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1. TiN Synthesis & Characterisation
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Figure S1. (A) Image showing the smooth (left) and nanostructured TiN electrode (right), respectively. (B) 514 nm Raman
spectrum of the rough TiN electrode.

Gl P x "
DAL ,,' ) L
: »" )

Figure S2. (A) SEM image of the nanotubular TiO: electrode used as template for nitridation. (B) SEM image of the
subsequently obtained TiN electrode (B).

2. Raman & Surface-Enhanced Raman Spectroscopy of Azidobenzene
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Figure S3. Cyclic voltammograms of the TiN electrode before (trace a) and after (trace b) reversible AB physisorption of
azidobenzene. Trace c is obtained after washing of the electrode with water, indicating the reversibility of AB adsorption.
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Figure S4. (A) 647 nm Raman spectra of azidobenzol in tert-butylmethylether. (B) Raman intensity of the vz and vi1 band
of azidobenzene as a function of concentration.

Figure S5. Approximated profile of the focussed laser beam for confocal Raman/SERS measurement in solution (A) and
on the surface (B).

3. Electromagnetic Field Calculations Using RWCA
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Figure S6. Top view over four unit cells showing the distribution of localized field hot spots upon illumination at 413 nm
for six different nanotube lengths d. The scale shows the field enhancement (EF) value to forth order |E|*/|E,|*.
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Figure S7. Side view of three units cells combined at illumination with 413 nm. The scale shows the field enhancement
factor (EF) value to forth order |E|*/|E,|*.

d/nm

180 360 740
x/nm

ohk



11

A o] | B
0.9 3
] Average Average
5 0.8 — 130 nm — 130 nm
e 074 - 140 nm 140 nm
2 0.6 190 nm 190 nm
g : 220 nm N 220 nm
-  0.51 260 nm 5 280 nm
8 a4l 270 nm 270 nm
© : —— 280 nm —— 280 nm
£ 0.34 —— 200 Am —— 200 nm
° 021 —— 300 hm —— 300 hm
0.11 /
00 m DHOCL
200 300 400 500 600 700 800 900 1000 200 300 400 500 600 700 800 900 1000
Wavelength / nm Wavelength / nm
. . EE . .
Figure S8. (A) Calculated relative absorbance A =1 — R — T (A) and EME ﬁ values (B) at fixed tube lengths d ranging
0

from 160 to 300 nm. The dashed orange lines represent the average over the different nanotube lengths.

TiN flat
ld=50nm

04-

Normalized absorption

0.2-

0.0-

T T T T T T
300 400 500 600 700 800 900
Wavelength / nm

Figure S9. Spectral position of the plasmonic resonance of the flat TiN surface (red curve, surface plasmon polariton)
compared to the nanostructured TiN electrode (d = 250 nm) exhibiting, in addition, a plasmonic lattice resonance peak
above 600 nm (green curve).



