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Abstract—This paper reviews the electron-irradiation effects in graphitic nanoparticles. Irradiation-induced
atomic displacements cause structural defectsin graphite lattice forming the basis of carbon nanoparticles such
as nanotubes or carbon onions. Defects of the type of non-six-membered rings induce topological alterations
of graphene layers. The generation of curvature under electron irradiation leads to the formation of new struc-
tures, such as spherical carbon onions or coalescent nanotubes. At high temperatures, the self-compression of
carbon onions can promote the nucleation of diamond cores or phase transformations of foreign materials that
are encapsulated by onionlike graphitic shells. Under the nonequilibrium conditions of intense irradiation, the
phase equilibrium between graphite and diamond can be reversed. It is shown that graphite can be transformed
into diamond even if no external pressureis applied. All electron-irradiation and electron-microscopic studies
described here were carried out using in situ transmission electron microscopy. © 2002 MAIK “ Nauka/ I nter-

periodica” .

1. IRRADIATION OF GRAPHITIC
STRUCTURES

Irradiation of solids with high-energetic particles
can lead to structural aterations if atoms are persis-
tently removed from their lattice positions. Graphite
behaves under irradiation as most metals do; i.e., radia-
tion damage is restricted to knock-on atom displace-
ments, whereas excitations of the electron system do
not lead to observable radiation effects [1]. Atoms can
be displaced in a knock-on collision when the particle
energy exceeds the displacement threshold energy. This
energy is needed to displace an atom far enough from
its position such that immediate recombination of the
Frenkel pair does not occur. The minimum energy
which hasto betransferred to acarbon atom in graphite
to induce its permanent displacement is approximately
15 eV [2]. The corresponding energy of the irradiating
particles can be calculated from the laws of momentum
conservation; for example, electrons with low mass
need athreshold energy of 100 keV to induce structural
changesin the graphitelattice. In thefollowing, we will
constrain our considerations to electrons as irradiating
particles because of the importance of irradiation
effects in the beams of electron microscopes.

The graphite lattice consists of flat graphene layers
in which each carbon atom is bound covalently to three
neighbor atoms such that a network of hexagonal rings
isformed. When a carbon atom is knocked from its lat-
tice site, amonovacancy is created, which is stable until
recombination with amobileinterstitial atom can occur
(Fig. 1a). The diffusivity of interstitials is an exponen-

L This article was submitted by the author in English.

tial function of temperature; therefore, the recombina-
tion dynamics in a graphitic structure under irradiation
is governed by the temperature and also by the dis-
placement rate, which is proportional to the irradiation
intensity. At low temperatures, interstitials tend to form
agglomerates between the basal layers. These agglom-
erates act as traps for further interstitials; as a resullt,

(a)

(b) :

Fig. 1. Vacancy formation in the graphite lattice: (a) the
removal of one carbon atom (encircled) from a curved
graphene layer creates a stable monovacancy; (b) the
removal of two adjacent atoms creates a divacancy that can
close via Stone-Wales rearrangement. The number of hexa-
gonsisreduced by one, and the surface areais reduced.
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new basal layers are gradually generated [2]. Thisleads
to aswelling of the graphitelatticein the c direction [3]
and to a highly defective structure, as can be seen in
high-resolution electron microscopy. At temperatures
above approximately 600—700 K, the mobility of inter-
gtitials is high enough to promote annealing with
vacancies. No more clustering of interstitials can take
place, and the graphite lattice remains free of extended
defects [4]. It is noteworthy that vacancies in graphite
are immobile up to very high temperatures and do not
play a considerable role in the defect dynamics and
annealing behavior [5]. Since graphite has a layered
crystal structure, the mobility of interstitials is highly
anisotropic. Oppositeto earlier expectations, the migra-
tion of intertitials is not restricted to the interplanar
space [2]. When an interdtitia is located between the
planes, the local bonding character of the surrounding
atoms can change from sp? towards sp®. In such away,
the intergtitial forms covalent bonds to the adjacent
planes, which drastically reduces its mobility in the
space paralel to the basal planes. Such an intertitial
can rather migrate along the c direction by exchanging
positions with atomsin the plane [6].

The defective graphite lattice has a peculiarity that
distinguishes the behavior of graphite under irradiation
from that of most other crystals. As soon as two adja-
cent atoms are displaced, i.e., a divacancy is created,
the surrounding atoms within the plane can rearrange
bonds in such away that the open spaceisimmediately
closed, as shown schematically in Fig. 1b. These
changes of bonding in a defective graphene layer are
known as Stone-Wales rearrangements [7]. In such a
process, hexagonal rings are converted to pentagons,
heptagons, or other types of structural defects. Since
the discovery of fullerenes, it has been known that non-
six-membered rings introduce curvature into the other-
wise flat graphene layer. Pentagons lead to positive
(spherical) and heptagons to negative (saddlelike) cur-
vature, whereas appropriate combinations of both pen-
tagons and heptagons can be used to build up a variety
of models of possibletopologies[8, 9]. Theirradiation-
induced rearrangement of the atomic structure in gra-
phitic networksis, therefore, a promising way to create
new architecturesin the world of carbon nanoparticles.

The first structural transformation was achieved
when graphitic structureswere transformed to spherical
concentric shell particles (carbon onions) [10]. The
introduction of pentagons and heptagons through irra-
diation induces curvature in the layers, which then
close upon themselves by saturating all dangling bonds.
However, it turned out that new structures that are cre-
ated by irradiation can again be destroyed by atom dis-
placements; as such, only those arrangements remain
stable that are in a dynamic equilibrium under irradia-
tion [2]. Since objects under intense irradiation are far
from being in thermal equilibrium, the formation of
ordered structures follows the principles of self-organi-
zation in dissipative systems. Apparently, the genera-
tion of carbon onions, as well as their transformations
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under further irradiation, can serve as examples of such
self-organized nonequilibrium structure formation.

2. EXPERIMENTAL TECHNIQUES

The investigation of irradiation-induced structural
transformations of carbon nanoparticles was under-
taken using in situ transmission electron microscopy.
Irradiation with high-energetic electrons and imaging
on an atomic scale can be carried out at the same time.
However, the electron energy has to exceed the dis-
placement threshold, of approximately 100 keV, in gra-
phitic structures. The studies presented in the following
sections were carried out using a high-voltage electron
microscope with an acceleration voltage of 1.25 MeV
installed at the Max-Planck-Institut fur Metallfors-
chung in Stuttgart. A high-temperature specimen stage
allowed the specimen temperature to be varied between
room temperature and 1300 K. Specialized drift com-
pensation systems were used to obtain a point resolu-
tion of 0.12 nm within the full temperature range. An
imaging filter system was availableto carry out electron
energy-loss spectroscopy in order to obtain information
on the bonding states and to distinguish between graph-
ite and diamond-like modifications of carbon.

3. OBSERVATIONS AND DISCUSSION
3.1. Fullerenes

When fullerites, i.e., crystals that are built up of
fullerene molecules, are exposed to an electron beam of
morethan 100 keV, thefullerene cages arerapidly dam-
aged by aloss of atoms. In the microscope, thisis seen
as a collapse of the molecules, which then tend to coa-
lesce so as to form larger irregular cages [11]. In the
course of this process, the regular arrangement of mol-
ecules is completely lost. However, the picture can be
different when individua fullerene molecules are irra-
diated. Under irradiation of graphite material, the for-
mation of single fullerene-like cages of different sizeis
often observed. These cages are located on the graphite
surfaces and are surprisingly stable under the beam.
Such a high radiation hardness was explained in terms
of a mechanism where vacancies in the fullerene shell
can recombine with free carbon atoms available on the
graphite surface [11].

3.2. Carbon Nanotubes

Many-walled carbon nanotubes show the general
behavior of graphite when irradiated with an electron
beam. At low temperatures, radiation defects accumu-
late and the graphite planes curve and bend; this can
eventually lead to the complete transformation of the
tube to a carbon onion [10]. At temperatures above
600 K, the graphite lattice of the tubes remains free of
extended defects and the tubes bend but do not trans-
form to onionlike structures.
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Single-walled carbon nanotubes are very sensitive
to electron irradiation at low temperatures. Shrinkage
and collapse of the tubes occur, leading to a necklace-
like shape and eventualy to complete disintegration
[12]. As other graphite structures, single-walled nano-
tubes show a much improved stability when irradiated
at higher temperatures. The irradiation of a bundle of
single-walled nanotubes can lead to the coal escence of
two adjacent tubes so as to form atube of double diam-
eter [13]. Asshown in Fig. 2, such acoal escence can be
monitored in situ in an electron microscope when
curved bundles of tubes are locally aligned with their
axes paralld to the viewing direction (along the optical
axis of the microscope), such that they are imaged in
cross section. Molecular-dynamics calculations show
that the coal escence of adjacent tubes can only occur if
the tubes have the same chirality [13].

3.3. Carbon Onions

The most spectacular irradiation effect of carbon
nanoparticlesis the transformation of graphite material
to spherical concentric-shell carbon onions [10].
Almost all graphite precursors, such as soot particles,
nanotubes, or any disordered graphite filaments, show
this transformation when irradiated with an electron
beam of sufficient intensity. The structure of carbon
onions has been modeled by combining pentagons,
hexagons, and heptagons in each shell (Fig. 3) [8, 14].
In such combinations, a uniform spherical curvature of
the shells can be achieved without altering the bond
length between two carbon atoms (0.14 nm). Complete
spherical closure with saturation of all dangling bonds
leaves a particularly stable structure, because further
atom displacements just rearrange defects and do not
change the curvature anymore.

The formation of carbon onions under irradiation at
higher specimen temperatures leads to perfectly coher-
ent graphite shells without extended defects. Such car-
bon onions show a spacing between the shellswhichis
smaller than the equilibrium distance between basal
planesin graphite (0.335 nm). Furthermore, the spacing
decreases as one goes from the surface of the onion
towards its center. This self-compression of carbon
onions under irradiation has been explained in terms of
the surface tension of the outer shells due to a sputter-
ing-induced |oss of atoms and successive closure of the
shells around divacancies. The migration dynamics of
interstitials through the onion, following the pressure
gradient towards the surface, can explain why the pres-
sure is not isostatic but increases towards the center
[15]. The high mechanical strength of graphene layers
makes the shells extremely rigid and allows the gener-
ation of enormous pressure inside the onion. The pres-
sure can reach values that are high enough to promote
the nucleation of a diamond crystal in the core of the
onion [16]. The phase transformation into diamond is
facilitated by the high curvature of theinnermost shells,
shifting the bonding character from sp? towards sp®.
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Fig. 2. Coalescence of two single-walled nanotubes under
electron irradiation at 1000 K: (8) before and (b) after irra
diation. The merging tubes are labeled with arrows.

3.4. Transformation of Graphite into Diamond
under Irradiation

The phase equilibrium between graphite and dia-
mond is determined by the difference in free enthalpy
between the two phases. Close to thermal equilibrium,
graphiteisthermodynamically favored at low pressures
and, thus, represents the stable phase of carbon. Dia-
mond is the stable high-pressure phase but can exist in
ametastable state at |ow pressures because the transfor-
mation into graphite is kineticaly suppressed. The
transformation of graphite into diamond requires the
application of high pressure and high temperature and,
to achieve areasonable yield of diamond, the presence
of metallic catalysts[17].

The function of carbon onions as pressure cells for
diamond nucleation demonstrates a new way of trans-
forming graphite into diamond. It has been observed
that diamond cores in carbon onions, once nucleated,
grow under sustained electron irradiation. Growth of
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Fig. 3. The structure of carbon onions. (a) Electron microscopy image of a carbon onion formed under electron irradiation at
1000 K; the shells are coherent and show a decreasing spacing towards the center. (b) Model structure of a carbon onion with three
shells (not on the same scale asin (a)); pentagons and heptagons ensure uniform curvature (courtesy of M. Terrones).

the diamond crystals at the expense of the surrounding
graphite shells continues until the onions have wholly
transformed into diamond, although no more pressure
isapplied to the system at the later stage of the process.
This observation has motivated further studies, in
which a flat interface between graphite and diamond
was irradiated with an electron beam at different beam
intensities and temperatures. Those experiments were
carried out in the heating stage of an electron micro-
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Fig. 4. Nonequilibrium phase diagram of carbon under
high-energetic electron irradiation. The displacement rate
(proportional to the beam intensity) is plotted as a function
of temperature. The ratio of displacement cross sectionsin
graphite and diamond of /0 = 2.6 was assumed.
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scope; no external pressure was applied. It turned out
that, within alimited temperature range, the phase equi-
librium can be reversed such that diamond becomesthe
stable phase [18]. A theoretical treatment of the phase
equilibrium between graphite and diamond under irra-
diation could explain the observations quantitatively
[19]. The theory is based on the well-known fact that
the radiation hardness of diamond exceeds that of
graphite, i.e., that the atom displacement rate in graph-
ite is higher than in diamond (under the same condi-
tions of irradiation). When a carbon atom at the inter-
face between the two phases is displaced, its survival
time is longer if it aggregates to the diamond crystal.
Thus, anet growth of diamond at the expense of graph-
ite occurs, which depends on the displacement rate that
isagain proportional to the beam intensity. However, at
high temperatures, thermal jumps of atoms across the
interface prevail and restore thermal equilibrium, such
that graphite becomes the stable phase again and grows
at the expense of diamond. In such away, a nonequilib-
rium phase diagram of carbon can be obtained such as
that shown in Fig. 4. The only adjustable parametersin
the model are the displacement threshold energies of
graphite and diamond, which are not known with high
accuracy from earlier studies. The adjustment of these
parameters within a reasonable range has led to an
excellent match of experimental and theoretical results
[20]. These experiments have thus demonstrated for the
first time that the transformation of graphite into dia-
mond is feasible at zero pressure under the nonequilib-
rium conditions of intense particle irradiation.
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3.5. Metal—Carbon Nanoparticles

The encapsulation of crystalline metals in graphite
shells, either in nanotubes or in onions, is a subject of
considerable interest [21]. Among techniques such as
coevaporation of carbon together with metals at high
temperature, irradiation of metal—carbon composites
has been shown to produce metal crystalsthat are com-
pletely encapsulated in graphite shells [22]. This pro-
cess occurs in afashion similar to the formation of car-
bon onions under irradiation, with the difference that,
here, graphite shells wrap around nanometer-sized
metal crystals so as to form onionlike spherical gra-
phitic particles with metal cores. Examples of the
encapsulated transition metals Fe, Co, and Ni are
shownin Fig. 5.

A peculiarity of these encapsulatesisthat the graph-
ite shells self-compress under electron irradiation, such
that considerable pressure is exerted on the metal crys-
tal in the core. As a consequence, atoms at the metal—
graphite interface can leave the metal crysta and
migrate along the pressure gradient towards the surface
of the graphite shell. This leads to a gradual shrinkage
of the metal crystal inside the compressing shells until
the crystal has completely vanished [22]. This phenom-
enon is of interest, because it allows one to study the
migration of foreign atoms through graphite structures.
Apparently, foreign atoms occupy irradiation-induced
vacancies and migrate in the ¢ direction via an
exchange of position with carbon atoms. Most foreign
atom speciesare unstable on lattice sites of graphiteand
tend to migrate rapidly; however, some elements form
configurations with graphite that are at least tempo-
rarily stable. It has been observed that nickel atoms
form metastable ordered arrangements during their
migration through the graphite shells[23]. This can be
seen on the right-hand side in Fig. 5, where the shells
are modified due to the presence of Ni atoms.

The action of graphite shells as pressure cells for
encapsulated foreign materials is highly useful for the
study of pressure-induced phase transformations in
small crystals. Very recent experiments show that the
melting behavior of low-melting metals is completely
altered when they are encapsulated in graphite shells
[24].

A variety of new, unexpected phenomena resulted
from the irradiation of graphite nanoparticles with high-
energetic electrons. Although the atoms are displaced
randomly by knock-on collisions with electrons, highly
ordered structures can emerge from such nonequilib-
rium processes. The introduction of defects into
graphene layers leads to curvature and to a change in
topology of the structures. Perfectly spherical carbon
onions have been shown to be the most stable arrange-
ments of graphite carbon under irradiation. The self-
compression of carbon onions can be made use of to
nucleate diamond or to exert pressure on foreign mate-
rialsthat are encapsulated under irradiation in the cores.
The study of carbon structures under irradiation has led
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Fig. 5. Metal crystals that were encapsulated by graphite
shells under electron irradiation. Examples for Fe, Co, and
Ni crystals are shown.

to the discovery that the nonequilibrium conditions of
irradiation can reverse the phase stability between
graphite and diamond, which enabled us to transform
graphite into diamond without applying pressure.
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Abstract—Caorrelations between the density, elastic properties, and hardness of the carbon phases prepared

from Cgy a a high pressure are studied. By varying the high pressure and temperature properly, one can obtain
from Cg, abroad class of ordered polymerized and disordered phases, for which the fraction of the sp? and sp

3

states, the characteristic dimensionality of the structure, the degree of covalent bonding, etc. can be varied suc-
cessfully. 3D-bonded carbon structures are shown to exhibit aclearly pronounced correl ation between the hard-
ness or bulk modulus and the density, with these correlations also apparently applying to the carbon phasesin
ageneral case. At the same time, the mechanical characteristics of structures with alower dimension covalent
bonding are worse than those of 3D-bonded phases with similar values of the density. © 2002 MAIK

“ Nauka/Interperiodica” .

1. INTRODUCTION

Investigation of correlations between the physical
properties of various substances, in particular, between
the density and mechanical characteristics, isof consid-
erable interest. Considered from a physical standpoint,
the relation between the density, elastic properties, and
hardness may reflect the role played by the structure
and atomic forces in the properties of the substance.
Viewed practically, empirical relationsmay helpin pre-
dicting the characteristics of new and hypothetical
materials.

A variety of empirical relations connecting the den-
sity, elastic characteristics, hardness, and other physical
properties have been thus far established for various
groups of substances [1-10]. It is surprising that the
elastic moduli of substances increase with decreasing
molar volume [10]. However, the correlation between
the elastic moduli and the electronic valence density is
even stronger, which is clearly seen in the case of sand
p solid elements (Fig. 1). Of particular interest are the
empirical relations for the hardness, because, in con-
trast to elastic moduli, direct calculation of the macro-
scopic mechanical properties remains a problem of
staggering complexity. It may be appropriate to men-
tion, in this connection, the well-known correlation
between the shear modulus and hardness[8-10], in par-
ticular, for superhard materias (Fig. 2).

Solid carbon offers a unique opportunity to study
correl ations between mechanical properties and density
among numerous modifications of the same substance.
The rich diversity of the real and hypothetical carbon
phases derives from the fact that the carbon atom may
reside in tetravalent sp?, trivalent sp?, or divalent sp
states. The theoretical prediction of new carbon phases

[13-19]; the discovery of new alotropic forms of car-
bon, such as fullerenes [20], nanotubes [21], and car-
bynes[22]; and the synthesis of various amorphous car-
bon sp?>—sp? phases [23-25] open new prospects for the
physics of carbon materials.

In this paper, we analyze the elastic properties and
hardness of a variety of carbon modifications prepared
from the Cg, fullerite at high pressures and tempera-
tures. It is significant that the results obtained are com-
pared with experimental and theoretical data available
for other carbon phases. Section 2 considers general
trendsin the structural transformations of the Cg, fuller-
ite under pressure and briefly classifies the phases syn-
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Fig. 1. Bulk modulus B and shear modulus for hard sand p
elements vs. electronic valence density py = n/V,, where
Vp, isthe molar volume and n is the valence; for the sand p
elements, the valenceis equal to N for N< 4 andto (8 — N)
for N > 4, where N is the number of outer-shell electrons.
Numerical datataken from [2, 11, 12].
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Fig. 3. Typical x-ray diffraction patterns for carbon phases
prepared from Cg at a high pressure.

thesized from Cg,. The main results of the work are
summed up in Section 3.

2. STRUCTURAL TRANSFORMATIONS
OF THE Cg FULLERITE AT HIGH PRESSURES
AND TEMPERATURES

By subjecting the Cg, fullerite, which is metastable
with respect to transformation into graphite or dia-
mond, to a high pressure or temperature, one can pre-
pare a number of ordered or disordered carbon phases
(Fig. 3). Among them are the one-dimensionally (1D)
and two-dimensionally (2D) polymerized Cg, phases
[26-29], solid disordered phases with a graphite-like
(sp?) structure [28, 30, 31], three-dimensionally (3D)
polymerized phases with a variable degree of polymer-
ization [32-37], diamond-like (sp®) amorphous phases
[36—39], and nanocrystalline composites [36, 37, 40].

Analysis of the polymerized phases permits one to
distinguish the region of low pressures, where low-
dimensional polymers form from Cg, and the high-
pressure region, which favors 3D polymerization. A
crossover between the two regimes of polymerizationis
observed in the range between 8 and 9 GPa[41]. Within
the 12- to 13-GPa interval, the regime of formation of
graphite-like (sp?) phases at high temperatures is
replaced by the formation of predominantly sp® amor-
phous phases [28, 32, 33, 35, 36, 41].

One can single out the following main trends in the
structural transformations of Cg, at high pressures: (1)
the Cg, fullerite transforms at high pressures and tem-
peratures to stabler graphite or diamond through inter-
mediate molecularly polymerized and disordered
phases, (2) increasing the temperature eventualy
brings about irreversible destruction of the Cq, molecu-
lar structure; and (3) increasing the pressure when heat-
ing Cgp increases the density and average coordination
of carbon atoms (from three to four) in the synthesized
phases and, in particular, initiates the 2D-3D transition
in the polymerization regime or the sp?—sp® transitionin
the disordering regime.

Thus, by subjecting Cg, to high pressure and high
temperature, one can vary thefollowing structural char-
acteristics of the carbon phases: (1) the type of covalent
bonding (the ratio of the numbers of atoms in the sp?
and sp® states), (2) the spatial dimension of the structure
(1D, 2D, or 3D), (3) the degree of covalent bonding and
the extent of disorder in molecular polymerized phases,
(4) the type of short- and medium-range order structure
in disordered phases, and (5) the extent of phase homo-
geneity in graphite-diamond nanocrystalline compos-
ites.
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CORRELATIONS BETWEEN

3. RELATIONS BETWEEN THE MECHANICAL
PROPERTIES AND DENSITY
OF THE CARBON PHASES

Prior to discussing the elastic properties and hard-
ness of the carbon phases synthesized from Cg,, a few
comments on the experimental determination of these
guantitiesarein order. Hardnessis not auniquely deter-
mined physical characteristic, because it depends on
the method of measurement, the load on the indenter,
and other factors [10]. We consider here the hardness
measured using the Vickers method and reported in [31,
32, 37, 40]. The bulk modulus B of a substance is cer-
tainly a uniquely determined characteristic. However,
the elastic properties of carbon phases obtained from

THE PHYSICAL PROPERTIES 407

Ceo in quasi-hydrostatic conditions may exhibit consid-
erable anisotropy [42]. This can naturally bring about
errors in the determination of the elastic moduli from
the ultrasonic technique made in the isotropic-medium
approximation. For this reason, the velocities of ultra-
sound waves in the phases under study should be mea-
sured in different directions [42, 43].

Figure 4 plots the Vickers hardness Hy, vs. density p
for a variety of carbon phases prepared from Cg, in
comparison with the data obtained for amorphous sp?—
sp® carbon films [25]. Note the genera trend in the
behavior of the hardness, which increases with density,
and also the fact that the results for the phases prepared

160
140
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100

80

Hy, GPa

60

40

20
0

AAA

Diamond

.
’

1.5 2.0

1
2.5
P, g/cm3

Fig. 4. Hardness vs. density dependence for carbon phases prepared from Cgg: triangles are 3D polymers, rhombi are graphite-like

amorphous phases, circles are diamond-like amorphous phases, and squares are spz—sp3 nanocomposites. Open symbols relate to
indenter loads=2 N; dotted symbols, to =3.5 N; and filled symbols, to =5 N. The datafor diamond are taken for 2- to 5-N loads (see
referencesin [40]). The solid line isthe relation for amorphous films [25]. The dotted line apparently bounds the highest attainable

hardness for carbon phases prepared from Cgg.
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Fig. 5. Bulk modulus vs. density relation for allotropic forms of carbon [2] and for disordered phases prepared from Cgq [31, 42,
43] (experiment), as well as theoretical data for various hypothetical phases (from [13-17, 25, 44-46]).
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from Cg, are in good agreement with the H,(p) data
guoted for amorphous carbon films. Although the val-
ues of the hardness exhibit a scatter within a broad
range, one clearly sees a correlation between the den-
sity and hardness, which is apparently of a genera
nature for various carbon phases.

Despite the existence of an H(p) correlation, the
phases with the same or similar densities in the region
of densities typical of graphite (~1.8-2.2 g/cm3) may
have hardnesses differing by more than an order of
magnitude (see[31] and Fig. 4). Graphite, aswell asthe
starting Cg, fullerite and the 1D and 2D polymerized
phases, is a soft material [31], whereas disordered sp?
phases with similar densities may have a hardness of up
to 40 GPa (Fig. 4). Obviously enough, the soft phases
are those which have a macroscopic two-dimensional
ordering (or bonding) of the covalent structure (within
acrystalite). At the same time, elastic recovery effects
may play a significant part in hardness measurements
on ordered phases made using the indenter technique.

A still better pronounced correlation is observed
between the bulk modulus B and the density of the car-
bon phases with three-dimensional ordering of the
covalent structure. In Fig. 5, the experimental data for
the sp?—sp® disordered phases prepared from Cg, [31,
42, 43] and for real alotropic forms of carbon are com-
pared with numerous calculations made for hypotheti-
cal phases, including amorphous structures[44] and 3D
Ceo polymers [45]. The observed B(p) correlation isin
accord with the general trend for hard elements (Fig. 1),
and the experimental data for the carbon phases are in
good agreement with theory. We note at the same time
that phases with 1D or 2D covalent bonding (graphite
and 1D or 2D Cg, polymers), aswell asthe starting ful-
lerite (a molecular van der Waals crystal with zero-
dimensional covalent bonding), exhibit a much larger
compressibility than the three-dimensionally bonded
phases (Fig. 5).

Thus, the carbon phases, both synthesized from Cg,
and obtained otherwise, exhibit a direct correlation
between the hardness or elastic properties and the den-
sity. However, phases with one- or two-dimensional
macroscopic ordering of the covalent structure have
lower values of the mechanical characteristics.
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Abstract—The electron spin resonance spectrum of scandium trimer encapsulated in a Cg, cage (Sc;@Csgy)
was measured at low temperatures. The spectrum exhibited a specific pattern due to the strongly anisotropic
hyperfine tensor of the scandium trimer. The electronic state of the Sc;@Cg, Was determined from an analysis
of the hyperfine tensor. © 2002 MAIK “ Nauka/lInterperiodica” .

Since the success of laboratory synthesis of Cg, and
other fullerenes [1], many papers on fullerenes and
their chemical derivatives[2] have been published over
the last decade. Especialy metallofullerenes, i.e.,
fullerenes with metal (s) inside the hollow spherical car-
bon cage, have interested researchers (because of their
possible use in free-tuning of “outside chemistry”) and
been prepared and characterized. In the beginning stage
of the study, trace amounts of metallofullerenes were
detected by an electron spin resonance (ESR) spec-
trometer. The recent progress made in the isolation and
purification of endohedral metallofullerenes [3-5]
expanded the investigation of the characterization of
the physical [6-9] and chemical properties[10, 11].

Scandium trimer encapsulated in a Cg cage
(Sc;@Cg,) has been produced by the Nagoya research
group [3 (a)] and adso by the IBM research group
[3 (c)]. The Nagoyagroup succeeded in further separat-
ing and purifying Sc,@Cg, of other metallofullerenes
and empty fullerenes by the so-called two-stage high-
performance liquid chromatography method. The ESR
spectrum of Sc;@Cg, in toluene and CS, solutions
exhibits symmetric hyperfine splitting of 22 lines with
alinewidth of 0.5 G at room temperature, which is con-
sistent with the structure of Sc;@Cg, with C3, symme-
try. The linewidths of the 22 lines were much broader
than those for Sc@Csg,. The broader linewidths of the
scandium trimer in Cg, could reflect the intramolecul ar
dynamics, which causes averaging over the environ-
ments of the three Sc metal atoms in the Jahn-Teller
distorted structure of the whole molecule [3 (d)]. The
intramol ecular dynamicsistheinherent nature of the Sc
trimer encapsulated in a Cg, cage with C;, symmetry.

Knight et al. [12] obtained matrix-isolated scan-
dium trimer in solid neon and reported the ESR spec-

L This article was submitted by the authorsin English.

trumof Sc;. The 2A'l electronic state and the D4, molec-

ular structure for the Sc; were drawn from an analysis
of the ESR spectrum. The scandium trimer isolated in a
solid neon matrix was a neutral radical; however, the
scandium trimer encapsulated in Cq, would be aradical
cation. The intramolecular charge transfer from the
central metal to the fullerene cage would give a stable
electronic structure of an endo-metallofullerene. Pro-
fessor Takata et al. [13] reported that there was no
bonding electron between the cage and the trimer and
that the charge state of Sc; was 3+, leading to the elec-

tronic structure of (Sc;)**@C3, .

1. EXPERIMENTAL

The scandium-containing fullerenes were produced
by burning of a composite rod of graphite and Sc,0,
under 50-100 Torr He pressure. The soot was extracted
with carbon disulfide (CS,) over 12 hours. The
Sc;@Cg, fullerene was separated and isolated from var-
ious empty and other-type scandium fullerenes (such as
Sc@Cg,, SC,@Cyy) by the two-stage high-performance
liquid chromatography (HPLC) method. The two-stage
HPLC method is described in detail elsewhere [14].
The Sc;@Cg, fullerenesin CS,, toluene, and liquid-par-
affin solutions were degassed using a freeze-pump-
thaw cycle and sealed in quartz tubes. The ESR spectra
were obtained with Bruker ESR 300E and E500 spec-
trometers in combination with a temperature-control
unit set for temperatures between 290 and 80 K.

2. RESULTS AND DISCUSSION

The temperature dependence of the ESR spectra of
Sc;@Cg, in liquid paraffin solution [3 (d)] wasfound to
be strong in the temperature range below 200 K, as

1063-7834/02/4403-0410$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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shown in Fig. 1. The linewidths of the hyperfine struc-
ture (HFS) components in both wings of the spectrum
became broader, and this broadening effect was inten-
sified with decreasing temperature. At temperatures
below the freezing point of the solvent, the spectrum
consisted of asingle linewith very broad wings. One of
the origins of the linewidth of ESR spectrainasolution
is an insufficient averaging of anisotropy of the HFS
and g tensors due to hydrodynamic rotation in the solu-
tion. A linewidth of thistypeis proportional to the vis-
cosity of the solvent and to the reciprocal of tempera-
ture. We have reported that the ESR spectrum of
Sc@Cg, in toluene and CS, solutions showed a strong
temperature dependence of the linewidths [15]. In the
case of Sc;@Cg,, a strong temperature dependence of
the linewidth was observed in amore viscous solvent of
liquid paraffin. This type of line broadening is much
enhanced in solvents with high viscosities, such aslig-
uid paraffin. Once the solution was frozen, the ESR
spectrum exhibited a so-called powder pattern, which
was totally broadened and anisotropic. The line broad-
ening of the HFS components in both wings of the
spectrum preceded in the central part, and the central
line persisted at 100 K. The features of the temperature
dependence and the spectrum at 100 K were due to the
highly anisotropic hyperfine tensor of the scandium tri-
mer. This is especialy true for the central single line
observed at 100 K, which originated from the zero-val-
ued perpendicular component of the anisotropic HFS
tensor. The ESR spectrum of Sc,@Cg, in a toluene
solution observed at 80 K with a better signal-to-noise
ratio isshown in Fig. 2. There were two prominent fea-
turesin the spectrum of the frozen sol ution of Sc;@Cg,.
Onewasthe central line with broad spectraon each side
of it. The other was the phase relationship, in which the
high-field spectrawere oppositein phaseto those at |ow
fields. The phase relationship for the broad spectra of
both wings suggested that the observed spectra were
dueto parallel components of the HFS of an axial mol-
eculewith A, < A,. The central line corresponded to the
perpendicular component A,. Considering that the cen-
tral line remained strong at temperatures below the
freezing point of the solvent, A; would be nearly eval-
uated as zero. In addition, an isotropic g value of 1.999
and an isotropic Sc hyperfine coupling constant of
6.25 G were obtained from an analysis of the solution
spectrum at ambient temperature. Consequently,
Ai(*Sc) =6.25 G, A|(**Sc) = 18.8 G, and A{(**Sc) = 0
were obtained. The value of the isotropic hyperfine
coupling constant [A,(*°Sc) = 6.25 G] indicated that
only 0.6% (in total, about 2% for the three Sc atoms) of
the total unpaired-spin density was due to the 4s elec-
tron character. The magnetic dipole component A, of
6.25 G was found from the anisotropic HFS compo-
nents, and 25% (in total, 75% for the three Sc atoms) of
the total unpaired-spin density sat on the 3d orbital of
Sc.
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Scy@Cg,/paraffin

/ 290K
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3300 3350 3400
Magnetic field, G

Fig. 1. ESR spectraof Scz@Cg, obtained at temperatures of
290, 140, and 100 K in liquid paraffin solution.

Sc3@Cg,/toluene at 80 K

1 1 1 1
3450 3500 3550 3600

Magnetic field, G

1 1
3350 3400

Fig. 2. ESR spectrum of Scz@Cg, in a toluene solution
observed at 80 K.

The electronic structure of the Sc trimer consists of
18 (4s and 3p) molecular orbitals, into which nine
valence electrons are placed. Assuming that the Sc tri-
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Fig. 3. Distribution of spin density on the Sc;@Cg, mole-
cule.

mer has Dy, symmetry with athreefold axis of symme-
try perpendicular to the molecular plane, 5 orbitals out
of 18 shownin Fig. 3 could be assigned as the 5 lowest
energy orbitals. From the analysis of the Sc hyperfine
coupling constant mentioned above, the distribution of
the spin density on the Sc;@Cg, molecul e could be con-
figured as in Fig. 3. The total spin density on the
Sc;@Cg, molecule equals unity because of the spin
state of S= 1/2 (the spin doublet), so the density of an
o spin and of a spinisbalanced to give the unity spin
density. 75% density of an a spinison the a; do orbital
of the Sc trimer, 2% density of a3 spin is on the €'so
orbital of the Sc trimer, and 27% density of an a spinis
on the T, orbital of the fullerene cage. As a result, the
charge state of Sc; is +2.27, describing the electronic

state of Sci*?’ @Caa”'.

The ESR spectrum of an Sc;@Cg, solution observed
at low temperatures exhibited a specific pattern given

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

KATO et al.

by the strongly anisotropic HFS tensor of the scandium
trimer. The electronic state of Sc;@Cg, was deduced
from the analysis of the HFS tensor. From thisanalysis,
the spin density distribution on the Sc;@Cg, molecule
was estimated and the el ectronic state was identified as

+2.27 o ~-2.27
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Abstract—This paper presents an overview of recent works concerned with determination of the electron affin-
ity (EA) and the ionization energy (I1E) for higher fullerenes and their endohedral and fluorine derivatives. The
numerical values of the electron affinity are analyzed for higher fullerenes up to C,o5 and lanthanum, gadolin-
ium, and scandium endohedral fullerenes, including Sc;N @Cg,. Most attention is concentrated on two methods
for producing fluoroful lerenes, namely, direct fluorination of fullerenes with molecular fluorinein amanganese
difluoride matrix and solid-phase reactions between fullerenes and fluorinating agents capable of donating flu-
orine to fullerene. The structures of three fluorofullerenes (CeoF15, CeoF20, and CggFag) Characterized by adis-
tortion of the carbon cage due to attachment of functional groups are discussed. © 2002 MAIK “ Nauka/Inter-

periodica” .

1. INTRODUCTION

The electron affinity (EA) and the ionization energy
(IE) are the fundamental characteristics of molecules.
For the Cg, fullerene, the electron affinity is equal to
2.667 £ 0.001 eV [1] and theionization energy is7.57 £
0.01 eV [2]. It isworth noting that the electron affinity
for the Cg, fullerene is considerably higher than those
for the majority of organic materials. Thisindicatesthat
molecules of new fullerene compounds possess suffi-
ciently strong electron-acceptor properties. Moreover,
it turned out that fullerene molecules exhibit an unusual
combination of relatively high electron affinity and low
ionization energy. Thisis seldom the case in chemistry
and suggests that full erene molecul es can serve as both
donors and acceptors of electrons in chemica reac-
tions.

Thefirst results obtained for other representatives of
the fullerene family—the so-called higher fullerenes
C,, (n > 30) that can aso be prepared in macroa
mounts—have demonstrated that the properties of
these compounds noticeably differ from those of the
Cgo fullerene. These differences should primarily man-
ifest themselves in fundamental characteristics such as
the ionization energy and electron affinity.

Among experimental parameters, the work function
of ametal surfaceis of particular importance, because
the surface properties of materials substantially affect
the efficiency of thermal ionization responsible for ion
formation. In the ion-molecular equilibrium (IME)
method considered in the present work, we deal with
the inner surface of a Knudsen effusion cell whose
work function can vary over awide range depending on
the treatment conditions. For example, the work func-
tion for the inner surface of an effusion cell decreases

upon introduction of alkali metals and their compounds
into the cell and increases upon fluorination of the cell
walls. Under actual conditions, the work function can
be controlled in the range from 3 to 7 eV. It was found
that the electron affinities and ionization energies for
fullerenes correspond to the boundaries of this range.
This has opened up strong and, in a sense, unique pos-
sibilities of generating negative and positive thermal
ions of fullerenes. All this has lent impetus to a number
of studies on the properties of gas-phase fullereneions.
The experimental technique, which is concisely named
“the ion-molecular equilibrium method,” is based on
the classical effusion method with mass spectrometric
detection of vaporization products or, in other words,
on Knudsen cell mass spectrometry (KCMS). In addi-
tion to analysis of therelative content of neutral species
ionized by electron impact in the KCMS method, the
IME technique invol ves detection of charged speciesin
saturated vapors of inorganic compounds. The use of
KAIF,-type salt additives characterized by alow energy
of heterolytic dissociation into ions offered the key to
attaining measurable concentrations of ions in vapors
of inorganic compounds. In these vapors, the concen-
tration of cations and anions even at 1000 K is so high
that the Debye screening length becomes less than the
effusion cell size and the electron-free plasma is
formed. In this case, the pressure of neutral speciesis
five or seven orders of magnitude higher than the pres-
sure of ions[3]. The addition of these saltsto other sys-
tems whose vapors contain no ions in measurable con-
centrations makes it possible to produce ion-molecular
associates in large amounts.

In actua practice, the KCM S-HME technique often
includes relative measurements, i.e., measurements of
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equilibrium constants for isomolecular reactions
involving the reference species B with standard thermo-
chemical parameters:

A +B = A+B, AHJ = EA(A)-EA(B), (1)

AF +B

A+BF~, AHJ = FA(A) + FA(B). (2)

2. ION-MOLECULAR EQUILIBRIA
IN FULLERENE VAPORS

In the majority of works concerned with research
into fullerene-containing systems, particular emphasis
was placed on anions and, in many cases, additives of
alkali metal compounds were used to decrease the work
function. In order to examine fullerene cations, Bolt-
alinaet al. [4] added iron trifluoride to the reaction mix-
ture for the purpose of increasing the work function of
the inner surface of the nickel effusion cell.

Another problem associated with the attainment of
measurabl e concentrations of ionsin fullerenevaporsis
the difference between the sublimation and thermal
ionization temperatures of the fullerenes. In most cases,
the required degree of ionization can be achieved only
with a superheated vapor. For this purpose, it was pro-
posed to use double effusion cells of the “Russian
matreshka’ type. A volatile compound (fullerene) was
placed in a small-sized cell. Then, the relative sizes of
effusion orifices in exterior and interior cells were
changed so asto decrease the degree of saturation of the
fullerene vapor by afactor of seven or ten. This made it
possible to increase the temperature without violating
the conditions of molecular effusion from the effusion
orifice of the exterior cell.

The experimental setup alowed successive mea
surements of the partial-pressure ratios for neutral and
charged components of the vapor in the course of one
experiment. The neutral species were detected by mea-
suring the ionic currents generated under electron
impact of the molecular beam evaporating from the
effusion cell. The partial-pressure ratios were calcu-
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Fig. 1. lonization energies (IE) and electron affinities (EA)
of higher fullerenes.
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lated from the equation relating theionic currentsto the
partial pressures of neutral species, that is,

Pa/Ps = |a/l1g0g/04, ©)

where o is the total ionization cross section of the mol-
ecule and | isthe intensity of the ionic current.

The charged specieswere detected by measuring the
ionic currents induced through direct evacuation of
thermal ions from the effusion cell. The pressure ratios
of thermal anions were calculated from the equation

pa/Ps = |/l gMRZIME?, @)

where M is the molecular mass. As a conseguence, the
equilibrium constants were obtained for ion-molecular
reactions of the type

Ceo+ Con = Coo + Cip. 5)

The above technique provides a means for identify-
ing specieswith avery low content in samples, because
the dynamic range of measurabl e concentrations covers
eight orders of magnitude. In this manner, reliable data
were obtained for reactions involving the most abun-
dant fullerenes (C;5, Cs, Cr, and Cg) and species
(including the C,yg fullerene) present in small amounts
in the mixture but hitherto not isolated in pure form. It
is these factors (the high sensitivity together with the
mass spectrometric analysis of species) that constitute
the advantage of the KCM S-IM E method over conven-
tional spectroscopic techniques widely used for deter-
mining the electron affinity and the ionization energy.
For comparison, we note that the el ectron affinity of Cg,
fullerene was determined by the photodetachment
method [1]. Reliable data on the electron affinity of the
C,, fullerene were obtained in 1995 with the use of an
experimental setup in which, prior to measuring the
photodetachment threshold, excited anions of the Cy,
fullerene were cooled in storage in a 40-m ASTRID
accelerator [2]. The electron affinities of higher
fullerenes were experimentally determined only by the
KCMS-HME method [5].

More recently, thermal cations were examined in
vapors of higher fullerenes and the equilibrium con-
stants were measured for reactions of the type

Ceo + Con = Ciy + Ceo. (6)

The electron affinities, ionization energies, and el ec-
tronegativities (the half-sum of the electron affinity and
the ionization energy) determined for higher fullerenes
areshowninFig. 1.

A simple physical model, according to which the
fullerene molecule is treated as a rigid conducting
sphere, alows us to derive the following equations
relating the electron affinity and the ionization energy
to the sphere radius Ry

1

EA = ¢.—5Ry Y
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and

1
2
Here, ¢, isthe work function of a graphite monolayer,
which corresponds to the limiting value of both the
electron affinity and the ionization energy for the
fullerene molecule in the case when the molecular size
tends to infinity. The theoretical estimate of ¢, isequal
t0 5.37 eV. It should also be noted that the dependences
of the electron affinity and the ionization energy exhibit
a pronounced “mirror” behavior. This manifests itself
in asufficiently narrow energy range of electronegativ-
ities (EA + IE)/2 for al the fullerenes studied (Fig. 1).
The aforementioned theoretical estimate made for the
work function of the graphite monolayer also fals in
thisrange.

The so-called exohedral and endohedral fullerenes
form two main groups of fullerene derivatives. It is of
interest to elucidate how these two types of functional-
ization affect the electron-acceptor properties of
fullerenes. Inthe case of fluorofullerenes, anincreasein
the electron affinity, as compared to that for the initial
Ceo fullerene, can be assumed reasoning from the high
electronegativity of fluorine. However, it is difficult to
predict the effect of an encaged metal on the electron-
acceptor properties of fullerenes without resorting to
experimental data.

The constants of ion-molecular equilibria of the
type

IE = ¢, +=Ry. (8)

Gd@C,, + C7;, = Gd@C,, + C, 9

were measured in order to determine the electron affin-
ity of endohedral metallofullerenes. According to the
calculations, the electron affinities of Gd@C,, com-
pounds fall in a narrow range (3.2—3.3 eV) (see table)
and, on the average, exceed the electron affinities of the
relevant empty fullerenes.

Thus, it was established that, compared to the empty
fullerene molecule, the encapsulation of a gadolinium
rare-earth metal atom within the fullerene cage leadsto
an increase (even if insignificant) in the electron affin-
ity, except for GA@C,,. We al so succeeded in determin-
ing the electron affinities for a number of endohedral
molecules with two scandium atoms within the cage
and the electron affinity for a rather exotic compound,
ScN@Cyq, (see table).

The electron affinity of fluorofullerenes was deter-
mined using the reactions

CeoF2 + Cgo = CgoF, + Cgo, (10)

CopoF2+ Cq = CyoFp + Cop. (11)

The electron affinities thus determined for Cg, and
C, fullerene difluorides are equal to 2.73 and 2.82 eV,
respectively. These dataindicate that the electron affin-
ity increases only slightly upon attachment of two fluo-
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Electron affinities of endohedral compounds

Compound EA, ev Compound EA, eV
La@Cy, >2.9[6] Gd@Cqgy [3.37+£0.05[6]
La@Cg 3.32 Gd@Cg, 3.38+0.06 [6]
Gd@Cq 2.85[6] Sc,@Cgy [ 3.20£0.04[7]
Gd@C, 32+£01[6] || Sc,@Cg |3.21£0.04[7]
Gd@C,s | 3.22+£0.02[6] || Sc,@Cgq | 3.10+0.04[7]
Gd@C;s | 3.41£0.09[6] || ScsN@Cgy | 2.81+0.05[7]

rine atoms. It is reasonable to assume that molecules
with ahigher content of fluorine atoms possess alarger
electron affinity. Hettich et al. [8] investigated electron
exchange reactions between the CgyFu g fluorof-
ullerenes and different reference compounds by using
the bracketing technique and revealed a substantial
increase in the electron affinity (4.05 + 0.5 eV).

3. FLUORINATION AND SELECTIVITY

The first experiments on fluorination of the Cg,
fullerene demonstrated that this reaction results in the
formation of amixture of products with the general for-
mula CgyF5,, Where n variesin the range from 17 to 24.
Subsequently, an active search for new methods of the
selective synthesis of individual fluorofullerenes was
performed in Situ in a mass spectrometer with the aim
of exercising mass spectrometric monitoring of gas-
phase reaction products. The measurements were car-
ried out concurrently on two virtually identical setups.
The sole difference resided in the fact that one of these
setups was equipped with a system of molecular fluo-
rine inflow into an effusion cell. This setup was used to
examine fluorination of the Cg, fullerene with molecu-
lar fluorine. The solid-phase reactions between Cg, and
a number of fluorinating agents (such as MnF;, CoF,
CeF,, TbF,, K,PtF;, KMnF;, BaPbFg, and AgF,) were
investigated in the second setup. A reaction mixture
composed of thoroughly mixed fullerene and fluorinat-
ing agent (taken in specified mass ratios) was placed in
the effusion cell of the high-temperature evaporator of
the ion source. The mixture was heated under high vac-
uum at temperatures varying over a wide range. The
gas-phase products of fluorination in the form of posi-
tive ions (produced by eectron impact) were detected
using an output device of the mass spectrometer.

This approach involves the preliminary stage of the
synthesis inside the mass spectrometer and offers obvi-
ous advantages over a conventional one-stage synthesis
performed directly in achemical reactor. First and fore-
most, this technigue makes it possible, immediately in
the course of synthesis, to obtain information on the
time distribution of reaction products at different tem-
peratures and, thus, to reduce substantially the number
of experiments required for choosing the optimum con-
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Fig. 2. Mass spectraof volatile fluorofullerenes prepared by
direct fluorination of Cgq with molecular fluorine.

ditions for the synthesis of compounds with a specific
stoi chiometric composition.

By using the above technique, Boltalina et al. [9]
revealed that the reaction of the Cg, fullerene with
MnF; at atemperature of 615 K |eads to the formation
of only one compound, namely, CgFs, Whereas the
reaction with K,PtFg at T = 730 K predominantly pro-
duces CgoF45. 1IN [10], the reaction of the Cg, fullerene
with KMnF; gave a fluorofullerene mixture enriched
with CgyF,0: this compound was isolated in pure form
(4 mg) through chromatographic separation of the mix-
ture.

Experimental investigationsinto the direct fluorina-
tion of the Cg, fullerene with molecular fluorine dem-
onstrated that the composition of gas-phase productsis
characterized by a broad distribution over the number
of fluorine atoms and includes virtually all molecules
CeoF, With even numbers n up to 48. This distribution
depends on the temperature, fluorination time, and the
rate of fluorine flow arriving at the reaction zone. At
constant flow rates and fluorination times, an increase
in the temperature brings about a shift in the distribu-
tion maximum toward smaller values of n (Fig. 2).
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Fig. 3. Mass spectraof volatile fluorofullerenes prepared by
direct fluorination of the Cq—MnF, mixture with molecular

fluorine: (8) Cgq, T = 720 K; (b) Cgg—NiF, (97 mol %), T =
720K; (c) C60—M nF, (50 mol %), T=720K; (d) Ceo—M nF,
(97 mol %), T =720 K; and (€) Cgg—MnF, (97 mol %), T =
615K.

It should be noted that no indications of fluorination
selectivity are found; i.e., no predominant formation of
a particular compound occurs. Specifically, at 615 K
(the optimum temperature for selective solid-phase flu-
orination of the Cg, fullerene with manganese trifluo-
ride), the electron impact mass spectrum exhibits a
series of peaks attributed to CgoF,g 44 With a weakly
pronounced maximum in the range of n = 30. A differ-
ent situation arises when the Cg, fullerene is incorpo-
rated into a manganese difluoride matrix, i.e., when the
fluorinated system consists of the Cg, fullerene and
97 mol % MnF. In this case, the sel ective formation of
CeoF1g and CyoF 56 is Observed at 720 and 615 K, respec-
tively (Fig. 3).

Therefore, we can state that the direct fluorination of
a mechanical mixture of Cg, and 97 mol % MnF, with
molecular fluorine makes it possible to synthesize both
CeoF1g and CgoF 5 fluorofullerenes. In the case when the
fluorination is carried out at atemperature of 615K, the
CeoF36 fluorofullerene is the main volatile product of
the reaction. This result is in agreement with experi-
mental data on the solid-phase fluorination of the Cg,
fullerene with manganese trifluoride, which also pre-
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dominantly produces the CgF3 volatile compound.
When the fluorination is performed at 720 K, the CyF 5
fluorofullerene is the main volatile product of the reac-
tion. Thisfinding agrees with experimental data on the
solid-phase fluorination of the Cy, fullerene with potas-
sium hexafluoroplatinate K ,PtF.

4. DISTORTION OF THE CARBON CAGE
OF A Cy FULLERENE DUE TO ATTACHMENT
OF FUNCTIONAL GROUPS

The most interesting feature of fullerenesis a com-
bination of properties inherent in diene and aromatic
compounds. Thisis clearly seen from a comparison of
the carbon—carbon bond lengths in benzene (1.40 A),
butadiene -C=C-C=C- (1.35 and 1.47 A), and C, in
which the interatomic distances in double and single
bonds are equal to 1.40 and 1.46 A, respectively. It is
evident that the attachment of functional groups
through doubl e bonds transforms the 1€l ectron system
of the molecule. Thisis accompanied by the formation
of isolated aromatic rings, diene chains, and isolated
double bonds on the carbon cage and leads to a distor-
tion of the initial icosahedron composed of carbon
atoms.

The °F NMR spectrum (376.14 MHz) of the CgyF 14
fluorofullerene was recorded for the first time in 1996
by Boltalina et al. [9]. This spectrum consists of four
lineswith theintensity ratio1: 2: 2: 1. Among al the
possible structures consistent with this spectrum, the
fluorofullerene molecule of C;, symmetry, in which all
18 fluorine atoms are attached to the same hemicage,
has the most appropriate structure (Fig. 4).

In 2000, Boltalinaet al. [11-13] succeeded in grow-
ing single crystals of the molecular complexes of CgoF15
and Cg,F150 with toluene and CgyF;5 with m-xylene and
p-xylene. These authors performed complete x-ray dif-
fraction analysis of these complexes and obtained the
first crystallographic data for fluorinated fullerenes.

X-ray diffraction analysis of the CgyF;g molecular
complexes completely confirmed the NMR data on the
arrangement of 18 fluorine atoms on the same half of
the carbon cage. Moreover, it was shown that such a
grouping of fluorine atoms around a hexagonal ring
brings about a noticeable change in the C-C bond
lengths or, more specifically, equalization of the bond
lengths in this hexagonal fragment and its transforma-
tion into a purely aromatic (benzene-like) ring. The
structure of the fluorinated hemicage also undergoes
radical transformations. The radius of curvature of the
hemicage increases considerably; in other words, the
fluorinated hemicage becomes flattened, whereas the
second fluorine-free hemicage retains its sizes and
holds the shape of the initial fullerene molecule [11—
13].

According to Avent et al. [14], the °F NMR spec-
trum of the CgF,, fluorofullerene contains only one
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CeoFi13
“flattened”

Fig. 4. Molecular structures of the initial Cgq fullerene and
distorted fluorofullerenes: CggF1g flattened, CggFyg
squashed, and CggF4g indented fullerenes.

line at 138.8 ppm. The structure proposed by these
authors for the CgoF,o compound is displayed in Fig. 4.
The characteristic feature of this structure is that al
20 fluorine atoms are arranged along the equator,
whereas the five-membered rings surrounded by five
six-membered aromatic rings are located at the poles.
This molecule received the name saturnene, and the
distorted carbon cage was termed sguashed.

The CgF.g fullerene was investigated by x-ray dif-
fraction in 2001, and this molecule was referred to as
the indented fullerene (fullerene with indentations)
[15]. All three fullerene structures, namely, the flat-
tened, squashed, and indented fullerenes, and theinitial
undistorted buckminsterfullerene molecule are shown
inFig. 4.
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Abstract—Thermodynamic estimates are presented for the formation of spheroidal and flat carbon clusters
from reactant species of different charges. Charge is shown to strongly influence the geometry and stability of
flat clusters. Changes in the charge of flat clusters can promote both their folding to spheroidal structures and
their dissociation. It is concluded that the fluctuations of electron concentration in carbon plasmas can result
in the accumulation of fullerene clusters and the dissociation of flat clusters. © 2002 MAIK “ Nauka/Inter peri-
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The carbon-helium plasmaat a pressure of 100 Torr
is the optimal environment for synthesizing fullerenes,
as was first demonstrated using Kratschmer’'s method
[1]. Different modifications of this method now exist
[2]. Usually, at such pressures and, especialy, in arare-
gas atmosphere, ionization waves can be observed [3].

The method used in our laboratory can be consid-
ered to be amodification of Krétschmer’s method [2, 4,
5]. We designed and successfully used a plasma-chem-
ical reactor based on thermal graphite evaporation with
the formation of a carbon plasma jet combined with
helium flow at atmospheric pressure in a water-cooled
chamber. A transformer matched the amplifier imped-
ance with that of the plasmatron. A distinctive feature
of our setup is that the synthesis is conducted at atmo-
spheric pressure in a stream of carbon-helium plasma.
Thearc wasfed by an alternating current at afrequency
of 66 or 44 kHz.

Carbon evaporated from the central electrode acted
as a plasma-forming gas. The temperature of this car-
bon plasma jet was measured both by the relative inten-
sity technique and by a pyrometer and was found to
vary from 5000 K close to the outer electrode to 2000 K
in thetail part.

Our latest measurements have shown that the
fullerene mixture synthesized in our setup contains
approximately 60% Cgp, 25% C,o, and 15% higher
fullerenes (Fig. 1). Thetotal yield of fullerene from our
setup is within the same range as obtained with other
generally used methods. However, we are not aware of
other reports of effective fullerene synthesis at atmo-

L This article was submitted by the authorsin English.

spheric pressure; therefore, in this respect, our experi-
mental setup is unique.

We carried out investigations of a discharge in an
argon stream between a water-cooled coil of copper
tubing and a water-cooled copper €l ectrode containing
an axia hole for introducing argon. The frequency of
the current discharge was 44 kHz, and the current was
10 to 15 A. It was found that the discharge at atmo-
spheric pressureis stratified [6]. It has been known that
such strata are the visua result of ionization waves
(ionization instability). Until recently, however, strata
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Fig. 1. Typical HPL C chromatogram obtained from the con-
centrated extract of a fullerene mixture by using toluene

eluent and a Cosmosil Buckyprep column.
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Fig. 2. The principal scheme of the discharge in an argon flow at atmospheric pressure, and a photoregistration of the irradiation
intensity of the plasma discharge revealing forced running ionization waves. The current of the discharge arc is 7 A, the frequency
is 44 kHz, and the linear rate of argon flow is 42 m/s. The hole in the central electrode is about 2.0 mm in diameter.

were normally observed only at low pressures in
regions restricted by glass tube walls.

Figure 2 shows a scheme of discharge in an argon
stream and a high-speed photograph of this discharge.
Here, the presence of running ionization wavesiseasily
visible. Thus, we observe that the discharges at atmo-
spheric pressure can al so be stratified. 1onization waves
arise when the discharge is driven by the alternating
current.

In [7], the equilibrium states of rare gas plasmas
were calculated using the method of level kinetics.
According to those results, more than one value of the
electron concentration can exist for definite values of
the gas density and electron temperature. This effect of
ionization instability is usually observed in experi-
ments on the generation and study of ionization waves
in rare gases at pressures ranging from fractions of
one Torr to 200 Torr. In the well-known and popular
experimental setup of Kratschmer, fullerene synthesis
is usualy carried out at pressures between 100 and
200 Torr. At these pressures, the local € ectron concen-
tration in acarbon—helium plasmacan vary over awide
range because of the presence of spontaneous ioniza-
tion waves.

The above considerations suggest that electron con-
centration pulsations are also present in our atmo-
spheric-pressure carbon-helium plasma arc. The com-
mon feature of effective fullerene synthesis in the
experimental setups at low and atmospheric pressures
is plasma instability related to electron concentration
fluctuations. Asaresult, it is possible to deduce that the
electron concentration (and, especially, variations in
electron concentration) may be a magjor parameter that
influences the production of carbon clustersin theform
of fullerene molecules.

Many publications have now appeared concerning
the local redistribution of electrons in plasmas caused
by the injection of dust particles. As the electrons are
condensed on the particles of dust [8], they will also be
condensed on carbon clusters during their formation.
Thus, inreviewing the formation of fullerene molecules
from carbon clusters, it is necessary to take into account
the charge of these clusters.

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

1. CALCULATIONS

We carried out computer simulations of the
fullerene Cg, formation from carbon clusters with dif-
ferent charges. The simulations were carried out using
the HyperChem-5 program to calculate the optimal
geometry of molecules and their molecular dynamics at
different temperatures. All of the calculations were per-
formed using the PM 3 semiempirical quantum chemi-
cal method.

Estimations of the formation energies of different
carbon clusters were made at a temperature of 1000 K,
because the fullerene formation occurred at about 1000
to 2000 K. Theinfluence of the charge of clustersonthe
process of their formation was investigated. We consid-
ered the formation of flat clusters consisting of hexa-
gons aone, as well as of nonplanar clusters containing
at least one pentagon. After calculating the total energy
of different clusters, the energy of formation was esti-
mated using the relation

CitChn—Chim
AE = E(Ch.m) —E(Co) - E(Cy),

where AE isthe energy of reaction and E,(C;) isthe cal-
culated total energy of cluster C;.

Our estimations showed that the spheroidal-cluster
formation at 1000 K is more favorable than the forma-
tion of flat clusters with the same number of atoms
(Figs. 3a, 3b, Table 1). This result can be explained by
the increased number of carbon atoms with nonsat-
urated bonds in the flat clusters.

Theenergy of thereactionC,,+C,,— C,,, ,for the
formation of a cluster C,, .. ,, depends on the charges of
the reacting clusters. Table 2 showsthe cal cul ated ener-
gies of formation of fullerene Cg, from the clusters C,,
and C,, with different charges, as well as the energies
of formation of the flat cluster Cq, from the flat clusters

The most favorable are the neutral—on and the
anion—cation reactions. The least favorable are reac-
tions between ions with the same charge. Reactions
between neutral clusters are intermediate in energy.
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Fig. 3. Formation reactions of (a) spheroida and (b) flat carbon clusters (the calcul ated reaction energies are presented in Table 1),
and (c) energy minimization of alarge flat cluster Cgo with different charges.

Formation reactions for small-sized clusters follow the
same pattern as that described above for fullerene Cg.

The most interesting results were obtained when
analyzing the influence of charge on the geometry and
stability of the clusters. In Table 2, missing data indi-
cate that the final cluster does not exist. The charge of a
cluster influences its geometry and stability signifi-
cantly (Fig. 2c). Although the spherically symmetric
fullerene molecule Cg, keeps its structure regardless of
its charge, the flat cluster Cg behaves differently,
depending on charge. The neutral cluster Cy, and singly

charged anion Cg, arefolded into a portion of a spher-
ical surface and remain stable at 1000 K. The folding
happens in the places where two hexagons are divided
by an incomplete hexagon having four bonds. In this
place, the fifth bond appears and the cluster becomes
curved due to the appearance of the pentagon. In our

calculations, the flat singly charged cation Cg, and the

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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doubly charged ions C%, and C2 dissociatein the pro-
cess of geometry optimization.

The problem of pentagon formation in flat clusters
is very important. Using the example of cluster Cyg
(Fig. 3a) with one incomplete pentagon, it ispossibleto
observe that the changes in its geometry depend on its
charge. A pentagon forms during the geometry optimi-

Table 1. Reaction energy for forming flat and spheroidal
carbon clusters

N | Recion | Gt |7 e
| Cu+C,—>Cyg | -1484 -886
I Cig+ Cy —> Cyp ~1237 -853
Il |Cy+Cyy—>Cyy | —2337 ~1379
IV |Cyp+Csp—>Cq | —3290 -1873
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Table 2. Dependence of the reaction energy on the charges of reacting clusters

Type of reaction Reaction n =40, m= 20
Neutral-ion Ch+Cr — Crim
Cht Cp — Chim
Anion—cation C,+Cr —Chem
Neutral—neutral Ch+Ch—Chim
Anion—anion c,+C, — Cﬁ}m
Cation—cation C +Ch —C*

Fullerene Cgg, AE, kJ/mol | Flat cluster Cgg, AE, kd/mol
—-3440 *
—3423 —2709
—-3302 —949
-3290 -1873
—2851 *
2784 *

* Cluster is unstable.

zation of the singly charged ions C7; and Cig and the

doubly charged cation Cfg . The ab length (Fig. 3a)

decreases to atypical C-C bond length of about 1.4 A.
With geometry optimization of the neutral cluster and

doubly charged anion Cig, the ab length between the

outer hexagons increases. This example clearly sug-
gests that alower electron concentration in the plasma
is necessary for the formation of spheroidal clusters
containing pentagons.

2. CONCLUSIONS

In the phase of an ionization wave with alow elec-
tron concentration, the formation of clusters containing
pentagonsis favored. A further decreasein the electron
concentration to a minimum reduces the efficiency of
cluster formation because of the higher energy of cat-
ion—cation reactions.

Asthe electron concentration increases in the oppo-
site phase to the ionization wave, the large flat clusters
acquire negative charge and dissociate into smaller
clusters or separate atoms. Because the time of elemen-
tary reactions is about 1022 s, while the period of the
electron concentration wave in the plasmais 10°-10°s,
the cluster distributions can stay near equilibrium asthe
electron concentration varies. Therefore, small-sized
clusters, including spheroidal ones, have time to be
generated from separate atoms. With increasing elec-
tron concentration, the efficiency of the formation of
these clusters decreases due to the higher energy of the
anion—anion reactions. Because the electron concentra-
tion does not have such a strong effect on the stability
of small spheroidal clusters and fullerene shells, the
clusters and fullerene molecules already generated are
not destroyed.

Thelargeflat clusterstend to dissociate into smaller
clusters during oscillations of the electron concentra-
tion. Asthe energies of formation of small clusterswith
and without pentagons are similar, there are always a
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number of clusterssuitablefor forming fullerenesin the
plasma. These clusters remain stable once they have
been formed.

Thus, the ionization wave executes two functions
during the synthesis of fullerenes. At low electron con-
centrations, it favors the formation of clusters, espe-
cially spheroidal ones, whereas at high electron con-
centrations, it tends to preferentialy destroy the flat
clusters.

We note that the proposed mechanism does not con-
sider statistical processes; it considers only the driving
role of electron concentration variations. Recognition
of the importance of electron concentration variations
may provide an essential step to the controlled synthe-
sis of fullerenes and, possibly, fullerene derivatives.
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Abstract—The reaction of Cgp, under ultrasonication, with various oxidants, such as 3-chloroperoxy benzoic
acid (Fluka 99%), 4-methyl morpholine N-oxide (Aldrich 97%), chromium (V1) oxide (Aldrich 99.9%), and
the oxone® monopersulfate compound, causes the oxidation of fullerenes at room temperature. The FAB-MS
spectraand HPL C profile confirmed that the products of fullerene oxidation were [Cgy(O),] (n=1~3 or n=1).
C, a'so reacted, under ultrasonication, with various oxidants, but the reaction rate of C,o was lower than that

of Cgo. © 2002 MAIK “ Nauka/Interperiodica” .

The [C4(0),] (n = 1 ~ 3) has been obtained by a
number of oxidation processes in solution. These
include the photooxygenation of Cg, [1, 2], the electro-
chemical oxidation of Cg,, the addition of dimethyl-
dioxiraneto Cg, [3], the 0zonolysis of Cy, [4, 5], and the
ultrasound-induced oxidation of Cg, [9]. The fullerene
monooxide Cg,0 has been shown to have an epoxide
structure in which the oxygen atom is positioned over a
6: 6ringjunction[2, 6, 7].

Ultrasonic waves in liquids are known to cause
chemical reactions either in homogeneous or in hetero-
geneous systems|[7, 8]. The chemical reactionsare pro-
moted by cavitation of liquids caused by ultrasonic
waves traveling in the liquid.

Here, cavitation implies the formation of microbub-
blesin aliquid subjected to sonication, which implode
and generate high pressures and temperatures in their
surroundings [8, 9]. We report that the reactions of Cy,
and C,, under ultrasonication with various oxidants,
such as 3-chloroperoxy benzoic acid, 4-methyl mor-
pholine N-oxide, chromium (VI) oxide, and the
oxone® monopersulfate compound, give rise to the
oxidation of fullerenes at room temperature with the
formation of [Cg(O),] (n=1~3o0rn=1) and [C,(O),]
(n=1~2orn=1).

1. EXPERIMENTAL

The fullerenes (Cq,, Cyo) used in this work were of
Golden grade from Hoechest and the Southern Chemi-
cal Group Inc. All solvents and chemical reagents were
from Aldrich and Fluka.

L This article was submitted by the authorsin English.

1.1. The Reaction of Fullerenes (Cgy, C7o)
under Ultrasonication with 3-Chloroperoxy
Benzoic Acid

Solutions of Cg (20 mg, 0.028 mmol) and Cy
(20 mg, 0.024 mmoal) dissolved in 60 ml of benzene
reacted under ultrasonication with 3-chloroperoxy ben-
zoic acid (96 mg, 0.56 mmol in the case of Cg4, and
82.8 mg, 0.48 mmol in the case of C) in air a room
temperature for 5 h. Each resulting solution was evapo-
rated; then, the remaining solid material was washed
with methanol to remove excess 3-chloroperoxy ben-
zoic acid and dried in avacuum oven.

1.2. The Reaction of Fullerenes (Cg,, C1p)
under Ultrasonication with 4-Methyl
Morpholine N-Oxide

Solutions of Cg (20 mg, 0.028 mmol) and C,
(20 mg, 0.024 mmol) dissolved in 50 ml of benzene
reacted under ultrasonication with 4-methyl morpho-
line N-oxide (32.5 mg, 0.280 mmol in the case of Cg,
and 28.1 mg, 0.240 mmol in the case of C,,) dissolved
in 10 ml of benzenein air at room temperature for 5 h.
Each resulting solution was evaporated, so that the
remaining solid material wasamixture of fullerene oxi-
dation products.

1.3. The Reaction of Fullerenes (Cgy, C1g)
under Ultrasonication with Chromium (VI) Oxide

Solutions of Cg (20 mg, 0.028 mmol) and Cy
(20 mg, 0.023 mmol) dissolved in 60 ml of carbon dis-
ulfide reacted under ultrasonication with chromium
(V1) oxide (28.0 mg, 0.280 mmol in the case of C¢, and
23.0 mg, 0.230 mmol in the case of C,,) dissolved in
10 ml of acetone in air at room temperature for 5 h.

1063-7834/02/4403-0424%$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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The FAB-MS and HPLC analysis of Cgo(O),(n=1~3o0rn
with various oxidants under ultrasonication for 5 h

FULLERENES (Cg, Cr0) 425

=1) and [C;5(O),] (n=1~2o0r n=1) produced in the reaction

Oxidants Fullerenes | of CSO(O),:: (Or: rzaf gng orn=1) Molecular mass Retention
and C,,(O),(n=1~20rn=1) (m/2) times, min
3-Chloroperoxy benzoic acid Ceo Ce003 769 6.67
Ceo Ce00- 753 9.00
Ceo Cs001 737 12.72
Ceo Ceo 721 17.11
Cypo C00, 873 14.23
Cpo C1004 857 20.57
Cypo Cyo 841 28.07
4-Methyl morpholine N-oxide Ceo C6003 769 6.68
Ceo Ce00, 753 9.01
Ceo Ce004 737 12.73
Ceo Ceo 721 17.14
Cpo C100, 873 14.18
Cyo C1004 857 20.06
Cypo Cypo 841 28.14
Chromium (V1) oxide Ceo Ce001 737 12.70
Ceo Ceo 721 17.17
Cypo C004 857 20.09
Cpo Cpo 841 28.14
Oxone® monopersulfate Ceo Ce001 737 12.67
Ceo Ceo 721 17.08
Cpo C1004 857 20.57
Cyo Cypo 841 28.07

Note: FAB-MS analysis conditions: the acceleration voltage was 10 kV, FAB source was CSl ionized in 20 kV, and the matrix was
nitrobenzyl acohol. HPLC analysis conditions: model number: Hewlett packard 1100; column: ZorbaxSB Cg; detector: 340 nm;

flow rate: 1.0 ml/min; mobile phase: acetonitrile/toluene 50

Each resulting solution was evaporated, so that the
remaining solid material wasamixture of fullerene oxi-
dation products.

1.4. The Reaction of Fullerenes (Cqy, C0)
under Ultrasonication with Oxone® Monopersulfate
Compound

Solutions of Cg (20 mg, 0.028 mmol) and C,
(20 mg, 0.023 mmol) dissolved in 60 ml of benzene
reacted under ultrasonication with the oxone® monop-
ersulfate compound (170.7 mg, 0.280 mmol in the case
of Cg and 146.0 mg, 0.238 mmol in the case of C,)
dissolved in 1 ml of H,O and 10 ml of methanol (99%).
Then 18-crown-6 (5 mg, 0.019 mmol) was added and
reacted in air with the solution at room temperature for
5 h. Each resulting solution was evaporated, so that the
remaining solid material wasamixture of fullerene oxi-
dation products.

: 50 (v/v); injection volume: 10.00 ml; pump pressure: 1.000 psi.

2. RESULTS AND DISCUSSION

The FAB-MS spectra and HPLC profile revealed
that the oxidation of fullerenes (Cq,, C;q) subjected to
ultrasonication in the presence of various oxidants,
such as 3-chloroperoxy benzoic acid, 4-methyl mor-
pholine N-oxide, chromium (VI) oxide, and the
oxone® monopersulfate compound, resulted in the for-
mation of [Cg(O),] (h=21~3 or n=1) and [C,,(O),]
(n=1~2orn=1). 4-Methyl morpholine N-oxide is
not as well known as other powerful oxidants for their
reactivity under mild conditions. The differences
between various oxidation with and without ultrasoni-
cation are as follows. First, the reaction time is short-
ened dueto the high pressure and temperature produced
by ultrasonication. Second, in the reactions of Cg, and
C,, with 4-methyl morpholine N-oxide, [Cg(0),] (n =
1~3) and [C,(0),] (n =1~ 2) are produced by ultra-
sonication rather than through athermal reaction.

Epoxidation with various oxidants mediated by
ultrasonication is efficient for both e ectron-rich olefins

PHYSICS OF THE SOLID STATE Vol. 44 No.3 2002
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and fullerenes. The results of FAB-M S and HPLC anal-
ysis presented in the table show the formation of
[Ceo(O)] (n=1~3orn=1)and [C,x(O)] (n=1~2
orn=1).

The reactivity of C,y with various oxidants under
ultrasonication is lower than that of Cy, under the same
conditions. This reactivity difference probably results
from the difference in the symmetry of their structures.
The oxidation of fullerenes (Cq,, C;o) by ultrasonica-
tion may proceed through a nucleophilic attack of oxi-
dants to a 66 bond, followed by heterolytic breakage
of the O-O bond. The common mechanism for
fullerene oxidation by ultrasonication with various oxi-
dants involves oxygen atom transfer to fullerenes (Cy,
Cro)-

It is suggested that the fullerene epoxides [Cgy(O),]
(n=1~3orn=1)and [C,(O)] (n=1~20rn=1)
may be used as oxygen-transferring materials. Further-
more, the fullerene epoxides [Cgy(O),] (n=1~3orn=
1) and [C;o(O),] (=1~ 2o0r n=1) areinteresting start-
ing materials for the formation of other fullerene-based
entities.

In conclusion, using the HPL C profile and FAB-MS
spectra, weidentified the [Cyo(O) ] (n=1~30orn=1)
and [C;o(O),] (h=1~20rn=1) formedinthereaction
of Cg, and C,, under ultrasonication with 3-chloroper-
oxy benzoic acid, 4-methyl morpholine N-oxide, chro-
mium (VI) oxide, and the oxone® monopersulfate
compound at room temperature. We observed that the
reaction rate of C,, was slower than that of Cg,, which
may be due to the lower symmetry of the C,, structure.

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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The epoxidation of olefin by the multiepoxide of
fullerene, [Cs(O),] (n=1~3 or n=1) and [C;,(O),]
(n=1~2o0rn=1), ispresently under investigation.
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Abstract—The reactivity of negatively charged (M0S,)* layersin aqueous single-layer dispersions resembles
that of molecular Mo-S cluster compounds. These layers form covalent bonds with metal (M) cations (M = Cu,
Ag, Pb, Cd, Hg, Pd), giving rise to ternary metal sulfides M,MoS, whose Mo network contains direct Mo—-Mo

bonds. © 2002 MAIK “ Nauka/lInterperiodica” .

Lithiation of MoS, isknowntoresultinasolidionic
compound Li*(MoS,)~ containing negatively charged
(MoS,)" layers[1]. Theselayers can be considered to be
extended quasi-two-dimensional anionic [S-Mo-S|™
clusters whose electronic and chemical nature
(valence-electron concentration per Mo atom and the
presence of outer-shell sulfur atoms) alow one to
expect a behavior resembling that of molecular Mo-S
clusters (MogS;, for instance). The characteristic struc-
tural feature of the latter clusters (associated with their
electronic structure) is the existence of Mo—-Mo bonds
in the cluster framework. Regarding chemical reactiv-
ity, their sulfur ligands easily coordinate with extra-
metal cations[2].

The exfoliaton of solid LiM0S, in an agueous
medium has already been shown to produce a dispersed
system containing negatively charged extended
(MoS,)* cluster species separated by water molecules,
with their sulfur atoms being accessible for coordina-
tion[3, 4]:

LiMOSZE)» [Li"+(M0S,) + (1-x)OH] aq

The approach presented here consists in the use of
these clusterlike species as precursors to the chemical
reactions.

RESULTS AND DISCUSSION

We found recently [5] that the restacking of exfoli-
ated MoS, layers in the presence of some M cations

L Thisarticle was submitted by the authorsin English.

yields powdered ternary metal sulfides of the general
composition M,MaS, (M = Cu, Ag, Cd, Pb, Hg, Pd):

(MoS,)* + M™ —~ M_M0S,.

As follows from EXAFS data obtained at the M K
(M =Cu, Ag, Pd, Cd) and M L,;, (M = Hg, Pb) absorp-
tion edges, the closest atomic environment of the M
atomsin M,MoS, is composed exclusively of S atoms.
This confirms the incorporation, between neighboring
S-Mo-S sandwiches, of metal cations forming cova
lent bonds with S atoms of the matrix and agrees with
XRD results on the lattice expansion observed for
M,MoS, (seetable). There are two types of vacant sites,
octahedral and tetrahedral, in the MoS, interlayer
space. Analysis of the guest-metal coordination envi-
ronment indicates that this environment is strongly dis-
ordered (particularly, for Ag and Hg; see their reduced
coordination numbers) and that incorporated metal cat-
ions tend to approach a coordination typical of the
given metal in the sulfur surrounding (see table).

The formation of the ternary compounds is evi-
dently accompanied by electron transfer from the neg-
atively charged (MoS,)* layers to some metal cations
involved [Ag(l), Pd(11), Hg(l1), Cu(ll)]. Thisresultsin
reduction of part of these cations in the course of the
reaction and, in the case of Pd, Ag, and Hg, leadsto the
formation of additional phases (metalic Pd, Ag, or
Hg(l) compounds) along with the phase of ternary sul-
fide, asindicated by XRD and EXAFS data. It isinter-
esting that, in the case of Cu(ll) involved in the reac-
tion, the resulting Cu(l) cations occupy guest positions
inthe structure of ternary sulfide, so that all theinterca-
lated Cuions are Cu(l), as follows from XPS data [6].

Despite the decrease in the negative charge on S—
Mo-S layers due to the redox process, a part of the
charge does remain on these layers in ternary com-

1063-7834/02/4403-0427$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Interlayer spacing expansions with respect to parent MoS,(Ac) and parameters of the closest environment around guest M

atomsin M ,MoS,

M,MoS, Ac, A Nu_s Ru_s A Presumable coordination
Pbg 1sM0S, 1.0 5.7 2.87 Octahedra
Cdy2M0S, 04 4.0 2.55 Tetrahedral
CugzsM0S, 0.1 31 2.29 Tetrahedral
AdogsM0S; 0.8 1.0 (+0.5Ag-Agat 2.87 A) 2.40 Strongly distorted tetrahedral
Pdg 45sM 0S5 * 0.05 15(+5.1 Pd-Pdat 2.73 A) 2.33 Tetrahedral
Hgp 20M0S, 0.2 11 2.37 Strongly distorted octahedral

* (95% Agg goM0S, + 5% Ag), ** (60% Pdg ,5M0S, + 40% Pd).

pounds, being balanced by covalently bonded guest M
cations. This means that part of the electrons trans-
ferred to MoS, layers upon lithiation should remain on
d orbitals of the Mo atoms and can stabilize the distor-
tions of the Mo network in the compounds obtained.
Indeed, EXAFS measurements at the Mo K edge indi-

Mo-S
242 A Mo-Mo
275 A
3.16 A
380 A Pb
£ ‘J\\/M Cd
=
=
g
g N\~ Ag
=
=
= NN Hg
(e
‘//\/\AW Pd

4
R, A

Fourier transforms (FTs) of Mo K-edge spectrafor M,M0S,
and 2H-MoS,.
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cated that there are drastic changesin the host structure
in M,MoS, compared to the parent 2H-M0S,. Instead of
a unique Mo...Mo contact at 3.16 A in the parent
MaS,, three Mo-Mo distances appear in the ternary
compounds (see figure). The shorter distance (appro-
ximately 2.75 A) corresponds to direct Mo—-Mo bonds
in the layers.

It appears from the present study that (MoS,)* lay-
ersin single-layer dispersions are effectively capabl e of
coordinating with metal cations by sulfur atoms and of
producing ternary metal sulfides. The host structure of
these ternary compounds exhibits strong distortions
due to periodic in-layer displacements of the Mo atoms
forming direct Mo—Mo bonds.
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Abstract—This paper reports on the determination of the temperature dependences of the complete set of the
elastic moduli of solid Cgy from sound-vel ocity measurements made along different crystallographic directions
in single-crystal samples within the 100- to 300-K range. Substantial differences in their behavior were
revealed, which are accounted for by different relative contributionsfrom relaxation processesto various elastic

moduli. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Elastic constants are among the fundamental char-
acteristics of solids. While the elastic constants of solid
Ceo @ room temperature may be considered to be estab-
lished [1, 2], information on their temperature depen-
dence is incomplete and partially contradictory [3-8].
These observations, aswell asthe reasons for the above
discrepancies, call for reliable determination of the
temperature dependences for the complete set of the
elastic constants of solid Cg,.

2. EXPERIMENTAL TECHNIQUE
AND RESULTS

The studies were performed on single-crystal sam-
ples of solid Cg, measuring typically 6 x 8 x (1-3) mm.
The growth technique used to obtain single crystals and
the procedure employed in sample preparation were
similar to those described earlier in [1, 2]. The elastic
moduli were determined using the acoustic method.
The measurements were carried out at a frequency of
~4 MHz in the 100- to 300-K temperature range using
the high-frequency resonance technique [9]. We mea-
sured the damping and velocities of longitudinal sound
waves in the [1000and [1110crystallographic direc-
tions and those of transverse sound waves along the
(1110direction [10]. The temperature dependences of
damping exhibited two internal-friction peaks, at T =
212 K and in the region of T, = 260 K [phase transition
from the fcc to sc (simple cubic) structure]. The former
peak could be identified with the steps in the tempera
ture dependence of the velocity (which were less pro-
nounced for transverse waves). The phase transition
was signaled by various types of anomalies (a decrease
or an upward jump) in the behavior of the velocity for
different sonic modes.

Using the well-known relations between the elastic
moduli and sound velocity in cubic crystals, the exper-
imental data obtained were converted into temperature
dependences of the elastic moduli C,,, C,,, and C,, (see
figure). The temperature dependences of these moduli
are seen to differ noticeably. This relates both to the

22+ 7

C”, 109 N/Irl2
)

i Cyy

200 250 300
T,K

100 150

Temperature dependences of the effective elastic moduli of
solid Cgq derived from experimental temperature depen-
dences of sound velocity obtained in different crystallo-
graphic directions at a frequency of =<4 MHz.
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magnitude of the step in the region of 212 K and to the
behavior of the moduli at T, (an upward jump for Cy;
and adip for C;, and Cy).

3. DISCUSSION

The features in the behavior of the effective elastic
moduli of solid Cg, can be understood if we consider all
the processes contributing to their temperature depen-
dence within the temperature range under study. One of
these processes is the linear growth of the moduli with
decreasing temperature, which results from the change
in the lattice parameter connected with the crystal
anharmonicity. According to [11], d(InC)/dT is ~7 x
10~ K~ for this process. Superposed on this processin
the sc phase is the variation of the moduli due to the
concentration of excited orientational states decreasing
with decreasing temperature. As follows from rough
estimates, for temperatures above 120-130 K, the tem-
perature dependence of the elastic modulus in the sc
phase should remain very closeto linear.

Another process is the fcc—sc phase transition and
the associated jump in the élastic moduli at T [5, 12].

The temperature dependence of the elastic moduli is
also affected by the relaxation processes, which result
in a decrease in their effective values by R/(1 + w?’1?),
where the temperature-dependent valuesRand T arethe
amount of relaxation and the effective relaxation time,
respectively, and w is the circular frequency. The best
known of these processesisthe orientational relaxation
of Cgo moleculesinthe strain field of asound wave; this
process is due to the molecules partially retaining their
orientational mobility in the sc phase. An analysis of
this process within a phenomenological model of two-
level orientational states [13] yields the following
expressions for T and R[10, 14, 15]:

T = To[No(1—Np)] exp(Eg/KT),
R = no(1—ng)(Va)?/(voKT),

where 1, is a characteristic time (~101%-10" ), E, is
the activation energy (=0.3 €V), n, is the relative
excited-state density at the given temperature, v, isthe
effective volume per excited state (~102’ m®), and V, is
the difference between the deformation potentials of
the ground and excited orientational states. Accepting
these values of the activation parameters 1, and E,, the
step in the temperature dependence of the moduli at a
frequency of =4 MHz is found to lie in the 200- to
230-K interval. It was assumed earlier [14] that V, is
nonzero only for elastic waves of the longitudinal type
accompanied by crystal dilatation; however, if the spe-
cific features of the fullerite sc-phase structure (four
molecules per unit cell with different rotation-axis
directions) are taken into account, the expression for

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

KOBELEV et al.

Rju (the relaxation of the elastic modulus Cjjy)
assumes the form [15]

Rij = [No(1=ng)/(VoKT)I[(Va 1+ Va, 2)26ij6kl
+(Va,2) (818 + 88,0 (1-3,)1,

which shows that a relaxation term of this type aso
exists for the shear moduli.

Near T, the moduli in the sc phase are also affected
by one more process [5, 10] associated with relaxation
of the order parameter n, because the free energy hasa
contribution proportional to n% [12] (¢ is the elastic
strain). We believe that, because the states of molecules
with differently directed rotation vectors S* (a = 1-4)
become inequivalent in the presence of an externa
shear strain, the free energy should contain not only the

term ~n2%; but also terms of the type ~(nN,)?S'S &;;,
which are al so dependent on the shear strain. The order-
parameter relaxation should bring about a softening of

the elastic moduli near the fcc—sc transition tempera-
ture T, [5, 10].

One more contribution to the free energy (~n%?) [5,
12] originates from the above-mentioned jump of the
moduli at the phase transition. This contribution should
contain the term ~n2;;¢;; and, in addition, terms of the

type ~N?S'S) €& in other words, all elastic moduli
should undergo jumps, but of different magnitude.

Thus, our consideration shows that the character of
the temperature dependence of an effective el astic mod-
ulus of solid Cg, should be governed, including the
region near T, by the relation between the modulus and
the contributions due to the two relaxation processes
discussed above and to the jump of the modulus occur-
ring at the phase transition. Because these relations
may differ noticeably for different elastic moduli, this
factor is capable of accounting for the broad spectrum
of the temperature dependences of the elastic moduli
obtained in experiments on solid Cg.
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Abstract—The fullerite photopolymerization in air in the wavelength range 350-900 nm was investigated
using microhardness and dislocation mobility methods. The photoinduced effects of the hardening and reduc-
tion of a dislocation mobility were found to increase linearly with increasing photon energy. The existence of
two phototransformed states is supposed from the kinetics data on photoinduced hardening. © 2002 MAIK

“ Nauka/Interperiodica” .

In recent years, the polymeric phases of fullerite Cqy
have attracted much attention. The photoinduced poly-
merization of Cg, is of special interest, suggesting pos-
sible photolithographic and other applications of fuller-
ite. Because Cg, absorbs light very strongly, the photo-
polymerization occurs in a thin surface layer; thus, the
limited sample volumes available make full character-
ization of phototransformed Cg, rather difficult.
According to light absorption data, the thickness of a
phototransformed layer depends on the wavelength.
Theformation of covalently bonded fullerene dimers or
chainsin the molecular lattice through a photochemical
2 + 2 cycloaddition reaction is considered to be the
main mechanism of photopolymerization [1]. Gener-
ally, an increase in the efficiency of photopolymeriza-
tion with decreasing wavelength can be expected. How-
ever, investigations have shown contradictory results.
In [2], the photoinduced effect was found to appear
under green-light irradiation, but little or no effect was
observed with red light, while in [3], the effect was
observed to be maximum with red light. In the present
study, the wavelength dependence and kinetics of ful-
lerite photopolymerization in air wasinvestigated using
microhardness and dislocation mobility methods.

1. EXPERIMENTAL

Cep Single-crystalswere grown from the vapor phase
in a temperature gradient through sublimation of a
twice sublimed Cg, powder (99.9% Cg). The density of

grown-in dislocations was 10%-10* cm. The typical
size of the samples selected for the experiments was
approximately 0.5 x 2 x 7 mm. Investigations were per-
formed on the (111) face of as-grown crystals in the
wavelength range 350900 nm at a power density from

L This article was submitted by the authorsin English.

210 140 mW/cm? and illumination time of 1to 5 x 10° s,
The Vickers microhardness was measured at 10ads of
3.2-5.5 mN small enough for the indentation depth to
be lower or comparable with the thickness of the pho-
totransformed surface layer. A microhardness tester
with a vibration-insensitive loading system was used
[4]. The scatter of the hardness measurements was typ-
ically about 12%, but it increased up to 22% for the
smallest impressions. The dislocation structure around
indents was detected by selectively etching the crystals
in toluene. The parameters 1/d or Al/l, (I, and | are the
dislocation arm lengths before and after illumination,
respectively; Al is the difference between them) were
mainly used as the characteristics of phototransforma-
tion.

2. RESULTS AND DISCUSSION

An increase in microhardness and decrease in the
dislocation arm length in fullerite crystals under illumi-
nation was observed, thus confirming the results
obtained earlier [3, 5-8]. The effects increased with
decreasing wavelength. A two-stage wavel ength depen-
dence of the photoinduced change in the dislocation
mobility was observed. For each stage, the magnitude
of the effect increased linearly with increasing photon
energy. A steeper slope was observed for photon ener-
gies of 1.55 to 1.8 eV, which are lower than the band
gap and correspond to energies of exciton photogener-
ation in fullerite. Obvioudly, for incident photon ener-
gies above the bandgap (about 1.8-2 eV), the efficiency
of exciton generation islowered dueto photogeneration
of distant electron—hole pairs and their trapping at dif-
ferent lattice sites. The rate of phototransformation
depends on the incident power density and the duration
of illumination. The figure shows the kinetics of the
photoinduced change in the hardness and dislocation

1063-7834/02/4403-0432%$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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mobility. The dislocation mobility gradually decreases
with increasing duration of light exposure. It is sup-
posed that the photoinduced formation of fullerene
dimersor chainsisthe main reason for the reduction of
the dislocation mobility. Some contribution is aso
observed from physically absorbed oxygen. A measur-
able change in hardness was detected when the thick-
ness of the phototransformed surface layer exceeded
approximately 0.1-0.2 pm. The illumination-time
dependence of photoinduced hardening showed a step-
wise behavior. The saturation stage of hardening is
ascribed to the formation of the well-known fullerite
photopolymer phase with a definite concentration and
spatia distribution of the dimersand chains. Thisphase
possesses a constant hardness (450470 MPa) and
reverts to the pristine fullerite on heating above 470 K
inair [5, 6]. No photoinduced hardening was observed
above 400 K [3]. An additional mechanism of harden-
ing was found to be involved at the saturation stage of
phototransformation, during which the hardness of a
surface layer ~0.5 pum thick increased up to 0.6-1 GPa
(figure). This phototransformed state was thermally
less stable. A photochemical transformation with the
participation of absorbed oxygen and creation of C-O—
C bonds [2] or a higher extent of photopolymerization
with the formation of branched polymeric chains [9]
could be responsible for the additiona hardening.
Moreover, the photopolymerization at the saturation
stage could be affected by stresses dueto the difference
in the lattice constants of the pristine and photopoly-
merized fullerite. In addition we observed the relax-
ation of stresses through the generation of dislocations,
stacking faults, displacement domains, and cracks,
which leadsto the formation of asubstructure and hard-
ening.

In conclusion, our results confirm that there is an
increase in the efficiency of photopolymerization with
decreasing wavelength. The existence of two pho-
totransformed states is suggested by the kinetics of
photoinduced hardening. The results show that the dis-
location mobility method is useful for characterization
of the initial stage, while the microindentation tech-
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nique is applicable for investigation of the developed
stage of phototransformation.
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Abstract—This paper discusses the results of calorimetric studies of the 1D Cg, (orthorhombic) and 2D Cgg
(tetragonal and rhombohedral) fullerites, aswell as of the graphite-like polyfullerite, which are produced from
a starting Cg fullerite subjected to a pressure of 1-8 GPa at temperatures ranging from 300 to 1270 K.

The analysis is made primarily of the Cg heat capacity measurements performed in adiabatic calorimetersin
the 5- to 350-K range. © 2002 MAIK “ Nauka/Interperiodica” .

The purpose of this paper isto discuss the results of
calorimetric studies of the Cg, polyfullerites available
in the literature (Table 1).

The temperature dependences of the heat capacity
of 1D Cgyand 2D Cg, (irrespective of their crystal struc-
ture) do not exhibit any features, and their heat capaci-
ties increase smoothly with temperature. The depen-
dence of the heat capacity of graphite-like Cg, fullerite

Cjp on T hasasmall anomaly in the 49- to 66-K interval
consisting in a positive deviation of the heat capacity
fromitsnormal course (seefigure, curve4). Thisanom-
aly was suggested as being caused by arelaxation tran-
sition of the order—disorder type[4]. For T > 100K, the
heat capacities of the 1D and 2D polymers are almost
equal, the difference between their numerical values

not exceeding 0.7%. The values of C(,), for the graphite-
likefullerite in the 70- to 180-K interval are larger, and

Table 1. Main information on the Cgq polyfullerites studied, including the results of calorimetric measurements

Polyfullerites
— Representation
conditions Temperature of measurements Refe-
) of preparatlon interval of heat 6, % and calculations
notation and treatment structure capacity study, K 0 - o rences
of starting Cgy: of C,—T*, TTF
p, GPa; T, K

1D Cg 5; 550 Orthorhombic 5-340 0.2 C?,—T, TTF [1]

. 0
1.1; 500 4-350 1 | C-TASM-S0)}-T (2]
1-1.2; 550-585 | 200650 - cg T [3]
2D Cg 3.5; 960 Tetragonal 5-340 0.2 C?,—T, TTE [1]
8; 920 Rhombohedral 5-320 0.2 c‘;—T, TTE [4]

. Rhombohedral and

2,830 tetragonal 4-350 1| CTA{SM -S(O)-T (2]

. 7-340 1-15| o
2; 800 250-600 T leT (5]

Layered structure

Graphite-like ) composed of frag- 0

Ceo 8, 1270 ments of broken =320 02 | C,-T,TTF [4]
Cgo molecules

* Cg—T isaplot of thetemperature dependence of heat capacity, and { SO(T) - SO(O)} —Tisaplot of thetemperature dependence of entropy.

** TTF isatable of thermodynamic functions.
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Graphite-like Cg,

Low-temperature heat capacity of polyfullerites: (1) orthorhombic 1D Cgg, (2) tetragonal 2D Cgp, (3) rhombohedral 2D Cgp, (4)

graphite-like Cgp, and (5) Cgg fullerite.

for T> 180 K, smaller, than those of the 1D Cgy and 2D
Ceo fullerites. However, the differences between these
heat capacities are small and at 300 K, for instance, do
not exceed 1%. The pattern observed in the low-tem-
perature domain is different (see figure). The polyful-

lerites studied differ not only in the magnitude of Cg

but also in the character of its temperature dependence.
Thisis clearly associated with the difference in hetero-
dynamics among the polymers studied. According to
Tarasov's theory of heat capacity of solids [6], which,
similar to that of Debye, isaparticular case of the frac-

tal theory of heat capacity, the C) (T) at low tempera-
tures is proportional to T for chain-structure solids, to

T2 for alayered structure, and to T2 for a three-dimen-
siona structure. In the fractal theory of heat capacity,
the exponent of T in the heat-capacity function, denoted
by D, is caled the fractal dimension. According to [7,
8], D can be estimated from experimental data on the
temperature dependence of the heat capacity plotted as
InC, vs. InT, on making the reasonable assumption that,

for T < 50-60 K, Cp = C,. The values of D derived

from experimental dataon C3 in the 20- to 55K inter-
val are 1 for the 1D Cg, (orthorhombic), 1.5 for the 2D
Ceo (rhombohedral), 2 for the 2D Cg, (tetragonal), and

2.2 for the graphite-like fullerite. It turns out that the
fractal dimensions thus found are indicative of the

Table 2. Thermodynamic functions of the polyfullerites studied and of the starting Cg, fullerite per 1 mole of Cgy (M =

720.66 mol™) calculated for 298.15 K and standard pressure

i Cp(T), | HAT) —H%0), . [HE(M=HO),
Polyfullerites ] K—pl ol kJ molL JKLmolL kI mol References
Starting Cg, fullerite (fcc) 524.8 72.44 426.5 54.72 [9]
1D Cg, (orthorhombic) 517.2 60.63 334.6 39.12 [1]
1D Cqg - - 365.7 - [2]
2D Cq, (tetragonal) 514.5 60.11 321.5 35.74 [1]
2D Cg (rhombohedral) 514.8 57.51 304.7 33.30 [4]
2D Cq, (tetragona + rhombohedral) - - 334.1 - [2]
Graphite-like Cg, fullerite 4955 62.49 382.0 51.40 [4]
PHYSICS OF THE SOLID STATE Vol. 44 No.3 2002
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chain structure of the 1D Cq, fullerite and the layered
structure of the tetragonal 2D Cy,; as for the rhombohe-
dral 2D Cg, fullerite, it appears that it has a chain-lay-
ered structure, and the graphite-like fullerite has an
intermediate structure between layered and three-
dimensional. At low temperatures, the dependence of

Cg on T is practically linear for 1D Cg,, parabolic for
2D Cg,, and close-to-cubic for the graphite-likefullerite
(seefigure). For comparison, the figure shows the tem-
perature dependence of the heat capacity of the starting
Ceo fullerite (curve 5). For T < 70 K, the heat capacities
of the Cg, fullerite and of the polyfullerites obtained
from it are seen to differ strongly. Asthe temperatureis
lowered to 56 K, the heat capacities of all the subjects
considered here become similar and the fractal dimen-

sions grow, so that, for T < 10 K, the variations of C?)
of the 1D and 2D Cq, fullerite are well fitted by the
Debye heat capacity function, which correspondsto the
limiting T2 law. For the graphite-like polyfullerite, the

temperature dependence of Cg becomes cubic at till
lower temperatures.

The data on C)(T) were used to calculate the ther-
modynamic functions; their values for 298.15 K are
givenin Table 2. The values of these functions, includ-
ing the absol ute values of the Gibbs functions, are seen
to decrease as one goes from Cg, to 1D Cgy and 2D Cg,
(tetragona and rhombohedral). The values of the func-
tions for the graphite-like fullerite are smaller than
those for the starting fullerite but are larger than those

. . 0
for the polyfullerites studied (except C,, at 298.15 K).

The entropies of the compounds were cal culated with-
out inclusion of the zero-temperature entropies $(0),
which apparently have small nonzero values for all the
subjects discussed.

As expected, the decrease in the entropy associated
with the transformation of the Cg, fullerite to the poly-
fullerites considered can be arranged in the following
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series; ASP (Cgq — graphite-like Cgo) < AS® (Cgp —>
1D Cq) <AS° (Cop — 2D Cep,tetra) <AS (Cop —> 2D

CBO, rhomb)-

ACKNOWLEDGMENTS

This study was supported by the Russian Founda-
tion for Basic Research (project nos. 01-03-32061,
00-03-40136), the Ministry of Science and Technolo-
gies of the RF, and INTAS (grant no. 00-807).

REFERENCES

1. B. V. Lebedev, K. B. Zhogova, N. N. Smirnova, et al.,
Thermochim. Acta 364, 23 (2000).

2. A. Inaba, T. Matsuo, A. Fransson, and B. Sundqvist,
J. Chem. Phys. 110 (24), 12226 (1999).

3. B. Sundgvist, O. Andersson, U. Edlund, et al., in
Fullerenes. Proceedings of the Symposium on Recent
Advances in the Chemistry and Physics of Fullerenes
and Related Materials, Ed. by K. M. Kadish and
R. S. Ruoff (The Electrochemical Society, Pennington,
1996), Val. 3, p. 1014.

4. B. V. Lebedev, K. B. Zhogova, V. D. Blank, and
R. Kh. Bagramov, lzv. Ross. Akad. Nauk, Ser. Khim.,
No. 2, 277 (2000).

5. B. Sundgvist,A. Fransson, A. Inaba, et al., in Fullerenes:
Proceedings of the Symposium on Recent Advances in
the Chemistry and Physics of Fullerenes and Related
Materials, Ed. by K. M. Kadish and R. S. Ruoff (The
Electrochemical Society, Pennington, 1998), Vol. 6,
p. 705.

6. V. V. Tarasov, Zh. Fiz. Khim. 24, 111 (1950).

T. S.Yakubov, Dokl. Akad. Nauk SSSR 310, 145 (1990).

8. A.D. lzotov, O. V. Shebershneva, and K. S. Gavrichev,
in Proceedings of All-Russia Conference on Thermody-
namic Analysis and Calorimetry, Kazan, 1996, p. 200.

9. B.V. Lebedev, K. B. Zhogova, T. A. Bykova, et al., |zv.
Akad. Nauk, Ser. Khim., No. 9, 2229 (1996).

~

Trandated by G. Skrebtsov

2002



Physics of the Solid Sate, Vol. 44, No. 3, 2002, pp. 437-440. From Fizika Tverdogo Tela, Vol. 44, No. 3, 2002, pp. 422-424.
Original English Text Copyright © 2002 by Narymbetov, Omerzu, Kabanov, Tokumoto, Kobayashi, Mihailovic.

PROCEEDINGSOF THE V INTERNATIONAL WORKSHOP

“FULLERENES AND ATOMIC CLUSTERS’
(St. Petersburg, Russia, July 2-6, 2001)

Ce Molecular Configurations L eading to Ferromagnetic
Exchange Interactionsin TDAE* Cgyt

B. Narymbetov?, A. Omerzu?, V. Kabanov?, M. Tokumoto?® 3,
H. Kobayashi !, and D. Mihailovic?
L Institute for Molecular Science, Okazaki 444, Japan
2 Josef Stefan Institute, Ljubljana, 1000 Sovenia
3 Electrotechnical Laboratory, Umezono, Tsukuba, Japan

Abstract—The charge-transfer salt tetrabis(dimethylamino)ethylene-fullerene (Cgp), or TDAE*Cy, iSs arare
exception among pure organic crystalline systems, because it shows a transition to aferromagnetic (FM) state
with fully saturated s = 1/2 molecular spins at a respectable T. = 16 K. In spite of extensive experimental and
theoretical work over the past ten years, the origin of the ferromagnetism in TDAE* Cgy hasremained amystery.
To resolve this problem, we performed a comparative structural study of two different magnetic forms of
TDAE*Cq, crystals, one of which is magnetic and the other is nonmagnetic at low temperatures, and fully cor-
related their structural properties (particularly, the intermolecular orientations) with their magnetic properties.
Weidentified the relative orientation of Cgy molecules along the ¢ axis as the primary variable that controlsthe
ferromagnetic order parameter and showed that both FM and low-temperature spin-glass-like ordering are pos-
siblein this material, depending on the orientational state of the Cg molecules. Thus, we resolved the apparent
contradictionsintrinsic to different macroscopic measurements and opened a path to a microscopic understand-

ing of p-electron FM exchange interactions. © 2002 MAIK “ Nauka/Interperiodica” .

Much effort has been made by many research
groups to investigate the low-temperature state of crys-
tals of the purely organic molecular ferromagnet
TDAE* Cg,. However, until recently, despite numerous
studies having been made on its physical properties, the
structural features of the TDAE* Cg, compound have
not been characterized by single-crystal diffraction
methods at low temperatures. The room-temperature
structure of TDAE* Cg, has been determined from sin-
gle-crystal x-ray diffraction data. It was shown that the
space group of symmetry is C2/c with the ¢ parameter
19.992 A and with four formula units per unit cell [1].
The low lattice symmetry suggests anisotropic interac-
tions between the constituent molecules, which might
be subject to a variety of instabilities leading to solid-
state phase transitions. On the other hand, *3C NMR
studies have shown that, in TDAE* Cg, crystals, the Cgy
molecules rotate rapidly at room temperature [2]. As
the temperature is lowered, rotation of the Cg, mole-
cules gradually slows down, but, although NMR data
suggest that the rotational motion freezes out below
approximately 150 K [2], the onset of the ferromag-
netic (FM) state occurs at a significantly lower temper-
ature, suggesting that stationary Cg, molecules may be
a necessary but not sufficient condition for the realiza-
tion of an FM state.

L This article was submitted by the authorsin English.

It has been well established that TDAE* Cgy existsin
two modifications, one being ferromagnetic and the
other paramagnetic (PM). Fresh single crystals show no
FM behavior and are PM down to 2 K. On annealing at
a high temperature, they transform into the FM phase
[3]. We performed comparative diffraction and struc-
tural studies of the two different forms of TDAE* Cg,
crystals and showed that both FM and low-temperature
spin-glass-like ordering are possible in this material,
depending on the orientational state of the Cg, mole-
cules.

1. EXPERIMENTAL

The diffusion method was used to grow crystals.
The measurements were performed on a selected sam-
ple in the PM phase without annealing, and the results
were compared with data obtained on the same sample
after itstransformation to the FM phase by annealing at
70°Cfor 6 h.

Single-crystal x-ray diffraction studies were carried
out using an Imaging Plate (IP) system (DIP 320S,
MAC Science Co., Inc., monochromatized MoK, radi-
ation, A = 0.7107 A) equipped with a liquid-helium
cooling device. The standard oscillation and Weissen-
berg-type diffraction patterns were used to control the
crystal structures of both samples (unannealed PM and
annealed FM) at different temperatures. The crysta
structure of TDAE*Cy, was determined by the direct

1063-7834/02/4403-0437$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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method from the data obtained on the unannealed crys-
tal at 7 K and refined by the | east-sguares method using
the C2/c space group. The averaged structure of the
annealed sample at 7 K was first refined by using the
model structure of the unannealed crystal and was then
refined further by taking into account the presence of
two orientations in which the Cg, molecules are found
with equal probability.

2. RESULTS AND DISCUSSION

All diffraction spots observed on x-ray oscillation
patterns are indexed in the C2/c space group. The dif-
fraction patterns did not reveal any essential changesin
the structure in the temperature range 25070 K, except
that some redistribution of reflection intensities
occurred and the total number of reflections on the dif-
fraction images decreased with decreasing temperature.
Remarkable changes in the diffraction patterns are
observed for both samples below 50 K. Figure 1 pre-
sents the temperature dependences of the lattice con-
stants, which testify to the presence of noticeable
changes in the b and ¢ parameters of both crystals
around 50 K. At thistemperature, the reflection intensi-
ties become higher, which results in an essentia
increase in the total number of observed reflections.
Characteristic for both crystals are the appearance of
additional diffuse scatterings on the x-ray oscillation
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Fig. 1. Temperature dependence of the lattice constants for

an unannealed TDAE* Cgj crystal (open symbols) and after
thefirst cycle of its annealing (filled symbols).
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patterns located between structural reflections and their
transformation over a period of a few hours. Diffuse
scatterings from the unannealed sample disappear as
the sampleiskept at alow temperaturefor 34 h. A dis-
tinctive feature of the annealed sample is that the dif-
fuse lines on the diffraction patterns are transformed
into additional diffraction spots whose positions coin-
cide with those for aprimitive lattice, which indicates a
violation of the C centricity of the lattice. These obser-
vations testify to the existence of some structural
changes in both unannealed and annealed TDAE* Cy,
crystalsaround 50 K and of the crystal-lattice tendency
to transform from a C-centered | attice to aprimitive one
in the case of annealed samples. It should be noted that
these changes are reversible; i.e., on heating the sam-
ples from alow temperature, the diffraction patterns of
the high-temperature state are restored above 50 K.

The x-ray structure analysis of the PM sample
reveal ed the presence of some degree of molecular ori-
entational disorder of the Cgz, molecules (due to their
rotations) along the threefold molecular axis. In the FM
phase, the positions of the additional diffraction spots
coincide with those of a primitive unit cell, which sug-
gests that the crystal transforms from the C-centered
structure to a primitive one. Our attempts to determine
the structure in terms of a primitive unit cell failed and
resulted in high values of the R factor (~0.16) and in a
large divergence of the temperature factors of individ-
ual atoms. Refinement of the structure with a C-cen-
tered unit cell also resulted in high R factors (~0.20) but
gave reasonable thermal-displacement ellipsoids of
individual atoms of Cg,, which testifies to the presence
of a high degree of orientational disorder of the Cg
molecules. Further analysis of the obtained Cg, molec-
ular structure showed that, in the FM sample, the mol-
ecules are statisticaly distributed in two orientations
related to each other by a 60° rotation about their three-
fold axis. The model in which two differently oriented
molecules occupy the same positions with equal proba:
bility allowed us to essentially improve the R factor in
the refinement procedure, and its final value was found
to be 0.066. Thus, in the FM phase, in addition to the
conventional 120° rotations found in other Cg,-based
crystal structures, we find evidence of additional posi-
tionsin which Cg, molecules are rotated by £60° about
their threefold molecular axes. Figure 2 shows the
mechanism of crystal transformation from a C-centered
(PM) lattice to a primitive-type (FM) lattice. Thisleads
to a set of new inter-fullerene contact configurations,
which are shown in Fig. 3. In the PM sample, the rela-
tive Cg, Orientations are similar to those encountered in
other Cg, solids, namely, the 6-6 double bond is nearly
in the center of the hexagon of the neighboring mole-
cule (Fig. 3a), thereby minimizing the electronic over-
lap [4]. Inthe FM samples, on the other hand, anew ori-
entation (1) appears, which leadsto three different pos-
sible relative orientations of the Cg, molecules, as
shownin Figs. 3b—3d. Inthefirst configuration, two Cg,
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(b)

()

Fig. 2. Schematic diagram of the Cqy molecular orientations
in the ab plane for (a) the unannealed sample (PM phase)
and (b) the annealed sample (FM phase). Corresponding
C-centered and primitive unit cells are shown.

mol ecul es of orientation | face each other, with the mol-
ecules dightly rotated about the ¢ axis, as shown in
Fig. 3b. In the second possible configuration, two Cyg,
molecules with type Il orientations are in contact, as
shown in Fig. 3c. This orientation corresponds essen-
tially to aslightly displaced PM configuration (Fig. 3a),
with the double bond displaced to one side. The third

(a)

(c)
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configuration involves two Cg, with orientations | and
[1. In this case, the double bond on one molecule
approximately faces the center of the pentagon of the
neighboring molecule (Fig. 3d). The Il configuration
can be eliminated from further consideration of the pos-
sible low-temperature equilibrium positions, since the
occurrence of two 6-6 double bonds in close proximity
to each other is, clearly, energetically very unfavorable.
Therefore, we can conclude with reasonabl e confidence
that only one of these configurationsis compatible with
the near 50% occupancy of configurations | and Il and
with the primitive unit cell determined in the structural
refinement (Fig. 3d).

We note that the observed arrangement associated
with the FM stateisin excellent agreement with calcu-
lations of the angular dependence of the effective FM
exchange coupling strength J [5], which also shows a
minimum corresponding to the I-ll configuration
(Fig. 3d) for which the c-axis Euler angle is y = 30°.
Our consideration of the magnetic behavior of the sys-
tem in terms of the Hamiltonian for a noninteracting
two-level system in which there is a coupling between
the configurational and magnetic degrees of freedom

(b)

(d)

Fig. 3. Projections of two neighboring Cgy molecules of TDAE* Cgq along the [001] direction for (&) the unannealed crystal (PM
phase), (b) the I configuration of Cgg molecules (annealed sample, FM phase), (c) the 1111 configuration in the FM phase, and

(d) the mixed I-11 configuration in the FM phase.
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shows[6] that both ferromagnetism and spin-glass-like
ordering are possible in TDAE* Cg, crystals, depending
on the orientational state of the Cg, molecules.

In summary, low-temperature x-ray diffraction stud-
iesof TDAE* Cg, single crystals show that some molec-
ular reorientations and ordering take placein the struc-
ture below 50 K. We determined low-temperature crys-
tal structures for both unanneadled and annealed
samples and identified the relative orientation of Cg,
molecules in these structures along the ¢ axis of the
crystals as the primary variable that controls the ferro-
magnetic order parameter. Analysis of the relative ori-
entations shows that both FM and low-temperature
spin-glass-like ordering are possible in the TDAE* Cg,
compound, depending on the orientational state of the
Cgp molecules.

REFERENCES

1. L. Golic, R. Blinc, P. Cevc, D. Arcon, D. Mihailovic,
A.Omerzu, and P. Venturini, in Fullerenes and
Fullerene Nanostructures, Ed. by H. Kuzmany, J. Fink,
M. Mehring, and S. Roth (World Scientific, Singapore,
1996), pp. 531-534.

2. D. Arcon, J. Dalinsek, and R. Blinc, Phys. Rev. B 53,
9137 (1996).

3. A.Mrzel, P. Cevc, A. Omerzu, and D. Mihailovic, Phys.

Rev. B 53, R2922 (1996).

4. B. Sundqvist, Adv. Phys. 48, 1 (1999).

5. T. Sato, T. Saito, T. Yamabe, et al., Phys. Rev. B 55,
11052 (1997).

6. B. Narymbetov, A. Omerzu, V.V. Kabanov, et al., Nature
407, 883 (2000).

PHYSICS OF THE SOLID STATE Vol. 44 No.3 2002



Physics of the Solid Sate, Vol. 44, No. 3, 2002, pp. 441-443. From Fizika Tverdogo Tela, Vol. 44, No. 3, 2002, pp. 425-427.
Original English Text Copyright © 2002 by Demishev, Suchanko, Weckhuysen, Moshchalkov, Ohta, Okubo, Oshima, Spitsina.

PROCEEDINGSOF THE V INTERNATIONAL WORKSHOP

“FULLERENES AND ATOMIC CLUSTERS’

(St. Petersburg, Russia, July 2-6, 2001)

M agnetism of Cq-Based M olecular Complexes.
High-Field-M agnetization and M agnetooptical Study?

S. V. Demishev® 4 N. E. Sluchanko?, L. Weckhuysen?, V. V. Moshchalkov?, H. Ohta3*,
S. Okubo?, Y. Oshima®, and N. G. Spitsina®
! Low Temperatures Laboratory, Institute of General Physics, Russian Academy of Sciences, Moscow, 117942 Russia
e-mail: demis@lt.gpi.ru
2 Laboratorium voor Vaste-Stoffysica en Magnetisme, Katholieke Universiteit Leuven, Heverlee, B-3001 Belgium

3 Molecular Photoscience Research Center and Department of Physics, Kobe University,
Rokkodai, Nada, Kobe, 657-8501 Japan

4 \enture Business Laboratory, Kobe University, Rokkodai, Nada, Kobe, 657-8501 Japan
5 Graduate School of Science and Technology, Kobe University, Rokkodai, Nada, Kobe, 657-8501 Japan
6 Institute of Problems of Chemical Physics, Russian Academy of Sciences, Chernogolovka, Moscow oblast, 142432 Russia

Abstract—Magnetization study of the Cgy - TMTSF - 2CS, molecular complex in magnetic fieldsup to 47 T
for the temperature range 1.8-300 K and ESR spectroscopy of the molecular complex (ET),Cgqpat T= 1.8 K
for the frequency range 60-90 GHz in magnetic fields up to 32 T provide experimental evidence that paramag-
netic centers with reduced g-factor values g < 1 control the magnetic properties of these solids. A model is sug-
gested in which the renormalization of the g factor is due to the dynamic Jahn—Teller effect involving negative
Cgo 10ns that appear as defects in the crystalline structure with a weak charge transfer. © 2002 MAIK

“ Nauka/Interperiodica” .

1. Since the discovery of fullerenes, it was believed
that for weakly magnetic Cqy-based compounds with a
small charge transfer, the magnetization can be repre-
sented as the sum of two terms[1, 2]:

M(B, T) = Muxa(B, T) + Mo(B) (1)
= [3Xpaa(MKsT/(J + 1)gug] By(gHgIB/KgT) + XgiaBs

where the negative diamagnetic term X, iS connected
with the completely filled electron orbitals of Cg, and
other molecules in the complex, while Xpo(T) ~ /T is
a Curie term originating from oxygen impurity.
Unfortunately, Eq. (1) fails to provide a description
of the field dependence of the low-temperature magne-
tization M(B) for the complex (ET),Cg, Where ET =
bis(ethylenedithio)tetrathiafulvalene, as well as for
pure Cg, [3, 4], and the observed discrepancy rules out
any model of magnetic impurity withagfactor g=2[3,
4]. Experimental data suggest that Eq. (1) may be used
assuming arenormalized value |g| ~ 0.14 [3, 4], which

may be characteristic for the negative ion Cg,, where a

strong reduction of the g factor may originate from the
dynamic Jahn-Teller effect [5].

It is of interest to check the possible presence of
these exotic centersin other fullerene-based molecular
complexes. The aim of the present work wasto investi-

L This article was submitted by the authorsin English.

gate the magnetic properties of the molecular complex
Ceo - TMTSF - 2CS, and to look for unusual paramag-
netic centers in (ET),Cg, by means of magnetooptical
Spectroscopy.

2. The synthesis and structure of the Cgy - TMTSF -
2CS, (where TMTSF = tetramethyl-tetra-seleneful-
valene) molecular complex aredescribed in[6, 7]. Sim-
ilar to (ET),Cg, the charge transfer in Cgy - TMTSF -
2CS, issmall. However, application of an external pres-
sure of about 5 GPa moves one electron from TMTSF
to the Cg, molecule, thus forming a complex based on
the Cg-ion [8]. Therefore, Cqy - TMTSF - 2CS, seems
to be a good candidate for checking the models sug-
gestedin [3, 4].

The temperature dependence of magnetization for
the field B = 8 T is shown in Fig. 1a. The M(T) curve
demonstrates the onset of a “paramagnetic” contribu-
tion below 40 K superimposed on the diamagnetic
background M;,. However, the use of Eq. (1) for Cg, -
TMTSF - 2CS, gives a poor description of M(T) [com-
pare the experimental data (curve 1in Fig. 1a) with the
best fit (curve 2 in Fig. 1a) obtained using Eq. (1)].

The field dependence of M(B) at T=4.2 K for Cg, -
TMTSF - 2CS, deviates from that reported previously
[3, 4]. Thelinear section of the M(B) lasts up to avalue
of 20 T, which isabout 10 T less than that for (ET),Cyg,
[3, 4]. Above 20 T, the experimental curvefirst deviates

1063-7834/02/4403-0441$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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downwards from a straight line (Fig. 1b), which indi-
cates the possible presence of paramagnetic centers
with areduced value of the g factor [3]. Taking Eq. (1)
as a first approximation and following [3], we calcu-
lated the field dependence of the magnetization from
Fig. 1 assumingthat g=2and J=1/2. Theresult ispre-
sented in Fig. 1b, and it is obvious that a straightfor-
ward model of the “oxygen-like” impurity is inconsis-
tent with the M(B) data. Assuming that a reduction of
the g factor plays a key role [3] and restricting further
analysistotheinterval B< 35T, wefind arenormalized
(reduced) g-factor value g ~ 0.3 (curve 2 in Fig. 1b).

Nevertheless, the small g factor (which makes the
M(B) datafor B <8 T “linear”) does not improve the
calculated temperature dependence of magnetization
(curve 2inFig. 18). A good approximation to M(T) can
be provided by the empirical expression

M(B- T) = Mpara(Ba T) + Mdia(B)

2
= YouB + Mot [gHeBi2ke(T +0)],

which corresponds to the Curie-Weiss law in weak
magnetic fiel ds and describes the saturation of the mag-
netic moment in strong magnetic fields. Approximating
both M(T) and M(B) datain Fig. 1 by Eq. (2), we find
g=1, My(B=8T)=-0.0373 emu/g, and 6 = 13.2 K
(see adso theinset to Fig. 1a). The calculated M(T) and
M(B) are represented by curves 3 in Figs. 1a and 1b,
respectively. Itisclear that Eq. (2) provides an adequate
and consistent description of the field and temperature
dependences of magnetization for B < 35 T; however,
the g-factor value found is considerably higher than that
in the model given by Eq. (1).

The analysis of the M(B, T) datafor Cgy - TMTSF -
2CS, and (ET),Cg, leads to the following conclusions.
First, the validity of Eq. (2) suggests the presence of
interaction between magnetic momentsin Cgy - TMTSF -
2CS,. At the present time, the possible interaction
mechanism is entirely unknown and further theoretical
investigation isrequired to reveal the origin of the unex-
pected M(T) dependence (Fig. 1a).

Second, the analysis of the magnetization data in
fullerene-based complexes gives a very rough estimate
of the effective g factor, which depends on the type of
the solid and on the model used and may vary in awide
range of g ~ 0.14-1. In this situation, determination of
this parameter by direct spectroscopic methods is
required.

3. A magnetooptical study of a mosaic sample pre-
pared from (ET),Cg, Single crystals was carried out in
pulsed magnetic fieldsupto 32 T in the frequency range
v =60-90 GHz at T= 1.8 K. The obtained transmission
curves show three broad absorption lines correspond-
ingtog; =0.43+0.03,9,=0.27+0.02,andg;=0.19 £
0.01 (see Fig. 2, where the experimental data are pre-
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sented as a function of reduced field B/v). At the same
time, no ESR absorption in the sample was found
around g = 2 (see Fig. 2, where the narrow vertical line
for g = 2 corresponds to the reference DPPH powder).

The obtained result qualitatively confirms the pre-
dictions of [3, 4], as well as the results of the previous
section. Moreover, the model of the g-factor renormal-
ization caused by the dynamic Jahn-Teller effect [5]
can explain the presence of several ESR absorption
lines. If the origin of the g-factor reduction is the cou-
pling to a phonon mode [5], the existence of different
strong modes in the vibronic spectrum of a weakly
magnetic complex can give rise to several different
g-factor values being experimentally observed (Fig. 2).

4. To summarize, we provide experimental evidence
that the paramagnetic centers with renormalized g-fac-
tor values g < 1 are (i) characteristic for weakly mag-
netic Cgy-based molecul ar solidsand (i) responsible for
the magnetism of these compounds. These centers may
be identified with the negative Cq, ions which appear as
defects in the crystalline structure with a weak charge
transfer. In this model, the reduction of the g-factor
value is due to the dynamic Jahn-Teller effect [3] and
the presence of severa ESR absorption lines may be
due to the coupling to several phonon modes.

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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Abstract—A parameter representing the intensity ratio of the two featuresin the characteristic el ectron energy
loss spectrum that are most sensitive to electron irradiation is proposed for use in characterizing the extent of
electron-stimulated modification of fullerite. By normalizing this parameter, we succeeded in obtaining a uni-
versal scale for the extent of modification that can be unambiguously related to the Te-electron density. The dose
dependence of this parameter is shown to be described by one exponential, thus permitting one to conclude that
both the polymerization and amorphization of the fullerite are dominated by one mechanism, namely, the for-
mation of intermolecular chemical bonds, which is stimulated by valence-electron excitation. The rate of the
electron-stimulated modification, or the dose susceptibility of the material, is defined through the derivative of
this parameter. The dependence of thisrate on theincident electron energy isobtained. It isshown that structural
changes are mainly due to a swarm of numerous secondary and decel erated el ectrons rather than to the primary

electron. © 2002 MAIK “ Nauka/Interperiodica” .

Photo- and electron-stimulated polymerization of
fullerites has become a subject of intense study in
recent years [1-5]. The polymer phases produced by
UV and electron irradiation turned out to be, in contrast
to the starting fullerite, weakly soluble in organic sol-
vents. Regardless of the incompleteness of the poly-
merization studies, this property permits one, even at
the present time, to use the fullerite asaresist in photo-
and electron lithography [5-8]. The irradiation dose is
chosen experimentally for each concrete set of such
parameters of the process as the energy of photons or
electrons and their incidence angle and flux density.
The choice is made from the rich variety of such sets.
To optimize the lithographic processes and prepare
more sensitive fulleride resists, one has to develop uni-
versal criteria for quantitative evaluation of the extent
and rate of polymerization. Quantitative characteriza-
tion of the extent and rate of the fullerite and fulleride
modification is also needed to establish the mecha-
nisms governing these processes. In addition to the
above-mentioned polymerization, one should place
among these processes the recently revealed electron-
stimulated amorphization of fullerite [9], which can
follow polymerization as a result of the formation of
additional intermolecular bonds or proceed simulta-
neously with the polymerization due to fullerene frag-
mentation. The present paper proposes a method for
quantitative determination of the degree and rate of
electron-stimulated fullerite modification, which is
based on characteristic electron energy loss spectros-
copy (EELS). This method is made attractive by the

possibility of employing an electron probe for this pur-
pose, making this technique a controllable technology.
The method was used to study the mechanisms under-
lying electron-stimul ated fullerite modification.

The proposed approach is based on a study of
numerous EEL S spectra obtained on in situ grown Cyg,
fullerite films subjected to irradiation by electrons of
various energies (E, = 150-1500 eV) with increasing
doses Q. Figure 1 displays such aspectrum. The energy
losses of inelastically scattered electrons AE are reck-
oned from the center of the electron elastic-scattering
peak (AE = 0). The peak at AE ~ 6.2 eV corresponds to
the excitation of collective T-electron vibrations of the
fullerite (11 plasmons). As established earlier, the inten-
sity of this peak |, decreases with increasing electron
irradiation dose because of the 1T electrons being
involved in the formation of intermolecular chemical
bonds [9-11]. Conversely, the intensity |, of the low-
energy part of the spectrum (AE ~ 1-2 €V) grows under
electron irradiation as aresult of the increasing density
of occupied and empty states near the Fermi level,
which is accompanied by an increase in the conductiv-
ity of the material. Therefore, the ratio P = 1./, of the
intensities of these parts of the spectrum, which vary in
opposite directions, turns out to be very sensitive to
irradiation. It is this parameter that is proposed for use
in characterizing the extent of fullerite transformation,
as a result of which the density of the Tt electrons
decreases and the density of states near the Fermi level
increases.
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Figure 2 plots the normalized parameter P(Q)/P
as afunction of electron irradiation dose for a number
of incident electron energies E,. The normalization was
made against the maximum value of the parameter P
reached under irradiation to an infinite dose. This per-
mits one to reduce the experimental data obtained
under different technological conditions (energy, angle
of incidence) to a common scale of the state of the
material structure. This scale can be related unambigu-
ously to the Teelectron concentration or the degree of
sp>—sp? valence-electron hybridization [9]. Each curve
in Fig. 2 reflects a monotonically rising function tend-
ing to saturation. In the low-dose domain, the curves
characterize the polymerization process, while the
high-dose region correspondsto the fullerite transform-
ing to amorphous carbon. It appears significant that
each dependence can be fitted by one exponential,
P(Q) ~ P,xll — exp(-aQ)]. Given the function
describing the state of the modified material, one can
readily determine the rate of its modification (the dose
susceptibility to irradiation) from the derivative of this

function: P'(Q) ~ a Py, exp(—aQ). Thisis a monoton-

ically falling-off function, which implies a high rate of
structural changes in the initial polymerization stage,
slowing down of this process, and slow changes in the
material in the stage close to the amorphous carbon
phase.

The P(Q) and P'(Q) dependences thus obtained per-
mit acertain conclusion to be made asto the part played
by the hypothetical mechanism of fullerene fragmenta-
tion, which is associated with the formation of a core
hole and its Auger decay. The Auger decay leaves pos-
itively charged carbon atoms close to one another in the
molecule (1.44-7.3 A). The energy of their Coulomb
interaction may be comparable to the energy required
to detach a C, fragment. In any case, Coulomb repul-
sion should enhance the efficiency of al other fragmen-
tation mechanisms associated, for instance, with excita-
tion of the el ectronic system or local heating of the mol-
ecule. However, the fact that the dependences discussed
above have no feature close to and beyond the forma-
tion threshold of a carbon 1s hole (E; = 287 eV) shows
that the mechanism of Coulomb explosion of the
fullerenein the fullerene condensate plays an insignifi-
cant role. The possibility of approximating both the
P(Q) and P'(Q) relations by one exponential and the
absence of breaks, peaks, and other features attest to
there being one dominant mechanism of fullerite mod-
ificationin all its stages. This mechanism, similar to the
decreasein charge on the plates of adischarging capac-
itor, is characterized by an exponential decrease in the
density of the 1t electrons (the decrease in intensity of
the Te-plasmon peak), which are involved in chemical
bond formation between molecules or their fragments,
up to complete destruction of the fullerite[9]. It should
be pointed out that thisresult isat oddswith the conclu-
sion (reached in a study of photostimulated polymer-
ization of fullerite) that structural changes come to an
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Fig. 1. Characteristic electron-energy loss spectraof the Cgg

fullerite. Curves 1-3 correspond to respectively increasing
electron irradiation dose.
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Fig. 2. Normalized fullerite modification parameter plotted
vs. incident electron dose. Incident electron energy Eg equal
to (1) 150, (2) 250, (3) 500, (4) 1000, and (5) 1500 eV.

end after the formation of six pairs of chemical bonds
per molecule (in accordance with the number of nearest
neighbors) [8].

The data displayed in Fig. 2 contain information on
the effect of incident electron energy E, on the rate of
fullerite transformation, which is important for under-
standing the mechanism of the modification. The char-
acteristic modification rate (the exponent a), which is
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Fig. 3. Characteristic rate of electron-stimulated modifica-
tion of the Cg fullerite plotted vs. incident electron energy.

the polymerization rate in the earliest stage [P'(Q —=
0)], is plotted in an explicit form in Fig. 3. Thisis a
monotonically rising power-law function a(E), whose
value increases by more than an order of magnitude
within the incident-electron energy range studied.
These results come, at first glance, as a surprise. The
fact is that the low electron-beam densities used by us
excludethe operation of thermally induced polymeriza-
tion mechanisms. Obviously enough, intermolecular
chemical bonds form after the valence-electron excita-
tion, whose threshold is typically a few electronvolts.
Therefore, one would expect the polymerization rate to
reach a maximum in the region of maximum electron-
excitation cross section (3-5 threshold energies), i.e., at
a few tens of electronvolts. Thus, the polymerization
rate should be adecreasing rather than arising function
throughout the energy range studied. This discrepancy
between the experimental and the expected relationsis
removed if we assume that the valence electrons are
excited primarily by a swarm of truly secondary elec-
trons and of electrons slowed down in multiple scatter-
ing, rather than by the primary particles. Indeed, the
calculated energy dependence of the number of second-
ary electrons () created by one primary electron in
beryllium, an element close in atomic number to car-
bon, which is reproduced from [12] and presented in
Fig. 3, agrees qualitatively with the experimenta a(E)
relation. The flux density of the retarded el ectrons (3,«)
escaping from the sample also increases with energy.
This flux density was derived as the ratio of the area
under the spectral curve in the region adjoining the
peak of elastically scattered electrons (0.9, < E, < E)
to the area of this peak. The cross sections of elastic
backscattering are similar for both groups of electrons;
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therefore, the normalization to the peak of eastically
scattered electrons permits one to exclude the depen-
dence of these cross sections on the energy E, from
consideration. The flux density of retarded electrons
increases with energy E, because of the increasing
number of inelastic collisions with the electron system
of the material, each of which is accompanied by a
change in the momentum and in the direction of motion
of the retarding electron. As seen from Fig. 3, a broad-
ening of the range within which the retarded electrons
are integrated (0.7E, < E, < E,) does not affect this
dependence substantially, despite the noticeable differ-
ence between the elastic scattering cross sections at the
limits of the range. Thus, our analysis supports the
assumption that fullerite modification is due to aswarm
of secondary electrons rather than to primary ones.
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Abstract—The influence of dimerization of a Cg fullerite subjected to thermobaric treatment on the changein
linear dimensions upon the orientational phase transition isinvestigated. It isdemonstrated that the effects asso-
ciated with the dimerization of fullerites substantially affect the thermal expansion coefficient only for samples
synthesized under the conditions Py, = 8 GPaand Ty, = 70°C (where Py, and T, are the pressure and tem-
perature of the synthesis, respectively). These effects bring about a smearing of the phase transition, a shift of
the transition toward low temperatures, and a decrease in the volume jump. © 2002 MAIK “ Nauka/ I nterperi-

odica” .

1. INTRODUCTION

Fullerite Cg, is an alotropic carbon modification
that consists of Cg, fullerene molecules bound through
van der Waals forces. Under a standard pressure, the
Ceo fullerite can crystallize in two types of crystal lat-
tices, namely, in a face-centered cubic lattice at high
temperatures and in a simple cubic lattice at low tem-
peratures with the phase transition temperature in the
range 230-260 K [1]. The structural change is due to
orientational ordering of fullerite molecules at |ow tem-
peratures. However, thermobaric treatment makes it

possible to obtain polymerized phases of Cg,, Specifi-
caly, (Cg), dimers, which are metastable under stan-
dard conditions [2]. The degree of polymerization can
be controlled through appropriate choice of the synthe-
sis conditions (temperature and pressure). In the
present work, we analyze the behavior of thermal
expansion of weakly polymerized fullerite samples in
the vicinity of the orientational phase transition. This
investigation is aimed at gaining information on the
influence of the synthesis conditions on the degree of
polymerization of the fullerite samples and, thus, pro-
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Thermal expansion of the fullerite samples synthesized at room temperature under different pressuresP: (1) 3, (2) 5, (3) 7, and (4)
8 GPa. (5) The sample is synthesized at atemperature of 70°C and a pressure of 5 GPa
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Synthesis pressure and temperature, phase transition parameters [(Ad/d) is the change in the elongation per unit length upon
the phase transition], and lattice constants for the fullerite samples under investigation

Synthesis Synthesis o Lattice
Sample no. pressure, GPa temperature, °C Te, °C H(Ad/d) parameter, A
1 3 20 -21 0.0029 14.2
2 5 20 -14 0.0026 14.2
3 7 20 -10 0.0025 -
4 8 20 -30 0.0018 13.6
5 5 70 -30 0.0018 135

Note: Numbering in the first column corresponds to the numbers of the curves shown in the figure.

videsaway of synthesizing fullerite sampleswith spec-
ified physical properties.

2. SAMPLES AND EXPERIMENTAL TECHNIQUE

A fullerite powder prepared at the Russian Research
Center Kurchatov Institute was used astheinitial mate-
rial. Polymerized samples were synthesized at pres-
sures of 3-8 GPain a Toroid-type chamber. X-ray dif-
fraction analysis of the samples synthesized was carried
out on a DRON-4 diffractometer (CuK, radiation). The
thermal expansion was measured using a capacitance
dilatometer. The basic design of this dilatometer issim-
ilar to that described in [3]. The elongation per unit
length of the sample was cal culated from the tempera-
ture dependence of the measuring capacitance C(T)
according to the formula

Ad _ Tgr (L+ae(T))°
d d
nil 1
*Cm Cc(T,=273K) detay(Thy

Here, a,(T) isthe thermal expansion coefficient of the
material of the measuring cell (in our case, copper), dis
the length of the sample, Ad is the elongation of the
sample, and r is the radius of the measuring capacitor
plates. Test measurements for the aluminum (99.999)
sample demonstrated that the result of the calculation
performed with thisformulausing the . (T) parameter
taken from [4] coincides with the data available in the
literature [4] to a reasonable accuracy (5%). The tem-
perature variation was accomplished by cooling the
measuring cell in liquid-nitrogen vapors, followed by
controlled heating at arate of 0.007 K/s.

3. RESULTS AND DISCUSSION

The results of measurements of the relative expan-
sion of fullerites are shown in the figure. It can be seen
that monotonic dependences of the volume jump and the
phase transition temperature on the synthesis pressure

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

are observed for the samples synthesized under a pres-
surein therange 3—7 GPawithout heating (curves 1-3).
Note that the change in linear dimensions upon the
phase transition coincides with that obtained earlier [1]
using x-ray diffraction methods. The shift of the phase
transition onset toward higher temperatures with an
increase in the synthesis pressure can be associated
with residual strainsin the crystal lattice and the influ-
ence of dimerization on the orientational phase transi-
tion. Thistendency (an increasein the critical tempera-
ture with an increase in the pressure) was revealed by
Lundin and Sundquist [5]. A substantial variationin the
behavior of the volumejump dueto the phase transition
is observed for the samples synthesized at a pressure of
8 GPa (curve 4) and a temperature of 70°C (curve 5).
Specifically, the volume jump decreases, the phase
transition becomes smeared, and the midpoint of the
transition range shifts to lower temperatures. It seems
likely that the fullerite samples synthesized at these
temperatures and pressures contain a considerable
amount of dimerized molecules (Cq), and, possibly,
other coupled clusters, such as (Cg)3, (Cep)a, €tC. These
clusters can bring about a disordering of the crystal lat-
tice, which causes a smoothing of the phase transition.
This assumption is confirmed by the results of x-ray
diffraction. In particular, Davydov et al. [2, 6] proved
that the formation of additional covalent bondsin poly-
merized fullerites |eads to a decrease in the | attice con-
stant. We also observed this effect for samples 4 and 5
(see table), unlike the samples synthesized at lower
temperatures and pressures, for which the lattice
parameter remains virtually constant.

4. CONCLUSION

The results obtained in this work demonstrated that
changes in the synthesis pressure for fullerites in the
range 3—7 GPa lead to a shift in the temperature of the
orientational phase transition. Moreover, the effects
associated with the dimerization of fullerites consider-
ably affect the behavior of the thermal expansion coef-
ficient for the samples synthesi zed under the conditions
Pyn =8 GPaand Ty, > 70°C.
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Abstract—The optical properties of spherical and polyhedral carbon onions were studied in relation to the
strong hump centered at 217.5 nm (4.6 pm™) in the interstellar-dust extinction curve. The ultraviolet-visible
absorption spectraof onions prepared by thermal annealing of diamond nanoparticles were measured. Theoret-
ical calculationsfor the spherical and polyhedral carbon onionswere also carried out to explain the experimen-

tal spectra. © 2002 MAIK “ Nauka/Interperiodica” .

The carbon onion is a novel carbon nanoparticle
consisting of concentric curved graphene sheets. The
physical properties of this new member of fullerene-
related materials are very attractive. In particular, the
optical properties of carbon onions are of great interest,
because they are possible components of interstellar
dust: they could contribute to a strong extinction maxi-
mum centered at 217.5 nm (4.6 um™2) inthe ultraviol et—
visible (UV-Vis.) region.

Several theoretical analyses have been reported [1,
2] regarding the UV-Vis. absorption properties of the
onions. Nevertheless, owing mainly to the small quan-
tity of material available for macroscopic experiments,
absorption properties derived from laboratory experi-
ments remain poorly understood [3].

In 1994, Kuznetsov et al. [4] succeeded in preparing
carbon onionsin large quantities by annealing diamond
nanoparticles about 5 nm in diameter. Such diamond
nanoparticles would a so be synthesized in the external
atmosphere of a star by chemical vapor deposition of
light hydrocarbon molecules; carbon onions are very
likely generated in interstellar space by the transforma-
tion of diamond nanoparticles under an appropriate
heating process[5]. Asrelated to thisastrophysical con-
text, laboratory data on the UV—Vis. absorption for car-
bon onions prepared from diamond nanoparticles is
highly desired.

Recently, we prepared spherical and polyhedral car-
bon onions by annealing diamond nanoparticlesin vac-
uum and studied them using transmission electron
microscopy (TEM), electron energy-loss spectroscopy,
Raman spectroscopy, and electron spin resonance
(ESR) [6, 7]. In the present communication, we report
the UV-Vis. absorption spectra of these onions. Theo-
retical calculations for spherical and polyhedral carbon

L This article was submitted by the authorsin English.

onions are also carried out to explain the experimental
spectra.

1. EXPERIMENTAL RESULTS

A detailed description of the sample preparation
procedure can be found in [7]. In brief, we prepared
carbon onions by annealing diamond nanoparticles
5 nm in diameter in vacuum. As the annealing temper-
ature increases, the transformation of a diamond nano-
particleinto aspherical carbon onion proceedsfrom the
surface to the center [4]. Our previous TEM examina-
tion [6] revealed that spherical onions 5 nmin diameter
are formed at about 1700°C. At temperatures above
1900°C, further graphitization |eads to the formation of
polyhedral carbon onionswith facets[7]. In the present
study, diamond nanoparticles were annealed at temper-
atures ranging from 900 to 2100°C. The samples were
ultrasonically dispersed in distilled water (about
0.2 mg/cc) and then put into a synthesized-quartz cell.
UV-Vis. transmission spectra in the wavelength (A)
range from 0.5 to 0.2 um were recorded with a double-
beam spectrometer. The transmittance (T) was con-
verted into the extinction (E) using the equation E =

-logT.

Figure 1 shows UV-Vis. extinction spectra for all
samples. The abscissa is the wavenumber 1/A. The
extinction is normalized using the expression (Eg,, —
E = 055um) )/ (Er = 0.44pm) — Ep = 0.55um))» Where Ey isthe
extinction at the wavelength A. The extinction for dia-
mond nanoparticles denoted by “nc-D” increases
monotonically as we go to the ultraviolet region. The
increasing magnitude of the extinction continuum can-
not be due to the intrinsic absorption of isolated dia-
mond nanoparticlesbut islikely caused by the aggrega
tion of diamond nanoparticles. Further discussion on
the spectrum for initial diamondsisbeyond the scope of

1063-7834/02/4403-0450$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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this communication and will be published in a later

paper.

As the annealing temperature increases, the extinc-
tion at higher wavenumbers decreases. In addition, the
sampleannealed at 1100°C showsabroad peak at about
3.7 umt. At 1700°C, the broad peak is more pro-
nounced and slightly shifted to a higher wavenumber.
Note here that spherical onionswere observed by TEM
at this temperature. With a further increase in the
annealing temperature, an additional peak at about
4.6 um emerges; the spectrum at 2100°C shows two
peaks. The appearance of double peaksisbelievedto be
due to the formation of polyhedral onions.

2. THEORETICAL CONSIDERATIONS
2.1. Spherical Onions

The broad extinction maximum at 3.8 pm™
observed for the spectra in the annealing-temperature

20+1

a(w) = 4ngR

Em[(spl u_— sll)(£p|u+ - Eml) - pl(eplu+ - £1|)(£p| u - sml )]
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range from 1100 to 1700°C is due to spherical carbon
onions with a diamond or hollow core. The absorption
spectrafor such onions have already been calculated by
Henrard et al. [2]. Intheir model, the dielectric tensor of
the graphitic multishell (in a spherica coordinate sys-

tem with unit vectors 8, ¢, and p) can be expressed as

E(w) = gpp(w)(B8+ @@ + £ (w)PP, D

where €,,(w) and € (w) are the in-plane and out-of-
plane dielectric functions of graphite, respectively. The
radii of the external graphitic shell and inner core are
denoted by R and r, respectively (see inset to Fig. 2).
The diamond or vacuum core is described by an isotro-
pic dielectric function €;. For an onion immersed in a
homogeneous medium with adielectric function g, the
multipolar polarizability of order | is expressed as

whee p = (/R and u = -05 =

J0.25+1(1 + 1)g, /€, . In the non-retarded limit, the
electricfield of an electromagnetic plane wave with fre-
quency w only induces an electric dipole (I = 1), which
absorbs energy from the wave with the cross section

o(w) = Amlay(w)]. 3

Our previous ESR studies for spherical onions [7]
revealed that graphite shells contain a number of
defects, such as dangling bonds. The dielectric function
of such defective graphite shells should be different
from that of bulk graphite. In order to take the effects of
defects into consideration, the dielectric function of
defective graphite shells was assumed to be a combina-
tion of those of bulk graphite (g, or &) and amorphous

carbon (g,.). Thein-plane (g,,,) and out-of-plane (&}, )

dielectric functions of a defective graphite shell are
assumed to be

Epp = Cspp+(1_c)sac1 SIpI = Cspl +(1_C)€ac’ (4)
where c isthe concentration of the graphite component
in the shell. We can calculate the absorption cross sec-
tion of a defective spherical onion from Eqg. (2), in
which g, and €, are replaced by €, and €, , respec-
tively. In our calculations, we used the dielectric data
tabulated by Draine and Lee[8] for graphite, by Philipp
and Taft [9] for diamond, and by Michel et al. [10] for
amorphous carbon.
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Figure 2 shows the absorption cross section per par-
ticle volume (R®) for several isolated onions. The outer
radius Ris 2.5 nm and theinner radiusr is 2 (curve a),
1 (b), 0.5 (c), and 0.35 nm (d). The inner coreisof dia-
mond for curves a—¢ and vacuum for curve d. The sur-
rounding medium was assumed to be water (g, =
1.777). The absorption peak due to surface plasmonsin
the spherical onion can be seen at about 3.7 um=. With

—— 2100°C
—a— 1900°C

550 nm))
[e )

=440nm) — Er =

550 nm)/(E

<
=
I
;J? ()L 1 1 1 1 1 4
~ 20 25 3.0 35 40 45 50

Wavenumber, pm™!

Fig. 1. Annealing-temperature dependence of normalized
experimental UV-Vis. extinction spectrafor carbon onions.
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Fig. 2. Calculated spectra for defective spherical onions
with external radius R = 2.5 nm in water. The inner core
radiusr is 2 (curve a), 1 (b), 0.5 (c), and 0.35 nm (d). The
cores are of diamond for curves a—c and of vacuum for
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Fig. 3. Calculated spectrum for graphite ellipsoids of revo-
Iution randomly dispersed in water. The depolarization fac-
torsareLg = Ln =0.45and L, =01, and thefilling factor is

f =03

increasing ¢ and decreasing r, i.e., asthe transformation
from a diamond nanoparticle into a defective spherical
onion proceeds, the peak shiftsto higher wavenumbers.
This shift qualitatively agrees with the experimental
results. However, the peak of the calculated spectrais
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located at a higher wavenumber than that of the exper-
imental spectrum. A defective spherical onion without
a diamond core (curve d) shows a peak at 4.3 um,
while the corresponding peak in the experimental spec-
trum (1700°C) is at 3.9 um. The wavenumber misfit
between the calculated and experimental spectra is
thought to be caused by the aggregation effect [1]. The
aggregation of onions by van der Waals forcesis likely
to subsist in a water suspension, because the applied
ultrasonic dispersion seems to be insufficient to break
the adhesion between the particles. A detailed theoreti-
cal consideration of aggregated onions is presently
being undertaken by our group.

We also simulated the absorption spectrum of a
defective spherical onion in vacuum (g,, = 1). The cal-
culated spectrum (not shown here) shows a peak at
about 4.6 pm and just fits the interstellar-dust extinc-
tion spectrum. This strongly suggests that defective
spherical onions are likely a component of interstellar
dust, which shows an extinction maximum centered at
4.6 um,

2.2. Polyhedral Onions

The appearance of two absorption pesks above
1900°C is apparently attributed to the formation of
polyhedral carbon onions with facets. We assume that a
polyhedral onion is composed of planar graphite
nanocrystals and that a nanocrystal can be treated as an
anisotropic graphite ellipsoid. Polyhedral onions dis-
persed in water are thus model ed as a system consisting
of anisotropic graphite ellipsoids randomly oriented in
water. We discussthe optical propertiesof the systemin
the framework of the average dielectric function of
anisotropic ellipsoids calculated by Hayashi et al. [11].
For an éllipsoidal particle, the&, n, and { axesare set as
shown in the inset to Fig. 3. The dielectric functions
along these axes are denoted by ¢, €,, and €, respec-
tively. By introducing the depolarization factor L; (j =
&, n, ¢) dongthej axis and thefilling factor f, the aver-
age dielectric function can be written as

3(1-f)(en—1)+ f(E + €, + &)

=1 —
Ca ¥ 3(A-f)+f(E+E, +&) ©)
where
A -1
g=[1rLE-f] L i=Ent @
Y=L, 7)
i
Here, the absorption coefficient is directly given by
a = %)Imja,. (9)
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In the present study, the & axis of the elipsoid is set
parallel to the graphite c axis. Therefore, €; corresponds
to €, while g, and &; correspond to ,,. For the depo-
larization factors of an ellipsoid of revolution, we have
L =L, and 2L; + L; = 1. Figure 3 shows the cal cul ated
absorption coefficient for a graphite ellipsoid in water.
L,is0.1, L, and L; are 0.45, and f is 0.3. The graphite
ellipsoids that we consider here successfully reproduce
an absorption spectrum with two peaks. These two
absorption peaks at approximately 4.0 and 4.6 um= are
associated with surface plasmons along the n and ¢
axes of the ellipsoid.

We have studied the optical properties of spherical
and polyhedral carbon onions in relation to interstellar
dust particles. The laboratory absorption spectroscopy
indicated that spherical onions in water show a broad
extinction peak at approximately 3.8 um=. The theoret-
ical calculation suggested that the peak isdueto surface
plasmons in defective spherical onions. Furthermore,
the calculated spectrum for the defective onion in vac-
uum can reproduce theinterstellar-dust extinction spec-
trum. This suggests that the defective spherical onionis
astrong candidate for interstellar dust, which shows an
extinction maximum centered at 4.6 pm. Experimen-
tal spectrafor polyhedral onions showed two extinction
peaks at 3.9 and 4.6 um. By approximating a facet of
the polyhedral onion as a graphite ellipsoid and using
the average dielectric function, we succeeded in repro-
ducing the absorption spectrum with double peaks.
Both peaks originate from surface plasmonsin the facet
part of the polyhedral onion.
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Abstr act—Fullerene compounds have phonon frequencies up to wy,,, = 0.2 eV and aFermi energy of the order
Er=0.3€V. Itis, therefore, expected that the adiabatic parameter Awy/Er (Where A isthe el ectron—phonon cou-
pling constant and wy, is atypical phonon frequency) isnot a priori negligible and the conventional theory of
phonon-mediated superconductivity isinapplicable in this case. Here, we discuss how the conventional theory
isinconsistent with anumber of experimental data and provide ageneralization of the theory in order to include
nonadiabatic electron—phonon effects. We show that the inclusion of nonadiabatic channels in the electron-
phonon interaction is a key element for the high values of T in these materials. We make several predictions
regarding the superconducting and normal-state properties of fullerene compounds that can be tested experi-

mentally. © 2002 MAIK “ Nauka/Interperiodica” .

It is certainly due to their apparently ordinary phe-
nomenol ogy that the superconductivity in Cg, materials
has often been assumed to be consistently described by
the conventional Migdal—Eliashberg (ME) theory of
phonon-mediated superconductivity [1, 2]. In favor of
this point of view, we can enlist several features, such
as the Fermi liquidlike normal-state properties, order
parameter of s-wave symmetry, sizeable carbon isotope
effect, etc. [3]. However, despite these reassuring prop-
erties, fullerene-based superconductors also display
less ordinary features, making the ME picture problem-
atic. In fact, like the high-T, copper oxides, Cg, com-
pounds have extremely low charge carrier density [4],
have a significant electron correlation, and are close to
a metal-insulator transition, showing a strong depen-
dence of T, upon doping and disorder [3, 5]. Within the
framework of the ordinary ME theory, all these features
tend to degrade superconductivity.

Therecent discovery of superconductivity at T.=52K
in hole-doped Cq, [6] raises even more doubts as to the
validity of the ME picture. Infact, T, =52 K isthe high-
est critical temperature among non-cuprate supercon-
ductors (it also exceeds T, = 39 K of the recently dis-
covered MgB, superconductivity [7]) and it is difficult
to understand why Cg, should represent the best opti-
mized ME material and, at the sasmetime, display prop-
erties which degrade ME superconductivity.

In addition to the above conceptual difficulties, there
are actually severa hints opposing the ME scenario;
thisis disseminated in both experimental and theoreti-
cal published works on fullerides. Let us consider, for
example, what is known on the relevant energy scales
involved in the electron—phonon interaction. The Cg,

L This article was submitted by the authorsin English.

molecule has a rather wide range of phonon modes of
energy extending from w,, = 400 K t0 W4 = 2300 K.
The relevant bandwidth for both electron- and hole-
doped materialsisW= 0.5 eV = 5800 K; therefore, for
the A;Cq, haf-filled compounds, the Fermi energy is
E- =0.25eV =2900K [3]. The value of Ef for the opti-
mum hole doping (T, = 52 K) is even lower. Note that
these are very small values compared to those of con-
ventional superconductors, for which Eg is of severa
electronvolts. A great effort hasbeen devoted in the past
to the calculation of the el ectron—phonon interaction in
Cgo materials. In Fig. 1, we summarize several pub-
lished results on A;Cg, compounds obtained using dif-

ferent calculation schemes|[8]. Inthefigure, V = Zi V,

is the total interaction arising from the coupling of the
eight Hy Cq phonons to the t, electrons and wy, =

. Viw/V, where w is the frequency associated with

the ith phonon mode. Figure 1 is quite illuminating
since, although the discrepancies in the value of V
among the different calculations are rather important,
al these calculations agree in estimating the ratio
W/ Er to be larger than 0.4. Thisresult isin contradic-
tion with the adiabatic hypothesis on which the entire
ME framework rests. The ME equations of supercon-
ductivity are, in fact, defined only in the adiabatic limit
Wy/Er —= 0, in which al the additional nonadiabatic
vertex corrections can be neglected in virtue of
Migdal’s theorem [1].

The analysis of the energy scales and the data of
Fig. 1 represent the first evidence of the inadequacy of
the ME theory of superconductivity in fullerides.
Another important indication stems from an analysis of
the experimental data of Rb;Cq, (T, = 30 K), for which

1063-7834/02/4403-0454%$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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a very accurate measurement of the carbon isotope
coefficient a = —dIn(Ty)/dIn(M), where M is the isoto-
pic carbon mass, became available only recently [9]. In
fact, the measured value a. = 0.21 + 0.012 is suffi-
ciently accurate to permit one to test the consistency of
the ME theory by estimating the values of the electron—
phonon coupling A, of the phonon frequency wy,, and of
the Coulomb pseudopotential p* that correspond to the
experimental values of T, and a. for Rb;Cq,. To this
end, we considered different models for the electron—
phonon spectral function o?F(w) and numericaly
solved the ME equations by inserting the values of A,
Wyr, and pP* that reproduce the experimental data T, =
30K anda-=0.21. InFig. 2, we show theresults (filled
squares) obtained by employing an Einstein phonon
spectrum o2F(w) = (Awyy/2)3(w — wy,). The main point
of Fig. 2 is that the calculated wy, (lower panel)
depends strongly on the el ectron—phonon coupling con-
stant A. Largevaluesof A, T.= 30K, and a. =0.21 are
reproduced only for quite small phonon frequencies,
while decreasing A quickly enhances wy,. The Cg
phonon spectrum is, however, limited by a maximum
phonon frequency of ~2300 K [3, 8], so that A cannot
belessthan about 1.25. By using different shapes of the
function a?F(w) and of the frequency cutoff in p*, we
can lower the minimum allowed value of A to about
Amin = 1.0. Note that the obtained values of the Cou-
lomb pseudopotential p* (Fig. 2, upper panel, filled
squares) are always quite large compared to the stan-
dard value p* = 0.1 [10].

According to the ME analysis, Rb;Cy, is, therefore,
an intermediate- or strong-coupling superconductor.
L et us now address the question of whether this conclu-
sion is consistent or not with the ME framework [1, 2,
10]. As pointed out before, the assumption at the basis
of the ME framework isMigdal’stheorem, which states
that, aslong asthe phonons have amuch slower dynam-
ics than that of the electrons, the nonadiabatic interfer-
ence effects (vertex corrections) can be neglected [1].
We can test whether the data of Fig. 2 are consistent
with Migdal’s theorem by making an order-of-mag-
nitude estimate of the first nonadiabatic electron—
phonon vertex correction P. According to Migdal [1],
P isgiven by

_ 3 %ph

P=A E, Q)

Conventiona superconductors, such as Pb and Al,
have Fermi energies of the order of Ex ~ 5 to 10 eV,
phonon frequencies usualy not exceeding ~50 meV,
and A less than about 1-1.5 [10]. Hence, for conven-
tional materias, P < 1, the vertex corrections are neg-
ligibly small and the ME framework is well founded.
To estimate the value of P in Rb;Cqy, Weinsert thevalue
of A and wy, resulting from our solution of the ME
equationsinto Eq. (1). We obtain that, for any couple of
values of A and wy, from Fig. 2 (lower panel, filled
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electron—phonon coupling A. Both the ME (filled squares)
and nonadiabatic (open triangles) equations are solved in
order to fit the experimental data T, = 30 K and a¢ = 0.21.

squares), the Migdal parameter P is always larger than
~0.4. This result is remarkably robust, and different
shapes of the function a?F(w) that eventually include
contributions from the lowest intermolecular phonon
modes alwayslead to P > ~0.4. We conclude, therefore,
that the conventional phonon-mediated superconduc-
tivity is not a self-consi stent picture of Rb;Cg, Sincethe
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Fig. 3. (a) Nonadiabatic Pauli susceptibility and (b) its isotope coefficient as a function of the adiabatic parameter w,,/Er for A =
0.7. Dashed (solid) lines refer to the first- (second-) order nonadiabatic approximation (see text). From lower to upper solid lines:

Q.=0.1,0.3,0.5,0.7, and 1.0, respectively.

valuesof A and w,;, needed tofit T,=30K anda=0.21
strongly violate Migdal’s theorem [11].

The results of Figs. 1 and 2 imply that the descrip-
tion of superconductivity in Cgy, materials should befor-
mulated beyond the ME theory. In particular, the low
value of Er suggests that the adiabatic hypothesis and
Migdal’s theorem should be abandoned from the start
and that a consistent theory should be formulated by
alowing w,/Er to have large values. In this perspec-
tive, in the past years, we constructed a theory of nona-
diabatic superconductivity by explicitly including the
vertex and other diagrammatic terms arising in the non-
adiabatic regime [12, 13]. A primary role is played by
the vertex diagrams, which have been shown to
strongly depend on the exchanged phonon momentum
and frequency g and w, respectively [13]. The momen-
tum and frequency dependences of the vertex diagrams
are quite complex, and it is hard, in principle, to deter-
mine in which way these nonadiabatic terms affect the
superconducting properties, in particular, if they favor
or disfavor the onset of superconductivity. In this
regard, the microscopic characteristics of real materials
are important. In particular, the strong degree of elec-
tronic correlation in fullerenes has been shown to have
an important and positive effect in the nonadiabatic
regime by favoring small q scattering [14], the case
where vertex corrections mainly enhance the supercon-
ducting pairing [12, 13]. In this context, the electron—
phonon coupling A no longer characterizes the strength
of superconducting pairing, whereas the opening of
new nonadiabatic channels of pairing appearsto be the
driving element of largecritical temperatures. Insimple
words, thismeansthat amoderate coupling A, which, in
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the context of the conventional adiabatic ME theory, is
expected to yield no or low-temperature superconduc-
tivity, can actually account for large values of T, in the
new framework based on the nonadiabatic theory of
superconductivity.

To illustrate this point, let us reconsider Rb;Cg, in
the broader framework of nonadiabatic superconduc-
tivity. The open trianglesin Fig. 2 are A and p* values
generated by numerical solutions of the nonadiabatic
equations constrained to fit the experimental values
T.=30 K and ac = 0.21 [11]. In order to model the
strong correlation, we used an upper cutoff g, = 0.2ke
for the momentum transfer of the electron—phonon
scattering (k- is the Fermi momentum). The first
remarkable difference between the ME theory (filled
sguares) and the nonadi abati ¢ sol utions (open triangles)
is that much lower (and more realistic) values of A are
now needed to reproduce the experimental data. In non-
adiabatic superconductivity, high values of the critical
temperature arise from conventional valuesof A (A < 1)
embedded in the new theory, rather than from
extremely large values of A (A > 1) predicted by the
conventional theory. It is also certainly worth stressing
that the nonadiabatic solutions of Fig. 2 lead to values
of P that are always less than ~0.25 [11]. This is per-
fectly compatible with the perturbative approach used,
which disregards al nonadiabatic irreducible vertex
diagrams of order P? and higher order terms.

At this point, it is significant to make a comparison
between fullerides and intercalated graphite com-
pounds (GICs), for which quite low values of T, are
observed (for example, T, = 0.2 K for K¢C). Supercon-
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ductivity in GICsisexplained by the weak-to-moderate
(~0.3) coupling to carbon-phonon modes of energies
close to those in Cg,. Within the ME framework, some
current theories claim that the enhancement of T. asone
goes from GICs to fullerides arises from an amplifica-
tion of A (from ~0.3 to ~1 or more) dueto thefinite cur-
vature of the Cq, molecule [15]. In the nonadiabatic
model, instead, the most important difference between
GICs and fullerides is the value of E¢. In the former
compounds, in fact, Er is of severa electronvolts and
Migdal’s theorem holds true. Hence, in these terms, the
increasein T, as one goes from GICsto fullerides stems
mainly from the opening of electron—phonon nonadia-
batic channels rather than from a ~300% enhancement
of A.

Theinterpretation of superconductivity in Cgy-based
materias in terms of the nonadiabatic scenario can be
sustained by the observation of clear additional finger-
prints of such a nonadiabatic regime. In order to gain
robustness, such fingerprints should be sought among
those physical quantities for which some well-estab-
lished properties in the ME regime are qualitatively
modified in the nonadiabatic one. Let us consider, for
example, the charge carrier mass m* renormalized by
electron—phonon interaction. In the ME regime, we
have m* = (1 + A)m, where misthe bare mass. A strong
prediction of the ME theory is that, since A isindepen-
dent of theion mass M, no isotope effect is expected for
m*. Within the nonadiabatic model, the situation is
completely different. Now, the electron self-energy is
modified by the nonadiabatic vertex correction, so that
m* acquires an additional w,/Ex 0 1/MY2 dependence,
leading to a nonzero isotope effect on m*. We found
that, in general, the m* isotope coefficient, o, =
—=dIn(nm*)/dIn(M), is negative and that, for example,
O ~—0.2 for wy,y/Er = 0.4 and A = 1 [16]. The experi-
mental observation of nonzero values of o, in ful-
lerides would certainly imply a breakdown of the ME
theory and strongly support the nonadiabatic picture.

Another measurable quantity which could unveil
signatures of nonadiabaticity is the normal-state Pauli
susceptibility x. As pointed out by Fay and Appel [17],
the lowest order electron—phonon correction to x is a
vertex diagram; thereby, the renormalization of the
Pauli susceptibility is of the order P = Awy/Eg In the
adiabatic regime, therefore, X is expected to be unaf-
fected by the electron—phonon interaction. Conversely,
when P is no longer negligible, x becomes dependent
on A and Wphs which can be detected using suitable
experiments. We cal cul ated the nonadiabatic effects on
the Pauli susceptibility for different stages of perturba-
tion theory in P; the results are shown in Fig. 3[18]. In
the figure, the dashed lines refer to asimple ladder ver-
tex correction, while the solid lines are results obtained
including the second-order nonadiabatic terms for dif-
ferent values of the momentum cutoff Q. = qJ/2ke. For
P — 0, both approximation schemes lead to the ME
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result x = xo = szBNO , Where g is the Bohr magneton
and N, is the density of states at the Fermi level. The
first main result (Fig. 3a) is that, in the nonadiabatic
regime (P # 0), x is significantly reduced with respect
to the adiabatic limit x,. Hence, x is no longer simply
proportional to N,. This means that disregarding the
electron—phonon coupling would lead to a substantial
underestimation of the bare density of states as deter-
mined from spin susceptibility measurements as long
as the system is in the nonadiabatic regime. A more
striking consequence of the nonadiabatic effectsony is
that the Pauli susceptibility now becomes ion-mass
dependent, which is reflected in its nonzero (negative)
isotope coefficient a, = —dIn(x)/dIn(M) (Fig. 3b). The
observation of such an isotope effect, absent in the ME
regime, represents a stringent test of the nonadiabatic
hypothesis.

A further interesting qualitative difference between
the ME and the nonadiabatic regimesisin the response
of the superconducting state to disorder and nonmag-
netic impurities. Within the adiabatic regime, isotropic
s-wave superconductors are stable to the presence of
weak disorder. In particular, T, is nearly independent of
the extent of disorder. This situation changes when we
consider nonadiabatic superconductors[19]. Infact, the
vertex corrections are quite sensitive to the extent of
disorder, with the consequence that the effective non-
adiabatic pairing is reduced. Therefore, for an swave
superconductor in the nonadiabatic regime, disorder
would reduce T, contrary to the expectations of the ME
theory [19]. It is remarkable that a T, reduction under
ion irradiation has been recently reported for K;Cg [5].

In summary, we have shown how the breakdown of
Migdal’s theorem and the opening of nonadiabatic
channelsidentify the fulleride superconductors as non-
conventional materials. The physics of such systemsis
largely governed by nonadiabatic interference effects,
which are reflected in the anomaous behavior of
observable quantities such as m*, x, and T.. We believe
that experiments in this direction are of great impor-
tance.

As a concluding remark, we think it interesting to
add some considerations of the newly discovered
superconductivity at T, =39 K in MgB, [7]. This mate-
rial has a structure similar to that of GICs, with the
boron atomsforming layers of two-dimensional honey-
comb lattices. However, contrary to the GICs, the
Fermi level crosses the in-plane o bands, leading to a
markedly two-dimensional character of the electronic
properties. Moreover, the charge transfer of theinterca-
lated Mg atoms is such that the o bands are dightly
doped with holes and the distance of the Fermi level
crossing from the top of the band is only about 0.5 eV
[20]. This feature, together with the high phonon fre-
quency wy, of the boron atoms (up to 0.1 eV), indicates
that MgB, could be in the nonadiabatic regime of the
electron—phonon interaction. An additional interesting
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point is that MgB, is far away from half-filling; in this
case, it has been shown that the vertex corrections are,
for the most part, positive, leading to enhanced pairing
even in the absence of strong electron correlations[21].
Further analysis of the relevance of this hypothesis is
currently under development.
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Abstract—A two-band electron—phonon model for superconductivity in graphite intercalation compoundsis
developed. A new mechanism for the rel axation times due to interband scattering of intraband pairsis proposed
for asuperconductor with atwo-component order parameter. Two distinct relaxation timest, and 1, of the order
parameters are predicted for CgK and CgK. © 2002 MAIK * Nauka/Interperiodica” .

Intercalation under high pressure, up to 50 kbar, has
been used to synthesize alkali-metal graphite intercala-
tion compounds (GICs), such as CiK, C;K, C,Na,
C;Na, C,Na, and C,Li, with arelatively high metal con-
centration. It has been established that T increaseswith
the metal concentration and reaches 5 K for C,Na. In
order to explain the superconductivity in alkali-metal
GICs, it isimportant to take into account the nature of
the electronic bands in these compounds. An akali
metal in GICs acts as a donor; hence there is a charge
transfer from the intercalate layer to the host carbon
layers, resulting in partially filled overlapping interca-
late s band and graphite 1t bands. The fractional part of
this electron transfer per intercalant atom, f, plays an
important role in the electronic properties of GICs.

A few years ago, Jishi [1] proposed a two-band
model for superconductivity in CgK to explain the
experimental data available at that time. It was shown
that superconductivity is caused by electron—phonon
interaction between the s band and 1 band. In this
report, we further develop the interband electron—
phonon model of superconductivity [2, 3]. The super-
conducting transition temperature is

g -1 0

kgT. = 1.14Awpexp VVIME Q)

where p; and p,, are the densities of states at the Fermi
surfacefor the sband and Ttband, respectively, wy isthe
Debye frequency, and W is the effective interband el ec-
tron—phonon interaction. In the case where the values
of f for C,Na, C;Na, and C,Naare equal to 0.615, 0.60,

and 0.54, respectively (in CgK, f=0.6), p = ./psP Will
have the values 1.067G and 1.16G for C;Naand C,Na,
respectively (G isthe effective density of statesat E for
C,Na). Choosing the Debye temperature ©p = 300 K

L This article was submitted by the authorsin English.

and using the experimental value of T, = 2.8 K for
C,Na, we abtain |W|G = 0.208. Supposing that the val-
ues of |W| are the same for C,Na (x = 2, 3, 4), thetran-
sition temperature T. isfound to be 5.4 K for C,Naand
3.7 K for C3Na, which isin good agreement with the
experimental values of 5, 3.5, and 2.8 K found for
C,Na, C;Na, and C,Na.

We also derived time-dependent Ginzburg—L andau
(GL) equations and calculated the relaxation times 1,
and 1, for the order parameters (gaps):

Tl, 2(k) - ZD ys yrr O

12) 2 12
1 _ 10 +YeK | rt vk

10, +y2K r+y kD RR e (2)

¢ _DS S _ U TU D+ ST M ,
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tanh (8¢ n(K)/2ksT)
€5 n(K) ’

where g , are the electronic energy spectra,
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Temperature dependences of the relaxation times: 14, CgK,
k=0 (solid line); T4, CgK, k= 1 x 10710 m™ (dashed line);
Ty, CgK, k = 0 (dashed—dotted line); 15, CgK, k = 1 %
10719 m (dotted line); T4 x 1072, CgK,, k= 0 (open circles);
15, CgK, k=1 x 1071% m2 (solid triangles); T,, CgK, k=0
(solid squares); and 1, x 107%, CgK, k= 1 x 1079 m™ (solid
circles).

I nand R ; are the linearization coefficients of the GL
equations in the two-band model [2], the quantities |,
(o =s, 1) are the electron mean free paths, v and pye

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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are the Fermi velocities and momenta, k is the wave
vector in the spatially inhomogeneous case (involved in
the gradient term of the GL equation), and {(3) = 1.202.
The quantity X, takesinto account the intraband impu-
rity swave scattering of electrons. We obtain the fol-
lowing values of parametersfor CgK: T, =0.134 K, I =
400 A, 1,=5030A,8,=46x10*A, &,n=8x 10 A,
m, = 1.615m,, and m,;= 0.25my,. For C¢K, weabtain T, =
1.5K,1,=340A,1,=560A,&,=4000A, &,,=7000A,
m, = m,, and m, = 0.25m,. The calculated relaxation
times T, and 1, for CgK and C;K are given in the figure.
Ascan be seen from thefigure, the relaxation time 1, as
afunction of the temperature t = T/T, does not show a
critical behavior, just as is the case for cuprates (for
K3Csqp and Rb;Cy, see [4]).
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Abstract—The fundamental s of the method for estimating the fullerene-binding power of polymer macromol-
ecules and supramolecular formations are developed for fullerene Cg,. Polymers with covalently attached
anthracene groups (one group per macromolecul€) whose luminescence decreases in the presence of fullerene
in solution in direct proportion to the stability of the fullerene—polymer complex are used. The effect of the
anthracene mark on the fullerene-binding power of aluminescent-marked polymer is taken into account or dis-
carded on the basis of an analysis of theinteraction between fullerene and | ow-mol ecular models of luminescent

marks. © 2002 MAIK “ Nauka/Interperiodica” .

1. The interaction of fullerene with a polymer and
the duration of fullerene—polymer intermolecular con-
tacts may play a significant role in the modification of
properties of polymer systems through the addition of
fullerene Cg,. The conditions determining the duration
of fullerene—polymer contacts were studied using poly-
mers with covalently attached emitting oscillators that
can transfer electron excitation energy to the fullerene.
The electron excitation energy transfer takes placefor a
certain mutual arrangement of interacting molecules,
which isachieved when the duration of contact between
molecules is sufficient for matching. For an oscillator
covalently attached to a polymer, the duration of its
contact with fullerene is determined by the interaction
of the carrier polymer with fullerene. For example,
information on the interaction between fullerene and
the carrier polymer can be obtained from the changein
the luminescence intensity of an emitting covalently
attached oscillator in the presence of fullerene.

The solution of the problem formulated above
required the development of methods for synthesizing
polymers and polymer systems with a covaently
attached emitting oscillator of the same chemical struc-
ture. For this purpose, oscillators of anthracene groups
in anthracene-containing polymers (one mark per 700—
1000 links) and in low-molecular anthracene-contain-
ing models of luminescent markswere used as emitting
oscillators[1].

2. We studied the ability of fullerene to quench the
luminescence of anthracene-containing molecules
(low-molecular models or marked polymers) in solu-
tion. The luminescence intensity of the solution under
investigation was measured on an LS-100 lumines-
cence spectrophotometer (PTI, Canada) at a wave
length of 440 nm with an excitation wavelength of
365 nm. The fullerene concentration ¢, was varied
from 0 to 0.02 mg/ml and the concentration of the
marked polymer was 1 mg/ml. Asthe fullerene concen-

tration in the solution increased, the intensity of excit-
ing light (365 nm) decreased due to its absorption by
fullerene, which was determined from the change in the
optical density of the solution.

We anadyzed the dependence of 1™9/I, on the
fullerene concentration ¢;, in the solution (I, is the
luminescence intensity of the solution in the absence of
fullerene and 1" is the luminescence intensity of the
solution in the presence of fullerene, which was deter-
mined taking into account the effect of fullerene on the
optical density of the solution) for all the studied solu-
tions of low-molecular luminescent models of marks
and marked polymers. We determined the lumines-
cence quenching parameters x'™ = (1 — 1"%9/1,)'™ x 100
for low-molecular models of marks and " = (1 —

| |
0 5 10 15 20
Cry X 103, mg/ml

Dependence of | red/Io on ¢y in aDMFA solution contain-
ing thefollowing polymers: (1) PMMA, (2) PMMA in aste-
reopolycomplex, (3) poly(N-vinylpyrrolidone), and (4)
poly(N-vinyl caprolactam).

1063-7834/02/4403-0461$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Parameter AXP characterizing the interaction of Cg, with
PMMA in various solvents and with polymers having avarying
chemical structurein DMFA for ¢, = 0.02 mg/ml

Polymer nxPl Solvent
Poly(methyl methacrylate) 4 | Toluene
37 | Toluene-octane (17%)

4 | DMFA
Poly(methyl methacrylate) 8 |DMFA
(78% syndiotriad)
Poly(methyl methacrylate) 2 |DMFA
(97% isotriad)
Poly(styrene) 20 |DMFA
Poly(N-methacryloyl- 19 |DMFA
orthoaminobenzoic acid)
Poly(n-phenoxyphenyl 49 |DMFA
methacrylamide)
Poly(N-vinylpyrrolidone) 15 |DMFA
Poly(N-vinyl caprolactam) 33 |DMFA

I/l )P x 100 for marked polymers with ¢, =
0.02 mg/ml, aswell asthe polymer contribution Ay =
xP —x'M. The value of AxP° characterizes the increase
in guenching efficiency associated with the interaction
of the fullerene and the anthracene group of the poly-
mer carrier chain.

We used solvents such as toluene, dimethylforma-
mide (DMFA), and toluene—-octane and toluene-meth-
anol mixtures.

3. The dependences of 191, on the fullerene con-
centration ¢, in a solution for luminescent-marked
polymers (curves 1, 3, 4) and a stereopolycomplex
(curve 2) are presented in the figure. These curves are
used for determining the parameter AxP® characterizing
the interaction of Cg, with the polymer carrier chain of
the anthracene group for all polymers and polymer sys-
tems under investigation.

An analysis of the values of Ax™ presented in the
tablefor poly(methyl methacrylate) (PMMA) showsan

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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increasein the value of Ax™ upon atransition from tol-
uene (thermodynamically good solvent) to amixture of
toluene with 17% octane (thermodynamically poor sol-
vent).

It follows from the data contained in the table that
polymers with aromatic rings [such as poly(n-phenox-
yphenyl methacrylamide), poly(styrene), and poly(N-
methacryloyl-aminobenzoic acid)] bind Cg, better than
polymers without aromatic groups (PMMA). The
results obtained for poly(N-vinyl amide) in DMFA
indicate a higher fullerene-binding power for poly(N-
vinyl caprolactam) as compared to poly(N-vinylpyr-
rolidone).

The results obtained for the fullerene-binding power
of polymer chains in interpolymer complexes and ste-
reopolycomplexes proved interesting. It turned out that,
for al polymers included in a supramolecular com-
pound, the values of AxP® increasefor every component
constituting a polycomplex. The component of the
polycomplex under investigation was singled out by a
luminescent mark. For example, the value of AxP for
poly(methacrylic acid) included in the interpolymer
complex in DMFA increases from 14 to 24, while the
value of AxP for isotactic PMMA included into the ste-
reopolycomplex with syndiotactic PMMA changes
from 4to 42. Theincrease in the value of Ax" in poly-
complexesindicatestherole played by double-stranded
formations in the increase in the number of contacts
between polymer chains and fullerene.

Thus, new data indicating methods and ways of
increasing the fullerene-binding power of polymers
have been obtained on the basi s of the method proposed
in this communication.
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Abstract—The detailed inclusion crystallography of a one-dimensional valentinite Sb,0; crystal incorporated
within a helical (21, —8) single-walled carbon nanotube (SWNT) was identified from a phase image that was
recovered via a modified object wave restoration scheme. A detailed analysis of asymmetric fringe contrast in
the tube walls provided strong evidence for the chiral sense of the tubeitself. Due to the good agreement of the
observed wall periodicity with the determined absolute focus values and power spectra obtained from single-
pixel line traces along both tube walls, we were able to determine the chiral sense of the SWNT and the tilt

angle of the Sb,04/SWNT composite relative to the el ectron beam. The angle between the optimum (101 Griew-

ing direction of the crystal fraction and the tube axis, which is aligned with the [4120direction of the Sb,0O;

crystal, is 78.3°. Since small deviations from this viewing direction make an insignificant difference to the
observed contrast, a tube inclination of 15° is plausible for both the Sh,O3 crystal and the assigned (21, —8)
SWNT, which isthe mirror image of a (13, 8) SWNT. © 2002 MAIK “ Nauka/l nterperiodica” .

A modified object wave restoration scheme was
used to recover the phaseimage of an Sh,O; valentinite
nanocrystal encapsulated within asingle-walled carbon
nanotube (SWNT) [1]. Within the nanocrystal, the
atomic thickness in the projection of individual anti-
mony columns was determined and a substantial lattice
contraction of the crystal along the tube axis was
observed. For thefirst time, adetailed analysis of asym-
metric fringe contrast in tube walls has provided strong
evidence for the chira conformation of the nanotube
itself.

SWNTs were produced using a metal catalyzed arc
synthesis similar to the method previously reported in
[2] and filled using Puratonic Sh,05; (ALFA, 99.999%)
according to the capillary technique described in [3].
The product mixture was ground, dispersed in Analar
pentane, placed onto a holey carbon support film, and
examined at 300 kV in a JEOL JEM-300F field emis-
sion gun transmission electron microscope (FEGTEM).
The chemical identity of the filling material was con-
firmed using an energy dispersive x-ray microanalysis
system (LINK “1SIS"). High-resolution transition elec-
tron microscopy simulations, giving the complex wave
function of the previousy modeled objects, were per-
formed using a standard multislice algorithm [4, 5] uti-
lizing a code provided by Kirkland [6]. Atomic coordi-
nates for (n, m) nanotubes were generated by mapping

L This article was submitted by the authorsin English.

the strip{rj0<r - C, < |C|?} of aplanar hexagonal
graphene lattice (with a carbon—carbon distance d._¢ =
1.44 nm and lattice vectors a;, a,) onto a cylinder sur-
face (Fig. 1). Theintegers (n, m) withn> 0 and /2 <
m < n [7] uniquely define the structure of the nanotube
via the chira vector C,, = na; + ma, [8]. The special
cases (n, 0) and (n, m) represent the nonchiral zigzag
and armchair configurations, respectively, while al
other (n, m) nanotubes are chira, with (n + m, —m)
being the mirror image of (n, m).

The coordinates for the encapsulated Sh,0O, crystal
were initialy determined from a crystal fragment gen-
erated from the published valentinite structure of Sh,0;
[9].

Figure 1 illustrates the relationship between the
observed wall periodicity, nanotube conformation, and
tilt angle 3 for structure models and corresponding sim-
ulations of SWNTs with diameters close to that of the
imaged SWNT 1.45 nm in diameter, i.e., for a (10, 10)
armchair SWNT (Fig. 1a), an (18, 0) zigzag SWNT
(Fig. 1b), and achira (21, -8) SWNT (Fig. 1c).

The illustration shows that the center-to-center
spacings will not be resolvable in the armchair case, as
the carbon separation is only 0.125 nm in projection
and this distance will be reduced further asthetubuleis
tilted with respect to the image plane, causing the car-
bon atoms to stagger in projection. In the case of an
untilted zigzag tubule (Fig. 1b), both carbon walls are

1063-7834/02/4403-0463%$22.00 © 2002 MAIK “Nauka/Interperiodica’



464

FRIEDRICHS et al.

Tilt angle 3 = 0°
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Fig. 1. Schematic illustration of the observable resolution of SWNT walls, depending on the their classification and thetilt angle 3.
The visible appearance of carbon—carbon spacings in the walls of a (10, 10) armchair, an (18, 0) zigzag, and a (21, —8) chiral tube
are explained, respectively. The middle column shows the unrolled honeycomb lattice of a nanotube, illustrating the chiral vector
C;, and the translation vector T, which define the rolling of the graphene sheet to give a nanotube of a specific classification and
diameter (T[(10, 10)] = (1, -1), T[(18, 0)] = (1, -2), T[(21, —-8)] = (5, —34)). a; and a, are the unit vectors. The rectangle bounded
by the thin dashed lines and the chiral vector marksthe unit cell (note: the unit cell of the (21, -8) SWNT isonly partially displayed).
The columns adjacent to theillustrated graphene sheet display modeled fractions of the SWNTs parallel to theimage plane (i.e., tilt
angle 3 = 0°; left column) and tilted by 3 = 15° out of the image plane (right column). The two outer columns show simulated phase

images of the displayed models.

clearly visible as they have a separation of 0.216 nmin
projection (Fig. 1b, left panel). As the tubule is tilted,
the ssimulated wall spacings smear as the carbon zig-
zags start to stagger in projection. For both nonchiral
tubules, the contrast will still be equal on both walls as
the tubeistilted. A chiral tube (e.g., Fig. 1c), however,
will display aresolvable contrast on onetubewall if the
difference & = |a £ B|is small, where a = O(Cy, &) =

arctan(./3m/(2n + m)) is the chiral angle and the angle
B is the tilt angle between the tube axis and the image
plane. B is defined as positive if the top end of the tube
is above the plane, as for this specimen.

Figure 2a shows the restored phase image of a
1.45-nm-diameter SWNT containing an encapsulated
single crystal of Sb,O, for each of which an individual
absolute defocus level was determined independently.
Recombination of the absolute defocus levels along the
tube revealed that the imaged composite is inclined by
atilt angle of B = 17° = 5° with respect to the image
plane, with the top end of the tube being higher in the
beam path.

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

The phase image in Fig. 2a displays a periodic lat-
tice spacing of 0.224 + 0.04 nm along the right wall of
the SWNT, whereas the contrast variations on the left
wall are effectively random. The observed periodic
spacing on the right wall corresponds to the center-to-
center spacing (1.5dc_c = 0.216 nm) between neighbor-
ing zigzag rows of carbon atomsin the SWNT wall lat-
tice when viewed in projection. This indicates that the
imaged tubeischiral with anegative chiral anglea and,
hence, a negative integer m. As the number of atomsin
projection on the tube wall is small, a strong contrast
will be visible for values of & of up to 10° and the
observed spacing will be given by 1.5d._-cosp/cosa,
as we can see for the modeled (21, —8) SWNT in
Fig. 1c.

The phase image and corresponding line profilesin

Fig. 2a can best be matched to an approximate (1010
projection through a fragment of Sh,O; derived from
the orthorhombic polymorph valentinite form, which
consists of infinite double chains of SbO; units, as
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Fig. 2. Composite diagram showing (&) the experimental restored phase image, (b) the simulated phase image, and the structural

model (c) in the observed orientation and (d) in end-on view. The white lines mark single-pixel line profiles through the experimen-
tal phase image (e—g) and through the simulated phase image (h+).

opposed to the cubic senarmontite form consisting of
molecular units of Sb,Og [10]. The proposed structure
model is shown in Fig. 2c, and an end-on view of the
Sh,04/SWNT composite is shown in Fig. 2d. A corre-
sponding simulated phase imageis givenin Fig. 2b.

The white spots in the reconstructed phase corre-
spond to projection through atomic columns of anti-
mony only. The oxygen sublattice could not be resolved
due to the weak scattering properties of oxygen atoms,
their staggered positions in projection, and the limited
resolution (ca. 0.16 nm) present in the restoration.
Comparison of multislice simulations of the restored
phase of Sh,O; lattice fractions of appropriate thickness
with equivalent simulated antimony subl attice fractions
confirmed that the phase contrast due to the oxygen
sublattice is negligible compared to that due to the anti-
mony sublattice.

In the bulk valentinite structure, the Sh,0O5; double
chains run parallel to [0 0 1[Jwith each antimony atom
being coordinated by three oxygen atoms and each Sb
of the infinite SbO; chains being bridged by a shared
oxygen [9]. In the case of the encapsulated crystal, the

[4 12[Hirection of the Sh,O, crystal isaigned along the
tube axis, which has atilt angle of 78.3° with respect to
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the optimum [101[viewing direction. Small deviations
from this viewing direction make an insignificant dif-
ferenceto the observed contrast; asaresult, atubeincli-
nation of 15° was used for the simulated object (Fig.
2b) in order to account for the observed contrast within
the tube wall. The same inclination angle was applied
to the model shownin Fig. 2c.

The repeating structural motif of the imaged encap-
sulated Sh,0O; crystal can be described as a repeating
sequence of alayer (type 1 layer) containing three col-
umns of antimony atoms followed by a layer (type 2
layer) containing two columns of antimony atoms
arranged perpendicular to the tube axis. In the structure
model, we assume the coordination appropriate for the
bulk valentinite structure. Within each type 1 or type 2
layer, theintensities of the peaks corresponding to indi-
vidual Sb columns vary in a complex fashion. The line
profile across atype 1 layer shows a stacking pattern of
3-2-3 Sh atomsin projection (Fig. 2e). By contrast, the
line profile across a type 2 layer gives two peaks of
equal intensity (Fig. 2f), approximately equivalent to
the higher peak within the type 1 layer, indicating Sb
columns three atoms in thickness. These observations
lead to a modeled Sbh,O; crystal fragment that has
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sequences of 3-2-3 and 3—-3 layers with a fourfold
repeat period along the [@12[Hirection (Fig. 2¢).
Comparison with the equivalent line profiles

through the simulated image supportsthe interpretation
of the observed Sh,05/SWNT composite.

Since the oxygen sublattice could not be resolved,
the oxygen coordination is predicted from the bulk val-
entinite structure. In order to fit the modeled Sh,O;
crystal into the 1.45-nm-diameter SWNT, some oxygen
atoms on the surface of the crystal were omitted. This
can bejustified in terms of the reduction in coordination
expected at the Sb,O5/SWNT interface (cf. 2 x 2 and
3 x 3KI crystals formed within SWNT [11, 12]).

The multislice smulation in Fig. 2b aso shows a
weak contrast close to the tube walls, indicating the
presence of single-atom columns at the edge of the
encapsulated valentinite crystal fragment, asisvisible
in Fig. 2c. The corresponding experimental phase
image also shows evidence for there being additional
weak peaks at some of these sites, possibly caused by
individual Sb atoms. However, the intensities of these
peaks are sufficiently closeto the background noiselev-
els, asaresult, it isimpossible to definitely assign these
contrasts to such single atoms without a more accurate
analysis of the phase shift.

Significant lattice distortions were observed in the
Sh,0; crystal encapsulated within the (21, -8) SWNT.
In comparison with the bulk structure of valentinite, the
encapsulated crystal shows a longitudinal contraction

of 13% along the [412axis. This contraction occursin
asimilar fashion but isrelatively larger than that which
we reported for the SWNT-encapsulated KI 3 x 3 crys-
tal [11]. Direct lattice measurements from line traces
show an average spacing of ~0.552 nm between two
type 1 layersor two type 2 layers, respectively, whereas
inthe simulated phase image (based on the Sb positions
in bulk valentinite), equivalent layers are spaced at
average intervals of ~0.638 nm. The observed lattice
contraction may be caused by an interaction between
the Sh,O; crystal and the SWNT walls and may be par-
tially caused by the reduction in coordination at the
Sh,04/SWNT interface.
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Abstract—Dispersion laws for carbon nanotubes in a uniform magnetic field are obtained in an explicit form
in azero-range-potential model. The band structure of the spectrum is studied, and the density of statesis cal-
culated numerically. © 2002 MAIK “ Nauka/Interperiodica” .

The band structure of the energy spectrum of a car-
bon nanotube in a magnetic field was studied in [1, 2]
in the tight-binding approximation. On the other hand,
the theory of condensed matter also makes use of a
zero-range-potential model [3]; in particular, this
model is successfully employed in studies of the trans-
port properties of quasi-one-dimensional systems [4].
The present paper uses this model to study the one-
€l ectron energy spectrum of carbon nanotubesin auni-
form magnetic field B and investigates their density of
states numerically. We consider the samefield range as
in[1,2].

The Hamiltonian of the system can be written as

e o

yor

whereA =B x r/2isthevector potential of thefieldB =
Be,, I is the atomic chain of the nanotube, V, is the
atom confinement potential, and a is the coupling con-
stant determined by the scattering length |, namely, a =

21:2m; " |. In the gauge chosen, we have
-5 0 ]
V, = (ry)[rya—ry+ 1-1d B(r xy)],

where ® = 21tic/|e| is the magnetic flux quantum and
ry=r —vy. The Green's function for H can be found
explicitly [5]:

G(r,r'; E) = Gy(r,r',E)
1 2
= Y [QE) +a TywG(r,V: B)GY' ', E). @

y.yar

Here, Gy(r, r'; E) isthe Green’sfunction for afree elec-
tron in the magnetic field (see [5]) and Q(E) is an infi-
nite matrix, whose elements are defined as

0Gu(Y. Y; E), YZY

0
Qy, V(E) =0 me [ﬂ. 1 E O

1 E| ©)
D onilly 22 hel

y=yY.

Here, {(x; s) isthe generalized Riemann ¢ function, I
is the magnetic length, and wy is the cyclotron fre-
guency. Let A and Q denote the Bravais lattice and the
unit cell for I respectively; obviously enough, A con-
sists of sites of the type ma, withm O Z.

The state of a free electron in a uniform magnetic
field is fully described by three quantum numbers,
namely, n (the Landau level number), y, (the ordinate of
the cyclotron orbit center), and p, (the momentum pro-
jection on the field direction); in the gauge chosen here,
we havey, = —cP,/eB, where Py = p, + eBy/2m,isthe
gauge-invariant generalized momentum. To describe
the electron states in the nanotube, one has to impose
Bloch magnetic constraints on the wave function while
taking into account, that in the free-electron case, a
trandation by a vector parallel to a leaves only the lin-
ear combination a,P, + a,p, unchanged. One may now
conveniently introduce a dimensionless parameter p =
(2mi)Y(a,P, + a,p,) and denote s = (21:) g |P, for
B ||a and s = (217)}|e,|P, otherwise. Clearly enough,
in describing a free electron, one may use p and sin
place of the pair of numbersy, and p,. In the nanotube
potential, a trandation by a vector ma characterizing
the Bravais lattice /A preserves p to within an integer.
For this reason, we define the magnetic Brillouin zone
Zz as a closed interval [-1/2, 1/2]. In this case, in
describing the electron state in a nanotube, we shall

1063-7834/02/4403-0467$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Fig. 1. Dispersion relations and the density-of -states function of the (6, 0) zigzag structure constructed for the cases of (a) zero and
(b) nonzero external magnetic fields (for the sasmefield range asin [1]).

have to use, in place of p, the quasi-momentum g from
Zz and aninteger j, which isthe number of the magnetic
Bloch band.

The electronic spectrum in a nanotube for a fixed
guasi-momentum depends essentially on the direction
of field B. Indeed, if thefield is parallel to the tube, the
field completely quantizes the electron mation in the
plane perpendicular to the tube, so that the free-electron
spectrum for afixed quasi-momentum q is purely point-
like and consists of infinity-fold degenerate levels

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

E,(Q) = hw(n + 1/2) + 2mh%(q + j)?/ma? (s plays here
the part of the degeneracy parameter). If the field and
the tube are not paralel to each other, the projection of
the free-motion momentum along the z axis on the
plane perpendicular to the tube axis is nonzero. There-
fore, the free-electron spectrum for afixed q is contin-

uous, E(s) = i (n + 1/2) + 2mh2¥m.e>, does not

depend on g, and is degenerate in j. In the presence of
the nanotube potential, the levels are broadened into

2002
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magnetic Bloch bands, which can be determined from
the dispersion relation

det[Q(q; E)+a™] =0, (4

where é(q; E) is afinite matrix whose elements are
indexed by sitesk and k' of Q:

o]

éKK'(q; E) = z exp[TiemB(K x a)/#Ac]

m= —co

x Qma+ K, K'(E)e_imq'

As follows from Eqg. (4), the number of bands which
can split off from each level (in the B || a case) or, oth-
erwise, from the continuum cannot be more than N,
where N is the number of sitesin Q. Because the free-
electron spectrum for afixed quasi-momentum isinfin-
ity-fold degenerate, the spectrum of the perturbed oper-
ator H consists of aray [AwJ2, ] and of afinite num-
ber of bands lying below Aw/2; these bands can over-
lap with one another and with the above-mentioned ray.
Thus, the number of gaps in the spectrum does not
exceed N.

For the (6, 0) zigzag structure, Fig. 1 shows the
lower branches of the dispersion relations, which were
constructed by numerically solving Eq. (4), aswell as
the density of states for the same energy range. A com-
parison with the zero-field case reveal s branch splitting,
which accounts for the formation of magnetic sub-
bands. This gives rise to additional van Hove-type sin-

©)
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gularities arising in the density-of-states function. Note
that the density-of-states functions and the dispersion
relations are in good agreement with the results [1, 2]
obtained in the tight-binding approximation.
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Abstract—Using empirical-potential and tight-binding models, we study the structure and stability of irradia-
tion-induced atomic-scale defects in the walls of carbon nanotubes. We model the tempora evolution of such
defects and calculate their lifetimes at various temperatures. We also simulate scanning-tunneling microscopy
(STM) images of irradiated nanotubeswith such defects. Our simulationsindicate that, at |ow temperatures, the
defects live long enough to be detected by STM and that different defects manifest themselvesin STM images
in different ways, which alows one to distinguish the defects experimentally. © 2002 MAIK “ Nauka/ I nter pe-

riodica” .

Recently, numerous experimental and theoretical
studies on carbon nanotubes (NTs) have demonstrated
the possibilities of devel oping carbon-based electronics
[1, 2]. However, implementation of even the simplest
electronic devices demands a thorough understanding
of the structural and electronic properties not only of
perfect NTsbut also of NTswith various defects. More-
over, recent experiments [3] indicate that defects in
NTs can be used to fabricate an intratube quantum-dot
device. Thus, the methodological development of such
electronic NT-based devices requires that one knows
what defects are involved and how they can be pro-
duced.

Inasmuch as irradiation of NTs potentially makes it
possible to create defects in a controllable way, the
effectsof electron [4, 5] and ion [6-8] irradiation on the
structural and el ectronic properties of NTsare of partic-
ular interest. However, the behavior of irradiation-
induced defects, aswell astheir experimental detection,
is still an open question.

In this paper, we study the stability and temporal
evolution of irradiation-induced defects in single-
walled NTs and simulate scanning-tunneling micros-
copy (STM) images of irradiated NTs with such
defects.

1. THE SIMULATION METHOD

The method used in this study has been described in
detail in other publications [7, 9-11]; therefore, only a
brief description is given here.

We considered individual (10, 10) armchair NTs.
Using molecular dynamics [12], we simulated impact
events of Ar ions with energies of 50 to 3000 eV on

L This article was submitted by the authorsin English.

NTs. The Brenner potential [13] without bond-conjuga:
tion termswas used for modeling the carbon atom inter-
action. To examine the stability of the irradiation-
induced defects, we simulated the time evolution of a
100-A-long NT with defects over time scales of up to
ten nanoseconds at temperatures of 1000 to 3000 K. For
every temperature considered, we carried out at least
40 independent runs and averaged the results.

Having calculated the geometry of the defects
within the framework of the classical model by mini-
mizing the total energy of the carbon network after
defect creation, we computed the STM images of the
irradiated NTs near the defects within the framework of
the tight-binding approximation [14].

2. RESULTS AND DISCUSSION

Asfollows from our simulations, the most common
defects produced under ion irradiation are vacancies,
which are metastable long-lived defects at low temper-
atures. At high temperatures, the vacancies (which have
three dangling bonds, see Fig. 1b) can transform into
two other defects. These are a single-pentagon and one
dangling-bond atomic configuration and a fourfold
coordinated atom shared by two pentagons and two
hexagons (cf. Figs. 1c, 1d). For brevity, we label the
former defect “5-1 db” and the latter “5-6." Observa-
tions of such defects forming under high-dose electron
irradiation have also been reported [5].

The 5-1-db defect has the lowest energy [5, 7].
Therefore, athough defects of al three types can
appear as a result of ion impact, the long quenching of
the NT should eventually lead to the transformation of
single vacancies and defects 56 into 5-1 db defects.
However, since single vacancies and 56 defects are
metastable (i.e., there is an energy barrier separating

1063-7834/02/4403-0470$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Fig. 1. Ball-and-stick representation of the carbon network of a pristine (10, 10) single-walled nanctube and of a nanotube with
defects and their STM images. () Pristine nanotube and the nanotube with an irradiation-induced (b) vacancy, (c) 5-1-db defect,
and (d) 5-6 defect. Only the front walls of the nanotubes are sketched. Atoms with unusual numbers of bonds are encircled. The

defects are at the centers of the STM images.

these two configurations from the configuration with a
minimum energy), such defects may survive at low
temperatures for finite times, which may be long
enough to detect the defects experimentally.

We estimated the lifetimes of the metastable defects
as described in the previous section. For single vacan-
cies, simulations were carried out in the temperature
range 15002200 K and it was found that the average
vacancy lifetime can bewell described intermsof asin-
gle activation energy, i.e, by the formula 1, =
aexp(b/kgT), where 1, is the time required for a
vacancy to transform into a 5-1 db defect, k; is Boltz-
mann’s constant, T is the temperature, and a and b are
fitting constants. With the constants determined at high
temperatures, we estimated the lifetime at room tem-
perature, which proved to be as long as at least a hun-
dred hours. Thus, the vacancies could be experimen-
tally detected by, e.g., STM.

We also carried out similar simulations for defects
5-6 in the temperature range 1200-1800 K. The life-
time of defects 5-6 was found to be about five hours at

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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room temperature. Thus, defects 5-6 can also survive
long enough to be detected.

To facilitate experimental identification of defects,
Fig. 1 presents gray-scale STM images of NTs with
defects calculated for positive Vs = 0.2 V. Defects are
alwaysat the origin. To establish a correspondence with
the aready published results, a gray-scale STM image
of aperfect NT is also shown.

The main feature of the STM image with a vacancy
isadramatic protrusion above the defect. Depending on
the sign of V. the height of the hillock is=0.7-0.8 A,
whileitslinear sizeisindependent of Vs and equal to
=5 A. The enhancement in the tunneling current is due
to vacancy-induced states near the Fermi energy, which
may beinterpreted as* dangling bonds;” these statesare
gpatialy localized on the atoms surrounding the vacan-
cies. Since it is specificaly these states that STM
probes at small bias voltages, avacancy isimaged as a
protrusion.



472

Figure 1c shows an STM image of the NT with a
5-1-db defect. Again, similar to the case of avacancy,
a hillocklike feature above the defect is evident, which
is aso of electronic origin. However, the shape of the
featureis quite different from that in the case of the sin-
gle vacancy.

The 5-6 defect, if it exists long enough to be mea-
sured by STM, also gives rise to a small bump in the
STM image of the NT (see Fig. 1d). The shape of the
hillock reflects the symmetry of the underlying atomic
structure of the defect (cf. Fig. 1d, top panel). Addi-
tional information may also be obtained from the cur-
rent—voltage characteristics, which are different for
defects of different types.

Thus, it ispossible to experimentally detect and dis-
tinguish irradiation-induced defects in NTs. It is aso
noteworthy that experiments on irradiating NTs with
inert-gasions and subsequent STM probing may enable
one to observe the temporal evolution of irradiation-
induced defects at various temperatures and to compare
experimental lifetimes to those predicted theoretically.
Such experiments may not only contribute to the under-
standing of the mechanisms of defect formation but
also serve as atest for the validity of tight-binding and
empirical-potential molecular-dynamics models.

In summary, the behavior of atomic-scale defects
produced by low-dose irradiation of nanotubes with Ar
ionswas studied and their lifetimes at various tempera-
tures were computed. We demonstrated that, at low
temperatures, the defects are likely to be stable on mac-
roscopically long time scales and appear as hillocklike
features in STM images due to the growth in the local
electron density of states on atoms surrounding the
defects. Since the hillocks are different in shape for dif-
ferent defects, the defects could be experimentaly dis-
tinguished using STM.
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Abstract—Catalytic nickel particles at the tips of carbon nanotubes grown under different physicochemical
conditions are experimentally studied by high-energy electron diffraction. The spacings of the crystal lattice are
determined. It is demonstrated that the nanoparticles consist of a supersaturated solid solution of carbon in
nickel with an abnormally high carbon content. © 2002 MAIK “ Nauka/Interperiodica” .

This paper reports on the results of an electron dif-
fraction investigation of finely dispersed nickel—carbon
phases formed during the catalytic growth of carbon
nanotubes.

In order to elucidate how the experimental condi-
tions affect the catalytic growth of carbon nanctubes,
the nanotubes under investigation were prepared using
two methods, namely, pyrolysis of poly(ethylene) and
synthesis in a carbon vapor atmosphere [1, 2]. Sup-
ported nickel catalysts were produced according to two
procedures. In the first case, the procedure involved
vacuum deposition of nickel onto silica substrates and
subsequent heat treatment for the purpose of producing
nanoparticles. In the second case, the catalysts were
prepared by chemical vapor deposition with the use of
nickel dimethylglyoximate as an initial organometallic
compound. It was assumed that the deposition of nickel
in the presence of carbon-containing compounds
should favor the formation of nickel—carbon phasesand
materials typical of the catalytic growth of nanotubes.
We examined a large number of electron diffraction
patterns and measured the interplanar distances in the
prepared films. It was found that the films under inves-
tigation contain the following phases: (1) amorphous
carbon at different degrees of graphitization, (2) dis-
perse metallic nickel, (3) nickel oxide NiO, and (4)
nickel carbide Ni;C in minor amounts. The results of
measurements of the interplanar distances and the cor-
responding lattice parameters are presented in the table.
The lattice spacings were also determined for catalytic
particles at the tips of carbon nanotubes of two types.
Nanotubes of the first type were synthesized from
poly(ethylene) with a vacuum-deposited catalyst at a
temperature of 700°C. An examination of the nano-
tubes through an el ectron microscope revealed that the
catalytic particles had afaceted form. Thisis character-
istic of solid particles during the growth of nanotubes.
Nanotubes of the second type were synthesized on
chemically deposited films in a carbon vapor atmo-

sphere at atemperature of 950°C. In this case, the cata-
Iytic particles had a prolate form and resembled drops
of aliquid that poorly wets the inner walls of nano-
tubes. In our recent work [2], we demonstrated that cat-
alytic particles are in the liquid state during the growth
of nanotubes from carbon vapor. The interplanar dis-
tances and lattice parameters determined for catalytic
nanoparticles at the tips of carbon nanotubes are also
given in the table. As can be seen, the lattice spacings
for particles in chemically deposited films and carbon
nanotubes prepared from poly(ethylene) are consider-
ably larger than those for pure nickel.

It should be noted that the increase in the lattice
spacing is observed independently of the presence of
other phasesin the sample. Therefore, we can conclude
that the above increase is caused by the high content of
carbon dissolved in the nickel nanoparticles. According
to Ruhl and Cohen [3], the concentration dependence
of the lattice parameter for nickel in nickel—carbon
aloys is described by the relationship a = 3.524 +
0.008x (A/at. %). Under the assumption that this rela-
tionship is valid over a sufficiently wide concentration
range, we found that the content of carbon dissolved in
nickel nanoparticles involved in chemically deposited
films is equal to 9-13 at. %. The lattice spacing
obtained for catalytic particles at the tips of nanotubes
produced from poly(ethylene) (700°C) correspondsto a
carbon content of ~15 at. %. The carbon content in lig-
uid particles during the growth of nanotubes from the
carbon vapor (950°C) does not exceed 6 at. %. At first
glance, this result seems unexpected, because the
growth of nanotubes from the carbon vapor occurs at
the higher temperature and the solubility of carbon in
liquid nickel is substantially larger. However, the con-
tent of carbon dissolved in catalytic particles at the tips
of carbon nanotubes can be adequately estimated only
by using sufficiently justified models of catalytic
growth of carbon nanotubes. For example, the surface
carbide model proposed by Alstrup [4] does not stipu-
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Interplanar distances for the studied phases in chemically deposited films and nanoparticles at the tips of carbon nanotubes

Phasesin chemically deposited films Nanoparticles at the tips of carbon nanotubes
Ni;C NiO Ni tubes from poly(ethylene) | tubes from carbon vapor
1 2 3 4 5

d hki d hki d hki d hki d hki

2.15 0006 2.410 111 2.080+0.01 111 2.100+0.02 111 2.033+0.02 111

2.08 1123 2.085 200 1.808 + 0.008 200 1.820 £ 0.016 200 1.774+0.016 | 200
1.336 | 0330 1.271+0.004 | 220

1.221 1129 1.089 + 0.003 311 1.092+0.006 | 311 1.070+0.006 | 311

1.131 | 0336

0.825+0.004 | 331 | 0.811+0.004 | 331

0.797£0.004 | 420

0.716+0.004 | 422

0.694+0.004 | 333 | 0.682+0.004 | 333

a=361+0.01 a=3.64%0.035 a=354+0.03

late the chemical composition for this carbide. Under
the assumption that the carbide composition is closely
similar to Ni;C and that the carbon content in a particle
at the boundary with ananotube correspondsto an equi-
librium with graphite (~0.4 at. %), the mean content of
dissolved carbon can be as high as 10-12 at. %. This
value is close to the experimentally found content of
dissolved carbon (15 at. %). However, it should be
remembered that the estimates thus obtained depend on
the concentration distribution of carbon over the parti-
cle length. The diffusion rate of carbon in liquid cata-
Iytic particles should be considerably higher than the
rate of solid-phase diffusion. Hence, it is unreasonable
to assume that the growth rate of carbon nanotubes is
controlled by the diffusion stage. The stationary growth
of nanotubes can occur at lower concentrations of car-
bon and at smaller concentration gradients. The mere
fact that the nanotube growth is provided by liquid cat-
alytic particlesindicates the following: the basic princi-
ples of the surface carbide model are not universal and
have failed to explain the growth of carbon nanotubes
over awide range of experimental conditions. Undeni-
ably, the crystallographic features of the deposition,
dissolution, and precipitation of carbon in solid cata-
Iytic particles play a certain role. However, not only
these factors are responsible for the structural and
chemical states of the catalytic particles and their
shape. The thermodynamic aspects of carbon deposi-
tion are of crucial importance in processes of nanotube
growth. A growth model formulated in terms of the
thermodynamic activity of carbon was proposed by
Safvi et al. [5]. Within this model, the considerable dif-
ference in the contents of dissolved carbon in catalytic

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

particles at the tips of carbon nanotubes can be qualita:
tively explained by the different carbon activitiesin the
gas phases used in the two different syntheses of carbon
nanotubes and by the different diffusion rates of carbon
in the particle bulk. Unfortunately, we cannot make
guantitative estimates, because existing models are not
sufficiently developed and important parameters of the
process under investigation (such as the carbon activity
in the gas phase and the diffusion rate of carbonin lig-
uid nickel) are unavailable.
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Abstract—A comparative analysis of the purification methods for single-walled carbon nanotubes (SWNTS)
obtained by el ectric-arc-discharge synthesisis carried out. The purification methodsinclude air oxidation of the
initial material at various temperatures, treatment and/or oxidation in solutions of inorganic acids, microfiltra-
tion of the suspension of theinitial and/or oxidized materials, and various combinations of these methods. The
purity of the SWNTSs obtained is determined with the help of Raman spectroscopy. It is shown that the best
results can be obtained using a purification method including the following consecutive stages. treatment and
oxidation of theinitial material in nitric acid, microfiltration of the suspension of the oxidized material in aque-
ous solutions of surface-active substances through track membranes, drying, air oxidation, and vacuum anneal-
ing at various temperatures. The purity of the SWNTSs obtained attains 70-80%. © 2002 MAIK “ Nauka/lnter-

periodica” .

Modern methods developed for obtaining single-
walled carbon nanotubes (SWNTS) are based on the
evaporation of graphite through thermal sputtering in
an electric arc or laser evaporation, etc. [1-3]. Theini-
tial material obtained asaresult of these processes con-
tains, in addition to SWNTs, amorphous carbon impu-
rities and nanoparticles of graphite and a metallic cata-
lyst. For this reason, an important stage in the SWNT
synthesis is the development of methods of SWNT
purification for obtaining nanotubes with a maximum
degree of purity. In addition to this, a ssimple and reli-
able express method for monitoring the purity of the
obtained SWNTs in the course of purification is
required. Raman spectroscopy, which is the basic
method for characterizing nanotubes, was used for
devel oping the quantitative express analysis of SWNTs
[4,5].

In this paper, we present the results of acomparative
analysis of various methods for the purification of
SWNTs obtained by electric-arc-discharge synthesis.
The identification of SWNTs and the quantitative con-
trol of their purity were carried out using the Raman
technique.

The initial material (sample 1) containing SWNTSs
was obtained through the therma evaporation of
metal—graphite electrodes (C: Ni : Y,0;=2:1:1,in
weight proportion) in an electric arc according to the
procedure described earlier in [6]. The results of trans-
mission electron microscopy showed that the SWNT

content in theinitial material is 15-20 wt %. The char-
acteristics of the purification methods of the SWNT
samples under investigation are given in the table.

Raman spectra were recorded on a Jobin Yvon
S-3000 device with spectrum excitation by an Ar* laser
(the pumping radiation wavelength was 514.5 nm). The
Raman spectra of SWNTSs display characteristic peaks
in the low-frequency range 150-200 cm (breathing
mode) and in the high-frequency range at 1567 and
1592 cm™ (tangential mode). The absolute intensity of
the Raman peaks cannot serve as a measure of the
SWNT purity since it is difficult to create identical
experimental conditions for spectrum recording.
Recently, Terekhov and Obraztsova [4] developed a
guantitative method of SWNT identification on the
basis of the dependence of the shift of the 1592-cm
peak on the power density of the laser beam. This
dependence is linear, and the dope characterizes the
SWNT content in the sample [5]. Figure 1 shows the
dependences of the shift of the tangential mode peak in
the Raman spectra of SWNTSs on the power density of
the laser beam for various samples. The straight line 1
corresponds to the initial material with 15 wt % of
nanotubes in the sample, whereas the straight line S
corresponds to the highest degree of the SWNT purity
(95 wt %).

All methods of the SWNT purification are based on
the removal of nanoparticles of carbon, amorphous car-
bon, and metallic catalyst particles. The purification
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Fig. 1. Dependences of the shift of the tangential mode peak in the Raman spectrum of SWNTSs on the laser beam power density

for samples with different SWNT contents.

method based on simple heating of the initial material
inair at T=350°C over 1 h (sample 1T) leads to a par-
tial (15-20%) loss in the weight of the initial sample
dueto graphite burning and to anincreaseinthe SWNT
content from 15 wt % for theinitial material to 25wt %
for sample 1T (straight lines1 and 1T in Fig. 1, respec-
tively). The treatment of oxidized samples with hydro-
chloric acid leads to further purification of SWNTSs.
The degree of purity increases with the time of treat-

Characteristics of SWNT purification methods

ment (straight lines 10 and 12). The SWNT purity is
equal to 30% for sample 10 and 35% for sample 12.

Figure 2 shows the Raman spectra for the SWNT
samples obtained by the treatment of theinitial material
with nitric acid followed by air oxidation and high-tem-
perature vacuum annealing (samples 6-6T1-1). The
Raman spectrum of sample 6 measured for alow-power
laser beam is the spectrum of disordered carbon (curve
1), with two bands D (1360 cm™) and G (1602 cm™)

Oxidation of the initial material in an HNO; solution (2.5 M) at T = 103°C for 35 h. Filtration of the suspension of
an oxidized material in an aqueous solution of the surface-active material (SAM) Triton X-100 through atrack mem-
brane (pore diameter d = 0.4 um), washing with water and methanol, and 5.5-h vacuum drying at T = 110-120°C

Oxidation of theinitial material inair for 15minat T=350°C. Thetreatment of the samematerial in 36% HCl during
bailing (T = 102-109°C) for 35 min. Thefiltration of the obtained material suspended in an agueous solution of the
SAM sodium dodecy! sulfate (the SAM concentration was 1.2 of the critical concentration of the micelle formation)
through atrack membrane (d = 1 um), washing with water and methanol, and 3-h vacuum drying at T = 160°C

Oxidation of theinitial materia inair for 2hat T=350°C. Thetreatment of the oxidized material in 36% HCI during
boiling (T = 110°C) for 3 h. Thefiltration of the obtained material suspended in an agueous solution of Triton X-100
through atrack membrane (d = 1 um), washing with water and methanol, and 4-h vacuum drying at T = 140°C

Sample Purification methods
1 Initial material was not subjected to any treatment and was kept in air
1T Oxidation of theinitial material inair for Lhat T = 350°C
6
6T Oxidation of sasmple6inair for 30 min at T = 550°C
6T-1 | Vacuum annealing of sample 6T in aquartz ampulefor 1 hat T = 1200°C
10
12
S SWNT sample obtained in [1]
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Fig. 2. Raman spectra of SWNTsin samples 6 (surface disordered carbon), 6, 6T, and 6T-1.

indicating the presence of adisordered carbon layer on
the SWNT surface. A twofold increase in the laser
beam power results in a spectrum (curve 2) typical of
SWNTSs. This can be explained by the burning out of
surface disordered carbon whose burning temperature
is lower than that for nanotubes. For this reason, the
sample was subjected to air oxidation to remove the
surface disordered carbon layer. The spectrum of the
sample obtained in this way (sample 6T) has a shape
typical of SWNTSs (curve 3) with clearly resolved peaks
at 1567 and 1591 cmt. Vacuum annealing of SWNT
(sample 6T-1) leads to an insignificant increase in the
purity of nanotubes, their partial destruction (which is
manifested in the emergence of a band at 1360 cm™
characterizing the presence of disordered carbon), and
a decrease in the resolution of the peaks at 1567 and
1591 cmt (curve 4). It can be seen from Fig. 1 (straight
lines 6, 6T, 6T-1) that the SWNT purity increasesin the
course of the treatment of the initial material in accor-
dance with this method and amounts to 40% (sample
6), 75% (sample 6T), and 80% (sample 6T-1) depend-
ing on the purification stage.
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Abstract—A solution (stationary and linear in electric field) to the kinetic equation for a one-electron density
matrix in an arbitrary magnetic field is found for deformation-potential scattering in the approximation of a
small deviation of the electron gas from equilibrium. An expression for the nanotube conductivity is obtained
in the form of a sum over magnetic-quantization states. In the absence of amagnetic field, this expression coin-
cides with the corresponding classical relations. In weak magnetic fields, the magnetoresi stance of amultilayer
nanotube is positive for high electron mobilities and negative for low mobilities. In intermediate fields, it
reverses sign with increasing field strength. The magnetoresistance of a one-layer nanotube is always positive.

© 2002 MAIK “ Nauka/lnterperiodica” .

Negative magnetoresistance (NMR) cannot be
interpreted either in classical terms or within the
approach proposed in [1]. The explanation of NMR in
guantum wires [2] and nanotubes [3-6] rests on aweak
localization theory and interference corrections to the
conductivity [7-9]. This paper puts forward a kinetic
description of NMR. The kinetic equation for the one-
electron density matrix in a magnetic field is solved
assuming there to be a small deviation from equilib-
rium for the case of deformation-potential scattering,
and an expression for the nanotube conductivity is
derived.

Because of the limited space alotted for the report,
we consider electron transport only in a nanotube with
a large band gap and a parabolic dispersion law. We
assume the magnetic field B to be directed along the z
axis, perpendicular to the nanotube axis. The current
through a nanotube can be calculated from the expres-
sion

] = Tr(RJ), (1)

where Tr(...) denotes the trace of the operator, Risthe
statistical operator, and Jisthe current-density operator
in amagnetic field. The properties of our system in the
one-electron approximation are described by the
Hamiltonian operator

H=Hy+W+U = H+H,+W+U, 2

where H, is the Hamiltonian of an electron in a mag-
netic field, H, isthe phonon Hamiltonian in the second-
guantization representation, W is the electron—phonon
coupling operator, and U = —gE,x is the potential-
energy operator in an electric field. In the Schroédinger

representation, the statistical operator is described by a
Liouville equation,

L OR _

|ﬁ& = [HR]. (©)]
To solve this equation, we consider the sum W + U to
be a perturbation. We choose the vector potential of the
magnetic field in the gauge A = (-By, 0, 0). In the case
where the nanotube radius is a < A, the approximate
wave functions of the operator H, can be written as

W, = eXp(ikX)isin(kolz)ansIND (4)
where
fi 4nr _
M= gy = ————[1-(-1)"T,
qB Tico(n® = 1%)°
-
0" 2a’

fo = sin(kon(y +a))

+ 2_k gnr

KA?

k is the electron wave vector along the nanotube axis
(the x axis), X is the spin wave function, and [N [is the
phonon wave function in the occupation number repre-
sentation. For the sake of simplicity, the tube is

replaced by aparallelepiped of the samedimensions. In
this case, the electron energy is

2m  2m;

2 QSn(kOr(y+ a‘))’
fznll T

E (n+15) + HpgsB, (5)
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where |z is the Bohr magneton, g is the Landé factor,

ands= i% . Because the current and perturbation oper-

ators do not contain spin operators, their matrix ele-
ments are diagonal in the spin variables. We assume the
phonon system to be equilibrium and not quantized. For
asteady state, EQ. (3) yields, in the second order of per-
turbation theory,

(E;1—E3)Rpp + U Ry —RigUg, + IS, = 0, (6)

where Sy, isthe collisionintegral, which depends on the
density matrix elements. The substantiation of the
method and the procedure used to obtain the approxi-
mate equation (6) are discussed in detail in [10]. We
present the density matrix in the form

Riz = F101, + G0(k; —ky), (7)

where Gy, = Gy, n,, (Ky). If the electric field does not

break the spatial uniformity of the electron system, then
F, = F(E,) is usually assumed to be the Fermi—Dirac
distribution function, which depends on energy (5) and
the Fermi quasi-level. At high temperatures and/or in a
weak magnetic field, this approximation is quite satis-
factory. In the case of deformation-potential scattering,
assuming G;, to be a small correction, the solution to
Egs. (6) and (7) isfound to be

Up(Fi—F))

(8)

The matrix elements of the current and potential energy
are calculated in a straightforward way in terms of the
wave functions given by Eq. (4). Substituting these
matrix elements and Eq. (8) into Eq. (1), the conductiv-
ity isfound to be

2
-9 Knpokg, 2%
9 2nmfdk{ Vil FLENOT
S, n,

% v, (Fi—F)) gﬁln2 }
SNy, Nyl = |2(E2 - E1)2 + (ﬁvlz)zng - ni

9)

where

_ «/k_-rz[@(zm) +®(223)},
2TDAn3I3 @ J{B

Vo
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2,2
2

hk 2./21°ps’
Z;3 = El_z_mf(ls"' = 2./20 ps

mKTEZ

The first term in Eq. (9) describes the conductivity
in a zero magnetic field. We readily see that an addi-
tional positive term proportional to B? appears in the
presence of a magnetic field. The dependence on a
strong magnetic field will be different. For nanotubes
with anarrow band gap, spin—orbit coupling should be
taken into account, which results in alinear dispersion
relation. In this case, calculations are performed in a
similar manner, but they will be considerably more
complex. The magnetoresistance depends linearly on
thefield, and itssign is determined by the parameters of
the spin—orbit coupling. Modern concepts associate
NMR with weak localization, which requires a disor-
dered distribution of the scattering centers. The results
obtained in thiswork show that transverse NMR can be
observed in an el ectron gas without arandom potential.
Thisis a consegquence of taking magnetic quantization
into account in a self-consistent way.

2
N3), Tpa
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Abstract—The crystalline phase of a graphitized carbon emitter isidentified using the Zener effect as a crite-
rion for the occurrence of acrystallite on the emitting surface of the autocathode. The observed phenomena are
interpreted as a spontaneous and thermal-field-induced transformation of the emitting carbon nanocrystallite.
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1. INTRODUCTION

Investigations of graphitized carbon materials by
field-emission microscopy and spectroscopy are sub-
stantialy complicated by the heterogeneous composi-
tion, because an emitter containing crystalline and
amorphous phases does not provide aregular image in
a field-emission microscope. For this reason, it is
impossible to evaluate the state of the emitting surface,
to determine the crystallographic orientation, and to
compare the obtained data with the phase composition
of the region being probed.

The updated program-driven instrumental complex
devised in our earlier work [1] permitted monitoring of
the emitting surface of the graphitized carbon emitter
within the probed region against the autoelectron
energy distribution and the current—voltage characteris-
tic of the probe current.

2. EXPERIMENTAL TECHNIQUE

The investigation of carbon crystallites was carried
out using a Rovilon carbon fiber with an annealing tem-
perature of 1173 K, which contains crystallites with
basal planes oriented along the fiber axis. The field
emitter was prepared from a fiber segment (~1 mm
long) attached to a tungsten bow through aguadag.
After drying in air, the sample was heated at a temper-
ature of 1023 K under vacuum.

The precipitation of crystallites on the emitting sur-
face of the emitter was accomplished through cathode
sputtering of amorphous carbon by ions of residual
gases under rough vacuum according to the procedure
described in [2]. The sample was purified by annealing
at a temperature of 1023 K under ultrahigh vacuum.
The autoelectron energy distribution was measured
using the procedure described in [1]. The current—volt-
age characteristics of the emission current of the crys-
tallite were constructed with the use of the anode poten-

tial U, and the electron current passing through the
energy analyzer.

3. RESULTS

Scanning of the dependence of the autoelectron
energy distribution on the anode potential revealed that
it shifts to the low-energy range with respect to the
Fermi level with a step proportional to the step of
increase in the anode potential; i.e., the Zener effect
takes place. This shift was taken as a criterion for the
occurrence of acrystallite on the emitting surface of the
autocathode.

For a series of samples, a further increase in the
anode potential to a limiting value leads to a sharp
decrease in the emission current of the crystallite by
amost one order of magnitude. In this case, the auto-
electron energy distribution exhibits an additional low-
energy maximum located at 0.45-0.5 eV below the
principal maximum. Upon annealing of the cathodes at
1023 K, the crystalite regains itsinitial state. The fig-
ure displays the current—voltage characteristics of the
probe current, which correspond to the states of the
emitting crystallite prior to (the current—voltage charac-
teristic I) and after (the current—voltage characteristic
I1) a spontaneous decrease in the emission current.

The observed phenomenon of variationsin the state
of the emitting carbon nanocrystallite was interpreted
by analogy with the behavior of current—voltage char-
acteristics during the transformation of metal and semi-
conductor autocathodes. This phenomenon isaccompa-
nied by changes in the position and slope of the cur-
rent—voltage characteristic of the emission current and
can be treated as a spontaneous transformation of the
carbon crystallite due to Joule heating in a penetrating
electric field. Experimental verification of this assump-
tion was performed using the dependence of the auto-
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Current—voltage characteristics of the emission current of
the carbon crystallite prior to (1) and after (1) spontaneous
transformation for the normal autoel ectron energy distribu-
tion (curve 1) and the autoelectron energy distribution with
an additional low-energy maximum (curvell).

electron energy distribution on the thermal annealing of
the carbon crystallitein an electric field.

After annealing of the emitter at a temperature of
1023 K under ultrahigh vacuum, the autoelectron
energy distribution has anormal shape and the current—
voltage characteristic of the probe emission current of
the crystallite corresponds to curve |. Annealing of the
emitter at the same temperature in an eectric field
brings about a decrease in the probe current by one
order of magnitude. Scanning of the dependence of the
autoel ectron energy distribution on the anode potential
revealed an additional low-energy maximum located at
0.45-0.5 eV below the principal maximum. In this
case, the current—voltage characteristic of the probe
current corresponds to curve Il. An increase in the
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anode potential leads to a shift in the autoelectron
energy distribution toward the low-energy range with a
step proportiona to the step of change in the anode
potential. This confirms the crystalline structure of the
region under investigation. When the anode potential
reaches a limiting value, the emission current and the
autoelectron energy distribution abruptly regain their
initial values; i.e., the autoelectron energy distribution
and the current—voltage characteristic of the crystalite
changein thedirection Il — 1.

4. CONCLUSIONS

Thus, the emission current of the carbon crystallites
of the graphitized carbon material anneadled at 1173 K
has an upper limit determined by Joule heating of the
crystallite. Joule heating of the emitting carbon crystal-
lite causes its spontaneous transformation. This trans-
formation can be accompanied either by a decrease in
the emission current by one order of magnitude and the
appearance of an additiona low-energy maximum in
the autoelectron energy distribution or, conversely, by
an increase in the emission current by one order of
magnitude and the restoration of the autoelectron
energy distribution to its normal shape. Annealing of
the carbon crystallitein an electric field leadsto itsther-
mal-field-induced transformation. Thisis attended by a
decrease in the emission current of the crystalite by
one order of magnitude and the appearance of an addi-
tional low-energy maximum in the autoel ectron energy
distribution.
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Abstract—This paper reports on the results of MNDO cal culations of the atomic adsorption of oxygen and flu-
orine on the surface of armchair and zigzag single-walled carbon nanotubes with a cylindrical symmetry. The
calculations are carried out within the molecular cluster and ion-incorporated coval ent-periodic cluster models
at the modern quantum-mechanical semiempirical MNDO level. The electronic and energy characteristics of
the oxidation and fluorination processes are analyzed, and the most energetically favorable oxide structure of
the (6, 6) nanotube is determined. It is found that narrow-gap tubulenes show a tendency to metallic behavior
astheir surface is saturated with oxygen atoms. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

In recent years, considerable attention has been
focused on investigating the electronic band structure
of single-walled carbon nanotubes modified by differ-
ent methods. In particular, it was reveal ed that the prop-
erties of tubulenes can change depending on the partic-
ular modifying or doping technique, the choice of
incorporated or adsorbed elements, and treatment con-
ditions. In this work, we studied the dynamic and
energy characteristics of the processes of oxidation and
fluorination of achiral carbon nanotubulenes that are
small in diameter. For this purpose, we performed the
MNDO simulation of the atomic adsorption of oxygen
and fluorine on the outer surface of carbon nanotubes.
The adsorption processes were investigated using suc-
cessive quantum-mechanical calculations within the
framework of the MNDO method [1] modified to the
cases of a periodic cluster (the so-called ion-incorpo-
rated covalent-periodic cluster model [2]) and a molec-
ular cluster.

2. OXYGEN ADSORPTION

A single-walled nanotube of the (6, 6) type was cho-
sen as the object of investigation. One or several oxy-
gen atoms were adsorbed on the outer surface of the
nanotube. The calculations were performed within the
ion-incorporated covalent-periodic cluster approach,
which was successfully used earlier to investigate the
electronic band structure of extended solid-state sys-
tems, including tubulenes. The position of an oxygen
adatom was chosen according to the results obtained in
our earlier work [3]. More specifically, this atom was
located above a carbon atom of a hexagon located on
the nanotube surface.

The potential energy surface of the nanotube—oxy-
gen atom system was constructed by step-by-step
placement of the oxygen adatom closer to the tubulene
surface. It was found that the energy minimum is
located at the distancer o = 1.3 A. Thisminimum cor-
responds to the formation of a chemical bond between
the oxygen adatom and the carbon atom on the tubulene
surface.

Analysis of the results obtained in optimizing the
geometry of the system revealed that the oxygen
adsorption on the nanotube surface leads to an increase
in the length of three C—C bonds (to 1.47 A) involved
in the carbon hexagon adsorbing the oxygen atom.
Therefore, we can make the inference that the oxygen
adsorption brings about the distortion of the nanotube
surface, because the carbon atom adsorbing the oxygen
atom rises above the tubulene surface, whereas the
neighboring carbon atom sinks below the surface, thus
forming an active center inside the nanotube.

Table 1. Band gaps and adsorption energies of oxygen
atoms on the (6, 6) carbon tubulene

O]!\Ig;%ergs AEg, eV Eq per atom, eV
0 3.76 -
1 3.67 10.76
2 3.50 7.96
3 3.47 8.27
6 231 7.54
24 (layer 1) 0.87 -3.81
24 (layer 2) 0.04 28.70
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In addition, we carried out the MNDO calculations
for two variants of the attachment of oxygen atoms to
the nanotube surface. In the first variant, the oxygen
atoms are arranged above the carbon atoms of three
adjacent sheets of hexagonsin such away that rings of
the superlattice formed by adatoms are not shifted rela-
tive to each other. In the second variant, even rings con-
sisting of adatoms are displaced with respect to odd
rings by the C—C bond length. Analysis of the results
(Table 1) demonstrated that the second variant of the
oxide structure of the nanotube is more energetically
favorable.

Recently, there appeared a number of experimental
works concerned with the investigation of the elec-
tronic properties of semiconducting carbon nanotubu-
lenes treated with gaseous oxygen [4]. It was revealed
that, after interaction with oxygen, the narrow-gap
semiconducting tubulenes exhibit metallic behavior.
We investigated the electronic and energy properties of
tubulenes whaose surface was saturated with oxygen
atoms. In particular, we analyzed how the saturation of
the nanotube surface with adsorbed oxygen atoms
affects the band gap AE, (Table 1). As can be seen from
Table 1, the band gap decreases with an increase in the
number of oxygen atoms adsorbed on the nanotube sur-
face. This suggests acrossover of the conductivity from
onetypeto another in the material formed upon adsorp-
tion. It should be noted that, for the oxidized nanotube,
the O 2p atomic orbitals are located within the valence
band rather than at the valence band edge.

Thus, our theoretical results completely confirm the
experimental dataon changesin the conducting proper-
ties of carbon nanotubes upon their oxidation.

3. FLUORINE ADSORPTION

The adsorption energies and the activation energies
for adsorption of atomic fluorine on the outer surface of
the (6, 6) carbon nanotube were calculated within the
MNDO formalism for a simple molecular cluster. The
attack of the carbon nanotube surface by fluorine was
simulated through step-by-step placement of a fluorine
atom closer to the carbon atom located on the surface.

As follows from the results of quantum-chemical
calculations (Table 2 and figure), the energy of interac-
tion between the nanotube and fluorine has two minima
at thedistancesR,, = 2.5 A and R, = 1.8 A. The former
minimum at the R,, distance corresponds to the van der
Waals interaction between fluorine and the nanotube,
i.e., tothe so-called physical adsorption. Thelatter min-
imum is associated with the chemical adsorption. In

483

3~

o
24 Ry 2.8

R, A

Dependence of the energy E on the reaction coordinate R.

order to occur at a point corresponding to the Ry, dis-
tance, the fluorine atom must overcome the potential
barrier Eyy, = 2.1 eV (activation energy). The energy
gain for this adsorption can be estimated as E =
1.8 eV. In this case, the energy is reckoned from the
energy of the system at R = .

The positive value of E,, implies that the physical
minimum at the Ry, coordinate corresponds to a meta-
stable state. By overcoming the potentia barrier of the
height E, — E4 = 0.2 eV, the fluorine atom can transfer
from the metastable state to a more stable state at the
Ry, coordinate. The energy gain Eg, for chemisorption
isequal to—1.4 eV. The negative value of the E, energy
means that the system under investigation isin a stable
state. The C—F bond length Ry, is approximately equal
to 1.7 A. Apparently, the formation of fluorinated car-
bon nanotubes can occur through classical and tunnel-
ing mechanisms. In the quasi-classical approximation,
the number of atoms attached to the surface in a unit
time can be estimated from the standard formulas. The
reaction rate V; is found to be equal in order of magni-
tude to ~6 x 10 ns. In the case when the barrier is
overcome through the tunneling mechanism, the pro-
cess proceeds only provided the energy a of particles
attacking the nanotube surface is higher than the Ey
energy. The probability of a particle tunneling through
this barrier is determined aswa ~ 102 s,

The fluorine adatom interacting with the surface of
the carbon nanotube attracts the surface carbon atom, as
is the case in the atomic oxygen adsorption described

Table 2. Calculated physical and chemical adsorption energies, activation energies, and the relevant distances

Nanotube type Ew, €V Ry, A Eqp €V Rep A E, eV Eq €V
(6, 6) 21 25 5.2 1.8 1.9 18
(6, 6)—F 1.8 - 24 1.8 - -
PHYSICS OF THE SOLID STATE Vol. 44 No.3 2002
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above. This atom deviates from the nanotube surface so
that the bond length increases, on the average, by 4%.

Moreover, we investigated the adsorption of a fluo-
rine atom on the (6, 0) nanotube surface. It wasrevealed
that the attack of the (6, 0) nanotube surface by a fluo-
rine atom leadsto barrier-free adsorption; i.e., each col-
lision of atomsresultsin theformation of an F—C chem-
ical bond. The surface of the (6, 0) carbon nanotube is
characterized by considerable dihedral angles between
the hexagon planes. The surface carbon atoms change
their electronic configuration and become s%p?*2-
hybridized. One of the s°p? * ®-hybridized orbitals of the
carbon atom is unsaturated. Therefore, the nanotube
under investigation possesses a high reactivity and effi-
ciently adsorbs fluorine atoms.

4. CONCLUSION

Thus, the successive MNDO cal culations of the pro-
cesses of oxidation and fluorination of carbon nano-
tubes demonstrated the possibility of forming oxide
and fluoride materials based on carbon nanotubes. The
attachment of oxygen or fluorine atoms brings about a
substantial distortion of the tubulene surface, thus

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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changing the physicochemical and adsorption proper-
ties of the tubulenes. The saturation of the nanotube
surface with oxygen atoms leads to changes in the
semiconducting properties of the tubulenes, which
exhibit atendency to metallic behavior. The estimate of
the chemical reaction rate showed that its value
depends on the concentration of atomic fluorine over
the nanotube surface; i.e., the reaction rate is deter-
mined by the gas pressure in the experimental setup.
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Abstract—This paper reports on a theoretical study of intraband resonances arising in the absorption of elec-
tromagnetic radiation by a quantum nanotube both with and without involvement of optical phonons. Explicit
relations are derived for the absorption coefficients. Therelative intensities of the resonance peaks are analyzed.

© 2002 MAIK * Nauka/Interperiodica” .

Nanostructures support two main types of intraband
resonances associated with absorption of high-fre-
guency electromagnetic radiation. The first type is due
to electron transitions between two energy levels
caused by phaoton absorption. The second type is asso-
ciated with transitions between two electron states
accompanied by simultaneous absorption or emission
of a phonon. Note that the investigation of intraband
resonances is presently attracting considerable interest
[1-3], because it offers an efficient method for deter-
mining the parameters of electron and phonon energy
spectra.

It iswell known that a carbon nanotube is geometri-
caly close to a cylinder. Note that the electronic prop-
erties of nonplanar nanostructures are governed prima-
rily not by the actual form of the crystal lattice but
rather by the geometry of the system. Therefore, anum-
ber of the physical properties of a carbon nanotube can
apparently be described satisfactorily in terms of the
electron gas model in the effective-mass approxima-
tion. In particular, the results obtained for the magnetic
response of a 2D electron-gas layer rolled into a cylin-
der [4] were found to be in very good agreement with
those derived [5] for a carbon nanotube in the tight-
binding approximation. With this in mind, we model
the carbon nanotube using a quasi-2D electron-gas
layer rolled into a cylinder, as described in [6]. The
spectrum of such a system placed in amagnetic field B
paralel to the cylinder axis can be written as

_ 10 p’
Enmp = ﬁQHH— + AP + 5 1)

where Q = Jw + W}, w, = [e|B/m*c is the cyclotron
frequency, w, isthe characteristic frequency of the par-
abolic confinement potential constraining the radial
motion of electrons, A = hzwi [2rm* R2Q2 is the size
guantization energy, Risthe average nanotuberadius, p

is the electron momentum along the nanotube axis, m =
0,#1,£2,...,andn=0,1,2,....

We calculate the absorption coefficient for electro-
magnetic radiation using the perturbation-theory for-
malism [7] in order to study the interactions of elec-
trons with a high-frequency field and lattice (character-
ized by the interaction Hamiltonians Hg and H,) that
are simultaneously switched on in the case of transi-
tionsinvolving phonons.

The absorption coefficient can be written asasum of
partial absorption coefficients (the direction of the elec-
tromagnetic wave polarization is chosen perpendicular
to the nanotube symmetry axis),

z rm, m,n,m), 2)

n',m,n,m

where the plus and minus signs relate to the phonon
emission and absorption processes, respectively; w is
the photon frequency; and n', m" and n, m are discrete
guantum numbers of the initial and final states, respec-
tively.

Note that, in the case of anondegenerate gas, transi-
tions from the ground state will provide the major con-
tribution to the absorption coefficient. Therefore, we
shall subsequently consider the case with n' = 0 and
m' = 0.

In the case of scattering from DO phonons, the par-
tial absorption coefficients are

r(w) =

r(o, 0, n, m)

< = (- 1)”ﬁjm—°°z —
0 Q(1-w¥Q?

_sinh(AQ/T) ET\‘

O:(exp(NIT)) (o)

©)

x exp(—hQ/ZT)exp(hAw/ZT)KongzATwE
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2
y [bzmz% _ %L;n—llz(meZ) _ L;rl—13/2(b2m2)}
where Ko (X) isaBessal function, L)' (X) are the associ-
ated Laguerre polynomials, ©5(x) is the Jacobian func-

tion, Aw=w—-Qn— % m? ¥ wy, isthe resonance detun-

ing, w, is the phonon frequency, b? = W} 122Q2R2, N, =
[exp(fiwy/T) — 1] is the Planckian distribution func-

tion, Iy = 32./2meNfi2a, /c. /e Lm*313Q3, a, is the
electron—phonon coupling constant, L, is the nanotube

length, | = JVA/m*Q, N isthe number of electrons per
unit volume, and € isthe real part of the dielectric per-
mittivity.

Asseen from Eq. (3), if one neglects phonon disper-
sion, the absorption coefficient has alogarithmic singu-
larity originating from the behavior of the Bessel func-
tion at the points where Aw vanishes. Note that the
same singularity exists in the case of scattering from
PO phonons as well. This singularity broadens if one
takes into account the level width due to collisions or
includes the dispersion of optical phonons.

Let us estimate the intensity of the resonance peaks.
We note first of all that, because of the factor
exp(—hwy/T), the intensity of the absorption peaks for
hwy > T is much weaker than that of the emission
peaks. Furthermore, the peak intensity falls off rapidly
with increasing m as exp(—b’m?). Therefore, the m= 0
transitions dominate (except in the case where the tran-
sitions occur without achange in the magnetic quantum
number, m = m). Therelativeintensity of the resonance
peaks with different n for such transitionsis given by

r0,0,n,0) _ 1 (Qn#w)(Q°-w)’
r0,0,0,00 N [Q*—(Qnztw)]’

4)
X [exp(—hmolt) + % + %}% + 1% % + rH

Note that if the absorption process does not involve
optical phonons, only the transitions between the adja-
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cent levels, with n = n' = 1, will be alowed (and the
transitions involving a change in the magnetic quantum
number m will be forbidden) [8]. The participation of
optical phonons in absorption makes resonance transi-
tions between levels with different m and n allowed.
The existence of resonance does not depend on the
actual kind of electron statistics; therefore, the relation
for the absorption coefficient in the degenerate case will
have the same resonance frequencies as in the nonde-
generate case. However, in the degenerate-gas case, one
may expect there to be features associated with the gas
degeneracy, namely, breaks appearing in the I'(w)
graph.
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Abstract—Temperature dependences of the electrical resistivity of samples of carbon nanoparticles obtained
from nanodiamonds by annealing at 1800, 1900, and 2140 K were studied. The magnetoresi stance of these sam-
ples was measured at 4.5 K. Data on the positive magnetoresistance obtained in fields above 3 T were used to
estimate the mean free path | of carriers at liquid-helium temperature, | ~ 12 A for asample annealed at 1800 K,
| ~80 A for asample annealed at 1900 K, and | ~ 18 A for the case of annealing at 2140 K. The samples annedled
at 1800 and 2140 K exhibit a negative magnetoresistance in fields below 2 T. The carrier concentrations n in the
samples annealed at 1800 and 2140 K were estimated as n ~ 8 x 10?2 and 3 x 10% cm3, respectively. © 2002

MAIK “ Nauka/Interperiodica” .

Investigation of the electron transport properties of
carbon materials is attracting considerable interest,
because it provides information on their structural
imperfection and electronic structure. Structural
defects in carbon materials directly affect their elec-
tron-transport and magnetic properties. For instance,
the extrinsic-carrier concentration in quasi-two-dimen-
sional graphitesis determined by the concentration and
structure of defects [1], and their electrical and mag-
netic properties are governed by this concentration [2,
3]. A number of experimental [4—6] and theoretical [7]
studies indicate that defects play the same part in mul-
tilayer carbon nanotubes. The present paper reports on
experimental evidence of defects playing asimilar role

in carbon nanoparticles prepared by graphitization of
nanodiamonds.

Bulk samples of carbon nanoparticleswere prepared
by annealing nanodiamonds at 1800 K (sample 1),
1900 K (sample 2), and 2140 K (sample 3). The sam-
ples thus obtained (Fig. 1) consisted mainly of multi-
layer spheres with an interlayer distance of ~3.5A ina
sphere, which is close to that in quasi-two-dimensional
graphites. These spheres merge to form agglomerates
measuring 500-5000 A. Powder bulk samples con-
sisted of these agglomerates. Powders to be measured
were packed into a cylindrical ampule with four silver
contacts. The electrical resistance of the samples thus
prepared was measured using the four-probe technique.

Fig. 1. Electron microscope images of carbon nanoparticle samples prepared from nanodiamonds by annealing at (1) 1800, (2) 1900,
and (3) 2140 K. The parameter x shown in the photographs specifies the number of the remaining amount of nanodiamonds deter-

mined by weighing the sample.
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Fig. 2. Temperature dependence of the electrical resistivity
of carbon nanoparticle samples prepared from nanodia-
monds by annealing at (1) 1800, (2) 1900, and (3) 2140 K.
The continuous lines are fitswith Eq. (1) made with thefol-
lowing fitting parameters. (a) n =2 for al curves, C=47 K
and pg = 140 mQ cm for curve 1, C = 121 K and pg =
141 mQ cmfor curve 2, and C =38 K and pg = 189 mQ cm
for curve 3; (b) n = 3 for al curves, C = 174 K and pg =
75 mQ cm for curve 1, C = 355 K and pg = 91 mQ cm for
curve 2, and C = 180 K and pg = 87 mQ cm for curve 3.

Figure 2 plots the temperature dependences of the elec-
trical resistivity p(T) of samples of the three types men-
tioned above. The continuous lines are fits of the exper-
imental data to the relation

p(T) = poexp(ClkgT)™", ()

where p, and C are constants specified in the caption to
Fig. 2. The experimental data are best fitted by Eq. (1),
with the parameter n = 2 at low temperatures (Fig. 2a)
and n = 3 for high temperatures (Fig. 2b). Relation (1)
is characteristic of variable-range hopping conduction
(the so-called strong-localization case [8]) in systems
with a semiconducting character of electrical conduc-
tion in the presence of local disorder. The coefficient n
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Fig. 3. Relative electrical resistivity vs. magnetic field B for
carbon nanoparticle samples prepared from finely dispersed
diamonds by annealing at (1) 1800, (2) 1900, and (3) 2140K.
The continuouslinesare plotsof Eq. (2) in (a) and of Eq. (3)
in (b).

in Eq. (1) may vary from 1/2 to 1/4, depending on the
dimensionality of carrier motion [8] and on whether the
Coulomb gap is significant or not [9]. The valuen = 2
observed in all samples at low temperatures (for T <
100K insample 2, and for T < 20 K for samples 1 and
3) implies a dominant role of the Coulomb gap. For
T> 20K for samples1and 3andfor T> 100K for sam-
ple2, Eqg. (1) isobserved to hold with n = 3 (two-dimen-
sional localization), which indicates aweakening of the
part played by the Coulomb gap in the temperature
dependence of the electrical resistivity of these samples
at high temperatures.

We also measured the magnetic-field dependence of
the electrical resitivity of the same samples at liquid-
helium temperature (4.5 K) with an MPMS-5 SQUID
(Quantum Design, USA) magnetometer. The data
obtained are displayed in Fig. 3. The experimental rela-
tions obtained on both samples in magnetic fields B
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above 3 T are described by Eg. (2), which istypical of
classical positive magnetoresistance (continuous lines
inFig. 3a) [10]:

Ap(B)/p(0) O(1/r)%, )

wherel isthe mean free path of carriers, r, = veB/mcis
the electron Larmor precession radius in a magnetic
field, and v, e, and mare the velocity, charge, and effec-
tive mass of an electron, respectively. An estimation of
the mean free path | from data on the positive magne-
toresistance yields | ~ 12 A for sample 1, ~80 A for
sample 2, and ~18 A for sample 3. Thus, sample 1 has
more defects than sample 3. The most ordered is sam-
ple 2. Electron microscope images of sample 2 (Fig. 1)
show well-pronounced, multilayer nanospheres with
characteristic diameters D ~ 30-50 A. In samples sub-
jected to the lowest or highest annealing temperatures,
these spheres merged into agglomerates with common
surface layers. These layers have more defects than
those of the almost isolated nanoparticlesin the sample
annealed at the intermediate temperature. Carrier
motion with such small mean free paths as those in
samples 1 and 3 occurs through diffusion and should
bring about negative magnetoresistance in weak mag-
netic fields [11]. As seen from Fig. 3, sasmples 1 and 3
exhibit negative magnetoresistance in fieldsup to 2 T.
The continuous lines in Fig. 3b plot the equation [11]

In[p(T, H)/p(T, 0)]
= A{(eB/Ac)n;} Inp (T)/pql,

where A is a constant of order unity, n. is the critical
carrier concentration near the mobility edge, and p, is
the residual resistivity. The experimental data obtained
were used to estimate the carrier concentration in the
samples (assuming n ~ny): n ~ 8 x 10! cm for sam-
ple 1, and ~3 x 10% cm3 for sample 3.

As seen from the above estimates, the carrier con-
centration in the sample annealed at the maximum tem-
perature of 2140 K is lower than that in the sample
annealed at 1800 K. This result correlates with the fact
that extrinsic carriers associated with defects in graph-
ite layers provide a substantial contribution to the car-
rier concentration in graphite-like systems[1-7]. Sam-
ple 1, annedled at the lowest temperature, has more of
such defects; this is what brings about the increase in
the carrier concentration in this sample compared to
sample 3. This conclusion conforms well with the
mean-free-path estimate made from the positive
magnetoresistance data (I ~ 12 A for sample 1, and
~18 A for sample 3). The magnitude of | for samples 1
and 3 is less than the characteristic diameter of the
spheres, and, hence, the defects are contained within
these spheres. Sample 2, annedled at the intermediate
temperature (1900 K), turned out to consist of practi-
caly defect-free multilayer spheres (Fig. 1, pand 2);
this accounts for the much larger mean free path (I ~
80 A) and the absence of negative magnetoresistance.
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Thus, our dataon the temperature dependence of the
electrical resistivity and on magnetoresistance permit
one to conclude that carbon nanoparticle samples
obtained from nanodiamonds by annealing at 1800 and
2140 K contain defects inside the graphite-like layers
they are composed of. These defects bring about a
decrease in the mean free path of the carriers and an
increase in their concentration, as is the case in quasi-
two-dimensional graphites and multilayer carbon nan-
otubes. The mean free path in the sample annealed at
1800 K is smaller and the carrier concentration is
higher than their respective values in the sample
annealed at 2140 K. The sample annealed at the inter-
mediate temperature (1900 K) is made up predomi-
nantly of practically defect-free multilayer spherical
nanoparticles (Fig. 1, panel 2).
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Abstract—The electrodynamic response of electron gas on the surface of a nanosphere in a weak magnetic
field is studied. The case of the photon polarization vector oriented parallel to the magnetic field (the Faraday
geometry) is considered. An analytic expression for the coefficient of electromagnetic-radiation absorption by
the nanosphere is derived. It is shown that, at low temperatures, the absorption curve has, in the general case,
two resonance peaks. The curve also exhibits breaks. © 2002 MAIK “ Nauka/Interperiodica” .

New technologies permit one to produce nano-
spheres with diameters from a few to hundreds of
nanometers [1], and, quite recently, it has become pos-
sible to deposit metal or semiconductor coatings on
them [2]. The progress made in this technology has
stimulated an explosive growth in the number of publi-
cations on nanospheres. The spectral [3] and transport
properties of spherical particles [4, 5] and the effect of
system nonsphericity on the spectral and magnetic
characteristics [6] and optical properties[7] are attract-
ing considerable interest. Investigation of intraband
optica transitions in nanostructures offers important
information on the parameters of the energy spectrum
and of the electronic Fermi surface [8, 9].

In this work, we investigate the electrodynamic
response of a nanosphere placed in a weak magnetic
field. The model of the sphere can be used to study
dielectric spherica particles coated by a thin metal or
semiconductor shell with athickness considerably less
than the particle diameter.

We consider a gas of noninteracting electrons mov-
ing over the nanosphere surface in a weak uniform
magnetic field. In this case, the term quadratic in the
field in the Hamiltonian can be dropped. Then, the
energy spectrum and the wave function of an electron
can be written as

hwy
2

Ep = %Ql(l £ 1)+ L

U m(®,9) = Yi,n(®,9),

where | and m are the orbital and magnetic quantum
numbers, respectively; Q = #/m*R?, m* is the effective
electron mass; R is the radius of the nanosphere; w. is
the cyclotron frequency; and Y, ,, are the spherical har-
monics. These relations are applicable if the inequality
W, < 4Q holds.

We calculate absorption for the Faraday configura-
tion, namely, for the photon polarization vector parallel
to the uniform magnetic field.

The method developed in [10] permits one to derive
the absorption coefficient by treating the electron inter-
action with a high-frequency electromagnetic field in
terms of perturbation theory. By assuming thereto be a
degenerate electron gas, neglecting spontaneous pho-
ton emission, and dropping exponentially small terms,
we obtain the following estimate for the absorption
coefficient in the dipole approximation:

F_Q9¢ < PF+1°-m)

Mo W& £ 401+1)°-1

« Fo(Bim) 1= fo(Ey m+ h0)]
1+ 15 (w—Q(l +1))°

(D

where T, = 4me’t/cn* S./e(w) , T isthe phenomenol og-
ical relaxation time, Sisthe area of the sphere’s surface
that intercepts the electromagnetic radiation, €(w) isthe
real part of the dielectric permittivity (assuming no dis-
persion in the frequency range considered here), and
fo(E, ) isthe Fermi function.

At low temperatures, the major contribution to the
absorption coefficient is due solely to transitions from
the levels lying below the chemical potential. Let I, be

the orbital quantum number such that E, , < p <

E,,+1,-,-1- Then, resonance will occur only in transi-

tions between the levels of the |, and |, + 1 shells, as
well as between those of thel,— 1 and |, shells (the lat-
ter ispossible only if thel, shell is not closed); in other
words, resonances in the absorption appear at frequen-
ciesw=Qlyand Q(ly + 1).

1063-7834/02/4403-0490$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Absorption coefficient of a nanosphere vs. electromagnetic radiation frequency and magnetic field strength; R = 10°cm, T =

0.00001 K, T=5x 101 and p = 5.165 x 1071 erg.

Considering the contribution of only these reso-
nance transitions, we obtain the following estimate for
the absorption coefficient in the case of a strongly
degenerate gas (1 > T):

o'
el

oo + mg) (45 — 2mg + 21 gmg + 9l + 3mg + 5)
6(20,+1)(2l,+33)[1+ rz(oo— Qlly+ 1))2]

X

oo

26+ 1)°— M fo(E, ) @
(2o +1)(2lo + 3)[1+ T(@— Olo + 1))7]

" (lo=1)2(2=m?) 1= fo(Ey, 1 m* h0) O
2 om0+ D 1r(e_ay -

m=—ly+1

Inthe case of E, | < WU < E_,1_,_1, the magnetic
guantum number ism, = l,; otherwise, m, isfound from
the double inequality B, , <H < B +1-ASshown
by a numerical analysis, the plots of Egs. (1) and (2)

amost coincide in the vicinity of the resonance fre-
guencies.

As aready pointed out, variation of the field B can
cause the electronic levels to cross the chemical poten-
tial. In this case, the quantum numbers |y and my may
change. As a result, the peak height will change in a
jump, and, as seen from thefigure, thiswill increase the
height of the first peak and reduce that of the second.
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As follows from Eqg. (1), at low enough tempera-
tures, only those electronswhose energy liesin the [ —
hw, Y] interval take part in absorption. When the fre-
guency of the electromagnetic radiation varies, the
electron energy level may crossthe u —fiw level. Asa
result, the number of electrons involved in absorption
will change and, as seen from the figure, a break will
form in the dependence of " on .

In weak fields, breaks form in series. Each series of
breaks corresponds to a crossing of levels of the same
shell with g — Aw. The number of breaksin a seriesis
equal to the number of levelsin the corresponding shell.
For instance, the number of breaksfor thel shell is2| + 1.
As seen from the condition of the break formation p —
hw = E ,, breaks appear at the frequencies w = p/A —
Ql(I + 1)/2 — w.m2. Whenceit followsthat the distance
between neighboring breaks in a series is Aw = w/2.
The magnitude of the jump at a break is very small
compared to the peak height.

Note that an increase in temperature smoothens the
breaks substantially and, in addition, results in a
decreasein the height of the large peak and an increase
in the amplitude of the small one.
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Abstract—As part of our ongoing research program to produce semiconductor devices based on Cg thin films,
we report here on our first attempts at the intercal ative doping of Cgg thin films through the diffusion of metals.
Two techniques were employed: (a) chemically induced counter electrodiffusion of Cu and I, into a Cgy matrix
and (b) Au diffusion under the action of an external electric field. © 2002 MAIK “ Nauka/Interperiodica” .

The most commonly practiced kind of doping of a
Cep solid is intercalation whereby dopants are located
between the Cg, molecules in the interstitial positions
of the host crystal structure [1]. Intercalated fullerides
can be produced by the simultaneous vacuum evapora-
tion of Cg, molecules and dopant atoms or by diffusion
of dopant atoms into a pristine Cg, crystal. Such diffu-
sion can occur as a spontaneous process or it can be
induced by an external stimulus, like vapor pressure or
an electric field applied to the sample. The study of
impurity diffusion in Cg, crystals and thin films has
recently become an important subject in fullerene
research [2].

This paper presents the results of an experimental
study of two diffusion phenomena in Cg, thin films
(with emphasis on the possible semiconductor doping
of the material): (a) chemically induced counter elec-
tro-diffusion (CICED) of Cu and I, into a Cg, matrix
and (b) diffusion of Au under the action of an external
electric field. The resulting samples were characterized
by x-ray diffraction, Auger electron spectroscopy
(AES), and conductivity measurements.

1. EXPERIMENTAL

Ceo films 100 nm thick were grown, using avacuum
deposition technique, on glass and mica substrates, as
well ason glass substrates, predeposited with a Cu sub-
layer [3, 4].

The crystalline structure of these Cg, filmswas stud-
ied by x-ray diffraction (XRD). The morphology of the

front surface of the films (in particular, the grain size at
the front surface) was studied by atomic-force micros-

copy.

L This article was submitted by the authorsin English.

The elemental composition at the surface and in-
depth concentration distributions (“ sputter depth profil-
ing”) for Cg, films were studied by AES combined with
controlled Ar ion bombardment. The details of the AES
measurements are presented elsewhere [5].

The conductivity of Cg, films was measured in two-
and four-probe configurations of electrodes (Fig. 1)
using a Hewlett Packard 4140B picometer dc voltage
source.

The other experimental details are given below.

2. RESULTS AND DISCUSSION

2.1. Chemically Induced Counter Electrodiffusion
of Cu and |, into the Cg, Matrix

Recently [5], we developed a new technique for
doping (intercalation) Cg, thin films, the so-called

o

e

Atomic fraction

I

0 10 20 30 40 50
Sputtering time, min

Fig. 1. Depthdistribution of Cu, I, O, and C atomic fractions
(in units corresponding to the time of sputtering by Ar ions)
measured by AES after ten minutes of exposure to an |,
atmosphere of a Cu-supported Cgg film.

1063-7834/02/4403-0493%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Fig. 2. Temperature dependences of two-probe coplanar
conductivity before and after trestment of the Cg films for
an hour under an electric field of 500 VV/cm at 150°C: (a) a
highly dispersed film, (b) a film of intermediate crystallin-
ity, and (c) ahighly crystalline film.

CICED. The technigue involves vacuum deposition of
a highly crystalline Cg, thin film onto ametal (Cu, Au,
AQ) sublayer [3] and subsequent exposure of the sam-
plesto areactive gas atmosphere.

If oxygen is employed as the reactive gas atmo-
sphere, diffusion of oxygen atoms through the front
surface of the fullerene film is observed and a corre-
sponding slow counter diffusion of metal from the sub-
layer occurs (with a characteristic time measured in
months). Analysis of the resulting doped material, after
ten months of exposure to air of the Cu-supported Cg,y
films at room temperature, reveaed the presence of Cu
and O atoms at all depthsin the samples and the forma-
tion of a complex which we refer to as Cu,0,Cqg,. We
have published [5] detailed results of an oxygen-
induced-doping experiment, together with a suggestion

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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that the following CICED multistep process takes place
under the experimental conditions: (1) well-known dif-
fusion of molecular oxygen (O,) from air into the Cg,
film, (2) emission of free electrons from the Cu sub-
layer to oxygen molecules in the Cg, matrix, (3) gener-

ation of an interna eectric field between (O—Cgp)~
complexes and the Cu* sublayer, (4) drift of Cu* from
the sublayer to the (O,—Cg;)~ complexes, and (5) forma-
tion of the Cu,0,Cg, complex.

In the case of aniodine atmosphere, the metal diffu-
sion was observed to occur on atime scale that is sev-
eral orders of magnitude faster. Indeed, even ten min-
utes of exposure of the Cu-supported Cg, filmsto an I,
atmosphere at room-temperature led to a complete dis-
appearance of the Cu sublayer due to Cu diffusion into
the Cg, film. X-ray diffraction revealed an absence of
Cu peaks. At the same time, together with the {111}
reflections from the Cq, lattice, four intense Cul peaks
appeared after exposure. AES depth profiling measure-
ments of this sample (Fig. 1) revealed the presence of
Cuand |, at al depthsin the Cg, film (the most surpris-
ing result being that Cu is present even at the front sur-
face of the film!). A clear correlation between the Cu
and | atomic fractionsisalsoin evidence. Thisindicates
the existence of Cul over the entire thickness of the Cg,
film. In other words, we may conclude that the expo-
sure of a Cu-supported Cgq, film to an |, atmosphere
leads to counter diffusion of Cu and I, into the Cg,
matrix, resulting in the formation of a Cq—Cul compos-
ite material.

Using a two-probe measuring technique, a substan-
tial increase in the dark conductivity [from 10°-10-12
to 10°2-10 (Q cm)™] was observed after Cul doping.
Unfortunately, no semiconductor behavior or photo-
conductivity of the doped samples were observed.
These results suggest that electronic transport occurs
mainly by percolation through the Cul phase of the
composite material, which has low dark resistivity but
is not photosensitive.

We believe, however, that by using this counter dif-
fusion approach and optimizing the process conditions,
it ispossibleto produce Cgy-based materials doped with
various compoundsin the form of both phase-separated
composites and solid solutions (intercal ated fullerides).
Intercalation of Cg, with compounds is now becoming
aresearch direction of vital importance because of the
following recently published findings. Schon et al. [6]
discovered superconductivity with atransition temper-
ature T, =52 K inasingle crystal of Cg, doped by holes
by using the technique of gate-induced doping in a
field-effect transistor. This value of T, is the highest
ever observed in a Cyy-based material. Furthermore, the
authors believe that values of T, up to 100 K will be
achievable in a suitably expanded, acceptor-interca-
lated Cg, lattice. On the other hand, to the best of our
knowledge, the only successful examples of the doping
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of Cg, by acceptorsisintercalation by compounds such
as InClg, Ask5, SbF, and SbCl; [7-9].

Furthermore, one of the most important CICED
results presented—extremely fast metal diffusion into
the Cq, film under the action of an internal electric
field—suggested that one should attempt the diffusion
of metalsinto Cg, films under the action of an external
electric bias.

2.2. Diffusion of Au into Cg, Films under the Action
of an External Electric Bias

Three types of Cg, films grown on an insulator sub-
strate were used in these experiments: (a) highly dis-
persed films (grain size of ~20 nm, no texture), (b) films
of intermediate crystallinity (grain size of 80—-100 nm,
no texture), and (c) highly crystalline films (grain size
of 500-1500 nm, [111[texture).

The conductivity measurements were performed
in situ while pumping the quartz tube with the sample
to a dynamic vacuum of 10~ Torr and heating the sam-
plesto elevated temperatures. After the sample temper-
ature had reached avalue of 150°C, we applied a series
of external electric fields, with strengths of 150, 300,
and 500 V/cm, between the Au €l ectrodes. We observed
an increase in the measured value of current (i.e., in the
film conductivity) with time related to the length of
time the field was applied. The rate of increase was
observed to be intensified as the electric field strength
was increased. These results are in agreement with
those of asimilar experiment performed by Firlg et al.
[2, 10]. However, in addition, we revealed a strong cor-
relation between the rate of the conductivity increase
and the crystalline structure of the films: for increased
film grain sizes, the rate of conductivity increase was
observed to diminish.

Figure 2 shows the temperature dependences of the
two-probe coplanar conductivity of Cg, films with var-
ious degrees of crystalinity before and after treatment
by a 500 V/cm electric field at a temperature of 150°C
for an hour. All temperature-dependent results show a
semiconductor-like activated behavior. Furthermore,
we can certainly conclude that the values of activation
energy decrease as a result of treatment in al three
cases. Thisis direct evidence that semiconductor dop-
ing occurred during the treatment.

Another interesting feature of these results is the
observed relationship between the decrease in activa
tion energy and the crystalline structure of the samples
(table). Specifically, the minimum value of activation
energy (or, in the other words, the maximum doping
effect) after treatment was observed for those samples
with the smallest grains. In this case, the room-temper-
ature conductivity was found to increase by more than
50 times (Fig. 24). Conversely, the maximum activation
energy (i.e., the minimum doping effect) was observed
for a highly crystalline sample (Fig. 2c). Both a
decrease in activation energy and an increase in the

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

2002

495

Correlation between the grain sizes in Cgy films and their
value of activation energy of conductivity after treatment
under an electric field of 500 V/cm at 150°C for an hour

' L Activation
Cego film structure Grain size, nm energy, eV
Highly dispersed ~20 0.5
Intermediate crystalline 80-100 0.78
Highly crystalline, textured| 500-1500 1.06

conductivity values (after trestment) with decreasing
grain size were observed.

The electrodiffusion experiment using a four-probe
configuration of electrodes demonstrated similar
results. AES and x-ray photoelectron spectroscopy
(XPS) characterization of the doped samples, aswell as
photoconductivity measurements, are in progress.

In generadl, the diffusion rate of an impurity atom is
known to be higher along grain boundaries than within
acrystal grain [11]. We interpret the observed doping
behavior asthe el ectrodiffusion of Aufrom an electrode
dominantly along grain boundaries and the subsequent
intercalation of the Cg, lattice by Au atoms.

3. CONCLUSIONS

(1) Structural and chemical changes in Cu-sup-
ported Cg, thin films during their room-temperature-
exposure to an |, atmosphere were studied by XRD,
AES, XPS, and conductivity measurements. A C—Cul
composite material was found to be produced during
the exposure of a Cu-supported Cg, film to an I, atmo-
sphere. Even ten minutes of exposure resulted in com-
plete disappearance of the Cu sublayer and the forma-
tion of a Cul phase over the whol e thickness of the Cg,
film. The room-temperature dark conductivity of the
Cul-doped samples was observed to increase by several
orders of magnitude, but semiconductor behavior was
not observed.

(2) We reported the effect of an external electric
field on the in situ measured conductivity of Cg, films
with different degrees of crystallinity. Semiconductor
behavior with increased conductivity values and
decreased conductivity activation energy has been
demonstrated for the doped samples. The results are
explained by the electrodiffusion of Au from an elec-
trode dominantly along grain boundaries and by the
subseguent intercal ation of the Cg, lattice by Au atoms.
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Abstract—L ow-frequency Raman scattering in the orientationally disordered phase of a polycrystalline Cgg
film is investigated. By analogy with disordered media (glasses), the low-frequency Raman spectra are inter-
preted in terms of light scattering by localized vibrational states. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

In recent years, terahertz (THz) dynamics in disor-
dered media has attracted the particular attention of
researchers in the field of solid-state physics. The data
obtained in thisfrequency range contain information on
elementary relaxation processes occurring in different
media and on vibrational states at wavelengths of the
order of 1-10 nm. Investigationsinto the THz dynamics
in the orientationally disordered phase of fullerite crys-
tals makeit possible to elucidate the nature of fullerene
relaxation and the specific features of ordering on a
nanometer scale. Moreover, analysis of the THz
dynamics in fullerenes provides a better insight into
elementary relaxation processes and the kinetic fea-
tures of chemical reactions and transfer in fullerene
materials.

Although low-frequency (<100 cm™) Raman scat-
tering isone of the most widely used experimental tech-
niques of investigating THz dynamics, the available
data on low-frequency Raman scattering in the orienta-
tionally disordered phase of fullerites are very scarce.
In particular, Horoyski and Thewalt [1] observed the
central peak in the low-frequency Raman spectrum of
the Cg, fullerene compound. This peak was attributed to
light scattering by isotropically rotating fullerene mol-
ecules. However, as was shown later in [2], this inter-
pretation is inconsistent with the experimental data
obtained for polycrystalline Cg, films. The results of the
present work complemented the data reported in [2]:
we estimated the rotational broadening from the high-
frequency Raman spectrum, made the assumption that
the low-frequency Raman spectra can be associated
with light scattering by vibrational excitationslocalized

in orientational clusters, and compared the Raman
spectra of the Cg, film and Cgq, single crystals.

2. EXPERIMENTAL TECHNIQUE

The Raman scattering spectra of the polycrystaline
Ceo film were recorded on a U1000 spectrometer using
the 514-nm exciting line. A grazing incidence of alow-
power (<1 W/cm?) laser beam was used to exclude pho-
topolymerization. The absence of photopolymerization
in the course of measurements was checked against the
Raman line at ~1470 cm™,

3. RESULTS AND DISCUSSION

Earlier [2], it was demonstrated that the low-fre-
guency spectrum of apolycrystalline Cg, film cannot be
described by a Lorentzian contour, as would be
expected for light scattering due to isotropic rotation of
fullerene molecules. Recall that the low-frequency
Raman spectrum of fullerite single crystals differs in
shape from the Lorentzian contour [1, 3]. In [2], it was
also noted that the relaxation time estimated from the
low-frequency Raman spectrum is 30 times shorter
than the characteristic rotation time determined from
the experimental NMR data by Tycko et al. [4]. Itis of
interest to verify the estimate of the characteristic time
of rotation of Cgy molecules by using Raman spectros-
copy. The estimation technique is based on the fact that
the broadening of the anisotropic Raman modes
involves the vibrational broadening [5]. According to
the experimental data obtained in the present work, the
width of the anisotropic mode at a frequency of
1120 cm* does not exceed 1.5 cmrt. Consequently, the
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Low-frequency Raman spectra of the Cgq fullerite film
(solid line) and Cgy single crystals according to the data
taken from [1] (circles) and [3] (dashed line).

contribution from the vibrational broadening cannot be
greater than 1.5 cm™ (the corresponding rotation time
is longer than 3.5 ps). The maximum of the spectral
susceptibility I/(n + 1) for the Cg, film is observed at
17 cm. This value considerably exceeds both the esti-
mate obtained from the NMR data (0.44 cm™) and the
upper boundary determined from the high-frequency
Raman spectrum (<1.5 cm™). Thus, the spectral shape
of the low-frequency Raman spectrum of the Cg, film
and the disagreement between the location of the
Raman susceptibility maximum and the estimated char-
acteristic time of rotation of Cg, molecules are in con-
tradiction with the interpretation of low-frequency
Raman scattering in the Cq, fullerite as light scattering
due to rotations of fullerene molecules.

Alternatively, the low-frequency Raman spectrum
can beinterpreted in terms of light scattering by acous-
tic vibrational states localized through orientational
disorder [2]. This interpretation makes allowance for
the fact that the characteristic time of rotation of Cg,
molecules is substantially longer than the period of
acoustic vibrations in the frequency range covered. In
this case, on the time scale of vibrational excitations,
the fullerite structure can be considered to be formed by
Cgp molecules with frozen random mutual orientations,
which leads to fluctuations in the effective elastic con-
stants. These fluctuations bring about the localization
of vibrations. Therefore, the Stokes component of the
Raman spectrum can be described by the formula[6]

() = Clw)g(@) =2, (1)

Here, g(w) isthe density of vibrational states and C(w)
is the photon—photon coupling coefficient. As was
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shownin[2], thelow-frequency (<40 cm™) component
of the spectrum is characterized by the photon—photon
coupling coefficient C(w) = const. Within this approxi-
mation, the g(w) density can be written as

g(w) U wn#. 2)

The Raman spectrum of the Cg, film in representa-
tion (1) is displayed in the figure. For comparison, this
figure depicts the Raman spectra of Cg, single crystals
according to the data taken from [1, 3]. It can be seen
that the Raman spectrum of the Cg, film is considerably
shifted with respect to the spectra of single-crystal sam-
ples. In the framework of the proposed model, the
above shift can be explained by the different sizes of
orientational clustersin these samples. In our case, the
orientational cluster represents a set of Cg, molecules
whose mutual orientation and orientational motion are
correlated at a certain instant of time. A vibrational
excitation at a wavelength of the order of the cluster
size undergoes strong scattering and becomes local-
ized. Within the spherical cluster shape approximation,
the frequency of the fundamental vibrational mode and
the cluster size L arerelated by the expression [7]

W = 0.85v,/CL. (©)]

Here, v, is the transverse acoustic velacity and c is the
velocity of light. Expression (3) gives the following
estimate of the cluster size for single crystals: L =
4.0 nm (v, = 1.7 km/s and wy,, = 12 cm ). The evalu-
ated cluster size agrees with the correlation length of
the orientation of Cg, molecules, which was estimated
by Pintschovius et al. [8] from x-ray and neutron scat-
tering data. Thisagreement countsin favor of the model
proposed above for low-frequency Raman scattering in
Ceo fullerites. According to the Raman spectra of the
polycrystalline Cg, film, the size of orientational clus-
tersisestimated as L = 1.7 nm. The difference between
the correlation lengths of the orientational order in the
Cep Single crystal and polycrystalline film can be asso-
ciated with the high concentration of defectsin thefilm
as compared to that in the single crystal.

4. CONCLUSION

Thus, the low-frequency Raman scattering in the Cq,
fullerite can be explained in terms of light scattering by
vibrational excitations localized through the orienta-
tiona disorder. The correlation lengths estimated from
the Raman spectra and structural data are in good
agreement. It was found that the length of orientational
ordering in the Cg, film is considerably smaller than
that in single crystals.
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Abstract—This paper reports on measurements of IR spectraand of the extinction coefficient in the 1.2- to 4.2-
eV range made on CgBr, films and compared with those for pure Cgq films. The modification of the electronic
spectrum near the absorption edge is connected with differences in the film structure and with suppression of
charge-transfer excitons. The CgyBr, films exhibit additional absorption below the fundamental absorption edge

of Cgo. © 2002 MAIK “ Nauka/Interperiodica” .

Several stable chemical fullerene compounds are
known presently, namely, Cg,Brg, CgoBrg, and CgoBroy,
whose molecules have covalent C—Br bonds that form
from double bonds in the Cg, molecule [1, 2]. The best
studied of them, CgBr,,, has a spherically symmetric
structure, with the halogen atoms attached to the reac-
tive double bond of the Cg, cluster. Experimental stud-
ies of the physical properties and electronic structure of
the material are hampered by the thermal instability of
CeoBra4, Which renders preparation of thin CgBr, films
and of crystals of a sufficiently large size difficult [3].
Special measures have to be taken to prevent decompo-
sition of the material during thin film deposition or
crystal growth.

Our films were prepared using quasi-equilibrium
methods of vacuum deposition, more specifically, by
fast evaporation in aquasi-closed volume[4] and by the
hot-wall technique. The starting material for film prep-
aration was a yellow-brown microcrystalline CgBr,,
powder with grains 5-10 um in diameter. The elemen-
tal composition of the pristine material was determined
by pyrohydrolysis. The reference films were obtained
from a 99.98%-pure Cq, powder. KBr (100) and KDB-
10 silicon (111) were used as substrates. The Cg, films
were deposited at a substrate temperature of 250-
300°C, providing a perfect crystalline structure, while
the halof ullerene films were deposited at substrate tem-
peratures no higher than 100-120°C and at a high rate
(100-200 nm/min) in order to preclude thermal decom-
position. Evaporation of Cg,Br,, can be considered to
be that of atwo-component mixture in which one com-
ponent (Br) isvolatile and the other (Cgy) isnot. CgoBr,,
isknown to decompose at atemperature of about 170°C
into Cgy and Br, [3], while the saturated vapor pressure

of Cg, is such that effective evaporation occurs only at
400-500°C. We showed earlier [4] that condensation
performed in such conditions produces variable-com-
position films with a high bromine content near the
interface and that the deposition of multicomponent
vapor on asubstrate may give rise to chemical bonding
of the fullerene and bromine molecules in accordance
with the saturated vapor pressure of each component.

The crystal structure and surface morphology of the
films thus obtained were studied with scanning electron
microscopy. The Cg, films on silicon are polycrystal-
line, with grain size closes to the film thickness (300—
500 nm). The halofullerene films are either amorphous
or fine-grained crystalline, because the material was
deposited on colder substrates in this case.

We measured the | R spectrum of the starting Cy,Br,
powder and of the Cg,Br, films. The table compares lit-
erature data on the absorption lines of known stable
bromofullerene compounds with experimental data.
The film spectra exhibit absorption lines characteristic
of the CgBr,,, CgBrg, and CgBrg compounds, which
suggests the formation of a C—Br chemical bond in the
films.

We used spectra ellipsometry in the 1.2- to 4.2-eV
photon energy range to determine the energies of the
main optical transitions in Cg, and CgBr, in the solid
state. An analysis of the optical absorption edgein Cg,
requires that both intra- and intermolecular electronic
processes be taken into account. The former processes
giveriseto the formation of Frenkel excitons; the |atter,
to the formation of charge-transfer excitons, in which
the two charges are located on adjacent molecules.

The figure compares the absorption spectra (extinc-
tion coefficients) of the Cg reference sample and
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Comparison of the absorption lines observed in CgoBras, CgoBrg, and CgoBrg molecules and CgoBr, films

IR mode energy, cm™

data of [1-3] our measurements
main IR Cgy modes
CeoBrrog CeoBrg CeoBrg CgoBro4, powder CeoBry film
526 529 526 526
538
546 546 551 546
563 562
575 576 576
606 610 606 * 604
661
679
706 708
720 718 720
742
751 750 751 750 752
766
776 776 776
801
812
820 829
849 845 850 850
912 914 914
946 947 945
963 970 970
1050 1047
1065
1086 1085
1117
1142 1152 1146
1182 1198 1183
1244 1250 1265
1291 1270
1400 1422 1421 1420 1429
1440 1435
1455
1473
* * * 1600 1604
1650

CeoBry. Deconvolution of the spectra into constituent
Lorentzians permits one to isolate three optical transi-
tions for Cq, namely, 3.52 eV (the hy — ty, transi-
tion), 2.64 eV (h, —= t,y), and 2.94 eV. The 2.94-eV
band corresponds to none of the transitions in the Cg,
molecule and can be apparently assigned to the charge-
transfer exciton, because its energy is higher than that

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

2002

of the lowest Frenkel exciton. A common feature isthe
presence of an absorption band at 3.52 eV, which even
hasthe sameintensity in all the three spectra, and of the
2.64-eV band. However, the oscillator strength of the
corresponding h, — ty4 transition in the spectra of
bromine-containing films is considerably lower than
that in the starting fullerene. An important difference
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k
1.2}
1.0k 3.52
0.8} g h‘
0.6

Cgp (no. 97-20)
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Comparative spectra of the extinction coefficient k of pure Cgq films (no. 97-20) and of CggBry (nos. B-19 and B-26).

between the spectra is that the transition at 2.94 &V,
associated with the charge-transfer exciton, is practi-
cally suppressed in the CqBr, films. Additional studies
showed, however, that the amplitude of this peak isalso
connected with the film structure in pure Cg, films and
that it depends strongly on the film deposition temper-
ature, so that the disappearance of this peak in the hal o-
gen-containing films is associated, most likely, with
their being amorphous. The presence of bromine in the
CeoBry films givesrise to an additional absorption band
below 2 eV, which is not seen in the Cy, spectrum. The
absorption remains nonzero down to ~1.3 eV, which
agrees with the theoretical estimates of the HOMO—
LUMO energy gap (1.5¢eV).

Thus, we have shown that structural degradation of
thin fullerene films brings about noticeable madifica-
tion of the electronic energy spectrum, which is associ-
ated with suppression of charge-transfer excitons. In
CeoBry films, we observed additional electronic transi-

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

tions at energies below the fundamental absorption
edge in Cyg,.
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Abstract—This paper reports on astudy of films of fullerenes and their halogen compounds, deposited on mica
and silicon, by medium-energy ion scattering (MEIS). The film thickness nonuniformity was determined. A
considerable increase in the halogen concentration was found at the interface, which is associated with the spe-
cific film deposition conditions. It was demonstrated that the composition of individual layers of afilm can be
determined using MEIS. © 2002 MAIK “ Nauka/Interperiodica” .

The medium-energy ion scattering (MEIS) method
permits one to probe nanometer-scale thin films of var-
ious compositions and, in particular, to determine the
thickness of afilm and its nonuniformity, the elemental
composition, and its depth profile in a nondestructive
way [1]. The method includes measurement of the
energy spectraof backscattered ions (BSI) and determi-
nation of the film parameters by comparing measured
spectra with calculated ones or with reference spectra
obtained by investigating films of a known composi-
tion.

Characteristics of fullerene films

The present work was aimed at studying films of
pure and halogen-intercalated Cg, fullerenes prepared
by thermal evaporation in a quasi-closed volume [2].
Films of the pure fullerene were deposited on micaand
silicon substrates; films of intercalated fullerenes, on
(112) silicon. Intercalated fullerenes were obtained by
evaporating CgyBry, and Cg,Cl,,. The temperature of
the evaporator was 500-520°C, and that of substrates
was 200-250°C.

The films were probed with 190- to 230-keV H* and
He" ions. The backscattered ions were detected by a

ltem o, | COmposition, | Thickness, Thickness spread Coverage, % | . Depth | Composition vari-
substrate nm nm % ' interval, nm | ation with depth
1 Cgo/mica 390 35 9 100
2 Cgo/mica 290 35 12 100
3 Cgo/mica 270 12 5 100
4 Cgo/mica 130 30 23 Q0
5 Ceof/S 400 18 5 100
6 CgoCl/Si 270 12 5 100 0-175 Ceo
175-213 CeoCl3
213-270 CeoClg
7 CeoBry/S 145 12 8 100 0-58 CeoBroa
58-138 CeoBros
138-145 CeoBrig
8 CgoBry/S 55 18 33 100 045 Ceo
45-55 CeoBrag
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Energy spectrum of protons with aniinitial energy of 230 keV scattered in a 145-nm-thick CgoBry film. Points are the experimental
spectrum; (1) total spectrum calculated taking into account the thickness and compositional nonuniformities, (2) same assuming
uniform film thickness and composition, and (3-5) partia spectraof Si, C, and Br, respectively.

spectrometric semiconductor detector and an electro-
static analyzer, with the depth resolution in the near-
surface region being 5-10 nmin the first case and 0.5—
1 nm in the second. The film thickness was determined
as the number of atoms per cm? and reduced to the lin-
ear thickness by using the target density, which was
taken equal to 1.7 g/cm?® for Cg,.

To develop the technique of fullerene film prepara-
tion, we studied four Cg, films deposited on mica and
four films on silicon, including three films (containing
halogen impurities) of Cg,Br, and Cy,Cl,. The parame-
ters of the films are listed in the table. For al films, the
thicknesses and their spread were determined, and the
halogen distribution in depth was found for the halo-
gen-containing films. As seen from the table, the rela-
tive spread in film thickness, both on mica and on sili-
con, decreases with increasing thickness. The films on
mica, which were shown by x-ray analysisto be prefer-
entially [(1110oriented, have a less imperfect structure
while, at the same time, exhibiting a large spread in
thickness, which is connected with the pyramidal char-
acter of growth on mica substrates[3]. Films grown on
silicon substrates are polycrystalline [4]; this accounts
for the practically constant spread in thickness (12—
18 nm).

The figure illustrates a BS| energy spectrum
obtained experimentally from a Cg,Br, film on silicon

(no. 7 intable). This spectrum is compared with calcu-

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

lated total spectra obtained by summing partial spectra
of the elements. The spectra were obtained under two
aternative assumptions. One is that a film has a uni-
form thickness and auniform distribution of brominein
depth. The other assumption is that a film is nonuni-
formin thicknessand consists of layersdifferingin bro-
mine content. As seen from the figure, the model of a
nonuniform film provides better agreement with the
experiment.

The halogen-containing films revealed a strong
compositional nonuniformity in depth. The halogen
concentration is the highest near the interface. As one
goes away from the interface toward the surface, the
concentration falls off rapidly to zero. Thisis also seen
in the spectrum of sample 7 in the figure, wherein the
partial spectrum of bromine is substantially narrower
than that of carbon. Thereason for the nonuniformity in
the impurity distribution lies in the different evapora-
tion rates of Cg, and of the halogens in the course of
film deposition. The variations in the rate may be
caused by charge decomposition under heating [5],
which takes place already at 170°C, atemperature sub-
stantially lower than the operating temperature of Cg
evaporation. The deposition of fullerene compounds
with halogens should apparently be accomplished
through explosive evaporation or by using special
devices to control the fluxes of the components to be
deposited.
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We may note in conclusion that studies of films of
fullerenes and of their halogen compounds by MEIS
have permitted us to determine the film thickness and
its nonuniformity nondestructively, to detect an
increasein the hal ogen concentration near the interface,
and to establish the average stoichiometry of various
film layers, which is necessary for improving the tech-
nology of their preparation.
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Abstr act—Raman spectra from the first Ti fullerene complex Cp,Ti(n?-Cg) - C¢HsCHj are presented. Com-
pared to spectra of pure Cg, the spectra of the Ti complex exhibit a number of new peaks due to the symmetry

lowering for Cgo. The Ay(2) mode is downshifted by 12 cm ™ compared to Cg, Which corresponds to a charge
transfer of one electron per Ti—Cg, bond. This value (6 cm™ for one transferred electron) is identical to the

downshift of the Ay(2) mode in akali metal fullerides with ionic bonding. The spectra of Cp,Ti(n 2-Cq) -
CeHsCH3 were compared to the spectra of evaporated Ti,Cg films. The Ay(2) mode in Ti,Cqy showed a down-

shift of about 25 cm compared to pure Cq,, Which corresponds to a charge transfer of one electron per Ti atom;
this is similar to the ionic alkali metal fullerides and different from n?-Cgy-type bonding. © 2002 MAIK

“Nauka/Interperiodica” .

Raman spectroscopy is widely used for character-
ization of different Cy, compounds. The effect of differ-
ent kinds of bonding on the Raman spectra has been
established for many Cgy-based materials; stronger
bonding gives new pesks, some silent modes can
appear, and a number of Cy, modes become split dueto
lowering of the molecular symmetry [1-4]. In many
cases, the shift of the Ay(2) modeisvery sensitiveto the
structural modifications of the Cg,. For example, soft-
ening of the A,(2) mode was widely used for character-
ization of the stoichionetry in M,Cq, akali metal ful-
lerides, since it had been found that the dowshift islin-
early dependent on the number of intercalating metal
atoms with atypical value of the downshift of ~6 cm
per transferred electron [1]. Other compounds with
strong covalent bonding also exhibit a similar down-
shift of 56 cm™ [2-4]. In contrast, weaker donor-
acceptor bonding with partial charge transfer from the
ligand to Cy, leadsto amuch smaller downshift and, for
van der Waals bonding, the position of the A;(2) mode
of Cg, remains unchanged [5, 6].

Valuable information can be obtained using Raman
spectroscopy for new amorphous materials, such as
Ti,Cgp, Which was recently deposited as thin films by
coevaporation of Ti and Cg, [7]. The nature of bonding
in this compound is still unclear, although it has been
suggested that Ti is covalently bonded to Cg,. The
recent discovery and structural characterization of the

L This article was submitted by the authorsin English.

first fullerene Ti complex Cp,Ti(n?-Csy,) makes it pos-
sible to study the effects of covalent Ti—Cg, bonding on
Raman spectra [8]. In the present contribution, we
report the first Raman study of this complex and com-
pare it with the spectra of Ti,Cg, films.

1. EXPERIMENTAL

The details of the preparation and structural charac-
terization of the Cp,Ti(N%Cy) - CiHsCH; were
reported elsewhere[6]. In this compound, toluene mol-
ecules form weak van der Waals bonds similar to
known solvates of pure Cq,. Thin films of Ti,Cq, wWere
deposited by coevaporation of Cgy and Ti under UHV
conditions. Details of the experimental setup were pub-
lished elsawhere[5]. A film with composition Ti,Cg, as
determined by XPS, was deposited on the glass sub-
strate and capped with Ti to protect the sample from
oxidation. Raman spectra of Ti,Cq were recorded
through the glass substrate using a Renishaw Raman
2000 spectrometer with 514 nm excitation wavel engths
and aresolution of 2 cmr. If the Ti capping layer had
microholes, it was possible to observe, using an optical
microscope, how the color of the film changes due to
oxidation around such holes. The process was suffi-
ciently slow for the spectra from the same spot before
and after oxidation to be recorded. Raman spectra of
the Cp,Ti(n%-Cg,) - CsHsCH; were recorded in a sealed
ampule filled with argon through glass using a 785-nm
laser.

1063-7834/02/4403-0506%$22.00 © 2002 MAIK “Nauka/Interperiodica’



COMPARATIVE RAMAN STUDY OF THE TI COMPLEX

2. RESULTS AND DISCUSSION
2.1. Raman Spectrum of the Cp,Ti(N?-Cgp) - CeHsCH4

Let us first analyze the Raman spectrum of
Cp,Ti(N%Cyqy) - CHsCH3. As can be seen in the figure,
this spectrum exhibits a number of new peaks com-
pared to pure Cg,. Raman spectra of Cg, solvates are
almost identical to pure Cg,, and the presence of toluene
in the structure should not affect Raman modes of Cyg,
significantly [6]. The lines of toluene are very weak,
and only the strongest line at 1008 cm can be identi-
fied in our spectra. The other lines are a combination of
Ceo-derived modes and vibrations of the Cp,Ti-group.
Some of the vibrational modes of the Cp,Ti-group can
be identified by comparison with the Raman spectrum
of Cp,TiCl,. The assignment of the vibrational modes
for Cp,TiCl, was made according to the data by Hol-
ubovaet al. [9]. From the similarity of the compounds,
we can expect some of the modes in the Cp,TiCl,, spec-
trum to be similar to those of the Ti—Cg, complex.
Indeed, the C—H modes of Cp,TiCl, are situated at
843, 864, and 1074 cm; the peaks, at 881, 894, and
1095 cm. The peak of Cp vibrations at 394 cm™ for
Cp,TiCl, can probably be identified with the peak at
400 cm for the Ti—Cg, complex. The peaks of Ti—Cp
vibrations of niobocene dichloride are at 412 and
301 cm™, and the corresponding peaks in the
Cp,Ti(n%*Cy,) are most probably located first at 430 cnr?
and second at 280 or 337 cm. It isvery interesting that
Cp,Ti(n?-Cyq,) spectraexhibit asharp peak at 134 cm™,
which can probably be associated with vibrations due
to Ti bonded to Cg. C-C vibrations of titanocene
dichloride are more difficult to identify with
Cp,Ti(N?>Cq) because, in the same spectral region, there
are severa peaks, some of them from Cg, vibrations.

All other peaksin the spectra of Cp,Ti(n?-Cq,) Orig-
inate from Cg,. The Ay(2) mode is downshifted com-
pared to pure Cg by 12 cmt. Taking into account that
Ti formstwo bondswith two carbon atomsfrom the Cg,
molecule, we calculated the shift of 6 cm™ per bond.
Thisisvery similar to the alkali metal fullerides, which
exhibit a downshift of the Aj(2) mode by 6 cm™ per
transferred electron. The Hy(7) and Hgy(8) modes of Cg,
are split in Cp,Ti(n?Cg) and can be found at 1407,
1417 cm™ and 1546, 1563 cm . The Hy(5) and Hgy(6)
modes are also split into several weak peaks. Four
strong peaks and several weak peaks can be found also
around 600-800 cm™, which are typically ascribed to
H,(3) and H,(4) derived for different kinds of Cq, com-
plexes and polymers. The strongest peaks in the spec-
trum of Cp,Ti(n?-Cg,) arethoseat 484 and 526 cm. The
first peak can be assigned to the downshifted Ay(1)
mode; the second peak, to the typically silent infrared-
active mode F,,,(1) of Cqo. The Hy(1) modeis split into
several components represented as weak peaks around
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240-290 cm™. The Hy(2) mode is split into two sharp
peaks at 430 and 436 cm. Some other weak peaks can
also be assigned to different silent and infrared-active
modes. The main conclusion that can be drawn from the
above discussion is that lowering of the Cg, sSymmetry
leadsto splittings and shifts of most modes and the acti-
vation of silent and infrared modes. The shift of the
Ay(2) mode alows us to draw the conclusion that n?
bonding between Ti and Cg, leads to a charge transfer
of two electrons, one electron per Ti—C bond.

2.2. Ramam Spectra of the Ti,Cg, Films

The spectra of the unoxidized Ti,Cq, is clearly dif-
ferent from those of pure Cg,. The main signature of the
chemical bonding in this material is ashift of the Ay(2)
mode to 1443 cm, which is 26 cm™ lower than that in
pure Cq,. The other modes of Cg, are also shifted or
split. Hy(7) and Hy(8) modes can be found at 1416 and
1554 cmt, which corresponds to adownshift compared
to pure Cg by 10 and 22 cm?, respectively. The Hy(1)
modeisclearly split into three components at 257, 265,
and 293 cm. A group of new peaksisobserved at 330—
400 cm. The peak at 425 cmr* can be assigned to the
Hy(1) mode; the peak at 490 cm™, to the Ay(1) mode.
The peaks at 522 and 553 cmr* belong, most likely, to
the activated infrared modes F,,(1) and F,,(2). The
peaks at 707 and 766 cm* can be assigned to the Hy(3)
and Hy(4) modes, respectively. Very typical features of
Ti,Cqo are two broad peaks around 939 and 1089 cmr™.
The nature of these peaks is unknown, but it can be
clearly seen that they strongly decrease in intensity
after oxidation. It isknown that Ti,Cg, isextremely sen-
sitiveto oxidation. Thisobservation is confirmed by the
comparison of the Ti,Cg, Raman spectrawith the spec-
trum of the same film after oxidation, which is mea-
sured through a microhole in the capping layer. The
oxidation can be observed as a changein color using an
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optical microscope. Other remarkable changes due to
oxidation are a strong decrease in the Ay(2) intensity
with asimultaneous upshift by 6 cm™; an upshift of the
Hy(7) and Hy(8) modesby 12 and 10 cmi™?, respectively;
and astrong changein relative intensity for other peaks,
e.g., thepeaksat 707 and 766 cm2. It shall be noted that
the spectra of oxidized Ti,Cg, shown in the figure were
recorded within one hour of exposure to air. Longer
exposure leads to compl ete degradation of the sample.
It is interesting to note that the peaks in the spectra of
Ti,Cgo are much broader compared to those in the spec-
trum of the Ti complex. Most probably, this can be
explained by stronger disorder in the amorphous

Severa different structural models can be proposed
for Ti,Cq. Donor-acceptor n8-Cg, bonding has been
theoretically studied by Saito et al. [10]. This kind of
bonding suggests a charge transfer of 0.25 electrons
from Ti to Cg,, which would result in a much smaller
shift of the A(2) mode compared to the observed value
of 6 cm™ per metal atom. Therefore, this possibility
must be ruled out for our samples. lonic bonding simi-
lar to alkali metal fullerides and covalent bonding have
been discussed by Norin et al. [7]. Different structural
models can be proposed for covalent bonding of Ti and
Ceo A probable model is n?-Cgy, bonding when Ti has
two bonds with neighboring carbon atoms of the Cg,.
Another kind of bonding was reported for Pd,Cg, Where
Pd served as a bridge between two neighboring Cg,
molecules. A similar polymeric structure can also be
suggested for Ti,Cq. Using the Raman spectra of
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Cp,Ti(n%Cq), We can rule out n8-Cy, bonding for
Ti,Cq, because it is clear that each Ti—Cgy bond results
in a charge transfer of one electron in Cp,Ti(nN?Cg).
Since each Ti atom forms two bonds with Cg, in
Cp,Ti(N?-Cyq), the resulting shift value is 12 cm™ per
metal atom, which is different from 6 cm™ per Ti atom
observed for Ti,Cg. It is, therefore, possible to suggest
that Ti forms an intercalation compound similar to
alkali metal fullerides or that Ti is bonded to Cg, with
single bonds, e.g., in dimerswith Ti serving asabridge.
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Abstract—This paper reports on the first measurements of the differential cross sections (with respect to scat-
tering angle) of various elementary processes accompanying electron capture by keV-range H* and He?* ions
from afullerene molecule. Estimation of the impact parameter from the ion scattering angle in the polarization
interaction with a fullerene molecule shows that the processes of capture and capture with fullerene ionization
and fragmentation occur primarily at impact parameters far exceeding the fullerene radius. © 2002 MAIK

“ Nauka/Interperiodica” .

It was experimentally established (see, e.g., [1]) that
collisions of ions with fullerenes can give rise to the

formation of multiply charged, nonfragmented Cgy

ions in charge states of up to q = 7 and that the pro-
cesses involved in fragmentation of the fullerene ion
proceed over two channels. One of these channels is
detachment of light neutral fragments with a mass
equal to amultiple of the mass of two carbon atoms C,,
(k=1, 2, ...), and the other channel iscomplete breakup
of thefullereneinto several light fragments comparable
in mass[1-3].

Collisions of afullerene with slow ions (in the keV
energy range), similar to ion collisions with atoms, are
dominated in the cross section by processes accompa-
nied by electron capture by the projectile ion (charge
exchange). The model of classical over-barrier transi-
tions [4, 5] is the most advanced theoretical approach
employed to describe the electron-capture processes
that occur at high values of the impact parameter p, in
excess of the fullerene radius R;, and are accompanied
by neither excitation of the fullerene that has lost elec-
trons nor its fragmentation. On the other hand, the pro-
cesses taking place at impact parameters p < R;, which
correspond to penetration of the projectile particle into
the molecule and entail multiple ionization and frag-
mentation, are considered in terms of the electronic
stopping-power model [6, 7].

The most straightforward way to experimentally
check the dependence of the various processes on the
impact parameter is to measure the differential cross
sections of the projectile scattering. As shown earlier
[3, 8], the capture of one electron by various keV-range
ionsvirtually doesnot result in fullerene fragmentation,
whereasif an He?* ion captures two electrons, fragmen-
tation into severa light fragments is most probable.
Therefore, for the study of the impact parameter depen-

dence, we chose the elementary processes taking place
in the capture of one electron by an H* ion and of two
electrons by an He?* ion. The experimental setup
described in [9] had an angular resolution A8 = 0.08°
and made it possible to investigate the scattering of fast
atoms produced in electron-capture events within an
angular interval 8 = +3°. The mass and charge states of
the recoail ions created in the breakup of the fullerene
molecule were analyzed using the time-of-flight tech-
nique. The elementary process of interest was selected
by detecting coincidences between the fast projectile
particle scattered at a certain angle and the recoil ions
formed in the same collision.

The capture of one electron by an H* ion initiates
four elementary processes (Fig. 1a). The differential
cross section of one-electron capture (the process with
the largest total cross section [9]) falls off rapidly with
increasing scattering angle of the fast particle, whichis
in good agreement with the results of [10]. Capture of
two electrons by an He?* ion givesrise to seven el emen-
tary processes (Fig. 1b), molecule fragmentation into
severa charged fragments being dominant in the mag-
nitude of the total cross section.

In the region of small scattering angles, the corre-
sponding impact parameters were determined with due
account of the fact that interaction of the projectile ion
with the fullerene at internuclear distances in excess of
the fullerene radius is governed by polarization attrac-
tion, which decreases substantially after electron cap-
ture, because the polarizahility of the atom thus formed
becomes small compared to that of the fullerene. The
capture is determined by the Landau—Zener transitions
in the term-crossing region of the quasi-molecular sys-
tem formed. The term-crossing points were determined
taking into account the possible capture of the fullerene
electrons with binding energies of 7.44, 9.3, 12, and
12.33 eV.

1063-7834/02/4403-0509%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Fig. 1. Differential cross sections (with respect to the scattering angle) of elementary processes: (a) H* + Cgg — HO + {Ceat ™,
collision energy E = 4.4 keV: (1) capture of one electron (Cgo), (2) electron capture with ionization (Cg ), (3) electron capture
with double ionization (ng ), and (4) electron capture with ionization and detachment of k C, fragments (Cég_ZK); (b) He?t +
Ceo— He® + {Co0} 2* collision energy E = 8.8keV: (1) capture of two electrons (Cég ), (2) capture of two electrons with detach-
ment of k C, fragments ( ng _ok)» (3) capture of two electrons with ionization (ng ), (4) capture of two electrons with ionization
and detachment of k C, fragments ( ng _ok ), (5) capture of two electronswith doubleionization (ng ), (6) capture of two electrons
with double ionization and detachment of k C, fragments (ng_ k), and (7) capture of two electrons with fragmentation of the

fullereneion into severa light fragments (ZCnm+, n/m=3-11).

An analysis shows that multipleionization and frag-
mentation inion collisionswith fullerenes occur prima:
rily at impact parameters p > R;. The processes of
fullerene ionization and fragmentation accompanying
the electron capture by the projectile ions are domi-
nated not by the kinetic-energy transfer but rather by
the structure of the electronic levels populated in the
collision and by the electron excitation energy of the
fullereneion formed.
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Abstract—Employing the dynamic crossed-beams technique, the absolute cross sections of the eectron-
impact multiple ionization and fragmentation of mass-selected negatively charged fullerene ions C,,, —

C,sz'_n (m=60, 70, 84; g=1, 2, 3; n=0, 2, 4) were measured. The electron energy varied from the respective
threshold up to 1 keV. A scaling law was observed for the cross-section magnitude as afunction of thefullerene
size m and the charge state q of product ions. The data indicate that different mechanisms account for the
detachment of an extra electron from the negatively charged fullerene and the formation of a positively charged
ion, respectively. Moreover, the multiple ionization of afullerene anion is found to be a sequential process. A
novel ionization mechanism is proposed which might be expected to be valid for all negatively charged molec-
ular or cluster ions able to shield the attached electron from theincident electron. © 2002 MAIK “ Nauka/Inter-

periodica” .

Over the last decade, the formation of positively
charged ions out of neutral fullerenes has been studied
extensively [1]. Although the threshold energy for dif-
ferent ionization processes has been determined repeat-
edly [2-5], only a few reports contain information on
the absolute magnitude of these cross sections [6-9].
Parallel to experimental work, several papers have been
published on calculations of the ionization energies
[10-13] and the ionization cross sections of fullerenes
[14, 15].

Volpel et al. [16] measured cross sections of the
electron-impact ionization of positively charged
fullerene ions. Since the cross section for the attach-
ment of free electrons to a neutral molecule [17] is
large, intense beams of negatively charged fullerene
ions can also be easily produced. Furthermore, electron
attachment to fullerenes does not lead to the production
of negatively charged fragments.

The properties of Cg, have been investigated less
extensively in comparison to Cg and C,, dueto therel-
atively small amount of larger fullerenes present in the
soot. Moreover, the separation with chemical methods
is complicated and, thus, pure Cg, soot is very expen-
sive. Mass separation is a possible method for separat-
ing fullerenes of different sizes. In the case of positively
charged ions, problems arise, because fragmentation of
larger fullerenes may contribute to the ion signal of
smaller carbon clusters. The presently used technique
allows one to separate these different fullerenes free of
fragmentation processes.

L This article was submitted by the authorsin English.

1. EXPERIMENTAL

The measurements were performed employing the
electron—on crossed-beams setup described in detail
by Tinschert et al. [18]. A commercially available mix-
ture of fullerenes mainly containing Cg, and C,,, and
also trace amounts of larger fullerenes, was used. A
sample of fullerene soot (with a purity higher than
96%) was heated in atailor-made oven to atemperature
of about 800 K. The neutral vapor was introduced into
a 10 HGz Electron Cyclotron Resonance (ECR) ion
source [19]. The ion source was operated at a low
microwave power. A high ion yield of negatively
charged fullerenes and stable conditions of the ECR
plasma were maintained after argon was introduced
into the ion source at a pressure of about 104 Pa. The
electron-impact ionization of Ar produces slow elec-
trons which can attach to fullerenes. After mass and
energy anaysis, the separated ion beam was collimated
to 2 x 2 mm and crossed with an intense electron beam
providing a current up to 450 mA [20]. The energy of
electrons can be varied between 10 and 1000 eV. In
order to avoid unwanted effects on the ionizing elec-
trons caused by the strong stray field of the analyzing
magnet, the acceleration voltage was reduced from its
nominal value10to 4 kV for measurements of the cross

section of transformation of Cg, into singly charged
positive ions. After the electron-ion interaction, the
product ions were separated from the incident ion beam
by a90° magnet and detected by a single-particle detec-
tor located approximately 1 m behind the interaction
region. The current of the parent ion beam was mea-
sured simultaneously on a Faraday cup.

1063-7834/02/4403-0511$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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The absolute cross sections were measured using a
dynamic crossed-beams technique [21] where the elec-
tron beam is moved up and down through the ion beam
with simultaneous registration of both actual beam cur-
rents and the signal of the observed fragment ions. The
total experimental uncertainties weretypically +10% at
the maximum of the cross sections, calculated as a
guadrature sum of nonstatistical errors of about 8.9%
and a statistical error at a 95% confidence level.

2. RESULTS

The measured absolute cross sections for double,
triple, and quadruple ionization of Cg,, C3,, and Cg,
are shown in Fig. 1. The error bars indicate the total

Cross section, 10710 cm?

o C6_O - Cg(;—

2_ a C770 - C7q(;—
1F aCgy - Cf
0 1 1 1 | 2" M|
10 100 1000

Electron energy, eV

Fig. 1. Absolute cross sections of electron-impact (a) dou-
ble, (b) triple, and (c) quadrupleionization of Cg, (circles),

C, (squares), and Cyg, (triangles) ions, respectively. Solid

lines are calculated cross sections using a new scaling law.
For more details, see the text. The error bars represent the
total experimental uncertainties, including the statistical
error at a 95% confidence level. The expected thresholds of
the ionization processes are indicated by arrows.
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experimental uncertainties. The expected thresholds of
the ionization processes are indicated by arrows. In the

case of quadruple ionization of Cg,, product ions ng

were mixed with fragment ions Cs,. The contribution
from the latter was subtracted from the cross-section

data by extrapolating the C, production cross section.

The shape of the cross section versus electron
energy plots for a given ionization process is the same
for the three different fullerene sizes. The measured
cross sections for the three different fullerenes C,, (m=
60, 70, 84) increase with m. This effect becomes larger
for higher charge states of the product cations. This
behavior can be described by a scaling law, which
allows one to predict an electron-impact ionization
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Fig. 2. Absolute cross sections of the electron-impact
(a) double, (b) triple, and (c) quadruple and quintuple ion-

ization of C, ionsinto various product ions. The squares
represent the cross-section datafor pure ionization. The cir-

cles and triangles correspond to the fragment ions ng and

ng , respectively (g = 1, 2). The error bars represent the

total experimental uncertainties, including the statistical
error at a 95% confidence level.
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cross section a(m, q) of negatively charged fullerene
ions C,, as a function of the fullerene size m and the

charge state q of the product ion C{" [22]. To calculate

the cross section a(m, g), knowledge of the ratio of the
geometrical cross sections of C, and C,, and the elec-
tron-impact ionization cross section a(n, g) for any one
value of nis necessary. Since the data on the cross sec-

tion a(60, 3) were corrected for the contribution of Cj,

ions, the scaling law was applied to the measured C,

(n = 70) cross sections. The results for m = 60 and 84
are shown as lines in Fig. 1 and agree well with the
respective measurements.

The threshold energies for the measured cross sec-
tions are approximately 10 eV higher than expected for
a direct ionization process. It is conceivable that, in
order to create a positively charged ion from a nega-
tively charged fullerene, the kinetic energy of the
impacting electron has to be enlarged by the electron
affinity in comparison to the case of aneutral fullerene.

In addition to pure ionization, the cross sections for
double and triple ionization, including the evaporation
of either a C, or two C, molecules, were measured for
all threefullerene sizes. Figure 2 shows, as an example,
the cross-section energy dependences measured for the
product ions of the C,, primary ion. From acomparison
of all electron-impact cross-section data for negatively
charged fullerene ions with the cross sections for the
respective neutral fullerenes[5, 7, 23, 24], further con-
clusions can be drawn: (i) only a small difference
between the threshold energies of the fragment ions for
neutral and negatively charged primary ions is
observed, (ii) the relative quantity of fragment ionsin
the case of negatively charged primary fullerenes is
approximately 3.5 times larger than in the case of neu-
tral fullerenes, and (iii) ion-yield curves for neutral
fullerenes can be matched perfectly with the cross-sec-
tion data of the same product ions. In contrast, the
removal of the same number of electrons from a nega-
tively charged or a neutral fullerene does not lead to
similar cross-section energy dependences.

The following simple model (Fig. 3) agrees well
with all relevant experimental findings [25]:

(1) As the projectile electron approaches, the
attached electron is pushed to the back side of the
fullerene by Coulomb repulsion. Therefore, the
attached electron is shielded by the fullerene itself and
does not interact with the impacting electron strongly
enough to be detached. The energy needed to surmount
the potential barrier due to repulsion between the
fullerene anion and the projectile electron isabout 2 eV
(the Coulomb energy of two charges spaced 7 A apart)
and is taken from the kinetic energy of the projectile.
An intermediate highly excited dianion is formed. The
electron affinities of some fullerene dianions have been
determined to be very small [10, 26].
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Mobile
attached
electron

Attached
electron
pushed to
the back
side of

the fullerene

Fig. 3. Proposed model for collision between an electron
and a negatively charged fullerene ion with the example of
(@ a Cg ion. (b) The approaching electron pushes the
attached electron to the back and, after surmounting the bar-
rier, gects electrons. (c) The attached electron recombines
with the fullerene ion, which leads to an excitation energy
of almost 8 eV.

(2) Theincident electron collides with the fullerene
and ejects several electrons from the fully occupied Tt
orbital of the fullerene with the lowest energy. The
kinetic energy of the g ected electronsis supplied by the
approaching projectile with allowance for the potential
barrier due to the Coulomb repulsion, the interaction
with the image charge the electron forms at close dis-
tances[27], and the attraction between the emitted el ec-
trons and the charged fullereneion.

(3) The attached el ectron dropsinto the vacancies of
the HOMO. The energy difference is transferred to
vibrational degrees of freedom.

The described model for the el ectron-impact ioniza-
tion of negatively charged fullerenes can aso be
expected to apply to other large molecular and cluster
anions. The only necessity is that the attached electron
be mobile enough to avoid a direct collision with the
projectile electron.
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Abstract—The excitation of argon radiation in condensing supersonic jets of argon mixtures with methane,
monosilane, and carbon dioxide upon electron-beam activation of the flow is investigated experimentally. It is
found that, at certain condensation stages, the radiation intensity at some atomic argon lines increases anoma-
loudly. It is shown that the effect appears at the initial stages of condensation and is damped upon the formation
of large mixed clusters. © 2002 MAIK “ Nauka/Interperiodica” .

We studied experimentally the energy transfer in the
course of electron-beam activation in pul sed supersonic
jets of argon with impurities. For this purpose, we used
argon mixtures with 5% CH,, SiH,, CO,, and He, as
well as pure argon. It turned out that the addition of
methane, monosilane, or carbon dioxide impurity leads
to arelative increase in the radiation intensity for indi-
vidual lines of atomic argon. The range of stagnation
parameters for which the effect is observed was deter-
mined for each mixture. It was shown that neither pure
argon nor its mixture with noncondensing helium dis-
plays selective excitation of the energy levels of atomic
argon in the entire range of flow quantities.

The experiments were made on the LEMPUS gas-
dynamic installation complex at the Novosibirsk State
University [1]. Radiation was excited with an electron
beam [2] emitted by an electron gun with an energy of
6 keV. The electron current i = 10 mA was maintained
at a constant level. The spectra of radiation excited in
pulsed jets of Ar and mixtures were studied at the stag-
nation pressure P, = 0-1500 kPa and stagnation tem-
perature T, = 300 K. A jet was formed behind a sonic
nozzle with the edge diameter d = 0.55 mm with the
help of a pulsed electromagnetic valve. M easurements
were made at a distance x/d = 30 downstream from the
nozzle edge. We compared the dependences of the
intensities of lines corresponding to the argon atom
(A =549.6 nm) and argonion (A = 461.0 nm), which are
used as reference lines, on the stagnation pressure.

An anomalous increase in the radiation intensity at
individual lines of an argon atom in an electron-acti-
vated mixture with monosilane was observed for the
first time in [3]. The authors attributed the discovered
effect to flow condensation. However, the level of den-
sity attainable in the jet was limited to a considerable

extent by the use of a continuous gasjet flowing from a
stationary source. The application of the pulsed method
of the formation of jetsin the present work enabled us
to extend the range of stagnation pressures by an order
of magnitude.

For all the mixtures studied, the intensity of emis-
sion lines of theargon ion (A = 461.0 nm) increaseslin-
early with pressure P, at the initial stage and then the
intensity increase is dlightly decelerated as a result of
collision-induced quenching [4]. In contrast to this, the
behavior of the radiation intensity of the Ar atom (A =
549.6 nm) depends on the type of impurity involved.
No features in the behavior of Ar atom radiation inten-
sity are observed in a jet of pure argon, nor in argon
diluted with helium, in the entire range of parameters
under investigation. In the flows of argon mixtureswith
methane, monosilane, and carbon dioxide, the radiation
intensity first increases linearly over a short segment,
then sharply increases, and, upon a further increase in
pressure, returns to a linear dependence similar to that
on the initial segment of the curve. This anomaly is
observed in the mixtures under investigation for various
stagnation pressures.

The boundaries of the nonlinear increase in the
intensity can be seen in Fig. 1a, where the symbols cor-
respond to the line intensities of the argon atom in dif-
ferent mixtures. The intensities are normalized to the
stagnation pressure and the coefficient equating the
normalized intensity for small P, to unity. Apart from
determining the boundaries of the effect, such a nor-
malization makes it possible to compare the contribu-
tionsto the excitation of the argon atom from a second-
ary process leading to an anomalous increase in the
intensity and from the excitation by a direct electron
impact. Since a manifold increase in the intensity of
radiation emitted by the atom is observed (by a factor

1063-7834/02/4403-0515%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Fig. 1. (8) Intensity of radiation emitted by Ar atomsin jets of their mixtures with other gases and (b) the results of mass-spectrom-
eter measurements in the same mixtures as a function of the similarity parameter Podo'g.

of 8 at the peak for the Ar + SiH, mixture), a high-effi-
ciency excitation channel associated with an abnor-
mally large collision cross section is activated in the
process.

The radiation intensity curves are compared with
the results of mass-spectrometer measurements [5] in
the same mixtures (Fig. 1b). The intensity of the mass-
spectrometer signal for monomers of argon and impu-
rities were also normalized to the stagnation pressure.
The onset of the anomalous excitation process corre-
lates with the initial stage of flow condensation, while
the completion of the process correlates with the stage
of formation of large (including mixed) clusters[6]. For
convenience of comparison, the results of spectral mea-
surements and mass-spectrometric data are presented

as functions of the similarity parameter P,d®8, whichis
widely used in analyzing condensation.

Since the anomal ous excitation of the argon atom is
observed, first, in amixture with a condensing impurity
and, second, under the conditions of condensation, we
can assume that the effect of impurity on the magnitude
and boundaries of the effect must correlate with the
properties of a cluster and, hence, with the behavior of
the monomer curves for the carrier gas and for the
impurity, which were measured with the help of molec-
ular-beam mass spectrometry. It should be noted that,
in the pressure range P,d®® > 100 kPa mm, the main
contribution to the signal of monomers comes from the
fragmentation of large clusters in the ionizer of the
mass spectrometer [5]. Consequently, in the range of
high stagnation pressures, the relative variations in the
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intensities of the mass-spectrometer signal for mono-
mers of the carrier gas and of the impurity demonstrate
achange in the composition of the clusters formed and
characterize the efficiency of their defragmentation by
an electron impact. An analysis of the mass spectromet-
ric data shows that the anomalous effect is manifested
the more clearly, the larger the number of impurity
monomers running out of a cluster under electron
impact and the later the cluster starts being enriched
with argon atoms.

The observed features of the excitation process (cor-
relations with the mass spectrometric data, the linear
dependence on the beam current [3], the large energy
transfer cross section, and the long lifetime of interme-
diate excited states) suggest that the pumping of atomic
argon is due to the ion-cluster interaction induced by
the electron-beam plasmain the flow. As aresult, long-
lived excited complexes, including both carrier-gas
atoms and impurity particles, are formed. After the
excitation is transferred to the radiative states of the
argon atom, argon is apparently gjected from the clus-
ter, followed by the emission of radiation.

Thus, we have demonstrated that mixtures of argon
with methane, monosilane, and carbon dioxide display
anomalous excitation of the argon atom. The large mag-
nitude of the effect being detected indicates the signifi-
cant role played by ionized particles. The effectislocal-
ized in the range of stagnation quantities, whichislim-
ited by the initial stage of condensation (from below)
and by the formation of large mixed clustersand, appar-
ently, by the rearrangement of their structure facilitat-
ing the knocking out of an impurity particle by an elec-
tron (from above).
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Abstract—The relative stability of exo- and endohedral lithium complexes with the Cg, fullerene was esti-
mated using quantum chemistry and mol ecular-dynamics methods. Endohedral compounds were shown to have
ahigher stability. The possible maximum filling of the Cg inner sphere by lithium was estimated theoretically.
The interaction of metallic lithium with the Cgj fullerene and a Cg + C5 mixture was studied using DTA and
EPR and established to proceed in several stages. © 2002 MAIK “ Nauka/Interperiodica” .

Exohedral compounds of lithium with Cg, are
obtained in fullerene interaction both with atomic lith-
ium (in the gas state) [1] and with various lithium
reagents (metallic lithium [2], lithium azide [3], etc.),
whereas endohedral compounds form only in collisions
of atomic or ionic lithium beams with the fullerene [1].
There are reports of the formation of saltlike exoderiv-
atives Cy@Li, (n = 1-6 and up to 25) and endoderiva-
tives Li,,@Cq, (N = 1-3) and Li,@C,, (n = 1).

We theoretically estimated the possibility of exist-
ence, stability, and directions of synthesis of polymetal-
lic endo- and exohedral fullerene compounds with lith-
ium. The ground state and geometric parameters of sys-
temsin the Li,@Cq, serieswithn=1, 6, 8, 10, 12, 14,
15, 18, 20, 21, 22, 27, and 41 (N™-Cgp, m=1, 2, 5) were
found using the method of molecular mechanics
(MM+) and self-consistent Hartree—Fock formalism
with intermediate neglect of differential overlap
(INDO). The stahility of the compounds under increas-
ing temperature was estimated using the molecular
dynamics (MD) method. The enthalpies of formation,
the electron density distribution, spin density, and the
HOMO and LUMO energies of the systems in the
ground state were calculated using the modified INDO
method. In all cases, except the case of n = 1, the lith-
ium atoms were inside the fullerene in an unbound
state. By optimizing the geometry, we succeeded in
determining and excluding the extra-unstable com-
pounds. The maximum number of lithium atoms n that
can reside inside the fullerene is 27. Several com-
pounds (n = 1, 10, 20) were calculated using the INDO
method complemented by ground-state geometry opti-
mization.

As follows from the calculations, in the Cg@Li
exohedral compound, the lithium atom location oppo-
site the center of afive- or six-member ring is prefera-

Fig. 1. (a) The highest occupied molecular orbital (HOMO)
of Cgg@Li and (b) the 119th molecular orbital of the

CGO@Li+ cation.

1063-7834/02/4403-0518%22.00 © 2002 MAIK “Nauka/Interperiodica’
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Fig. 2. (8) Lithium atom incorporation from an exo- to an endohedral position (MD calculation) and (b) optimized molecular struc-

ture of Liog@Cgo.

ble to that above carbon atoms (Fig. 1); the effective
charge on the metal atom is closeto zero, and the occu-
pation of its 2s and 2p atomic orbitals (AOs)
approaches 0.25. Hence, the effective charge distribu-
tion in amolecule is determined not only by the dona-
tion of alithium 2selectron to the fullerene as an accep-
tor but also by the reverse electron density transfer from
the 2p,; AO of the Cg, carbon to the vacant 2p metal
AOs. As a result, the lithium—fullerene bond should
have a substantial covalent component, which is char-
acteristic of lithium-organic compounds, in contrast to
the organic complexes of other alkali metals.

An MD cdculation of the behavior of the bis-n®-
lithium fullerene with increasing temperature suggests
possible lithium incorporation into the fullerene void at
the moment when asymmetric metal vibrations coin-
cidein phase with stretching bond vibrations of carbon
atomsin the five-member ring (Fig. 2).

Now, we turn to endohedral Li,@Cg compounds
(n=1-22). For n = 20 (Fig. 2), one observes an extre-
mum in the enthalpy of formation, which corresponds
to maximum stability of the complex in the whole
series of polymetallic compounds (see table). As seen
from the table, endohedral derivatives with one lithium
atom are stabl er than the corresponding exohedral com-
plexes. As n increases, the C—C distances in Li,@Cqg,

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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increase, while the Li—Li and Li—C bonds become
shorter. MD calculations permitted us, however, to
establish therange of stability of the Li,,@Cg, molecule
as a function of the number of lithium atoms. For
instance, compoundswith n = 18-20 are unstable above

Calculated enthalpies of formation (from atoms) of lithium
derivatives of the fullerene and their dipole moments

Compound AH;, keal/mol u, D
Ceo@Li -10151.7 4.25
Ceo@Li* -10070.0 8.12
Li@Cgn® -10313.9 3.70
(Li@Cgy-n®)* -10223.0 2.06
Central-Li@Cqg -10297.9 3.76
Li@Cgyn* -10305.1 5.14
Li@Cgn? —10303.3 2.45
Li;0@Cg —29400.4 0.47
Li;s@Cg -31134.4 2.89
Li 18@C60 -32183.7 213
Lion@Cq —32465.9 0.82
Lix@Cg -32286.3 -
Lion@Cgq -31663.5 -
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Fig. 3. DTA curves of the systems (&) Cgg + mLi (m = 19,
40) and (b) Cgg + C7o + 28Li, aswell as EPR spectra of the
products formed during the DTA analysis.

950 K and should break up. Despite the HOMO being
delocalized considerably over the molecule, its energy
islow in al cases (3 eV) and the electron density is
higher on the outer side of the fullerene. The ionization
potential of Cg@Li estimated as the difference in the
enthalpy of formation between the Cg@Li and
Ceo@Li* complexes (see table) is relatively low, and,
therefore, such derivatives may possess metallic prop-
erties in the condensed state. The same applies to
Li@Cgyn®.

The coupling in the systems (Cgy + MLi)gyiq [A],
(Ceo/Cro + nNLi)gig [B], (Li)sig [C] (test), and
(fullerenes)q,iq [D] (test), withm=19 and 40 and n =
28, was subjected to a comparative DTA study in the
following manner. A mixture of Li with Cgy or Cgy/Cog
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was placed in a container evacuated to P = 107 Torr.
The temperature rise rate was 8-10°C/min. The ther-
mograms of system [D] do not exhibit any peaks, sys-
tem [C] reveas the Li melting endothermic peak only,
and the [A] and [B] DTA curves exhibit the Li melting
endothermic peak and two exothermic peaks (different
in magnitude for [A] and [B]) at 583 and 663 K (Fig. 3),
which apparently indicates a stepwise character of
interaction in the [A] and [B] systems.

After the DTA study, we measured the EPR spectra
in the solid reaction products at 298 K; for the [A] sys-
tem, one observes a strong symmetric singlet with g =
2.0011, which may indicate the formation of particles

of the Cg, type; system [B] shows an EPR line, which

splits at 130 K into two singlets with g; = 2.0031 and
0, = 2.0013 and an intensity ratio N = 2.8. These sin-

glets can be assigned to C;, and Cg, particles. Inview
of the first reduction potentials of Cg, and C,, being

equal [4], the probability ratio of formation of Cg, and

C., particles in system [B] should be proportiona to
the molar fraction ratio chosen, K = 2.7, of Cgy and Cyg
in [B], which isin accordance with the value of N.
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Abstract—The structural and electronic properties of lithium intercalated fullerides (of which LiysCg is the
most representative) are still puzzling and unclear. Above 520 K, x-ray/neutron diffraction shows an fcc phase
in which the 15 Li atoms clusterize in the octahedral interstices. However, at lower temperatures, a changein
the crystalline symmetry and also in the electronic properties takes place as observed from 3C, 7Li/6Li NMR
and x-ray diffraction measurements. X-ray diffraction data suggest the presence of two different stable struc-
tures: a tetragonal monomeric and an orthorhombic polymerised phase. Detailed *3C magic angle spinning
NMR experiments in the latter phase indicate sp® bondings among the carbon atoms, whereas the relative
(sp?/sp®) intensities, together with x-ray data, suggest the Cy, polymerization to bea[2 + 2] cycloaddition. Mul-
tiple quantum NMR experiments on Li confirm the presence of lithium clusters, as observed by x-ray diffrac-
tion in the high temperature phase, also at lower temperatures. However, the inferred cluster sizeissignificantly
smaller than that suggested by the stoichiometry. The distortion in the low-T structure of L,5Cqg IS Supposed to
induce the migration of Li atoms from octahedral to tetrahedral voids, thus accounting for the lower number of
Li atomsin the clusters. Further evidence of this scenario is obtained also from preliminary measurements of
line shapesand T, relaxation times, which exhibit amultiexponential recovery with very different constants that

are hardly compatible with asingle family of Li atom sites. © 2002 MAIK “ Nauka/Interperiodica” .

Unlike other akali doped fullerenes, Li,Cq has
been somewhat overlooked in recent works on fullerene
doped systems. Probably, thisisdueto difficultiesinits
preparation and perhaps to its lack of superconducting
properties. However, the small radius of the intercalant
gives Li,Cq Some peculiar properties, which are differ-
ent from the case of the better known A Cg, (Where A =
K, Rb, Csand 1 < x < 6). Namely, fullerenes show a
considerable degree of Li atom acceptance, yielding
systems with x as high as ~30. Being the less studied of
the alkali doped fullerenes, very littleisknown about its
properties, especially in the low-T lattice distorted
phase, which occurs for temperatures below 520 K.
Apart from some basic structural features determined
by x-ray and quasielastic and inelastic neutron scatter-
ing [1], there exist many questions regarding both the
behavior of Li atoms and that of the fullerene host |at-
tice.

Theseinclude the existencein the low-T phase of Li
clustering, the Cq, packing and polymerization, the pos-
sible charge transfer and interaction between Li and
Ceo, €tc., which are decisive in the construction of a
model that would explain the electronic properties of
the Li,Cg Systems.

In this work, we report on investigations performed
on Li;5Cq, atypical representative of the whole class of
compounds, by using local techniques such as NMR

L This article was submitted by the authorsin English.

and x-ray diffraction to elucidate its structural charac-
teristics.

1. EXPERIMENTAL

The samples were prepared by thermal decomposi-
tion in a dynamic vacuum of high purity, isotopically
enriched "LiN3; mixed with stoichiometric amounts of
Ceo- Heating the mixture at ~450 K yielded Li;5Cgo With
a5% accuracy in lithium content. Annealing for several
hours at 520 K gave powder pellets of improved crys-
tallinity and homogeneity. Depending on the prepara-
tion conditions, some of the samples turned out to be a
mixture of polymerized and nonpolymerized phases,
whereas most of them resulted in a single nonpolymer-
ized phase. Here, we are concerned only with the
former type of samples.

X-ray measurements were performed with a
GADDS (Bruker AXS) diffractometer. For the NMR
lineshape measurements, we used a Spinmaster (Stelar)
spectrometer, whereas for those involving more com-
plex multiple quantum NMR, a home-built instrument
was employed.

2. FULLERENE POLYMERIZATION IN Li;sCg

The presence of apolymerized structurein acrystal-
line lattice isreflected not only in the modified electron
density distribution; it can also alter the lattice symme-

1063-7834/02/4403-0521$22.00 © 2002 MAIK “Nauka/Interperiodica’
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L attice symmetries and parameters for the orthorhombic and
tetragonal phase of Li;5Cg as obtained from x-ray diffrac-
tion measurements

Symmetry Angles L attice parameters, A

Orthorhombic|a = 3 =y =90°
Tetragonal a=B=y=90°

a=9.06,b=9.32,c=15.10
a=b=9.87,c=14.30

try group and/or the lattice parameters. Therefore, the
joint use of experimental techniques, such asNMR and
x-ray diffraction, capable of detecting these changes
could provide useful information on polymerization.

We measure the CuK,, x-ray diffraction intensity as
a function of sample temperature from 300 up to
~550 K. From a comparison with well-known powder
diffraction patterns for Li;,Cg, [1] and pristine Cq [2],
we deduce the presence of two distinct phases at room
temperature. Successive indexing procedures identify
onetetragonal and one orthorhombic phase; the respec-
tive lattice parameters and symmetries are shown in the
table. Preliminary results from structure refinement

524 K

474 K

426 K

Intensity, arb. units

346 K

293 K
] 1 1 1 1 93M\a

1
10 15 20 25 30
26, deg

Fig. 1. X-ray diffraction patterns for aLi;5Cgg Sample as a
function of temperature. The room temperature spectrum
shows the coexistence of an orthorhombic and a tetragonal
phase, which transform into a single cubic phase upon heat-
ing. The spectrawere recorded using laboratory CuK, radi-
ation.
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performed on the orthorhombic phase suggest a1D car-
bon polymerization of Cg,.

Asthetemperatureisincreased (Fig. 1), theintensi-
ties relative to the two distinct phases begin to merge,
such that, for T > 550 K, only one pattern, compatible
with asingle cubic phase, is present. The occurrence of
an orthorhombic-to-cubic transition (in addition to the
aready known tetragonal-to-cubic transition [1])
implies, therefore, the disappearance of Cg, polymer-
ization upon sample heating.

Further evidence on fullerene polymerization in
Li,5Cqy Was obtained by static and magic angle spin-
ning (MAS) 3C NMR. At room temperature, the static
lineshapes display an inhomogeneously broadened
shift-anisotropy powder pattern typical of static sp?
fullerene carbons. Moreover, two additional sharp
peaks are found at 155 and at 59 ppm, which could be

assigned, respectively, to a motion-averaged Cg, Sp?
line and to sp® hybridized carbons. These findings sug-
gest both a blocked rotation for a considerable amount
of Cg, molecules due to covalent bonding in a polymer

configuration and al so the presence of a phase inhomo-
geneity as found from x-ray diffraction.

Additional evidence supporting these result comes
from MAS experiments, which allow more precise
guantitative assignmentsfor theindividual peaks. From
an accurate fit of the lineshapes, one can evaluate the

intensity ratio f = Ispsllspz from which (once the Cg,

contribution is subtracted) the average number of four
sp® atoms per Cq, molecule can be inferred.

This result is compatible with several bonding con-
figurations among Cg, molecules, which may include
two [2 + 2] cycloadditions, regular 2D single-bond
polymerization, or even random 2D polymerization.
However, the symmetry requirements from the x-ray
diffraction data restrict the possible structures to those
where Cg, polymerization takes place in rows of [2 + 2]
cycloadditions, giving rise to an 1D polymerized struc-
ture (Fig. 2). Thisis supposed to induce a local struc-
ture disorder which, apart from x-ray measurements, is
also supported by the presence of two dlightly shifted
sp® linesin the NMR spectra[3].

Finaly, one should note that, although there is an
important Cg—Cg, interaction which brings fullerenes
to polymerization, the Li—Cg, interaction is only sec-
ondary. Several NMR measurements support this con-
clusion: (a) the absence of J couplings among ‘Li and
13C, (b) the absence of cross-polarization transfer
between these atoms (for contact times aslong as20 ms
at room temperature), and (c) the presence of a consid-
erable “Li motional narrowing due to lithium diffusion
Pprocesses.
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3. LITHIUM CLUSTERING STUDIED
BY SINGLE AND MULTIPLE-QUANTUM NMR

Both conventional and more advanced multiple-
guantum (MQ) NMR provide a wealth of information
on lithium behavior in Li;5Cq, including its dynamics,
diffusion, clustering, etc. We use standard NMR to
measure the temperature dependence of the ’Li line
width and shape, as well as the spin-lattice relaxation
time; MQ NMR, in contrast, is a more suitable method
to investigate potential cluster formation. Indeed, the
monitoring of time evolution of MQ coherencesin cou-
pled spin systems provides an excellent tool to study
their clustering properties.

The "Li (spin 3/2) lineshapes, measured by a magic
echo sequence, display symmetric features at al tem-
peratures. At 50 K, the line consists of two distinct
peaks: a narrow peak attributed to the (1/2, —1/2) tran-
sition and a broad peak ascribed to the satdllite transi-
tions (£1/2, +3/2). Asthe temperatureincreases, both of
them merge into asingle central peak, 1.8(1) kHz. The
rather narrow single line observed at room temperature
as compared to that measured at 50 K (4.3(2) kHz
FWHM) suggests mational narrowing due to rotational
lithium diffusion inside the clusters (cfr. infra). The dif-
fusion, however, is believed to stop at temperatures
below 50 K, since no significant change in lineshape
and width are observed for T < 50 K.

The absence of any distinguishable quadrupole
powder pattern in the whole temperature range could be
due to an averaging of the anisotropic part of the qua-
drupole and dipole interactions. Since no indication of
a’Li Knight shift wasfound, we believe the clusters not
to show metallic properties.

A simple rough estimate of the aggregation of lith-
ium atoms in clusters can be made from dipolar line
width calculations, where we consider the interactions
among N identical 3/2 spins.

They yield a theoretical line width of 4.6 kHz
FWHM, which is dlightly in excess of the measured
value at 50 K, suggesting either an underestimated
internuclear distance or a reduced average number of
lithium nuclei per cluster.

More direct evidence of Li clustering is obtained by
multiple quantum NMR experiments. In the case of N
nuclei with spin 3/2, the set of possible quantum coher-
ences AM goes from 0 to 3N. They can be detected by
a radio frequency coil only after exciting and succes-
sively converting them into single quantum coherences
(which correspond to the familiar transverse magneti-
zation).

With the use of an appropriate multiple quantum
excitation-detection sequence, essentially based on the
magic-echo scheme [4], one can obtain a dipolar and a
quadrupolar echo provided the condition 1, = 1,/2 is
satisfied (here, 1, is the rotating-frame defocusing time
and 1, is the laboratory-frame refocusing time). A sys-
tematic increment of the dynamical evolution time 1,
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Fig. 2. Pictorial view of the polymerized Li;5Cgq Structure

as obtained from x-ray diffraction data. The horizontal
planes contain fullerenes with a 1D polymeric structure;

[2+2] cycloaddition along the a direction. The sp2/sp3
intensity ratio is consistent with the NMR results.

leadsto an ever increasing signal intensity for all orders
of coherence. This confirms the presence of strongly
dipolar-coupled “Li spins whose network grows wider
the longer 1,. However, beyond a certain threshold time
(t, = 25 msin our case), the intensity will no longer
rise, indicating that the limit of afinite size cluster has
been reached.

In the presence of the saturation regime, theintensi-
ties of various MQ transitions follow an approximate
Gaussian distribution function. In the particular case of
nuclel with spin 3/2, the intensity profile 1,y as afunc-
tion of (AM)? follows the curve |y O exp[—(AM)Z/5N]
[5].

Therefore, from alogarithmic plot of theratio I yy,/1,
as afunction of (AM)?, where |, isthe intensity of dou-
ble-quantum coherence (i.e., I, When AM = 2), one
can easily evaluate the number of interacting spins
which make up acluster. Such a plot and the rel ative fit
for the case of Li;sCq are shown in Fig. 3. The fitted
value N = 9(1) is significantly lower than the expected
stoichiometric value of 15. Apart from the very improb-
able underestimate from the statistical analysis (whose
correctness was also tested by simulations), we believe
that a more realistic reason for the inferred cluster size
could be found in the presence of structural disorder.
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(Am)?

Fig. 3. Logarithm of the intensity profile Ip\/1, as a func-

tion of (AM)? for Li;5Cgo. The solid and the doted lines are

fits according to dightly different models, both yielding
N =9(1) for the number of lithium atomsin a cluster.

Indeed, one can assume that the previously empty tetra-
hedral sites, under lattice deformation, will be partially
filled, therefore accounting for the lower number of
atomsin the octahedral clusters.
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4. SUMMARY

The intercalation compound Li;sCs Was studied
with 3C, "Li NMR, and x-ray diffractioninitslow-tem-
perature phase (T < 530 K).

13C MA S experiments showed evidence of sp® bond-
ing among carbon atoms, whereas the relative intensi-
ties sp?/sp® suggest Cg, polymerization.

MQ NMR experiments on “Li confirm the presence
of lithium clusters, previously shown by x-ray diffrac-
tion in the high temperature phase, also at lower tem-
peratures. The inferred cluster size, significantly
smaller than that suggested by the stoichiometry, can be
explained as a consequence of Cg, lattice distortion. In
this case, the overall number of atoms in octahedra
sites would be reduced by a partial occupation of tetra-
hedral sites also.
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Abstract—Metal-containing carbon nanostructures are prepared by heating poly(vinyl acohol) in mineral
media with a lamellar structure at a temperature below 300°C. It is demonstrated that three possible types of
nanostructures can be formed, namely, multilayer carbon nanotubes, spherical carbon nanoparticles, and finely
crystalline carbon structures. According to the data of transmission el ectron microscopy, the nanotube sizefalls
in the range from 50 to 300 nm and the nanotubes themselves have a stranded structure. © 2002 MAIK

“ Nauka/Interperiodica” .

1. INTRODUCTION

The existing methods of preparing carbon nano-
tubes require large energy consumption and complex
apparati. Recent studies [1, 2] reveaed that dehydro-
polycondensation of aromatic amines in interlayer
spaces of vanadium—oxide systems occurs with the for-
mation of tubulenes. In this respect, we analyzed the
possibility of producing metal-containing carbon tubu-
lenesfrom functional polymersininorganic mediawith
alamellar structure.

2. SAMPLE PREPARATION
AND EXPERIMENTAL TECHNIQUE

We studied the products of the heat treatment of
poly(vinyl alcohal) in lamellar inorganic media. In the
case when metal chlorides or poly(phosphoric acid)
were used as media favorable to carbonation of the
polymer, the mixture of finely dispersed powders of the
polymer and the mineral phase was heated in the tem-
perature range from 250 to 300°C for 4-8 h. When
poly(vanadic acid) and its derivatives containing Cr and
Mo served as the favorable medium, the reaction was
performed in an aqueous solution. After mixing of
poly(vinyl alcohol) and acid, the resultant mixture was
subjected to an electric field with a voltage of 12 V.
Then, the reaction mixture was heated to atemperature
of 90°C. The treatment of the reaction mixture was car-
ried out according to the procedure described in [3].

3. RESULTS AND DISCUSSION

Analysis of the x-ray photoelectron spectra (mag-
netic x-ray photoel ectron spectrometer, AIK,, radiation)

of the samples under investigation revealed the follow-
ing structural features. The overall spectra contain
intense peaks associated with carbon and oxygen. The
x-ray photoelectron spectra of the samples prepared in
the inorganic media containing metal ions exhibit weak
peaks of the relevant metals. The C 1s spectrum con-
sists of three components corresponding to the C-C
(284 eV), C-H (285 eV), and C-O (287-288 eV)
bonds. Their ratio varies according to the synthesis con-
ditions and the medium composition. The maximum
content of graphitic carbon (81-87%) isobserved in the
samples prepared in the 3d metal chloride medium. For
the samples prepared in poly(vanadic acid) and its
derivatives, the content of C—C bonds is equal to 75—
78%. The content of the carbonyl and carbonate groups
in al samples does not exceed 5%.

According to electron microscopy, the studied sam-
ples arein amorphous and finely crystalline states. The
samples prepared from poly(vinyl alcohal) in the man-
ganese chloride medium are predominantly in afinely
crystalline state. The microdiffraction pattern consists
of bright and diffuse spots, which, asawhole, form pic-
tures of the six-pointed star type. Such complex reflec-
tions are usually observed for quasicrystals, for exam-
ple, manganese alloys. According to transmission elec-
tron microscopy, the structure of the samples prepared
in the manganese chloride medium is characterized by
extended tubular formations approximately 50 nm in
diameter. Carbon nanostructures of polyhedra and
spherical forms (from 50 to 200 nm in size) were
obtained in the poly(phosphoric acid) medium. The dif-
fraction pattern taken from these nanostructures con-
tains diffuse fringes.

1063-7834/02/4403-0525%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Micrograph of a carbon nanotube prepared from poly(vinyl
alcohol) in the HyV 1gM0g,03¢ medium.

The electron microscopic investigation of the sam-
ples prepared from poly(vinyl acohol) in the
poly(vanadic acid) solution containing molybdenum
revealed cylindrical, rather extended, structures 100—
300 nm in diameter. We examined the structure of a
154-nm-long multilayer tube with an interlayer dis-
tance of approximately 11 nm (see figure). This is
approximately 30 times larger than the interplanar dis-
tancein graphite (0.34 nm). It isknown that, when nan-
otubesinvolve defects (or when one of the layersis par-
tialy absent), theinterlayer distancein multilayer tubes
can increase to 0.68 or even to 0.95 nm upon intercal a-
tion [4]. In our case, the interlayer distance is one order
of magnitude greater than that cited in the literature.
This can be associated with the influence of the low-
energy synthesis procedure on the growth mechanism
of carbon nanotubes.
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The microdiffraction pattern exhibits distinct reflec-
tions with strands directed perpendicular to the tube

axis. The 1010 reflections are split into two reflections
each and located on either side of the tube axis, which
is typical of tubulenes [5]. The total chirality angle of
the tube is 15°-16°. Upon prolonged exposure of the
tube to an electron beam, the microstructure of the tube
is destroyed and diffraction becomes amorphous in
character.

4. CONCLUSION

Our investigation demonstrated that metal-contain-
ing carbon nanostructures can be produced by the low-
energy method from polymers with functional groups
in interlayer spaces of inorganic media.
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Abstract—The electrical conduction properties of powder samples of M@C,,, endohedral metallofullerenes
(M =LaY) isolated from soot by extraction with N,N-dimethylformamide and by sublimation were studied.
It was established that the conductivity of sublimated samples exceeded that of the extracted ones by four
orders of magnitude and was as high as 0.2-0.5 Q! cm at room temperature. © 2002 MAIK “ Nauka/ I nter-

periodica” .

1. INTRODUCTION

Endohedral metallofullerenes (EMFs) M@C,,, rep-
resent anovel type of carbon clusters, which differ sub-
stantialy from empty fullerenes in their properties [1—
3]. They contain one or several metal atoms encapsu-
lated in the fullerene molecule. The formation of such
compounds is most characteristic of the Cg, molecule
with Group Il metals (Sc, Y, La) and lanthanides. A
metal atom encapsulated into the fullerene molecule
changes its electronic properties considerably. In the
case of La@Cg, and Y @Cg, EMFsS, three electrons are
donated by the metal to the fullerene to form the

M3+@C§; complex. Depending on the nature of the

metal and the number of its encapsulated atoms, EMFs
can be paramagnetic or diamagnetic. The unique struc-
ture of the EMFs and the diversity of their properties,
which vary with the encapsulated metal and the
fullerene, have stimulated a great scientific interest.
The EMFs can be expected to form a basis for the
development of new materials, such as molecular con-
ductors and ferromagnets, laser and ferroel ectric mate-
rials, and pharmaceuticals [3]. However, the chemical
and physical properties of EMFs remain poorly stud-
ied; in particular, their electrical conduction character-
istics have thusfar not been investigated. Thisis prima-
rily caused by the limited availability of EMFs, which
is associated with problems that hinder their synthesis
and isolation in sizable amounts [2, 3]. Recently, we
devel oped amethod for selective EMF extraction of up
to grams of EMFs [4, 5] that removes the problem of
EMF availability to a considerable extent.

This paper reports on the first study of the electrical
conduction properties of M@C,,, powder samples (M =
La,Y) isolated from soot by extraction and sublimation.

2. EXPERIMENTAL

Soot containing La@Cg, andY @Cg, EMFswas pre-
pared by evaporating composite graphite electrodes
with metallic LaorY in an arc-discharge reactor [4, 5].
The electrodes were evaporated in arc discharge at a
helium pressure of 120 Torr, arc current of 90 A, volt-
age of 28-30V, arc length of 5 mm, a distance between
the arc and the cooled reactor wall of 50 mm, and an
evaporation rate of 1 mm/min.

EMFs were isolated from soot using two methods:
(a) extraction with N,N-dimethylformamide’ (DMFA)
in an argon atmosphere at the solvent boiling tempera-
ture [4, 5] and (b) gradient sublimation in vacuum at
800°C. In both cases, the soot was preliminarily
extracted with o-xylene to remove empty fullerenes
from it to the maximum possible extent.

The products thus prepared were characterized
using mass spectrometry, elemental analysis, and opti-
cal, IR, and EPR spectroscopy.

The EMF conductivity was measured by the dc four-
probe technique on pressed pellets in a helium atmo-
sphere at temperatures ranging from 4.2 to 300 K. The
pellets of the DMFA extraction and sublimation prod-
ucts, 7.5 x 1.5 x 1 mm in size, were pressed at
3800 kg/cm?. To exclude errors associated with the
thermopower, the sample electrical resistivity was mea-
sured for two opposite current directions.

3. RESULTS AND DISCUSSION

The data obtained using mass spectrometry and
electron and EPR spectroscopy show the main compo-

LpPolar solvent for selective extraction of endohedral metallof-
ullerenes from soot.
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Temperature dependence of the electrical resistance of an’Y @Cg, sample isolated by sublimation.

nents of the DMFA extracts to be La@Cg, and Y @Cg,
[4, 5]. The EPR spectra of the o-dichlorobenzene solu-
tions revealed lines with a hyperfine structure corre-
sponding to two isomers of La@Cg, and Y @Csg, [3].
Other M@C,,, EMFs (n = 40, 42-46) were present in
the extracts in insignificant amounts, and empty
fullerenes were virtually absent. Elemental analysis
and IR spectroscopy also showed the extractsto contain
solvent (DMFA, ~20 wt %).

In contrast to the extracts, theY @Cg, EMF obtained
by sublimation contained, as reveaed by electron spec-
troscopy, empty fullerenes (Cgq) in addition to Y @Cg,.
The EPR spectrum of the sublimate in o-dichloroben-
zene showed doublet lines corresponding to two
Y @Cg, isomers.

Conductivity measurements showed the EMF
extracts to have a low electrical conductivity (09 ~

10°° Q' cm™). Thermal treatment of the extracts in
vacuum increased the conductivity due to a partial sol-
vent loss. The conductivity of a solvent-free Y @Cg,
sample obtained by sublimation is four orders of mag-
nitude higher (~0.2-0.5 Q* cm™) than that of the
extracted Y@Cg,. The electrical resistivity grows
slowly with decreasing temperature down to ~80 K,
after which it starts to increase rapidly (see figure).
Within the range 300-160 K, the resistivity exhibits an
activated behavior, with an activation energy of
0.029 eV (inset to figure). In the low-temperature
range, the nonactivated process is dominant. Note the
low activation energy, which ispossibly associated with
the polycrystalline nature of the sample rather than
reflects the intrinsic properties of Y @Cg,. The rela
tively high conductivity of the pellets and the low acti-

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

vation energy allow one to assumethat Y @Cg, behaves
as amolecular metal down to ~80 K. At lower temper-
atures, a transition to the dielectric state probably
occurs. Thisassumption is borne out by the behavior of
the spin paramagnetic susceptibility of the solvent-free
La@Cg, sample aobtained by sublimation [3, 6]. The
susceptibility was virtualy temperature-independent
within the range 300-80 K (Pauli paramagnetism); this
feature is characteristic of metals.
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Abstract—An La@Cg,-doped polymer (bisphenol-A polycarbonate) was prepared. EPR spectraof La@Cg, in
a solid polymer film and in a polycarbonate solution in o-dichlorobenzene were studied. The EPR spectrum
shape of La@Cg, was shown to be sensitive to the phase state of the polymer. La@Cg, in the film was found to
have a high chemical stability below the glass formation temperature, thus permitting one to use the polymer
for the storage and study of endohedral metallofullerenes. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Endohedral metallofullerenes (M@C,,,) are carbon
compounds containing one (sometimes, two or three)
metal atoms inside the C,, fullerene cage [1]. M@C,,
compounds have an application potential as a basis for
the development of new materials, including polymer
composites, as well as in NMR tomography and
nuclear medicine [2-5]. Until recently, however,
M@C,,, compounds had limited availability. Moreover,
studies of M@C,,, are made difficult by their instability
in the presence of oxygen, which requires they be
stored in vacuum or argon [2—7]. Earlier, we devel oped
amethod of step extraction of M@C,,, that permitted us
to increase the yield of these compounds up to 5% of
the original soot mass [3].

This paper reports on an EPR study of the chemical
stability and rotational mobility of La@Cg, in solid
films and solutions of polycarbonate (PC).

2. EXPERIMENTAL

The synthesis of La@Cg,-containing soot in an el ec-
tric arc-discharge reactor and extraction of La@Csg,
from it are described in [3]. Analysis of La@Cg, sam-
ples using mass spectrometry and liquid chromatogra-
phy did not reveal the presence of Cg, 0r C,,[3]. To pre-
pare an La@Cg,-doped polymer, 1 g of bisphenol-A PC
(Aldrich) was dissolved in 50 ml of o-dichlorobenzene
(DCB), then 20 mg La@Cg, was added to the solution,
and the mixture was heated in an argon environment at
120°C until a homogeneous solution formed. Next, the
solution was placed on a plane glass and the solvent
was removed in an argon flow until asolid film formed.

EPR spectrawere obtained on an E-104A EPR spec-
trometer under conditions ensuring an undistorted line
shape. The oxygen was removed from the solutions by
evacuation at a pressure of ~10 mm Hg.

3. DISCUSSION

The room-temperature spectrum of La@Cg, inaPC
solution in DCB exhibits two octet signals with par-
tially overlapping lines (spectrum 1infigure). The octet
hyperfine structure (HFS) appears dueto the interaction
of the unpaired 5d electron of lanthanum with a mag-
netic moment of ¥La (I = 7/2). The higher intensity
octet has an HFS constant a , = 0.115 mT, and the
weaker octet hasa, ,=0.081 mT. Both octetsare similar
to the signals of the La@Cg, isomers in pure DCB
(without polymer addition) [2—7]. Despite the polymer
solution being agel at room temperature, the HFS line-
width measured in it was found to be practically the
same asin pure DCB. Hence, the viscosity of the poly-
mer solution affects the rotational mobility of La@Cg,
only weakly [8], which implies its localization in the
volume phase of the solvent. When La@Csg,, bothinthe
gel and in pure solvent, was subjected to air, the EPR
signal disappeared irreversibly within several days.

The spectra of La@Cg, in a PC film (spectra2, 3in
figure) differ substantially from its spectrain the liquid
solution, which is caused by the low rotational mobility
of La@Cg, in the solid polymer. The octet HFS appears
above the PC vitrification temperature (~400 K), when
segment motionsin the polymer unfreeze to aconsider-
able extent. The PC transition from the glassy to ahigh-
elasticity state and back was clearly manifested in the
temperature dependences of the spectral parameters of
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EPR spectra of PC-La@Cg, samples. (1) Starting polymer
solution (gel) in DCB, 293 K; (2, 3) polymer film, 293 and
425 K, respectively; and (4) solution in DCB after one year
of storage in air, 293 K. The spectra were measured in the
absence of oxygen at a microwave power P = 0.5 mW and
high-frequency modulation amplitude H, = 0.01 mT.

The La@Cg,-doped PC film was stored for ayear in
laboratory conditionsin air. After this, it was dissolved
in DCB. The EPR spectrum of the gel thus formed
(spectrum 4 in figure) was found to be practically iden-
tical to the spectrum of the gel of the starting sample,
dissolved in DCB immediately after its preparation
(spectrum 1).

The M@C,,, compounds are known to become oxi-
dized irreversibly when subjected to air for afew days,
therefore, as already mentioned, powders and solutions
of these compounds have to be stored in vacuum or in
an argon atmosphere [2]. The remarkable stability of
La@Csg, in PC films should be apparently attributed to
the fact that oxygen diffusion in this polymer is very
slow below the vitrification temperature.

Thus, we found La@Cg, to be very stable in PC
films, which permits one to use these films to store
M@C,,, compounds for further use. The sensitivity of
the La@Cg, EPR spectrum to the phase state of the
polymer makes it possible to use this compound, in
addition to nitroxyl radicals[8], asaspin probein stud-
ies of conventional polymers and biopolymers.
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Abstract—A new molecular Cgy complex of the composition (BMDT-TTF) - Cgq - 2CS, (1) with the bis(meth-
ylenedithio)tetrathiafulvalene (BMDT-TTF) organic donor is synthesized. The molecular and crystal structures
of this complex are determined by x-ray diffraction. The (BMDT-TTF) - Cg, - 2CS, (1) compound crystallizes
in a monoclinic crystal system. The main crystal data are as follows: a = 13.550(5) A, b = 9.964(7) A, ¢ =
17.125(8) A, B = 99.52(4)°, V = 2280(2) A3, M = 1229.45, and space group P2;/m. Crystals of | have alayered
structure: layers consisting of Cgy moleculesalternate with layers composed of BMDT-TTF and CS, molecules.
Itisfound that, in complex |, the donor and Cg, molecules are linked through the shortest contacts, which leads

to achange in the molecular geometry of BMDT-TTF. The donor moleculesin acrystal layer are characterized
by the shortest S... S contacts. The IR dataiindicate the el ectroneutrality of the fullerene molecule. The electrical
conductivity of (BMDT-TTF) - Cgq - 2CS, single crystals is measured using the four-point probe method at

room temperature: ogr = 2 x 10° Q=% cm . © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The great interest expressed by researchers in
fullerene-based compounds stems from the recent dis-
coveries of superconductivity and ferromagnetic phe-
nomena in fullerides [1-4]. Fullerene Cg, exhibits the
properties of an acceptor and can form molecular
donor—acceptor  charge-transfer complexes with
organic electron donors based on tetrachal cogenful-
valenes. The mgjority of these electron-donor com-
pounds are capable of forming radical cation salts with
metallic and superconducting properties[4]. In our ear-
lier works [5-8], we synthesized and investigated Cg,
molecular complexes with symmetric and nonsymmet-
ric tetrachalcogenfulvalenes. The purpose of the
present work was to synthesize a Cg, complex with an
organic donor, namely, bis(methylenedithio)tetrathi-
afulvalene, and to investigate the crystal structure, IR
spectra, and the electrical conductivity of the complex
synthesized.

2. SAMPLE PREPARATION
AND EXPERIMENTAL TECHNIQUE

Singlecrystalsof (BMDT-TTF) - C, - 2CS, (1) were
prepared from a carbon disulfide (CS,) solution con-
taining BMDT-TTF and Cg, inthe 3 : 1 ratio. The solu-
tion was allowed to evaporate slowly at room tempera-
turefor 5 daysto avolumeof 2to 3 ml. The evaporation

was accompanied by precipitation of black lustrous
crystalsin the form of oblong prisms. The crystals pre-
cipitated were filtered off, washed with alcohol, and
dried under vacuum. The composition of the (BMDT-—
TTF) - Cg - 2CS, complex was determined from the
elemental analysis data.

For C,oH,S;,, and. caled. (wt %): C, 68.40; H, 0.30;
S, 31.30.

Found (wt %): C, 69.12; H, 0.30; S, 30.83.

The elemental composition is in close agreement
with the x-ray diffraction data.

X-ray structure investigation was performed on a
KM-4 KUMA DIFFRACTION automated four-circle
diffractometer (CuK,, radiation, graphite monochroma-
tor, w/20 scan mode). The x-ray diffraction experi-
ments were carried out at room temperature. The main
crystal datafor | areasfollows: C;4H,S;,, M =1229.45,
monoclinic crystal system, a = 13.550(5) A, b =
9.964(7) A, ¢ = 17.125(8) A, B = 99.52(4)°, V =
2280(2) A3, space group P2,/m, Z = 2, and calculated
density dgyeq = 1.791 mg/m?.

3. RESULTS AND DISCUSSION

Crystals of complex | have a layered structure
(Fig. 1): layers consisting of fullerene molecules alter-
nate with layers composed of BMDT-TTF donor mole-
cules. Molecules of the CS, solvent are sandwiched
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Fig. 1. A fragment of the crystal structure of the (BMDT-TTF) - Cgq - 2CS, complex.

between the donor molecules. In the structure of com-
plex |, the mirror plane m passes through the centers of
the fullerene molecules and aong the central C=C
bonds involved in the BMDT-TTF molecules. Two
independent molecules CS, are located in the m plane.
The BMDT-TTF donor molecules arranged in layers
are linked through the shortest S...S contactsin aside-
by-side manner [3.283(3) and 3.519(3) A]. The stan-
dard van der Waal s distances for sulfur atoms are equal
to 3.68 A [9]. Similar contacts are usually observed in
crystal structures of quasi-two-dimensional molecular
conductors based on radical cation salts of organosulfur
donors[1]. In Cg, fullerene complexes, the polarization
van der Waals forces play a significant role (the polar-
izability of the C4, fullerene is equal to 85 A3). The
energy of electrostatic interaction depends on the dis-
tance between the donor and acceptor molecules, and
the electrostatic interaction itself is primarily deter-
mined by the dispersion component. In order to provide
the strongest interaction, the donor molecule should
approach the fullerene molecule as closely as possible,
thus matching its own shape with the spherical shape of
the fullerene molecule. This can be achieved only
through geometric distortions of the donor molecule, as
isthe casein complex I. Unlikethe neutral BMDT-TTF

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

molecule, which is characterized by a planar geometry,
the donor molecule exhibits a nonplanar conformation
in the structure of complex | due to the interaction
between Cg, and BMDT-TTF. In the structure of the
(BMDT-TTF) - Cq - 2CS, complex, the Cq and
BMDT-TTF molecules are linked by the shortest inter-
molecular contacts S...C [3.47(2) A] and C...C
[3.34(2) and 3.35(2) A]. Consequently, upon complex
formation, the donor molecul e adopts a hew conforma-
tion in which the donor and fullerene molecules are
spaced as closely as possible.

Earlier [7, 10], it was shown that the force coupling
constants depend on the electron density of the mole-
cule and that the degree of charge transfer to the Cyg,
molecule can be determined from the IR spectra: the
chargetransfer correlates with the linear shift of the Cg,
fundamental vibrational mode (1429 cm™). The IR
spectra of the (BMDT-TTF) - Cg, - 2CS, complex, the
BMDT-TTF molecule, and pure Cg, fullerene are dis-
played in Figs. 2a—2c, respectively. The IR spectrum of
the studied compound contains al the absorption bands
associated with atomic vibrations of Cgp, BMDT-TTF,
and CS,. Some absorption bands in the IR spectrum of
complex | are shifted with respect to their location in

2002
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Fig. 2. IR spectraof the (8) (BMDT-TTF) - Cgq - 2CS, com-
plex, (b) BMDT-TTF molecule, and (c) Cgq fullerene at

room temperature (Specord IR-75 spectrophotometer, KBr
tablets).

the spectra of the initial donor and acceptor molecules
by 1to 2 cm™. Analysis of the IR spectra of complex |
revealed that the BMDT-TTF molecules form a weak
complex with the Cg, fullerene in which the charge
transfer between the donor and acceptor molecules is
absent (or isinsignificant). The molecular nature of the

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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(BMDT-TTF) - Cg, - 2CS, complex is confirmed by the
electrical conductivity measurements with single-crys-
tal samplesof (BMDT-TTF) - Cg, - 2CS,. Thelow elec-
trical conductivity (Ogr =2 x 10° Q~* cm™?) indicates a
weak charge transfer in the studied compound.
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Abstract—The recently measured heat of formation AH? of CgoF36(Q) is submitted for extensive computa-

tional treatment. The computations are performed at the AM1, PM3 and SAM1 semiempirical quantum-chem-
ical levelson aset of selected isomers, especially those of T, C;, and D5y symmetries. The SAM 1 method pro-
duces somewhat lower values than PM3 and, in particular, AM1 (as is the case for pristine fullerenes). For
example, the SAM1 computed value for the T isomer is—1293 kcal/moal; i.e., it iswithin the experimental error.
However, theissue of isomerism should also be taken into consideration accordingly and related kinetic aspects
should be checked using computations. Even without these two additional steps being carried out, the agree-
ment between the observed and computed valuesis encouraging. © 2002 MAIK “ Nauka/Interperiodica” .

At the present time, there are only four neutral fulle-
renic species with measured [1-6] heats of formation
AHY : Cqo, Cro, CooFas, and, most recently [7], CyoFss.
The thermochemical data for fullerenes are relatively
meager owing to an usualy small quantity of available
samples. Some thermochemical information can also be
derived for charged gas-phase species [8] using the
Knudsen cell mass spectrometry method. CgF5 has
been rather well characterized experimentally, as °F
NMR spectra of itstwo isomers, T and C;, are available
[9] (the T to C; isomeric ratio is about 1 : 3). Clearly
enough, the thermochemical measurements|[7] on CgF 34
represent an important addition to the data on fullerenes
(inthe gaseous state at room temperature, the experimen-
tal valuereads AHY ,q =—1248 + 48 kcal/mol). In order
to verify the reliability of the computational tools, the
heat of formation AH?, 20g 1S COMputed in this paper by

means of semiempirical methods of quantum chemistry
for several selected isomers of CgyF34(0).

1. COMPUTATIONS

The full geometry optimizations were performed
using three key semiempirical methods that generally
produce quantitative values of heats of formation: AM 1
[10], PM3 [11], and SAM1 [12]. The SAM1 (semi-
ab initio model 1) method is the newest semiempirical
guantum-chemical procedure; it was constructed [12]
in order to fix some deficiencies of previous approxi-

L This article was submitted by the authorsin English.

mations. The computations were carried out primarily
with the SPARTAN [13] and AMPAC [14] program
packages. The geometry optimizations were performed
with no symmetry constraints on the Cartesian coordi-
nates and with an analytically constructed energy gra-
dient.

Thefull geometry optimizations were followed by a
harmonic vibrational analysisin each of the three meth-
ods. The harmonic vibrational analysis was carried out
by numerical differentiation of the analytical energy
gradient. The computed vibrational eigenvalues were
analyzed for the presence of an imaginary frequency so
that local minima and possible saddle points could be
distinguished. Specia attention was paid to evaluating
the symmetries of the relaxed structures. The symmetry
of the optimized structures was determined not only
following the AMPAC built-in procedure [14] but pri-
marily using a new flexible technique [15].

2. RESULTS AND DISCUSSION

We computed a set of isomers of CgyF5 with higher
symmetries [16], such as T, Dy, T, Cs, and C,,,. How-
ever, in this report, we present results only for four iso-
mers found as the lowest energy structuresin aprelim-
inary search using the PM3 method: T, D4, T}, and Cs.

The T isomer isthelowest energy structurein all the
three semiempirical methods applied (see table). In
fact, the order of isomers is the same in the AM1 and
PM3 methods but differs in the SAM1 method. It is
known [17-19] that the AM 1 method overestimates the
heats of formation for the pristine species more greatly
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The AM1, PM3, and SAM1 heats of formation AH$ ,gg for
selected CggFz5 iSOMers

Spetics AHY 5gq, keal/mol
AM1 PM3 SAM1
Cs —889.68 | -1079.52 | -1228.94
T, -898.03 | -1086.39 | -1175.95
Dag 92432 | -111269 | -1226.79
T 95276 | -113427 | -1292.97

Note: Gas phase species throughout; the standard state is an ideal
gasphase at 1 atm = 101325 Pa.

than the PM3 method does. The data presented in the
table suggest that thisis also likely to remain true for
fullerene fluoro-derivatives. On the other hand, the

AHS L5 terms given by the SAM1 method are actually

closer [18, 19] to the observed values for the pristine
fullerenes than those given by the PM3 treatment. It is
also seen from the table for CgF54 that the SAM1

AHY 56 values basicaly coincide with the observed

value [7] of —1248 kcal/mol (if considered within its
error bars of +48 kcal/mal). It should be noted that it is
difficult to compute the total heats of formation ab ini-
tio unless some empirical terms are introduced. On the
other hand, the separation energies between isomers
can be computed by both semiempirical and nonempir-
ical methods. The separation energies given by both
treatments usually agree well.

There is, however, a substantial qualitative differ-
ence. It is seen from the table that the SAM1 order of
structures is not exactly the same as those found from
the AM1 and PM3 methods. Once again, SAM1 more
adequately describes the observed facts [7, 9], as the
structures seen in the experiment are of C; and T sym-
metries. In fact, two C; species are considered in [9]
because there is no direct way to distinguish between
these two C; isomers with the presently available data.
According to the SAM1 calculations, the C; species
selected in [9] isthe next-lowest energy structure.

However, there is one problem with the SAM1
results: theratio of the C; and T isomersis observed [9]
to be about 3 : 1. Hence, it is important to perform a
numerical evaluation of the entropy effectsaccording to
statistical-mechanical treatment [20] based on quan-
tum-chemical computations. It is known for isomeric
higher fullerenes[21] that the most abundant speciesis
not necessarily the lowest energy structure. This inter-
esting fact is a consequence of the entropy effects at
higher temperatures. CgyF 55 is indeed prepared [9] at
temperatures around 350°C.

Overall, the reported quantum-chemical semiempir-
ica computations point to the SAM1 method as the
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best applicable treatment able to reproduce the experi-
mental thermochemical data [7]. The final conclusion
should be further supported by entropy eval uations and
also by some ab initio calculations or even by kinetic
evaluations, these being topics of advanced research
currently in progress.
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Abstract—The behavior of the CgyF g fluorofullerene—a compound with maximum fluorine content that can
be synthesized in pure form through direct fluorination—isinvestigated in alkane solutions. The kinetics of for-
mation of CgoF,g Crystal solvates at solid-phase equilibrium with a saturated solution is studied by differential
scanning calorimetry (DSC) and thermogravimetry. The composition of the crystal solvates and the tempera-
tures and enthalpies of their decomposition are determined. It is found that the CgyF,g SOlvates formed upon
crystallization from saturated solutions of pentane, hexane, and heptane are more stabl e than the hexagonal sol-
vates (with octane, nonane, decane, and undecane). The latter solvates undergo decomposition into the initial
fluorofullerene and liquid hydrocarbon at temperatures below the boiling points of the hydrocarbons. © 2002

MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Fluorofullerenes CgoF,, (N = 12-48) were originally
synthesized by Selig et al. [1] in 1990, shortly after
Kréatchmer et al. [2] had devised aprocedure for synthe-
sizing the Cg and C, fullerenes in macroscopic
amounts. Subsequent studies concerned with direct flu-
orination of [60]fullerenes under different conditions
showed that, asarule, thisreaction resultsin theforma
tion of a mixture of products. The first selective tech-
nigue for producing fullerene fluoride was proposed by
Gakh et al. [3]. Boltalinaet al. [4] were thefirst to pre-
pare amaterial with 68% Cg,F,5 through two-stage syn-
thesisinvolving theinteraction of the Cg, fullerene with
fluorine in the presence of sodium fluoride at atemper-
ature of 280°C. Recently, the CgF,g fluorofullerene
was synthesized by direct fluorination of the
[60]fullerene at 350°C.

It was found that the attachment of 48 fluorine atoms
to the fullerene cage leads to a radical change in the
properties of the fullerene compound [5, 6]. Fullerene
fluorides possess pronounced €l ectron-acceptor proper-
ties and, unlike akyl fluorides, readily enter into
nucleophilic substitution reactions. At the same time,
[60]fullerene fluorides are highly soluble in a large
number of organic solvents and, hence, can be used for
producing numerous derivatives. Elucidation of the
character of the interaction between fluorofullerene
molecules and solvents is of importance in explaining
S\-type reactions.

Earlier [7], we synthesized solvates with n-alkanes
and performed x-ray structure analysis of the new com-
pounds. It was revealed that the Cy,F,5 fluorofullerene
forms orthorhombic isostructural solvatesof 1: 1 com-

position with pentane, hexane, and heptane. Moreover,
the CgF,g fluorofullerene can form hexagonal crystal
solvates with nonane, decane, and undecane.

In the present work, the kinetics of formation of
CeoF4g Crystal solvates at solid-phase equilibrium with
a saturated solution was investigated using differential
scanning calorimetry (DSC) and thermogravimetry.

2. SAMPLE PREPARATION
AND EXPERIMENTAL TECHNIQUE

2.1. We used a fluorofullerene sample of composi-
tion CgFsg44. This sample also contained CgiFyy,
CooFss, and CgF,sO0 impurities in  insignificant
amounts. The content of the main compound in the
sample was no less than 95%.

The CgyF 45 fluorofullerene is a white finely crystal-
line compound stable in air. No special caution should
be exercised in handling this material.

The crystal solvates were prepared according to two
procedures: (1) crystallization from saturated solutions
and (2) treatment of crystallinefullerenefluorideinlig-
uid alkanes. In the latter case, fullerene fluoride par-
tially dissolved and the undissolved part gradually
transformed into the corresponding solvate. The tem-
peratures and enthalpies of decomposition of crystal
solvates were determined by statistical methods.

The CgyF 45 complexes with octane, nonane, decane,
and undecane undergo decomposition at temperatures
below the boiling points of the hydrocarbons involved.
This allowed us to use the DSC technique to examine
their incongruent melting. The experiments were per-
formed as follows. A weighed portion of CgF.g (7—
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DSC curves for decomposition of CggF4g Crystal solvates with alkanes upon heating.

12 mg) was placed in a DSC cell filled with a small
amount of a solvent (5-8 mg). Then, the cell was cov-
ered and allowed to stand at room temperature. The cal-
orimetric measurements were performed repeatedly for
20 days until the enthalpy ceased to change.

2.2. The crystal solvates under investigation were
heated at a rate of 5 K/min in an argon atmosphere to
the point of decomposition into CyF,5 and hydrocar-
bon. The solvate composition was judged from the
decreasein weight. The measurements were carried out
on Mettler TA3000 and TG-50 instruments.

2.3. The decomposition of crystal solvates was
examined using a Mettler TA3000 instrument with a
DSC-20 attachment. The samples to be analyzed were
placed in an aluminum cell, which was then nonhermet-
icaly sedled. The experiments were performed at a
heating rate of 5 K/min in an argon atmosphere in the
temperature range from 25 to 250°C.

The appearance of absorption peaks in the DSC
curves was treated as an indication of the decomposi-
tion of crystal solvates into CgyF,g and hydrocarbon.
The same inferences regarding the decomposition of
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these solvates were made from the wei ght oss observed
in thermogravimetric measurements.

3. RESULTS AND DISCUSSION

The molecular complexes studied in this work can
be divided into three groups: (1) n-pentane, n-hexane,
and n-heptane isostructural solvates crystallizing in an
orthorhombic crystal system; (2) n-octane solvate crys-
tallizing in a cubic crystal system; and (3) n-nonane,
n-decane, and n-undecane solvates crystallizing in a
hexagonal crystal system (seetable).

Moreover, we analyzed the kinetics of solvation at
equilibrium with saturated solutions. Using the above
technique, we observed incongruent melting in the
CeoF4g—0ctane and CgyF,g—onane systems at tempera-
tures of 109 and 106°C, respectively. On this basis, the
inference was made that the CgyF,5 Crystal solvate with
octane should exhibit a hexagonal packing similar to
that of the CgyF,5 - 2(nonane) crystal solvate. Itisworth
noting that, in this case, no additional effects are found
at temperatures higher than the boiling points of the sol-
vents used and the elimination of incorporated hydro-
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Unit cell parameters and decomposition conditions for CggF4g Solvates
- Unit cell I Decomposition
Solvate Packing parameters, nm Scheme of decomposition temperature, °C
CeoFas - CsHo Orthorhombic | a=5.925(3), | CgoFag - CsH1p — CaoFag(s) + CsHizg) 127.6
b=1.215(1),
c=1.1987(4)
CeoFas - CgH1a Orthorhombic | a=3.876(4), | CgoFag - CeH1a —> CaoFag(s) + CeHia(g) 131.4
b =1.229(6),
c=1.198(1)
CeoFas - CH4 Orthorhombic | a=3.895(3), | CgoFag - C7H16 — CeoFag(s) + C7H16(g) 111.3
b =1.228(1),
c=1.197(4)
C60F48 . 2C8Hi8 He)(agona' 1** - C60F48 . nCSng — C6OF48(S) + nC8H18(|) 109
CeoFag - 2CgHyy | Hexagona 1 | a=2.362(3), | CgoFag - 2CqHz0 — CeoFag(s) + 2CoH20() 106
b =2.129(3)
CeoFag - 2C1oH,, | Hexagonal 2 | a=2.0924(5), | CgoFag - 2C10H20 —> CgoFag - C1oHoog + CioH2og) 70.7
¢ =1.1991(6)
CGOF48 . C10H22 AmorphOUS C60F48 ' C10H22 I C60F48($) + C10H22(|) 73.6
C60F48 : 2C11H24 HeXagOI’la| 2 a= 20954(5), C60F48 " 2C11H24 —_— C60F48 " C11H24(S) + C11H24(|) 107
¢ =1.2063(3)
CeoFag - C11Hza | Amorphous CeoFag - Cr1H24 — CeoFagi) + Cr1Ha4g) 107

* The composition and structure of the crystal solvate with octane are assumed by analogy with the CggF,g - 2CgHoq Solvate.
** Designations: hexagonal 1 isthe packing in CggFag - 2CgHoq, and hexagonal 2 isthe packing in CggFag - 2CHop + 2 (N =10, 11).

carbon molecules proceeds in one stage. By contrast,
the 1 : 2 crystal solvates with decane and undecane
decompose in two stages. It can be concluded that the
transformations observed in the crystal structure when
changing over from CgF,g - 2(nonane) to CgoFag -
2(decane) and CyyF.g - 2(undecane) lead to a regular
decrease in the decomposition temperature of the crys-
tal solvates under investigation (see figure).

4. CONCLUSION

The experimental results demonstrated that the
orthorhombic solvates described earlier are formed
upon crystalization from saturated solutions. These
solvates arerelatively stablein air and undergo decom-
position at temperatures above the boiling points of the
corresponding hydrocarbons. The hexagonal solvates
are less stable and decompose at temperatures below
the boiling points of the hydrocarbons involved. In this
case, the structure is formed through the gradual incor-
poration of alkane molecules into the CgyF,g lattice,
thus changing the crystal |attice parameters.

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

No interrelation between the enthalpies of decom-
position and the lattice parameters was reveal ed.
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Abstract—The products of the reaction between the CgyBr,, bromofullerene and xenon difluoride are studied

by IR spectroscopy, laser desorption mass spectrometry, 1°F NMR spectroscopy, and thermogravimetry. It is
revealed that the degree of fluorination of the substrate is primarily determined by the duration of contact
between the reactants. An attempt is made to perform nucleophilic substitution of fluorine for bromine in the
CeoBro,4 bromofullerene in a solution with potassium fluoride. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

To date, different procedures have been devel oped
for the selective synthesis of fluorofullerene com-
pounds with a high fluorine content, for example,
CeoF15[1], CeoF35[2], and CeoF 45 [3]. Of special interest
are fluorofullerenes with a low fluorine content,
because these compounds can be used as precursors for
regiosel ective synthesis of fullerene derivatives.

In particular, fluorofullerenes with a low fluorine
content can be synthesized by the fluorination of bro-
mofullerenes or chlorofullerenes. It is known that halo-
gen atoms can fulfill the function of blocking agents
that prevent the formation of reaction products with a
high fluorine content. Therefore, the fluorination reac-
tions involving bromofullerenes or chlorofullerenes
followed by heating should lead to the detachment of
bromine or chlorine atoms with the formation of the
ultimate fluorofullerene products characterized by a
low fluorine content. Adamson et al. [4] were the first
to use this approach. These authors examined the prod-
ucts of fluorination reactions between molecular fluo-
rine and a number of bromofullerene and chlorof-
ullerene derivatives, such as CgBrg, CgoBrg, CgoBras,
and Cg,Cl,,. It was shown that the fluorination reaction
of the Cg,Br,, bromofullerene with molecular fluorine
at room temperature results in the formation of a mix-
ture of CgyF,, fluorofullerenes (n < 44), which predomi-
nantly contains CgyFs6. Fluorination of the Cy,Brg bro-
mofullerene produces a mixture of CgF, fluorides
(n < 36). In this case, the mass spectrum of the reaction
product exhibits peaks associated with ions of the
CeoF1g fluorofullerene and its monoxide and dioxide
compounds.

According to Dementjev et al. [5], the Cg,Br,, bro-
mofullerene reacts with xenon difluoride in anhydrous
HF to form a product of the composition CgF,,, as

judged from the x-ray photoelectron spectroscopic
data. The product of fluorination with the use of BrFs
under the same conditions was identified as Cg,Br,Fy

[6].

In the present work, we investigated the solid-phase
reactions of the Cg,Br,, bromofullerene with xenon dif-
luoride over awide range of temperatures. The reaction
products were characterized using IR spectroscopy and
laser desorption mass spectrometry.

2. SAMPLES AND EXPERIMENTAL TECHNIQUE

The C4,Br,, bromofullerene was prepared according
to the procedure described in [7]. The reaction of the
CeoBr,, bromofullerene with xenon difluoride was per-
formed as follows. A weighed portion of the bromo-
fullerene was mixed with a specified amount of xenon
difluoride. The resulting mixture was placed in acopper
cell cleaned from oxides, and the cell was sealed. Then,
the cell was allowed to stand at a constant temperature
(80-140°C) for a time (from one to three hours) and,
after complete cooling, was opened. The color of the
samples prepared varied from brown to light yellow.

The reaction temperature was chosen in such away
as to preclude thermal decomposition of bromo-
fullerenesin the course of synthesis. The conditionsfor

Conditions for fluorination reactions of the CgyBr,, bromoful-
lerene with xenon difluoride

No. T, °C t,h C60Fn1 Nrmax

a 220 1 22-24
80 1 30-32

c 80 3 36

1063-7834/02/4403-0539$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Fig. 1. Laser desorption—ionization mass spectraof the products of fluorination reactions of the CgoBr,4 bromofullerene with xenon
difluoride.
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INVESTIGATION OF FLUORINATION REACTIONS

fluorination reactions of the CgBr,, bromofullerene
with xenon difluoride are given in the table.

The degree of fluorination was determined by laser
desorption-ionization mass spectrometry. The mass
spectra were recorded on a Vision 2000 time-of-flight
mass spectrometer (Finnigan) with the use of anitrogen
laser (wavelength, 337 nm; pulse duration, 3 ns). The
samples were dissolved in toluene so that their concen-
tration ranged from 10 to 50 mM. A 0.2- to 0.4-pl drop
of the solution was applied to a target. After evapora-
tion of the solvent at room temperature, the target was
inserted into the mass spectrometer. The mass spectra
were measured in areflectron mode. For the purpose of
suppressing the possible fragmentation, the laser beam
power was chosen so as to correspond to the threshold
of ion formation.

3. RESULTS AND DISCUSSION

3.1. Fluorination of C4Br,,. The fluorination of
the CgBr,, bromofullerene was performed under two
different temperature conditions. In the first series of
experiments, the synthesis temperature was below the
decomposition point of the bromofullerene (160—
170°C). Inthe second series, the sampleswere prepared
by fluorination for 1 h at a temperature slightly higher
than the decomposition point of CgBr,, (220°C). As
follows from the distribution of negative ions in the
laser desorption— onization mass spectrum of the sam-
ple from the second series (Fig. 1a), the sample con-
tains two types of products involving up to 20 fluorine
atoms (the mass fallsin the range 815-1100 m/z) and a
product involving up to 36 fluorine atoms (with a mass
as large as 1404 mv/z). The fluorination reaction per-
formed at alower temperature (80°C) for the sametime
leads to the formation of CgF,, fluorofullerenes with
n< 18. In this case, the negative ion distribution indi-
cates the predominance of the CgF,5 stable fluorof-
ullerene, which, asarule, is produced in reactions with
metal fluorides[1] (Fig. 1b). Anincreasein the synthe-
sistime brings about a considerable changein the prod-
uct composition: the reaction proceeding for three
hours at atemperature of 80°C resultsin the formation
of CgoF, fluorofullereneswith n < 30 in which the max-
imum fluorine content does not exceed 32 atoms (the
mass falls in the range 967-1309 nv2) (Fig. 1c).

3.2. Thermal stability of the compounds synthe-
sized. The thermogravimetric analysis of the products
obtained in the fluorination reaction of the bromo-
fullerene with xenon difluoride revealed that the maxi-
mum weight loss of the samplesis observed in the tem-
perature range 300-500°C. It is worth noting that the
thermal decomposition is accompanied by the forma-
tion of the Cg, fullerene. This suggests that the thermal
stability of the fluorine derivatives synthesized israther
low. It should also be noted that, upon heating, the
fullerene fluorides studied earlier in [2, 3] sublimate
without noticeable decomposition.
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3.3. F NMR spectroscopy. All the lines revealed
in the °F NMR spectra of the products synthesized are
substantially broadened and poorly resolved. For this
reason, we failed to draw any conclusionsregarding the
composition and structure of these products and could
only infer the presence of a mixture of compounds in
the studied sample from the analysis of these spectra.

3.4. Nucleophilic substitution for brominein bro-
mofullerene. We attempted to prepare fluorofullerenes
through the substitution of fluorine for bromine in the
CeoBr,, bromofullerene. In the course of synthesis, a
solution of CgBry, in carbon tetrachloride with an
excess of potassium fluoride and a catalytic amount of
18-crown-6 was boiled for afew hours. The laser des-
orption—onization mass spectrum of the sample thus
synthesized exhibits the most intense signal associated

with the Cg,F55 fluorofullerene. The IR spectrum of the

product obtained by the reaction of the Cg,Br,, bromof-
ullerene with potassium fluoride shows a broad band at
1114 cm™?, which is attributed to vibrations of the C—F
bonds. Note that the IR spectrum described earlier in
[2] for the CgF5 fluorofullerene essentialy differs
from the IR spectrum recorded in the present work. Itis
quite possible that the reaction under investigation
leads to the formation of an unstable product (CgoF.,).
Upon therma heating prior to the ionization and
recording of the mass spectra, this product can undergo
disproportionation with the formation of more stable
compounds, namely, the CgyF45 fluorofullerene and the
Ceo fullerene.
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Abstract—The effect of hydrostatic pressure on the photoluminescence and Raman spectra of hydrofullerene
CeoH3e Was investigated for pressures up to 12 GPa at room temperature. The samples were synthesized by
means of high-pressure hydrogenation. The pressure coefficients of the phonon modeswerefound to be positive
and demonstrate singularities at ~0.7 and ~6 GPa. The pressure shift of the luminescence spectrum isunusually
small and increasesslightly at P> 6 GPa. All observed features arereversible with pressure, and CgoH4g isstable
in the pressure region investigated. © 2002 MAIK “ Nauka/Interperiodica” .

Hydrofullerenes have been predicted theoretically
[1] and synthesized using various methods [2, 3]. The
stable hydrofullerene CgH4s has been studied exten-
sively to identify its molecular structure and properties
[4, 5]. It was found that the CgyH4s molecule has a great
number of isomers and that the most stable of them
have T,, D3y, S5, and T symmetry. The presence of var-
ious isomers in CgyH45 samples depends mostly on the
preparation method [4, 6, 7]. The condensed phase of
CeoHsg has a body-centered cubic (bcc) structure [lat-
tice constant 11.78(5) A] which is expected to trans-
form into a body-centered tetragonal (bct) structure at
low temperatures [5]. In the present paper, we report
data on the pressure behavior of Raman and photolumi-
nescence spectra of CgyHsg prepared by high-pressure
hydrogenation. Our goal was to study the effect of high
pressure on the energy spectrum, phase transitions, and
stability of the CgoH4s molecule.

1. EXPERIMENTAL

For the preparation of hydrofullerene, pellets of Cg,
(99.99% purity) were placed into a copper capsule,
covered with adisc of 0.01-mm thick Pd foil, and then
annealed in vacuum at 620 K. The remaining space was
filled with AlH;, and the capsule was tightly plugged
with a copper lid using gallium as a soldering agent.
Since Cu and Ga are highly impermeable to hydrogen,
the encapsulation described prevents hydrogen losses
effectively during treatment. The assembled capsule

L This article was submitted by the authorsin English.

was pressurized to 3 GPa in a toroid-shaped cell and
maintained at 700 K for a time of up to 48 h. Above
400 K, AlH; decomposes and the evolved hydrogen
reacts with Cg,. The mass-spectroscopy data show that
at least 95% of the fina materia is related to CgoHsg,
while the x-ray study shows that the material has a bcc
structure with alattice parameter of 11.83 A. For opti-
cal study at high pressure, colorless transparent speci-
mens of CgyH4 Were placed into a diamond anvil cell.
Photoluminescence and Raman spectra were recorded
using asingle (JOBIN YVON THR-1000) and a triple
(DILOR XY-500) monochromator, both equipped with
a CCD liquid-nitrogen cooled detector system. The
676.4 and 457.9 nm lines of Kr* and Ar* laser radiation,
respectively, were used for excitation of the Raman and
luminescence spectra. The laser power was varied from
2to 10 mW when measured directly in front of the cell.
A 4 : 1 methanol -ethanol mixture was used as the pres-
sure-transmitting medium, and the ruby fluorescence
technique was used for pressure calibration.

2. RESULTS AND DISCUSSION

The Raman spectrum of CgyH56 under normal condi-
tionsis shown in Fig. 1. The spectrum is considerably
richer than that of the pristine Cg, and contains very
sharp and intense peaks in the low-frequency region,
while in the high-frequency region, its features are
rather broad and faint. This rich spectrum is related to
the hydrogenation of the Cg, molecule, which resultsin
the lowering of the molecular symmetry and the forma-
tion of new C—H bonds. In addition to the C—H stretch-

1063-7834/02/4403-0542%$22.00 © 2002 MAIK “Nauka/Interperiodica’



PHASE TRANSITIONS IN HYDROFULLERENE CgyHzg

T T T T T T T T T T T
O
2975H BN 00, .
I q_)o o .00-0‘).0 %_
_ 2950 ;%' ° qog oy o o a
! [Feae) o n |
§ 2025 —§m " 0
o @i i
é
. é 2900: i :
E q:' o)
:‘f g 2875 | ] goca P % - 5 -
__e | ml:b o D 0]
Gi o &o > O
z 2850 ao o8oondb 8o
% K g i
E 2825 I N N | I N N T B I
0 2 4 6 8 10 12
Pressure, GPa
1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1
0 500 1000 1500 2000 2500 3000

Raman shift, cm™

1

Fig. 1. Raman spectra of CggHag recorded under normal conditions. Insert: the pressure behavior of the C—H stretching modes. The
shaded areas near 0.7 and 6 GPa indicate possible phase transitions. Open and shaded symbols are related to an increase and

decrease in pressure, respectively.

ing modes near ~2800 cm2, new modes related to C—H
bending vibrations appear in the region 1150-1350 cm
[7]. The expected number of Raman active modes of
the CgoH3s molecule depends on the symmetry and is
equal to 118, 60, 73, and 95 for the T, T,, Dyy, and S;
isomers, respectively. The number of recorded peaksin
the Raman spectrum of CgHg, is at least 126, which
means that the samples under investigation are a mix-
ture of at least two basic isomers. A detailed study of
the recorded Raman frequencies and acomparison with
molecular dynamics calculations [4] indicate that the
samples contain all five stable isomers, the most abun-
dant among them being those with D54 and §; symmetry
[7]. The application of pressure strongly affects the
Raman spectrum, resulting in a positive shift of the
Raman peaks and a relative increase in their widths.
The pressure dependence of almost all Raman modes
shows two features (changes in the slope) near 0.7 and
6 GPa. However, thesituationisessentially different for
the C—H stretching vibration modes, whose behavior is
shown intheinset to Fig. 1. These modes exhibit a pos-
itive shift up to ~6 GPathat changes into anegative one
at higher pressures. The softening of the C—H stretching
modes at high pressures may be associated with hydro-
gen bonding interaction between the hydrogen and car-
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bon atoms of the adjacent molecules, resulting in a
pressure-induced enlargement of the C—H bond length

El

The photoluminescence spectrum of CgHss under
normal conditionsisdepicted in Fig. 2. Theintensity of
the luminescence and the threshold for the onset of the
spectrum are higher than those for the pristine Cg, [9].
The pressure behavior of the luminescence spectrum of
CeoHss is shown in the inset to Fig. 2. The pressure
coefficients for the main luminescence peaks, A and B,
are negative and close to zero at pressures up to
~6.5 GPa; at higher pressures, they increase in absolute
value to —7.5 and -9 meV/GPa, respectively. The pres-
sure behavior of CgyH4g isnot typical of molecular crys-
tals, whose electronic states usually exhibit alarge neg-
ative pressure shift which rapidly decreases with pres-
sure [10]. It is aso known that the pressure-induced
shift of electronic states in molecular crystals may be
positive for moleculesthat have no center of symmetry
[11]. Taking into account that our samples contain the
(noncentrosymmetric) T isomer in abundance, the pres-
sure behavior up to 6.5 GPa may be associated with
mutual compensation of the opposite shifts of the lumi-
nescence spectra, originating from the electronic states
of variousisomers. At higher pressures, however, lumi-
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Abstract—The gas-phase products of thermal decomposition of the CqyD 19 deuterium fullerite are studied by
mass spectrometry. It isfound that, in addition to D, molecules, the gas phase over the deuterium fullerite sam-
ple heated to a temperature of 773 K contains CD, methane and C¢Dg benzene molecules. The deuterocarbon
molecules are revealed in the gas phase even at 673 K. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The problem of thermal decomposition of CgH,
fullerene hydroderivatives is of particular interest pri-
marily from the standpoint of the possible use of
fullerene-based materials as a medium for hydrogen
accumulation. A thermal gravimetric analysis revealed
that, during heating of C4H, samplesin an inert atmo-
sphere, their weight beginsto decrease at atemperature
of 723 K [1-3]. It was shown that the reaction products
of thermal decomposition of CgH, fullerene hydro-
derivatives are hydrogen and fullerene. In particular,
Nozu and Matsumoto [4] demonstrated that the forma-
tion of CgH, upon the anodic oxidation of Cg, films
deposited onto a graphite electrode is a completely
reversiblereaction. Haufler et al. [5] madetheinference
that the hydrogenation of fullerenesis areversible pro-
cess. However, Shul’ga and Tarasov [6] established
that, in addition to fullerene molecules, the products of
therma decomposition of CgD,, a 823 K contain
impurity molecules. According to IR spectroscopy, this
impurity was identified as a fullerene polymer. More-
over, Brosa et al. [3] revealed methane as a gas-phase
product of therma decomposition of CgHg; at tem-
peratures above 823 K.

In the present work, the products of thermal decom-
position of deuterium fullerite (solid deuterofullerene)
wereinvestigated by mass spectrometry. We chose deu-
terium fullerite as the object of our investigation in
order to be able to distinguish between the products of
therma decomposition and hydrocarbon impurities,
which, in some cases, can occur in the studied system
due to desorption from cold walls, parts covered with a
vacuum lubricant, and (or) residual vapors from high-
pressure vacuum pumps.

2. EXPERIMENTAL TECHNIQUE

The deuterium fullerite samples were prepared
according to the procedure described earlier in [7]. The
deuterium fullerite polycrystals used in our experi-
ments have the empirical formula Cg,D,4, a face-cen-
tered cubic lattice, and the unit cell parameter a =
14.71A.

The mass spectra were recorded on an Ml 1201V
mass spectrometer. lonization was accomplished with
an electron impact. The electron energy was equal to
70 eV. Positively charged ions were analyzed in the m/z
range from 4 to 90.

The gas phase was produced as follows. A weighed
portion (1640 mg) of deuterium fulleritewas placedin
a silicatube of the pyrolyzer. The silica tube was con-
nected to an inflow system of the mass spectrometer
through a finely adjusting valve. After the preliminary
annealing of the sample at a temperature of 373 K for
1 h, the silicatube and inflow system were evacuated to
approximately 1 x 107 Torr. In all the experiments per-
formed in this work, the gas was allowed to bleed into
the preliminarily evacuated tube beginning with atem-
perature of 373 K. For this reason, in the mass spectra
presented, we specified only the temperature at which
the sample heating was completed and the mass spec-
trometric analysis was started.

3. RESULTS AND DISCUSSION
It can be seen from the table that, apart from the

peak attributed to the D, deuterium (mVz = 4), the mass
spectrum of the gaseous products of thermal decompo-
sition of the deuterium fullerite sample heated to atem-
perature of 773 K is characterized by an intense peak

1063-7834/02/4403-0545%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Mass spectra (electron impact, 70 €V) of the gas phase over the
deuterium fullerite sample heated to 673 and 773 K

2 I, rel. units Assignment [ion]* (initial
T=673K[T=773K molecule)

4 300 |[Dj*

12 2 9%

13 5

14 11 357

15 3 33

16 24 910

17 10 460

18 139 9100 |[CD4]*, (CDy)

19 22 1170

20 280 | 13500 |[CD,*, (CD,)

21 142

22 7

24 25

25 3

26 10 187 | [C,D]*, (C,D,, C,D,, CyDg)

27 5 59

28 72 3826 | [C,D,l", (C,D,, C,D,,

C2Ds, CeDs)

29 8 141

30 84 3800 | [C,D4]", (C,D4, C,Dg)

31 20 580

32 323 8700 | [C,D,]", (C,Dy4, C,Dg)

33 13 357

34 67 1850 |[C,Dq]*, (C,Dg)

35 18 267

36 75 3667 |[C,Dgl*, (C,Dg)

37 43

38 23

39 2 3

40 3 40

4 4 10

42 7 153

43 5 13

44 15 718

45 17

46 143

47 10

48 77

49 17

50 150

51 33

52 250 | [C,Dg]", (C3Dg); [C4D2",

6De)

53 7

54 27 | [C4D4l", (CeDe)

80 6

81 3

82 18

83 17

84 5 138 | [CeDel*, (CDe)

85 9
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with the ratio m/z = 20. We assigned the latter peak to

the CD,, ion. It should be noted that residual gases con-

tained in the mass spectrometer and silica tube used in
measurements did not exhibit peaks with m/z = 4 and
20. These peaks were aso not observed in the mass
spectra of the products of preliminary degassing of the
deuterium fullerite samples under investigation. How-
ever, in the case when the sample subjected to prelimi-
nary degassing at 373 K was then heated to atempera-
ture of 673 K instead of 773 K, the mass spectrum
exhibited a peak with m/z = 20. It is worth noting that
the total amount of the gas released from the sample at
673 K is considerably less than that liberated at 773 K.
According to the estimates, the pressure in the silica
tube used at approximately the same weights of sam-
plesis equa to 102 Torr at 673 K and 2 to 5 Torr at
773 K. These values are in reasonable agreement with
the intensities of the peaks observed in the mass spectra

At 773 K, the gas phase over the Cgy D, deuterium
fullerite sample contains C;Dg moleculesin addition to
CD,. Thisisindicated by the peak with m/z= 84, which
is the most intense in the range 60 < m/z < 100. Upon
thermal decomposition of the CgoH, hydrofullerene, the
most intense peak observed in this range of the mass
spectrum is characterized by the ratio m/z=78.

Thus, our results confirm the inferences made by
Brosaet al. [3], according to which methaneisliberated
upon heating of the hydrofullerene to 773 K. Further-
more, our data indicate the possible formation of deu-
terocarbon molecules, including benzene-d® (CgDg),
upon heating of the deuterium fullerite sampleto 773 K
(see table). It is quite possible that deuteromethane is
formed not from deuterofullerene molecules but from a
precursor formed at the stage of deuteration of the ful-
lerite sample. It can be assumed that gas-phase deuter-
ation (hydrogenation) of solid fullerenes leads not only
to the formation of deutero(hydro)fullerenes but also to
rupture of the closed carbon cages, if only in a small
amount of deutero(hydro)fullerene molecules. This
rupture is accompanied by the formation of both vola-
tile and nonvolatile products, some of which remain in
the lattice of the fullerite or deuterium fullerite. Most
likely, it is these deuterated hydrocarbons that are
responsible for the formation of the fullerite with an
extended lattice upon dehydrogenation of crystalline
hydrofullerenes|[7]. Itis clear that the ratio of the num-
ber of hydrofullerene molecules retaining their closed
carbon cages to the number of hydrofullerene mole-
cules stripped of their closed carbon cages is deter-
mined by the parameters of deuteration (hydrogena
tion), primarily by the temperature and pressure of gas-
eous D, (H,).
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Abstract—Thermochemical data on fullerenes are relatively scarce. However, some thermochemical informa-
tion can be derived from gas-phase experiments using the Knudsen cell mass spectrometry method. The third-
law treatment can be carried out on the observed data, though one has to make the crucial presumption that the

change in the thermodynamic potential ACIJEJr in the course of the reactions considered is negligible: A(D? =0.
It would be difficult to check the presumption directly in the experiment, but it can be checked computationally.
Model reactions like Cgy + C7, = Cqy + Cyp are selected. The change in the thermodynamic potential A®3
and the change in the standard entropy AS? are computed. For example, at atemperature of T = 1000 K, the

standard changes for the reaction evaluated using the SAM1 method are A®7 = 1.513 cal/(mol K) and AS; =
—0.054 cal/(moal K). Overall, the computations support the critical thermodynamic presumption. © 2002 MAIK

“ Nauka/Interperiodica” .

Charged fullerenes (in particular, charged Cg,) have
frequently been computed owing to their interesting
Jahn—Teller distortions [1-10]. In this paper, charged
fullerenes are computed with special attention given to
their gas-phase thermodynamic functions. Thermo-
chemical data on fullerenes remain scarce; only the
heats of formation for Cg,, C;,, and two Cg, derivatives
are available [11-17]. Some thermochemical informa-
tion can, however, be derived from gas-phase experi-
ments [18] using mass spectrometry. In this method,
equilibrium constants for electron transfer reactions
between fullerenes were measured [18] and the related
standard Gibbs free-energy changes derived. A typical
charging reaction under consideration is

Ceo+ C7 = Cgo + Copo. (1

However, the second-law treatment of the data per-
formed in[18] did not produce accurate enthal py terms.
The third-law treatment gives another option:

AH) = TA®}—RTInK . 2

In Eq. (2), K, denotes the measured equilibrium con-
stant for electron transfer reactions of the type
described by Eq. (1) and A®7 refers to the change in
the standard thermodynamic potential (also known as

L This article was submitted by the authorsin English.

the Giauque function):

G7—-Hg
— 3

A Kkey presumption concerning
potentials was introduced in [18],

AD] = 0. @)

CD.(I)_:_

the thermodynamic

From here, the standard enthalpy changes AHg and

electron affinities for higher fullerenes can be derived
[18]. In this paper, presumption (4) and the related
entropy conjecture

AS; =0 (5)

are studied for fullerene el ectron-exchange reactions (1).

1. COMPUTATIONS

The computations reported here are performed
using the SAM1 (semi-ab-initio model 1) semiempiri-
cal quantum-chemical method [19], in particular, with
its implementation in the AMPAC package [20]. The
compl ete geometry optimizations are based on the ana-
Iytical energy gradient in Cartesian coordinates. A har-
monic vibrational analysis is carried out with the
numerical second derivatives of energy. No scaling of
the computed harmonic vibrational frequenciesisused,
as such scaling factors are not yet known for fullerenes.

1063-7834/02/4403-0548%22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Table1. SAM1 computed thermodynamic data for charged Cq, and Cog

Species Soco.» Call(mol K) | AH? e, keal/mol goé;‘:n%%‘t@ § HS 0—H2, cal/mol
Coo 382.37 775.26 I 60 173386
Ceo 404.19 694.77 C, 1 178240
Ceo 402.06 934.14 C, 1 177974
c 392.14 744.16 Dsg 10 175079
C 390.25 1220.77 Dsg 10 174908
Ch 442.90 829.65 Dsn 10 203024
Coo 464.78 721.33 Cs 1 209445
Coo 462.30 960.45 Cs 1 208478
c 451.14 774.07 C,, 2 204536
Co 447.55 124250 o 2 203621

Note: Gas-phase species throughout; the standard state is the ideal-gas phase at a pressure of 1 atm = 101325 Pag; Scl)ooo is the standard

entropy at T=1000K; AH ? 29g IStheheat of formation at room temperature; o/x istheratio of the symmetry number o to the chirality

factor x; and Hiooo—Hg isthe change in the standard enthalpy in going from 0 to 1000 K.

While the computations for closed shell speciesarerel-
atively straightforward, open shell systems are numeri-
cally quite difficult. The results reported in this paper
are based on the unrestricted Hartree—Fock treatment of
open shell systems. Special attention is paid to evalua-
tion [21] of the symmetries of the relaxed structures.
From the computed rotational, vibrational, and symme-
try parameters, the rigid-rotator and harmonic-oscilla-
tor partition functions are constructed and the thermo-
dynamic functions of interest are derived.

2. RESULTS AND DISCUSSION

Charged high-symmetry fullerenes can frequently
exhibit Jahn-Teller effects. A change in the point sym-
metry group can lead to achange in the symmetry num-
ber 0. Chirality is another issue pertinent to fullerene
cages [22, 23], though only the C,, D,, T, O, and |
groups alow for chirality. For an enantiomeric pair, its
partition function has to be doubled. This can formally
be done by means of the chirality partition function or
chirality factor x (assuming only two possible values, 1
or 2). Hence, in evaluations of thermodynamic terms,
theratio

o
X (6)
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isimportant. Asseen from Table 1, thisratio can change
dramatically upon charging.

Quotient (6) reflects only a part of the changes
induced by charging. There are other changes in the
structural and vibrational patterns and in the rotational—
vibrational partition functions. Only after taking all the
changes into account can one evaluate the changes in
the thermodynamic functions upon charging.

Table 1 presents the SAM1 computed data for the
neutral and charged fullerene cages under consider-
ation. The presented heats of formation are not impor-

tant for our purposes. In fact, the AH$ 3 terms com-
puted within SAM1 are overestimated compared to the

observed values [11-15]. The standard entropy S; and

heat-content function H7 — Hy are computed for arep-
resentative [18] temperature of 1000 K.

The standard reaction changes in the thermody-
namic potential and entropy are given in Table 2. The
presented values are very small in magnitude. Hence,
the SAM1 results presented in Table 2 indeed support
the conjectures formulated by Egs. (4) and (5). In par-
ticular, the entropy conjecturefor thereactionin Eg. (1)
iswritten as

S)r(Cgo) - S)r(C@o) = S?(C;o) - §(C70), (7)
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Table 2. SAM1 standard thermodynamic-potential and
entropy changes

o
Process caJA/((Drﬁgiok) calA/(Snaong)
Coo + Cro = Cgo + C% 1513 -0.054
Coo *+ Cig = Ceo + C% 1.152 0.286
Coo + Co = Coy + CY 1.348 1.530
Cop + Coy = Cor + CY 2.308 3.232

Note: Gas-phase species throughout.

according to which the addition of one electron to a Cy,
or a C,, cage would bring about the same entropy
change. With the large number of various factors
involved, the results formulated by Egs. (4), (5), or (7)
arerather surprising. These results also suggest that the
possibleinaccuracy introduced by our presumptioninto
the terms derived from the observed datais comparable
to the primary experimental errors[18].

ACKNOWLEDGMENTS

The authorsthank the National Center for High-Per-
formance Computing in Hsinchu, Taiwan, Republic of
China, for computer time.

This research was supported by the Nationa Sci-
ence Council, Taiwan, Republic of China.

REFERENCES
1. B.C.WangandY. N. Chiu, J. Chin. Chem. Soc. (Taipei)
39, 111 (1992).

2. G. Endrédi and J. Ladik, Chem. Phys. Lett. 223, 155
(1994).

3.

4.

©

10.
11

12.

13.

14.

15.

16.

17.

18.

19.

20.
21.

22.

23.

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

SLANINA et al.

Z. Slaninaand S-L. Lee, Chin. J. Phys. (Taipei) 34, 633
(1996).

N. Kogaand K. Morokuma, Chem. Phys. Lett. 196, 191
(1992).

R. D. Bendale, J. F. Stanton, and M. C. Zerner, Chem.
Phys. Lett. 194, 467 (1992).

S. Suzuki, D. Inomata, N. Sashide, and K. Nakao, Phys.
Rev. B 48, 14615 (1993).

P. R. Surjan, L. Udvardi, and K. Nemeth, THEOCHEM
117, 1438 (1994).

O. Gunnarsson, Phys. Rev. B 51, 3493 (1995).

Z. Slanina, F. Uhlik, J-P. Francois, and E. Osawa,
Fullerene Sci. Technal. 8, 403 (2000).

|. B. Bersuker, Chem. Rev. 101, 1067 (2001).

H. D. Beckhaus, C. Ruchardt, M. Kao, et al., Angew.
Chem. Int. Ed. Eng. 31, 63 (1992).

W. V. Steele, R. D. Chirico, N. K. Smith, et al., J. Phys.
Chem. 96, 4731 (1992).

T. Kiyobayashi and M. Sakiyama, Fullerene Sci. Tech-
nol. 1, 269 (1993).

H. P. Diogo, M. E. Minas da Pielade, T. J. S. Dennis,
et al., J. Chem. Soc., Faraday Trans. 89, 3541 (1993).

H.-D. Bechhaus, S. Verevkin, C. Richardt, et al., Angew.
Chem. Int. Ed. Engl. 33, 996 (1994).

T. S. Paping, V. P. Kolesov, V. A. Lukyanova, et al., J.
Chem. Thermodyn. 31, 1321 (1999).

T. S. Papina, V. P. Kolesov, V. P. Lukyanova, et al., J.
Phys. Chem. B 104, 5403 (2000).

O. V. Boltdina, E. V. Dashkova, and L. N. Sidorov,
Chem. Phys. Lett. 256, 253 (1996).

M. J. S. Dewar, C. Jie, and J. Yu, Tetrahedron 49, 5003
(1993).

AMPAC 6.0 (Semichem, Shavnee, 1997).

M.-L. Sun, Z. Slanina, S-L. Lee, et al., Chem. Phys.
Lett. 246, 66 (1995).

Z. Slanina and L. Adamowicz, Thermochim. Acta 205,
299 (1992).

J. Cioslowski, Electronic Structure Calculations on
Fullerenes and Their Derivatives (Oxford Univ. Press,
Oxford, 1995).

2002



Physics of the Solid State, Vol. 44, No. 3, 2002, pp. 551-553. Trandlated from Fizika Tverdogo Tela, \Vol. 44, No. 3, 2002, pp. 526-528.
Original Russian Text Copyright © 2002 by Nasibullaev, Vasil’ ev, Abzalimov, Lobach, Bashkin, Wallis, Drewello.

PROCEEDINGSOF THE V INTERNATIONAL WORKSHOP

“FULLERENES AND ATOMIC CLUSTERS’

(St. Petersburg, Russia, July 2-6, 2001)

Negative | ons of Hydrogenated and Deuterated Cg, Fullerenes

Sh. K. Nasibullaev*, Yu. V. VasiI’ev**, R. R. Abzalimov*, A. S. Lobach***,
[. O. Bashkin**** D. Wallis**, and T. Drewello**
* | nstitute of Physics of Molecules and Crystals, Russian Academy of Sciences, Ufa, 450075 Bashkortostan, Russia
e-mail: nsk@anrb.ru
** Department of Chemistry, University of Warwick, Coventry CV4 7AL, United Kingdom
*** |ngtitute of Problems of Chemical Physics, Russian Academy of Sciences, Chernogolovka, Moscow oblast, 142432 Russia
**** |ngtitute of Solid-Sate Physics, Russian Academy of Sciences, Cher nogol ovka, Moscow oblast, 142432 Russia

Abstract—This paper reports on the results of mass spectrometric and theoretical investigations of hydroge-
nated and deuterated fullerene derivatives CgoH(D),. The formation and decay (through electron autodetach-
ment) of negative molecular ions of the CgogH1g and CgoD 15 hydrofullerenes are discussed. A comparative anal-
ysis of these processesis performed for different fullerene derivatives. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Over the last years, the hydrogenated fullerene
derivatives CgH, have been a subject of extensive
experimental and theoretical studies [1]. Investigation
of these compounds can provide important information
on the nature of hydrogen bonding in molecules. More-
over, these compounds are very promising for practical
applications. In the present work, the low-energy elec-
tron—molecular interactions in CgHig, CgoHag, and
CeoD36 hydrogenated fullerene molecules and the for-
mation of negative ions of these molecules under laser
irradiation were investigated using resonant electron
capture mass spectrometry in addition to the laser des-
orption mass spectrometric technique.

2. RESULTS AND DISCUSSION

The figure displays the negative ion resonant elec-
tron capture mass spectra of CgyHsg and CgpD4g hydro-
genated fullerenes at an electron energy of ~0.3 €V. In
addition, we recorded the effective yield curves for the

CeH(D)3s negative ions and the CgH(D)3% neutral
molecules as functions of the electron energy. (The

CeoH (D)% neutral molecules are formed through elec-

tron autodetachment from the corresponding negative
ionsin the second field-free region of asingle-focusing
sector-type mass spectrometer.) The effective yield
curves and curves for the mean lifetimes of negative
ions with respect to the electron autodetachment are
also depicted in the figure. All the curves were mea-
sured under almost identical conditions (the same oper-
ating mode of theion source and the same temperatures
of themolecular beams). It isfound that, within thelim-
its of the experimental error, the mass spectraof hydro-
genated and deuterated derivatives of the Cg, fullerene

are similar to each other. However, both compounds are
characterized by an interesting temperature effect asso-
ciated with the mean lifetimes of the negativeions. An
increase in the molecular beam temperature leads to an

increasein the mean lifetime of the CgoH(D) 5 negative

ions of both isotopomers in such a way that the high-
temperature lifetimes are nearly twice as long as the
low-temperature lifetimes. This occurrence was quite
unexpected, because the reverse situation should be
observed according to the genera principles of the sta-
tistical theory of negative ions.

Here, it is pertinent to recall the dataavailablein the
literature on the CgH,g molecule and its fluorinated
analog CyFi5 [2]. It is believed that both molecules
have only one stable isomer with C;, symmetry and a
specific arrangement of hydrogen (fluoring) atoms
around one of the poles of the Cq, cage, namely,
CeoH(F)15. The CiH(F)45 isomer has been thoroughly
studied by nuclear magnetic resonance and crystallo-
graphic techniques, and the structure of this isomer is
beyond question. Until presently, reliable data on the
existence of any other stable CyH(F),5 isomers were
unavailable. However, our preliminary mass spectro-
metric investigations of the CgyF,;g isomer produced by
reactions of the Cg, fullerene with different fluorine-
containing compounds indicate that the CgyF,5 mole-
cule has another thermodynamically stable isomer. We
found that these isomers differ in ionization energy by
0.5 eV, exhibit dissimilar dependences of the negative
ion formation cross section on the electron energy, and

have different mean lifetimes of the CyF.g negative
ions. So far, the possible structure of the new isomer
remains unclear. Nonetheless, it is evident that our new
data on the hydrogenated analogs of CgyF;g cannot be
explained without resorting to two CgH(D),g iSOmMers.

1063-7834/02/4403-0551$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Indeed, the semiempirical calculations performed in
the present work demonstrate that the ground state of
the negative ion of the well-studied CgH; g isomer with
the C;, symmetry is doubly degenerate. In this case,
according to the statistical theory, the electron autode-
tachment rate constant (the reciprocal of the negative
ion lifetime) for this ion should be equal to twice the
rate constant for the nondegenerate state (all other fac-
tors being the same, for example, approximately the
same electron affinities). Consequently, the lifetime of
the doubly degenerate state should be halved. There-
fore, either an increasein the molecular beam tempera-
ture should lead to isomerization of the symmetric C,,
isomer with the formation of a nonsymmetric isomer or
theinitially existing nonsymmetric isomer should have
ahigher sublimation temperature and begin to manifest
itself only at high molecular beam temperatures.
According to our theoretical calculations, there exist a
few CgH(D),g isomers that are more thermodynami-
cally stable than the aforementioned isomer with the
C,, symmetry. However, the formation of theseisomers
in nature can involve purely chemical difficulties,
which were described by Darwish et al. [3]. It is more
reasonable to assume that there exists a polar isomer
that is similar to the C;, isomer but has a lower sym-
metry.

An important problem arising in the study of the
negative ions of the CgyH, hydrogenated fullerenes is
associated with the possible formation of negative
hydrofullerene ions a high hydrogen contents x.
According to Hettich et al. [4], the maximum degree of
hydrogen saturation at which negative hydrofullerene
ions can be formed does not exceed 10. In our recent
work [5], the existence of the long-lived negative ion
CeoH1s Was proved using the laser desorption and res-
onant electron capture mass spectrometric techniques.
In order to determine the maximum degree of hydroge-
nation x at which negative hydrofullerene ions can be
formed, we calculated the electron affinities for the
CsoHy moleculesin the range 0 < x < 60. The calcula-
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tions were performed using the quantum-chemical
semiempirical AM1 method. For each molecule, the
geometry was optimized for both the neutral state and
the negative molecular ion. The electron affinity was

calculated from the formula E,(X) = E — EY, where

Eff) isthetotal energy of theion and zistheion charge.
The calculated electron affinities were reduced to the
experimental electron affinity for the Cg, fullerene
(2.65 eV at x = 0). It should be noted that the electron
affinity thus evaluated for CgoH,5 (1.18 €V) isin good
agreement with the experimentally obtained estimate
(1.4 eV). Asfollows from the calculated electron affin-
ities, the maximum degree of hydrogenation X, at
which the hydrofullerene negative ions can be formed
is approximately equal to 30.
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Abstract—The formation and decay of negative molecular ions of azafullerenes and their hydrogenated deriv-
atives are investigated by mass spectrometry. The mechanisms of resonant el ectron capture and the lifetimes of
negative molecular ions with respect to the electron autodetachment in azafullerene molecul es are discussed. A
comparative analysis of the data obtained for azafullerenes and hydrogenated fullerene derivatives is carried

out. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Nitrogen-based heterofullerenes, in particular, diaz-
afullerene (CsgN),, have attracted considerable atten-
tion of many researchers. Investigation of these com-
pounds allows one to elucidate how the modification of
the fullerene cage can affect the physicochemical prop-
erties of fullerenes. In the present work, we applied dif-
ferent mass spectrometric techniques to the investiga-
tion of the (CxN), diazafullerene, its monomer analog
CsoN that exists only in a gas phase, and hydrogenated
derivatives of the azafullerene monomer. The hydroge-
nated derivatives used in our experiments were
obtained upon in situ thermal decomposition of the
azafullerene dimer in a mass spectrometer and subse-
guent hydrogenation through the transfer of hydrogen
atoms from different hydrogen-containing compounds.

2. RESULTS AND DISCUSSION

Before proceeding to measurements, the purity of
theinitial diazafullerene sample was checked by nano-
spray mass spectrometric analysis in the positive and
negative ion modes. The mass spectrarecorded in both
modes demonstrated that, within the detection limits of
the mass spectrometer used, the compound contained
no impurities, except for diazafullerene oxides. These
oxides either were formed in storage of the materia in
air prior to the insertion into the mass spectrometer or
were the products of ion-molecular reactions proceed-
ing inasolution prior to or in the course of spraying. It
isinteresting to note that the diazafullerene oxides were
identified only in the negativeion nanospray mass spec-
traand virtually did not manifest themselvesin the pos-
itive ion nanospraying mass spectra. The same effect

was observed in the laser desorption—onization mass
spectra with a sole exception: we succeeded in reveal-
ing only the peaks associated with ions of the CsN
monomer. This can be explained by the fact that laser
desorption is a technique that operates in a relatively
severe mode for the analysis of thermolabile
azafullerenes. It should also be noted that electrospray-
ing and nanospraying are the gentlest ionization mass
spectrometric techniques used for azafullerenes and do
not lead to their decomposition into monomers.
Moreover, the azafullerene dimer was examined
using the resonant electron capture and electron impact
mass spectrometric techniques. The positive and nega-
tive ion mass spectra contain peaks attributed to the

CsoN¥, CsoNH*, and C5oN Hi ions. Theorigin of thelast
two ionsis unambiguously explained by the attachment
of hydrogen atomsto the CsoN™ radical monomer inan

ionization chamber. Since the C;oN ™ radical monomer
is isoelectronic with the radical anion of the Cg,
fullerene[1], we can make theinference that the C;gNH
hydroazafullerene is the simplest azafullerene with a
completely filled electron shell, whereas the C;oNH

hydroazafullerenes are isoelectronic with the CgoH, . 4

hydrofullerenes. Therefore, the comparative analysis of
the behavior of hydrofullerene and hydroazafullerene
molecules upon electron capture and electron ioniza-
tion makes it possible to reveal the specific featuresin
the formation of positive and negative ions of these
molecules and to elucidate the mechanisms of their
decomposition through different decay channels.

The negative ion effective yield curves for the
azafullerene monomer and two hydrogenated deriva-

1063-7834/02/4403-0554%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Fig. 1. Negative ion effective yield curves for (a) the CsgN ™~ azafullerene monomer and two azafullerene hydrides and (b) the Cg,

fullerene and two fullerene hydrides and the mean lifetime curves for (c) Cg, and (d) CsgN™ negative molecular ions as functions
of the incident electron energy at different molecular beam temperatures.

tives of this monomer as functions of the incident elec-
tron energy are depicted in Fig. 1a. For comparison,
Fig. 1b displays the negative ion effective yield curves
for the Cg, fullerene and two fullerene hydrides,
namely, CyH, and CgHg. As can be seen from Fig. 1,
an increase in the number of hydrogen atoms attached
to the azafullerene and fullerene cages leads to a sub-
stantial decrease in the energy range of electron cap-
ture.
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It isof interest to compare the mean lifetimes of the
negative molecular ions of fullerene and azafullerene
with respect to the el ectron autodetachment. Figures 1c
and 1d depict the mean lifetime curvesfor these ions at
different temperatures of the molecular beam. It is
clearly seen that the mean lifetime curves have two
characteristic portions. In thefirst portion (at low ener-
gies of incident electrons), the mean lifetime remains
nearly constant and amountsto several milliseconds. In
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the second portion (at high energies of incident elec-
trons), the mean lifetime obeys a conventional expo-
nential decay law due to fast electron autodetachment.
Most likely, the plateaulike behavior of the mean life-
time curve at low electron energies is associated with
the neutralization of the negative ions through their col-
lision with molecules of the residual gas in the second
field-free region of the mass spectrometer.

Asisknown, these processes are independent of the
internal ion energy but depend on the pressureintheion
source of the mass spectrometer. The plateaulike
behavior of the mean lifetime curve is observed in the
case when, for some reason (for example, owing to the
competition with one more monomolecular process of
the negative ion decay, such as radiation cooling), the
rate constant of negativeion decay dueto electron auto-
detachment becomes |less than the rate constant of col-
lison-induced neutralization of the negative ions. In
contrast with the plateaulike behavior, the energy range
inwhich the negative ion lifetime obeysthe exponential
decay has found to be strongly dependent on the ther-
mal excitation of the molecule. The lower the tempera-
ture, the wider the energy range. This pattern isqualita-
tively identical for both azafullerene and pure fullerene,

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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even though the energy range for the negative
azafullerene ion has found to be wider. By assuming
identical experimental conditions, this finding can be
explained by the lower internal energy of azafullerene,
because some part of theinternal energy isexpendedin
forming the monomer from the dimer.
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Abstract—The kinetics of fullerene solid-phase dimerization proceeding through the 2 + 2 cycloaddition of
Cqo @ apressure of 1.5 GPais investigated by vibrational spectroscopy in the temperature range 373-473 K.
Kinetic curves for the formation of (Cg), dimers are obtained using the analytical band at 796 cm™ in the IR
spectraof the (Cgy), dimer molecule. Under the assumption that the pressure-induced dimerization of Cgyisan
irreversible second-order reaction, the reaction rate constants are determined at different temperatures. The acti-
vation energy and the preexponential factor are found to be equal to 134 + 6 k¥mol and (1.74 + 0.24) x 104 s,

respectively. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

High-temperature treatment of carbon-containing
systems under a high pressure with the use of the Cg,
fullerene as an initial compound offers strong possibil-
ities of producing new types of carbon materials, for
example, one-, two-, and three-dimensiona poly-
fullerenes formed by the 2 + 2 cycloaddition of Cg,
molecules [1, 2]. The active interest expressed by
researchersin comprehensive investigation of thisreac-
tion has stimulated attempts to construct a complete
diagram of energy transitions. This requires knowledge
of the activation energies E, for both the direct and
inverse reactions, i.e., in our case, the activation ener-
gies for polymerization and depolymerization. To date,
many works have been performed to determine the acti-
vation energies E, for the depolymerization of Cg, poly-
fullerenes [3-8]. However, as far as we know, only two
works have dealt with the determination of the activa-
tion barrier to polymerization. In particular, the activa-
tion energy (E, = 38.6 kJ/mol) for pressure-induced
polymerization of Cg, was indirectly obtained by Sol-
datov et al. [9] from the experimental data on thermal
conductivity. Ozaki et al. [10] used the molecular
dynamics approach to determine the activation energy
(E, = 400.4 kJmol) for the dimerization of Cgz mole-
cules. Comparison shows that these (theoretical and
experimental) activation energies differ drastically.

This work is the first attempt, directly from the
experiment, to determine the activation energy for an
elementary act of pressure-induced 2 + 2 cycloaddi-
tion of the Cg, fullerene. For this purpose, the kinetics
of formation of (Cg,), dimer molecules under a pres-
sure of 1.5 GPawas investigated by vibrational spec-
troscopy.

2. SAMPLES AND EXPERIMENTAL TECHNIQUE

The dimerized sampleswere synthesized by treating
the initia fullerite in Maksim (piston—cylinder-type)
and Toroid high-pressure chambers under a pressure of
1.5 GPa at temperatures of 373, 383, 393, 403, 413,
423, 433, 453, and 473 K for different times (from 1 to
50000 s). The samples synthesized were stabilized
under normal conditions through quenching under
pressure and were then analyzed using | R spectroscopy.
The IR spectra of the samples prepared in the form of
pellets with KBr were recorded on a Specord M80
spectrophotometer.

3. RESULTS AND DISCUSSION

The kinetic curves for dimerization were con-
structed using the 796-cm band in the IR spectraas an
analytical band of the dimer molecule (for more details,
see [11]). The figure displays the time dependences of
the optical density for the analytical band of the dimer

1063-7834/02/4403-0557$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Dependences of the optical density for the analytical band
of the (Cgp), molecule on thelogarithm of isothermal treat-

ment time for Cgq fullerite samples treated under a pressure

of 1.5 GPa at different temperatures: (1) 373, (2) 393,
(3) 413, (4) 423, and (5) 453 K.

molecule at different temperatures. These dependences
characterize the changes in concentration of (Cgp),
dimers with variations in temperature. As is clearly
seen from the curves shown in the figure, the dimeriza-
tion of Cg, molecules occurs through different mecha
nisms at temperatures above and below 423 K. In the
temperature range below 423 K, which corresponds to
the orientationally ordered phase of the fullerite [12,
13], the time dependences of the optical density are
characterized by a pronounced induction period and
represent S-shaped curvestypical of autocatalytic reac-
tions. At temperatures above 423 K, which correspond
to the orientationally disordered phase of the fullerite,
the induction period is absent and the formation of

Reaction rate constants for Cg dimerization at 1.5 GPa

T.K k st

373 1.8x10°
383 1.0x10™%
393 3.3x10%
403 44 %10
413 1.8x 1073
423 58x 1073
433 85x 1073
453 5.2x 102
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(Cgo), dimersin appreciable amounts due to isothermal
treatment occurs in a matter of seconds. It should also
be noted that the kinetic curves exhibit maxima. This
suggests that the dimersformed at the given parameters
(pressure and temperature) are intermediate (rather
than ultimate) products of the transformation of Cg, lin-
ear polymers[11]. In view of the above featuresin the
Kinetic curves, their processing was performed only in
portions corresponding to neither the induction periods
nor the formation of Cg, linear polymers. In order to
determine the content of dimer moleculesin the studied
samples, we measured the optical density at a maxi-
mum of the analytical band. Then, this value was nor-
malized to the optical density of the band for a pellet
containing a specified amount of pure (Cgp),. This pro-
cedure made it possible to determine the degree of
dimerization a. The reaction rate constants at different
temperatures (see table) were determined under the
assumption that the pressure-induced dimerizationisan
irreversible second-order reaction for which the inte-
gral kinetic equation can berepresented intheformkt =
o/(1—a), where k is the reaction rate constant and t is
the treatment time.

By using the data obtained and the Arrhenius equa
tion k= Aexp(—E,/RT), we determined the preexponen-
tial factor A= (1.74 + 0.24) x 10* s and the activation
energy Eqim = 134 £ 6 kJ/mol for dimerization of the
Ceo fullerene.

In conclusion, we should note that the activation
energy E,qim for the dimerization of Cg, molecules,
which was directly determined in the present work,
seems the most reliable among currently available data.
In actual fact, unlike the activation energies obtained in
[9, 10], the value of Eym) = 134 + 6 kJ/mol isin good
agreement with experimental and theoretical estimates
of the activation energy E, for the dissociation of (Cg)-
dimers [3-6].
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Abstract—The 2,2,5,5-tetramethyl-3-imidazoline-3-oxy-1-oxyl-4-(azidophenyl) derivatives of the Cg
fullerene with one (compound I'), two (compound I ), and three (compound | 1) nitroxyl groups are synthesi zed
and studied by EPR spectroscopy. It is demonstrated that successive addition of nitroxyl radicals to Cgj leads
to a decrease in the rotational mobility of molecules. Chromatographically inseparable isomers are found for
compounds |1 and I11. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Fullerenes and their derivatives have attracted con-
siderable interest because they are promising materials
for usein biology and medicine[1, 2]. A fullerene mol-
ecule has a size sufficiently large (d = 7 A) for incorpo-
ration of several functional groups simultaneously,
including bioactive groups [3] and radicals. The intro-
duction of spin labels into fullerene molecules trans-
formsthem into objects convenient for EPR studiesand
substantially extends the range of problems solvable
with their participation. For example, EPR oximetry [4]
provides a means of monitoring the oxygen content in
biological objects. This is one of the most important
problems in molecular biology and modern medicine.
The sameis aso true for controlled transport of bioac-
tive groupings into specified regions of a particular cell
or macromolecule[5, 6]. The use of spin labels offersa
key to executing in vivo observations of the aforemen-
tioned processes. The labels most suitable for this pur-
pose are 3-imidazoline nitroxyl radicals that possess
unique properties and are traditionally used in molecu-
lar biology and biophysics[7].

The[3 + 2] cycloaddition reactions provide a conve-
nient way of functionalizing the Cy, molecule, which,
in this case, manifests itself as a 1,3-subpolarophilic
compound [8, 9]. These reactions, with the participa-
tion of the azomethine [10] and diazo [10, 11] com-
pounds serving as 1,3-dipoles, were used to prepare
fullerene derivatives with nitroxyl radicals in the
2,2,5,5-tetramethyl substituted piperidine ring. In the
present work, we synthesized and performed an EPR
study of the nitroxyl derivatives of Cg, with 2,2,5,5-tet-
ramethyl-3-imidazoline-3-oxy- 1-oxyl-4-(azidophenyl)
(RN5 [12]):

Ceo+ RN3 —~ Cgo(RN) + Cgo(RN), + Ceo(RN)5.
I I 11

2. SAMPLE PREPARATION
AND EXPERIMENTAL TECHNIQUE

2.1. Instrumentation. The EPR measurements
were performed using a Varian E-109 spectrometer
operating in the X band. The UV spectrawere recorded
on a Specord UV—-Vis spectrophotometer. The IR spec-
tra were measured on a Specord M-80 spectrometer
with the use of KBr pellets. The reaction products were
separated by thin-layer chromatography on an
LSL,5,5/40 silica gel (Lachema—Chemapol). The
progress of the reactions was monitored by thin-layer
chromatography using Silufol UV 254 plates.

2.2. Materials. The Cg, fullerene was prepared
using alaboratory setup according to the modified pro-
cedure [13]. The product was isolated through extrac-
tion with benzene and (or) toluene followed by chroma-
tography on a carbon sorbent with benzene used as an
eluent. The fullerene purity was checked by high-per-
formance liquid chromatography with spectrophoto-
metric detection (A = 330 nm) and by IR spectroscopy
(KBr). Phenyl azide RN; was synthesized at the
Novosibirsk Institute of Organic Chemistry, Siberian
Division, Russian Academy of Sciences[12].

Nitroxyl derivatives |-111 were prepared by the
reaction of Cg, (100 mg, 0.14 mmol) with the RN; azide
(115 mg, 0.42 mmol) in a benzene solution (100 ml) at
temperatures in the range from 75 to 80°C for four
weeks. The reaction mixture was separated by chroma-
tography on Silufol UV 254 plates with benzene and a
benzene—ethanol mixture (10 : 1) used as eluents. The
ultimate productsisolated from the mixturewere asfol-
lows: compound | (13 mg, 18 wt % with respect to the
reacted Cg, fullerene), compound 11 (3 mg, 3 wt %),
compound 111 (1 mg, 0.9 wt %), and unreacted Cqg,
fullerene (46 mg, 46 wt %). Compound | : UV (ethanol)

1063-7834/02/4403-0560$22.00 © 2002 MAIK “Nauka/ Interperiodica’



SYNTHESIS AND EPR SPECTROSCOPY OF NITROXYL DERIVATIVES

(Amax» NIM) 258, 327, 480; IR (KBr) (v, cm™?) 1534,
1461, 1437, 1358, 1289, 1189, 585, 576, 545, 526.

For C,3H;sON; - 2EtOH, anal. caled. (wt %):
C,87.32; H, 2.67; N, 3.97.

Found (wt %): C, 87.36; H, 2.62; N, 3.90.

3. RESULTS AND DISCUSSION

The reaction between Cg, and RN; can result in one
(compound 1) or more (compounds I-l11) products,
depending on the reaction conditions (temperature,
time, and reactant ratio). According to the chromato-
graphic data, the polarity of the sequentially formed
reaction products increases when changing over from |
to I11. As follows from the elemental analysis, com-
pound | is the product of addition of an RN; molecule
to the Cg, molecule followed by the release of N..

The UV-Vis spectrum of compound | in ethanol
exhibits bands at A = 258 and 327 nm and a low-inten-
sity broad absorption in the range of A =480 nm, which
is typical of fullerene derivatives with an open annu-
lene-like structure [14]. It has been demonstrated theo-
retically and experimentally that the [3 + 2] cycloaddi-
tion of azidesto Cg,, asarule, leads to the formation of
open 5,6-adducts of the annulene type [15]; however,
there are exceptions [16].

The IR spectrum of compound | contains the vibra-
tional bands assigned to its constituent molecules (Cg
and RN;), except for two intense bands associated with
vibrations of the azide group at 2125 and 2094 cm .
The vibrational spectra of 3-imidazoline-3-oxide
nitroxy! radicals are characterized by the bands attrib-
uted to the v(C=N) and v(N — O) stretching vibra-
tions of the nitro group [7]. In particular, the v(C=N)
band in the spectraof compounds| and RN; is observed

at the same frequency (1534 cm™), even though this
band for the former compound has a lower intensity.
The vibrations of the N — O bond, which is sensitive
to vibrations of the imidazoline ring (1380-1350 cm™
[7]), are most pronounced in the range of 1289 cm™. In
the spectrum of RNj, these vibrations are responsible
for a strong band at 1289.5 cm™. The band associated
with the stretching vibrations of the nitroxyl group is
often masked by an intense band corresponding to the
bending vibrations of the geminal methyl groupsin the
2-position of the imidazoline ring. In the spectrum of
compound |, the broadened intense band with a maxi-
mum at 1437 cm* can be attributed to the stretching
vibrations of the N-O group and the geminal CH,
groups in the 2-position of the imidazoline ring. The
spectrum of the initial azide shows a relevant band at
1421 cm™ and a doublet at 1448 and 1466 cm™. By
anadogy with ternary aromatic amines (1360-1310 cm
[17]), an intense band at 1358 cm™ can be assigned to
the C—N vibrations at the junction of the fullerene frag-
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Correlation times of nitroxyl radicals

No. Compound Tx10%9 s
1 RN 3
2 Ceo(RN), | 5.4
3 Ceo(RN),, I 95
4 Ceo(RN)3, 111 18.9
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ment and the phenyl ring. In the spectrum of RN, the
relevant intense band is observed at 1354 cmr™.
Of the four characteristic bands of the Cg, fullerene

(1428, 1182, 575, and 526 cm™), the spectrum of its
derivative | contains only the narrow intense band
attributed to the breathing vibrations of the Cg, carbon
cage at 526 cm™. The addition of RN; to the Cg
fullerene brings about a lowering of the symmetry of
the resulting compound and gives rise to a number of
bands assigned to the bending vibrations (585, 576, and
545 cmrl). The vibrations of C—C single bonds in the
fullerene are observed in therange of 1189 cm against
the background of the carbon—carbon vibrations of the
geminal CH; group (1195-1120 cm™?). The vibrations
of C=C double bonds in the Cg, fragment (1428 cm™)
contribute to the aforementioned broad band at
1437 cm 2,

Compounds 111 were investigated by EPR spec-
troscopy in a benzene—ethanol (5 : 1) solution at room
temperature. The mobility of these compounds was
analyzed within the correlation time formalism [18].
The correlation times (table) were calculated from the

formulat = 6.65AH*(/17/17 —1) x 101° s, where AH*
is the width of the low-field component (in G) and I*
and |~ are the intensities of the low-field and high-field
components, respectively. A decreasein the mobility in
the order T(RN3) < t(l) < 1(ll) < T(I1l) corresponds to
successive additions of 3-imidazoline nitroxy! radicals
to the bulk molecule of Cy,.

The EPR spectra of compound | and the RN, azide
exhibit a hyperfine structure due to the nitroxyl nitro-
gen splitting and are characterized by the hyperfine
structure parameter Ay(1) = 14.61 G. The EPR spectrum
of adduct |1 is a superposition of two spectra, namely,
the spectrum of a monoradical and a weaker spectrum
of a biradical with the hyperfine structure parameter
A1) = Ay(1)/2 = 7.3 G. Investigations into the isom-
erism of Cg, fullerene bisadducts [19, 20] give grounds
to believe that the second nitroxyl radical can be
attached to compound | either in a polar position or in
a mutually perpendicular equatorial position (more
closely spaced) with respect to the already existing rad-
ical inthemolecule. Inthefirst two cases (the monorad-
ical and the biradical with apolar arrangement), thedis-
tance between unpaired nitroxyl electrons is relatively
large (>10 A), the exchange interaction is absent, and
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these electrons manifest themselves as single electrons
in the EPR spectra. The weak spectrum of the biradical
indicates the formation of small amounts of anisomeric
Cso(RN), compound with a close arrangement of radi-
cal fragmentsfor which the exchangeinteractionissig-
nificant.

The EPR spectrum of adduct |11 isalso a superposi-
tion of two spectra, namely, an intense spectrum of the
monoradical and a weak spectrum whose hyperfine
structure parameter is three times less than that for the
monoradical [Ay(l11) =Ay(1)/3=4.87 G]. Thissuggests
that there are two trisadduct isomers with different spin
states. The spectrum with alower intensity corresponds
to the energetically less favorable isomer with S= 3/2.
This situation is observed when three nitroxyl radicals
are closely spaced with respect to each other on the sur-
face of the Cg, fullerene. The isomer with S= 1/2 is
formed in larger amounts. In this case, the radicals are
arranged in such away that the total spin Sof two rad-
icalsisequal to zero and the third radical isfree.

4. CONCLUSION

The above investigation demonstrated that spin
labels can be introduced into fullerene molecules
through the [3 + 2] cycloaddition of 3-imidazoline
nitroxyl radicals. The synthesis of these compounds
provides insight into the interaction between two and
more paramagnetic centersin the samemolecule. It was
shown that EPR spectroscopy offers unique possibili-
ties of revealing and examining microscopic amounts
of inseparable isomers.
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Abstract—The donor—acceptor complexes of the Cg, fullerene with cycle-containing polymers, namely,
poly(2,6-dimethyl-1,4-phenylene oxide) (PPhO) and poly(N-vinylpyrrolidone) (PVP), are studied. A compar-
ative analysis of the hydrodynamic and electrooptical properties of the initial polymers and their complexes
with Cgg in solutions demonstrates that the Cq fullerene has arestructuring effect on the polymer macromole-
cule, thus decreasing the degree of asymmetry of the macromolecular structure. © 2002 MAIK “ Nauka/ I nter-

periodica” .

1. INTRODUCTION

In recent years, increased interest has been
expressed by researchers in the biological aspects of
practical application of fullerene-containing com-
pounds. This explains the considerable increase in the
number of works dealing with the synthesis of donor—
acceptor (especialy, water-soluble) complexes of the
Cep fullerene [1-3], among which are Cg, complexes
with polymers[4—6]. However, the mgjority of publica-
tions concerning polymer complexes of the Cg
fullerene are reduced only to a description of the syn-
thesis procedure and the determination or refinement of
their composition. The available data on the molecul ar
and physical properties of polymer complexes with
fullerenes are very scarce, even though compounds of
this class offer undeniable advantages over other
fullerene-containing materials. First, compared to
covalent bonds, coordination bonds involved in the
structure of the new chemical compound are substan-
tially more favorable to the retention of unique physical
properties of the fullerene. Second, from the practical
point of view, the polymer complex can serve as a
matrix that is ableto retain the fullerene during transfer
inmediathat undissolvethisfullereneand to rel ease the
fullerene in required small amounts under special
actions that destroy the complex.

In the present work, we carried out a comparative
investigation of the molecular properties of Cg, com-
plexes with two cycle-containing polymers, namely,
poly(2,6-dimethyl-1,4-phenylene oxide) (PPhO) and
poly(N-vinylpyrrolidone) (PVP), and the properties of
the initial samples of PPhO and PVP. Moreover, we
made an attempt to elucidate how thefullereneinvolved

in the structure of the complexes affects the molecular
characteristics of theinitial polymers. For this purpose,
we used traditional techniques of evaluating the hydro-
dynamic size, shape, and mobility of macromolecules
in solutions, such as trandational diffusion, velocity
sedimentation, viscometry, and the electrooptical Kerr
effect.

2. SAMPLES AND EXPERIMENTAL
TECHNIQUE

The Cg, complexes with PPhO and PV P at different
molecular weights of the initial polymers were pre-
pared by vacuum recondensation of a mixture of a Cg,
solution in toluene and a polymer solution in chloro-
form [6]. The formation of Cg, complexes with these
polymers was confirmed by spectral methods in our
earlier works [4, 5]. The structural formulas of the ini-
tial polymers are depicted in Fig. 1. The degrees of
polymerization n and the ratios of the number of
fullerene molecules to the number of polymer mole-

CHs [—cH-cH—]
<: > N
O_
[ H,c” c=0
n \ /
CHs H,C—CH,
PPhO PVP

Fig. 1. Structural formulas of theinitial polymers.

1063-7834/02/4403-0563%22.00 © 2002 MAIK “Nauka/ Interperiodica’



564

Table 1. Degree of polymerization n of theinitial PPhO and
PV P samples and the fullerene-to-polymer molecule ratio m
in the donor—acceptor complexes of Cgy with PPhO and PVP

Sample n m

PPhO-1 530 1:1
PPhO-2 1500 1:1
PVP-1 90 1:6
PVP-2 110 1:6

culesin the composition of the complexes under inves-
tigation arelisted in Table 1.

The electrooptical and hydrodynamic properties of
PPhO polymers and their complexes with Cg, were
examined in benzene solutions. The PVP samples and
their complexes with Cg, were studied in two solvents:
the trandational diffusion and viscosity characteristics
of PVP-1 and its complex with Cg, were determined
using aqueous solutions, and the electrooptical and vis-
cosity characteristics of PVP-2 and its complex with
Ceo Were obtained using chloroform.

The electrooptical Kerr effect in solutions of theini-
tial polymers and their complexes was investigated in a
rectangular-pulsed electric field. The compensation
technique of measuring the Kerr effect was described in
detail in [7]. The specific parameters of the setup used
in our measurements are given in [8]. The equilibrium
electrooptical properties of the studied polymers are
characterized by the specific Kerr constant K defined as

K = Iimo[(An—Ano)/Ezc] .

E-O0

YEVLAMPIEVA et al.

Here, (An — Any) isthe difference between the birefrin-
gences induced by an electric field in a solution of the
studied compound and in the solvent, respectively; Eis
the electric field strength; and c is the solute concentra-
tion.

Theintrinsic viscosity [n] of the polymers and their
complexes with Cg, was determined using Ostwald
capillary viscometers[9].

The trandational diffusion was studied by the con-
ventional method of forming the polymer solution—sol-
vent interface in a Tsvetkov diffusiometer at a temper-
ature of 25°C[9]. Thediffusion coefficients D were cal-
culated from the spreading of the diffusion boundary
according to the standard algorithm [9]. Specifically,
the diffusion coefficients were determined from the
time change in the variance o2 of the diffusion curve:
D = (1/2)(do?dt). The diffusion coefficients D, =

limD were obtained by extrapolating the calculated

c-0
coefficients D to zero concentration of the solution. The
values of D, are presented in Table 2.

The velocity sedimentation was investigated using a
MOM 3180 analytical ultracentrifuge (Hungary) with a
two-section cell at arotationa speed n =5 x 10* min.
Thetechnique of recording the sedimentation boundary
and the method of measuring the translational diffusion
were described in detail in [7, 9]. The sedimentation
coefficients Swere calculated from the shift in the con-
centration boundary with time. The sedimentation coef-

ficients S, = limS were determined by extrapolating

c-0
the cal cul ated coefficients Sto zero concentration of the
solute in the solution.

Table 2. Intrinsic viscosity [n], diffusion coefficient Dy, sedimentation coefficient S,, molecular mass M, refractive index
increment dn/dc, effective hydrodynamic volume V, and shape asymmetry function f(p) of an equivalent spheroid for mole-
cules of theinitial polymers and their complexes with the Cg, fullerenein solutions at 25°C

Sample (solvent) [n], cm3g Do X2107' $x10%,s| Mx102 |dn/dc, cm¥g VX 1220’ f(p)
cme/s cm

PPhO-1 (benzene) 50+1 6.1+05 - 30+£5 0.1 88 33
Ceo—PPhO-1 (benzene) 47+ 2 6.0+04 375 0.09 93 31
PPhO-2 (benzene) 99+2 3.0+£03 40+£01 140 + 40 0.1 720 3.2
Ceg—PPhO-2 (benzene) 86+1 2505 3.8+0.2 160 £+ 20 0.09 1250 20
PVP-1 (H,0) 12+1 8.9+05 12+2 0.16 6.0 40
Ceo—PVP-1 (H,0) 95+05 81+£05 — 12+£2 0.15 8.0 24
PVP-2 (CHCl,) 15+ 1 - - 12 - - -

Ce-PVP-2 (CHCly) | 125+08 - - - - - -

Note: The molecular masses M of the PPhO-2 and Cgg—PPhO-2 samples are calculated from the Svedberg equation [9] Mg = [RT/(1 -
VP)](S/Dg) at the buoyancy factor (1 — vpg) = 0.24 [6]; the molecular masses M of the PPhO-1, Cq—PPhO-1, PVP-1, and

Ceo~PVP-1 samples are determined from the relationship [9] Mp,, = (AOT/r]OD)3/[r]] at the hydrodynamic invariant Ag = 3.2 x
10710 g cm? K mol=3; and the molecular mass M of the PV P-2 sample iis taken from the manufacturer (Serva) data.
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3. RESULTS AND DISCUSSION

The electrooptical Kerr effect in polymer solutions
is a very sensitive technique with respect to any
changesin intramolecular interactionsin the macromo-
lecular chains [7]. The birefringence that arises in the
polymer solution in an external electric field directly
depends on the dipole moment and polarizability of the
polymer macromolecules. Hence, it follows that the
birefringence is determined by the conformation and
flexibility of the macromolecular chains. In the case
when the weight fraction of the polymer involved in the
complex is predominant (as follows from Table 1, this
istrue for the studied complexes), the complex forma:
tion between polymer molecules and asmall number of
Cso molecules can also be treated as a factor affecting
the character of intramolecular interactions in PPhO
and PVP. For this reason, we could assume beforehand
that the electrooptical properties of Cg, complexeswith
PPhO and PV P should change compared to those of the
initial polymers. However, the similarity observed in
these changes for both polymers that strongly differ in
structure and molecular parameters proved unexpected.

Figure 2 shows the concentration dependences of
the Kerr constant K for Cg, fullerene complexes with
PPhO and PVP and for the initial polymer samples. As
can be seen from this figure, the formation of the Cyg,
coordination compounds with PPhO and PVP leads to
a decrease in the magnitude of the electrooptical con-
stant. Close values of K are observed for Cg, fullerene
complexes with the PPhO-1 and PPhO-2 polymers,
which have different molecular weights but are charac-
terized by the same ratio of the number of fullerene
molecules to the number of polymer molecules in the
corresponding complexes (Table 1). This can indicate
that the Cg, fullerene interacts with a specific number of
PPhO monomer units, because the initial polymers
PPhO-1 and PPhO-2 exhibit identical electrooptical
properties. Observations of the trandational diffusion
demonstrate that the hydrodynamic size of diffusing
particles increases upon formation of the Cq, com-
plexes with PPhO and PVP. The obtained data on
changesin the volume V of equivalent spheres simulat-
ing the macromolecules are listed in Table 2. The vol-
umeV = 1a%/6 (where aisthe diameter of asphere) was
calculated from the Stokes—Einstein relationship a =
kT/3mn,D, with the use of the experimental diffusion
coefficients D,. In our previouswork [6], we performed
a comparative investigation of the diffusion and sedi-
mentation processes in benzene solutions of the PPhO-
2 polymer and the Cg, complex with PPhO-2. It was
found that the molecular mass M and translational
mobility (the coefficients §, and D,, respectively) of the
PPhO complex with a single fullerene molecule virtu-
ally do not differ from those for the PPhO initial poly-
mer [6]. However, for al the complex—initial polymer
pairs considered in the present work, the hydrodynamic
investigations clearly revealed small changesin the dif-
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Fig. 2. Concentration dependences of the specific Kerr con-
stant K for initial samples of PPhO-1 and PPhO-2 in ben-
zene (circles), PVP-2 in chloroform (closed squares), and
complexes of these polymerswith Cgq in the same solvents
(triangles and open squares).

fusion coefficients and electrooptical properties (see
systematic changes in the refractive index increment
dn/dc in Table 2) of the PPhO and PV P macromolecular
complexes with Cg, fullerene.

The viscometric measurements a so indicate that the
hydrodynamic behavior of the PPhO and PVP mole-
cules differs from that of their fullerene complexes. It
should be noted that, compared to the initial polymers,
the effective hydrodynamic size V of the polymer com-
plexes with the Cg, fullerene increases, whereas the
intrinsic viscosity [n] of the complexes decreases (see
the corresponding column in Table 2). This hydrody-
namic characteristic of the macromolecule depends on
the rotational mobility and shape of the particles
involved. According to [9], the general relationship for
the intrinsic viscosity of solid nondeformable spheroi-
dal particles with a shape asymmetry p can be written
as[n] = N VF(p)/M, where N, is the Avogadro number
and f(p) isthe shape asymmetry function of a spheroid.
From this relationship and the above findings, we can
conclude that the initial polymers and their complexes
with the Cg, fullerene differ in molecular shape asym-
metry. It seems likely that the polymer complexes are
more symmetric in shape, because the value of f(p) for
the Cq fullerene complexes with PPhO and PVP
decreases compared to that for theinitial polymers (see
the last column in Table 2). This result of hydrody-
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namic investigations qualitatively explains the experi-
mentally observed decrease in the magnitude of the
electrooptical effect in solutions of the polymer com-
plexes, because a more symmetric distribution of chain
units should lead to a decrease in the total optical
anisotropy and polarity of the coiled macromolecule.

4. CONCLUSIONS

Thus, the basic results obtained in this work can be
summarized as follows.

(2) It was shown that the PPhO and PV P polymers
form stable complexes with the Cg, fullerene. The
hydrodynamic characteristics of the Cg, fullerene com-
plexeswith PPhO (theinitial fullerene-to-polymer mol-
eculeratiois1: 1) and Cq, complexeswith PVP (the ini-
tial fullerene-to-polymer molecule ratio is 1 : 6) were
determined in the concentration range 0.004-0.06 g c=.,

(2) No aggregates in solutions of the Cg, complex
with PPhO in benzene and the Cg, complex with PVP
in water and chloroform were revealed by the experi-
mental techniques used in the present work.

(3) It was found that the effective hydrodynamic
size of the Cq complexes with PPhO and PVP is
dightly larger and the particle shape asymmetry for
these complexesin solutionsis smaller than those of the
initial polymer molecules.

(4) A decreasein the magnitude of the electrooptical
Kerr constant for polymer complexes with the Cg,
fullerene, as compared to that for the initial polymers,
isin qualitative agreement with the hydrodynamic data,
according to which the particles of the complexes in
solutions exhibit a higher symmetry.
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Abstract—This paper reports on the results of ab initio unrestricted Hartree—Fock (UHF) calculations of the
equilibrium geometry and binding energy for the transition-metal complexes Me(CsHs), and Me(CgHg), and the
energetically stable metallofullerene complexes Me(Cgg),, Where Me = Ti, V, Cr, Fe, and Ni. The calculation
technique is worked out using the ferrocene molecule. The calculated geometry and binding energy agree sat-
isfactorily with the experimental data. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

In recent years, alarge number of works have been
devoted to the investigation of metal complexes with
fullerenes. The considerable interest expressed in these
compounds is motivated by their unique physicochem-
ical properties and possible use in nanoelectronics. The
majority of these works are concerned with description
of the syntheses of metal complexeswith fullerenesand
the investigation of their properties [1-3]. So far, theo-
retical studies have been performed only with com-
plexes of akali metals with fullerenes. As far as we
know, there are few works that deal with the calcula-

tions of the structure and electronic properties of iron
complexes with fullerene [4]. However, by anaogy
with the properties of transition metal carbides, we can
assume that fullerene complexes with other transition
metals also exist.

In the present work, we carried out quantum-chem-
ica calculations of the equilibrium geometry, total
energy, and binding energy for fullerene complexes
with Ti, V, Cr, Fe, and Ni. These compounds were cho-
sen as the objects of investigation because they have
been most frequently mentioned in published papers.

Fig. 1. Possible types of sandwich structures: (&) ferrocene type, (b) rutenocene type, (c) Me(CgHg)- type, and (d) metallofulerene

complex.

1063-7834/02/4403-0567$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Table 1. Results of the calculation of Me(CsHs), metal-
locenesin the configuration shown in Fig. 1a

Me s s, M | Ey, arb. units|AE;,q, kcal/mol
Ti 0.299 —1235.426 20.311
\Y 0.274 —1329.587 247.564
Cr 0.334 —1429.475 —25.675
Fe 0.326 —1647.586 160.343
Ni 0.329 —-1891.043 —27.591

Table 2. Results of the calculation of Me(CsHs), metal-
locenes in the configuration shown in Fig. 1b

Me rss, M | Ey, arb. units|AE;,q, kcal/mol
Ti 0.306 —1235.424 11.311
\ 0.298 —1329.507 210.154
Cr 0.341 —-1429.531 -8.901
Fe 0.299 -1647.177 135.875
Ni 0.345 —1890.543 102.624

Table 3. Results of the calculation of Me(CgHg)> complexes
in the configuration shown in Fig. 1c

Me re_g: M | Eoi, @b, units|AE;,4, kcal/mol
Ti 0.277 —1304.508 307.896
\ 0.298 —1398.687 -50.719
Cr 0.287 —1503.193 —16.793
Fe 0.283 —-1716.775 105.864
Ni 0.368 —1959.384 2.775

Table 4. Results of the calculation of the most stable com-
plexes Me(Cgp)2

Me |4, ;— )égr?nglc ex| Fm Eior, arb. units|AE;,q, kcal/mol
Ti Fig. 1c 0.291 | -5332.512 87.314
\ Fig. 1b 0.302 | —5427.054 56.572
Cr Fig. 1c 0.293 | —-5566.637 7.023
Fe Fig. 1a 0.328 | -5745.023 89.921
Ni Fig. 1b 0.317 | —5744.998 74.615

2. OBJECTS OF INVESTIGATION
AND CALCULATION TECHNIQUE

At theinitial stage of this work, we studied transi-
tion-metal complexes of the sandwich type with penta-
dienyl, Me(CsHs), (Figs. 1la, 1b), and benzene,
Me(CgHg), (Fig. 1¢). It is reasonabl e to assume that the
chemical bond in these comparatively simple com-
plexes is of the same nature as the chemical bond in

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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Me(Cqp), complexes. This is experimentally confirmed
by the fact that the metal atomsin Me(Cq,), complexes
are located either between a pair of pentagons or
between apair of hexagons.

The calculations of the equilibrium configuration
and electronic structure of the metal complexes under
investigation were performed using the GAMESS soft-
ware package [5]. The calculation technique, including
justification of the choice of the ab initio unrestricted
Hartree—Fock (UHF) method and procedures providing
stable convergence of the self-consistency process, was
worked out on a well-studied object, namely, the fer-
rocene molecule.

3. RESULTS AND DISCUSSION

Tables 1-3 represent the basic parameters of transi-
tion-metal complexes with pentadienyl, Me(CsHs),
(metallocenes), and benzene, Me(CgHg),, including the
distance between the ligands, total energy, and binding
energy. The calculations demonstrated that satisfactory
agreement between our results and the available exper-
imental data was achieved with mixed basis sets,
namely, MINI (the minimal Huzinaga basis) for transi-
tion metals, STO-6G for carbon, and STO-3G for
hydrogen. The calculated data presented in Tables 1-3
correspond to the mutual orientation of the ligands
shown in Figs. 1la-1c. The binding energies listed in
Tables 1 and 2 differ by 5-30 kcal/mol. This agrees
with experimental data on the rotation potential barrier
between two possible orientations of the pentadienyl
rings. The results of calculations indicate that not all of
the studied complexes are energetically stable.

The energy parameters of the metall ofulerene com-
plexes were calculated using available data on the
mutual orientation and distances between theligandsin
complexes with pentadienyl and benzene. Table 4 pre-
sents the geometric and energy characteristics of the
most stable metallofulerene complexes. Figure 1d
shows the typical arrangement of the metal and ligands
in the complex.
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Abstract—Methods of small-angle and inelastic neutron scattering were used to study star-shaped polymers
obtained by grafting polystyreneto fullerene Cg, (Six armswith an elementary mass M = 5 x 10°). The behavior
of starsin the solution and bulk was compared with the dynamics of free molecules of polystyrene with a mass
equal to the mass of an arm. The slow dynamics of armsin the ranges of timest = 0.01-20 ns, momentum trans-
fers g = 0.2-0.6 nm%, and temperatures T = 20-60°C does not obey the simple models of Rouse and Zimm.
The interaction of the rays with the Cg, fullerene under the conditions of the specific geometry of the macro-
molecule leads to unusual oscillations of time correlationsin the arms of stars. © 2002 MAIK “ Nauka/ I nter pe-

riodica” .

INTRODUCTION

Fullerene derivatives can reveal extraordinary phys-
ical and chemical properties (such as superconductiv-
ity, ferromagnetism, and solubility anomalies) that are
not observed in the initial substances[1, 2]. In particu-
lar, the bonding of polymer chainsto aspherical surface
of the fullerene Cgz, makes it possible to synthesize
macromolecules in the form of stars with various num-
bers of arms [3]. These arms are not only covaently
bonded to the fullerene through their end links but also
can interact with the fullerene surface by the mecha-
nism of charge transfer and van der Waals forces. This
unusua combination of covalent bonds and possible
donor—acceptor complexes in a single macromolecule
can strongly change the polymer dynamics and its
behavior in both solution and bulk. Thus, recently,
when studying stars built of polyethylene oxide grafted
to Cgp, We reveded in D,O an unusual dynamics of its
arms, which israther inherent of block polymersin the
glass-transition range [4]. Based on the data on the sol-
ubility of fullerene Cg, [5], it might be expected that an
efficient interaction of the arms with fullerene would

occur if the arms contain six-term cycles similar to
hexagons present in Cg,. Therefore, we synthesized and
investigated just polystyrene stars.

1. STRUCTURE OF STARS FOUND
FROM SMALL-ANGLE NEUTRON SCATTERING

The polystyrene (PS) molecules (six arms, each of
mass M = 5 x 10%) were grafted to the fullerene core
using the method of living chains [6] and then were
studied using neutron diffraction in comparison with
free PS molecules in deuterated benzene (CzDg) in the
range of momentum transfers q = (417/A)sin(6/2) = 0.2—
5 nm (0 is the scattering angle and A = 0.6 nmis the
neutron wavelength). In addition, we prepared deuter-
ated stars, which were dissolved in an analogous ordi-
nary (hydrogenated) polymer matrix in order to ensure
maximum contrast in the scattering amplitudes in neu-
tron diffraction experiments. To the first approxima-
tion, the scattering in solutions and in the bulk for
labeled macromolecules of the stars and PS obeys the
law 1(q) = Io[1 + (rcq)?] 2, where |, is the scattering

1063-7834/02/4403-0569%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Correlation radii of stars and PS

Concentration of labeled fc, MM
molecules, wt % PS qars

1.0 (protonated moleculesin| 1.35+0.16 | 2.74+£0.14
deuterated benzene C¢Dg)
1.0 (deuterated moleculesin | 1.16+0.20 | 2.69+ 0.18
protonated matrix)
10.0 (deuterated molecules | 1.00+0.03 | 2.32+0.09
in protonated matrix)

intensity in the limit ¢ — 0 and r is the correlation
length of a molecule related to its radius of gyration

Rs = +/3r¢ (seetable). At low concentrations of labeled
molecules (C = 1 wt %), their experimentally measured
dimensions in benzene and in the polymer matrix are
virtually the same, which indicates the same virtualy
undisturbed conditions (B conditions, under which no
long-range interactions of chain units are observed).
Indeed, both in the solution and in the bulk, the gyration
radius of polystyrene Rgps = 1.7-2.0 nm agreeswith the
estimate for a Gaussian chain Ry, = 2.0 nm. The
experimentally measured radius of the star Rger =
4.7 nm approaches the distance between the ends of the

PS chain: Rgsr = hps = +/6 Rgps = 4.9 nm. This means
that the arms do not condense onto the surface of the
fullerene but rather tend to move from it. At the same

1.0 o PS
e ST

0.5+

1.8 wt % %
20°C
g=0.55 nm’l1

20°C

0.5

1.8 wt %
20°C
q=0.27 nm’l1
0 10 0 10
t, nis

Dynamics of PS and stars in solution at various tempera-
tures, polymer concentrations, and momentum transfers.
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time, the measured ratio of the dimensions of the “ star”
and an armin the bulk R;gr/Rgps = 2.3 islarger by 40%
than the calculated value for the Gaussian distribution
of the elements of the chain [6]: Rgsr/Rgps = [(3f —
2)/f]¥? = 1.6, where f = 6 is the number of star arms.
Thus, the star-shaped molecule is somewhat expanded
as compared to the undisturbed conformation. Below,
based on the above data, we studied the dynamics of
these stars.

2. DYNAMICS OF STARS

Neutron spin-echo (NSE) experiments were per-
formed inthe L. Brillouin Laboratory, Saclay, using PS
and starsin deuterated benzene (C;Dg) at 20-60°C with
characteristic momentum transfers ¢, = 0.27 and q, =

0.55 nminarangeof timest = 0.1-20 ns. Onthe scale
of R~ 1/q; ~ 3.7 nm > Rgps ~ 2.3 nm, which is greater
than the dimensions of a PS arm but smaller than the
“star” size, we can observe the dynamics of arms
bonded to the fullerene core and interacting between
themselves. On a smaller scale of R~ 1/g, ~ 1.8 nm <
Ls~ 2 nm, only segmental dynamics (Lsisthe length of
a PS segment) should mainly be observed. On the seg-
mental level, the dynamics in stars is somewhat sup-
pressed. In benzene at 20°C and a polymer concentra-
tion of C = 1.8 wt %, the coefficient of diffusion of arm
segments Dgr = (1.23 £ 0.11) x 10 cm?s is 20%
smaller than the diffusion coefficient for free PS: Dpg =

(1.52 £ 0.17) x 10°° cm?/s (see figure). On the scale of
an arm radius, the effect of the arm bonding to the
fullerene surface is revealed more strongly (seefigure).
Even at alow concentration of the polymer in the solu-
tion (C = 1 wt %), the stars distinctly reveal acrossover
to an oscillating dynamics (see figure). In the Gaussian
approximation for the self-correlations of units, the
spin-echo signa follows the function P,.(g,t) =
Sq, t)/S(q, t = 0) = exp[—g?T (t)/2], wherethe root-mean
square displacement of the scattering particle I'(t) =
A?[1-cos(Qt)] for thetimet has the character of oscil-
lations with an amplitude A = 2.0 + 0.1 nm and fre-
quency Q = (0.28 + 0.02) x 10° rad/s. Under the same
conditions, the chains of free polystyrene take part in
intense diffusive motion, when the displacement
increases with time as I" (t) = Dpgt + @2[1 — cos(wt)]. In
the case of free chains, the dominating processis diffu-
sion with a diffusion coefficient Dpg = (8.1 £ 1.1) X
1078 cm?/s. The oscillations have the same amplitude
a=2.0£ 0.2 nm, but their frequency w = (0.60 £ 0.05) x
10° rad/s is twice as large as that characteristic of
“stars” Anincreasein the polymer concentration leads
to an increase in the molecular interaction, and the dif-
ference between the dynamics of PS and stars becomes
less pronounced. At C = 1.8 wt %, no noticeable tem-
perature variations in the dynamics are observed at T =
20-60°C in both solutions. The dynamics follows the
same model. Under these conditions, PS has a smaller
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diffusion coefficient Dps(q;) = (3.1 £ 0.7) x 106 cm?/s,
showing oscillations with a smaller frequency w =
(0.37 £ 0.05) x 10° rad/s and a smaller amplitude a =
1.5 £ 0.3 nm. Aswas expected, an increase in the con-
centration by a factor of 1.8 produced a smaller effect
ontheinternal dynamicsof “stars,” since the concentra-
tion of the polymer in their volumeisalready quite high
(~30 wt %). At 20-60°C, the values of the correspond-
ing parameters for the stars are smaller as compared to
PS: Dgr(gp) = (1.9 £ 0.7) x 10°% cm?s, Q = (0.30
0.02) x 10° rad/s, and A= 1.3+ 0.2 nm.

Then, we studied stars and PS at a higher tempera-
ture T = 90°C near the glass temperature of the poly-
mers (Tg = 89°C for PSand 94°C for stars). Inthe bulk,
the diffusive mobility of the polymersis strongly sup-
pressed. Thus, on the segmental scale, the diffusion
coefficient in stars Dgr () = (2.0 + 1.2) x 107 cm?/sis
of an order of magnitude smaller than that in the solu-
tion. Onalarger scale (R~ 1/q,), the oscill ating dynam-
icsisdominating, asin the solution. The PS chainshave
an amplitude of the oscillating motion a = 2.52 +
0.12 nm, which exceeds the segment length, and afre-
quency w = (0.34 + 0.01) x 10° rad/s, which is close to
that in the solution. Stars have smaller amplitudes and
frequencies (A = 1.66 = 0.09 nm, Q = (0.30 = 0.02) x
10° rad/s), which are close to the dynamical parameters
obtained for these characteristicsin the solution.

The dynamics of the polymers studied in this work,
which strongly differ in their molecular structure from
one another, reveals common regular features upon
transition from the solution to the bulk state near the
glass-transition temperature, when the diffusive
motions are strongly slowed and the dynamic correla
tions between chain links oscillate with a period T =
21w ~ 20 ns. In the case of stars, the period is longer
by 10-20%. Effectively, the complex dynamics of the
polymer is described as an oscillation of a fragment of
the chain with an amplitude of an order of the segment
length. In a star, the amplitude is smaller by 10-30% as
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compared to free PS. The covalent bonding of an arm
with the fullerene, as well as the van der Waals and
donor—acceptor interactions with its surface, increase
the energy of activation of molecular motion by aquan-
tity of an order of AE ~ [In(w/Q)](KT) ~ 0.5 kJ/mol.
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Abstract—This paper reports on a small-angle neutron-scattering study (in the momentum transfer range q =
0.005-0.08 A1) of the structure of Cg, fullerene clusters in a saturated toluene solution at 20°C. Large-scale
fractal structures formed by small clusters with radius Rz ~ 30 A are shown to persist in the solution after pro-
longed storage (for one year) at 20°C. The results are discussed in terms of the well-known fullerene aggrega-

tion models. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

The discovery by Ruoff [1] of the anomalous tem-
perature dependence of solubility of the Cg, fullerenein
anumber of solvents stimulated both experimental and
theoretical studies of the unusual behavior of fullerenes
in solutions, because this problem, besides being of
fundamental significance, has considerable application
potential in the technologies involved in the separation
of fullerenesin mass in the course of their production.
A good idea of the state of the art in this area of
fullerene research can be gained from review [2]. This
review presentsadrop model of fullerene clusterization
and puts forward a concept of long-lived structural
relaxation of its solution, which gives rise to growth of
large-scale fractal structures. The structural features of
Cep Solutions on the scale of tens of nanometers can be
directly investigated using small-angle neutron diffrac-
tion. However, the low fullerene content in a solution
(usually, at alevel of afew tenths of 1 wt %) and the
strict requirements on the solvent aimed at providing
the maximum possible fullerene contrast make such
experiments difficult. Another aspect of these experi-
ments is that the solution has to reach the equilibrium
state, which makes its prolonged storage in stationary
conditions necessary (constant temperature, absence of
perturbations dueto vibrations). We succeeded in meet-
ing these requirementsin our experiment and in observ-
ing Cg, fractal structuresin toluene.

2. SMALL-ANGLE NEUTRON DIFFRACTION
FROM A Cg SOLUTION IN TOLUENE

To obtain reliable information on fullerene cluster-
ization in solution, we carried out small-angle diffrac-
tion measurements on a Cg, sample dissolved in proto-

nated toluene to saturation at 20°C (fullerene concen-
tration C ~ 2.8 mg/ml). Next, the system was
maintained for one year at the same temperature, after
which it was studied again. The range of momentum
transfers, q = (41UA)sin(6/2) = 0.005-0.08 AL, was
chosen large enough to cover the scale region from r ~
1/0a ~ 10 A, comparable to the fullerene diameter, to
distances R ~ 1/0,,;, ~ 200 A two orders of magnitude
larger than the Cg, radius within which molecular cor-
relations inherent in fractal structures are observable.
The neutron wavelength was varied fromA = 3to 10 A.

Figure 1 displaystypical patterns of neutron scatter-
ing from clusters. It can be seen from the figure that the
scattering intensity 1(q) is noticeably greater in the
region of small momenta, q < 0.02 A-1 and that thereis
abroad local maximum of intensity within the interval
0y, = 0.03-0.04 AL, Thefirst feature isindicative of the
presence of large associates (not less than ~100 A in
size) in the solution. The second feature shows that the
clusters do not scatter independently of one another;
they are separated by a characteristic distance L ~
217q,, ~ 200 A. These two features are described by the
scattering law

1(q) = lo[1+(Req)?]
x [1+Tsn(a/L)/(L)] + lipes

where I, is the intensity of incoherent scattering (pri-
marily, from the solvent). The coherent part is deter-
mined by the form factor of a scattering particle
(fullerene, cluster) and by the structural factor of the
system. The parameter |, characterizes forward scatter-
ing, 1(g — 0) = Iy, where there is no interference in
scattering from single particles (I' = 0). The length R
is the correlation length of the particles, which may be

-D/2

(1)
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Experiment no. g At Re, A L, A r D
1 0.01-0.08 33.3+3.6 221+8 32+04 4
2 0.01-0.07 255+ 3.6 200+ 15 6.7+x4.1 4
3 0.005-0.04 1x10° 201 +55 1.2+10 2.95+ 0.96

fractal clusters of dimension D spaced at a distance L.
For the wavelengths A = 3, 6, and 10 A, the data are
approximated by Eqg. (1) with the fitting parameters
giveninthetable.

Scattering in the region g = 0.01-0.08 AL is domi-
nated by small clusters of radius R; = 25-30 A, which
form fractal structures such that there is interference
from neutrons scattered from different structures. Judg-
ing from the magnitude of the parameter ' = 3—7, this
interference is fairly strong (for pairs of particles, we
would havel = 1). ThedistanceL ~ 200 A, correspond-
ing to the interference maximum, exceeds the size of a
single cluster by an order of magnitude. An analysis
made of the region of smaller momenta g = 0.005—
0.04 A1 by the same model estimates the correlation
length of fractal clusters as Re ~ 1 x 10° A and their
fractal dimension as D, ~ 2.9, which supportsthe pres-
ence of interference in the scattering from clusters (see
table). As seen from the parameters in the table, the

1O (a)
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1 1 1 1 1 Il 1 ]
4
£ 2p
£ :
<
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102
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1
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Fﬁg& ey
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0 0.02 0.04 0.06 0.08
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Fig. 1. Small-angle neutron scattering from Cgq clustersin
toluene. Measurements were made (a) over the period of a
week on an as-prepared sample at 20°C (A =3 A) and (b, ¢)
on a sample stored for one year a 20°C (A = 6 and 10 A,
respectively). The lines arefitting functions given by Eq. (1).
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structure reaches a close-to-equilibrium state practi-
cally during the first week of measurements (the first
experiment) on an as-prepared sample. After this, small
clusters change gradually during ayear to become more
compact, in the course of which their correlation and
interference lengths decrease.

The results obtained lend support to the idea of the
Cgo fullerene being a unique cluster form of matter.
Our experiments have established that, in solution,
fullerene forms compact clusters with acharacteristic
radius Re ~ 25-30 A which produce fractal structures.
In Fig. 1a, the scattering from clusters is seen to be
superposed on the background of incoherent scatter-
ing from the solvent protons. The intensity of the lat-
ter is ;. = 0.35 arb. units. By crossing to absolute
units, we obtained the cluster cross section and,
knowing the scattering amplitude from one fullerene
ag, found the number of molecules per cluster n =

(Io/1inc)Na(0p/4T)(Nea> ) = 50, where Np and N are the
proton and fullerene concentrations in the sample,
respectively, and op is the total proton cross section.
Assuming a cluster of radius R ~ R ~ 30 A to contain

50 molecules, its volume V = (4Tr/3)Rg will be filled

only to ~30%. The results obtained agree qualitatively
with the figures derived from the drop model of cluster-
ization. A comprehensive comparison would require
measurements with inclusion of an analysis of the clus-
ter size distribution.
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Abstract—~Polyaniline-fullerene composites were prepared by the introduction of fullerene during polymer-
ization of aniline. An investigation of the composites using FTIR and **C NMR spectroscopy indicated inter-
action between fullerene and theimine groups of polyaniline. The formation of apolyaniline—full erene complex
with a structure corresponding to a doped polyaniline was proved by wide-angle x-ray scattering analysis. The
conductivity of compositesis more than four orders of magnitude higher than that of undoped polyaniline and
that of fullerene. Improvement in the thermal stability of composites was evaluated using TGA. © 2002 MAIK

“ Nauka/Interperiodica” .

Fullerene-Cgy—conducting-polymer systems possess
unique physical characteristics, including electronic
conductivity and magnetic, optical, and photoinduced
electron transfer properties. Ultrafast photoinduced
electron transfer from polymeric donors, such as
poly(p-phenylene vinylene) and polythiophene, to Cyg,
enables the construction of plastic solar cells with
energy conversion efficiencies of up to 3% [1-3].
Large-scale electro- and photodevices based on poly-
aniline (PANI) have been developed [4-6]. Combined
with Cg, PANI isused in polymer grid triodesin which
the current is controlled by the grid potential [7]. The
efficiency of the devicesis dramatically affected by the
molecular morphology of Cg, composites and, conse-
quently, by the procedure of their preparation. The most
commonly used method of blending solutions of both
components is limited, because the solubility of these
substances is very poor.

The procedure based on mixing N-methylpyrroli-
done solutions of PANI and Cg, reported in the litera-
ture [8-10] is complicated by the competitive reaction
of Cg with the solvent. We devel oped anew method for
preparing fullerene-containing PANI  composites
(PANI—Cyg) that excludes the use of organic solvents.

1. PREPARATION OF PANI-Cz COMPOSITES
AND BLENDS

The method for preparing PANI-Cg, composites
uses aniline polymerization for the introduction of Cg

L This article was submitted by the authorsin English.

into growing polyaniline chains [11]. The oxidation of
aniline with ammonium peroxydisulfate in an acidic
aqueous medium can be summarized in the stoichio-
metric relation

4@NH2HA+ 5(NH2)2S,05
®
. 2-%: >—|\|H~<@>—NH]L + 2HA
A@

+ 5H,S0, + 5(NH,4)2S04.

Fullerene (2—10 wt % relative to aniline) was injected
into an agueous solution of aniline and sulfonic acid
(HA, A denotes the corresponding anion). 4-Toluene-
sulfonic acid or dodecylbenzenesulfonic acid was used
as the stabilizing and acidic agent. Polymerization was
started through the addition of an aqueous solution of
ammonium peroxydisulfate in an amount equimolar to
that of aniline. The mixturewas stirred or placed into an
ultrasonic bath at room temperature for severa hours.
After polymerization, sulfonic acids were neutralized
and repeatedly washed with an excess of agueous
(I mol 1Y) ammonium hydroxide. This procedure
excludes PANI doping with acids. The precipitates
were separated by centrifugation, washed by acetone,
and dried in vacuum at 25°C.

The PANI-Cg, blends were prepared by mechanical
mixing of both components with subsequent heat treat-
ment at 85°C for 1 h.

1063-7834/02/4403-0574%$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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2. CHARACTERIZATION OF PANI—Cq,
COMPOSITES

Properties of the composites are compared with
those of corresponding blends and with two forms of
neat PANI: emeraldine sat (PANI,) and emeradine
base (PANI,).

In the FTIR spectra of PANI-Cg, composites, the
peak corresponding to quinone-ring deformation shows
ared shift to 1580 cm in comparison with the spec-
trum of PANI, (1590 cm™), whereas the benzenoid-
ring absorption peak remainsvirtually in the same posi-
tion (at 1500 cm~tin PANI,). The 1240 cm band char-
acteristic of the conducting polaron structure C-N* and
the characteristic vibration mode of the quinonering at
about 1165 cmr* appear (both observed in the spectrum
of PANI,) and confirm the presence of an interaction
between PANI and Cgy, [12]. Absorption at 1610 cm
observed in PANI,, and corresponding to the N=ring
stretching vibration mode is absent in the spectrum of
PANI—Cg, composites.

The 3C NMR spectrum of Cg, contains a single
peak at 143 ppm. In the spectra of PANI-Cg, compos-
ites, this signal shifts to 141 ppm. The main signal of
neat PANI, at 121 ppm is assigned to the C—H groups
of the quinoid rings. This peak shifts from 121 to
129 ppm as a result of acidic doping. Injection of Cg,
into polyaniline shifts the quinoid-ring carbon peak to
127 ppm.

The spectral investigation suggests the presence of
an interaction between fullerene and the imine groups
of PANI upon injection of Cg, into PANI. Partia

ground-state charge transfer, PANI + Cg, —> PANI%* —

ng , Where & ~ 0.05, takes place in this system. How-
ever, thereisno evidence of fullerene radical-anion for-
mation.

The observed increase in the electrical conductivity
caused by interaction of the components also reflects
the charge transfer being associated with the doping of
PANI. The conductivity of PANI—Cg, composites (7 x
107> Scm?) increases by four orders of magnitude over
the conductivities of the constituents (4 x 10° S cm™
for PANI, and lessthan 10° Scm for Cy,) and by two
orders of magnitude over the conductivity of the blend
(1L.5x 107 Scm™).

Wide-angle x-ray diffractograms of a PANI-Cg,
composite are composed of the diffraction curve of Cg,
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crystallites and a diffraction curve identical to that of
the protonated form of PANI. This suggests that
fullereneis aLewis acid and acts as a dopant of PANI.

Photoluminescence spectra of PANI, and PANI,
excited by 300-nm light exhibit avery similar shapein
the range 350-510 nm. We observed PANI photolumi-
nescence quenching upon addition of Cg,. This fact
points to photoinduced electron transfer in PANI—Cy,
blends and composites.

Thermogravimetric anaysis shows an ordinary
three-step decomposition pattern in the case of neat
PANI forms and more complex degradation of compos-
ites. Blends and composites exhibit higher thermal sta-
bility than their parent polymers.
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Abstract—Efficient quenching of eosin phosphorescence by amino-acid derivatives of fullerene (AADFS) such
as Cgo—alanine and Cgy—glycine in agueous solutions indicates the possibility of transferring electrons from
eosin to fullerene upon collisions or in the exciplex state. To investigate electron transfer in the protein structure,
we studied the process of incorporation of Cgy—alanine and Cgy—glycine into the heme pocket of myoglobin
by controlling Forster quenching. The dissociation constant for the protein~AADF complex was estimated.

© 2002 MAIK “ Nauka/Interperiodica” .

Unique physical and chemical properties of
fullerenes have attracted considerable interest from
researchers. In recent years, specia attention has been
paid to the investigation of their effect on biological
objects. Fullerenes were found to possess a cytotoxic
activity [1], affect the selective cleavage of DNA [2],
and exhibit antiviral activity, in particular, against the
AIDS virus [3]. Many bioenergetic and biosynthesis
processes include oxidation enzymatic reactions with
stages of long-range electron transfer, in which an elec-
tron can tunnel distances of 520 A from adonor to an
acceptor along a protein molecule. Fullerenes, owing to
their redox properties, can be used as efficient partners
in such reactions. Recently, Kurz et al. [4] studied azu-
rine with a covalently bound fullerene and revealed an
efficient electron exchange between the copper-con-
taining center of azurine and the fullerene. In some
studies of electron transfer in proteins (in particular, in
myoglobin), eosin was used as a photostimulated donor
of electrons [5, 6]. Thus, eosin and fullerene can be
used as an efficient donor—acceptor pair for the investi-
gation of reactions of electron transfer in proteins and
membranes. Such investigations can be performed
using water-soluble amino-acid derivatives of fullerene
(AADFs9) [6, 7].

In thiswork, we studied photostimul ated transfer of
electrons between triplet-excited eosin and amino-acid
derivatives of fullerene Cgq, in a solution and the inter-
action of these compounds with apomyoglobin to ana-
lyze reactions of long-range transfer of electronsin the
protein.

To generate a donor—acceptor pair, we investigated
the possibility of electron transfer between triplet-
excited eosin (donor) and amino-acid derivatives of
fullerene Cg, (acceptors) in aqueous solutions by con-
trolling the kinetics of the eosin-phosphorescence
guenching using various concentrations of Cy;—alanine
and Cg—glycine. The samples were excited by pulse
lasers with wavelengths A, = 337 and 532 nm. The
energy of alaser pulse was 70 mJ, which was sufficient
for the complete excitation of the chromophores in the
sample.

It was found that at Ao, = 337 nm, the intensity and
the lifetime of phosphorescence of the chromophore
decreased with increasing concentration of the AADFs.
In the case of eosin, the rate constant of quenching
phosphorescence is K, = 0.4 x 10° M~ s, which is
close to that characteristic of the process of quenching
the triplet-excited state of erythrosin by the mechanism
described in [7]. At Ay, = 532 nm, the intensity of the
eosin phosphorescence decreased but the lifetime of the
excited chromophore remained unaltered (see figure).
Thisdifference can be explained by thefact that at Ao, =
377 nm, there occurs a simultaneous excitation of both
eosin and the fullerene derivatives. The excited
fullerene derivatives are efficient oxidation agents, and
the quenching of the probe can occur by the mechanism
of electron transfer upon diffusional collisions. When
irradiating the sample with a laser with A, = 532 nm,
only eosin is excited, whereas the AADFs virtually do
not absorb at 532 nm. In this case, the quenching of the
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Effect of the concentration of Cgg—alanine (in pM) on the
kinetic of quenching of the eosin phosphorescence in a
solution of trissHCI (0.1 M, pH 7.2), Ag = 532 nm.

eosin phosphorescence appears to occur as a result of
the formation of an exciplex.

The most important task in solving the problem of
electron transfer in proteins is the production of a
donor—acceptor pair in the protein structure. In this
work, we studied the possibility of incorporating Cgy—
alanine and Cg—glycine into the heme pocket of myo-
globin (instead of the removed heme) with the purpose
of further realizing electron transfer from eosin bound
to theterminal amino group of myoglobin. To solvethis
task, it was necessary to incorporate Cy—alanine and
Cso—glycine into apomyoglobin. To this end, we
removed the heme from the myoglobin by the tech-
nigue described in [8]. Then, Cgg—alanine and Cg—gly-
cine were added to the solution of apomyoglobin. The
process of incorporation of these compounds into
apomyoglobin was controlled by changes in the inten-
sity of fluorescence of the tryptophan residue of myo-
globin. It is known that the tryptophan residue of myo-
globin is located in the immediate proximity of the
heme and that the spectrum of absorption of the Cg,
derivatives and the spectrum of fluorescence of the
tryptophan residue overlap. This can result in the
guenching of the fluorescence of the tryptophan residue
by the mechanism of dipole—dipole resonance energy
transfer at adistance not exceeding the Forster radius of
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quenching, which is 10 A for the tryptophan—fullerene
pair. When having been added to apomyoglobin in
equimolar concentrations, the Cq—alanine and Cgy—gly-
cine were shown to quench the fluorescence of tryp-
tophan by more than 50%. This permitted usto estimate
the dissociation constant for the complexes of Cgy
derivatives with apomyoglobin to be K ~10° M.

Thus, it is shown in this work that in aqueous solu-
tions, there occurs atransfer of electronsfrom photoex-
cited eosin to Cy—alanine and Cg—glycine. The process
of incorporation of amino-acid derivatives of the
fullerene Cg, into the heme pocket of apomyoglobin
was effected, and the equilibrium constant for this com-
plex was estimated.
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Abstract—A microinjection of Cgy/poly-(N-vinyl-pyrrolidone) (Cgo/PVP) adduct into the dorsal hippocampus
is shown to prevent the disturbance of spatial memory consolidation induced by the administration of a high
dose of cycloheximide, which inhibits protein synthesis in the central nervous system by more than 90%. It is
supposed that microinjections of the Cgo/PVP adduct into the hippocampus suppress the death of its neurons,
which may be one of the essential factors that prevent the disturbance of long-term memory consolidation by
protein-synthesis inhibition. Other mechanisms of the fullerene action are also possible; however, they remain
asyet unknown. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

In the late 1990s, it was demonstrated on several
experimental models, in vitro and in vivo, that
fullerenes and their derivatives have a high antioxidant
activity and protect neurons from genetically pro-
grammed cell death (apoptosis) [1, 2]. These findings
suggest that these compounds may be efficient neuro-
protectors useful in treating neurodegenerative human
diseases such as amyotrophic lateral sclerosis and Par-
kinson’s disease [1-3] and can prevent radiation dam-
age[4].

Many diseases of the brain (Alzheimer's disease,
atherosclerosis, and craniocerebral injuries) are accom-
panied by disturbances of long-term memory consoli-
dation [5]. The suppression of protein synthesisin the
brain by protein-synthesis inhibitors is one of the most
thoroughly studied models of disturbances of long-term
memory consolidation. Protein-synthesis inhibitors do
not affect learning but strongly disturb information
storage [6]. It was shown recently [7, 8] that high doses
of protein-synthesis inhibitors lead to neuronal apopto-
sis[7, 8]. The hippocampus plays the key rolein long-
term memory consolidation; bilateral damage of the
hippocampus disturbs this process in both humans and
animals [5]. The aim of this work was to determine
whether or not fullerenes and their derivatives injected
into the hippocampus prevent the disturbance of long-
term memory consolidation in rats induced by inhibi-
tors of protein synthesis.

2. EXPERIMENTAL

Chronic experiments were performed on Wistar
mal e rats (250-300 g). The spatial memory was tested
using a modified Morris technique. In the Morris pro-
cedure, an animal is set to find an invisible platform in
a circular tank filled with opague water [9]. The time
moment at which arat was placed into the water maze
and the time at which the rat found the platform were
automatically registered with a recorder. The learning
was carried out in one session consisting of six trias. In
each tria, the rat was placed into the same sector of the
maze. In the first trial, the animal, while trying to save
itself from the water, finds the platform by chance.
Using extramaze landmarks, the rats learned in six tri-
alsto find the invisible platform ten time more rapidly
than in the first trial. After 24 h, the session was
repeated. In the second session, the rats found the plat-
form two to three times faster than in the first session.
Thisindicated that the animal s learned to find the target
in space and retained information on its position in
memory traces.

The memory disturbance was induced by a bilateral
injection of ahigh dose (400 ug) of a protein-synthesis
inhibitor (cycloheximide) 3 h before alearning session.
This led to the suppression of protein synthesis in the
brain and spinal cord by morethan 90% during 4 h[10].

We used the adduct of the Cg, fullerene with poly(N-
vinyl-pyrrolidone) (Cg/PVP), which was synthesized

1063-7834/02/4403-0578%$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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in the Institute of Experimental Medicine, Russian
Academy of Medical Sciences. The compound con-
tained 0.8% Cg,; the molecular weight of the PVP was
about 10000. C4y/PVP and Cg, were dissolved in 0.9%
NaCl. Cannulae were stereotaxically implanted bilater-
aly into the lateral ventricles and dorsal hippocampus
(field CAL). In the control experiments (n = 3D 10), a
PVA solution (208 pg/1 pl/cannula) was administered
into the hippocampus, and in the experiment (n= 3D
11), afullerene preparation (1.7 pug Cgy/206.3 ug PVP/1
pl/cannula) was injected 1 h before the cycloheximide
administration (200 pg/10 pl/cannula). The teaching
was performed three hours after the cycloheximide
injection. The localization of the cannulae was deter-
mined by cutting a frozen brain on a freezing micro-
tome. The statistical significance of the results was esti-
mated by the Student t test.

3. RESULTS AND DISCUSSION

Inthe control, PVPwasbilaterally administered into
the hippocampus 1 h before the cycloheximide injec-
tion. The rats were taught to find the platform in six tri-
als (the differences in the escape latencies between tri-
as 1-3, 1-5, and 1-6 are stetistically significant with
p < 0.05). The second session of learning, which was
carried out 24 h after thefirst session, showed no reten-
tion of the acquired information (graphs 1 and 2 in
Fig. laare statistically indistinguishable).

By contrast, the rats that received a small dose of
fullerene Cg, (1.7 pg) injected into the hippocampus
showed normal learning and retention of the memory
traces (the differences between curves 1 and 2 are sta-
tistically significant with p < 0.01, see Fig. 1b). Thus,
the preliminary bilateral microinjection of fullerene Cq,
into the dorsal hippocampus prevented the disturbance
of spatial memory induced by cycloheximide adminis-
tration.

How can we explain this result? According to mod-
ern concepts, long-term memory consolidation criti-
cally depends on the protein synthesis de novo, which
contributes to the establishment of new connections
between neurons[5]. It is generally accepted that long-
term memory consolidation is disturbed by high doses
of protein-synthesis inhibitors which suppress protein
synthesis by no lessthan by 90% [6]. Cycloheximidein
high doses possesses atoxic effect and causes apoptosis
in various tissues, including nervous tissue [7, 8]. This
permitted usto suggest that protein-synthesisinhibitors
cause amnesia not only by the suppression of protein
synthesis but also by apoptosis and/or necrosis of cells
of the central nervous system. Fullerene derivatives
prevent apoptosis in the culture of cells of the hippoc-
ampus, cerebellum, and substantia nigra, protecting
them from the toxic effect of active forms of oxygen [2,
3,11, 12].

We suggest that microinjections of fullerene Cgy into
the hippocampus prevent neuronal cell death, and this
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Fig. 1. Effect of bilateral injection into thedorsal hippocam-
pus (field CA1) of (a) PVP and (b) Cgo/PVP adduct on
memory impairment in rats caused by intraventricular
administration of cycloheximide (inhibitor of protein syn-
thesis). The spatial memory was studied using a Morris
water maze according to a modified Morris procedure. The
abscissa axis corresponds to the order number of atrial ina
learning session; the ordinate axis corresponds to the time
of escape latency: (1) first learning session; (2) second
learning session; PV P is poly(N-vinyl-pyrrolidone).

effect can be an important factor that prevents the dis-
turbance of long-term memory consolidation caused by
protein-synthesis inhibition. Other mechanisms of
fullerene action are also possible; however, they remain
unknown as yet.
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Abstract—A new type of nonlinear (anharmonic) excitations—bushes of vibrational modes—in physical sys-
tems with point or space symmetry is discussed. All infrared-active and Raman-active bushes for Cgj fullerene
are found by means of special group-theoretical methods. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Vibrations of many fullerenes and fullerites were
investigated using different experimental and theoreti-
ca methods (see [1, 2] and references therein).
Although the majority of such studies are based on the
harmonic approximation only, some nonlinear (anhar-
monic) effects have also been discussed in a number of
papers. For example, second-order combination modes
brought about by the anharmonicity of interactions in
the Cg, fullerene are discussed and the corresponding
lines in infrared transmission spectra are reported in
[3]. The above effects do not exhaust the influence of
anharmonicity on the fullerene and fullerite vibrational
spectra, and we will consider these objects using the
consistent group-theoretical approach developed in [4—
7] for studying nonlinear vibrations in arbitrary physi-
cal systems with discrete (point or space) symmetry.
This approach reveals the existence of new nonlinear
dynamical objects (or anew type of anharmonic excita-
tions) in systemswith discrete symmetry, which we call
bushes of normal modes. The concept of the bush of
modes can be explained as follows.

In the harmonic approximation, a set of normal
modes can be introduced which are classified in terms
of irreducible representations of the symmetry group G
of the physical system in equilibrium. In this harmonic
approximation, normal modes are independent of each
other, while interactions between them appear when
some anharmonic terms in the Hamiltonian are taken
into account. We note that a very specific pattern of
atomic displacements corresponds to each normal
mode. Asaconsequence, we can ascribe adefinite sym-
metry group Gp, to a given mode, which is a subgroup
of the symmetry group G. The group G isasymmetry
group of an instantaneous configuration of our system
initsvibrational state.

L This article was submitted by the authorsin English.

Let us excite, at the initial instant t,, only one, arbi-
trarily chosen mode, which will be called the root
mode. We suppose that al other modes have zero
amplitude at the initial moment. Let the symmetry
group Gp and an irreducible representation Iy corre-
spond to this root mode. Then, we can pose the follow-
ing question: to which other modes can thisinitial exci-
tation spread from the root mode?We will refer to those
initially sleeping modes, belonging to different irreduc-
ible representations I'; (j # 0), as secondary modes.

A very simple answer to the above question was
found in [4, 5]. It turns out that initial excitation can
spread from the root mode only to those modes whose
symmetry is higher than or equal to the symmetry
group G, of the root mode. We will refer to the com-
plete collection containing the root mode and all sec-
ondary modes that corresponded to it as a bush of
modes. Since no other modes are excited, the energy is
trapped in the given bush. As a consequence of the
above idea, we can ascribe the symmetry group Gp
(remember that thisis a group of the root mode) to the
whole bush; in this sense, we can consider the bush as
ageometrical object.

It was proved in [4-6] that all modes belonging to a
given bush B [Gp] are coupled by force interactions. It
is very important that the structure of a given bush is
independent of the type of interactions between parti-
cles of our physical system.

A bush of normal modes can aso be considered asa
dynamical object. Indeed, the set of modes correspond-
ing to a given bush B [Gp] does not change in time,
while the amplitudes of these modes do. We can write
exact dynamical equations for the amplitudes of the
modes contained in bush B [Gp], if interactions
between particles of our physical system are known.
Thus, bush B [Gp] represents a dynamical system
whose dimension can be essentially lessthan that of the
origina physical system.

1063-7834/02/4403-0581$22.00 © 2002 MAIK “Nauka/Interperiodica’
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The above properties of bushes of normal modes can
be summarized in the following manner. A normal
mode represents a specific dynamical regimein alinear
physical system, which, upon being excited at the ini-
tial instant t, continues to exist for any timet > t,. Sim-
ilarly, a bush of normal modes represents a specific
dynamical regime in a nonlinear system, which can
exist as a certain object for any timet > t,.

2. SOME MATHEMATICAL ASPECTS
OF BUSHES OF NORMAL MODES

L et us examine a nonlinear mechanical system of N
mass poi nts (atoms) whose Hamiltonian is described by
apoint or space group G. Let three-dimensional vectors
xi(t) (i = ., N) determine the displacement of the
ith atom from its equilibrium position at timet. The 3 x
N-dimensional vector X(t) = {X;(t), Xx(t), ..., Xn(D)},
describing the full set of atomic displacements, can be
decomposed into the basis vectors (symmetry-adapted
coordinates) of all irreducible representations I'; of the
group G contained in the mechanical representatl on T

X(t) = zu,.(t)(p(” = zA (1)

Here, (p“) isthe ith basis vector of the n,-dimensional
irreducible representation I';. The X(t) depends ontime
only through the coefficients p;(t), while the basis vec-
tors are time-independent. Thus, a given nonlinear
dynamical regime of the mechanical system described
by the specific vector X (t) can bewritten asasum of the
contributions A; from the individual representations I';
of the group G.

Each vibrational regime X(t) can be associated with
a definite subgroup G, (G [0 G) describing the sym-
metry of the instantaneous configuration of the system.
Now, the following essential ideais proposed. The sub-
group Gy isinvariant intime; its elements cannot disap-
pear during time evolution, except for the case of spon-
taneous breaking of the symmetry, which we will not
consider in the present paper. This is the direct conse-
guence of the principle of determinism in classica
mechanics.

We introduce operators § [0 G acting on the 3N-
dimensional vectors X(t), which correspond to the ele-
ments g 0 G acting on the three-dimensional vectors
x;(t), and write the above condition of invariance of Gp
as acondition of invariance of the vector X (t) under the
action of the elements of the group Gp:

ax(t) = X(t),

2 Considering vibrational regimes only, we can treat I as a (3N —
6)-dimensional vibrational representation of the group G.

g0 Gp. )

CHECHIN et al.

Combining Egs. (1) and (2), one obtains (for details,
see[6]) thefollowing invariance conditionsfor individ-
ual representations;:

(T ¥ Gp)ey = ¢, (©)]

Here, T'; | Gp isthe restriction of the representation T
of the group G to the subgroup Gp, i.e., the set of matri-
cesof I'; which correspond to the elements g [J Gy, only.
The n-dimensional vector ¢ in Eq. (3) is the invariant
vector in the carrier space of the representation I'; cor-
responding to the given subgroup G, O G. Note that
each invariant vector of agiven I'; belongs to a certain
subspace of the carrier space of this representation and
the total number of arbitrary constants upon which the
vector depends is equal to the dimensionality of this
subspace. If, in solving Eq. (3), wefind that ¢; # 0, then
the representation I'; will contribute to the dynamical
regime X(t) with symmetry group Gp. Moreover, the
invariant vector ¢; determines the explicit form of the
mode of the representation I'; belonging to the bush of
modes associated with the given nonlinear dynamical
regime.

We will illustrate the general statements of the bush
theory using the Cg, fullerene with a buckyball struc-
ture and the icosahedral symmetry group G = |,.. There
are 10 irreducible representations of dimensions 1 (A,,
A, 3 (Fig, Fuy Fog, Fa), 4 (Gg, Gy, and 5 (Hg, H,)
associated with the group I, The infrared (IR) active
modes belong to the representation F;,,, and the modes
that are active in Raman (R) experiments belong to
or Hg. We found al bushes of modes for the Cg
fullerene. There are 22 different bushes for this
fullerene. Let us consider bush B7, corresponding to the
symmetry group Gp = Cs, O I, Only four representa-
tions, namely, » Hg, Fuu, and F,,, contribute to this
bush (theinvari ant vectors arezerofor al otheri rreduc—
ible representations of the icosahedral group G = h)

B7 [symmetry Cs,]:

A (@) — Iy, Hy(a, 0.5774a, 0, 0.516a, —0.258a) — D5,
F.,(0,0,a) — Cq,, F,(a, 0.258a, 0.197a) — C,,. (9

The arbitrary constants involved in the description of
different invariant vectors are not connected with each
other. As al invariant vectors listed in Eq. (4) are one-
parametric (their arbitrary constants are denoted by the
same symbol a only for clarity), it is clear that bush B7
depends on four arbitrary constants (one constant for
each of the four representations). The structure of bush
B7 [see Eq. (4)] showsthat there are only four contribu-
tions A; to the corresponding dynamical regime X(t).

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

3 Since some elements of the matrices of multidimensional irreduc-
ible representations of the group G = |}, are irrational numbers,
we keep only three digits after the decimal point when we write
the invariant vectors.
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We denote them® as A[A]], A[Hg], A[F1], and A[F,].
Theinvariant vectorslisted in Eq. (4) permit usto write
an explicit form of the dynamical regime X(t) corre-
sponding to bush B7 by replacing the arbitrary con-
stants with four functions of time u(t), v(t), y(t), and

&(b):
X(t) = A[Ag] +A[Hg] +A[F1u] +A[F2u]

= UOO[AY +V (O @:[Hg] +0577¢,[H]
+0.516¢,[Hg] —0.258¢5[Hgl } +y (1) 9s[F1,]

+E({ @1[Fy] +0.258¢,[F, ] +0.197¢5[F, ]} .

Equation (5) is a conseguence of the relation
between the group G and its subgroup Gy, only, and now
we should take into account the specific structure of our
physical system to find an explicit form of the basis

vectors (pi(J) of the representations entering into Eq. (5).
These basis vectors can be obtained using conventional
group-theoretical methods, for example, using the pro-
jection operation method. The basis vectors of theirre-
ducible representations determine the specific patterns
of the displacements of all 60 atoms of the Cg, fullerene

structure.

It is important to note that each of the representa-
tions Ay Hgs Fay, and F,, is contained several timesin
the vibrational representation of the Cg, fullerene,
namely, 2, 8, 4, and 5 times, respectively. (These num-
bers are equal to the numbers of fundamental frequen-
cies of the normal modes associated with these repre-
sentations.) As a consequence, we must treat the time-
dependent coefficients in Eq. (5) as vectors of the
appropriate dimensions. Because of this, we ascribe a
new index (k) to the basis vectors, which indicates the
number of times (m) the representation I'; enters into
the vibrational representation. Each contribution A;
splits into my copies Ay, where k = 1, 2, ..., my and,
therefore,

oo
X® = YA =50y A
j j gﬂl
For the case of bush B7, we have A[A]] = A[A] +
éz[Ag] A[Fy] = A[Fa + A[Fy] + Ag[Fy ] + Af[Fy],
C.

(%)

: (6)

mji]m|

Bush B7 in the Cg, fullerene structure forms a
19-dimensional dynamical object; its evolution is
described by the dynamical variables listed below as
components of the four vectorial variables u(t), v(t),
Y(®), and &(1): p(t) = [Ha(), Ha(D)], v(®) = [Va(D), ...,
Ve(®)], Y1) = [va(®), .., Ya(®)], §() = [E1(1), ..., Es(D)].

Thus, athough only four of the ten representations
contribute to bush B7, its dimension is equa to 19,

4 Hereafter, we write the symbol j of the irreducible representation
I'; generating the contribution A; in square brackets next to sym-
bol A.
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because several copies of each of these four representa-
tionsare contained in thefull vibrational representation
of the Cg, fullerene. We cannot predict the specific evo-
[ution of the amplitudes of the bush modes without spe-
cific information on the nonlinear interactions in the
physical system at hand, but we can assert that thereis
a nonlinear regime which involves only the modes
belonging to a given bush.

3. OPTICAL BUSHES
FOR THE Cg, FULLERENE

As already noted, there are 22 bushes of vibrational
modes for the Cg, fullerene structure. Five of them are
infrared active and six are Raman active. These bushes
will be termed optical. The root modes of the optical
bushes belong to the infrared-active representation F,,
or to the Raman-active representations A, and Hy. We
want to emphasize that some modes associated with
representations that are not active in optics can be con-
tained in agiven optical bush.

All optical bushes with their symmetry groups (in
square brackets), as well as the numbers of the irreduc-
ible representations contributing to them and their
dimensions (in parentheses), are listed below.

Infrared active bushes:
B7[Cs/1(4,19); BI11[C3,](6, 31); B1S[C,](7, 46);
B19[CJ(9, 89); B22[C,](10, 174).

Raman-active bushes:
B1[I](1,2); B4[Dsd(2, 10);
B10[D,](3, 24); B16[C,](5, 45);

B5[Ds4l (3, 16);
B20[C](5, 87).

Suppaosing the nonlinearity of the system at hand to
be weak,® we can estimate the relative values of the
contributions from different irreducible representations
to a given bush. For example, for infrared-active bush
B7, discussed above, we have

A[Fy] (root) = O(g),
A[Fy] (secondary) = O(),
A[F,] = OE®), A[A] = OE"), A[Hg = O().
Here, € is an appropriate small parameter characteriz-

ing the magnitude of the root mode.

Thus, in the case of weak nonlinearity, the contribu-
tions of different representations can be of essentialy
different values. This property seems to be important
for interpretation of the vibrational spectraof bushes of
modes.

2002
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4. CONCLUSIONS

In the present paper, we considered a new type of
possible nonlinear excitations—bushes of normal
modes—in vibrational spectra of fullerenes and fuller-
ites using, as an example, the Cy, buckyball structure.
We believe that special experiments for revealing the
bushes of vibrational modes in their pure form will
prove important for further elucidation of the role of
these fundamental dynamical objects in various phe-
nomena in fullerenes and fullerites. It seems that such
experiments may be similar to those reported in [3].
However, unlike these experiments, monochromatic
incident light with a frequency close to that of the root
mode and with polarization along the symmetry axis of
the bush chosen must be used.

First-principles calculations are desirable in obtain-
ing the coefficients of the anharmonic termsin the Cg,
fullerene for a more detailed description of the bush
dynamics to be made.

The concept of bushes of norma modes and the
appropriate mathematical methodsfor their analysisare
valid for both molecular and crystal structures. Such a
possibility can simplify the assignment of the different

PHYSICS OF THE SOLID STATE Vol. 44 No. 3
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optical linesin fullerites brought about by both internal
and external vibrationsin the Cz, molecular clusters.

It will be of interest to study interactions between
bushes of vibrational modes and el ectron subsystemsin
fullerenes and fullerites.

REFERENCES
1. C.H.Choi, M. Kertesz, and L. Mihaly, J. Phys. Chem. A
104, 102 (2000).

2. H. Kuzmany, R. Winkler, and T. Pichler, J. Phys.: Con-
dens. Matter. 7, 6601 (1995).

3. M. C.Martin, X. Du, J. Kwon, and L. Mihaly, Phys. Rev.
B 50 (1), 173 (1994).

4. V. P. Sakhnenko and G. M. Chechin, Dokl. Akad. Nauk
330, 308 (1993) [Phys. Dokl. 38, 219 (1993)].

5. V. P. Sakhnenko and G. M. Chechin, Dokl. Akad. Nauk
338, 42 (1994) [Phys. Dokl. 39, 625 (1994)].

6. G. M. Chechinand V. P. Sakhnenko, PhysicaB (Amster-
dam) 117, 43 (1998).

7. G.M. Chechin, V. P, Sakhnenko, H. T. Stokes, A. D. Smith,
and D. M. Hatch, Int. J. Non-Linear Mech. 35, 497
(2000).

2002



Physics of the Solid State, Vol. 44, No. 3, 2002, pp. 585-587. Trandlated from Fizika Tverdogo Tela, \Vol. 44, No. 3, 2002, pp. 557-559.
Original Russian Text Copyright © 2002 by Kvyatkovskiz, Shelyapina, Shchegolev, Vorotilova, Zakharova.

PROCEEDINGSOF THE V INTERNATIONAL WORKSHOP

“FULLERENES AND ATOMIC CLUSTERS’

(St. Petersburg, Russia, July 2-6, 2001)

Cluster ab initio Calculationsfor the CgF 24, CeoClog,
and C,,Br,, Halofullerenes

O. E. Kvyatkovskii*, M. G. Shelyapina**, B. F. Shchegolev***,
L. S Vorotilova****, and |. B. Zakharova*****
* | offe Physicotechnical Institute, Russian Academy of Sciences, ul. Politekhnicheskaya 26, S. Petersburg, 194021 Russia
e-mail: Kvyatkovskii @pop.ioffe.rssi.ru
** Q. Petersburg State University, ul. Pervogo maya 100, Petrodvorets, 198904 Russia
*** Pavlov Institute of Physiology, Russian Academy of Sciences, nab. Makarova 6, S. Petersburg, 199034 Russia

**** Grebenshchikov Institute of Slicate Chemistry, Russian Academy of Sciences,
ul. Odoevskogo 24/2, S. Petersburg, 199155 Russia

*xxxx . Petersburg State Technical University, ul. Politekhnicheskaya 29, . Petersburg, 195251 Russia

Abstract—This paper reportson ab initio cluster cal culations of the equilibrium geometry, electronic structure,
and vibrational properties of the Cgp, CggFo4, CeoCloa, CeoBrogy molecules. © 2002 MAIK “ Nauka/ I nter period-

ica” .

Recently, the properties of doped fullerenes have
attracted considerable interest [1, 2]. Studies of the
CeoX,, halofullerenes (X = F, Cl, Br) have revealed that
halogen atoms change the character of chemical bond-
ing in the carbon cage and noticeably affect the optical
spectra of these compounds [3-8]. This work used
abinitio cluster calculations to study the equilibrium
geometry, electronic structure, and the nature of the
chemical bonding, aswell asthe vibrational spectra, of

the Cgo, CgoFoar CeoClas, @nd CgoBr,, molecules. The
geometry was optimized assuming that the halogen
atoms occupied positions 1 and 4 on the fullerene sur-
face [4]. Thisstructureisrealized for Cg,Bry, [4]; how-
ever, for CgF,, and Cy,Cl,y, the structure with positions
1 and 2 occupied is apparently preferable [8]. Based on
the results of [4, 9], we chose the T,, point group for all
molecules. The calculations were carried out using the

Table 1. Mulliken atomic charges and distances from atoms to the full erene center

Compound Atom Mulliken charge Ry, A
C, —0.000017
Ceo C, 0.000016 3.52 (Expt: 3.5)
Cs 0.000009
F -0.329 5.145
CooFs C, 0.240 3.766
C, 0.082 3.574
Cs 0.048 3.406
cl 0.160 5.597
CorCla & om0 2561
) . .
Cs 0.265 3.435
Br 0.221 5.722
3 2 =
) . .
Cs 0.271 3.433

Note: Atoms C; occupy the C1 and C4 positions, atoms C, are in the C5 and C6 positions, and atoms C5 are in the C2 and C3 positions
following the notation in [4]. Ry is the distance from the atom to the fullerene center.

1063-7834/02/4403-0585%$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Fig. 1. Vibrational IR spectrum of the CggX,4 molecules:
(a—c) caculations (this work) and (d) experiment [4].
(8) CooF24, () CgoCl2s, and (c, d) CgoBras.

PC GAMESS version [10] of the GAMESS (US) QC
guantum-chemical code package [11], with a 3-21 G
basis set employed in the restricted Hartree—Fock
(RHF) formalism.

Tables 1 and 2 present the parameters of the equilib-
rium structure, as well as the Mulliken atomic charges
and bond orders. The quantum-chemica determination
of the bond order is given in [12]. As seen from Table 1,
the fluorine atoms in CyyF,, are negatively charged, in
accordance with Pauling's electronegativity rule,
whereas in Cg,Cl,, and Cg,Br,,, the halogens are posi-
tive and the C, carbon atoms act as anions, in contrast
to Pauling's rule. As follows from our calculations
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(Table 2), the pattern of chemical bonding in the carbon
cage of the CgX,, molecules differs substantially from
that for the pure fullerene molecule Cqy; thisisin full
agreement with the experimental data[4] available for
CeoBros. Moreover, it was found that the character of
single and double bonds in the carbon cage changes
strongly as one crosses over from the pure fullerene Cgy
to the hal ofullerenes CgyX,,4; indeed, the bond order for
single bonds decreases and that for double bonds grows
simultaneously with the decrease in the double-bond
length. This meansthat double bondsin CgX,, become
considerably stronger and more localized than is the
case with the pure fullerene. These results are in quali-
tative agreement with quantum-chemical calculations
[13]. To test the validity of our method, we calculated
the vibrational spectrum of the pure fullerene Cq,. The
frequencies and intensities of the four IR-active modes
of symmetry Ty, (575, 610, 1242, 1549 cm and 1.01,
0.14, 0.29, 0.36 D¥A2 amu, respectively) obtained by
us are in satisfactory agreement with the results of ab
initio DFPT calculations [8] and experimental values
[14]. Figure 1 displays IR spectra of CgoFp, CeoCloa,
and CgBr,,. A comparison of Figs. 1c and 1d shows
that the calculated IR spectrum of CgyBr,, satisfactorily
reproduces the structure of the corresponding experi-
mental IR spectrum [4].

The most interesting features of the cal culated spec-
traare the following:

(1) The spectra of C4,Cl,, and CgyBr,, are similar
but differ from the CgF,, spectrum at frequencies
below 1500 cm .

(2) The spectraof all Cy,X,, moleculeshaveagapin
the 1500- to 1800-cm frequency interval.

(3) At high frequencies, 1800-2000 cm, the spec-
tra of all CgX,, molecules derive from double-bond
vibrations (involving only the C, and C; atoms). There
are eight vibrational modes in this region altogether
(neglecting degeneracy), including three |R-active
modes. Thisisin accord with a group-theoretical anal-
ysis and the experimental data available on CgyBr,, [4].

(4) All vibrational modes of CgyF,, above 1400 cm,

those of Cg,Cl,, above 700 cm, and those of Cg,Br,,
above 450 ct involve, to ahigh accuracy, only carbon
atoms (the halogens do not participate in these vibra-
tions).

(5) All vibrational modes of Cg,Cl,, below 140 cmr?
and those of C4,Br,, below 100 cm involve only halo-
gen atoms.

(6) All stretching and other mixed hal ogen—carbon
modes lie in the frequency regions 140-700 cm for
CeoCl,4 and 100450 cmrt for CgyBr,.

Note that the calculated frequencies exceed the fre-

guencies of the experimental spectrum by about 10%.
Oneinteresting result of our analysisconsistsin that the
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Table 2. Bond lengths and bond ordersin the fullerene and hal ofullerene molecules

Compound Bond Bond length, A Bond order
Cr—C, 5 1.45 (Expt: 1.44[2)) 1.13
c CsCsy
60 C,=C, 1.37 (Expt: 1.39[2]) 1.48
C1:C3
C—C, 1.53, 5, 1.52; 5, 1.50; 5 0.85, 5, 0.82; 5, 0.81; 5
C60F24 Cn:Cn 1.312_2, 1313_3 1.892_2, 1833_3
C—F 1.385 0.96
C-C, 1.51; 5, 151, 5, 1.49; 5 0.87,_,, 0.86, 3, 0.85, 3
C60C|24 ancn 1.312_2, 1323_3 1.922_2, 1843_3
c,—l 1.86 1.05
C,—C, 1.51, ,, 1.51; 5, 1.49; 5 (Expt: 1.50 [4]) 0.87, 5, 0.86, 3, 0.86, 3
CeoBras C,=C, 1.31, 5, 1.32; 5 (Expt: 1.34 [4]) 1.92, 5, 1.84, 4
C,-Br 1.98 (Expt: 1.99 [4]) 1.02
group of seven strongest IR-active modes observed in 5. P. R. Birkett, H. W. Kroto, R. Taylor, et al., Chem. Phys.
CqoBr,, in the 550-1250 cmi? region is associated with Lett. 205, 399 (1993). _
the carbon cagevibrations. Thus, thethree IR-active T;, 6. M. R. Resmi, L. George, S. Singh, et al., J. Mol. Struct.
modes, which, in terms of symmetry, originate from the 435,11 ,(1997)' ,
bromine-carbon bond stretching vibration [4, 6], - II\D/Ih F. Flz-'m%ng\? \;gég-lgétgev, A. V. Chugreev, et al.,
should lie in the 100- to 400-cm region. ys. ReV. b 57, (1998). .
8. P J. Fagan, B. Chase, J. C. Cdabrese, D. A. Dixon,
R. Harlow, P. J. Krusic, N. Matsuzawa, F. N. Tebbe,
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Abstract—An analysis of the global and local aromaticity was made for a series of hydrogenated fullerenes of
thetype CgoH,p, (N = 1-6) at the ab initio HF(Hartree—Fock)/3-21G level of theory, theisomers considered being
obtained with an octahedral addition pattern. The relation between this addition pattern and the magnetic prop-
erties was established, showing low aromatic regionsto be preferred for addition. These results show that local
aromaticity, as shown in the nucleus-independent chemical shift, can be used to predict addition sitesin these

systems. © 2002 MAIK “ Nauka/Interperiodica” .

In many chemical reactions, fullerenes behave as
electron-deficient alkenes [1-3]. In terms of its chemi-
cal properties, no global aromaticity is expected for Cg,
and computed magnetic properties of closed-shell
fullerenes show an overall diamagnetic behavior with
significant variations in the local ring currents [4-10].

After computational studies of the chemical reactiv-
ity of hydrofullerenes and substituted hydrofullerenes
of the type CgH,, [11], CeoHR [12], and C,HR [13]
were performed, the delocalization that occurred upon
deprotonation of these systems was analyzed [13, 14].
With CgH, and CyiHt-Bu aready being proven to
bel ong to the most acidic hydrocarbons[15, 16], further
modeling of the chemical behavior can be achieved
upon modification of the functional group R and serve
as astarting material for further synthesis[17].

Based on the expansion of Cg, upon its three rota-
tional axes, three distinct seriesof cylindrical fullerenes
can be constructed. The Cs, C;, and C, axesyield arm-
chair, zigzag, and chiral cylinders (“capped nano-
tubes’) of signatures (5,5), (9,0), and (8,2), respectively
[18]. These series have provided useful test sets for
exploration of the electronic structure[19-21] and elas-
tic properties [22]. Global and local aromaticities were
also recently described for these series [23]. The loca
aromaticity of aring is described by its ability to sup-
port diamagnetic ring (i.e., diatropic) currents, which
can be described by the nucleus-independent chemical
shift (NICS) [24]. A more generally applicable model
for local aromaticity, the so-called Pentagon-Proximity
Model, could be derived, where the positioning of the
pentagons in the system is seen to influence the whole
pattern of local aromaticity for each system, as shown
in ab initio NICS calculations. The overall magnetic
structure can be understood in terms of a mechanical

L This article submitted by the authorsin English.

assembly of the counter-rotating rim and hub currents
characteristic of circulene systems such as coronene
and corannulene [25].

Inthiswork, we analyze the global and local aroma-
ticity upon multiple octahedral addition of hydrogen to
Cep inthe series CgoH,, (N = 1-6). Therelation between
the local aromaticity, as denoted by NICS, and the addi-
tion pattern is highlighted.

After describing the computationa details in Sec-
tion 2, the results are detailed in Section 3 for the global
(Subsection 3.1) and local aromaticities (Subsection 3.2)
and the relation with the addition pattern is discussed
(Subsection 3.3). Conclusions are drawn and perspec-
tivesfor further investigations are discussed in Section 4.

1. COMPUTATIONAL DETAILS

Structures were fully optimized at the AM1 (Austin
Model 1) semiempirical level [26] using the MNDO
(Modified Neglect of Differential Overlap) program
[27] asapart of the graphical user interface UNICHEM
[28].

Global aromaticities were analyzed by considering
HOMO-LUMO gaps and molecular magnetizabilities.
To investigate local aromaticities, NICS were calcu-
lated at all geometrical ring centers[24].

All property calculations were performed at the
abinitio HF/3-21G level using GAUSSIAN98 [29].
The NICS values for al rings were computed at sym-
metry-distinct ring centers using the GIAO (gauge-
independent atomic orbital) method (for areview of the
different methods for analyzing magnetic properties,
see[30] and the references therein), and magnetizabili-
ties were evaluated at the same level using the CSGT
(continuous set of gauge transformation) methodol ogy
[30].

1063-7834/02/4403-0588%22.00 © 2002 MAIK “Nauka/ Interperiodica’
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2. RESULTS AND DISCUSSION
2.1. Global Aromaticity

All the systems studied in thiswork are apart of the
CeoHan (N = 1-6) series that considers octahedral-addi-
tion patterns. They are listed in Table 1 together with
their symmetries and numbering [31]. All systems are
constructed from the addition of one or more of the six
octahedrally positioned hexagon—hexagon edges, each
being part of a distinct pyracyclenic unit. The calcu-
lated energies are also given in Table 1, with isomers
listed in order of increasing energy, and found to be
consistent with previous semiempirical calculations
[32]. As different isomers can be formed from the pre-
vious series member, the following relations exist
between isomers: starting from 1,2-CgH,, two distinct
isomers for CgH, (systems (3), (4)) can be formed.

589

Further addition to the former can yield all three
CeoHg isomers, but the latter can only give (6) and (7).
Finaly, the first CgHg isomer (5) can only form (8),
whereas the others can each form both CgHg isomers,
which, in turn, yield unique isomers for CyH, and
CesoH12 upon further hydrogenation.

The global aromaticity for these systems was
described in terms of the HOMO-LUMO gap, the
kinetic stability T [33], and molecular magnetizabili-
ties, as given in Table 2. Asthe HOMO-LUMO gap A
isan estimate of the chemical hardness[34] and the lat-
ter property has been proposed as a measure of the glo-
bal aromaticity [34—38] (for recent reviews on the use
of DFT (density function theory)-based reactivity and
stability descriptors, see [39-41]), we can see from
Table 2 that the trend shown in the energy (Table 1)
coincides with that of the band gap. Indeed, the lower
the energy, the higher the band gap, indicating a higher

Table1. Symmetries and numbering [31] for all studied systems, together with their energies (in au), calculated at the ab initio

3-21G level
System Symmetry Numbering Energy
Ceo(2) I —2259.0405
CeoH2(2) Coy 1,2 —2260.2050
CeoH4 (3) Cs 1,2; 22,23 —2261.3770
CeoHa (4) Do 1,2; 55,60 —2261.3758
CeoHs (5) C; 1,2; 16, 36; 22, 23 —2262.5491
CeoHs (6) C,y 1,2;22,23;31,32 —2262.5474
CeoHs (7) Cyy 1, 2; 22, 23; 55, 60 —2262.5466
CeoHs (8) Cs 1,2; 18, 36; 22, 23; 27, 45 —2263.7187
CeoHg (9) Dy, 1,2; 22, 23; 31, 32; 55, 60 —2263.7157
CeoH10 (10) Coy 1, 2; 18, 36; 22, 23; 27, 45; 55, 60 —2264.8872
CeoH12 (11) Th 1, 2; 18, 36; 22, 23; 27, 45; 31, 32; 55, 60 —2266.0552

Table2. HOMO and LUMO energies, band gap A (au), number of conjugated atoms, T valuein au, and magnetizabilitiesin

ppm, calculated at the ab initio 3-21G level

System €HOMO €LUMO # C(;trgumgsated T vaue Magnetizability
Ceo (D) —-0.3061 -0.0247 0.2814 60 16.9 -342
CeoH2 (2) —0.2863 —0.0240 0.2623 58 15.2 -360
CeoHa (3) -0.2786 -0.0138 0.2648 56 14.8 -381
CeoHs (4) -0.2761 —0.0206 0.2555 56 14.3 -362
CeoHs (5) -0.2879 —0.0076 0.2803 54 151 -401
CeoHs (6) —-0.2680 —0.0020 0.2660 54 14.4 -380
CeoHs (7) -0.2710 —0.0104 0.2606 54 14.1 -376
CeoHg (8) —0.2808 -0.0137 0.2671 52 13.9 -396
CeoHsg (9) —0.2600 +0.0010 0.2609 52 13.6 -369
CeoH10 (10) —0.2760 —0.0242 0.2518 50 12.6 -385
CeoH12 (12) -0.2728 0.0424 0.2304 48 111 -369
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globa aromaticity. From these most stableisomers, we
can see a clear increase in the band gap up to CgHg
(system (5)), followed by a decrease with increasing
hydrogenation. The magnetizabilities show exactly the
sametrend and al so show decreasing global aromaticity
with increasing energy when comparing isomers.

The size dependence of the band gap can be
removed by simple multiplication of A by the number
of conjugated atoms to give the so-called “kinetic sta-
bility” T [33]. This quantity was recently found to cor-
relate with the minimum bond resonance energy (min
BRE) inafullerene, and both T and min BRE have been
proposed as useful measures for the chemical reactivity
of fullerene systems[33]. Thekinetic stability (givenin
Table 2 together with the number of conjugated atoms)
shows ageneral decrease within seriesand isomers, but
with (5) again as amore aromatic exception.

In the next subsection, local aromaticity is analyzed
in order to gain insight into the possible addition pat-
terns.

2.2. Local Aromaticity

Inthefigure, modified Schlegel formsare presented
with the NICS calculated for al rings at the geometri-
cal ring centers as an evaluation of the local aromatic-
ity. In comparing these values with the respective val-
ues for Cg, significant differences can be seen in the
addition region (the NICS of Cg, are +5.1 ppm for the
pentagons and —6.8 ppm for the hexagons). Starting
from the picture of diamagnetic hexagons and para-
magnetic pentagons, the addition of two hydrogens on
a bond to form 1,2-Cg,H, makes the four rings of the
pyracyclenic unit become nonaromatic. On the other
hand, four benzenoid rings adjacent to this pyracy-
clenic unit are created. The addition of another pair of
hydrogens can now be expected to occur in such away
as to reinforce this local magnetic pattern rather than
undo it. As seen from the NICS for CgH,, again four
benzenoid rings are now created around the second
added pair. Two of these are shared with the first addi-
tion in (3), indeed showing higher NICS compared to
(4). The same applies to the possible isomers of CgHg
and CgHg, showing more negative NICS and thus
higher local aromaticity for the isomers with higher
global aromaticity (see Subsection 2.1). Furthermore,
we can see three benzenoid rings, with the highest
NICS value found (-11.6 ppm) being for isomer (5) of
CeoHe, Which is consistent with the resultsfound for the
global aromaticity (see Table 1).

Upon increasing octahedral addition, a pattern
appears where eight isolated benzenoid rings are cre-
ated, surrounded by nonaromatic pentagons and hexa-
gons at the hydrogenated pyracyclenic units. Such sub-
structures have aready been detected in analyzing the
local aromaticity for cylindrical fullerenes [23]
described in terms of recent results for coronene and
corannulene [25].
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2.3. Relation with the Addition Pattern

From a chemical point of view, addition to the Cg,
cage will occur at the most reactive bond, which is
expected to be situated in the electronically most local-
ized region of the system. In terms of its magnetic prop-
erties, such aregion could be expected to show the low-
est local aromaticity or antiaromaticity, which is
marked by higher NICS values for the hexagons and
lower NICS values for the pentagons involved in the
corresponding addition site. From the results of the fig-
ure, it is seen that consecutive octahedral addition,
indeed occurring at the pyracyclenic site with the pen-
tagon with lowest NICS, will yield the isomer with the
highest global aromaticity. Furthermore, in most cases,
this addition site also involves the hexagon with [owest
aromaticity (less negative NICS). In this way, the site
with the lowest local delocalization is indeed found to
yield, upon addition, the stablest isomer, being the
addition product with the highest global aromaticity.

3. CONCLUSIONS

The global and local aromaticities were described
for a number of hydrogenated fullerenes of the type
CeoHa, (n = 1-6) obtained by octahedral addition. After
an increase in the global aromatic character upon
increasing hydrogenation, a decrease is noted from
CeoHe, considering the stablest isomer of each series
member and its having the highest global aromaticity,
as well as the lowest energy. From the results for the
local aromaticity, as predicted by NICS, calculated at
all geometrical ring centers, significant variations can
be seen for the hydrogenated fullerenes as compared to
Ceo- Upon higher hydrogenation, a set of benzenoid
rings can be detected, with higher local aromaticities
occurring for the isomers with higher global aromatic-
ity. Furthermore, the additions are seen to occur at the
site with lowest local delocalization, as described by
NICS. Indeed, consecutive octahedral additions occur-
ring at the site comprising the less antiaromatic penta
gon gives the stablest isomer of the next series member.

From these results, one can conclude that consider-
ation of the local aromaticity, as monitored by NICS,
can contribute to the prediction of multiple addition
sites for substituted closed-shell fullerenes. As NICS
describes the local aromaticity of the system, regions
with smaller aromaticity and thus with smaller delocal-
ization are mapped. Together with considerations of the
aromaticity pattern of the addition product, aclear eval-
uation of the preferential isomer can be made. In our
further investigations, this methodology will be applied
to abroad range of functionalized fullerenes, including
C,, and C; derivatives, aswell as charged fullerenes.

ACKNOWLEDGMENTS

The authors would like to thank Prof. PW. Fowler
(University of Exeter, UK) for many enlightening dis-
Cussions.



592

1

2.

3.

10.
11

12.

13.

14.

15.

16.

17.

18.

19.

20.
21.

22.

23.

LIER et al.

REFERENCES
A. Hirsch, The Chemistry of the Fullerenes (Georg Thi-
eme, Stuttgart, 1994).
R. Taylor, The Chemistry of Fullerenes (World Scien-
tific, Singapore, 1996).
R. Taylor, Lecture Notes on Fullerene Chemistry. A
Handbook for Chemists (Imperial College Press, 1999).

P. W. Fowler, P. Lazzeretti, and R. Zanasi, Chem. Phys.
Lett. 165, 79 (1990).

P. W. Fowler, P. Lazzaretti, M. Maagoli, and R. Zanasi,
Chem. Phys. Lett. 179, 174 (1991).

R. C. Haddon, Science 261, 1545 (1993).

R. C. Haddon, L. F. Schneemeyer, J. V. Waszczak, et al.,
Nature 350, 46 (1993).

R. C. Haddon and A. Pasquarello, Phys. Rev. B 50,
16459 (1994).

M. Biihl, Chem.-Eur. J. 4, 734 (1998).
M. Buhl and A. Hirsch, Chem. Rev. 101, 1153 (2001).

K. Choho, G. van Lier, G. van De Woude, and P. Geer-
lings, J. Chem. Soc., Perkin Trans. 2, 1723 (1996).

G. van Lier, B. Sdfi, and P. Geerlings, Phys. Chem. Sol-
ids 58, 1719 (1997).

G. van Lier and P. Geerlings, Chem. Phys. Lett. 289, 591
(1998).

G.vanLier, B. Safi, and P. Geerlings, J. Chem. Soc., Per-
kin Trans. 2, 349 (1998).

P.J. Fagan, P. J. Krisic, D. H. Evans, et al., J. Am. Chem.
Soc. 114, 9697 (1992).

M. E. Nyazymbetov, D. H. Evans, S. A. Lerke, et al.,
J. Phys. Chem. 98, 13093 (1994).

T. Kitagawa and K. Takeuchi, Bull. Chem. Soc. Jpn. 74,
785 (2001).

M. S. Dresselhaus, G. Dresselhaus, and P. C. Eklund,
Science of Fullerenes and Carbon Nanotubes (Aca
demic, San Diego, 1995).

P. W. Fowler, J. Chem. Soc., Faraday Trans. 86, 2073
(1990).

P. W. Fowler, J. Phys. Chem. Solids 12, 1825 (1993).

P. W. Fowler and D. E. Manolopoulos, An Atlas of
Fullerenes (Oxford Univ. Press, Oxford, 1995), Vol. 30.
G. van Lier, C. van Alsenoy, V. van Doren, and P. Geer-
lings, Chem. Phys. Lett. 326, 181 (2000).

G. van Lier, P. W. Fowler, F. De Proft, and P. Geerlings,
J. Phys. Chem. (in press).

24

25.

26.
27.

28.
29.

30.

31
32.

33.

35.

36.

37.

38.

39.

41,

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

. P V. R. Schleyer, C. Maerker, A. Dransfeld, et al., J. Am.
Chem. Soc. 118, 6317 (1996).

E. Steiner, P W. Fowler, and L. W. Lenneskens, Angew.
Chem. Int. Ed. Engl. 40, 362 (2001).

J. P. P. Stewart, J. Comput.-Aided Mol. Des. 4, 1 (1990).

M. J. S. Dewar and W. Thiel, J. Am. Chem. Soc. 99, 4899
(2977).

C. R. I. UniChem (Eagon, 1994).

M. J. Frisch, G. W. Trucks, H. B. Schlegel, G. E. Scuse-
ria, M. A. Robb, J. R. Cheeseman, V. G. Zakrzewski,
J.A. Montgomery, Jr., R. E. Stratmann, J. C. Burant,
S. Dapprich, J. M. Millam, A. D. Daniels, K. N. Kudin,
M. C. Strain, O. Farkas, J. Tomasi, V. Barone, M. Cossi,
R. Cammi, B. Mennucci, C. Pomelli, C. Adamo, S. Clif-
ford, J. Ochterski, G. A. Petersson, P. Y. Ayala, Q. Cui,
K. Morokuma, D. K. Malick, A. D. Rabuck, K. Ragha
vachari, J. B. Foresman, J. Cioslowski, J. V. Ortiz,
A. G. Baboul, B. B. Stefanov, G. Liu, A. Liashenko,
P. Piskorz, 1. Komaromi, R. Gomperts, R. L. Martin,
D. J. Fox, T. Keith, M. A. Al-Laham, C.Y. Peng, A. Nan-
yakkara, M. Chalacombe, P. M. W. Gill, B. Johnson,
W. Chen, M. W. Wong, J. L. Andres, C. Gonzdlez,
M. Head-Gordon, E. S. Replogle, and J. A. Pople, Gaus-
sian 98, Revision A.9 (Gaussian Inc., Pittsburgh, 1998).
T. Helgaker, M. Jaszunski, and K. Ruud, Chem. Rev. 99,
293 (1999).

R. Taylor, J. Chem. Soc., Perkin Trans. 2, 813 (1993).
B.W. Clareand D. L. Kepert, J. Mol. Struct.: Theochem
281, 45 (1993).

J. Aihara, Phys. Chem. Chem. Phys. 2, 3121 (2000).

F. De Proft and P. Geerlings, Chem. Rev. 101, 1451
(2001).

Z.X.Zhou, R. G. Parr, and J. F. Garst, Tetrahedron Lett.
29, 4843 (1988).

Z.X.Zhouand R. G. Parr, J. Am. Chem. Soc. 111, 7371
(1989).

Z.X.Zhou and R. G. Parr, J. Am. Chem. Soc. 112, 5720
(1990).

R. Balawender, L. Komorowski, F. De Proft, and
P. Geerlings, J. Phys. Chem. A 102, 9912 (1998).

H. Chermette, J. Comput. Chem. 20, 129 (1999).

P. Geerlings, F. De Proft, and W. Langenaeker, Adv.
Quantum Chem. 33, 303 (1999).

P. Geerlings and F. De Proft, Int. J. Quantum Chem. 80,
227 (2000).

2002



Physics of the Solid State, Vol. 44, No. 3, 2002, pp. 593-595. Translated from Fizika Tverdogo Tela, \Vol. 44, No. 3, 2002, pp. 565-566.

Original Russian Text Copyright © 2002 by Chistyakov, Sankevich.

PROCEEDINGSOF THE V INTERNATIONAL WORKSHOP

“FULLERENES AND ATOMIC CLUSTERS’

(St. Petersburg, Russia, July 2-6, 2001)

On the Possible Existence of Exo- and Endohedral
n°—n Complexesof a C,, Fullerenewith Transition M etals

A. L. Chistyakov and |. V. Stankevich
Nesmeyanov I nstitute of Organoel ement Compounds, Russian Academy of Sciences, ul. Vavilova 28, Moscow, 119991 Russia
e-mail: stan@ineos.ac.ru

Abstract—The molecular and electronic structures of anumber of C, fullerene complexes (CpFe—C,o—FeCp,
CpFe—CyoH;g—FeCp, H5Cog—Fe-CygHs, CogHs—Fe—HsCop, Cog—Fe—Cyg, Fe@C,g, and Cr@C,,, where Cpisthe
‘CsHs cyclopentadienyl radical) are smulated using the density functional theory (DFT) method in the
PBE/3z.bas approximation. © 2002 MAIK “ Nauka/Interperiodica” .

1. INTRODUCTION

Fullerene C,y (molecule 1) is the smallest polyhe-
dral carbon cluster among the fullerenes consisting of
five- and six-membered rings. Quantum-mechanical
calculations demonstrate that fullerene C,, hasthe most
strained structure. Moreover, according to some theo-
retical predictions [1-3], the C,, carbon cluster should
be achemically active particle with an unfilled electron
shell. For this reason, it has been assumed that the
dodecahedral C,, fullerene is unlikely to occur as an
individual species. However, quite recently, this
fullerene was chemically produced in a gas phase by
Prinzbach et al. [4]. Theinitial product was the CyyH,,
dodecahedron (molecule 2): it is a saturated hydrocar-
bon molecule that was synthesized well before the dis-
covery of fullerenes [5]. Molecule 2 was subjected to
bromination with the formation of the C,,HBr,5 bro-
mide (compound 3), which, in turn, was transformed
into cluster 1. Owing to the high reactivity, fullerene 1
should readily form compounds of different types,
including exo- and endohedral n"-type complexes with
metals.

The present paper is concerned with the quantum-
chemical design of the molecular and electronic struc-
tures of these hypothetical systems. We considered the
possible existence of the following derivatives of the
C,, fullerene: CpFe-C,—FeCp (compound 4), CpFe—
HsC,oHs—FeCp (compound 5), HsC,—Fe—C,Hs (com-
pound 6), C,,H=—Fe-H:C,, (compound 7), C,;—Fe-C,
(compound 8), Fe@C,, (compound 9), and Cr@C,,

(compound 10), where Cp is the ‘CsHz cyclopentadie-
nyl radical. The calculations were performed in terms
of the density functional theory (DFT) within the
PBE/3z.bas approximation [6] using the PRIRODA

program [7].

2. RESULTS AND DISCUSSION

2.1. Fullerene C,,. The calculations demonstrated
that the ground state of the C,, fullerene (molecule 1) is
the singlet state of molecule 1a with a structure of the
D54 symmetry. However, the lower-lying triplet state of
molecule 1b differs energetically from the singlet state
by only 1.8 kcal/mol and, structurally, isalso character-
ized by the D3y symmetry. In the former state, the spin
population is predominantly localized on six atoms
(0.24 au per atom) adjacent to the atoms arranged along
the threefold axis. The state with a multiplicity of five
has a structure of the C,, symmetry and exhibitsarela-
tively high energy (48 kcal/mol higher than the ground-
state energy). The calculated energy characteristics of
states 1a and 1b for cluster 1 arelisted in the table.

The calculations of the C;, radical anion and the

C,, radical cation madeit possibleto estimate the elec-

tron affinity (2.3 eV) and the ionization potential
(10.0 eV) of molecule 1.

2.2. Exohedral complexes of then®type. For com-
plexes 4-8, the local energy minima on the potential
energy surfaces were found from the optimization of
the corresponding energies by the geometric parame-
ters. The structures that correspond to these minima are
shown in Figs. 1a and 1b. The total energies of com-
plexes 4-8 and the energies of the relevant n°® bonds are
presented in the table. The Fe-C (Cpy) distances in
complexes 4-8 are approximately equal to 2.04 A and
almost coincide with those in FeCp, (complex 11). For
complex 11, the calculated Fe-C distance (2.05 A)
coincides with the experimental value.

It was reveal ed that the energies of then Fe-C(Cery)
bonds in complexes 47 are comparable to the energy
of the n® Fe-Cp bond in the stable molecule 11. The
stabilization of the n® complexes through the introduc-
tion of additional hydrogen atoms into the a positions

1063-7834/02/4403-0593%$22.00 © 2002 MAIK “Nauka/ Interperiodica’
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Energy characteristics of the C,q fullerene and its complexes (cal cul ations according to the DFT—PBE/3z.bas method)

Molecule, complex Designation m | Symmetry —E/au kZaIP/vaoI Ea&igl_ﬁ%r)’ Ed?(i%l_/pn?gr)’
Cxo la 1 Dag 760.8795 69.9 - -~
Cxo 1b 3 Dag 760.8761 68.8 - -
n>-CpFe-C,—FeCp 4 1 Deg 3574.7448 173.3 775 81.5
n5-CpFe-HsC,oHs—FeCp 5 1 Deg 3681.0935 247.0 101.3 102.7
N5-HsCyp—Fe—CooHs 6 1 Dgp, 2791.6737 215.4 91.7 99.6
N°-CyoHs—Fe—H:Cy 7 1 Dgp, 2791.5836 213.8 63.5 87.6
Nn2-C,—Fe—Cy 8 3 G 2785.3782 138.5 37.0 52.8
n5-Fe@Cy %a 1 Cs, 2024.2673 68.2 3259 -
n?-Fe@C,o 9b 3 C,, 2024.2403 65.7 49,59 -
n5-Cr@Cy 10a 1 Cs, 1805.0804 67.9 14.7% -~
n2-Cr@Cy 10b 3 C,y 1805.0616 65.9 25.59 -
FeCp, n 1 D5 1650.3022 103.1 97.9" 135.3

Designations: E; isthe total energy, ZPVE isthe deviation from the total energy dueto the inclusion of zero-point nuclear oscillationsin the
calculation, Ey(M—pent*) isthe mean energy of the M—pent* bond, E4(M—pent*) isthe energy of homolytic dissociation into two fragments,

and misthe multiplicity.

(@ The energies used in the calculations: E(°Fe) = —1263.4397 au and E('Cr) = —1044.2243 au.

(®) The experimental valueis 76 kcal/mol.

with respect to the coordinated pent* face, which was
proposed earlier for the fullerenes Cgp, C,o, and Cy, (S
[8] and referencesin [3]) and verified experimentally in
[9], leads to a substantial increase in the length of cer-
tain bonds involved in the carbon skeleton and is thus
less efficient in the case under consideration.

2.3. Endohedral complexes. For the Fe@C,, (9)
and Cr@C,, (10) complexes, the local energy minima
for singlet and triplet states were found from the opti-
mization of the corresponding energies by the geomet-
ric parameters. In the case of singlet states, these min-
ima correspond to the n°-type structures in complexes

©

pent*

ipent*

&

Fig. 1. Structures of complexes(a) 4 (R=-) and5(R=H); (b) 6 (R =— R,=H), 7 (R;=H, R, =-), and 8 (R; =R, =-); () C5,—
n M @Cyq (complex 9) and C,,—n M @Cyp(complex 10). Designations of the complexes are given in the table.

PHYSICS OF THE SOLID STATE Vol. 44 No.3 2002
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9a and 10a of the C;, symmetry (Fig. 1c). For triplet
states (with energies 12—15 kcal/mol higher than those
for the singlet states), the local energy minima corre-
spond to the n-type structures in complexes 9b and
10b of the C,, symmetry. The M—C. distances are
found to be considerably shorter than those in the com-
plexes FeCp, (2.05 A) and CrCp, (2.15 A), namely,
1.80 (Fe~Cyen+) and 1.91 A (Cr—C,) for singlet states
and shorter distances of 1.837 (Fe-C[n°]) and 1.897 A
(Cr—C[n?]) for triplet states. It should be noted that this
coordination brings about a substantial increase (by
~0.2 A) in the C—C bond lengthsin the pent* five-mem-
bered ring. The lengths of the remaining C—C bondsin
the polyhedral carbon cage also increase. The energies
of dissociation of the M@C,, complexes into the C,,
cluster and the M atom in the ground state are given in
the table. These energies are found to be negative but
small in magnitude.
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Abstract—The effect of electronic correlations on the electron-impact induced ionization spectrum of free
fullerene clusters is investigated. The unperturbed valence states of the clusters are described within the Har-
tree—Fock scheme based on ajellium shell model. To account for the many-body response of the cluster to an
external perturbation, we utilize the random-phase approximation with exchange in order to describe the inter-
action of an incoming projectile with the metallic cluster, which leads to nonloca screening of the interelec-
tronic interaction. Within thismodel, we evaluate the ioni zation transition amplitudes numerically and compare
the results with available experimental data for a Cgq cluster. We point out that the neglect of the collective
response of the cluster leads to results that are at variance with experimental findings. © 2002 MAIK

“ Nauka/Interperiodica” .

In this work, we study the single ionization of a
fullerene cluster from its (single-particle) ground state
|$,;Jupon the impact of an electron with wave vector
Ko. In the final channel, two electrons recede from the
residual cluster to emerge with asymptotic momentak,
and k,. The transition amplitude for such a reaction is
given by

T(ko, k1, k2 0,) = Eq D(1k2|V12|_||(|)2jkou (1)

where E; isthetotal kinetic energy of the two electrons
and N = G, + GyVIN is the total Green operator of the
projectile—cluster system with total potential V. The
interaction between the projectile and the knocked-out
electron is designated by V;,. Here, we report on a cal-
culation of the first-order term of Eq. (1), as well as of
the next terms due to the electron—hole excitations. In
the presence of an external electron with momentum Kk,
the self-consistent cluster potential changes. Taking
into account the polarization of the electronic cloud, we
write the amplitude of the process as the sum of two
terms. The direct term corresponds to the excitation of
the cluster’s electron, labeled by index 2, from the j®
bound state ¢,; to acontinuum state with the asymptotic
momentum K.

The second correlation term describes a correction
appearing from electron-hole excitations. Thus, in the
random-phase approximation with exchange (RPAE),
the matrix element reads

L Thisarticle was submitted by the authorsin English.

To [k1k2|Veff|¢2jkoD = Ek1|<2|V12|¢2jkoD

1
D]]k2|veff|¢2jﬁ|j]3 Ky —lkoa
0 M3

+ZD

gosep<gg]

€ — (&, —€3—10)

)
1

BK |V e b,;0l0d kf r kB0
13 O

€0t (€4 —Eg—10) H

where Vi is an effective interelectron interaction; 1/r 5
is the bare Coulomb interaction between the impact
electron and intermediate electrons; a, (3 are the inter-
mediate electron and hole states with energies €, &g;
and €, and g are theinitia energy of the projectile and
the Fermi energy, respectively. The different terms in
the sum describe el ectron-hol e excitation and deexcita-
tion.

The differential electron-impact ionization cross
section is to be summed over ionization events from all
initial bound states ¢, accessible within the energy
conservation; i.e.,

d’c  _ (2w’
d’k,d’k,  [kdl

3
% 3 |T(ko, Ky, Kz, §2))| 380~ (8" + ka2 + K312)).
j

The quantum states of the fullerene cluster are con-
structed within the Hartree—Fock approximation and
within the spherical jellium model. The potential of

1063-7834/02/4403-0596%$22.00 © 2002 MAIK “Nauka/Interperiodica’
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Fig. 1. Integrated electron impact ionization cross section of Cgq as a function of the projectile energy: (a) present calculationsin
the Thomas—Fermi model (dashed curves) with different values of the inverse screening length and in the random-phase approxi-

mation with exchange (solid curve); dots are the experimental cross section for the production of Cgo ions [4]; (b) thesolid lineis
acalculation in the plane-wave Born approximation for the jellium-shell model [5], the dashed line is the result of semiempirical

model calculation [6], and dots are the experimental cross section for the production of Cgo ions[4].

Ceo, Which is a superposition of atomic potentials, is
replaced by a potential of afullerene shell. Thelatter is
formed by delocalized valence electrons of carbon
atoms and modeled by apotential well: V(r) = Vywithin
theregionR—A<r <R+ A, andV =0 elsewhere. Here,
R=6.7q, istheradius of the fullerene and the thickness
of the shell is 2A = 2a,, a, being the Bohr radius. The
height of the well is chosen such that the experimental
value of the electron affinity of Cg, and the number of
valence electrons are correctly reproduced.

Numerical calculation of the Hartree—Fock statesis
based on the nonlocal variable phase approach [1-3].
This method allows one to find the eigenfunctions and
eigenval ues through the scattering phase (which is built
for the set of cutoffs of the potentials at different dis-
tances) and through the poles of the scattering ampli-
tude in the complex plane of the wavevector of the par-
ticle. Such achoice of numerical realization of the self-
consistent procedure alows one to accelerate its con-
vergence significantly.

To gain qualitative insight into the effect of screen-
ing on the ionization cross section, we compare our
RPAE calculations with calculations in the following
intuitively transparent approximation: due to the pres-
ence of there being alarge number of mobile electrons
on the surface of the fullerene, the interaction of an
incident electron with the cluster electronsis screened.
A simple model to account for this effect is the Tho-
mas—Fermi approach, which yields alocal screen elec-
tron—electron interaction described by the one-parame-
ter Yukawa potential V(r,) = exp(—Arq,/ry,), whereA is
theinverse screening length. The results of our calcula-
tions are presented in Fig. 1a, where the total cross sec-
tion of the process a(g) is plotted as a function of the

PHYSICS OF THE SOLID STATE Vol. 44 No. 3

impact energy. Dashed curves correspond to different
values of the inverse screening length, and the solid
curve isthe RPAE result.

Despite their conceptual ssimplicity, these models of
electronic correlation yield encouraging results. We
compare them with available experimental data[4] and
with the theoretical calculations of [5, 6], where the
bare Coulomb interaction was taken into account and
the (e, 2€) total cross section was calculated in the
plane-wave Born approximation (see Fig. 1b). Compar-
ison with the calculations that neglect the screening
effect shows that the screening resultsin aflattening of
the total ionization cross section at lower energies. This
effect can be traced back to the fact that, for the
unscreened Coulomb interaction, the main contribution
to the cross section originates from collisionswith large
impact parameters, whereas in the case of screening,
there is a cutoff impact parameter beyond which the
contribution of collisions to the cross section dimin-
ishes.

REFERENCES

F. Calogero, Nuovo Cimento 33, 352 (1964).
. V. Babikov, Preprint No. 2005, OlYal (Joint Inst. for
Nuclear Research, Dubna, 1964), pp. 28-32.

3. O. Kidun and J. Berakdar, in Many-Particle Spectros-
copy of Atoms, Molecules, Clusters and Surfaces, Ed. by
J. Berkdar and J. Kirschner (Plenum, New York, 2001),
pp. 395404.

4. V. Foltin, M. Faltin, S. Matt, et al., Chem. Phys. Lett.
289 (1-2), 181 (1998).

5. S. Keller and E. Engel, Chem. Phys. Lett. 299 (2), 165
(1999).

6. H. Deutsch, K. Becker, J. Pittner, et al., J. Phys. B 29,

5175 (1996).

.

2002



Physics of the Solid Sate, Vol. 44, No. 3, 2002, pp. 598-599. From Fizika Tverdogo Tela, \ol. 44, No. 3, 2002, pp. 569-570.

Original English Text Copyright © 2002 by Pérez-Garrido, Catala, Alhama.

PROCEEDINGSOF THE V INTERNATIONAL WORKSHOP

“FULLERENES AND ATOMIC CLUSTERS’

(St. Petersburg, Russia, July 2-6, 2001)

Fullereneswith Symmetrically Arranged Defects:
Geometry and Electronic Structuret

A. Pérez-Garrido, J. D. Catala, and F. Alhama

Dpto. Fisica Aplicada, Universidad Politécnica de Cartagena, Campus Muralla del Mar,
Cartagena 30202 Murcia, Spain

Abstract—Recently, fullerene structures with symmetrically arranged pairs of pentagonal—heptagonal defects
were proposed to explain the round shape of giant multilayer full erene cages. Even though those proposed cages
are defective, they belong to the icosahedral point group. Using the Tersoff—Brenner potential, we calculated
the shape of the defective fullerenes. It isfound that these fullerenes have arounder shape than structures with-
out defects. The electronic structure of the fullereneswith defectsisal so cal culated within the Hiickel approach.
The electronic structures are closed and the energy gaps between bonding and antibonding orbitals are higher
than thosefor fullereneswith no defectsin ailmost all cases considered. © 2002 MAIK “ Nauka/Interperiodica” .

Multilayer fullerene cages (MFC) have been
obtained by intense electron-beam irradiation of carbon
soot particles [1]. It was shown in [2] that these multi-
layer molecules are stabler than single-cage molecules
above a certain critica number of atoms (about
6000 atoms). This stahility is a consequence of van der
Waals interactions between different shells. Transmis-
sion electron micrographs of MFC show that these mol-
ecules have an almost perfect round shape, whileit is
well known that large isolated fullerene cages have a
polyhedral shape. Fullerene cages prefer a polyhedral
shape, because planar arrangements of carbon atoms,
such as those in graphite sheets, are stabler due to the
fact that covalent bonds are less strained. This strain
comes from the bending of sp? orbitals. The fullerene
formation is possible due to the energy decrease pro-
duced when removing dangling bonds. It seemsthat, in
order to keep round shapes, the strain of the lattice must
be reduced.

Some authors have proposed that the addition of
defects to fullerene structures could help in reducing
the strain of covalent bonds [3-5]. In [5], defective
fullerene structures were indicated to belong to the
icosahedral point group, even though they were defec-
tive. Such fullerene structures are obtained after dualiz-
ing solutions to Thomson's problem (see [5] for
details). Fullerenes with icosahedral symmetry have a
number N of carbon atoms given by the expression N =
60(k? + hk + h?), where k and h are integers. When h =
kor h> k=0, the structure belongsto the,, point group.
On the other hand, when h > k > 0, the structure has
chirality and belongs to the pure rotational point group

L This article was submitted by the authorsin English.

I. Molecules of thiskind (whether they have chirality or
not) have 12 five-membered rings, with the rest of the
rings have six carbon atoms each. Henceforth, we name
disclinations to each one of these 12 five-membered
rings. We focus, in this work, on fullerenes with h = k;
thus, the number N of carbon atoms is equal to N =
60k?. These structures can be divided into 60 equivalent
triangular patches of k? carbon atoms. Patches are
formed by k zigzag lines. Disclinations are surrounded
by five of these triangular patches. Each zigzag line has
2i — 1 carbon atoms, wherei is the ordinal number of
the zigzag line.

1. DEFECTS IN FULLERENES

Basically, defects are bound pairs of seven- and five-
membered rings. The defects can be symmetrically
arranged around each disclination (one defect per trian-
gular patch), with five defects being around each discli-
nation and at the same distance. We say that we put
defects on theith lineif thisline is the first which does
not have 2i — 1 carbon atoms as in defect-free
fullerenes. We study defects on the second and third
lines. The structures obtained for the former case
belong to the pure rotational point group |, whilein the
latter case, the structures belong to the point group |,

2. THE ELECTRONIC STRUCTURE

To calculate the electronic structure of fullerenes,
we use the Hiickel approximation with the improve-
ment developed by Tang and Huang [6]. This method
allows calculation of the electronic structure of giant
fullerenes with | symmetry to be made at alow cost of
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computer time and resources. It consists of solving five
secular equations, one for each irreducible representa-
tion of the | point group (A, T;, T,, G, H).

We found that fullerenes with defects either on the
second line or on the third line have closed electronic
shells, i.e., shellswith an equal number of bonding and
antibonding orbitals and without any nonbonding
orbital. The difference between the highest occupied
molecular orbital (HOMO) and the lowest unoccupied
molecular orbital (LUMO) islarger for fullerenes with
defects than for defect-free fullerenes for a sufficiently
large number of carbon atoms. In Fig. 1a, this energy
difference, HOMO-LUMO, is shown versus the num-
ber of carbon atomsfor defect-free fullerenes (solid cir-
cles), for fullerenes with defects on the second line
(solid sguares), and for fullerenes with defects on the
third line (empty diamonds). Some authors take this
energy gap as a measure of chemical stability. Using
thiscriteria, defective fullerenes seem to be stabler than
defect-free fullerenes for a sufficiently large number of
carbon atoms.

3. GEOMETRY OF FULLERENES
WITH DEFECTS

To carry out a numerical study of the shapes of
fullerene structures, we use the Tersoff—-Brenner poten-
tid [7, 8]. This potential allows one to numerically cal-
culate the energies of covalent bonds of carbon com-
pounds. We minimize the Tersoff-Brenner energy using
a conjugated gradient algorithm to obtain stable shapes
for each structure. The energy landscape of this potential
has many metastable minima. For this reason, we also
use a simulated annealing-like method to improve the
search for the lowest minimum for each case.

Pictures of the fullerene structures obtained after
energy minimization show that defective fullerenes
have amore spherical shape than defect-freefullerenes.
The latter adopt a perfect polyhedral shape, as many
other authors have already calculated. We found that
the standard deviation (SD) of the radii is smaller for
fullerenes with defects than for isolated defect-free
fullerenes. Figure 1b shows the standard deviation of
the radii as a function of the number of carbon atoms
for defect-free fullerenes (solid circles), for fullerenes
with defects on the second line (solid squares), and for
fullerenes with defects on the third line (empty dia-
monds). In the figure, we can check that the type of
defective fullerene with a rounder shape (lower SD)
depends on the number N of carbon atoms; it is
expected that as this number grows, new arrangements
of defects could appear.

Thus, our numerical results indicate that the defec-
tiveness of fullerenes could explain why multilayer
fullerene cages exhibit an amost perfect spherical
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Fig. 1. (8) Energy gap, HOMO-LUMO, and (b) the stan-
dard deviation of the radii as a function of the number of
carbon atoms. Solid circles correspond to defect-free
fullerenes; solid sguares, to fullerenes with defects on the
second line; and empty diamonds, to fullerenes with defects
on the third line.

shape while isolated fullerenes have flat faces. We
found that the electronic structures of defective
fullerenes are closed for the cases considered and that
the HOMO-LUMO gap is larger for defective
fullerenes than for defect-free fullerenes for a suffi-
ciently large number of carbon atoms. We also found
that the standard deviation of the radii is lower for
defective fullerenes, indicating that they are rounder
than in the defect-free case.
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