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Abstract. Intrinsic localized modes or discrete breathers (DBs) are spatially localized, largeamplitude vibrational modes in defect-free nonlinear lattices. In this review, recent achievements
in the investigation of properties of DBs in carbon and hydrocarbon nanostructures are discussed. After a brief overview of the carbon structures supporting DBs and special conditions for
their excitation, the focus is placed on the discussion of properties of various DBs and their
clusters in such materials. Then we speculate about the possible role of DBs in the formation of
physical and mechanical properties of carbon and hydrocarbon nanomaterials.

1. INTRODUCTION
In recent decades, considerable interest has been
sustained in the study of dynamical localization
phenomena in spatially discrete systems, and particularly in the study of discrete breathers (DBs).
DBs also termed as intrinsic localized modes (DBs),
are localized excitations which can exist e.g. in one[1-4], two- [3,5-10], and three-dimensional [10-13]
lattices. In the pioneering theoretical works, they
have been identified as exact solutions to a number
of model nonlinear systems possessing translational
symmetry [14-19]. Later, existence of DB was experimentally proved for a broad range of physical
systems such as underdamped Josephson junction array [20], two-dimensional array of optical
waveguides [21], quasi-one-dimensional biaxial antiferromagnet [22], Bose-Einstein condensate
[23,24], one-dimensional micromechanical array of
coupled cantilevers [25-27], two-dimensional nonlinear electrical lattices [28], to name a few. One of
the interesting properties of DBs is that in some
cases they have the ability to transport energy [29].

In fact, a targeted energy transfer between DBs can
be achieved under certain conditions, which are illustrated in a clear but non-trivial manner in the nonlinear dimer [30]. By now it is understood that the
concept of DBs is quite universal and that they
should play an important role in nonlinear physical
systems which define the importance of such studies.
Crystal lattices possess both the discreteness
of atomic arrangement and the nonlinearity of interatomic interaction, and thus, they can, in principle,
support the existence of DBs. The discovery of
fullerenes, carbon nanotubes (CNTs) and graphene
as novel carbon materials for nanotechnology [31,32]
has attracted many efforts in the study of their unusual properties. Although, numerous properties of
various carbon allotropes have been investigated for
the last decade [33-37], still there is a lack of information, especially when describing the nonlinear
dynamical properties of such structures. DBs in
carbon materials were previously investigated for
graphene [38-46], graphite [47], CNTs, fullerenes [48-
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53] and hydrocarbons [54-57]. It was found that three
types of strongly localized nonlinear modes (which
are synonymous to DBs) can be found in CNTs [49].
The first type corresponds to longitudinal breathers
with the frequencies in the range (1162, 1200) cm-1
which also exist in planar carbon structures. The
second type, radial breathers, describes transverse
localized nonlinear modes with the frequency band
+ - S]q. The third type, twisting breathers,
characterizes localization of the nanotube torsion
oscillations with the frequencies (1310, 1477) cm-1
[for the model with the Brenner potentials the twisting breathers have wider frequency spectrum, (1442,
1644) cm-1].
Studies on DBs are highly important, for instance,
for the understanding of mechanical instability, which
is characterized by a bond switching. The latter can
be closely connected with the localized modes. In
general, the mechanical instability occurs at a local site where stress or strain concentrates due to
the structural inhomogeneity. As for mechanical instability in the CNTs, a topological defect that consists of two pentagons and two heptagons coupled
in pairs appears by the C-C bond rotation at a local
site of the armchair CNTs under axial tension [58].
Remembering that the DB gives rise to the intensive energy concentration even in the absence of
structural inhomogeneity by its localized vibration
with large amplitude, one can assume a possibility
that the excited DB in the armchair CNT could trigger the Stone-Wales transformation [52]. Nevertheless, such an interesting structure transformation
has not been studied in the other carbon
nanostructures, and that fact opens many opportunities for the investigation of DBs in graphene.
Experimental observations of discrete breathers
in carbon nanostructures is a good challenge for
future studies, because nowadays all works devoted
to DBs in such structures are theoretical and done
either by molecular dynamics (MD) simulation or
by ab initio cY
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interatomic potentials widely used for the simulation of carbon and hydrocarbon nanostructures. For
example, let us notice the standard set of interatomic potentials that take into account valence
bonds and angles between valence bonds, as well
as torsion angles [59-62]. It was successfully used
for solving different problems such as thermal conductivity of graphene stripes with rough edges, thermal conductivity of graphene nanotubes, properties
of discrete breathers in graphene nanotubes, vibrational modes localized at the graphene edges. A
distinctive feature of the potentials developed and
used in [59-62] is that they reproduce some impor-
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tant characteristics of graphene, such as the dispersion curves, better than the well-known Brenner
potential [63]. The Brenner empirical potential was
developed, in particular, for studying the covalentbond carbon-based materials and depends on the
nearest neighbors of the considered atom. MD simulations of DBs in graphene can also be performed
by means of the LAMMPS package [64] with the
AIREBO potential [65], which was derived from reactive empirical bond-order Brenner potential [63].
The AIREBO potential can be used to model both
chemical and intermolecular reactions in condensed-phase hydrocarbon systems, such as liquids, graphite and polymers. Brenner potential is
very successful at describing intramolecular forces
in carbon and hydrocarbon materials, while AIREBO
potential also includes intermolecular interactions
via 6-12 Lennard-Jones potential.
MD studies rely on the quality of interatomic
potentials, which is always a question. For instance,
in [64] it was shown that, among different interatomic potentials for the simulation of DBs in Si,
only one (the Tersoff potential) can describe nonlinear properties in a proper way. The reason is that
the interatomic potentials are often fitted to the elastic moduli and phonon spectra of crystals (calculated from linearized equations of motion) as well
as to some experimentally measurable energies,
such as the sublimation energy, vacancy energy,
etc. (for which not the exact profile of the potential
functions but their integral characteristics are important since the change in potential energy is path
independent). On the other hand, DB, being an essentially nonlinear vibrational mode, is sensitive to
the exact shape of the potentials. This suggests
the importance of the ab initio simulations [55] of
DBs in crystals. The first principle calculations (see
ref. 38 from [55]) are based on the quantum-mechanical approach and, therefore, take into account
the deformations of atoms electron shells during the
DB oscillations. Thus, ab initio simulations are believed to be much more accurate then molecular
dynamics with any empirical interaction potential.
In this review the phenomenon of DB and their
possible role in carbon and hydrocarbon structures
such as fullerenes, CNTs, graphene and graphane
will be discussed. Open issues are raised and some
perspectives of further studies on DBs are discussed.

2. DISCRETE BREATHERS IN
GRAPHENE
It is important to consider at first the linear vibrational modes (so called eigenmodes) in graphene
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Fig. 1. Eigenmodes of the graphene sheet. Reprinted with the permission from Y. Yamayose, Y. Kinoshita,
Y. Doi, A. Nakatani and T. Kitamura // Europhys. Lett. 80
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Fig. 2. Four snapshots displaying the 365 cm-1 edge-localized phonon mode at the armchair GNR saturated with hydrogens. Reprinted with the permission from M. Vandescuren, P. Hermet, V. Meunier,
L. Henrard and Ph. Lambin // Phys. Rev. B 78
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despite they are quite different from the nonlinear
excitations such as DBs. The analysis of
eigenfrequencies and eigenmodes in graphene has
been done in [38]. Fig. 1 shows the eigenmodes for
branches TA, LA, TO, and LO of graphene dispersion curves. Letters K, M, and denote the highsymmetry points of the first Brillouin zone in the
reciprocal space. The round marks indicate the two
atoms in the primitive cell of graphene sheet and
the arrows denote the eigenvectors. TA and LA
branches, in which the two atoms move in the same
directions with the same displacement, depict the
translation of the entire system. Essentially, these
modes differ from the DB because they are in-phase
vibrations. The shape of the nonlinear vibrational
mode that corresponds to DB can be similar to one
of the linear eigenmodes of the system. The difference between them is that in the linear modes all
atoms vibrate with the same amplitude while the
DB exhibits spatially localized vibration of some
atoms.

The majority of the experiments are devoted to
the investigations of the properties of graphene
nanoribbons (GNR), because practically it is much
easier to produce nanoribbons instead of large
graphene sheets. It has been recently shown that a
GNR can be peeled off from the topmost layer of
highly oriented pyrolytic graphite by scanning tunneling microscope lithography operated in air, allowing the design of arbitrary geometry. Because of
the presence of edges on both sides, GNRs possess a set of particular properties, depending on
width and helicity. The intrinsic phonon modes, of
GNRs which cannot be excited for graphene sheet
were studied in [46] both by MD and first principle
calculations. Several types of phonon modes were
found both for zigzag and armchair GNRs. The examples are shown in Figs. 2 and 3. The real-space
representation of the phonon displacement eigenvectors of these two modes allows us to assign the
mode calculated at 365 cm-1 to an out-of-plane edgelocalized motion of the carbon atoms (see Fig. 2).
At higher frequencies, a characteristic zigzag GNR
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Fig. 3. : ebc Q cX d
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XU+ S]-1 edge-localized phonon mode at the zigzag GNR saturated
with hydrogens. Reprinted with the permission from M. Vandescuren, P. Hermet, V. Meunier, L. Henrard
and Ph. Lambin // Phys. Rev. B 78
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mode centered around 610 cm-1 was found (see
Fig. 3).
Radial breather-like modes were studied in [66]
by means of first principle calculations for GNRs of
small width and in [67] by MD simulations with
empirical Brenner potential for wide GNRs. It was
found that the radial breather-like mode frequencies
of GNRs of different widths follow two different rules.
For the wide GNRs whose widths are larger than 25
k Rb
UQd
XUb
cV
b
UaeU SY
UcV gQ Ug w rule: =
( -+.,v w)+1.08. But for the narrow GNRs
gX cUgY
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b
UaeU SY
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the 1/ w rule: 2 ) ,- v 1/ w -164.38, for
which the original simple 1D oscillator model is correct. Finally, a unified fitting function was obtained,
which can be suitable for all the GNRs, from narrow
to wide ones. All these rules provide a possible experimental method to determine the GNR width by
Raman spectra.
The other interesting point is the investigation of
vibrational modes near defects. Despite the definition of DBs does not include vibrational modes on
defects, some attention should be devoted to this
issue in the frames of discussion of vibrational modes
in graphene. Peculiar vibrational modes of graphene
nanoribbons (GNRs) with topological line defects
were presented in [68]. It was found that phonon
dispersion relations of the topological defective
GNRs are more similar to those of perfect armchairedge GNR than to zigzag-edge GNR in spite of their
zigzag edge. Three types of characteristic vibrational
modes, namely, localized vibrational modes on defect sites, edge modes, and breathing modes were
observed. It was shown that the edge modes are
related to the structural symmetry but not to the
nanoribbon widths.
It is well-known that in the structures with the
gap in the phonon spectrum the so-called gap DBs
(i.e. the DBs having frequency within the phonon
gap) can be excited [13]. Elastic strain engineering
is a promising way to modify and control properties

of nanomaterials and can be successfully applied
to change the phonon density of states of some
nanostructures [69-74]. The possibility of excitation
of gap DBs in graphene was studied in [42]. Dispersion curves of unstrained graphene which contain
three acoustic and three optical branches are given

Fig. 4. (a) Dispersion curves of unstrained graphene.
Acoustic modes LA and TA correspond to the longitudinal and transverse oscillations in the graphene
plane, respectively. The acoustic wave ZA describes
the transverse oscillations normal to the graphene
sheet. (b) DOS of unstrained graphene. The shaded
DOS does not include modes that have only z components of the atomic displacements (ZA and ZO).
(c) Stability region of orthotropic graphene in the
deformed state with xx 0, yy 0, and xy = 0. Reprinted with the permission from L.Z. Khadeeva,
S.V. Dmitriev and Yu.S. Kivshar // JETP Lett. 94
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Fig. 5. (a) Effect of the elastic deformation of
graphene on DOS for yy equal to (a) 0.1, (b) 0, and
(c) -0.1 at the given xx = 0.3 and xy = 0; and for xx
UaeQ d Qs
Rs
Q T Ss
-Qdd
XU
given yy = 0.2 and xy = 0. Panels from (a) to (c)
correspond to the strains denoted in Fig. 4c by the
points from a to c Q T Q UcV
b] Qsd SsS b
b
U
spond to the strains denoted in Fig. 4c by the points
from asd csHXUcXQTUT8CGT
dYSeTUd
XU
frequencies of the phonons oscillating normal to the
plane of the graphene sheet, i.e., the frequencies of
the ZA and ZO modes. Reprinted with the permission from L.Z. Khadeeva, S.V. Dmitriev and Yu.S.
Kivshar // JETP Lett. 94
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m
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in Fig. 4a. The acoustic branches with the highest
(LA) and intermediate (TA) frequencies correspond
to the longitudinal and transverse waves in the plane
of the graphene sheet, respectively. The low-frequency acoustic wave (ZA) corresponds to the transverse waves out of the plane of the graphene sheet.
The density of phonon states (DOS) of unstrained
graphene is presented in Fig. 4b. It was shown that
in the unstrained graphene only DBs having frequencies above the phonon band can be found [38,43].
Basic properties of the DB in graphene based on
precise numerical solutions of DBs were studied by
means of MD simulations. The structure of the DB
obtained by the iteration method (see [43] for more
details) indicates the existence of some nonlinear
intrinsic properties: large amplitude vibration, frequency dependence on amplitude, and asymmetric structure of amplitude. The numerically exact DB

having frequency greater than the maximum frequency of the phonon band was found to be always
linearly unstable [38,43].
Application of uniaxial tension opens a gap in
the spectrum of graphene [42,71,72,75] and the socalled gap DBs, having frequencies within the gap,
can be easily excited [24]. From Fig. 4b it can be
seen that the phonon spectrum of graphene has no
gaps. Knowing the deformation stability region (see
Fig. 4c), one can try to find the DBs in the strained
graphene [71,73,74]. DOS studied in [42] contains
the gap of different width depending on the applied
strain (see Fig. 5). It was shown that a wide gap
can be found, e.g., for yy=-0.1 and xx=0.3, xy=0
(see Fig. 5c). Authors of [42] have succeeded in the
excitation of gap discrete breathers, stroboscopic
picture of which is shown in Fig. 6a. It can be seen
that DB in graphene has two neighboring carbon
atoms oscillating in the antiphase along the y axis,
i.e., along the armchair direction. It was also shown
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bR cS Y
S Qd
d
Ub V
d
XU] d
Y V
Qd
oms in the vicinity of the discrete breather in
graphene subjected to the elastic strain xx = 0.35,
= -0.1, and xy = 0. (b) DOS including and (shaded)
yy
not including the ZA and ZO modes and the frequency of the discrete breather versus its amplitude A (dots connected with the line). (c) The y component of the displacements of the two atoms of
the discrete breather versus the dimensionless time
t/, where  is the period of the oscillation of the
discrete breather. Reprinted with the permission from
L.Z. Khadeeva, S.V. Dmitriev and Yu.S. Kivshar //
JETP Lett. 94
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mG b
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Fig. 7. A single DB (A) and the DB clusters containing two (B), three (C), and four (D and E) DBs. DBs
within the clusters are numbered. Reprinted with the permission from J.A. Baimova, S.V. Dmitriev and
K. Zhou // Europhys. Lett. 100 (2012) 36005, (c) 2012 IOP Publishing.

Fig. 8. Amplitudes, A, and frequencies, , of B1 and B2 (see Fig. 7) for the DB pairs excited with the different
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that considered DB is a long-living oscillation of atoms, stable to the small perturbations. Fig. 6b shows
the gap in phonon spectrum with the dependence
of the amplitude of DB on its frequency. The dashed
area in Fig. 6b shows the phonon spectrum excluding the frequencies of phonons oscillating out of the
graphene plane, i.e., ZA and ZO modes. The y component of the atoms displacements is shown in Fig.
7c as a function of the dimensionless time t/,
where = 0.033 ps is the period of the oscillation of
the discrete breather.
DB clusters is the other interesting point in the
investigation of DBs in carbon structures because

they can localize a larger amount of energy than a
single DB. This energy can be spent, for example,
to create a defect of crystal lattice, as it was demonstrated in the case of CNTs under axial tension
[52]. DBs as well as their clusters can also be spontaneously excited in crystals at finite temperatures
[76,77], and then assist crack initiation and fracture of graphene under applied tension. The energy
exchange between DBs in clusters shown in Fig. 7
was studied in [40] using the standard set of interatomic potentials.
=:Y
Wc-QQ T-Qsb
Uc USd
Y
f
Uid
XUQ] Y
d
eTUc
and the frequencies of B1 (left breather in the clus-
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Fig. 9. Stroboscopic picture of DB at the edge of
the armchair GNR. Reprinted with the permission
from E.A. Korznikova, J.A. Baimova and S.V.
Dmitriev // Europhys. Lett. 102
(+ )m (
IOP Publishing.
ter B in Fig. 7) and B2 (right breather in the cluster B
in Fig. 7) are shown for the considered DB pair as
the functions of dimensionless time (t/Q, where Q
is the breather period), respectively. It can be seen
that in this DB pair, the initial amplitude of B1 is
rather small and it disappears after about 700 oscillation periods. On the other hand, B2, having larger
initial amplitude, survived until 2600 t/Q. In Figs.
-R-Rs
Q T-S-S
s
d
XUc
Q]UQcY:Y
Wc-QQ T-Qs
Y
c
shown, but for the other initial conditions. In case
when the amplitudes and the frequencies of the two
DBs in the pair are close, the periodic detuning of
oscillation phases of the DBs results in a partial
energy exchange between DBs until 700 oscillation
periods. After the burst of energy and amplitude reduction, both DBs have nearly the same amplitudes
and they disappear simultaneously. In the case with
UaeQ 86s
cQ] Y
d
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Wc -S-Ss 9V
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ergy exchange which appeared at some conditions
is of high importance in terms of structure transformations, because such energy redistribution can
lead to various effects like defect nucleation, fracture, to name a few. All the other DB clusters show
similar behavior with quite active energy exchange.
Interesting scenario was found for case E (see Fig.
7) when four initially exited DBs transfer their energy to DB E5.
DBs were also found at the edge of strained armSXQY
b;BFcO
(. ) P5 Uh
Q] U V
86Qd
d
XUUTWU
of the nanoribbon under a tensile strain of xx=0.15
is shown in Fig. 9 by the stroboscopic picture of
atomic motion where displacements of atoms from
their lattice positions are multiplied by a factor 3.
Such a DB consists of four carbon atoms vibrating
at the edge of GNR as it is shown in Fig. 9. DB is
the vibrational mode with atoms moving in the XYplane which does not interact with the Z-modes even
though it has frequencies within the Z-mode phonon
spectrum. For small amplitudes of atoms vibrations
the DB frequency bifurcates from the frequency of

Fig. 10. Sixty dispersion curves of the CNT phonon
modes: acoustic (1) and optical (2) longitudinal,
acoustic (3) and optical (4) rotation, acoustic (5)
and optical (6) radial phonons. Reprinted with the
permission from A.V. Savin and Y.S. Kivshar //
Europhys. Lett. 82 (2008) 66002, (c) 2008 IOP Publishing.
the phonon mode localized at the nanoribbon edge
and decreases with the increase of the amplitude
demonstrating soft-type anharmonicity. It is believed
that such a DBs can play an important role in the
thermally activated fracture of GNRs under tension.

3. DISCRETE BREATHERS IN
FULLERENES AND CARBON
NANOTUBES
Excitation of DBs in CNTs with chiralities (m,0) and
(m,m) was investigated in [49]. A simple form of the
Hamiltonian allows one to obtain analytical results
for the nonlinear dynamics similar to the case of
diatomic lattices, which predict the existence of DBs
with the frequencies below the lowest frequency of
the longitudinal phonons (Fig. 10). The breather form
is shown in Fig. 11. Its frequency is inside the band
(1162,1200) cm-1 near the lowest edge of the longitudinal optical oscillations. Three types of DBs were
found: longitudinal, radial and twisting breathers.
The longitudinal breathers become coupled to
the transverse phonon modes, and they emit radiation. This radiation is defined by the curvature of the
nanotube and the index m. Therefore, the longitudinal breathers are not genuine nonlinear modes of
carbon nanotubes, and they possess a finite lifetime. The second type of discrete breathers is associated with the localization of transverse radial
oscillations of a nanotube. Example of this radial
breather in the nanotube (10,0) is shown in Figs.
11b and 11d. Localized out-of-phase transverse os-
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Fig. 11. (a,c) Example of a localized nonlinear mode for the longitudinal oscillations, and (b,d) example of
a radial breather describing localization of the transverse vibrations of a nanotube (10,0). Shown are: (a,b)
averaged (in time) energy distribution En in the chain, (c) atom displacements un, and (d) transverse displacements rn. In (c,d) blue lines show the values averaged over the period, red ones show maximal displacements. Radiation of longitudinal waves by a radial breather is visible in (d). Reprinted with permission
from A.V. Savin and Y.S. Kivshar // Europhys. Lett. 82 (2008) 66002, (c) 2008 IOP Publishing.
cillations of the neighboring atoms lead to localized
contraction and extension of the nanotube. Such
transverse oscillations become coupled to the longitudinal oscillations and, therefore, the radial
breathers radiate longitudinal phonons. As a result,
the radial breathers are also not genuine nonlinear
localized modes of the carbon nanotubes, and they
decay slowly by emitting small-amplitude phonons
[49]. The lifetime of these breathers can be of the
order of several nanoseconds. The third type is a
twisting breather, associated with the torsion oscillations of the nanotube. The twisting breather is an
exact solution of the motion equations of the
nanotube, and it does not radiate phonons.
The atomic study was extended to a quasi-threedimensional (3D) system of a carbon nanotube
(CNT), which is made by rolling up a graphite sheet
in a specific direction. Unlike the graphite sheet,
CNTs characteristically have a variety of microscopic
structures depending upon the rolling direction
(chirality). Kinoshita et al. [48] conducted molecular dynamics simulations for two typical chiralities,
the zigzag and armchair CNTs, and demonstrated
a distinct difference in the excitation of DBs. The
DB can be excited in the zigzag CNTs but not in the
armchair CNTs. Although understanding the mechanism of DB excitation in CNTs is essential for the
nature of DBs as well as the mechanical behavior of
CNTs [52], it has not yet been thoroughly elucidated.
In addition, the chiral samples were too limited to
profoundly discuss the selective mechanism, as the

previous study [48] addressed only two examples,
zigzag and armchair CNTs, which have no helicity.
The molecular dynamics simulations of various
CNTs with different chirality in order to reveal the
selective mechanism of excitation or non-excitation
of the DBs was conducted in [50]. In the previous
studies of a graphite sheet and a zigzag CNT
[38,48], the DB was successfully generated by initially applying a displacement that corresponds to
the zone boundary phonon mode and a momentum
for a minute disturbance. Fig. 12a shows the simulation models of (8,0) zigzag, (6,3), (3,6), (7,1) chiral,
and (5,5)A and (5,5)B armchair CNTs considered in
[50]. The orientation of initial displacement for each
CNT (vibration angle, y, which is defined as the angle
from the axial z direction, is shown in Fig. 12b. It
was shown that, the DB cannot be excited in the
latter ((3,6), (7,1), and (5,5)B CNTs) because of their
weaker nonlinearity in comparison with (8,0), (6,3),
and (5,5)A CNTs. Thus, the selective excitation of
DBs is governed by the nonlinearity of the C-C interaction. Furthermore, nonlinearity dominates the
characteristics of DBs; frequency and lifetime of the
DB increase as nonlinearity becomes stronger [50].
The importance of DBs for structural transformations was shown in [52], where the armchair CNT
was studied by means of MD simulations. Computer experiments were conducted for a (5,5) armchair CNT under axial tension with the aim to elucidate the role of DBs in the atomic scale, as a possible trigger of the Stone-Wales transformation that
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Fig. 12. (a) Simulation models of zigzag, chiral, and armchair CNTs. (b) Initial condition of atomic displacements for each CNT. The represents the angle between the displacement vector and the axial direction
(vibration angle). Reprinted with the permission from T. Shimada, D. Shirasaki, Y. Kinoshita, Y. Doi,
A. Nakatani and T. Kitamura // Physica D 239 (2010) 407, (c) 2010 Elsevier.

Fig. 13. Change in atomic configuration (top) and distribution of total energy of an atom, Ei, (bottom) during
)o
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0.4 ps indicate the vibrations of the DB. Reprinted with the permission from T. Shimada, D. Shirasaki and
T. Kitamura // Phys. Rev. B 81
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locally produces a topological defect consisting of
two pentagons and two heptagons coupled in pairs
(5-7-7-5). A strong vibration of a pair of neighboring
atoms was observed at a local site of the CNT, where
kinetic energy concentrated and this state continued for several hundred femtoseconds (see Fig. 13).

The excited DB was gradually amplified by the
nonlinearity of C-C interaction, which always plays
a central role in determining the excitation and fundamental properties of the DBs. The amplified DB
vibration, finally, induced a C-C bond breaking at
the excitation site that leads to the Stone-Wales
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Fig. 14. Selected eigenmodes of an isolated C60 molecule, which lead to the generation of spatially localized nonlinear modes (breathers) of the fullerene crystal. (a) mode T3g(1) (frequency = 442.3 cm-1); (b)
mode T1g(2) (frequency = 675.7 cm-1); (c) mode T1g(3) (frequency = 1454.9 cm-1). Reprinted with the
permission from A.V. Savin and Y.S. Kivshar // Phys. Rev. B 85
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transformation because the intense energy concentration by the DB exceeded the activation barrier. In
other words, the highly amplified DB triggered the
mechanical instability of the Stone-Wales transformation in the (5,5) CNT under axial tension. This
atomic-level mechanism, DB-derived mechanical
instability, can be universally applicable to other situations. For example, it may be an origin of phase
transformation in silicon under hydrostatic pressure
or multiaxial stress. Further study of the connection between the DBs and the mechanical instability will be performed in the near future.
Fullerite C60 in the solid state is a typical molecular material in which the molecules are weakly
bound together by van der Waals forces, and the
electronic excitations are very close in energy and
nature to those of the free molecule. As well as the
other carbon nanostructures fullerenes with its
unique properties are of great interest. By now, many
structural, electronic, and vibrational properties of
fullerenes have been studied in detail. In spite of the
rapidly growing interest in new forms of fullerenes,
icosahedral C60 remains at the focus of active research as a prototype fullerene system. It was revealed that composite nanostructures composed of
fullerenes C60 can support long-lived strongly localized nonlinear modes, which resemble discrete
breathers in simple nonlinear lattices [53] (see Fig.
14). For such modes, the kinetic energy is localized primarily in the rotational modes of a single C60
molecule and it decays slowly inside the fullerene
nanocrystal. The existence of such long-lived localized nonlinear states in the nanoclusters explains
the anomalously slow thermal relaxation observed
in such structures when the temperature gradient
decays in accord with the power, but not exponential, law, thus violating the Cattaneo-Vernotte law of
thermal conductivity.

4. DISCRETE BREATHERS IN
HYDROCARBONS
Although graphite is known as one of the most
chemically inert materials, it was found that
graphene can react with many atoms, e.g., with
atomic hydrogen, which transforms this highly conductive zero-overlap semimetal into a semiconductor. The fully hydrogenated graphene, named
graphane (see Fig. 15a), was first theoretically predicted [78, 79] and then experimentally confirmed
by Elias et al. [80]. Unlike graphene, graphane is
no longer planar but crumpled because hydrogen
atoms are bonded to all the carbon atoms on both
sides of the plane alternatively and the hybridization of carbon atoms is transformed from sp2 to sp3.
As it can be seen from Fig. 15b, there is a wide gap
in the density of the phonon states, which defines
the opportunity to excite DB in graphane. DB can
be excited by displacing a single hydrogen atom
along the out-of-plane direction as it is shown in
Fig. 15c. When H0, being displaced from the equilibrium position, is released, most of the system
energy remains localized in the form of a DB, while
the rest of the energy is transferred to the other
atoms of the graphane sheet (background atoms)
through C0, the first atom excited by H0, resulting in
d
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all atoms
to induce exact discrete breather in the system.
Otherwise the localized dynamical object would not
be strictly periodic in time and should be called
quasi-breather [81]. The problem of refining the initial displacements profile which corresponds to the
DB in graphane was discussed in [82].
DBs in graphane were studied both by MD and
ab initio simulation. In MD model it was shown that
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Fig. 15. (a) Structure of graphane (chemical formula - CH). Open (filled) dots show carbon atoms with
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tion of the DB in graphane. The H0 atom vibrates with a large amplitude while all other atoms have much
smaller vibrational amplitudes. Reprinted with the permission from G.M. Chechin, S.V. Dmitriev, I.P. Lobzenko
and D.S. Ryabov // Phys. Rev. B 90
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the frequency D of the DB depends on its amplitude, as presented in Fig. 16 where D=1/Q [54].
The lower(solid) and middle (dotted) horizontal lines
delineate the lower (56.92 THz) and upper (87.83
THz) bounds of the phonon spectrum gap, respecd
Y
f
UigXY
Ud
XUe UbTQcXUToT d
d
UT YUTUY
eates the upper bound (88.70 THz) of the whole
spectrum. The D(A) curve can be divided into three
regions: (i) a soft-type anharmonicity of the DB, (ii)
a hard-type anharmonicity, which has rarely been
observed in realistic crystal models and (iii) a softtype anharmonicity again. In region I, the frequencies of the DBs lie within the gap of the phonon
spectrum; in regions II and III, they are located below the upper bound of the whole phonon spectrum
gXU
,k1A1 kQ TQR f
Ud
XUe UbR e T
when A3 k = :Y
W ,d
XU86V
b
UaeU Si DB as
the function of amplitude A is given from ab initio
simulations in the framework of the density functional theory (see [55] and Ref. 38 from it). Edges of
the phonon DOS gap are shown by the horizontal
dashed lines. It can be seen that the DB(A) curve
bifurcates from the upper edge of the phonon gap
and then decreases almost linearly with increase in
A, entering the lower phonon band. The decrease in
frequency with increase in amplitude reveals a soft-

Fig. 16. Dependence of the frequency D of the DB
on the amplitude A. The curve is divided into three
regions where the DB exhibits different types of
anharmonicity. Reprinted with the permission from
B. Liu, J.A. Baimova, K. Zhou, S.V. Dmitriev,
X. Wang and H. Zhu // J. Phys. D: Appl. Phys. 46
(( ( m
(=
CDDeRY
c
XYW
type anharmonicity of the DBs in graphane in the
entire range of DB amplitudes. From the comparison of MD [54] and ab initio [55] results it was concluded, that the MD simulation of DBs in graphane,
performed using the AIREBO potential, gives an
adequate estimation of DB frequency only for small

Discrete breathers in carbon and hydrocarbon nanostructures

Fig. 17. DB frequency as the function of amplitude
from ab initio simulation (scattered data). Horizontal dashed lines show the edges of gap in the DOS,
and H. Reprinted with the permission from G.M.
L
Chechin, S.V. Dmitriev, I.P. Lobzenko and D.S.
Ryabov // Phys. Rev. B 90
) ) )( m
)
American Physical Society.
amplitudes and shows a dramatic error for large
amplitudes.
The understanding of the limitations for MD
method also can be found in [30]. In Fig. 18 the
kinetic energy of the hydrogen atoms as the function of time is shown for benzene. The corresponding excitation energy is E2 (. UJQ TQcSQ
be seen from Fig. 18 it remains mostly localized at
the site of the initial displacement from the equilibrium. A small part goes to the rest of the atoms but
the DB which is now created remains stable and
prevents energy propagation (at least for simulation
times up to ns). The specific example of DB in benj
U UTU] cd
b
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UcSQc
cY
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Q86YQ p
Y
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d
eQ
tion, but at the same time it forces one to confront
with the limitations of classical vibrations. Quantum mechanically, it corresponds to an excitation
lower in energy than the first excited vibrational state.
The zero-point motion was not taken into account
in this case. If one tries to relate to quantum mechanics, it should be viewed as a combination of
the fundamental and excited states. The fact that
DBs are observed in such small energies demonstrates that using the harmonic normal modes obtained from the second-order expansion of the energy around its classical equilibrium state is not
correct. Using a semiclassical quantization of classical DBs would also be incorrect because the zeropoint motion in the quantum ground-state energy of
the molecule would involve displacements larger than
the classical DBs amplitudes. A correct approach
would be to use a Hartree type of method in this
case, in order to find the proper fundamental state.
The experimental evidence of local modes (mini
DBs) in isolated hydrocarbon molecules is abun-
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dant. The special conditions for its excitations are
low densities and temperatures, which exist in the
interstellar medium. Independent of the detailed
structure of interstellar dust (molecular, amorphous
or crystalline structures), the consensus is that it
is mainly composed of C-H systems. The existence
of DBs was also shown for polyethylene chain [57].
In the localization region periodic contraction-extension of valence C-C bonds occurs, which is accompanied by decrease-increase of valence angles. The
concentration of thermally activated DBs in the chain
has to increase when temperature grows.

5. CONCLUSIONS
Understanding DBs in realistic models of crystals
is crucial for a variety of phenomena in condensed
matter physics, chemistry, biological physics and
other disciplines. The aim of this review was to give
the reader an introduction into the fascinating field
of localizing energy by nonlinearity and discreteness, while discussing details of recent achievements. The concept of localized excitations or DBs
was presented and their basic properties including
dynamical and structural stability were reviewed.
Detailed discussion of recent numerical observations
and studies of discrete breathers in carbon and hydrocarbon nanostructures was presented.
In particular, DBs in graphene, GNRs, CNTs and
fullerenes were discussed together with the special
conditions for their excitations. For example, results
obtained for GNRs may be useful in the studies of
its tensile strength at finite temperatures. It is well
known that in the systems supporting DBs at zero
temperature, spontaneous excitation of DBs at thermal equilibrium can take place [77]. Since DBs can
localize sufficiently large energy, about 1 eV it is
likely that they can initiate cracks in the GNR under tensile load at finite temperatures. Appearance
of defects on the DB sites also can have great importance for investigation of structural stability and
fracture of carbon nanostructures [52].
Another intriguing question is the energy redistribution and exchange between DBs in clusters in
graphene and graphane. Despite moving DBs were
found in many other realistic systems [9], still there
is no studies on this subject for carbon and hydrocarbon nanostructures.
Recently, hydrogen storage technologies have
attracted considerable attention due to increasing
demands for cleaner and safer energy sources.
However, several difficulties must be overcome before the practical implementation of such technologies becomes feasible. Portability and safeness are
critical issues regarding the utilization of hydrogen
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Fig. 18. The kinetic energy of H atoms, Eki (eV) vs. time during the first 7 ps of the relaxation.
gas as a fuel. Particularly, carbon materials, for
example graphene, provide a fertile playground for
hydrogen storage due to their lightweight structure
and high performance potential [80,83-87]. It was
shown that graphene at low temperatures can easily absorb hydrogen and desorb it at high temperatures [80]. This suggests that the study of hydrogenation and dehydrogenation of graphene is very important for possible applications in electronics,
spintronics and hydrogen storage. DBs in hydrocarbon structures definitely can be considered as
one of the possible mechanisms for thermally activated dehydrogenation.
As an important open problem let us mention
the study of DBs in carbon and hydrocarbon materials in the far-from-equilibrium states, e.g., under
external high-frequency driving, in the presence of
large temperature gradients, under irradiation etc.
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