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Surface Resonant Raman Scattering from Cu(110)
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We report the first evidence of Raman scattering from surface phonons of a pristine metal surface. Our
study reveals a Raman-active surface vibrational resonance on Cu(110) with a surprisingly large scattering
efficiency. With the incident photon energy close to the energy of the Cu(110) surface state electronic
transition, the Raman scattering from the surface optical resonance can be significantly enhanced, while

any contribution from bulk phonons is absent.
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Raman spectroscopy is a standard technique for studying
the lattice dynamic properties of solids [1,2], including
surfaces and interfaces [3]. Advances in the field of surface-
enhanced Raman spectroscopy (SERS) and tip-enhanced
Raman spectroscopy (TERS) have facilitated access to
nanoscale structures in this regard [4,5].

Moreover, since the first evidence of Raman lines from
surface vibrational modes on Sb-terminated InP(110), fur-
ther studies have suggested that surface-related Raman
scattering is a general property of solid surfaces [3,6,7].
In this context, resonant Raman spectroscopy (RRS) is often
used to selectively enhance the surface Raman signal to
compensate for the limited scattering volume of the surface
compared to the bulk. In RRS, the excitation energy is
chosen close to an electronic transition of the material, i.e., at
interband critical points. If surface electronic transitions are
involved, the Raman intensity of a surface vibrational mode
can thus be significantly increased [2,3]. Despite the success
of Raman spectroscopy in the study of surface phonons,
most research to date has been on semiconducting materials
[3.8,9]. Bulk metals have only been the subject of a limited
number of Raman scattering experiments [10-12], since
optical phonon modes require the presence of a non-
primitive lattice unit cell. In addition, screening significantly
reduces the scattering efficiency because in bulk metals the
lifetime of electron-hole pairs is too short to interact
effectively with the crystal lattice via the Raman effect
[13,14]. At metal surfaces, however, a less efficient screening
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can significantly increase the lifetime of electron-hole pairs
[15,16], particularly if electronic transitions related to surface
states are involved in the Raman process [17].

In the bulk of solids with a single atom per unit cell,
such as cubic metals (i.e., sc, bee, or fcc), solely acoustic
phonons exist, which can only be excited in scattering
processes of higher order. In first-order inelastic scattering
from acoustic modes, the frequency shifts are usually too
small to be observed in Raman experiments. However, for
silver and gold nanocrystals, it was possible to obtain a
Raman signal mapping the bulk phonon density of states
[18,19], with the challenging measurement of acoustic
phonons enabled by Raman scattering in resonance with
plasmonic transitions. First-order Raman scattering from
surface optical phonons, on the other hand, should be
possible even for metals with only one atom in the bulk
unit cell. Such optical surface modes arise from the
reduced symmetry at the surface: Since the translational
symmetry along the surface normal is lifted, the relevant
unit cell extends over the entire semi-infinite crystal and
contains more than just one atom. As a consequence,
surface modes with @ > 0 exist at the center of the surface
Brillouin zone. The present study shows that Raman
scattering from these surface phonon modes can indeed
be observed for Cu(110), opening new possibilities for the
use of Raman spectroscopy to study surface resonances in
metals. Given the recent developments in the field of
TERS [20,21], a comprehensive understanding of the
underlying physical effects will be of great significance.

Figure 1 shows Raman spectra for Cu(110) recorded at
room temperature in ultrahigh vacuum using discrete laser
lines for excitation. Experimental details are given in the
Supplemental Material [22]. A sharp peak at a Raman shift
of 161.5 cm™! (20 meV) can be seen in Fig. 1, particularly
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FIG. 1. Raman spectra for Cu(110) (open circles). Wavelength
and energy of the incident laser light are given on the left side of
each spectrum. The spectral features were fitted to Voigt curves
on a 5th order polynomial background. The background, Voigt
components, and the sum curve are shown separately. The
spectral resolution determined from the width of the plasma
lines used for energy calibration is given on the right. The
resolution was used as a constant Gaussian component in the
Voigt fitting procedure.

for the spectra with incident laser energies between 2 and
2.4 eV. A Raman shift of 161.5 cm~' agrees well with the
excitation energy of the Cu(110) surface phonon resonance,
as observed in previous EELS and HAS studies [36,37]. This
surface phonon resonance is mainly confined to the topmost
few surface layers, with the entire layer of surface atoms
moving in the direction normal to the surface, out of phase
with the second layer atoms and in-phase with the atoms in
the third layer, etc. [36,38], as shown in Fig. 2(c).

The Raman scattering signal at 161.5 cm™! is strongly
dependent on the energy of the incident laser, peaking at
2.2 eV, with significant intensity observed only within a
narrow energy range of 0.5 eV. This dependence on

excitation energy is a clear indication of resonant enhance-
ment of Raman scattering in the vicinity of optical transitions
involving surface electronic states. Indeed, angle-resolved
photoemission and inverse photoemission studies have
found an occupied surface state 0.4 eV below the Fermi
level Ep at the Y point of the Cu(110) surface Brillouin zone
(SBZ), and an unoccupied state 1.8 eV above Ey [39,40].
Both electronic surface states are confined to the topmost
atomic layer and rapidly decay within a few lattice planes
towards the bulk [41]. Transitions between these surface
states were observed by reflection anisotropy spectroscopy
at an energy of 2.1 eV [42-44], close to the laser excitation
energy at which the largest enhancement of Raman scatter-
ing is seen in Fig. 1.

The Cu(110) surface phonon resonance involves a large
relative displacement of the first and second layer atoms of
the surface. The surface electronic states and, consequently,
the optical transition energy will be strongly affected by a
modulation of the respective interlayer spacing Az. In fact,
the energy of the optical transition decreases linearly upon a
temperature-induced (static) increase of Az [44]. A signifi-
cant variation of the electronic energy levels due to excitation
of the phonon mode will result in a large deformation
potential dE/dAz and, hence, a large Raman cross section
[1,2]. To verify whether coupling of the surface phonon
resonance and this particular transition indeed increases the
Raman scattering at 161.5 cm™' in Fig. 1, model calcula-
tions in the framework of density functional theory (DFT)
were performed for the surface electronic structure of Cu
(110), and for the normal mode frequencies and displace-
ment patterns (see Ref. [22] for details). The electronic band
structure calculated along high-symmetry directions in the
surface Brillouin zone is shown together with the projected
bulk bands in Fig. 2(a). The band structure in Fig. 2(a) is
consistent with previous DFT calculations [41]: The specific,
surface-localized optical transition occurs in the vicinity of
the Y point with a transition energy E between 2.1 and
2.2 eV, from the partially occupied to the unoccupied surface
states indicated by b; and b, in Fig. 2(a), respectively.

In a subsequent lattice dynamics calculation a z-polarized
surface mode according to the surface phonon resonance was
identified at 173 cm~!. To simulate the influence of this
vibration on the electronic states, the band structure was
calculated for different static values of the interlayer distance
of the topmost two lattice planes. The calculation yields a
strong response of the electronic surface states to a move-
ment of these atomic layers. In particular, Fig. 2(b) shows the
variation of the spacing between Cu layer one and two (Az)
and the resulting variation of the distance between b; and b,
(AE) during a single period of the vibration. Thus, Raman
scattering occurs via the deformation potential. In addi-
tion, scattering due to electron density fluctuations at the
surface contributes as b, shifts with respect to the Fermi
level during oscillation. The combination of both mech-
anisms then leads to the strong enhancement of the Raman
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FIG. 2. (a) Calculated electronic band structure of Cu(110):
Surface states are labeled b;, the surface-projected bulk bands are
overlaid in gray. The inset shows the SBZ with the symmetry
points used for the calculation. (b) Variation of the spacing of the
upper two atomic planes of the Cu lattice (Az) and resulting
variation of the distance between b, and b, at Y (AE), for a single
oscillation period. The fit through the AE points serves as a guide
to the eyes. (c) Vibrational pattern of the surface phonon
resonance.

scattering at 161.5 cm~! in Fig. 1. However, the extent to

which scattering occurs via deformation potentials or via
charge density fluctuations cannot be determined in this
way. Yet, the corresponding DFT calculation shows that
for in-plane polarized phonons no coupling with the
optical transition at the ¥ point can occur, since occupa-
tion of adjacent modes with displacement along x or y
does not affect the surface states b; and b,.

In the spectra in Fig. 1, a weak feature at a Raman shift of
172 cm™! (21.3 meV) can be seen. Again the intensity is
resonantly enhanced, similar as for the Raman peak at
161.5 cm™!. The maximum energy of this second enhance-
ment, although it is slightly higher than for the peak at
161.5 cm™!, cannot be precisely determined due to the
vicinity of the strong main resonance. However, optical
contributions at energies slightly higher than the surface
state transition have been reported and are due to transitions
involving bulk-related electronic states [44,45].

Figure 3 shows the absolute scattering cross section for
the surface phonon resonance at 161.5 cm™' and the second
mode at 172 cm™!, respectively, as a function of the optical
excitation energy. The cross section was calculated after
Ref. [46] as described in Ref. [22]. The scattering length for
both modes is d = 1.278 A, i.e., the interlayer distance in

Wavelength (nm)

676 647 594 568 529 515 488 458

14 F71 T T T T T T ] 3.0
[ Q ]

12 F 125

10 | 120
O ]

4 0.0

1.8 1.9 20 21 22 23 24 25 26 27
Photon energy (eV)

Scattering cross section (102 cm?)
(o]
T

Scattering cross section (1027 cm?)

FIG. 3. Absolute scattering cross section of Cu(110), for the
surface phonon resonance at 161.5 (black) and the mode at
172 ecm™' (gray).

bulk Cu. The resulting resonance profile for the mode at
161.5 cm™! shows a sharp peak centered at a photon energy
of 2.2 eV. Compared to the energy of the electronic transition
of the Cu(110) surface states, the resonance peak is slightly
shifted to higher energies (x0.1 eV). The resonance curve
for the second mode has a feature at about 2.3 eV, also
slightly higher than the energy of the surface-modified bulk
transition. However, the scattering cross section curves in
Fig. 3 are in perfect agreement with the optical absorption
due to surface state transition and modified bulk transition in
Ref. [44], respectively.

To understand in detail the spectral signature of the
Raman intensity in Fig. 1, additional lattice dynamics
calculations were performed, based on a force-constant
model fitted to the experimentally determined dispersion
curves of the Cu(110) surface phonons [37]. The phonon
dispersion curves thus obtained for the high-symmetry
direction 'Y are shown on the right side in Fig. 4. For a
slab containing N layers the calculation yields 3N —3
optical modes at the I" point with energies up to 29.8 meV,
the maximum energy for Cu bulk phonons [37]. The
surface phonon resonance lies at around 19.7 meV and
arises from a pseudo band gap in the dipole-active phonon
density of states for longitudinal phonons propagating
perpendicular to the (110) surface [36]. The phonon
dispersion in Fig. 4 shows a large number of modes which
merge into a van Hove singularity at 21 meV as a result of
the projection of the bulk phonon branches at the X point
onto the I point of the surface Brillouin zone. The surface
splits off a mode from this region of high density of bulk-
phonon states into the pseudo-band-gap region where the
strong depletion of the projected density of states causes
the mode to become a surface resonance. By determining
the spectral densities the slab-model calculation provides
the polarization and intensity of each eigenmode. The left
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FIG. 4. Phonon dispersion curves for Cu(110) along T'Y (right
panel) and spectral density p at the T point for displacement of the
first layer Cu atoms along the directions x, y, and z (left panel),
obtained from the lattice dynamical calculation described in
Ref. [22]. The solid line marks the region of high density of
surface-projected bulk phonon states at 21 meV, the dashed line
the surface phonon resonance at 19.7 meV.

side in Fig. 4 shows the resulting p for the first layer atoms
and displacement along x, y, and z. As before, only modes
with displacement along the surface normal z can possibly
contribute to the measured Raman signal in the spectra in
Fig. 1. Moreover, it becomes clear that a displacement of
the atoms in the first Cu layer (p,) alone cannot account for
the sharp Raman peak at 161.5 cm™!.

If we define the relative spectral density p Az, @S the z
displacement of the atoms of a specific layer i with respect
to the atoms of another layer j, the z component of the
overall displacement pattern of the surface phonon reso-
nance can be gradually constructed. Relative spectral
densities p,, , for the atoms in the first and second layer
and p,,,, for those in the second and third layer, respec-
tively, are shown in the upper graph in Fig. 5. Both curves
refer to spectral densities for which the interlayer spacing
changes during the vibration. The third curve in the graph
shows the spectral density p,_,, for the atoms in layer one
and three, which move in phase. The bottom panel of Fig. 5
shows a Raman spectrum for comparison. The qualitative
agreement of the spectral densities py., as well as p,. .
with the experimental spectrum confirms that the Raman
scattering amplitude is indeed correlated with the antiphase
displacement of the atomic layers in the surface-near region
along z. Nevertheless, to further approximate the exper-
imental line shape, both spectral densities must be
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FIG. 5. Spectral densities p for relative displacements Az,,

Azy3, and Az, respectively (top), and combined p for relative
displacements Az, and Az,3, compared to an experimental
Raman spectrum obtained at 1.9 eV (bottom). The background
was subtracted from the spectrum.

considered together. The resulting combined spectral
density pa., X pa,,, also in the bottom panel of Fig. 5,
agrees perfectly with the experimental spectrum. In par-
ticular, the combined p curve reproduces the narrow width
and symmetrical line shape of the peak in the Raman curve.

This indicates that the region of the coupling of surface
phonon resonance and electronic surface states extends
slightly deeper into the crystal than just the second layer.
Thus, it is essential to include all parts of the vibration which
have influence on the surface electronic states to reproduce
the experimental Raman spectrum. Nevertheless, the mea-
sured Raman intensity at 161.5 cm™" arises exclusively from
the topmost few layers of the crystal, also because any
contribution from higher-order scattering is absent in the
spectra. At least a small intensity from scattering by acoustic
phonons is expected, since the penetration depth of the
incident light is large enough (~14 nm at 1.9 eV) and
resonant enhancement due to excitation in the vicinity of
bulk electronic transitions would be possible. However, the
intensity at around 172 cm™" (21.3 meV) in Fig. 1 is most
likely due to scattering by surface-projected bulk phonons in
the surface-near region. This projection of the acoustic bulk
phonon branches leads to a large density of states at the I'
point of the surface Brillouin zone at 21 meV. Because of the
slightly higher energy of the optical resonance of the
172 cm~! Raman feature it cannot be related to scattering
in resonance with the surface state electronic transition. Most
likely, transitions between bulk states modified at the surface
are involved. Excitation in resonance with these transitions
then leads to enhanced Raman scattering by the surface-
projected bulk phonon modes. The comparably low intensity
of this “bulk-related” signal further corroborates that a
significant enhancement of the Raman intensity in Cu can
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only be obtained if the phonons and the electronic transition
are both strongly localized in the surface-near region.

In conclusion, the present study shows the first evidence
of Raman scattering from surface phonons on a metal
surface. Our experiments demonstrate the existence of
Raman-active surface optical phonons on Cu(110) with
large scattering efficiency. In addition to the symmetry
reduction at the surface required to ensure optical phonon
modes, an optical excitation in resonance with electronic
transitions localized in the surface region is crucial for the
observation of Raman scattering from metal surfaces.
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