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Abstract−Multi-walled carbon nanotubes (MWCNTs) were synthesized by rapid thermal decomposition method
using trimetallic catalyst supported MgO. MWCNTs prepared via trimetallic catalyst shows much higher BET specific
surface area compared to current monometallic and bimetallic catalyst. As-grown and pristine MWCNTs were found
to adsorb nitrogen reversibly and their adsorption uptake exhibits type-II BET isotherm. Existence of small impurities,
such as metal and metal oxides present in the MWCNTs, was confirmed by thermogravimetric analysis as well as via
energy-dispersive X-ray spectroscopy. An over 10 wt% enhancement of hydrogen storage capacity of as-grown
MWCNTs compared to pristine was found to be due to the presence of impurities. Fast kinetics and complete revers-
ibility gives indication that the process responsible for hydrogen adsorption uptake in MWCNTs is physisorption. A
linear relation between hydrogen uptake (~0.22 and 0.20 wt%) and equilibrium hydrogen pressure was obtained for
both as-grown and pristine MWCNTs.

Keywords: Carbon Nanotube, Physisorption, Decomposition, Trimetallic Catalyst, Chemical Vapor Deposition, Hydro-
gen Storage

INTRODUCTION

Hydrogen, as a clean and renewable energy carrier, is expected
to replace existing fossil fuels in near future, attributable to rapid
depletion and severe environmental problems. Hydrogen has one
important potential of zero-emission, which makes it a promising
fuel for the transportation and stationary applications. A hydro-
gen economy not only has the potential to reduce the environmen-
tal impacts via implementation of zero emission energy devices,
but also can effectively resolve the energy security issues associated
with the rising energy demands of the present-day world. How-
ever, the lack of an efficient, reliable, and affordable medium that
can reversibly store hydrogen possesses the most formidable threat
to the public acceptance and wider utilization of hydrogen fuel
[1,2]. The discovery of carbon nanotubes, both single and multi-
walled and their interaction with hydrogen, makes this a reasonable
candidate for hydrogen storage. Revised gravimetric and volumet-
ric targets set by the US Department of Energy (DOE) in 2009 for
on-board hydrogen uptake systems are 1.5 kWh/kg (4.5 wt%) and
0.9 kWh/L in 2010 and 1.8 kWh/kg (5.5 wt%) and 1.3 kWh/L in
2015. The above set targets proposed by the DOE is based on achiev-
ing a driving range of more than 300 miles (500 km) on a single
fill for hydrogen powered vehicles [3-10].

Hydrogen can be stored in different forms such as metal hy-
drides, complex hydrides, intermetallic hydrides, liquefaction, com-
pressed gas, and physisorption [11,12]. Promising hydrogen uptake
material is necessary to have a high safety, low dissociation tem-

perature, moderate pressure, fast kinetics, low cost of recycling,
reversibility, and charging infrastructure. Following these different
forms of hydrogen storage, physisorption is considered as the most
attractive and effective phenomenon. Nanoporous activated car-
bon (AC), single- and multi-walled carbon nanotubes (SWCNTs
and MWCNTs), zeolites, and metal-organic frameworks (MOFs)
have been proposed as best physisorption materials for storage of
hydrogen. SWCNTs and MWCNTs, owing to their unique nano-
porous structure, high specific surface area, tunable properties,
and low mass density are considered as the prospective solid-state
reversible hydrogen storage medium [13-15]. It is well established
that hydrogen adsorbs on exterior walls, within the mesoporous
tube channels (endohedral), and also in the void regions that exist
among individual entangled nanotubes or nanotube bundles [16].
In addition, hydrogen can occupy the interstitial spaces within the
2-D triangular lattices that are formed by the association of large-
diameter individual SWCNTs [17]. In MWCNTs, an interesting
situation arises when we consider the intercalation of hydrogen
between the concentric tubes [18]. The space among the adjacent
tube walls of MWCNTs is 0.34 nm, significantly larger than the
kinetic diameter of molecular hydrogen (0.289 nm) [19]. Due to
its higher heat of adsorption, filling of hydrogen in these micropo-
res contributes significantly to the storage capacity when compared
with the adsorption on external walls, particularly at relatively low
pressures [20].

In this research work, pristine high surface area synthesized
MWCNTs using new trimetallic catalyst (Co-Mo-V) supported on
porous magnesium oxide (MgO) and its hydrogen uptake studies
are presented. Trimetallic catalyst with support as compared to exist-
ing bimetallic and monometallic catalyst furnish fresh idea of im-
proving the surface area of MWCNTs. The hydrogen storage capac-
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ity of as grown and pristine MWCNTs was determined by using
Sievert’s volumetric apparatus at room temperature (RT). Hydro-
gen storage studies of both as-grown and purified sample shows
that the former storing more hydrogen is due to the presence of im-
purities such as metals or metal oxides in the sample. Linear scal-
ing of hydrogen adsorption uptake was observed for both samples.

EXPERIMENTAL

1. Synthesis of Multi-walled Carbon Nanotubes (MWCNTs)
Cobalt (II) acetate tetrahydrate, ammonium molybdate, vana-

dium (II) chloride, and magnesium oxide powder were purchased
from Sigma Aldrich and used without further purification. MWCNTs
were prepared by the catalytic decomposition of acetylene (C2H2)
over new synthesized Co-Mo-V trimetallic catalyst and porous
magnesium oxide (MgO) as a supporter. The rapid thermal chemi-
cal vapor deposition (RTCVD) technique has been designed for
the growth of MWCNTs. The catalytic weight composition 15Co:
10Mo: 5V: 70MgO was synthesized by the impregnation method.
For trimetallic Co-Mo-V/MgO catalysis synthesis, 4.52 g (18.146
mmol) of cobalt (II) acetate tetrahydrate, 1.31 g (1.06 mmol) of
ammonium molybdate, and 0.23 g (1.88 mmol) of vanadium (II)
chloride were mixed and dissolved in water. The suspension was
mixed with 5 g (124.03 mmol) of magnesium oxide powder and
vigorously stirred at 80 oC to obtain the slurry. The slurry was dried
at 100 oC for 12 h and then calcined at 500 oC for 5 h. For the
preparation of MWCNTs, 0.2 g of above synthesized trimetallic
catalyst was uniformly dispersed in an alumina boat with a diame-
ter of 3 cm and length 13.9 cm, placed in the central region of a
horizontal quartz-tube reactor. Prior to growth of MWCNTs, tri-
metallic catalyst was activated at 500 oC for 1 hour in a 100-sccm
H2 gas flow. After activation, a mixture of acetylene and hydrogen
gas in the volume ratio of 10 : 100 sccm for 30 min was passed at
800 oC to grow MWCNTs and considered as raw MWCNTs.
2. Purification of MWCNTs

To remove support, metal, metal oxide, and amorphous car-
bon as an impurity from MWCNTs, ultrasonication in deionized
(DI) water for 30minutes at room temperature (RT) was performed.
The volume of the suspension was made double by adding 60%
HNO3 and vigorously stirring at 80 oC for 30 min. After 48 h, it was
filtered by using normal micro filter paper and washed repeatedly
by DI water until the effluent became acid free. The recovered
solid was dispersed into DI water again and boiled for 15 min to
remove adsorbed anion from acid. The sample was dried over-
night in an oven at around 100 oC. The black product obtained
after drying was treated in HCl and stirred for 1 hr to remove the
metal particles at RT. Finally, the product was washed with DI
water, dried and considered as pristine MWCNTs. Characteriza-
tion of both raw and pristine samples was performed by powder
X-ray diffraction (D/MAX 2500 Rigaku, Cu Kα radiation), scan-
ning electron microscopy (Hitachi, S-4700), thermogravimetric anal-
ysis (10 oC/min, TGA, TGAQ50), transmission electron microscopy
(JEOL JEM-2010), Brunauer-Emmett-Teller N2 adsorption iso-
therm techniques (BET, ASAP 2000), Raman spectroscopy (REN-
ISHAW, Microraman spectrometer) enabled with an He-Ne laser
line of excitation wavelength 623 nm, and energy dispersive X-ray

analysis (EMAX, HORIBA, 10 KeV) technique.
3. Hydrogen Storage of Multi-walled Carbon Nanotubes
(MWCNTs)

Hydrogen storage studies of both raw and pure MWCNTs sam-
ple was performed at 298 K using Sievert’s volumetric equipment.
The equipment consists of hydrogen buffer-tank, which was con-
nected to the reactor and a high sensitivity and calibrated pressure
transducer (0.05% error at full scale). Entire setup was placed in
an isothermal bath, whose temperature was monitored and con-
trolled via proportional-integral-differential (PID) controlled ther-
mostat. Prior to the storage experiments, we determined the dead-
volume of the system; it was additionally cross-checked by using
hydrogen adsorption data of a known amount of the intermetallic
alloy LaNi5 [21]. The overall leak-rate of the system determined
using helium gas was found to be negligible. Nearly 0.1 g sample
was used in each storage study. Prior to each adsorption experiment,
the sample was out-gassed for nearly 6 h by heating to 200 oC under
continuous evacuation up to 10−4 Torr. The degassing was typically
performed until a constant and reproducible background pressure
was obtained. For adsorption experiments, high purity hydrogen
gas (99.9999%) was admitted into the buffer and maintained until
equilibrium was established. Then, the gas was isothermally vented
into the reactor and the pressure drop of the hydrogen gas was
measured as a function of time. The gravimetric storage capacity
of nanostructured sample was determined from the pressure drop
of hydrogen gas using ideal gas equation PV=nRT. Additional re-
adsorption experiments were performed on previously adsorbed
samples after degassing of the samples at 200 oC for nearly 4 h.
Data acquisition for hydrogen storage was automated by interfac-
ing the pressure transducer output to a PC via RS-232 device. Fur-
ther experimental details can be obtained elsewhere [21].

RESULTS AND DISCUSSION

In Fig. 1(a) and (b), a high-angle X-ray diffraction (XRD) pat-
tern of as-grown and pristine MWCNTs prepared by chemical
vapor deposition (CVD) using a trimettalic-supported catalyst (Mo-

Fig. 1. X-ray diffraction (XRD) pattern of (a) as-grown and (b) puri-
fied MWCNTs synthesized via trimetallic Mo-Co-V/MgO cat-
alysts for 30 min at 800 oC under 10/100 sccm C2H2/H2 flow.
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Co-V/MgO) is displayed. XRD spectra are characterized by sev-
eral intense peaks between diffraction angle of 10 and 80o. XRD of
both raw and pure MWCNTs showed only CNT and MgO peaks.
The peaks in spectrum correspond to the reflection of (110), (002),
(111), (200), (220) lattice planes of graphite, carbon nanotubes,
and magnesium oxide. The (200) peak of pristine MWCNTs dis-
played in Fig. 1(b) becomes broader as compared to as-grown
MWCNTs (a), indicating smaller diameter of nanotubes after acid
treatment. The disappearance of (111) and (220) in Fig. 1(b) indi-
cates purity of MWCNTs.

Morphology of as-grown and pristine MWCNTs analyzed by
scanning electron microscopy (SEM) is displayed in Fig. 2(a) and
(b). White patches seen over the as-grown and pristine MWCNTs
are the metal particles lying on the walls of carbon nanotubes.
Most of the white patches are seen lying on the tip of the carbon
nanotubes, and these patches are denser in the raw samples as
compared to pristine. Energy dispersive X-ray (EDX) spectrum of
as-grown and pristine MWCNTs is displayed in Fig. 2(c) and (d).
EDX spectrum of as grown sample shows more than 74% of car-
bon and trimetallic-supported catalyst was also present. After puri-
fication by 60% HNO3, almost all impurity present in as-grown
sample disappeared, except for a very minute quantity. More appro-
priate content calculation of the impurities present in both MWCNTs
sample was performed by thermogravimetric analysis (TGA). Fig.
3 shows TGA data performed in a lean oxygen atmosphere using
a heating ramp of 10 oC/min of as grown and pristine MWCNTs.
Here profile (a) corresponds to the TGA data of as-grown MWCNTs
and (b) represents the pristine MWCNTs. The single weight loss
recorded around ~520 oC corresponds to the combustion of car-
bon nanotubes. The recorded weight loss for as-grown MWCNTs
is related to the impurities such as metal and metal oxides present

in the sample and impurity level was drastically decreased to ~2%
post acid treatment of as grown sample. The weight-loss recorded
for both as-grown and pristine MWCNTs matches well with EDX
data shown in Fig. 2(c) and (d). Transmission electron microscopy
(TEM) images of as-grown (a and b) and purified samples (c and
d) are shown in Fig. 4. The tube diameter of as-grown and puri-
fied MWCNTs is ~4-15 nm and ~8-14 nm, respectively (Table 1).

Fig. 5 (a) and (b) shows Raman spectra of as-grown and puri-
fied MWCNTs recorded using an Ar-ion laser at an excitation
wavelength of 514.5 nm. The Raman spectrum shows two peaks
1,324.78 and 1,580.73 cm−1 typical of the high wave-number region

Fig. 2. (a) and (b) are SEM images of as-grown and pristine MWCNTs. (c) and (d) are EDX spectrum of as-grown and pristine MWCNTs.

Fig. 3. Thermogravimetric analysis (TGA) of (a) raw (b) pristine
MWCNTs prepared by rapid thermal chemical vapor analy-
sis (RTCVD).
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of the MWCNTs. These two peaks are related to the disorder-
induced (D-band) and tangential graphitized carbon (G-band),
respectively [22-24]. The D-band in as-grown is weaker compared
to purified MWCNTs and G-band is narrower in the purified
MWCNTs compared to as-grown sample. A direct measurement
of the D band to G band intensity ratio gives ID/IG=0.27 for as-
grown MWCNTs, which decreased to 0.12 for pristine MWCNTs,
indicating the improvement of the quality of the purified MWCNTs.

Another important peculiarity in the Raman spectra of purified
MWCNTs is the considerable enhancement of the intensities of
the Breit-Wigner-Fano (BWF) shape of lower energy side of the
G-band, indicating agglomeration effects that typically occur during
acid treatment of as-grown MWCNTs [25].

Nitrogen adsorption isotherms of as-grown and purified
MWCNTs are shown in Fig. 6. The profile (a) is a close type II
isotherm according to the IUPAC classification [26]. The abrupt
rise of as-grown and pristine MWCNTs in the adsorption is at-
tributed to the filling of micropores [27]. The greater accuracy of
BET model in fitting the experimental adsorption data, especially
at higher pressure is evident in the Fig. 6(b), which contains plot
of 1/[VA(PO/P−1)] vs. P/PO for all samples. The slope and intercept

Fig. 4. (a) and (b) are TEM images of as-grown and (c) and (d) pris-
tine MWCNTs prepared over trimetallic catalyst under 10/100
sccm C2H2/H2 flow.

Table 1. Comparison of BET SSA of current work with the literature data
Sample ID Preparation method Catalyst NT-Type Diameter (nm) BET SSA (m2/g) References
CNT-1 CVD Trimetallic MWCNTs 04-15 313 [Current]
CNT-2 CVD Trimetallic MWCNTs 08-14 647 [Current]
CNT-3 CVD Bimetallic MWCNTs 60-80 030 [13]
CNT-4 CVD Monometallic MWCNTs 60-80 025 [13]
CNT-5 CVD Bimetallic MWCNTs - 240 [24]
CNT-6 CVD Bimetallic MWCNTs 10-20 225 [27]
CNT-7 CVD Bimetallic MWCNTs 10-20 349 [27]
CNT-8 CVD Monometallic MWCNTs 04-12 376 [28]
CNT-9 (NanoAmor) CVD Bimetallic MWCNTs 10-20 146 [29]
CNT-10 (Timesnano) CVD Bimetallic MWCNTs 10-20 177 [29]
CNT-11 (Mitsui) CVD Bimetallic MWCNTs 40-90 022 [29]
CNT-12 (Timesnano) CVD Bimetallic MWCNTs 10-30 119 [29]
CNT-13 (Timesnano) CVD Bimetallic MWCNTs 10-20 074 [29]
CNT-14 (Timesnano) CVD Bimetallic MWCNTs 20-30 118 [29]
CNT-15 (Timesnano) CVD Bimetallic MWCNTs 10-20 180 [29]
CNT-COOH-16 (Timesnano) CVD Bimetallic MWCNTs 10-20 171 [29]
CNT-OH-17 (Timesnano) CVD Bimetallic MWCNTs 10-20 192 [29]

CVD chemical vapor deposition; NT nanotube; SSA specific surface area. NanoAmor, Timesnano and Mitsui are the companies providing
commercial CNTs

Fig. 5. (a) and (b) are Raman spectra of as-grown and pristine
MWCNTs.



Trimetallic catalyst synthesized multi-walled carbon nanotubes and their application for hydrogen storage 1555

Korean J. Chem. Eng.(Vol. 33, No. 5)

of these plots are obtained through linear aggression according to
the Eq. (1) and are used to compute the BET SSA [26].

(1)

Both CNTs (1-2) prepared in our laboratory and existing CNTs
(3-17) shown in Table 1 followed the same experimental condi-
tions [15,26,29-31]. The 313 m2/g BET-SSA of as-grown MWCNTs
increased to 647 m2/g after purification by 60% HNO3. The increase
in surface area ~294 m2/g clearly indicates the growth of pristine
MWCNTs. Tremendous increase of BET surface area of CNT-1
and CNT-2 samples compared to bimetallic or monometallic cata-
lyst is visible in Table 1. Enormous increase in surface area is due
to the purification, which shortened and opened the majority of
MWCNTs [28-30]. Trimetallic catalyst has more catalytic activity,
selectivity, and stability is also responsible for higher BET SSA.
During MWCNT synthesis, high carbon solutbility and diffusion
rates are more prominent in Co-Mo-V trimetallic catalyst com-
pared to monometallic and bimetallic and may be also enhancing
factor for the improved surface area [32]. Comparison of enhance-
ment of BET SSA of current MWCNTs with the literature BET
SSA of MWCNTs prepared via bimetallic and monometallic cata-

lyst is also discussed in Table 1.
The hydrogen storage behavior of MWCNTs at different types

of equilibrium pressures is displayed in Fig. 7, where a typical
hydrogen storage capacity vs time is plotted. The profile (a) and
(b) corresponds to hydrogen adsorption of as-grown and purified
MWCNTs. The hydrogen storage capacity is ~0.22 wt% for as-
grown MWCNTs as shown in Fig. 7(a). The re-adsorption of hy-
drogen onto the sample previously hydrogenated was performed
after outgassing at ambient temperature. The measurement indi-
cated that maximum hydrogen storage capacity of MWCNTs dimin-
ished negligibly within the error limit of the measurement. A linear
hydrogen storage capacity increase was observed as the equilibrium
pressure of as-grown MWCNTs was increased between 1.67 and
1.88 MPa. More than 95% of hydrogen was adsorbed in a very
short time (1 min). The inset of Fig. 7(a) displays transient hydro-
gen storage profiles for the complete duration of the experiment.
The maximum hydrogen storage capacity of as-grown MWCNTs
was determined using [Wt of H/(Wt of H+Wt of CNTs)]×100
using the Ideal gas equation PV=nRT. Interestingly, hydrogen
storage capacity of pristine MWCNTs is ~10% less compared to
as-grown MWCNTs performed under similar experimental con-
ditions. The fact is that hydrogen storage capacity increases as the
BET surface area increases, but in our case it was not observed

1
n PO/P( ) −1[ ]
------------------------------- = 

i
cnm
--------- + 

c −1
cnm
---------

P
PO
------

Fig. 6. (a) N2 adsorption isotherms of as-grown and purified
MWCNTs (▲ and ▼) of trimetallic catalyst supported MgO.
(b) Plot of 1/Va[(Po/P−1)] vs P/Po of as-grown and purified
MWCNTs (▼ and ▲) shows linear fit in the relative pressure
range of 0-0.4.

Fig. 7. (a) and (b) are hydrogen storage capacity (wt%) vs time (S)
of raw and pristine MWCNTs for a very short time. Inset (a)
and (b) is hydrogen storage capacity (wt%) vs time (S) for
more than 1 hour after activating at 200 oC.
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and kinetics of pristine MWCNTs was also less compared to as-
grown sample [29]. This suggests that presence of impurities like
metals and metal oxides in as-grown sample was responsible for
both increased hydrogen storage capacity and fast kinetics. In our
synthesized as-grown MWCNTs sample, TGA and EDX show
more than 30% impurities such as metals and their oxides. It is
well known that transition metals are susceptible to increase the
hydrogen storage capacity and kinetics [21,33-35]. Furthermore,
enhacement of hydrogen uptake of pristine sample was overshad-
owed by the presence of metals as impurities in as-grown MWCNTs
sample. The readsorption of hydrogen on the hydrogenated pris-
tine sample shows very little variation indicating physisorption of
hydrogen on the pristine MWCNTs sample. In Fig. 7(b) the inset
shows long time hydrogen storage adsorption on pristine MWCNTs.
Pristine MWCNTs also shows linear hydrogen storage capacity
increase as the equilibrium pressure of the sample increases between
1.67 and 1.88 MPa.

CONCLUSION

High surface area multi-walled carbon nanotubes have been syn-
thesized by thermal decomposition of acetylene over a new trime-
tallic catalyst supported MgO. The surface area of as-grown and
purified MWCNTs was found to be 313 m2/g and 643 m2/g much
improved than MWCNTs synthesized by monometallic and bime-
tallic catalysts. The hydrogen storage capacity of as-grown MWCNTs
was ~0.22 wt%, which is ~10% more than pristine MWCNTs (0.20
wt%) activated thermally at 200 oC at equilibrium pressure between
1.68 and 1.88 MPa. The enhanced hydrogen storage capacity and
fast kinetics of as-grown samples as compared to pristine was ob-
served due to the presence of impurities such as metals or metal
oxides responsible for synthesis of trimetallic catalyst. The fast
kinetics and complete reversibility gives the complete indication of
physisorption of hydrogen on MWCNTs.

ACKNOWLEDGEMENT

The Author gratefully acknowledges the support of the Depart-
ment of Chemical and Materials Engineering, King Abdulaziz
University.

REFERENCES

1. S. E. Moradi, Korean J. Chem. Eng., 31(9), 1651 (2014).
2. S. M. A. Ibrahim, Korean J. Chem. Eng., 31(10), 1792 (2014).
3. J. Yang, A. Sudik, C. Wolverton and D. J. Siegel, Chem. Soc. Rev.,

39, 656 (2010).
4. P. Benard and R. Chahine, Scripta Mater., 56, 803 (2007).
5. S. M. Lee, K. H. An, Y. H. Lee, G. Seifert and T. Frauenheim, J Am.

Chem. Soc., 123, 5059 (2001).
6. H. M. Cheng, Q. H. Yang and C. Liu, Carbon, 39, 1447 (2001).

7. V. V. Simonyan and J. K. Johnson, J Alloy. Compd., 330-332, 659
(2002).

8. M. Jorda-Beneyto, F. Suarez-Garcıa, D. Lozano-Castello, D. Cazo-
ria-Amoros and A. Linares-Solano, Carbon, 45, 293 (2007).

9. S. Shi and J. Y. Hwang, Int. J. Hydrogen Energy, 32, 224 (2007).
10. P. Benard, R. Chahine and P. A. Chandonia, J. Alloy. Compd., 446-

447, 380 (2007).
11. L. Zhou, Renew. Sust. Energy Rev., 9, 395 (2005).
12. Z. Yang, D. M. Grant, P. Wang and G. S. Walker, Faraday Discuss.,

151, 133 (2011).
13. A. C. Dillon and M. J. Heben, Appl. Phys. A, 72, 133 (2001).
14. F. L. Darkrim, P. Malbrunot and G. P. Tartaglia, Int. J. Hydrogen

Energy, 27, 193 (2002).
15. N. H. A. Hassan, A. R. Mohamed and S. H. S. Zein, Diam. Relat.

Mater., 16, 1517 (2007).
16. R. Strobel, J. Garche, P. T. Moseley, L. Jorisseh and G. Wolf, J.

Power Sources, 159, 781 (2006).
17. Y. Ren and D. L. Price, Appl. Phys. Lett., 79, 3684 (2007).
18. S. Patchkovskii, J. S. Tse and S. N. Yurchenko, P. Natl. Acad. Sci.

USA, 102, 10439 (2005).
19. A. Burian, J. C. Dore and H. E. Fischer, J. Phys. Rev., B, 59, 1665

(1999).
20. P. I. Babaev, M. M. Dubinin and A. A. Isirikyan, Russ. Chem. B+,

25, 1815 (1976).
21. R. Zacharia, K. Y. Kim and A. K. M. F. Kibria, Chem. Phys. Lett.,

412, 369 (2005).
22. A. Jorio, M. A. Pimenta and A. G. S. Filho, New J. Phys., 5, 139

(2003).
23. N. Melanitis, P. L. Tetlow and C. Galiotis, J. Mater. Sci., 31, 851

(1996).
24. M. Cinke, J. Li and B. Chen, Chem. Phys. Lett., 365, 69 (2002).
25. C. Jiang, K. Kempa and J. Zhao, Phys. Rev. B, 66, 161404 (2002).
26. F. Li, Y. Wang, D. Wang and F. Wei, Carbon, 42, 2375 (2004).
27. M. Eswaranoorthy, R. Sen and C. N. R. Rao, Chem. Phys. Lett.,

304, 207 (1999).
28. A. W. Adamson, Physical Chemistry of Surfaces, Wiley, NewYork

(1990).
29. R. Zacharia, K. Y. Kim and S. W. Hwang, Catal. Today, 120, 426

(2007).
30. D. Y. Kim, C. M. Yang and Y. S. Park, Chem. Phys. Lett., 413, 135

(2005).
31. M. E. Birch, T. A. Ruda-Eberenz, M. Chai, R. Andrews and R. L.

Hatfield, Ann. Occup. Hyg., 57, 1148 (2013).
32. F. Ding, P. Larsson, J. A. Larsson, R. Ahuja, H. Duan, A. Rosen

and K. Bolton, Nano Lett., 8, 463 (2008).
33. J. Cai, L. Li, X. Lv, C. Yang and X. Zhao, ACS Appl. Mater. Inter-

faces, 6, 167 (2014).
34. M. Shiraishi, T. Takenobu, A. Yamada, M. Ata and M. Kataura,

Chem. Phys. Lett., 358, 213 (2002).
35. G. G. Wildgoose, C. E. Banks and R. G. Compton, Small, 2, 182

(2006).



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 290
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth 8
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /FlateEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 290
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth 8
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /FlateEncode
  /AutoFilterGrayImages false
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 800
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e9ad88d2891cf76845370524d53705237300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc9ad854c18cea76845370524d5370523786557406300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA <>
    /JPN <FEFF9ad854c18cea306a30d730ea30d730ec30b951fa529b7528002000410064006f0062006500200050004400460020658766f8306e4f5c6210306b4f7f75283057307e305930023053306e8a2d5b9a30674f5c62103055308c305f0020005000440046002030d530a130a430eb306f3001004100630072006f0062006100740020304a30883073002000410064006f00620065002000520065006100640065007200200035002e003000204ee5964d3067958b304f30533068304c3067304d307e305930023053306e8a2d5b9a306b306f30d530a930f330c8306e57cb30818fbc307f304c5fc59808306730593002>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken die zijn geoptimaliseerd voor prepress-afdrukken van hoge kwaliteit. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents best suited for high-quality prepress printing.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020ace0d488c9c80020c2dcd5d80020c778c1c4c5d00020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName ()
      /DestinationProfileSelector /DocumentCMYK
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /DocumentCMYK
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [2834.646 2834.646]
>> setpagedevice


