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Though it is generally accepted that the electromagnetic mechanism relat
localized plasmons of the metal surface is the most im

Interaction between molecule and metal plays also a ¢
SERS electrochemical

processes (CT) with the metal. In some of these experiences huge energy gains (G) of up to 5e¥

have been reported, which are in conflict with the classi
mechanism (G=1).

nanoclusters, we are able to elucidate that this "anomalous”gain is

contributions, firstly, the sensitivity of the CT electronic states of the
effective charge excess of the metal,

the macroscopic values. We are able to semiquantitative)
nt and explain it by assuming that the strongest SERS sig
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ed to the excitatipy |
portant contribution in SERS, the chemicy |

rucial role. [1] This is especially relevans
experiments where adsorbates can undergo photoinduced charge trange

ssical picture of the metal-adsorbate 0 |
|12] Supported on electronic structure calculations of metal-molect

mainly due to two differe

metal-molecule systemonts
and, secondly, to an increased electric capacitance of i

tures where a higher charge excess is stored. Therefore, ¥
believe that SERS can become a usefy

| tool for Capacitance measurements at nanometer scale.

"Enhanced Raman Spectroscopy and related plasmonk
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