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ABSTRACT A method to decorate single-walled and multiwalled carbon nanotubes (CNTs) with metal nanoparticles (NPs) based on
the formation of a CNT polyelectrolyte is reported. Such a method does not rely on CNT surface functionalization or the use of
surfactants. It has been tested for gold (Au) and palladium (Pd). The resulting hybrids present metal NPs highly dispersed along the
tube walls and with small size dispersion. The average diameters of the Au and Pd NPs were ∼5 and ∼3 nm, respectively. This method
paves the way for large-scale decoration of CNTs with metal NPs.
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Carbon nanotubes (CNTs) have remarkable electronic
properties, large surface area, and good thermal and
chemical stability (1, 2). These characteristics make

CNTs very promising in their use as supports for catalytic
nanoparticles (NPs) in several chemical processes (3, 4).
Because pristine CNTs exhibit inert surfaces and poor dis-
persion in several solvents due to strong van der Waals
interactions, many efforts to attach metal NPs directly on
the surface of pristine CNTs have been unsuccessful, usually
giving rise to large metallic agglomerates (5). As a result, the
majority of the approaches for NP attachment developed so
far rely on the creation of defects at the tube surface, mainly
acid groups, which can act as nucleation centers. However,
such a modification inherently leads to the disruption of
electronic and mechanical properties of pristine materials,
limiting their possible applications (6, 7).

Penicaud et al. reported that single-walled CNTs (SWNTs)
can form a “polyelectrolyte salt” when reduced by alkali
metals in aprotic solvents (8). This process is mediated by
naphthalene, which acts as a carrier of electrons between
the alkali metal and the nanotubes (8, 9). As a result, a
solution of highly charged SWNTs (up to one excess negative
charge for every 10 C atoms) and alkali-cation counterions
is obtained. The SWNT salt can be easily dissolved in a wide
range of solvents without the need for sonification, addition
of surfactants, or functionalization (8). Other studies have
shown that negatively charged SWNTs exhibit strong nu-

cleophilic character and high reduction potential (9-12).
There has been an indication that multiwalled CNTs (MWNTs)
also can be electrically charged by chemical reduction
(13, 14). In addition, it is well-known that sodium naphtha-
lenide solutions in aprotic solvents can be efficiently used
in metal NP synthesis because these compounds are strong
reducing agents (15, 16).

In this work, we demonstrate a one-pot method in which
the electrons accumulated in a CNT polyelectrolyte are used
to promote the localized reduction of metal ions, resulting
in the decoration of the CNT by metal NPs. This process is
very straightforward and does not require either the use of
surfactants or any previous surface functionalization of the
CNTs. In Figure 1, we present a reaction scheme for the
process. First, CNTs are reduced by metallic Na in an aprotic
organic solvent, resulting in a solution of exfoliated nega-
tively charged CNTs. This step is based on the method
proposed by Penicaud et al. (8). The CNT reduction is
promoted by the presence of naphthalene molecules, which
mediate the charge transfer between the Na atoms and the
CNTs (9). In a second step, metal cations are added to the
solution and are immediately reduced upon contact with the
CNTs, because of excess electrons, forming particles along
the CNT surface. This process has been tested successfully
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FIGURE 1. Reaction scheme.
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for Au and Pd, suggesting that it can be universally applied
to any metal.

The analysis of the produced materials by energy-
dispersive X-ray spectroscopy (EDS) and X-ray diffraction
(XRD) confirms the presence of the desired metals (either
Au or Pd) in the decorated CNTs (see Figures S4-S6 in the
Supporting Information) and indicates that the metal cations
were reduced in the CNT solution because peaks corre-
sponding to the metallic Au (or Pd) phases were identifiable
in the XRD patterns. The EDS spectra also registered the
presence of small amounts of Fe in the MWNT samples. The
Fe was used as a catalyst in the chemical vapor deposition
of the MWNT and was not completely removed by the mild
purification process employed. Also, importantly, there is no

evidence of Na in the EDS spectra, implying that any residual
metal is completely removed in the washing step.

The morphology of the produced materials was investi-
gated by transmission electron microscopy (TEM). Figure 2
presents the TEM images of (a and b) Au/SWNT, (c and d)
Pd/SWNT, (e) Au/MWNT, and (f) Pd/MWNT. These images
demonstrate that, for all hybrids, the CNTs were uniformly
coated by the metal particles. For both metals, no significant
differences in the size and morphology are observed be-
tween the NPs covering the two types of CNTs. In the SWNT
samples, it is observed that the NPs are spread along thin
bundles of tubes instead of along individual tubes, indicating
that the SWNTs were not completely exfoliated in the first
step of the reaction. On the other hand, significant differ-
ences can be readily observed between the Au/CNT and Pd/
CNT samples. The Pd NPs are smaller, have lower size
dispersion, and are more densely distributed along the CNTs.
Statistical analysis of several TEM images (Figure 3) reveals
that the Pd NPs have an average diameter of 3 nm for both
SWNT and MWNT hybrids whereas the Au NPs have average
diameters of 5 and 7 nm for the SWNT and MWNT hybrids,
respectively. A similar difference in the NP diameter was
observed by Zhang et al. for a SWNT decorated by metal
evaporation (17). This difference is attributed to the differ-
ences in interaction between the metal and CNT and can be
described by classical nucleation theory (17). Because Pd has
a larger interaction with C surfaces than Au, a higher
nucleation density of Pd NPs is expected (and thus a lower
NP diameter, as observed in Figure 2).

The uniform dispersion of the metal NPs on the surface
of the CNT observed in the TEM images indicates that there
is a high density of nucleation sites for metal deposition at
the CNT surfaces. If one considers that excess electrons

FIGURE 2. TEM images of CNTs decorated with (a and b) Au/SWNTs, (c) Au/MWNTs, (d and e) Pd/SWNTs, and (f) Pd/MWNTs.

FIGURE 3. Size distribution for metal NPs on CNT surfaces (a) Au/
SWNT, (b) Pd/SWNT, (c) Au/MWNT, and (d) Pd/MWNT.
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accumulated in a pristine tube become highly delocalized,
it is expected that the metal ion reduction and subsequent
NP formation may occur at any position along the tube outer
surface. As a result, a high dispersion of the NPs along the
CNT surface and small NP sizes can be achieved.

It is important to note that the SWNT reduction process
described in step 1 (see Figure 1) includes cyclic reduction/
oxidation reactions of the naphthalene molecules (10). As a
result, after the end of the SWNT reduction, naphthalene is
also reduced by the excess Na forming sodium naphthalen-
ide complexes. Therefore, in step 2, the reduction of metal
ions by sodium naphthalenide may also occur in parallel
(15). In fact, we have observed that the ratio between the
concentration of sodium naphthalenide and CNTs in the
solution is a key parameter that regulates the metal NP
formation. Small concentrations of sodium naphthalenide
result in high dispersions of metal NPs without significant
aggregation and a high anchoring efficiency (i.e., almost all
metal ions introduced in the solution become effectively
attached to the CNT surfaces). However, above a threshold
naphthalene concentration, the reduction of metal ions by
sodium naphthalenide becomes dominant, resulting in the
formation of free metal NPs in the solution and poor NP
dispersion on the CNT surfaces. A systematic study of these
effects is being carried out and will be the subject of a longer
article.

In summary, we have demonstrated that Au and Pd metal
NPs can be successfully anchored to the surfaces of MWNT
and SWNT by using a simple one-pot method without the
need of any surfactants or previous CNT surface function-
alization. This method results in high dispersions of metal
clusters on the CNT surfaces. We believe that this process
can potentially be scalable to large quantities and be applied
to a wide range of metals.

Acknowledgment. This work was performed with finan-
cial support from CNPq, FAPEMIG, Cemig GT-Aneel GT-228,
RNP-Nanotubos de Carbono, INCT-Nanocarbono, and Rede
de Nanotecnologia da Petrobrás. TEM was performed in the
Center of Microscopy of the Federal University of Minas
Gerais. Helpful discussions with Rochel M. Lago are gratefully
acknowledged.

Note Added after ASAP Publication. This paper was
released ASAP on September 21, 2009, with incorrect
artwork for Figures 2 and 3. The correct version was posted
on October 2, 2009.

Supporting Information Available: More details of the
sample preparation and characterization including results
from SEM, Raman spectroscopy, EDS, and XRD. This ma-
terial is available free of charge via the Internet at http://
pubs.acs.org.

REFERENCES AND NOTES
(1) Wong, E. W.; Sheehan, P. E.; Lieber, C. M. Science 1997, 277

(5334), 1971–1975.
(2) Serp, P.; Corrias, M.; Kalck, P. Appl. Catal., A 2003, 253 (2), 337–

358.
(3) Georgakilas, V.; Gournis, D.; Tzitzios, V.; Pasquato, L.; Guldi, D. M.;

Prato, M. J. Mater. Chem. 2007, 17 (26), 2679–2694.
(4) Liao, S. J.; Holmes, K. A.; Tsaprailis, H.; Birss, V. I. J. Am. Chem.

Soc. 2006, 128 (11), 3504–3505.
(5) Satishkumar, B. C.; Vogl, E. M.; Govindaraj, A.; Rao, C. N. R. J.

Phys. D: Appl. Phys. 1996, 29 (12), 3173–3176.
(6) Lu, J. S. Carbon 2007, 45 (8), 1599–1605.
(7) Wang, C. C.; Zhou, G.; Wu, J.; Gu, B. L.; Duan, W. H. Appl. Phys.

Lett. 2006, 89, 17.
(8) Penicaud, A.; Poulin, P.; Derre, A.; Anglaret, E.; Petit, P. J. Am.

Chem. Soc. 2005, 127 (1), 8–9.
(9) Martinez-Rubi, Y.; Guan, J.; Lin, S.; Scriver, C.; Sturgeon, R. E.;

Simard, B. Chem. Commun. 2007, (48), 5146–5148.
(10) Garcia-Gallastegui, A.; Obieta, I.; Bustero, I.; Imbuluzqueta, G.;

Arbiol, J.; Miranda, J. I.; Aizpurua, J. M. Chem. Mater. 2008, 20
(13), 4433–4438.

(11) Iurlo, M.; Paolucci, D.; Marcaccio, M.; Paolucci, F. Chem. Commun.
2008, (40), 4867–4874.

(12) Paolucci, D.; Franco, M. M.; Iurlo, M.; Marcaccio, M.; Prato, M.;
Zerbetto, F.; Penicaud, A.; Paolucci, F. J. Am. Chem. Soc. 2008,
130 (23), 7393–7399.

(13) Stephenson, J. J.; Sadana, A. K.; Higginbotham, A. L.; Tour, J. M.
Chem. Mater. 2006, 18 (19), 4658–4661.

(14) Pekker, S.; Salvetat, J. P.; Jakab, E.; Bonard, J. M.; Forro, L. J. Phys.
Chem. B 2001, 105 (33), 7938–7943.

(15) Schulz-Dobrick, M.; Sarathy, K. V.; Jansen, M. J. Am. Chem. Soc.
2005, 127 (37), 12816–12817.

(16) Abe, H.; Matsumoto, F.; Alden, L. R.; Warren, S. C.; Abruna, H. D.;
DiSalvo, F. J. J. Am. Chem. Soc. 2008, 130 (16), 5452–5458.

(17) Zhang, Y.; Franklin, N. W.; Chen, R. J.; Dai, H. Chem. Phys. Lett.
2000, 311 (1), 35–41.

AM900424M

LE
T
T
ER

2106 VOL. 1 • NO. 10 • 2104–2106 • 2009 www.acsami.org


