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ABSTRACT: Plasmonic nanogaps can support confined and enhanced electromagnetic fields. In this work, we use scanning
tunneling microscopy-induced light emission (STM-LE) to study the localized surface plasmon resonance of gold nanoparticle
superlattices, which consist of high-density nanogaps of tunable sizes (from 0.1 to 2.3 nm). By analyzing the far-field light emission,
we discover that two distinct plasmon modes, i.e., the transverse dipolar plasmon mode (TDP) and bonding dipolar plasmon (BDP)
mode, can be selectively excited depending on the location of the STM tip. As the interparticle gap distance decreases, the BDP
mode excited at the plasmonic nanogaps shows a monotonous red-shift and broadening, indicating continuously enhanced
interparticle plasmonic coupling. Moreover, we observe a stronger radiative strength of the BDP mode compared to the TDP mode
excited at the nanoparticles, demonstrating that the plasmonic nanogaps act as electromagnetic hot spots. The intensity ratio of the
BDP mode to the TDP mode is enhanced with decreased gap size down to the unprecedent 0.1 nm, revealing the extreme field
confinement that can be achieved in plasmonic superlattices. Our results advance the understanding of near-field enhancement in
subnanometer plasmonic gaps and shall benefit the design of plasmonic structures for applications in many fields, including surface
enhance Raman spectroscopy, photocatalysis, and optoelectronics.

KEYWORDS: gold nanoparticle superlattice, nanogaps, plasmons, scanning tunneling microscope, light emission, plasmon coupling

Bl INTRODUCTION distance down to 0.1 nm.'”** The field enhancement and
confinement in the GNP superlattices was evidenced with far-
field optical spectroscopy methods.”” Knowing the details of
the near-field information, especially the response of individual
nanogaps, is essential for many applications in nano-optics, e.g.,
single molecule spectroscopy'” and surface-enhanced Raman
spectroscopy. -

To understand the local coupling of plasmon resonances,
extensive studies have been performed on these nanogaps with
both theoretical calculations”'>**** and experimental meas-
urements. Optical near-field microscopies have provided

Localized surface plasmons, which are collective oscillations of
conduction electrons excited at the metal surface, have
attracted significant interest due to their ability to confine
and enhance electromagnetic fields."”” A wide variety of
metallic nanostructures, such as single nanoparticles (NPs),’
NP dimers,"™” NP on mirror,'”"" and NP arrays'” have been
developed to facilitate the light-matter interactions in Raman
spectroscopy, ”~'® photon sensing,'” electro-optical devices'®
and nonlinear optical processes.'””’ Notably, the plasmonic
nanogaps (<2 nm) have shown to support a remarkable near-
field enhancement, thanks to the capacitive coupling between
adjacent plasmons.””' Recently, extended monolayer gold Received: July 28, 2024
nanoparticle (GNP) superlattices with precisely tunable Revised:  December 6, 2024
interparticle gap distance have been presented. Contrary to Accepted:  December 6, 2024
binary plasmonic systems, such GNP superlattices provide

high-density nanogaps and exhibit continuous enhancement of

plasmonic coupling when reducing the interparticle gap
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opportunities to break the far-field diffraction-limited reso-
lution and explore near-field signatures of individual plasmonic
objects.”® To further improve the spatial resolution, localized
excitation by electron microscopy, such as electron energy loss
spectroscopy (EELS),””° can be employed to analyze single
plasmonic nanostructures. Recently, scanning tunneling micro-
scope (STM) has emerged as a powerful tool for probing the
optical properties of metallic nanostructures by measuring the
light emission from 0plasmons excited by inelastic electron
tunneling (IET).”’ 7" STM electrons can selectively excite
plasmons and achieve nanometer-scale resolution.””*’ For
example, using a Au tip, bias-dependent excitation of different
plasmon modes was observed in a hexagonal silver nano-
particle monolayer deposited on Au substrate.”’

In this work, we study the localized plasmonic properties of
monolayer GNP superlattices with STM-induced light
emission (STM-LE), using nonplasmonic tip and substrate.
The nonplasmonic nature of our tip and substrate allows
investigation into the more intrinsic plasmonic behavior of
nanoparticle superlattices. We also conduct finite elements
modeling (FEM)-based numerical simulation to provide a
qualitative analysis of the experimental results. In both
simulation and experiment, we observe light emission from
the radiative decay of different plasmon modes with tip-
location-dependent wavelengths and intensities. The plasmon
modes excited at the nanogaps are assigned to the bonding
dipolar plasmon (BDP) mode, resulting from the hybridization
of two horizontal dipolar plasmons of two adjacent GNPs,
while the plasmon modes excited at the GNP are assigned to
the transverse dipolar plasmon (TDP) mode.>”**

Particularly noteworthy is the higher light emission intensity
of the BDP mode compared to the TDP mode, recorded with
a sub-NP (<10 nm) spatial resolution. The enhanced intensity
of the BDP mode at the nanogaps proves the presence of
electromagnetic hot spots at the gaps, due to the strong
plasmonic capacitive coupling.*'*** Furthermore, the intensity
ratio between the BDP mode and the TDP mode increases
with a decreasing gap size, consistent with the simulation
result. Additionally, we have observed the wavelength of the
BDP mode exhibiting a monotonous red-shift with a
decreasing gap size, in good agreement with the trend
previously obtained by reflectance measurements on such
GNP superlattices.”” Compared to the far-field measurements,
our work provides insights into the near-field plasmonic
coupling in individual nanogaps of the GNP superlattices and
demonstrates STM-LE as a powerful nanometer-scale probe
for studying the optical properties of metallic nanostructures.

B RESULTS AND DISCUSSION

Localized surface plasmon properties of GNP superlattices on
highly oriented pyrolytic graphite (HOPG) substrate are
investigated with STM-LE (see Figure la and the Methods
section for additional details of the setup). The tunneling
electrons serve as a broad-band excitation source with tunable
energy and excite localized plasmon modes through the IET
29,30 - :
process. These plasmons can radiatively decay into the far
field, generating light emission. Both the intensity and the
spectral information on the emitted light are obtained in our
experiments. To avoid introducing any tip-induced plasmon, a
tungsten tip is utilized due to its nonplasmonic optical
o 33
properties in the measured wavelength range.
The GNP superlattices with tunable interparticle gap sizes
are prepared by interfacial self-assembly combined with

(@)

(17 BN

Figure 1. (a) Schematics of the STM-LE experiment. The GNP
superlattice (golden spheres) capped with ligands is deposited on the
conductive HOPG substrate. Electrons tunneling between the STM
tip and the sample excite plasmon modes, which decay radiatively into
the far field. (b) Scanning electron microscopy (SEM) image of a
GNP superlattice capped with benzene-1,4-dithiol (1,4-BDT) on the
HOPG substrate. The inset shows an STM topography image
(constant current mode) of the same sample. STM parameters: 100
pA current and —2.5 V tip bias voltage.

subphase exchange and free-floating ligand exchange method
(refer to the Methods section for details).”” The GNPs have a
diameter of 13.2 + 0.5 nm. The interparticle gap size, Dg,y, is
precisely controlled in a range of 0.1—2.3 nm via selection of
capping ligands. The as-prepared GNP superlattices are drain-
deposited on the HOPG substrate. Figure 1b displays a
scanning electron microscope (SEM) image and an STM
topography image of a GNP superlattice capped with benzene-
1,4-dithiol (1,4-BDT) molecules. The GNP superlattice shows
a typical hexagonal close packed pattern. Additional STM
topography images of GNP superlattices capped with different
molecules are shown in Figure S1 in the Supporting
Information. The modification of Dy, by altering the capping
molecules is apparent in the topography images, as indicated
by the count of GNPs per unit length. Meanwhile, the capping
molecules introduce an energy barrier in the tunneling process,
thus a higher tunneling bias voltage, V, is required to image the
GNPs capped with longer molecules, e.g, 1-hexadecanethiol
(C16SH). To confirm this, the C16SH-capped GNP super-
lattice is treated with oxygen plasma to remove the capping
molecules. After plasma treatment, cracks appear in the GNP
superlattice, indicating the removal of capping molecules and
the diminished steric stabilization of GNPs.”* Consequently, a
reduced bias voltage is needed to obtain an STM topography
image at the same tunneling current (I), which agrees with a
decreased tunneling barrier. Throughout our experiments, all
STM-LE measurements are performed on GNP superlattices
with capping ligands, where ligands ensure suflicient chemical
and steric stabilization for the GNP superlattices.**

STM-LE has been reported to probe the radiative electro-
magnetic local density of states, where the light emission
intensity is directly correlated to the local plasmon
strength.”* ™" We now study the spatial distribution of the
light emission intensity of the GNP superlattices. Figure 2a
shows an STM image of a GNP superlattice capped by 1,4-
BDT, obtained with a constant tunneling current and tip bias
voltage (I = 100 pA, V = —2.5 V). An area of 24 X 24 nm’
(outlined by the white box in Figure 2a), which contains a
complete lattice cell, is evaluated using STM-LE. The surface
height distribution with a pixel size of 2 X 2 nm” is presented
in Figure 2b, while Figure 2c displays the corresponding
photon count map acquired with the photon counter (I = 2
nA, V= =3 V). We observe that the photon count is higher at
the interparticle gaps compared to the regions on the GNPs.
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Figure 2. Spatial distribution of the STM-LE intensity. (a) STM
image of a GNP superlattice capped with 1,4-BDT on the HOPG
substrate. STM parameters: 100 pA current and —2.5 V bias voltage.
(b) Height map and (c) corresponding STM-LE intensity acquired in
the region (24 X 24 nm?) indicated by the white box in panel (a). The
gaps are marked with dashed lines for better illustration. The pixel size
is 2 X 2 nm”. STM-LE parameters: 2 nA current, —3.0 V bias voltage,
and 10 s integration time.

This photon image illustrates that the STM tip indeed excites
plasmons that radiatively decay into the far field, and the
strength of the plasmon modes depends on the location of the
STM tip. Here, we achieve a spatial resolution on a
subnanoparticle (<10 nm) scale.

To further investigate the light emission characteristics, we
acquire the spectral information at selected tip locations using
a spectrometer. Figure 3 shows the experimental results of the
light emission as the tip is moved from the center of a
nanoparticle (purple dot in Figure 3a) toward the neighboring
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Figure 3. Spatial distribution of the STM-LE intensity. (a) STM
image of a GNP superlattice capped with 1,4-BDT on the HOPG
substrate. STM parameters: 100 pA current and —2.5 V bias voltage.
The tip is moved from the GNP center (purple dot) toward the
interparticle gap (red dot), ending at the brown dot, with a 1 nm step
size. (b) STM-LE spectra and (c) normalized spectra obtained at
locations marked in panel (a). The purple dot in panel (a) is set as the
origin (0 nm), and the red dot corresponds to 6 nm. STM-LE
parameters: 10 nA current, —3.0 V bias voltage, and 60 s integration
time. The spectra in panel (c) are vertically shifted for legibility.

nanoparticle, crossing the gap (red dot in Figure 3a) and
stopped at a position (brown dot in Figure 3a) 8 nm away
from the starting position. The step size for this displacement
is 1 nm. Figure 3b plots the STM-LE spectra acquired along
this trajectory, and Figure 3¢ compares these normalized STM-
LE spectra. When the tip is positioned at the center of the
nanoparticle, a resonance peak (4) appears at a wavelength of
~755 nm (purple curve, 0 nm). As the tip is moved to the gap,
the peak then undergoes a wavelength shift to ~726 nm (red
curve, 6 nm). The spectral intensity at the gap reaches a
maximum, consistent with the results obtained by the photon
counter (Figure 2c). These results suggest that different
plasmon modes are excited on the nanoparticle and at the
interparticle gap.

To elucidate the origin of the light emission, we conduct
numerical simulations to investigate the plasmon modes
excited by tunneling electrons (see the Methods section for
further details and Figure S2 in the Supporting Information for
additional results). When the excitation is positioned at the
center of the GNP, a transverse dipolar plasmon (TDP) mode,
oscillating perpendicularly to the superlattice, is generated
within this nanoparticle. When the excitation is located at the
gap between two GNPs, the surface charge density distribution
matches the characteristics of the bonding dipolar plasmon
(BDP) mode between the two neighboring GNPs closest to
the excitation position.”**” The calculated radiative strength
of the BDP mode is larger than that of the TDP mode, which
agrees with the experimental observations (Figure 3). When
the excitation is positioned between the particle center and the
interparticle gap, both TDP and BDP modes are excited, and
the plasmon strength of each mode varies as a function of the
excitation position. However, in experimental spectra (1—5 nm
in Figure 3), the TDP mode and BDP mode could not be
identified, due to the weak signal-to-noise ratio in light
emission measurements.

Compared with simulations, the experimental STM-LE
exhibits red-shifts and broadening of the TDP and BDP
modes. This discrepancy may be attributed to the differences
in the dielectric environment, such as the absence of ligands
and STM tip in simulations.*>* Another explanation could be
the deviation in the dielectric constants of GNP and HOPG
between simulations and experimental conditions.>”*® In
addition, we simulate the light emission of configurations
involving 2 GNPs and 7 GNPs on HOPG substrates (refer to
Figures SS and S6 in the Supporting Information). We observe
that the number of GNPs in simulation affects the plasmon
wavelength.

Furthermore, contrary to the simulations, the experimental
wavelength of the BDP mode is blue-shifted compared to the
TDP mode. Analogous to molecular orbital theory, the BDP
mode arises from the in-phase coupling between two dipolar
plasmons of two nanoparticles and exhibits a red-shift in
wavelength compared to the surface plasmon resonance (SPR)
of individual nanoparticles.*’***’ In our study, the GNPs are
deposited on HOPG, wherein the conductive HOPG substrate
acts as a mirror and enables a redistribution of the surface
charges, resulting in a modification of the plasmon wave-
length.m2 Moreover, with the additional influence of the
experimental environment (STM tip and capping ligands), it is
conceivable that the measured wavelength of the BDP is
shorter than that of the TDP mode. Similar phenomena will be
encountered in GNP superlattices capped with other molecules
in subsequent investigations.
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Figure 4. Influence of the interparticle gap size. (a) Normalized STM-LE spectra from GNP superlattices capped with oleylamine (OAm), 1,6-
hexanedithiol (C6DT), and ammonium sulfide ((NH,),S), excited at the interparticle gaps. (b) Experimental and simulated plasmonic peak
wavelength shift, A4, and (c) full width at half-maximum (fwhm) shift, Afwhm, of GNP superlattices capped with different ligands, excited at the
interparticle gaps. (d) Normalized STM-LE spectra from GNP superlattices capped with OAm, C6DT, and (NH,),S, excited on the center of the
GNPs. STM parameters: S nA current and —3.0 V bias voltage. (e) Experimental AA and (f) Afwhm of GNP superlattices capped with different
ligands, excited on the center of the GNPs. In panels (a, d), the thin curves are the raw data, and the thick lines correspond to the smoothed results.
STM parameters: S nA current, —5.0 V bias voltage for CL6SH, while S nA current and —3.0 V bias voltage for all other molecules. n in panels (b, c,

e, ) indicates the number of carbon atoms.

The intensity of emitted photons from plasmons generated
by IET depends on the bias voltage.””*"** Figure S3 in the
Supporting Information shows the bias-dependent STM-LE
spectra measured from GNP superlattices capped with short
ligands (1,4-BDT) and long ligands (C16SH). Similar to the
calculated results, the experimental peak wavelengths of the
TDP and BDP modes first blue-shift with increasing bias
voltage, and then remain constant when the bias voltage
surpasses a threshold value. Moreover, the maximal energy
(eViias) of tunneling electrons exceeds the emitted photon
energy, and the onset bias voltage required for detectable light
emission increases with longer capping molecules. This
observation further points to the tunneling barrier introduced
by the ligands. In this work, we always apply a bias voltage
above the threshold value to eliminate the influence of the bias
voltage when analyzing the plasmon peak wavelengths.

Having demonstrated the ability to selectively excite
plasmon modes at different tip locations, we now investigate
the gap-size-dependent behavior of the BDP mode and TDP
mode. Figure 4a compares the STM-LE spectra by exciting the
BDP mode on GNP superlattices capped with different
molecules. Each spectrum is the average of spectra acquired
from more than 15 interparticle gaps. A wavelength shift of the
BDP mode is observed when changing the ligands. Specifically,
the BDP mode of GNP superlattice capped with sulfide
((NH,),S, Dy, = 0.1 nm) exhibits a significant red-shift
compared to the sample capped with long oleylamine (OAm,
Dg,, = 1.4 nm). Figure 4b,c summarize the extracted peak
wavelength, 4, and the full width at half-maximum (fwhm) of
the BDP mode for different samples. The wavelength shift, A4,
and the fwhm broadening, Afwhm, are extracted by setting the
OAm-capped superlattice as the reference (4 = 734 nm, fwhm

= 184 nm). Both the calculated and measured BDP modes
experience monotonous red-shifts and broadening with
reducing Dy, In the experiment, a 71 nm red-shift of 1 and
a 35 nm broadening of fwhm are observed when D,,, decreases
from 2.3 to 0.1 nm. When short ligands are used, the
plasmonic coupling between neighboring GNPs is enhanced,
leading to a red-shift and broadening of the BDP mode.”*
These trends of A red-shift and fwhm broadening in our results
are in good agreement with the results of large-scale optical
reflectance measurements obtained from GNPs superlattice on
the surface of acetonitrile, with discrepancies of Al and
Afwhm being assigned to the different dielectric environ-
ment.”> The charge-transfer plasmon mode emerging from
quantum tunneling between nanoparticles is not observed in
our work.”'**? Thus, our results confirm the previous
theoretical and experimental observations'”** that the
plasmonic near-field coupling in extended GNP superlattices
with diminishing gap distance differs from the isolated binary
systems.”'”*” Yet, we notice in Figure 4b that the wavelength
shift seems to saturate as we reach very short spacing
distances.™

Figure 4d—f show the experimental results of the STM-LE
spectra obtained by placing the tip on the center of the GNP,
where the TDP mode is excited. Again, each spectrum is the
average of spectra acquired from the centers of more than 15
GNPs. Al in (e) and Afwhm in (f), are extracted by setting
the OAm-capped superlattice as the reference (4 = 771 nm,
fwhm = 200 nm). In contrast to the BDP mode, no significant
wavelength shift of the TDP mode is observed in both
measurements and calculations (see Figure S4 in the
Supporting Information), indicating that the interparticle gap
size has negligible influence on the TDP mode. The plasmon
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coupling between the excited nanoparticle and the neighboring
nanoparticles is normal to the TDP. Similar to nanoparticle
dimers, the TDP mode is not sensitive to changes in the gap
distance, resulting in a negligible influence on the energy of the
TDP mode.®

Previously, we have observed enhanced strength of BDP
modes for reduced gap sizes. In the following, we investigate
the gap-size-dependent light emission intensity. First, we
perform line scans on GNP superlattices and acquire the light
intensity using the photon counter. Figure Sa and Figure Sb
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Figure S. Gap-size-dependent STM-LE intensity. Photon intensity
(red curves) and topography height (black curves) from GNP
superlattices capped with (a) C2DT and (b) C6DT. Insets show the
STM images with the scanned lines marked as dashed lines. Scale
bars: 20 nm. (c) Experimental intensity ratio, Izpp/Irpp, of GNP
superlattices with different capping ligands. STM-LE parameters: 2
nA current, —3.0 V bias voltage, and 10 s integration time. (d)
Calculated intensities of TDP and BDP modes for different gap
distances. The inset displays the calculated Igpp/Irpp.

compare the light intensity with the topographic height of two
GNP superlattices capped with 1,2-ethanedithiol (C2DT) and
1,6-hexanedithiol (C6DT), respectively. For both samples, the
emitted light shows maximal photon numbers at the
interparticle gaps (BDP mode) and fewer photons on the
particle (TDP mode), as in Figure 2. Meanwhile, the intensity
ratio between the BDP mode and TDP mode differs between
these two samples. For statistical analysis, we measure the
photon counts from more than 30 GNPs and 30 interparticle
gaps over an area of 5 ym?” on different samples. In Figure Sc,
the intensity ratio, Iypp/Irpp, is plotted as a function of Dy, In
agreement with the simulation result (inset in Figure 5d), Iypp/
Irpp increases with decreasing D, reaching an experimental
value of 5.2 + 0.5 at Dy, = ~ 0.1 nm.

As displayed in Figure 5d, the calculated intensities for both
BDP and TDP modes increase for decreasing D,,,, but with
different rates. For the TDP mode, with the shortening of
ligands, the GNP approaches closer to the HOPG surface,
leading to enhanced coupling between the GNP and the
substrate and thus a slight intensity enhancement.'”'" For the
BDP mode excited at the gap, the coupling between the
plasmon dipoles of the two neighboring GNPs is enhanced
when shorter ligands are used, giving rise to an increased
intensity. In our extended GNP superlattices, the enhanced

plasmonic coupling of the BDP mode is more significant
compared to the TDP mode. Thus, the ratio Igpp/Irpp shows a
continuous increasing trend with reducing D,,,. Again, similar
to the monotonous red-shift of BPD mode, the continuous
increase of Ig,,/I,, also indicates that no charge transfer
plasmon mode is observed in our samples.””** In our work, the
observation of hot spots at the plasmonic nanogaps and their
gap-size dependent strengths provides valuable insight into the
local electromagnetic field in the nanogaps of GNP super-
lattices.

B CONCLUSIONS

Our study provides a comprehensive investigation of the
localized surface plasmon resonances of GNP superlattices
using STM-LE. By analyzing the emitted light spectra and
intensities, we have gained valuable insights into the local
plasmonic behavior within individual nanogaps of the super-
lattice. We have demonstrated the selective excitation of
plasmon modes (i.e., TDP mode and BDP mode), achieving a
subnanoparticle (<10 nm) spatial resolution. Through a
combination of experimental measurements and simulations,
we have elucidated the gap-size-dependent behaviors of these
different plasmon modes. Particularly, we have observed
monotonous red-shifts and broadening of the BDP mode as
the interparticle gap distance decreased, which can be
attributed to the enhanced plasmonic coupling between
adjacent GNPs. This observation is in good agreement with
results from large-scale optical reflectance measurements, while
STM-LE allows us to provide important details on the optical
near-field in plasmonic superlattices. Furthermore, our
investigation revealed a significant enhancement in the
intensity ratio of the BDP mode to the TDP mode as gap
size decreased down to 0.1 nm, demonstrating the extreme
field confinement achievable in plasmonic superlattices. Our
findings of hot spots at the nanogaps highlight the importance
of precise gap-size control in modulating the plasmonic
properties of GNP superlattices. In summary, our work lays
a solid foundation for further exploration and manipulations of
plasmonic phenomena in nanomaterials for a broad range of
optical applications, especially those depending on plasmonic
nanogaps for strong local field enhancement and confinement,
such as surface-enhanced spectroscopy, optical sensing, and
optoelectronics.

B METHODS

Sample Preparation. The GNP superlattices were
fabricated and characterized using methods reported pre-
viously.”> All GNPs used in our experiments have a diameter of
13.2 + 0.5 nm. The GNP superlattices capped with ligands
were deposited onto the freshly cleaved HOPG substrates (SPI
Supplies, grade 1). For the C16SH-capped sample, we used
oxygen plasma (PVA TePla, GIGAbatch) to remove ligands
around the GNPs with a power of 200 W for 10 s.

Simulations. The numerical calculations are performed
with finite element modeling (COMSOL Multiphysics 5.6) in
the frequency domain. The GNP sample is placed on the
HOPG substrate, surrounded by vacuum. A unitary harmonic
point dipole placed 1 nm above the sample surface is used as
the excitation source.’” The orientation of the dipole is always
normal to the nearest GNP surface, aligned with the tunneling
direction.
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The whole system is modeled as a sphere with a diameter of
600 nm, surrounded by a perfectly matched layer (thickness:
100 nm). The bottom half sphere represents the HOPG
substrate and the remaining part is vacuum. A finite number of
GNPs (37 in this simulation), each with a fixed diameter of 13
nm, are arranged in a hexagonal pattern. The interparticle gap
size, Dy, is varied in a range of 0.5—2.4 nm. The GNPs are
placed on the HOPG surface at a distance of D, The
refractive index of gold follows the work of Johnson et al.’’
The refractive index of HOPG is adopted from Querry et al.*®
The wavelength-dependent light emission intensity is calcu-
lated by integrating the far-field Poynting vector over the half
sphere above the sample. The maximal discretization mesh size
for the GNPs is set to 2 nm, with a developer-defined adaptive
element size used for meshing the rest of the system. Unlike Au
tip which can introduce the tip—sample gap plasmon mode, W
tip does not introduce additional plasmon modes in the GNP
superlattice (see Figure SS in the Supporting Information).
The W tip is treated as a dielectric environment.

STM-LE Setup. All measurements are conducted with a
custom-built STM instrument (1077 mbar, room temper-
ature).” A lens (Thorlabs, A110-B, NA 0.4) placed at an
incident angle of 60° from the sample normal is used to collect
the emitted light. The number of photons is acquired by a TE-
cooled single-pixel photon counter (Hamamatsu, C13001-01),
and the spectral information is detected by a spectrometer
(Princeton Instrument, SP2156i, 150 lines/mm grating, Andor,
Newton 970P EMCCD). The wavelength range is 400—900
nm for the photon counter and the spectrometer. All
experimental spectra are corrected by the normalized detection
efficiency (maximum set to 1). Tungsten tips are fabricated by
electrochemical etching in NaOH solution and used to avoid
any tip-induced plasmonic effect in the measured wavelength
range.” To minimize the influence of drift, experiments began
only after maintaining the target vacuum for at least 24 h.

B ASSOCIATED CONTENT
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