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1. Introduction

Carbon nanotubes (CNTs) were first discovered by lijima in 1991 [1]. CNTs have sparked
great interest in many scientific fields such as physics, chemistry, and electrical engineering
[2, 3]. CNTs are composed of graphene sheets rolled into closed concentric cylinders with
diameter of the order of nanometers and length of micrometers. CNTs are in two kinds,
based on number of walls, the single-walled and multi-walled.

The diameter of single walled carbon nanotubes (SWNTs) ranges from 0.4 nm to 3nm and
the length can be more than 10 mm that makes SWNTs good experimental templates to
study one-dimensional mesoscopic physics system [3]. These unique properties have been
the engines of the rapid development in scientific studies in carbon based mesoscopic phys-
ics and numerous applications such as high performance field effect transistors [4-9], single-
electron transistors [10, 11], atomic force microscope tips [12], field emitters [13, 14],
chemical/biochemical sensors [15-18], hydrogen storage [19].

There are three important methods to produce high quality CNT namely laser [20], arc dis-
charge [21, 22], and Chemical Vapor Deposition (CVD) [23, 24]. Recently, arc discharge in
liquid media has been developed to synthesize several types of nano-carbon structures such
as: carbon onions, carbon nanohorns and carbon nanotubes. This is a low cost technique as it
does not require expensive apparatus [25,26].

However, several techniques such as oxidation, nitric acid reflux, HCI reflux, organic func-
tionalization, filtration, mechanical purification and chromatographic purification have been
developed that separate the amorphous carbons and catalyst nanoparticles from the CNTs
while a significant amount of CNTs are also destroyed during these purification processes [27].
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In this review paper, synthesis, purification and structural characterization of CNTs based
on arc discharge in liquid media are reviewed and discussed. In addition, several parame-
ters such as: voltage difference between electrodes, current, type and ratio of catalysts, elec-
trical conductivity, concentration, type and temperature of plasma solution, as well as
thermal conductivity on carbon nanotubes production are investigated.

2. Synthesis of CNTs

2.1. Laser vaporization

The laser vaporization method was developed for CNT production by Smalley's group [28,
29]. The laser is suitable for materials with high boiling temperature elements such as car-
bon because of its high energy density. The quantities of CNTs, in this method are large.
Smalley's group further developed the laser method also known as the laser-furnace method
[28]. Fullerenes with a soccer ball structure are produced only at high furnace temperatures,
underlining the importance of annealing for nanostructures [28]. These discoveries were ap-
plied to produce CNTs [29] in 1996, especially SWNTs. A beam of high power laser imping-
es on a graphite target sitting in a furnace at high temperature as Figurel shows.
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Figure 1. Schematic drawing of a laser obtain.

The target is vaporized in high-temperature buffer gas like Ar and formed CNTs. The pro-
duced CNTs are conveyed by the buffer gas to the trap, where they are collected. Then
CNTs can be found in the soot at cold end.

This method has several advantages, such as high-quality CNTs production, diameter con-
trol, investigation of growth dynamics, and the production of new materials. High-quality
CNTs with minimal defects and contaminants, such as amorphous carbon and catalytic met-
als, have been produced using the laser-furnace method together with purification processes
[30-32] but the laser has sufficiently high energy density to vaporize target at the molecular
level. The graphite vapor is converted into amorphous carbon as the starting material of
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CNTs [33-35]. However, the laser technique is not economically advantageous, since the
process involves high purity graphite rods, high power lasers and low yield of CNTs.

2.2. Chemical vapor deposition (CVD)

The chemical vapor deposition (CVD) is another method for producing CNTs in which a hy-
drocarbon vapor is thermally decomposed in the presence of a metal catalyst. In this meth-
od, carbon source is placed in gas phase in reaction chamber as shown in Figure 2. The
synthesis is achieved by breaking the gaseous carbon molecules, such as methane, carbon
monoxide and acetylene, into reactive atomic carbon in a high temperature furnace and
sometime helped by plasma to enhance the generation of atomic carbon [36].

This carbon will get diffused towards substrate, which is coated with catalyst and nanotubes
grow over this metal catalyst. Temperature used for synthesis of nanotube is 650 — 900 °C
range and the typical yield is 30% [36].
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Figure 2. Schematic diagram of a CVD setup.

In fact, CVD has been used for producing [37-39] carbon filaments and fibers since 1959.
Figure 2 shows a schematic diagram of the setup used for CNT growth by CVD in its sim-
plest form. CNTs grow over the catalyst and are collected upon cooling the system to room
temperature. The catalyst material may be different, solid, liquid, or gas and can be placed
inside the furnace or fed in from outside [40, 41].

2.3. Arc Discharge

A schematic diagram of the arc discharge apparatus for producing CNTs is shown in Figure
3. In this method, two graphite electrodes are installed vertically, and the distance between
the two rod tips is usually in the range of 1-2 mm. The anode and cathode are made of pure
graphite (those are, with a purity of 99.999%).
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The anode is drilled, and the hole is filled with catalyst metal powder then the chamber is
connected to a vacuum line with a diffusion pump and to a gas supply [43]. Like the anode
in a DC electric arc discharge reactor, CNT is synthesized of graphite rod. After the evacua-
tion of the chamber by a diffusion pump, rarefied ambient gas is introduced [43].
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Figure 3. Schematic diagram of apparatus for preparing CNTs.

When a dc arc discharge is applied between the two graphite rods, the anode is consumed,
and fullerene is formed in the chamber soot [43]. The mass production of multi wall carbon
nanotubes (MWCNTs) by this dc arc discharge evaporation was first achieved by Ebbesen
and Ajayan [44].

3. Arc-Discharge in Liquid Media (ADLM)

The traditional arc-plasma growth method for CNTs necessitates complex gas-handling
equipment, a sealed reaction chamber, a liquid-cooled system and time consuming purge
cycles. The act of extraction of nanotube’s product is so complicated [45]. To be compared,
the growth of arc plasma in water requires simple operation and equipment which had
made the process of CNTs production noticeable [47].

Ishigami et al. [48] developed a simple arc method in liquid nitrogen for the first time that
allow for the continuous synthesis of high-quality CNTs. The materials obtained are mainly
MWCNTs, amorphous carbon, graphitic particles and carbonaceous material [48, 49]. Subse-
quently, an aqueous arc-discharge (arc-water) method was developed. Lange et al. [50] gen-
erated onions, nanotubes and encapsulates by arc discharge in water. Figure 4 is shown
produced CNTs in LiCl 0.25 N media [51].



Fabrication, Purification and Characterization of Carbon Nanotubes: Arc-Discharge in Liquid Media (ADLM)
http://dx.doi.org/10.5772/51116

Figure 4. Carbon nanotubes produced in LiCl 0.25 N [51].

The arc discharge in liquid is initiated between two high purity graphite electrodes. Figure 5
is shown schematic device of arc discharge in liquid. Both electrodes are submerged in the

liquid in a beaker. At first, the electrodes touch each other and are connected with a direct

current (DC) power supply.

voltage Current

25v 100A

Figure 5. Schematic device of arc discharge in liquid.

The cathode is usually 20 mm in diameter, while the anode is 6 mm in diameter. Then the arc
discharge is initiated by slowly detaching the moveable anode from the cathode. The arc gap is

kept at the proper value (about 1 mm) that the continuous arc discharge could be obtained [52].
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Recently carbon nanotubes (CNTs) were fabricated successfully with arc discharge in solu-
tion by a novel full automatic set up [51].

The arc discharge and consequently consumption of anode result to increase the distance
between the two electrodes and degrees the voltage between them as well. In order to re-
main constant voltage and gap between the two electrodes, the program automatically will
compare the initial voltage with the voltage of two electrodes with an accuracy of 0.1 V. Based
on the calculated difference the program calculates the proportional coefficient for the pro-
portional controller. Figure 6 is schematic of the apparatus used for automatic arc dis-
charge in solution [51].

During the arc discharge, the gap between the two electrodes is maintained at approximate-
ly 1 mm, while the synthesis time is 60 s [51].

Figure 6. Schematic of the apparatus used for automatic arc discharge in solution [51].

3.1. Catalyst Materials and their ratio

A metal catalyst is necessary for the growth of the CNTs in all the methods used for synthe-
sis of CNTs. Catalysts use to prepare CNTs usually include transition metals as a single or
mixture of two catalysts such as a single, Fe, Co, Ni or Mo [53] or mixture of two catalysts such
as FeNi [54], PtRh [55] and NiY [22]. Hsin et al. [57] firstly reported the production of metal-
containing CNTs by arc discharge in solution.

The catalyst activation is determined in relation to the melting temperature and the boiling
temperature thus the melting and boiling temperature of a catalyst can be one of the vital
factors in the synthesis of SWCNTs [51].

CNTs are synthesized while the anode is filled by divergent single or bimetallic catalysts [51].
Scanning electron micros copies (SEM) show that the fabricated CNTs without any catalyst,
figure 7, is in a very short long, disordered and is faulty grown.
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Figure 8. SEM image of the product which is fabricated with 5% Ni as catalyst [51].

Ni catalyst, figure 8, motivate a production of elongated CNTs and springy CNTs with a rel-
atively good yield while Fe catalysts, figure 9, promote a production of CNTs with short
length and defect structure and the yield is moderate.
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Figure 9. SEM image of the product which was fabricated with 5% Fe as catalyst [51].

Jahanshahi et al. showed that Mo catalysts motivate a production of CNTs with long length
and high crystalline structure but with a wide diameter while it has a relatively good yield.
In contrast, Mo-Ni bimetallic catalyst cause the production of CNTs with long length, nar-
row distribution diameters and crystalline structure without any defect and follow with a
good yield [51].

3.2. Plasma Solution Temperature

The effect of solution temperature on the synthesis of CNTs and the structure of fabricated
CNTs was investigated by Dehghani et al [57]. Scanning electron microscopes and transient
electron microscopes (TEMs), figure 10, shows that the fabricated CNTs below zero as ther-
mal condition is not suitable for synthesizing CNTs by the arc discharge method in liquid
and CNTs cannot grow under low temperatures, especially below zero. High temperature is
also not suitable for synthesizing CNTs by the arc discharge method in liquid media.

In contrast, observations show that in the environment with (25 °C) temperature, long CNTs
are formed with narrow distribution diameter, complete clean, flat surface and arranged
structure. Constant temperature around 25°C is the best thermal condition for synthesizing
CNTs by the arc discharge method in liquid [57].
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Figure 10. SEM image of the product which was fabricated a) below zero temperature b) at a high temperature
(80°C), ¢) at the environment temperature (25 °C)[57].

3.3. Voltage difference between electrodes

The voltage effects on the production of the nanostructures by applying a variety of voltage
values in different experiments were investigated by Jahanshahi et al [58]. The SEMs of the
synthesized materials, figure 11 shows the formation of fullerene at a voltage of 10 V, while
both CNTs and fullerenes are fabricated at a voltage of 20 V.

Figure 11. a) SEM images of the produced sample by arc discharge at a voltage of 10 V. (b) SEM images of the pro-
duced sample by arc discharge at a voltage of 20 V. (c) SEM images of the produced sample by arc discharge at a
voltage of 30 V [58].
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On the contrary, the elongated CNTs were synthesized with high quality at a voltage of 30
V. The results show that the rate of production efficiency and anode consumption is in-
creased by increasing the voltage amount [58].

3.4. Plasma Solution Concentration

Liquid nitrogen provides a good environment for the MWCN synthesis, but the strong
evaporation cause by the operation of the arc discharge does not allow a good thermal ex-
change between the synthesized material and its surroundings.

Arc discharge in deionised water and liquid nitrogen are erratic due to their electrical insu-
lation [50]. The electrical conductivity of LiCl solution is also better than deionised water
and liquid nitrogen [59].

Figure 12 shows TEM image of the as-grown MWCN synthesized in LiCl. Investigators have
demonstrated the possibility of producing carbon nanostructures in the liquid phase (water,
hydrocarbons, dichloromethane, CCl,, in liquid gases) [61].

Figure 12. TEM image of the as-grown MWCN synthesized in LiCl [58].

In contrast, liquid water besides providing a suitable environment also provides the thermal
conditions necessary to retain good quality CNTs in the raw material, while the reactivity of
the water with hot carbon does not appear to have any major effects on the reaction [59].

Figure 13 shows CNTs are produced in NaCl [62]. Nevertheless, arc discharge in NaCl solu-
tion is extremely stable owing to the excellent electrical conductivity induced by Cl" and Na*
ions. Too many Na* ions would hinder carbon ions flying from anode towards the center of
cathode. Researchers found that perhaps this is another reason that the length of SWCNT is
short and only a single SWCNT [61].
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Figure 13. Production of CNTs in NaCl solution [62].

The optimized conditions to synthesize large quantities of SWCNT by applying arc dis-
charge in NaCl solution deserve further investigation. Arc discharge in NaCl solution pro-
vides a very simple and cheap method to synthesize CNTs [60].

3.5. Discharge current

Discharge current is another important parameter influencing the products of arc dis-
charge. If the catalyst percentage is 1 mol% Fe, and the discharge current is intentionally
reduced to 20 A, the arc became very unstable, and disappear when the voltage is in-
creased to 28 V [63].

3.6. The solution electrical conductivity effect

The effect of electrical conductivity of liquid on CNTs production might be important. A ser-
ies of experiments carried out and the products were fabricated using arc discharge between
two graphite electrodes submerged in different aqueous solutions of NaCl, KCI as well as
LiCl. In comparative studies, CNTs were synthesized under different electrical conductivity
conditions, and the results were analyzed, compared and discussed. The scanning electron
microscopy (SEM), transmission electron microscopy (TEM) and Raman spectroscopy were
employed to study the morphology of these carbon nanostructures and reported. LiCl 0.25
N (with 22.7mS as electrical conductivity) media when applied as solution, high-crystalline
and a longed multi walled carbon nanotubes, single walled carbon nanotubes and springy
carbon nanotubes (SCNTs) were synthesized. This study is one of the first one have demon-
strated application of an arc discharge in liquid media with electrical conductivity effects
upon CNT preparation and deserves further study (Dehghani and Jahanshahi, (2012); un-
published data).
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4, Purification of fabricated CNTs

CNTs usually contain a large amount of impurities such as metal particles, amorphous car-
bon, and multi shell. There are different steps in purification of CNTs. Purification of CNTs
is a process that separates nanotubes from non-nanotube impurities included in the raw
products, or from nanotubes with undesired numbers of walls. Purification has been an im-
portant synthetic effort since the discovery of carbon nanotubes, and there are many publi-
cations discussing different aspects of the purification process. Good review articles on the
purification of CNTs are available in the recent literature [64, 65].

The current industrial methods applied oxidation and acid-refluxing techniques that affect
the structure of tubes. Purification difficulties are great because of insolubility of CNT and
the limitation of liquid chromatography.

CNT purification step (depending on the type of the purification) removes amorphous car-
bon from CNTs, improves surface area, decomposes functional groups blocking the en-
trance of the pores or induces additional functional groups.

Most of these techniques are combined with each other to improve the purification and to
remove different impurities at the same time. These techniques are as follow:

4.1. Oxidation

Oxidation is a way to remove CNTs impurities. In this way CNTs and impurities are oxi-
dized. The damage to CNTs is less than the damage to the impurities. This technique is
more preferable with regard to the impurities that are commonly metal catalysts which act
as oxidizing catalysts [66, 67].

Altogether, the efficiency and yield of the procedure are highly depending on a lot of
factors, such as metal content, oxidation time, environment, oxidizing agent and tempera-
ture [67].

4.2, Acid treatment

Refluxing the sample in acid is effective in reducing the amount of metal particles and amor-
phous carbon. Different used acids are hydrochloric acid (HCI), nitric acid (HNO;) and sul-
phuric acid (H,S0,), while HCl is identified to be the ideal refluxing acid. When a treatment
in HNO3 had been used the acid had an effect on the metal catalyst only, and no effects was
observed on the CNTs and the other carbon particles. [66-69]. Figure 14 shows the SEM im-
ages of CNTs after and before purification stage with HCl [51].

If a treatment in HCl is used, the acid has also a little effect on the CNTs and other carbon
particles [69, 70]. A review of literature demonstrates the effects that key variables like acid
types and concentration & temperature have on the acid treatment [69, 70].
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Figure 14. The SEM images of CNTs (A) after (B) before purification stages with HCI [51].

4.3. Annealing and thermal treatment

High temperature has effect on the productions and paralizes the graphitic carbon and the
short fullerenes. When high temperature is used, the metal will be melted and can also be

removed [69].
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4.4. Ultrasonication

This technique is based on the separation of particles due to ultrasonic vibrations and also
agglomerates of different nanoparticles will be more dispersed by this method. The separa-
tion of the particles is highly dependable on the surfactant, solvent and reagents which are
used [67-70].

When an acid is used, the purity of the CNTs depends on the sonication time. During the
tubes vibration to the acid for a short time, only the metal is solvated, but in a more extend-
ed period, the CNTs are also chemically cut. [69].

4.5. Micro-filtration

Micro-filtration is based on particle size. Usually CNTs and a small amount of carbon nano-
particles are trapped in a filter. The other nanoparticles (catalyst metal, fullerenes and car-
bon nanoparticles) are passing through the filter [65, 69, 70, 72].

A special form of filtration is cross flow filtration. Through a bore of fiber, the filtrate is
pumped down at head pressure from a reservoir and the major fraction of the fast flowing
solution is reverted to the same reservoir in order to be cycled through the fiber again. A fast
hydrodynamic flow down the fiber bore sweeps the membrane surface and prevents build-
ing up of a filter cake [67].

5. Morphological and structural characterizations

To investigate the morphological and structural characterizations of the CNTs, a reduced
number of techniques can be used. It is very important to characterize and determine the
quality and properties of the CNTs, since its applications will require certification of proper-
ties and functions [74].

However, only few techniques are able to characterize CNTs at the individual level such as
scanning tunneling microscopy (STM) and transmission electronic microscopy (TEM). X-ray
photoelectron spectroscopy is required to determine the chemical structure of CNTs in spite
of the fact that Raman spectroscopy is mostly introduced as global characterization technique.

5.1. Electron microscopy (SEM & TEM)

The morphology, dimensions and orientation of CNTs can be easily revealed by using scan-
ning (SEM) and Transmission Electron Microscopes (TEM) which have high resolution.
[70-75] (Figs. 15).

Therefore, the TEM technique is applied as a method for measurement of the outer and in-
ner radius and linear electron absorption coefficient of CNTs [76].This method is used to
study CNTs before and after annealing and notice a significant increase of the electron ab-
sorption coefficient. The inter shell spacing of MWNTs was studied by Kiang et al. [77] us-
ing high resolution TEM images.
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Figure 15. Electron micrographs of CNT (A) SEM of the CNT. (B) TEM of the CNT [57].

5.2. X-ray diffraction (XRD)

This technique is used to obtain some information on the interlayer spacing, the structural
strain and the impurities. However, in comparing CNTs with x-ray incident beam, CNTs
have multiple orientations. This leads to a statistical characterization of CNTs [78].

5.3. Raman spectroscopy

Raman spectroscopy is one of the most powerful tools for characterization of CNTs. Without
sample preparation, a fast and nondestructive analysis is possible. All allotropic forms of
carbon are active in Raman spectroscopy [79]. The position, width, and relative intensity of
bands are modified according to the carbon forms [80].

A Raman spectrum of a purified sample (after applying the purification procedure) is
shown in figure 16. The peaks at 1380 cm™ and 1572 cm™ correspond to disorder (D-band)
and graphite (G-band) bands, respectively. The former is an indication of the presence of de-
fective material and the latter one refers to the well-ordered graphite [62].

The most characteristic features are summarized as following:

1. Low-frequency peak <200 cm-1 characteristic of the SWNT, whose frequency is depend-
ed on the diameter of the tube mainly (RBM: radical breathing mode).

2. D line mode (disorder line), which is a large structure assign of residual ill-organized
graphite.

3. High-frequency bunch that is called G band and is a characteristic of CNTs. This bunch
has the ability to be superimposed with the G-line of residual graphite [81].

Raman spectroscopy is considered an extremely powerful tool for characterizing CNT,
which gives qualitative and quantitative information on its diameter, electronic struc-
ture, purity and crystalline, and distinguishes metallic and semiconducting material as
well as chirality.
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Figure 16. Raman spectrum showing the most characteristic features of CNTs produced by arc discharge method in
liquid followed by acid treatment [62].

6. Conclusion

Carbon nanotubes (CNTs), a new structure of carbon element, are composed of graphen
sheets rolled into closed concentric cylinders with diameter of the order of nanometers and
length of micrometers. CNTs are attracted significant attention because of their unique
physical and mechanical properties. These properties have been the engines of the rapid de-
velopment in scientific studies in numerous applications such as in fuel cell and electrocata-
lyst, nanobiosensors, gas adsorptions and membrane separation [82-88].

Three methods, laser, arc discharge and chemical vapor deposition are used to synthesize
CNTs. The laser method is also known as the laser-furnace method. The quantities CNTs in
this method are large but this technique is not economically advantageous, since the process
demanded considerable power. The chemical vapor deposition is another method for pro-
ducing CNTs. It could produce CNTs at temperatures above 700 °C in large quantities, but
the walls of the CNTs frequently contain many defects. Traditional arc discharge requires a
complicated vacuum and heat exchange system. The yields of the laser and traditional arc
discharge methods are very low (mg/h). From the application perspective, researchers are
continuously trying to devise improved methods for CNTs fabrication.

Arc discharge in liquid media is a new method of synthesizing CNTs developed recently.
All that is required is a dc power supply and an open vessel full of liquid nitrogen, deion-
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ized water or aqueous solution. This method is not requiring vacuum equipment, reacted
gases, a high temperature furnace and a heat exchange system. Consequently, this method is
extremely simple and cheap.

As it has been deeply investigated above, synthesis, purification and characterization of CNTs
based on arc discharge in liquid media were described and discussed in this review paper.
The observations of CNT growth under electron microscopy and other analytical techni-
ques by different groups suggested that the mechanism are extremely sensitive to each fabri-
cation parameter such as voltage difference between electrodes, current, type and ratio of
catalysts, electrical conductivity, concentration, type and temperature of plasma solution and
thermal conductivity. All these parameters were reviewed and studied herein. To the best of
our knowledge the current review is the first one has discussed all aspects of arc discharge
method in liquid media for CNT preparation and this technique deserves further attention.
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