






is consistent with the EPM behavior (Figure 1a), where an
increase in NaCl concentration leads to less negative MWNT
EPM values. At higher ionic strength conditions, an increase
in salt concentration has no effect on attachment efficiency.
Under these conditions, the electrostatic repulsion between
MWNTs is completely suppressed and every collision be-
tween MWNTs results in attachment. The critical coagulation
concentration (CCC), obtained from the intersection of the

interpolated lines through the unfavorable and favorable
regimes, is 25 mM NaCl. Our derived CCC value for MWNTs
is close to a previously reported CCC value for SWNTs (37
mM NaCl), obtained from turbidity experiments (12). Note
that reported CCC values for other carbon-based nanoma-
terials, specifically fullerene nanoparticles, are much higher:
85 mM, 160 mM, and 120 mM NaCl (21, 24).

Aggregation Kinetics in the Presence of Ca2+ and Mg2+

Cations. The aggregation kinetics of MWNTs were also
examined for divalent cations: Ca2+ (0.1-30 mM) and Mg2+

(0.05-30 mM). Figure 5 shows the attachment efficiencies
of MWNTs as a function of Ca2+ (Figure 5a) and Mg2+ (Figure
5b), revealing similar DLVO type behavior to that of NaCl,
with distinct unfavorable and favorable aggregation kinetics
regimes. The CCC values obtained are 2.6 mM CaCl2 and 1.5
mM MgCl2, which are an order of magnitude lower than that
of NaCl. Previously reported CCC values for SWNTs were 0.2
mM CaCl2 and 0.3 mM MgCl2, respectively (12), significantly
lower than our observed values. Higher CCC values were
reported for fullerenes, namely 4.1-6.0 mM CaCl2 and 8.0
mM MgCl2 (21, 24, 36). The observed weak dependence of
the MWNT CCC values on counterion valence is consistent
with observations with colloidal particles (37), where CCC
dependence on counterion valence z ranges from z-2 to z-6

(Schulze-Hardy Rule). The higher aggregation rate of MWNTs
in the presence of divalent cations is consistent with the

FIGURE 2. TEM images of representative MWNTs (a) before and (b) after sonication treatment (six cycles). Highly bundled, untreated
MWNTs (on left) debundle and become shorter after successive sonication (on right).

FIGURE 3. MWNT (a) diameter distribution and (b) length
distribution after treatment as obtained from TEM imaging.
More than 100 tubes were measured for each plot to obtain the
distribution. The average diameter after treatment was
measured as 17.6 ( 7.9 nm and the average length was
measured as 1.5 ( 1.5 µm.

FIGURE 4. Attachment efficiencies of MWNTs as a function of
NaCl concentration at unadjusted pH (pH 6.0 ( 0.2). The critical
coagulation concentration (CCC) is based on the intersection of
the extrapolations of the unfavorable and favorable regimes
and estimated as 25 mM NaCl. Aggregation experiments are
carried out at room temperature (23 °C).
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EPM behavior in Figure 1a, where the EPM values become
much less negative with divalent salts.

Effect of pH on MWNT Aggregation Kinetics. The stability
of MWNTs in aqueous solution exhibited a strong pH
dependence (Figure 6). As pH is increased from acidic (pH
3) to strong basic (pH 11) conditions, the attachment
efficiency decreased sharply from a value of 0.3 ((0.05) to
0.002 ((0.001). This behavior is indicative of dissociation of
functional groups in changing pH conditions. As discussed
earlier, functional groups can form on CNT surfaces by
imparting mechanical energy to the system (38). Extensive
high power sonication of MWNTs can result in defects and
addition of functional groups. The slow aggregation rate of
MWNTs at high pH (SI Figure S5) can therefore be explained
by dissociation of functional groups on the MWNT surface.
This observation is supported by the EPM data presented
earlier (Figure 1b) where a more negative charge (or EPM)
is observed as the pH is increased from acidic to basic
conditions.

Humic Acid Significantly Enhances MWNT Stability.
Figure 7 shows a significant decrease in attachment efficien-
cies in the presence of SRHA for aqueous solutions containing
monovalent and divalent salts. Previous studies attributed
the association of humic and fulvic acid molecules with
fullerenes and MWNTs to π-π interactions between the
cross-linked aromatic networks on the molecules and the

aromatic rings on the fullerenes (39-41). Enhanced stability
of fullerenes in the presence of humic acid (21, 41, 42), fulvic
acid (41, 42), and human serum albumin (43), has been well
established in the literature. The dramatic decrease in MWNT
aggregation kinetics (SI Figure S6), with 1-2 orders of
magnitude reduction in attachment efficiencies, is attributed
to non-DLVO, steric interactions imparted by the adsorbed
humic macromolecules. EPM values in the presence of SRHA
remained unchanged (SI Figure S1), indicating that the
enhanced stability cannot be due to higher electrostatic
repulsion. Steric stabilization by natural organic matter has
been observed for fullerene nanoparticles, clay, iron oxide
nanoparticles, and aquatic colloids (21, 44-46).

Implications for Fate and Transport in Aquatic Envi-
ronments. Typical aquatic environmentssrivers, lakes,
estuaries, and groundwaterscontain monovalent and di-

FIGURE 5. Attachment efficiencies of MWNTs as a function of
(a) CaCl2 and (b) MgCl2 concentrations at unadjusted pH (pH 6.0
( 0.2). The critical coagulation concentration (CCC) values are
based on the intersection of the extrapolations of the
unfavorable and favorable regimes, and estimated as 2.6 mM
CaCl2 and 1.5 mM MgCl2. Aggregation experiments are carried
out at room temperature (23 °C).

FIGURE 6. Attachment efficiencies of MWNTs as a function of
solution pH in the presence of 1 mM background NaCl. The
attachment efficiencies are calculated by normalizing the
actual aggregation rate to the favorable (fast) aggregation rate
with NaCl (raw data of Figure 4). Aggregation experiments
were carried out at room temperature (23 °C).

FIGURE 7. Attachment efficiencies in the absence and presence
of 5 mg/L Suwannee River humic acid (SRHA) for different
electrolyte solutions. pH for the SRHA was preadjusted to 6.0.
The attachment efficiencies are calculated by normalizing the
actual aggregation rate with the favorable aggregation rate of
NaCl, CaCl2, and MgCl2, respectively (raw data of Figure 4 and
Figure 5). The aggregation experiments were performed at room
temperature 23 °C. Solution pH for runs without SRHA was
unadjusted (6.0 ( 0.2).
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valent salts as well as natural organic matter. The fundamental
understanding of the aggregation behavior of nanomaterials
at these solution chemistries is the key to predicting their
transport and fate in aquatic environments. Results with our
MWNT sample suggest that MWNTs can be relatively stable
under solution chemistries typical of aquatic environments.
The aggregation of MWNTs followed DLVO type behavior
that is in principle similar to that of most other aqueous
colloidal particles. However, the results may not be general-
ized for all commercial MWNTs as there might be differences
in physicochemical properties between samples, depending
on synthesis and treatment methods. Suspended particles
and colloidal matter are abundant in aquatic environments,
suggesting that MWNT-MWNT interactions may not be the
dominant process controlling the fate and transport of these
nanomaterials. MWNTs will most likely interact more with
suspended and colloidal particles. Therefore, further studies
on aggregation behavior of MWNTs in the presence of
environmentally relevant particles is of great importance.
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Supporting Information Available
The electrophoretic mobilities of MWNTs in the presence
and absence of SRHA for 10 mM NaCl, 1 mM CaCl2, and 1
mM MgCl2 solution conditions are presented in Figure S1.
The diameter and length distribution of the MWNTs before
sonication treatment are presented in Figure S2. In Figure
S3, Raman spectra of MWNTs before and after sonication
are presented for both 785 and 532 nm lasers. TGA mass loss
and mass loss derivative profiles are presented in Figure S4.
Representative aggregation profiles of MWNTs as a function
of pH are presented in Figure S5. In Figure S6, representative
aggregation profiles of MWNTs in the presence and absence
of SRHA are presented. This material is available free of charge
via the Internet at http://pubs.acs.org.

Literature Cited
(1) Liu, J.; Rinzler, A. G.; Dai, H. J.; Hafner, J. H.; Bradley, R. K.; Boul,

P. J.; Lu, A.; Iverson, T.; Shelimov, K.; Huffman, C. B.; Rodriguez-
Macias, F.; Shon, Y. S.; Lee, T. R.; Colbert, D. T.; Smalley, R. E.
Fullerene pipes. Science 1998, 280, 1253–1256.

(2) Mauter, M. S.; Elimelech, M. Environmental applications of
carbon-based nanomaterials. Environ. Sci. Technol. 2008, 42,
5843–5859.

(3) Iijima, S.; Ichihashi, T. Single-shell carbon nanotubes of 1-nm
diameter. Nature 1993, 363, 603–605.

(4) Iijima, S. Helical microtubules of graphitic carbon. Nature 1991,
354, 56–58.

(5) Rosen, R.; Simendinger, W.; Debbault, C.; Shimoda, H.; Fleming,
L.; Stoner, B.; Zhou, O. Application of carbon nanotubes as
electrodes in gas discharge tubes. Appl. Phys. Lett. 2000, 76,
1668–1670.

(6) Che, G. L.; Lakshmi, B. B.; Fisher, E. R.; Martin, C. R. Carbon
nanotubule membranes for electrochemical energy storage and
production. Nature 1998, 393, 346–349.

(7) Ajayan, P. M.; Stephan, O.; Colliex, C.; Trauth, D. Aligned carbon
nanotube arrays formed by cutting a polymer resin-nanotube
composite. Science 1994, 265, 1212–1214.

(8) Baughman, R. H.; Cui, C.; Zakhidov, A. A.; Iqbal, Z.; Barisci,
J. N.; Spinks, G. M.; Wallace, G. G.; Mazzoldi, A.; De Rossi, D.;
Rinzler, A. G.; Jaschinski, O.; Roth, S.; Kertesz, M. Carbon
nanotube actuators. Science 1999, 284, 1340–1344.

(9) Wu, W.; Wieckowski, S.; Pastorin, G.; Benincasa, M.; Klumpp,
C.; Briand, J. P.; Gennaro, R.; Prato, M.; Bianco, A. Targeted
delivery of amphotericin B to cells by using functionalized
carbon nanotubes. Angew. Chem.-Int. Ed. 2005, 44, 6358–6362.

(10) Wiesner, M. R.; Lowry, G. V.; Alvarez, P.; Dionysiou, D.; Biswas,
P. Assessing the risks of manufactured nanomaterials. Environ.
Sci. Technol. 2006, 40, 4336–4345.

(11) Thess, A.; Lee, R.; Nikolaev, P.; Dai, H. J.; Petit, P.; Robert, J.; Xu,
C. H.; Lee, Y. H.; Kim, S. G.; Rinzler, A. G.; Colbert, D. T.; Scuseria,
G. E.; Tomanek, D.; Fischer, J. E.; Smalley, R. E. Crystalline ropes
of metallic carbon nanotubes. Science 1996, 273, 483–487.

(12) Sano, M.; Okamura, J.; Shinkai, S. Colloidal nature of single-
walled carbon nanotubes in electrolyte solution: The Schulze-
Hardy rule. Langmuir 2001, 17, 7172–7173.

(13) Jiang, L. Q.; Gao, L.; Sun, J. Production of aqueous colloidal
dispersions of carbon nanotubes. J. Colloid Interface Sci. 2003,
260, 89–94.

(14) Lisunova, M. O.; Lebovka, N. I.; Melezhyk, E. V.; Boiko, Y. P.
Stability of the aqueous suspensions of nanotubes in the
presence of nonionic surfactant. J. Colloid Interface Sci. 2006,
299, 740–746.

(15) Jung, D. H.; Ko, Y. K.; Jung, H. T. Aggregation behavior of
chemically attached poly(ethylene glycol) to single-walled
carbon nanotubes (SWNTs) ropes. Mater. Sci. Eng., C 2004, 24,
117–121.

(16) Chen, J.; Hamon, M. A.; Hu, H.; Chen, Y. S.; Rao, A. M.; Eklund,
P. C.; Haddon, R. C. Solution properties of single-walled carbon
nanotubes. Science 1998, 282, 95–98.

(17) Chen, Q.; Saltiel, C.; Manickavasagam, S.; Schadler, L. S.; Siegel,
R. W.; Yang, H. C. Aggregation behavior of single-walled carbon
nanotubes in dilute aqueous suspension. J. Colloid Interface
Sci. 2004, 280, 91–97.

(18) Niyogi, S.; Boukhalfa, S.; Chikkannanavar, S. B.; McDonald, T. J.;
Heben, M. J.; Doorn, S. K. Selective aggregation of single-walled
carbon nanotubes via salt addition. J. Am. Chem. Soc. 2007,
129, 1898–1899.

(19) Phenrat, T.; Saleh, N.; Sirk, K.; Tilton, R. D.; Lowry, G. V.
Aggregation and sedimentation of aqueous nanoscale zerovalent
iron dispersions. Environ. Sci. Technol. 2007, 41, 284–290.

(20) Ertel, J. R.; Hedges, J. I.; Devol, A. H.; Richey, J. E.; Ribeiro, M.
d. N. G. Dissolved humic substances of the Amazon river system.
Limnol. Oceanogr. 1986, 31, 739–754.

(21) Chen, K. L.; Elimelech, M. Influence of humic acid on the
aggregation kinetics of fullerene (C-60) nanoparticles in monov-
alent and divalent electrolyte solutions. J. Colloid Interface Sci.
2007, 309, 126–134.

(22) Hong, S. K.; Elimelech, M. Chemical and physical aspects of
natural organic matter (NOM) fouling of nanofiltration mem-
branes. J. Membr. Sci. 1997, 132, 159–181.

(23) Chen, K. L.; Elimelech, M. Aggregation and deposition kinetics
of fullerene (C-60) nanoparticles. Langmuir 2006, 22, 10994–
11001.

(24) Chen, K. L.; Mylon, S. E.; Elimelech, M. Aggregation kinetics of
alginate-coated hematite nanoparticles in monovalent and
divalent electrolytes. Environ. Sci. Technol. 2006, 40, 1516–1523.

(25) Clougherty, D. P.; Zhu, X. Stability and Teller’s theorem:
Fullerenes in the March model. Phys. Rev. A 1997, 56, 632–635.

(26) Leys, F. E.; Amovilli, C.; Howard, I. A.; March, N. H.; Rubio, A.
Surface charge model of a carbon nanotube: self-consistent
field from Thomas-Fermi theory. J. Phys. Chem. Solids 2003, 64,
1285–1288.

(27) Hirsch, A.; Vostrowsky, O. In Functional Organic Materials:
Syntheses, Strategies and Applications; Müller, T. J. J., Bunz,
U. H. F., Eds.; Wiley-VCH: Weinheim, 2005; pp 193-237.

(28) Li, Q. L.; Elimelech, M. Organic fouling and chemical cleaning
of nanofiltration membranes: Measurements and mechanisms.
Environ. Sci. Technol. 2004, 38, 4683–4693.

(29) Kamalakar, G.; Hwang, D. W.; Hwang, L. P. Synthesis and
characterization of multiwalled carbon nanotubes produced
using zeolite Co-beta. J. Mater. Chem. 2002, 12, 1819–1823.

(30) Popov, V. N. Carbon nanotubes: properties and application.
Mater. Sci. Eng. R 2004, 43, 61–102.

(31) Saito, R.; Dresselhaus, G.; Dresselhaus, M. S. Properties of Carbon
Nanotubes; Imperial College Press: London, 2005.

(32) Thomsen, C.; Reich, S.; Maultzsch, J. Resonant Raman spec-
troscopy of nanotubes. Philos. Trans. R. Soc. London, Ser. A
2004, 362, 2337–2359.

(33) Jantoljak, H.; Salvetat, J. P.; Forro, L.; Thomsen, C. Low-energy
Raman-active phonons of multiwalled carbon nanotubes. Appl.
Phys. A: Mater. Sci. Process. 1998, 67, 113–116.

7968 9 ENVIRONMENTAL SCIENCE & TECHNOLOGY / VOL. 42, NO. 21, 2008



(34) Rao, A. M.; Bandow, S.; Richter, E.; Eklund, P. C. Raman
spectroscopy of pristine and doped single wall carbon nano-
tubes. Thin Solid Films 1998, 331, 141–147.

(35) Murphy, R.; Coleman, J. N.; Cadek, M.; McCarthy, B.; Bent, M.;
Drury, A.; Barklie, R. C.; Blau, W. J. High-yield, nondestructive
purification and quantification method for multiwalled carbon
nanotubes. J. Phys. Chem. B 2002, 106, 3087–3091.

(36) Mchedlov-Petrossyan, N. O.; Klochkov, V. K.; Andrievsky, G. V.
Colloidal dispersions of fullerene C60 in water: some properties
and regularities of coagulation by electrolytes. J. Chem. Soc.,
Faraday Trans. 1997, 93, 4343–4346.

(37) Elimelech, M.; Gregory, J.; Jia, X.; Williams, R. A. Particle
Deposition and Aggregation: Measurement, Modelling and
Simulation; Williams, R. A., Ed.; Butterworth Heinemann:
Oxford, England, 1995.

(38) Pan, H. L.; Liu, L. Q.; Guo, Z. X.; Dai, L. M.; Zhang, F. S.; Zhu,
D. B.; Czerw, R.; Carroll, D. L. Carbon nanotubols from
mechanochemical reaction. Nano Lett. 2003, 3, 29–32.

(39) Hyung, H.; Fortner, J. D.; Hughes, J. B.; Kim, J. H. Natural organic
matter stabilizes carbon nanotubes in the aqueous phase.
Environ. Sci. Technol. 2007, 41, 179–184.

(40) Hyung, H.; Kim, J. H. Natural organic matter (NOM) adsorption
to multi-walled carbon nanotubes: Effect of NOM characteristics

and water quality parameters. Environ. Sci. Technol. 2008, 42,
4416–4421.

(41) Terashima, M.; Nagao, S. Solubilization of [60] fullerene in water
by aquatic humic substances. Chem. Lett. 2007, 36, 302–303.

(42) Xie, B.; Xu, Z. H.; Guo, W. H.; Li, Q. L. Impact of natural organic
matter on the physicochemical properties of aqueous C-60
nanoparticles. Environ. Sci. Technol. 2008, 42, 2853–2859.

(43) Deguchi, S.; Yamazaki, T.; Mukai, S.; Usami, R.; Horikoshi, K.
Stabilization of C-60 nanoparticles by protein adsorption and
its implications for toxicity studies. Chem. Res. Toxicol. 2007,
20, 854–858.

(44) Buffle, J.; Wilkinson, K. J.; Stoll, S.; Filella, M.; Zhang, J. W. A
generalized description of aquatic colloidal interactions: The
three-colloidal component approach. Environ. Sci. Technol.
1998, 32, 2887–2899.

(45) Heidmann, I.; Christl, I.; Kretzschmar, R. Aggregation kinetics
of kaolinite-fulvic acid colloids as affected by the sorption of Cu
and Pb. Environ. Sci. Technol. 2005, 39, 807–813.

(46) Tipping, E.; Ohnstad, M. Colloid stability of iron-oxide particles
from a fresh-water lake. Nature 1984, 308, 266–268.

ES801251C

VOL. 42, NO. 21, 2008 / ENVIRONMENTAL SCIENCE & TECHNOLOGY 9 7969




