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Fig. 1. Scattering spectra and near-field profiles of nanoparticles -film system. (a) Scattering spectra of a single nanoparticle with
D = 80 nm on the gold film (top row). Electric fields and vector distributions of steady state correspond to cross-sectional views un-
der 633 nm and 570 nm excitations (bottom row)[l. (b) Calculated scattering spectra for the Au@SiO, SHIN dimer-film coupling
system (top row). Images of the near-field distribution of the electric field at the zzplane under different excitation wavelengths cor-
responding to four scattering peaks in scattering spectra for the Au@SiO, SHIN dimer-film coupling system (bottom row)!.
(c) Calculated SERS enhancement distributions at the zzplane under excitation wavelengths of 530 nm and 633 nm in heptamer
and nonamer aggregates, respectively*. (d) Schematic illustrations of typical Au@SiO, SHIN aggregates over a gold film. Spatial
transfers of hot spots under different excitation wavelengths. Point A corresponds to the maximum electric field enhancement point
in SHIN-SHIN gap (A4 region), and point B corresponds to the maximum electric field enhancement point on the gold film surface in
SHIN-film junction (B region)!*.
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Fig. 2. The near and far field properties of PIMR model®: (a) Schematic illustrations of the studied model and the principle of

plasmon-induced magnetic resonance; (b) scattering and absorption spectra for 1 nm and 10 nm dielectric spacer of a nanosphere

with 200 nm diameter on the gold film; (c) displacement vector filling electric-field distributions (top row) and magnetic-field (bot-

tom row) distributions; (d) the scattering spectrum (black curve) and the average electric-field enhancement spectrum at the

nanogap (red curve) for the nanosphere-film system with 200 nm diameter and 1 nm dielectric spacer.
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5 3 SERS Kl 5500 (a) TP 43+ M 7E 4 94 K JBURL 55 4 ISR BR rfr ) BDT 43— W B 6 44 K S0 [R] B ey 5 5 41 (i 2% 4y
B i % 6 532 nm F1 633 nm; (b) TP F1 BDT W 7EA F B9ALE , HAb [ (a)
Fig. 3. Scheme for SERS detection/”. (a) Scheme for SERS detection with thiophenol (TP) molecules adsorbed in the gap between

gold nanoparticles and the gold film and benzenedithiol (BDT) molecules adsorbed in the gap between nanoparticles. The green and

red spectra were obtained with 532 and 633 nm excitation, respectively. (b) Similar to (a) with TP and BDT adsorbed at different

locations.
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(i), 180 nm (ii), 210 nm (iii), 240 nm (iv) and 250 nm (v), DA K43 5IXF R (9 RO 18], 1 6, 6 4068 il 6, iv 406, v AR 6
(b) Bl (a) HERIG 0 (BRER) NI4T (BEZR) ML B, SEO il i (20 80) RUEA (B (0 5) ML (o) TR IHAE S g KR -4 I R S0 1

Au(111) B 5P Y MBA 1) Raman {55

Fig. 4. Scattering spectra and Raman spectra of nanosphere-gold film systems®!l. (a) SEM images for sphere-film systems with D =
160 (i), 180 (ii), 210 (iii), 240 (iv), and 250 nm (v) on the Au (111) single-crystal flat surface. Dark-field scattering spectra of single
particle on the Au (111) single-crystal flat surface with i, black; ii, red; iii, blue; iv, green; and v, red-brown. (b) The plot of theoretical

peak (black line) and dip (blue line) positions, experimental peak (red dots), and dip positions (pink dots). (¢) Raman signals of

MBA adsorbed on the Au (111) single-crystal flat surface of the single nanosphere-gold film systems.
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Fig. 5. Comparisons between PESHG nanoruler and linear PNRP?: (a) Schematic illustration of PESHG nanoruler; (b) DFSS cor-
responding to SHINs (D = 55 nm) with different thicknesses of the silica shell laid on the smooth Au surface: g = 0 (black curve), 1

2 (blue curve), 4 (cyan curve), and 6 nm (yellow curve); (c) linear PNR versus g; (d) PESHG nanoruler versus g.
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Fig. 6. Calculation model of the STM-TERS configuration): Schematics of electric field (a) and electric field gradient (b) intensity
distribution; (c) the horizontal electric field and (d) horizontal electric field gradient distribution of the plane between the tip and

substrate; (e) the ratio of (c¢) over (d); (f) - (h) dependence of Raman-active modes, infrared (IR)-active modes, and the ratio of

electric field to its gradient on the lateral displacement.
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Fig. 7. Study of in-situ measurements of TERS and TEFP: (a) The schematic of in-situ measurements of TERS and TEF; (b) de-
pendence of TERS and TEF enhancement factor on tip-film distance; (c) dependence of TERS and TEF enhancement factor on

wavelength at tip-film distances of d = 2 nm.
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Fig. 8. Physical mechanism of the surface plasmon-coupled emission of TESPY: (a) The schematic of the synergistic effect of the

LSPs and PSPs for the surface plasmon-coupled emission of TES; (b) the angle-resolved emission patterns of the TES; (c)—(e) the

corresponding far-field scattering spatial distributions for the film, tip and tip-film configurations.
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SPECIAL TOPIC—Plasmon-enhanced light-matter interactions

Surface plasmon resonance “hot spots” and near-field
enhanced spectroscopy at interfaces”

Feng Shi-Liang# Wang Jing-Yu# Chen Shu  Meng Ling-Yan
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(Department of Physics, Collaborative Innovation Center for Optoelectronic Semiconductors and Efficient Devices,
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Abstract

Optical excitations and mutual couplings of surface plasmons with specific modes in metal nanostructures
are the physical basis for developing the high spatial resolution, high sensitivity, and high precision
spectroscopy. Here, we systematically review latest advances in optical excitations, classifications and
identifications of surface plasmon resonance modes and their typical applications in several typical interfaces.
We discuss several aspects below. First, the intrinsic mechanism of creating “hot spots” in metal particle-film
systems is elucidated by the finite-difference time-domain numerical method. Spatial transfers and influence
factors of the “hot spots” under plasmon-induced electric- resonance and plasmon-induced magnetic-resonance
conditions are discussed. Second, the plasmon-induced magnetic-resonance in the visible-light region is
successfully realized in a gold nanoparticle-film system. Meanwhile, experimental results of surface-enhanced
Raman spectroscopy show that the “hot spots” in the magnetic-resonance mode can output Raman scattering
with a much higher enhancement factor than that in the conventional electric-resonance mode. Third, we design
nonlinear nanorulers that can reach approximately 1-nm resolution by utilizing the mechanism of plasmon-
enhanced second-harmonic generation (PESHG). Through introducing Au@SiO, (core@shell) shell isolated
nanoparticles, we strive to maneuver electric-field-related gap modes such that a reliable relationship between
PESHG responses and gap sizes, represented by “PESHG nanoruler equation” , can be obtained. Fourth, a
critical and general solution is proposed to quantitatively describe the spatial resolution and directional emission
in tip-enhanced Raman spectroscopy and tip-enhanced fluorescence. These results may help enhance our
understanding of the intrinsic physical mechanism of the surface plasmon resonance, and offer opportunities for
potential applications in surface-enhanced Raman spectroscopy, tip-enhanced Raman spectroscopy, second

harmonic generation, and other plasmon-enhanced spectroscopy.

Keywords: surface plasmon resonance, surface-enhanced Raman spectroscopy, tip-enhanced Raman

spectroscopy, plasmon-enhanced second harmonic generation
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