 Calculated TD-DFT+TB absorption spectra for (a) Ag53Au91(SCH3)60 and (b) Au144(SCH3)60 in comparison to experimental spectra from ref. 20 for
Ag53Au91(SR)60 and Au144(SR)60. Spectra have been broadened with a s = 0.2 eV Gaussian. The variation of the squared excitation energies for
high-intensity peaks of (c) Ag53Au91(SCH3)60 and (d) Au144(SCH3)60 upon scaling the electronic interaction with excitation energies being plotted
separately in units of the HOMO–LUMO gap D.
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respectively, can also be identified as plasmonic excitations although
their l-dependency is weaker than found in the high
energy range.

4. Conclusion

Plasmonic excitations of metal nanoclusters are shown to be
affected by the addition of protective ligands. The effect of these
ligands depends on the element used for the core, for silver
nanoclusters a quenching and broadening of sharp plasmonic
excitation is seen, while we observe an increase in the absorption
intensities for gold cores. The effect of size, composition and ligand
functionalization on large cluster models can be studied in full
atomistic detail with the TD-DFT+TB method. The ensuing orbital
contribution analysis can thereby explain the enhancing and
quenching effects of ligands on gold and silver, respectively, in
terms of screening of the d-electrons of gold and s-electrons of silver
by the sp-ligand orbitals. For the stable nanoclusters, Au144(SR)60

and Au91Ag53(SR)60, we observe good agreement of the computed
TD-DFT+TB spectra with the experimental observations. For these
cases we also demonstrated that it is possible to discriminate the
plasmonic excitations from the single particle excitations by the
Coulomb kernel scaling technique. The economical TD-DFT+TB
approach thereby provides a versatile tool to analyze and predict the
effect of ligand coating on plasmonic nanoalloys.
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