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Fullerene-like carbon nanostructures in the Allende meteorite
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Abstract

Transmission electron microscopy has been used to examine carbon isolated from the Allende meteorite. The
structure of the carbon is rather disordered, consisting of curved and faceted graphene sheets with little large scale
graphitization, and resembles that of a microporous carbon following high temperature heat treatment. Closed carbon
nanoparticles, typically V2^10 nm in diameter are commonly observed. These closed particles, which are probably
fullerene-like in structure, are strong candidates to be carriers of planetary gases. ß 2000 Elsevier Science B.V. All
rights reserved.
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1. Introduction

The possibility that fullerenes might be present
in carbonaceous meteorites was ¢rst put forward
by Heymann [1], shortly after the discovery of C60

in 1985 [2]. This idea attracted much interest,
since the closed-shell structures of fullerenes
might enable them to act as carriers of noble
gases, and of other gaseous atoms and molecules.
However, most searches for C60 and other fuller-
enes in meteorites were unsuccessful [3]. Only one
group, that of Becker and colleagues, have suc-

cessfully extracted fullerenes from a meteorite.
These workers reported in 1994 that C60 was
present at a level of approximately 0.1 ppm in
the Allende meteorite [4], and subsequently found
a distribution of higher fullerenes, from C100 to
C400 in the same meteorite [5]. Recently, this
group have shown that fullerenes from the Creta-
ceous/Tertiary boundary layer contain trapped
helium with 3He/4He ratios approximately 100U
that of atmospheric helium [6]. These results ap-
pear to show that fullerenes can indeed carry
gases of cosmic origin to the Earth, and give a
new impetus to the search for fullerene-related
carbons in meteorites. In the present study, which
builds on previous work [7], transmission electron
microscopy (TEM) is used to examine carbon iso-
lated from a sample of Allende, with the primary
aim of seeking evidence for the presence of full-
erene-related structures.
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Fig. 1. Intermediate magni¢cation micrograph of Allende acid-resistant residue, showing disordered carbon and inorganic crystal-
lites.

Fig. 2. Higher magni¢cation image showing structure of carbon.
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2. Materials and methods

The following treatment was carried out to re-
move the majority of silicates and other minerals
from the meteorite sample. Firstly, about 80 g of
the powdered meteorite was treated with HF and
HCl as described in Lewis et al. [8] to remove
most of the inorganic minerals. The residue was
further treated with HF^H3BO3 [9] to remove ad-
ditional matter by complex formation. After
washing with nanopure water and drying in air
at 40³C, elemental sulfur which had formed
from sulphides was removed by washing with tol-
uene. This left 320 mg of residue.

For electron microscopy, the material was de-
posited directly onto holey carbon ¢lms (Agar
Scienti¢c Ltd), without the use of solvents. The
carbon support ¢lms were checked for contami-
nation before use, as discussed further below. The
microscope employed was a Philips CM20 TEM,
operated at 200 kV, and equipped with an energy
dispersive X-ray (EDX) spectrometer capable of
detecting elements with zs 11.

3. Results

Fig. 1 shows a typical region of the meteorite
sample at intermediate magni¢cation. The regions
of low contrast are mainly carbon, while the dark
regions are inorganic crystallites. EDX analysis
showed that these dark particles contained Cr
and Fe, suggesting that they were crystals of chro-
mite (FeCr2O4). Fine grained chromite is com-
monly found in the acid residues of carbonaceous
chondrites [10]. Other elements detected, in minor
amounts, were Si, Al and S. Higher magni¢cation
images of the carbon, such as that reproduced in
Fig. 2, showed the material to be rather disor-
dered, with only very small areas of graphitic
structure. The spacing of the graphite layers was
generally in the range 0.34^0.36 nm. Images of
extremely thin areas, such as at the right hand
side of Fig. 2 show that the carbon contained
many curved carbon layers enclosing voids of
the order of 2^10 nm in size. In some cases these
structures constituted discrete nanoparticles; ex-
amples are shown in Fig. 3. It seems very likely

Fig. 3. a, b, c: Examples of individual closed carbon nanostructures.
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that particles such as these have fullerene-like
structures, as discussed below. Most of the carbon
nanoparticles observed were empty, but particles
were also found which were apparently ¢lled with
crystalline material. A detailed analysis of the
¢lled particles has not been made, but in some
cases the enclosed crystallites displayed lattice
fringes in the range 0.30^0.33 nm. This rules out
the possibility that they could be diamond, for
which the maximum lattice spacing is 0.206 nm.
Diamond particles are known to be a component
of carbonaceous meteorites [11], and may have
been present in the samples studied here, but
they were not the focus of this work.

As well as the multi-layered particles shown in
Fig. 3, single-walled particles were also commonly
observed. In most cases these particles were sim-
ilar in size to the multi-layered ones, i.e. approx-
imately 2^10 nm. However, smaller single-layered
particles, comparable in diameter with C60 and
C70 were sometimes seen. Unfortunately, these
particles were di¤cult to photograph as they
tended to be mobile in the electron beam, and
were susceptible to beam damage.

4. Discussion

When studying carbon isolated from meteor-
ites, it is essential to ensure that the sample exam-
ined is genuinely meteoritic material, and not
some form of contamination. A particular prob-
lem with TEM studies is that a wide range of
carbon structures, including poorly graphitized
carbon [12], carbon nanotubes and nanoparticles
[13], and carbynes [14], can be present as contam-
inants on the carbon ¢lm supports used for TEM.
This problem was not widely appreciated until
quite recently, and as a result certain TEM studies
of meteoritic carbon should be treated with cau-
tion. In 1981 Smith and Buseck reported ¢nding
graphitic carbon nanoparticles in material isolated
from the Allende meteorite [15]. However, these
nanoparticles di¡ered from those found in the
present study in that they had many more layers
and much larger outer diameters (V50 nm). The
particles are very similar to those which are found
as contaminants on TEM carbon support ¢lms.

Also, the Smith/Buseck nanoparticles were only
found in a sample which had been etched in fum-
ing HNO3, a treatment which is known to destroy
the gas-bearing carbon phase. This supports the
view that they may have been an artefact. In the
present study, the carbon support ¢lms were
checked before use, as mentioned above, and
those containing signi¢cant amounts of contami-
nation were discarded. We can therefore be con-
¢dent that the micrographs recorded showed gen-
uine sample material.

The overall appearance of the carbon described
here is very similar to that observed in studies of
microporous, non-graphitizing carbons which
have been subjected to high temperature heat
treatments [16,17]. In these studies it was shown
that heating the carbons to temperatures in the
range 2000^2800³C produced a structure made
up of curved or faceted 2- or 3-layer graphitic
sheets enclosing voids typically 5^15 nm in size,
with many discrete, closed nanoparticles. Heat
treatment of fullerene soot at temperatures
around 2000³C produces a similar structure [18].
Comparison of the carbon structures observed in
the present work with the laboratory-heated car-
bons suggests that the meteoritic carbon has ex-
perienced temperatures of the order of 2000^
2200³C.

It seems very likely that particles such as those
shown in Fig. 3 contain pentagonal carbon rings,
as in fullerenes, since it is di¤cult to envisage any
other explanation for their closed structures. The
general appearance of the particles is also consis-
tent with their having fullerene-like structures.
Thus, the particles shown in Fig. 3a and b have
rounded shapes, while the larger particle shown in
Fig. 3c is more obviously faceted. This is consis-
tent with the belief that the sphericity of fullerenes
decreases as their diameter increases [19]. The
pentagonal shape of the particle in Fig. 3c pro-
vides further evidence for a fullerene-like struc-
ture.

In summary, our results show that signi¢cant
numbers of fullerene-like, closed carbon nanopar-
ticles are present in carbon isolated from the Al-
lende meteorite. As discussed elsewhere, we be-
lieve that carbon nanoparticles of this kind are
likely carriers of the planetary noble gases in me-
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teorites [6,20], and they could also be carriers of
pre-solar gases. In this connection we note that
the absorption spectra of fullerene-like carbon
nanoparticles contain features which resemble
those from interstellar dust [18].[FA]

References

[1] D. Heymann, Buckminsterfullerene, its siblings, and soot:
Carriers of trapped inert gases in meteorites?, J. Geophys.
Res. 91 (1986) E135^E138.

[2] H.W. Kroto, J.R. Heath, S.C. O'Brien, R.F. Curl, R.E.
Smalley, C60 Buckminsterfullerene, Nature 318 (1985)
162^163.

[3] D. Heymann, Fullerenes and fulleranes in meteorites re-
visited, Astrophys. J. 489 (1997) L111^L114.

[4] L. Becker, J.L. Bada, R.E. Winans, T.E. Bunch, Fuller-
enes in Allende meteorite, Nature 372 (1994) 507.

[5] L. Becker, T.E. Bunch, L.J. Allamandola, Higher fuller-
enes in the Allende meteorite, Nature 400 (1999) 227^228.

[6] L. Becker, R.J. Poreda, T.E. Bunch, Fullerenes: An ex-
traterrestrial carbon carrier phase for noble gases, Proc.
Natl. Acad. Sci. USA 97 (2000) 2979^2983.

[7] R.D. Vis, D. Heymann, On the Q-phase of carbonaceous
chondrites, Nucl. Instr. Methods Phys. Res. B 158 (1999)
538^543.

[8] R.S. Lewis, B. Srinivasan, E. Anders, Host phase of a
strange Xe component in Allende, Science 190 (1975)
1251^1262.

[9] T.L. Robl, B.H. Davis, Comparison of the HF-HCl and
HF-BF maceration techniques and the chemistry of resul-
tant organic concentrates, Org. Geochem. 20 (1993) 249^
257.

[10] G.R. Lumpkin, Electron microscopy of carbonaceous
matter in Allende acid residues, Proc. Lunar Planet. Sci.
Conf. 12B (1981) 1153^1166.

[11] T.L. Daulton, D.D. Eisenhour, T.J. Bernatowicz, R.S.
Lewis, P.R. Buseck, Genesis of presolar diamonds: Com-
parative high-resolution transmission electron microscopy
study of meteoritic and terrestrial nano-diamonds, Geo-
chim. Cosmochim. Acta 60 (1996) 4853^4872.

[12] F.J.M. Rietmeijer, A poorly graphitized carbon contami-
nant in studies of extraterrestrial materials, Meteoritics 20
(1985) 43^48.

[13] P.J.F. Harris, Carbon nanotubes and other graphitic
structures as contaminants on evaporated carbon ¢lms,
J. Microsc. 186 (1997) 88^90.

[14] Y. Ando, A carbyne observed in a marketing microgrid,
Carbon 33 (1995) 171^175.

[15] P.P.K. Smith, P.R. Buseck, Graphitic carbon in the Al-
lende meteorite: a microstructural study, Science 212
(1981) 322^324.

[16] P.J.F. Harris, S.C. Tsang, High-resolution electron mi-
croscopy studies of non-graphitizing carbons, Philos.
Mag. A 76 (1997) 667^677.

[17] P.J.F. Harris, Structure of non-graphitising carbons, Int.
Mater. Rev. 42 (1997) 206^218.

[18] W.A. de Heer, D. Ugarte, Carbon onions produced by
heat treatment of carbon soot and their relation to the
217.5 nm interstellar absorption feature, Chem. Phys.
Lett. 207 (1993) 480^486.

[19] H.W. Kroto, K. McKay, The formation of quasi-icosahe-
dral spiral shell carbon particles, Nature 331 (1988) 328^
331.

[20] R.D. Vis, A. Mrowiec, P.J. Kooyman, P.J.F. Harris, D.
Heymann, Carbon nano-bottles; carriers of planetary no-
ble gases in meteorites, Meteoritics, submitted.

EPSL 5631 20-11-00

P.J.F. Harris et al. / Earth and Planetary Science Letters 183 (2000) 355^359 359


