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The electron excitation spectra of the Li-intercalated graphene (LiC2) are obtained using a high-accuracy
ab initio density function theory calculation within the random phase approximation. The low-energy parts of the
spectra are analyzed to predict the existence of two quasi-two-dimensional collective modes: a Dirac plasmon
similar to the one in the doped graphene but significantly stronger, and an acoustic plasmon.
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The graphenelike quasi-two-dimensional (q2D) materials,
such as alkaline or alkaline-earth intercalated graphene have
recently been extensively studied theoretically and experi-
mentally, but so far the most attention has been paid to
the investigation of their superconductivity, quasiparticle or
ground state electronic properties, and structural stability
[1–7]. However, the electronic excitations and optical prop-
erties of these materials have not been studied at all. The
electronic structure suggests that they naturally support 2D
plasmons which produce a strong evanescent field, making the
measurement more feasible. This suggests the possibility for
application of these plasmons in nanodevices operating in the
terahertz to mid-infrared frequency range [8–11]. In addition,
studies of other graphene-based multilayer materials, such as
the graphene nanoribbons [12], the twisted graphene bilayer
[13], or the graphene/SiC [14] suggest the existence of a variety
of 2D plasmons or (hybridized) plasmon/phonon modes, but
the experimental observation is very difficult [15], either
because of the very small doping or because of the difficult
experimental feasibility and the low structural stability of such
systems. We chose lithium, rather than any other alkaline or
alkaline-earth metal, because of its relative simplicity, and
we chose full coverage rather than, e.g., 2 × 2 because it is
experimentally more stable, and it provides higher doping.

The system we study is a LiC2 monolayer (ML), consisting
of lithium intercalated to a single graphene layer with full
coverage. Adding lithium to graphene causes natural doping,
lifting the Fermi level above the Dirac point, and turning the
graphene layer from a gapless semiconductor into a metal. The
metallic layer donates s electrons to the graphene π∗ band in
a way that the s band remains partially filled and the graphene
cone becomes doped. This results in the formation of two thin,
i.e., q2D, plasmas which can support a variety of different
modes with electrostatically tunable frequencies that do not
exist in the pristine graphene.

The two-dimensional plasmon (with a
√

2EF Q dispersion
in the long-wavelength limit) supported in the doped graphene
and referred to as a Dirac plasmon (DP), has been the subject
of many theoretical discussions [8,16,17], but the experimental
observation has proven to be difficult because of its low
intensity. For example, the measurements performed for the
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graphene on SiO2 substrate [18] proved the existence of the
DP indirectly, through its influence to the phonons in the
substrate, while the measurements performed for the graphene
nanoribbons on SiO2 [19] resulted with the observation of
the hybrid plasmon-phonon modes. However, in this case,
due to the high natural doping, the theoretically obtained
intensities of the 2D plasmon modes suggest the possibility
for their experimental detection and potential application, and
early indications of their experimental signature have been
observed [20]. This system is additionally attractive because,
due to the presence of the second 2D plasma lying in lithium
plane, this system supports another 2D plasmon which couples
with the Dirac plasmon and takes acousticlike behavior.
The phenomenon of the coexistence of two 2D plasmas
separated by only ∼0.1 nm has not been experimentally
detected yet, so this theoretical investigation encourages such
measurements, given that the fabrication of this system is
already experimentally feasible.

In this Rapid Communication we calculate the dynamically
screened Coulomb interaction, W , in the LiC2-ML using
first-principle density functional theory (DFT) within the
random phase approximation (RPA), and use its imaginary
part to obtain the electronic excitation spectra. By scanning
the intensities of the energy dissipation peaks for each (Q,ω)
electronic mode, we obtain a map of excitations. The high
accuracy of the calculation enables us to focus on the low-
energy region, with special emphasis on the long-wavelength
limit. The dominant modes in this part of the spectra are two
2D plasmons, one in-phase, with a dispersion consistent with
the DP in the doped graphene, and one in-antiphase, with a
linear dispersion characteristic for the acoustic modes. Similar
modes have been analyzed in the topological insulator films
[21] but the acoustic mode was not observed because it is
strongly Landau damped. Identification of these modes is
supported by a simple semiclassical two 2D plasma model.
A DP of this strength is interesting because it could enable the
sensing of the molecular excitons when their energy matches
the horizontal part of the DP dispersion curve [22,23]. The
acoustic plasmon (AP) has been theoretically predicted [24],
experimentally observed [25], and obtained by the ab initio
calculations [26] for various metallic surfaces, while here
it is obtained by very accurate ab initio calculations for an
existing q2D system, which has recently been synthesized for
experimental observation [2,7]. The tuning of the AP slope
(simply by the use of an external gate voltage) opens up a
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FIG. 1. The schematic representation of the LiC2-ML. The unit-
cell parameter in the parallel direction is a = 4.651 a.u., and the
supercell parameter in the perpendicular direction is L = 5a.

remarkable opportunity for optical switching, i.e., photon-
plasmon conversion, crucial for optoelectronics [27]. This is
usually done by adjusting the optical grating lattice constant
to make the scattered plasmon wave vector fit the photon
dispersion [28], while in this system the matching is achieved
simply by tuning the AP slope for the fixed grating lattice
constant.

Our system is schematically shown in Fig. 1. The theoretical
formulation of the electronic response in various q2D systems
has already been presented [16,29–31], so here we only present
a brief reminder of the method, and point out some features of
the calculation characteristic for this particular system.

The first part of the calculation consists of determining the
Kohn-Sham (KS) wave functions φnK and energy levels EnK,
i.e., the band structure, of a LiC2-ML. For the calculation
of the KS states we use the plane-wave self-consistent field
DFT code (PWSCF) within the QUANTUM ESPRESSO (QE)
package [32]. The core-electron interaction is approximated by
the norm-conserving pseudopotentials [33], and the exchange
correlation potential by the Perdew-Zunger local density
approximation [34]. For the LiC2-ML unit-cell constant we
use the experimental value of auc = 4.651 a.u. [35], and we
separate the LiC2 monolayers by L = 5auc = 23.255 a.u.
The equilibrium separation between the Li and C layers is
4.1 a.u. (2.17 Å), as proposed in Ref. [7]. The ground-state
electronic densities of the LiC2-ML is calculated by using
the 12 × 12 × 1 Monkhorst-Pack K-point mesh [36] of the
first Brillouin zone (BZ), i.e., we use 19 special points in the
irreducible BZ. For the plane-wave cut-off energy we choose
50 Ry (680 eV).

We define the electron energy loss spectroscopy local
spectral function as

Sz0 (Q,ω) = −ImWG‖=0(Q,ω,z0,z0). (1)

In addition to being a function of frequencies (ω) and wave
vectors (Q), the spectral function is also position dependent
(local), since in principle it does depend on the position of the
probe. Here the dynamically screened Coulomb interaction
has the form [37] W = v + v ⊗ χ0 ⊗ W , where v is the bare
Coulomb interaction and χ0 is the noninteracting electrons
response function:

χ0
GG′(Q,ω) = 2

�

∑

K∈SBZ,n,m

f n
K − f m

K+Q

ω + iη + En
K − Em

K+Q

×MG
nK,mK+Q

[
MG′

nK,mK+Q

]∗
, (2)

d

σ  (ω)

π(C) σ(Li)

σ  (ω)π σ

x
y

z

FIG. 2. Schematic representation of two 2D conducting plates
separated by distance d and described by conductivities σπ (ω) and
σσ (ω), representing graphene and lithium planes.

where f n
K = [e(En(K)−EF )/kBT + 1]−1 is the Fermi-Dirac distri-

bution at temperature T , En(K) are the Kohn-Sham energy
levels, � is the normalization volume, and the charge vertices
M can be found in Ref. [16]. The Coulomb interaction with the
surrounding supercells in the LiC2 superlattice arrangement is
excluded, as described in detail in Ref. [29]. Our results show
that the surface-plasmon peaks are much more prominent if
the external probe is placed outside of the lithium plane (e.g.,
z0 = L/2).

For better understanding of the modes and their dispersions,
we compare our ab initio DFT results with the semiclassical
ones, obtained by using a simple model schematically shown
in Fig. 2, where the graphene and lithium atomic monolayers
are considered as two 2D conducting plates separated by
distance d and described by 2D conductivities σπ (ω) and σσ (ω)
obtained by the Drude model

σn(ω) = iρn

ω + iη
; n = π,σ. (3)

The effective numbers of the charge carriers in the graphene
π and the lithium σ band are calculated from the KS wave
functions and energy levels as

ρn = − 2

S

∑

K∈SBZ

∂f (En
K)

∂En
K

∣∣jx
nK,nK

∣∣2
; n = π,σ, (4)

where S is the normalization surface and η is the intraband
damping constant. Since the system is isotropic in the x,y

plane, we chose the current to be in the x direction and
the expressions for the current vertices jx can be found
in Ref. [38]. The conductivities (3) can be used to calcu-
late the noninteracting electrons response function in the
long-wavelength limit for each 2D electron gas

χ0
π,σ (Q ≈ 0,ω) = Q2

iω
σπ,σ (ω), (5)

and these can be used to construct the RPA screened response
function for each 2D electron gas taking into account only the
electron-electron interaction within the electron gas as

χπ,σ (Q,ω) = χ0
π,σ (Q,ω)

1 − 2π
Q

χ0
π,σ (Q,ω)

. (6)

If we include the electron-electron interaction between the
π and σ electron gases, the dispersion relations ω(Q) of the
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FIG. 3. The band structure and DOS of the LiC2-ML. The color
scheme is defined as the difference between the contributions of the
C(π ) and Li(σ ) orbitals in the band structure. That is, red denotes the
dominantly C(π ) bands and blue denotes the dominantly Li(σ ) bands.
The green dashed lines show the pristine graphene band structure and
Fermi level (for comparison).

coupled collective modes can be obtained from
[ 2π

Q
e−Qd ]2χπχσ = 1.
In order to explore the influence of the interlayer π → σ

excitations we need to improve our model by allowing the
interlayer electron-hole (e-h) excitations. To achieve that, we
correct the total Drude conductivity (σπ + σσ → σπ + σσ +
σπσ ) by adding the interband term

σπσ (ω) = −4ih̄ω

S

∑

K

(fπK − fσK)
∣∣jx

πK,σK

∣∣2

�πσ (K)[(h̄ω + iηπσ )2 − �2
πσ (K)]

,

(7)

where �πσ (K) = EπK − EσK. The interband term is added
only to the graphene Drude conductivity (σπ → σπ + σπσ ) to
preserve the division into two nonoverlapping layers. It could
have been added to the lithium Drude conductivity, and that
would lead to the same result, while adding it to both Drude
conductivities would be overcounting.

Figure 3 shows the band structure and density of states
(DOS). The color scheme in the band structure is used to
express the difference between the contributions of the carbon
π orbitals and the lithium σ orbitals in the LiC2-ML band
structure. The positive (red) values denote the dominantly C(π )
bands, while negative (blue) values denote the dominantly
Li(σ ) bands. In addition to that, we introduce the notation π

and π∗ for the graphene conical bands below and above the
Dirac point (at the K point), respectively, as well as σ and σ ∗
for the highest occupied and the lowest unoccupied parabolic
lithium bands (at the � point), respectively. If we compare this
with the band structure of the pristine graphene (green dashed
lines), we can see several important differences arising from
the increase of the Fermi level on one hand, and the occurrence
of the new (lithium) bands on the other. Around the � point we
can see the parabolic bands, typical for lithium, while around
the K point we can see the conical bands, typical for graphene,
with the Dirac point now significantly below the Fermi
level.

To obtain the highly accurate spectra, and to be able to reach
the long-wavelength limit, we calculate the independent elec-
tron response function (2) by using 601 × 601 × 1 K-point
mesh sampling which corresponds with 361 801 Monkhorst-
Pack special k points in the Brillouin zone. This enables
us to use a very small damping parameter η = 10 meV,
which is in good agreement with the average experimental
intraband damping constant [19], and achieve high resolution
of our spectra without encountering numerical difficulties.
This is only necessary for the very small wave vectors
(Q < 0.03 a.u.), while for the larger Q it is sufficient to use
201 × 201 × 1 K-point mesh sampling which corresponds
with 40 405 Monkhorst-Pack special k points in the Brillouin
zone, in which case we have to use a slightly larger damping
parameter η = 30 meV, since any lower value would lead
to numerical difficulties. In all cases the band summation is
performed over 30 bands, which proved to be sufficient for
proper description of the electronic excitations up to 40 eV.
Broken inversion symmetry requires the inclusion of the
crystal local field effects in the z direction, which is achieved by
using 47Gz Fourier components, corresponding with the 20 Ry
(544 eV) crystal local field effects cutoff. Excluding the crystal
local field effects in the z direction would result in averaging
the charge-density fluctuations in this direction which would
automatically eliminate the AP from the spectra since they
oscillate in antiphase. In the semiclassical models (3) and
(7) the temperature is chosen to be T = 20 meV (230 K),
which means that the effective numbers of charge carriers
in the graphene π∗ and lithium σ bands are ρπ = 0.042 a.u.−2

and ρσ = 0.037 a.u.−2, respectively. The damping constant
is η = 10 meV, and the separation between the conducting
plates d can be used as the fitting parameter to fit the model
AP to the one obtained by the RPA ab initio calculations.
The fitting is achieved for d = 0.75 a.u., which may seem too
small, considering that the equilibrium separation between the
graphene and lithium atomic planes is 4.1 a.u., but we need to
keep in mind that d is the effective distance between the two 2D
plasmas and not the separation between the atomic planes. The
position of the effective image plane zim is the displacement of
the 2D plasma with respect to the corresponding atomic plane,
and in the graphene zim

π ≈ 2 a.u. [30]. Therefore, d = 0.75 a.u.
means that the effective image plane in the lithium would
be zim

σ ≈ 1.35 a.u., which is reasonable considering that the
lithium σ orbitals are more localized (in the atomic plane)
than the graphene π orbitals. In other words, this result
suggests that the purely classical description of the two
oscillating plasmas located in the Li and C atomic planes is
not correct, which is a direct consequence of the importance
of the quantum-mechanical dispersivity in the solid/vacuum
interfacial region and also of quantum-mechanical nonlocality
which is particularly important at small separations from the
surface or in the case of the few nanometers large objects
such as graphene nanodisks, metasurface, or nanoribbons
[19,39,40].

Figures 4 and 5 present the excitation spectra in the �–M

direction. It is important to point out that we performed the
same calculations in the �–K direction as well, and found
out that there are no significant differences, especially not in
the long-wavelength limit, so we chose to present the results
in the �–M direction only, since the Monkhorst-Pack mesh
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FIG. 4. The spectra of the electronic excitations for the wave
vectors 0.031 a.u. < Q < 0.186 a.u. (lower panel) and 0.186 a.u. <

Q < 0.372 a.u. (upper panel), in the �–M direction. Dots denote the
peaks of the plasmon modes.

used in the calculations provides the highest resolution in
that direction. Figure 4 shows the low-energy (h̄ω < 5 eV)
excitation spectra for the wave vectors 0.031 a.u. < q <

0.372 a.u. On the lower panel we can see two prominent peaks.
The one with the lower frequency (denoted by the blue dots)
is very weak for the small Q, but increases for the larger Q,
while the other one (denoted by the red dots) is initially very
strong but then rapidly decreases for the larger Q. Figure 5
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FIG. 5. The intensity of the electronic excitations in LiC2-ML.
The thick white line shows the dispersion of the DP obtained in the
Drude model (3) while the dispersion relation of the AP in that model
coincides with the vπ

F Q line. The white and blue squares show the
dispersion relations of DP and AP in the Drude model corrected with
the interband term (7), respectively. The thin white and red lines show
the boundaries of the π → π∗ and σ → σ ∗ e-h excitation gap around
the Dirac (K) point and around the � point, respectively (as described
in the text).

shows the same spectra as the functions of the frequency and
wave vector, with the intensities shown by the color scheme,
which enables us to see the dispersions of the modes. For
comparison, the dispersions of the plasmon modes obtained
by the Drude model (3) are shown by the white lines; one thick
with square-root shape, and the other thin and coinciding with
the vπ

F Q line. This enables us to identify these modes as the AP
and DP. The dispersion of the DP obtained in the Drude model
matches the RPA ab initio result only in the long-wavelength
limit Q < 0.005 a.u.−1, while for the larger Q’s it severely
overestimates it, which is reasonable because this mode is
strongly affected by the interband graphene π → π∗, lithium
σ → σ ∗, and graphene-lithium π∗ ↔ σ excitations. The blue
and white squares in Fig. 5 show the dispersion relations
of the collective modes in the two plasmas model with the
correction (7). We see that the AP barely changes (and only
for the larger wave vectors), while the energy of the DP is
significantly decreased and closer to the results obtained by
the RPA ab initio calculations. The still present disagreement
between these results for the DP for larger wave vectors
Q is not surprising, since the approximation (5), valid only
in the long-wavelength (Q ≈ 0) limit, is used for all wave
vectors. The more sophisticated calculation of σn(ω), for
finite Q including more interband transitions, would provide
better agreement. However, this is not our objective, since the
purpose of this model calculation is just better understanding
of these modes. Figure 5 also shows the boundaries of the
π → π∗ e-h excitation gap (thin white lines; one denoted
as vπ

F Q and the other starting at 2|Egr

F |) and σ → σ ∗ e-h
excitation gap around the � point [thin red lines; one denoted
as vσ

F Q and the other starting at � = 4.1 eV, which is the
difference between σ and σ ∗ bands at the σ band Fermi wave
vector (kσ

F = 0.47 a.u.)]. Here vπ
F = 0.41 a.u. (8.9 × 105 m/s)

and vσ
F = 0.23 a.u. (5 × 105 m/s) are the Fermi velocities in

the π and σ bands, respectively, and E
gr

F = −1.78 eV is the
Fermi energy of the pristine graphene with respect to the Fermi
energy of the LiC2-ML (which is the origin of the energy scale
in our calculations). The spectra shown in the upper panel of
Fig. 4 are more complicated, because the plasmon modes enter
into the e-h excitations area, which causes splitting of the two
original plasmons into four modes. As Fig. 5 suggests, at even
larger wave vectors, two of these modes seem to be damped by
the e-h excitations, while the remaining two are significantly
increased. All this deserves a detailed analysis, including the
calculations of the optical activity and the induced electrical
fields of these modes, but that exceeds the scope of this Rapid
Communication.

In conclusion, we performed the high-accuracy ab initio
DFT calculations of the electronic excitation spectra in the
LiC2-ML. The presence of lithium modifies the pristine
graphene band structure in a way that increases its Fermi level
and contributes a new σ band which crosses the Fermi level.
This transforms the graphene to a metal placed in the vicinity of
another 2D metal, which enables collective and single-particle
excitations not possible in the graphene monolayer (pristine
or doped). The low-energy parts of the excitation spectra
show two plasmons: one in-phase (Dirac plasmon) and one
in-antiphase (acoustic plasmon). Intensities of both modes
are very high, enabling us to predict the possibility of their
experimental observation.

201408-4



RAPID COMMUNICATIONS

PREDICTION OF MEASURABLE TWO-DIMENSIONAL . . . PHYSICAL REVIEW B 95, 201408(R) (2017)

Both authors are grateful to M. Šunjić and I. Kupčić
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