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Abstract
Owing to their unique chemical and physical properties, single-walled carbon nanotubes (SWCNTs)
h a v e a t t r a c t e d i n c r e a s i n g a t t e n t a t i o n i n va r i o u s ﬁ e l d s . T h e p r o p e r t i e s o f S W C N T s s t r o n g l y d e p e n d
on their chirality and geometry. Thus, to realize the applications in desired ﬁelds, it is of signiﬁcant
importance to tune the chirality and geometry of SWCNTs.
The ﬂoating catalyst chemical vapor deposition (FC-CVD) method, as a dry and continuous process,
has been widely used in academic and industrial ﬁ elds. However, tuning the growth of SWCNTs
in FC-CVD is a challenge.
In this thesis, ﬁrst of all, certain amounts of carbon dioxide (CO2) is introduced to tune the growth
of SWCNTs in a FC-CVD reactor, where carbon monoxide (CO) is used as carbon source and
ferrocene as catalyst precursor. We found that the SWCNT thin ﬁ lms display different colors with
various CO2 concentration, speciﬁ cally, a green and brown colors are observed . The optical
absorption spectrum of the green ﬁ lm shows a distinct absorption peak in visible range. Further
analyzing the chirality by electron diffraction reveals that the green ﬁ lm possesses a very narrow
chirality distribution near armchair. Besides the chirality, we also studied the geometry, such as
t u b e d i a m e t e r, b u n d l e l e n g t h a n d d i a m e t e r , m o d u l a t e d b y C O 2. T h e S WC N T d i a m e t e r a n d b u n d l e
length are found to increase with CO2 concentration. In addition, the yield and bundle diameter
are also affected by CO2. Accordingly, SWCNT thin ﬁ lm prepared with certain CO2 concetration
displays a remarkably reduced sheet resistance. Therefore, employing CO2 offers new strategy to
tune the chirality and geometry of SWCNTs in FC-CVD. Furthermore, we also deposited our
aerosol SWCNTs on wafer-scale substrates by large-scale thermophoretic precipitator (TP), such
SWCNT thin ﬁ lms display ideal uniformity and conductivity. The scale-up deposition method is
applicable in industrial productions of SWCNT transparent conductive ﬁ lms.
To futher reduce the sheet resistance of SWCNT thin ﬁ lms, we then deposited SWCNTs on
graphene by TP. The SWCNTs/graphene hybrid ﬁlm exhibits improved conductivity. By measuring
the temperature dependent conductance, we found that due to the presence of graphene, the
tunnelling barrier between tubes has been reduced, which enhances the carrier tunnelling efﬁciency
and thus, improves the conductivity.
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1. Introduction

Since the discovery in 19911, single-walled carbon nanotube (SWCNT) has
drawn tremendous attentions due to its unique chemical and physical properties2. The properties of SWCNTs critically depend on the chirality and geometry
(i.e. diameter, length and bundle size etc.) of SWCNTs. Thus, to adequately realize the applications in various fields, such as transparent conductive films
(TCFs)3 or thin film transistors (TFTs)4, controlling the chirality and geometry
of SWCNTs is essential.
In last decades, researchers have developed a series of methods of producing
SWCNTs, such as arc discharge5, laser ablation6 and chemical vapor deposition
(CVD)7. In particular, the floating catalyst CVD (FC-CVD)8-10, owing to the continuous process, high-yield and direct deposition on various substrates of highquality SWCNTs, has been widely used in academic and industrial fields. HiPco
is well-known FC-CVD method developed by Smalley et al. for SWCNT synthesis8, where the carbon monoxide (CO) is used as carbon source and decomposed
at high pressure. In 2006, Kauppinen et al. developed a new FC-CVD system,
where the CO could be used as carbon source at ambient pressure for SWCNT
synthesis9. After which, with the similar system more synthesis conditions were
investigated and the SWCNT quality has been significantly improved by the
same group. For instance, Kaskela et al. could directly deposit the SWCNTs on
the membrane filter as a thin film and the SWCNT length can be tuned using
reactors with different sizes11. However, more details of the synthesized
SWCNTs, such as the chirality, still remain unclear. In addition, more controllable synthesis of SWCNT is demanding and the thin film performances have
room for improvement.
In addition, earlier researchers reported that employing certain amount of
promotors during growth, such as H2O12, CO213, 14, S15, 16, is efficient to grow
SWCNTs with high selectivity on chirality or geometry. CO2, as a small gas molecule containing both C and O elements, may act as indirect carbon source17 and
oxidizing agent18 for SWCNT growth. Some research have been conducted using
CO2 as promotor and hydrocarbon as carbon source for CNT synthesis13, 19, 20,
and the structure of SWCNTs, such as diameter and length, can be modulated
by CO2. Tian et al. employed certain amount of CO2 in FC-CVD where CO was
used as carbon source, they find that the SWCNT diameter increases with CO2
concentration21. However, some other parameters of SWCNTs tuned by CO2,
such as chirality, bundle length and bundle diameter and the corresponding film
performances, call for further study.
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Thus, in this thesis, firstly, we introduce certain amount of CO2 in FC-CVD
using CO as carbon source and ferrocene (FeCp2) as catalyst precursor to tune
the growth of SWCNTs. The chirality of SWCNTs could be modulated by CO2.
By carefully analyzing the chirality of SWCNT using electron diffraction (ED),
we found that the obtained SWCNTs with certain amount of CO2 possess very
narrow chirality distribution. Due to the narrow chirality distribution and suitable diameter of SWCNTs, the thin film can display specific color. For instance,
with 0.25 volumetric percent (vol%) of CO2, we obtained SWCNT thin film with
a green color. Furthermore, we also gained SWCNT thin films displaying brown
color. To the best of our knowledge, this is the first report on direct synthesis of
colorful SWCNT thin films. The SWCNT thin films with narrow chirality have
great potential application in electronics, such as touch sensors or thin film
transistors.
In addition to the chirality, the geometry of SWCNTs also critically depends
on CO2 concentration. Both the tube diameter and bundle length are found to
be significantly increased by increasing CO2 concentration. Moreover, the yield
can also be boosted over two times with a proper amount of CO2. The SWCNTs
with optimized geometry were used as TCFs, exhibiting a sheet resistance as low
as of 86.8 ƻ/sq. by AuCl3 doping at 90% T550 (transmittance at 550 nm wavelength). The enhanced performance of SWCNT TCFs essentially ascribes to the
optimized geometry, including large tube diameter, small bundle diameter and
long bundle length. Furthermore, we also tried to scale-up our SWCNT thin
films using large-size thermophoretic precipitator (TP). The synthesized
SWCNTs can be successfully deposited on wafer-scale substrates, such as glass
and polyethylene terephthalate (PET). The corresponding SWCNT thin films
also show good uniformity and conductivity.
Finally, we attempted to further improve the conductivity of SWCNT films by
manufacturing SWCNTs/graphene hybrid thin films. The conductivity of
SWCNT film is limited strictly by the charge tunneling between individual
tubes22. Hence, we deposited aerosol SWCNTs on graphene by small-size TP23
or filter-press transfer11 methods. Due to the strong Ⱥ-Ⱥ stacking between
SWCNTs and graphene, the charge tunnelling between the tube junctions is significantly enhanced. As a result, a sheet resistance as low as 36 ƻ/sq. at 90%
T550 after AuCl3 doping has been achieved.
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2.1

Structural and electronic properties

As one of the low-dimensional carbon allotrope families (Figure 2.1.1), singlewalled carbon nanotubes (SWCNTs) possess their unique geometrical and electronic structures. A SWCNT can be considered as a hollow cylinder rolled up
from a graphene sheet. The diameter of SWCNT varies from sub-nanometer to
few nanometers, and the length from tens of nanometer to hundreds of millimeter24. Similar to graphene, the carbon atom in SWCNTs form the strong ı
bond with its neighbor carbon atom by a sp2 orbital hybridization, and the remaining pz orbital forms a Ⱥ bond with another pz of its neighbor carbon atom25.
The Ⱥ and ı bond determines the SWCNTs’ unique electrical26 (such as the high
electron mobility) and mechanical27 (such as the high Young’s modulus) properties, respectively.

Figure 2.1.1. The low-dimensional carbon allotropes, (a) zero-dimensional (0D) fullerene, (b)
one-dimensional (1D) single-walled carbon nanotube and (c) two-dimensional (2D) monolayer
graphene.

As mentioned above, the vector of rolling up the graphene sheet into a tube is
called the chiral vector C, it determines the structure of a SWCNT. As seen in
Figure 2.1.2, the chiral vector C can be expressed by the basis vector a1 and a2,
C = na1 +ma2, the integer pair (n,m) is called the chirality of SWCNT25. The
intersection angle Ǉ (0°  Ǉ  30°) between C and a1 is known as the chiral angle.
Accordingly, the chirality (n,m) can determine the structure of SWCNTs, including the diameter and chiral angle shown in equation 2.1.1 and 2.1.2, respectively.
𝑑=

3(𝑛 + 𝑛𝑚 + 𝑚 )

(2.1.1)

where acc = 0.142 nm is the distance between two neighboring carbon atoms.
cos 𝜃 =

√

(2.1.2)
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Figure 2.1.2. The schematic defining (n,m) of single-walled carbon nanotube. a1 and a2 are the
basis vector, vector C is direction of rolling the graphene sheet to form a SWCNT, where C = na1
+ma2. As an example, OA = 7a1 + 3a2, so the SWCNT rolled up along OA direction has the
chirality of (7,3).

Based on different (n,m), the SWCNTs can be classified as “zigzag” when m or
n = 0 and “armchair” when n = m, otherwise, the “chiral” nanotubes (Figure
2.1.3). Furthermore, the SWCNTs can behave semiconducting or metallic properties, depending on the (n,m) as well. In the case of n-m = 3i (i is an integer),
the SWCNT exhibits metallic properties, otherwise the semiconducting properties. In Figure 2.1.3, we list three representative SWCNTs with different chirality
and their corresponding one-dimensional density of state.

Figure 2.1.3. A part of SWCNT chirality map and three representative chirality of tubes, (10,0)
zig-zag, (11,5) chiral and (10,10) armchair tubes and their 1D density of state.

Owing to rolling up from a graphene sheet, the SWCNT’s band structure can
be explored according to the graphene’s. Theoretically, the energy dispersion in
graphene follows the equation 2.1.328,
𝐸 = ±𝛾
4

√

1 + 4 cos(

) cos

+ 4 cos (

)

(2.1.3)

Single-walled carbon nanotube

where kx and ky are the wave vectors, Ǆ0 is the transfer integral between the
neighboring carbon atoms and a = 2.46 Å is the lattice constant of graphene.
According to this equation, the surface and contour plots of energy dispersion
for graphene are displayed in Figure 2.1.4a and b. We can see that the valence Ⱥ
and conduction Ⱥ* meets at six points in the Fermi points (K and K' points at
the first Brillouin zone), resulting in graphene acting as semimetal or zero-gap
semiconductor.

Figure 2.1.4. (a) The 3D and (b) 2D graphene first Brillouin zone and electronic energy dispersion
based on equation 2.1.3, (c) the conic energy dispersion of graphene at six K points, the allowed
k⊥ in SWCNT is represented with red lines. Therefore, the band structure of SWCNT can be obtained from the cross-sections by allowed k⊥, the energy dispersion of SWCNT near one K point
and its 1D band structure for (d) a metallic and (e) a semiconducting SWCNT. Adapted from
Minot29.

Accordingly, the band structure of SWCNT can be derived from graphene’s.
As the 2D graphene nanosheet is rolled up into a 1D nanotube, electrons are
confined in the radial direction and can only propagate along the tube axis direction. These two directions accompany with two wave vectors: the continuous
wave vector k|| (parallel to tube axis) and the wave vector k⊥ (along the tube
circumference). The later vector should satisfy a periodic boundary condition in
equation 2.1.4 since the electron wave in this direction is quantized.
𝒌 𝑪 = 𝜋𝑑𝑘 = 2𝜋𝑚,

(2.1.4)

where C is the chiral vector, d is the diameter of SWCNT and m is an integer. As
a result of quantized values of allowed k⊥, the energy band of graphene is cut
into a series of 1D sub-bands which are parallel to the tube axis (Figure 2.1.4c).
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Therefore, the 1D band structure of SWCNT is determined by the spacing 2/d
between allowed k⊥ and their angles. The band structure near the Fermi level is
given by the allowed k⊥ states near the K points. In the case that the allowed k⊥
states directly pass through the K points (Figure 2.1.4d), the energy dispersion
displays two straight line across the Fermi level with a zero-bandgap, which is
called the metallic SWCNT. Otherwise, it is known as semiconducting SWCNT25
(Figure 2.1.4e).

2.2

Optical properties

The optical absorption spectrum (OAS) of SWCNTs, which is closely related to
the SWCNT diameter or band structure30, has been widely used to study the
properties of individual SWCNT or thin film. Due to the unique band structure
mentioned above, the OAS of an individual SWCNT should display several sharp
peaks in the ultraviolet-visible-near infrared (UV-vis-NIR) region. Each peak
corresponds one energy transition between interbands. Generally, for semiconducting individual SWCNTs (diameter < 2.5 nm) the interband transition peaks,
V1-C1, V2-C2, V3-C3, V4-C4, labeled as S11, S22, S33 and S44 can be observed in UVvis-NIR region, while for metallic individual SWCNT, only the M11 and M22 peak
can be seen (Figure 2.2.1a and c). However, SWCNTs are commonly synthesized
as the bulk materials, such as SWCNT thin films, with CNT bundles and mixture
of semiconducting and metallic tubes. Thus, unlike individual SWCNT, the OAS
of bulk SWCNTs displays both semiconducting and metallic transition peaks
(Figure 2.2.1b). Importantly, in the bulk SWCNTs, the broadening of peaks appear due to the broad chirality distribution and the bundle effect31-33. And peaks
at higher energy regions, such as S33 or S44, would be difficult to distinguish because of the existence of mixed chirality. In addition to the electronic transition
peaks, a strong-intensity Ⱥ plasmon absorption peak can be detected as well.
This peak mainly attributes to the collective oscillation of Ⱥ electrons in carbon
but still remains elusive. It also contributes to the background of SWCNT transition peaks in the high-energy region34, 35.
Since the band gap is critically related to tube diameter as discussed in previous chapter, the peak position in OAS will thus be affected by tube diameter.
According to the Kataura plot34, which depicts the relation between transition
energy and tube diameter (Figure 2.2.1c), the approximate mean diameter of
SWCNTs in a thin film sample can be determined based on the peak positions.
For example, in Figure 2.2.1b the S11 and S22 peaks correspond transition energy
of 0.77 eV and 1.39 eV, respectively. Thus, we can estimate the mean diameter
~1.3 nm of this sample using Kataura plot. Furthermore, with this plot, we can
also assign the chirality for sample with highly individual tubes.
As the electron density near the Fermi level is sensitive to the covalent or noncovalent doping of SWCNT by chemicals, the transition peaks can also be modulated by doping. Hence we can study the SWCNT doping using absorption
spectra. For instance, dopants like AuCl3 and HNO3 can deplete the electrons
from valence band of SWCNT36-39, resulting in the suppression of transition
peaks.
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Figure 2.2.1. (a) A schematic illustrating the first (S11) and second (S22) optical transition energy
of semiconducting SWCNT (top), and first optical transition (M11) of metallic SWCNT (bottom),
where v and c represent the valence band and conduction band, respectively. (b) A representative
optical absorption spectrum of a SWCNT thin film studied in Publication 1, displaying the S11,
S22 and M11 peaks. (c) The Kataura plot for optical transitions, we can estimate the mean diameter
of SWCNTs based on the transition energies using this plot. It can be also used to assign the
chirality (n,m) in Raman spectroscopy.

Besides the optical absorption spectrum, Raman spectroscopy, based on the
inelastic scattering of a photon in a molecule, has been widely used to analyze
the diameter, chirality and defects of SWCNT40. Resonance Raman scattering
means the intensity enhancement or decrease when the incident photon energy
match with the optically allowed electronic transition energy of the material.
The Raman spectroscopy of SWCNT can reflect the (n,m) information at the
resonant condition since each (n,m) carbon nanotube has a unique electronic
structure. In a typical Raman spectrum, two important features, the radial
breathing mode (RBM) and the G and D bands, are vital to revealing the structural information of SWCNT.
The RBM peaks in the frequency region 100-300 cm-1 provide information of
SWCNT diameter and chirality (n,m) based on Kataura plot (Figure 2.2.1c). The
diameter of SWCNTs (d) calculated from the RBM frequency (ǔ) with ǔ = 234/d
+ 10, and each point in Kataura plot represent one (n,m) of SWCNT. However,
for the (n,m) abundance assignment in a mixed chirality sample, we have to
consider the cross section dependence. Researchers find that the nanotube diameter and chiral angle can change the Raman intensities by about one order of
magnitude41-44. In short, RBM can be used to identify partial rather than complete (n,m) in a sample.
The dominant peak located at ~1590 cm-1 is called G band, it refers to the
graphite-like band. Due to the curvature, the G band of SWCNT splits into a
lower energy G- and higher energy G+ peak. The G+ peak corresponds to lattice
vibrations in the SWCNT axis direction, while the G- to the vibration in the circumferential direction, and G- peak is found to be sensitive to whether the nanotube is semiconducting or metallic45. In addition to the G band, the peak located
at ~1350 cm-1 is known as D band, referring to the disordered properties caused
by the vacancies, hetero-atoms, or any defects. Thus, it is common to use the
intensity ratio of G to D band (IG/ID) to evaluate the purity of sp2 bonded carbon
in SWCNTs46.
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2.3
2.3.1

Synthesis
Different methods for SWCNT synthesis

Currently, there are three common approaches to prepare SWCNTs (Figure
2.3.1), including arc discharge, laser ablation and chemical vapor deposition
(CVD). Therein, the chemical vapor deposition method in this thesis is divided
into substrate chemical vapor deposition (S-CVD) and floating catalyst chemical
vapor deposition (FC-CVD).
Arc-discharge, normally requiring high temperature (over 1700 °C) for CNT
growth, is the first method to produce CNTs established by Iijima in 19911. In
this method, two electrodes with a distance (1-2 mm) are placed in a vacuum
chamber filled with inert gas, such as helium or argon (Figure 2.3.1a). When the
current passes through the positive and negative electrodes, the high temperature can turn the gas into plasma, evaporating the electrode materials with
charged nanoparticles. In arc discharge, the electrodes are usually made of
graphite, with the assistance of arc discharge, the evaporated anode carbon will
deposit on the cathode.
In practice researchers found the wall number of CNT depends on the composition of electrodes, the pure graphite electrodes normally will lead to the
MWCNTs, while the metal-doped graphite electrodes to SWCNTs. The metaldoped graphite has been proved more efficient to control over the diameter of
SWCNTs. For instance, Bethune et al.47 and Ajayan et al.48 studied the composition of cobalt and carbon towards synthesis of very small diameter SWCNT
(1.2 nm). Some other catalyst-doped graphite have also been investigated, such
as Fe49, 50, Ni51, 52 and platinum-group metals53.
The laser ablation approach for SWCNT synthesis, which in principle has similar mechanism to the arc discharge, was firstly developed by Smalley et al. in
19956 (Figure 2.3.1b). In this approach, a laser bombards the metal/graphite
target in a high-temperature furnace filled by inert gas. The vaporized carbon
and metal particles will reassemble into the form of carbon nanotubes with the
assistance of laser plume, the generated carbon nanotubes are then deposited
on a cooled surface. Researchers have found that the laser source54 and the transition metal composition55, 56 will have dominant effect on the growth of carbon
nanotubes.
Generally speaking, both arc discharge and laser ablation are very practical
methods for CNT synthesis since they can yield highly graphitized nanotubes at
high temperature. However, the extensive energy consumed for high reaction
temperature in both methods leads to a big challenge in large-scale production
of SWCNTs. In addition, many by-products appear along with the SWCNTs,
such as MWCNTs, amorphous carbon and metallic particles, requiring further
treatment to obtain high-purity SWCNTs. Further, it is also difficult to finely
control the chirality of SWCNTs using these two methods.
Chemical vapor deposition (CVD), on the other hand, has been considered as
a more advanced approach for large-scale production of SWCNTs with both
high quality and selectivity. In principle, the carbon source decomposes on the
catalyst surface at high temperature or plasma, followed by the nucleation and
8
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growth of SWCNTs. Currently, two growth model, the tip growth57 and base
growth58, are generally accepted, although the real growth mechanism remains
elusive. Based on how the catalyst is introduced, we divide the CVD into two
types, the substrate CVD (S-CVD, Figure 2.3.1c) where the catalysts are firstly
spread on the surface of substrate, and the floating catalyst CVD (FC-CVD, Figure 2.3.1d), where the catalysts are carried by gas (as an aerosol form) into the
furnace.
In S-CVD, the pre-made catalysts, such as transition metals (Fe, Co and Ni
etc.) or even some noble metals, are deposited on substrate, followed by catalytic
decomposition of carbon precursor at high temperature furnace (700-1200 °C).
This method is beneficial for preparing the CNT forest12 and the horizontally
aligned CNTs59. However, the large-scale production for the S-CVD is limited by
the substrate size and catalyst activity.

Figure 2.3.1. Schematics of different methods for carbon nanotube synthesis. (a) Arc discharge,
(b) Laser ablation, (c) substrate chemical vapor deposition, adapted from Notarianni et al.60, and
(d) floating catalyst chemical vapor deposition, which is used in this thesis.

In 1998, FC-CVD method was first-time used to synthesize CNTs by Cheng et
al.10. Smalley et al. also developed a FC-CVD system where the CO was used as
carbon source at high pressure in 19998 (known as the HiPco SWCNTs), after
which Kauppinen et al. developed this method so that SWCNTs can be produced
in ambient pressure9. In this thesis, all the SWCNTs are synthesized by ambient
pressure FC-CVD method. In FC-CVD the catalysts, such as some low-vapor
pressure organometallic compound like ferrocene or nanoparticles generated by
spark, are suspended in gas phase. Then the SWCNTs grow in aerosol phase
without any supports, making the growth process more complicated. A schematic of catalyst formation and SWCNT growth was proposed by Moisala et al.

9

Single-walled carbon nanotube

using CO as carbon source and ferrocene as catalyst precursor9. In detail, as illustrated in Figure 2.3.2, the ferrocene vapor firstly decomposes and then fast
nucleates into iron nanoparticles due to collision. Then, the disproportionation
of CO molecule takes place on the nanoparticle surface until saturation. After
that, the carbon atoms start to form the sp2 bonds, until a carbon cap is formed
on the nanoparticle surface. With continuous incorporation of sp2 carbons into
the cap, the SWCNT can grow longer. In reality, the termination of SWCNT
growth is possibly determined by the dynamic temperature zone in reactor, and
the inactivity of catalyst due to their size or over saturation, as well as the bundling due to the collision between SWCNTs61. In Publication 2, we have developed this schematic and discussed more about the role of CO2.

Figure 2.3.2. The schematic of SWCNT growth process in FC-CVD using CO as carbon source
and ferrocene as catalyst precursor. Partially adapted from Moisala et al.9

Notably, compared to arc discharge and laser ablation or S-CVD methods, FCCVD is a continuous process. The acquired SWCNTs, especially as a form of thin
film, can be directly applied in high-performance thin film transistors or touch
sensors without any further solvent purifications, avoiding the contaminations,
defects or shortening from solution process.
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Thus, FC-CVD method has attracted much attention in academic filed. In FCCVD the SWCNT parameters can be well controlled by modulating the feeding
or reactor conditions. For example, the bundle diameter of SWCNTs can be
tuned by controlling the catalyst feeding rate62; and the bundle length of
SWCNTs can be modulated by scaling up the reactor dimension11; the chirality
distributions can be also controlled63.
Besides the fundamental research, FC-CVD method has also been considered
as a promising approach in industry for high-yield and large-scale production
of SWCNTs, due to the continuous feeding of carbon source and catalysts. In
fact, recently the FC-CVD method has enabled the industrial productions of
SWCNT thin films64, showing great potential to replace the conventional indium
tin oxide (ITO) materials.
2.3.2

Carbon precursors

In the CVD method, a variety of carbon sources have been used for SWCNT
growth, such as hydrocarbon (methane, ethylene or toluene etc.), ethanol and
carbon monoxide. In this thesis, all the SWCNTs are synthesized using carbon
monoxide (CO, Publications 1-4) as carbon source.
The key factor of selecting carbon source is the thermodynamics, meaning that
the chemical reaction of making the solid carbon must be thermodynamically
allowed under the given temperature and pressure65. The change in Gibbs free
energy (¨G) can be used to address this issue (Figure 2.3.3, calculated data from
CRC Handbook of Chemistry and Physics66). For instance, the ¨G for CH4 decomposition is below zero when the temperature is over 600 °C, meaning its
decomposition is only favored above 600 °C, while it’s above 100 °C for C2H4.
Therefore, the CH4 is more stable than C2H4 and in preparation of CNTs the
temperature is set higher when using CH4 than using C2H4. Unlike the endothermic decomposition of hydrocarbon, the decomposition of CO (Boudouard
reaction 2.3.1) on catalyst is an exothermic reaction. This reaction is kinetically
slow below 700 °C and thermodynamically limited above 700 °C and thus, normally high pressure is required to displace the equilibrium (such as the HiPco
method with 30-50 atm at 900-1100 °C7, 67) for improved yield of SWCNTs. Nevertheless, in Publication 2 of this thesis, we find that at ambient pressure, introducing little amount of CO2 can also promote the SWCNT production.
2CO ↔ C + CO2

(2.3.1)

In addition to thermodynamics, other factors of carbon precursor, such as cost
of gases and byproducts of decomposition, should be also taken into consideration for CNT synthesis. For example, Compare CH4 and C2H4, the cost of CO is
lower, though is higher than that of ethanol. However, ethanol decomposition
would produce more byproducts by multi-path68, which can affect CNT synthesis. On the other hand, CO decomposition into carbon and CO2 is main reaction
path, moreover, the produced CO2 can act as an etchant to remove the amorphous carbon from catalysts69.
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Figure 2.3.3. Gibbs free energies of carbon decomposition reactions from different carbon
sources. Data calculated from CRC Handbook of Chemistry and Physics66 (the energies are normalized to the number of solid carbon atoms).

2.3.3

CO2 effect on CNT growth

Besides the main roles of catalysts and carbon source in CNT growth, small molecules, such as O270, 71, CO213, 17, 19, H2O12 and NH363, 72, are commonly employed
as promoters to grow CNTs. CO2, as molecule containing C and O atoms, might
achieve different CNT productions from other promoters. It might act as indirect carbon source17 or etchant69 to improve the yield or selectivity of CNTs. In
addition, using CO2 as promoter will not bring alien atoms in a CO-based CVD
process. In fact, based on experimental and simulation results of previous research, CO2 can interact with catalyst nanoparticles, CNTs and carbon precursor, resulting in various micro-structure of CNTs.
Moisala et al. proposed that role of CO2 is expected to “etch” amorphous carbon from the catalyst particle surfaces at the CNT nucleation and growth
stages9. The etching effect prevents particle from deactivation and maintains
conditions for CNT nucleation and growth. Qian et al. claimed that in S-CVD
method, where the Fe/Mo/MgO catalysts were used for decomposing methane
for CNTs synthesis, a small amount of added CO2 was effective on removing
amorphous carbon to regenerate the catalysts, as well as decreasing the size of
the MgO support and increasing the specific surface area of the catalyst19.
Tian et al. proposed that CO2 can also etch the graphitic cap (a CNT embryo).
CNT embryo with low curvature have a higher possibility of survival, and vice
versa, CNT embryo with higher curvature can be etched away more easily by
CO2. Consequently, the diameter of as-prepared SWCNT increased when increasing CO2 concentration21.
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When hydrocarbon was chosen as the carbon source for CNT synthesis, CO2
can not only remove amorphous carbon from catalyst, but also react with hydrocarbon to form intermediates which can be used as carbon source for CNT
synthesis, the later role was even dominated. Therefore, many studies were conducted by introducing CO2 in S-CVD using hydrocarbon as carbon source. Magrez et al. proposed that when equimolar ratio of CO2 and C2H2 were introduced
into S-CVD at low temperature (680 °C), two chemical processes are possible
for the reaction of acetylene with CO2 for the synthesis of carbon nanotubes (reactions 2.3.2 and 2.3.3). The regeneration of CO2 is resulted from CO disproportionation (reaction 2.3.1) or the water gas shift reaction (reaction 2.3.4). These
reactions prefer to take place around area metal-support interface13.
C2H2 + CO2 ↔ 2C + H2O + CO

(2.3.2)

C2H2 + CO2 ↔ C + 2CO+ H2

(2.3.3)

H2O + CO ↔ CO2 + H2

(2.3.4)

Although CO2 was proven to react with hydrocarbon or other molecules to enhance CNT synthesis, whether it acts as direct carbon source to incorporate the
CNT growth still remains unclear. Plata et al. utilized 13C labeling CO2 in S-CVD
with C2H2 as carbon source. Coupling with Raman spectroscopy, they identified
that CO2 did not serve as carbon source for CNT growth in the equimolar CO2C2H2 reaction14.
Despite the role of CO2 has been proposed by researchers, more systematic
studies are demanded on the microstructure and electronic properties of CNTs
modulated by CO2. Thus, in Publications 1 and 2, we investigated the chirality
and geometry of SWCNTs tuned by CO2, and the role of CO2 has been explored
systematically.
2.3.4

Synthesis of SWCNTs with narrow chirality

As discussed above, the excellent properties of SWCNT critically depend on the
chirality, thus, it is meaningful to produce SWCNTs with narrow distributions.
To achieve this goal, researchers have taken much effort in last few years and
many progresses have been achieved.
At present, mainly two methods are taken for producing SWCNTs with narrow
chirality distribution or even single chirality, the direct growth and post synthesis purification. The post synthesis purification method is primarily based on
solution process, such as ion-exchange chromatography separation (IEX) of
DNA-wrapped SWCNTs73, density gradient ultracentrifugation74, gel chromatography75 and aqueous two-phase separation techniques76. Those approaches
have been proven to separate pristine SWCNTs efficiently and over 10 types of
single-chirality tubes have been obtained75. However, one cannot avoid the contamination and damage (i.e. cutting of tubes) caused by the chemicals in solution process, which suppresses the intrinsic properties of SWCNTs. In addition,
the cost (i.e. DNA in IEX method) and yield should be also taken into consideration for the scale-up process. On the other hand, direct growth of SWCNTs with
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narrow chirality distribution can efficiently retain the intrinsic properties. Generally, three approaches have been developed for direct growth: the use of CNT
segments as seeds77, the growth initiated from carbonaceous molecular seeds78
and use of well-designed catalysts for (n,m)-selective growth. The method using
CNT segments as seeds, however, is limited to the yield and purification of the
initial CNT segments. As for carbonaceous molecular seeds method, the challenge is to control the seed diameter, as well as precisely control the diameter
and chirality of as-grown SWCNTs over the seeds. Nevertheless, the catalysts
with specific chemical composition, structure and size for growth of SWCNTs
with narrow chirality distribution have been studied extensively. The most commonly used catalysts are alloys such as W6Co779, FeRu80, FeNi81, FeCu82 and
CoMo83 etc. However, issue for this method is that the chirality distribution
mainly clustered around (6,5) and can hardly be tuned to other ranges. Due to
the use of S-CVD method, other drawbacks, such as low yield and post-purification of SWCNTs, also matter for further applications.
Problems mentioned above could be solved using FC-CVD method as its
unique advantages, such as solvent free process and direct depositions of thin
film. However, due to the existence of unsupported catalysts in aerosol phase, it
is a big challenge to selectively grow SWCNTs with narrow chirality distribution
in FC-CVD8. Only few works about controlling chirality distribution in FC-CVD
were reported. Zhu et al. found that appropriate amount of NH3 can narrow the
chirality distribution in FC-CVD63. But in this case, SWCNTs could be doped as
the existence of NH3 at high temperature.
In Publication 1, we report a method to selectively and directly grow
SWCNTs with tuneable and narrow chirality distributions, in which a certain
amount of CO2 was introduced in FC-CVD using CO as carbon source.
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3. Transparent conductive films

Transparent conductive films (TCFs) is one of the key components in modern
technologies, such as photovoltaics, touch panel, liquid crystal displays (LCD)
or organic light-emitting diodes (OLED)84. A TCF should display a very low
sheet resistance (Rs) at high light transmittance (T). The Rs could be measured
by a 4-point probe and the T is measured using optical absorption spectroscopy.
Theoretically, we can combine these two parameters to define the figure of merit
K of TCF as,
𝐾 = (𝑅 × ln 𝑇)

(3.1)

and a higher K value represents the better performance of TCFs.
Currently, indium tin oxide (ITO) is the most widespread material for TCFs as
it has low sheet resistance (from 10 to 100 ƻ/sq.) at high transmittance
(>85%)85, 86. However, the drawbacks of ITO, such as the brittle nature87 and the
low reserve of indium element88, have limited its further application for flexible
TCFs in future. Thus, it is of significant importance to seek new alternatives. In
recent years, researchers have found a series of novel materials showing great
potential of replacing ITO, such as silver nanowire89-91, graphene92-94 and
SWCNTs3, 11, 95, 96. In terms of silver nanowire, the main disadvantages are high
cost of raw materials, the oxidation in air and the increased reflection with
wavelength97. Graphene as TCF mainly suffers from the defects (grain boundary, wrinkles, folds or cracks)98 and the difficulties of transfer99. Single-walled
carbon nanotubes, on the other hand, have been considered as a promising candidate due to their easy production, superior electrical conductivity, flexibility
and chemical stability.

3.1

SWCNT transparent conductive films

In general, a SWCNT network consists of both metallic and semiconducting
tubes with various dimensions. Figure 3.1.1 shows a scanning electron microscopy image of SWCNT network and its utilization as transparent conductive film
on PET from Ding et al100. SWCNT network can be thought of a quasi-two-dimensional (2D) system101 since the film is rather thin (from sub-nanometer to
tens of nanometer). The interconnectivity of network can be explained by a wellknown 2D percolation theory as described in
𝑁 = 4.236 𝜋𝐿 ≈ ,

(3.1.1)
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where the Nc is the threshold of network, Ls and L are the length and aspect ratio
of individual SWCNTs, respectively. The aspect ratio is very high since a SWCNT
has several micrometer in length and 1-3 nm in diameter, indicating that the
threshold of a SWCNT network is low. Thus, the required amount of materials
is low to form an interconnected path for carrier transport, leading to the high
light transmittance. Above the threshold, the sheet resistance of SWCNT-TCF
decreases dramatically with increasing SWCNT thickness according to equation
3.1.

Figure 3.1.1. (a) A typical scanning electron microscopy (SEM) image of SWCNT thin film, (b)
optical photo of SWCNT film on PET. Adapted from Ding et al100. Copyright © 2018 The Royal
Society, used with permission.

According to literature, besides the different fabrication methods (wet or dry)
of SWCNT thin films3, 102, the conductivity of TCFs varies in a wide range due to
the different geometric and chiral structure of SWCNTs.
We can use a simplified model to understand the carrier transport within the
network, where the carriers transport along a SWCNT and then “jump” to another SWCNT through their junction, although the real case is much more complex. It has been proven that the resistance of SWCNT-TCF mainly attributes to
the tube-tube junction resistance, while the resistance along the individual tube
contributes quite mildly22, 103. The junction resistance not only depends on the
SWCNT bundle length and diameter, but also the electronic types of SWCNT
(semiconducting or metallic).
Under the same transmittance, the longer bundles will form fewer junctions
than the shorter ones, resulting in the improved conductivity. Simien et al.104
and Hecht et al.105 have studied the effect of bundle length on the conductivity
of CNT thin films. In addition, Hecht et al. proposed a relation between the film
conductivity (ı) and the average bundle length (Lav), ı ∝ (Lav)1.46. However, Li
et al. found that for CNT with length of 0.4 cm, the resistance along the tube is
dominated rather than the junction resistance106. Besides the bundle length, the
bundle diameter also plays a key role in film conductivity. The charge transport
is proposed to mainly takes place on the surface of bundles, while the tubes inside bundle could contribute to the light absorption107. Thus, preparing
SWCNTs with small bundles is necessary for highly conductive films. Mustonen
et al. systematically studied the bundle diameter effect and obtained highly individual SWCNTs by FC-CVD. The corresponding TCF exhibits 63 ƻ/sq. at 90%
transmittance after HNO3 treatment108. Jiang et al. synthesized carbon-welded
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and non-bundled SWCNT network and achieved a sheet resistance of 25 ƻ/sq.
at 90% transmittance after HNO3 doping96.
Additionally, modulating the metallic and semiconducting SWCNT ratio is another strategy to improve the conductivity of TCF. Researchers have shown that
the junction resistance for metal-metal or semiconducting-semiconducting
nanotubes is 200-400 kƻ, while it is two orders of magnitude higher for a metalsemiconducting junction which forms a Schottky barrier109. Topinka et al. simulated the conductance of SWCNT thin film with different metallic and semiconducting SWCNT ratio. Their results imply that for a mixed-metallicity
SWCNT film, the conductance decrease with increasing semiconducting
SWCNT ratio until it reaches 80%, after which it increases110. In the real preparation, however, selective growth of SWCNTs with enrichment of semiconducting or metallic tubes is still a big challenge. Although we can obtain the high
ratio of metallic tubes by post-separation111, the problems, such as the low yield,
the tube damage or contaminations caused by post-treatment, still remain.
In Publication 2 of this thesis, we succeeded in tuning the bundle length and
diameter using CO2 as promoter in FC-CVD, where the SWCNTs with bundle
length of ~7.5 ǋm, small bundle diameter ~7.1 nm and large tube diameter ~1.9
nm along with a metallic tube ratio of 46.3%. The thin films made by filter-press
method present improved conductivity (86.8 ƻ/sq. at 90% transmittance). In
Publication 3, we studied the scale-up deposition of prepared aerosol
SWCNTs on 50 mm wafers or the PET using a large-size thermophoretic precipitator (TP). The corresponding TCFs show a comparable uniformity and conductivity to the filter-press transfer films.

3.2

SWCNTs/graphene hybrid transparent conductive films

Furthermore, combing other materials with SWCNTs, such as the silver nanowire112, 113 and graphene114-116, to form the hybrid is another strategy to improve
the SWCNT TCF performance. As discussed above, the SWCNT film conductivity is mainly limited by the inefficient carrier tunneling between tubes. Thus,
besides the optimization of CNT geometry during synthesis, hybridizing
SWCNTs with other conductive materials is expected to reduce the tunneling
barrier by enhancing the tube-tube contact. Specifically, when the conductive
materials directly connect the tube-tube junction, the M-S Schottky contact
could be converted into near-ohmic one96. In principle, for example, due to the
outstanding optical and electrical merits of SWCNTs and graphene, the
SWCNTs/graphene hybrid should have exhibited excellent conductivity. However, the reported results for SWCNT/graphene hybrid are not as good as expected. For instance, Tung et al. used a solution-based method to fabricated
CNT/graphene film and achieved a sheet resistance of 240 ƻ/sq. at 86% transmittance117. Yan et al. prepared a rebar graphene, where CNTs were interconnected with graphene using an approach of annealing the functionalized CNTs,
the hybrid displayed ~600 ƻ/sq. at 95.8% transmittance118. The unsatisfactory
conductivity mainly emerges from the weak interaction between the SWCNT
and graphene due to the fabrication methods.
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In Publication 4, we deposited SWCNTs on graphene by small-size thermophoretic precipitator (TP) or filter-press transfer methods. Due to the strong
van der Walls interaction between graphene and SWCNTs, the charge tunneling
barrier is reduced between SWCNTs. Thus we obtained a pristine sheet resistance as low as 180 ƻ/sq. at 90% transmittance (36 ƻ/sq. after Aul3 doping).
In Table 3.1, we list the performance of representative SWCNT and
SWCNTs/graphene thin films from this thesis and literature.
Table 3.1. Performance of representative SWCNT and SWCNT/graphene films from literature
and this thesis.
Films
SWCNT

SWCNT

SWCNT

SWCNT

SWCNT

SWCNT

SWCNT

SWCNT

SWCNT/graphene

SWCNT/graphene

MWCNT/graphene

SWCNT/graphene
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Fabrication
Disperse commercial HiPco CNTs
in superacid chlorosulfonic acid and
obtained the film by vacuum filtration.
FC-CVD using CO as carbon
source and ferrocene as catalyst
precursor, with a semi-industrial reactor to prepare the longer (9.4 μm)
CNT bundles.
FC-CVD with a spark reactor, which
can control size and concentration
of
pre-made
catalysts.
The
SWCNTs have highly individual
(>80%) tubes.
FC-CVD with feedstock of ferrocene
dissolved in ethanol, obtaining
SWCNTs with mean bundle length
~27 μm.
FC-CVD using CO and C2H4 as mixture carbon source to get long (17
μm) SWCNT bundle.
FC-CVD using C2H4 and toluene
(ferrocene dissolved), growth with
high feeding rate, SWCNTs are long
(mean 62 μm) and highly individual
welded by graphite carbon.
FC-CVD using CO as carbon
source, CO2 as growth promotor to
modulate tube diameter and length
etc.
FC-CVD using CO as carbon
source, CO2 as growth promotor to
modulate SWCNT growth, thin films
deposited by large TP on glass or
PET.
Direct annealing of functionalized
SWCNTs on Cu foil without extra
carbon source, obtaining the
SWCNT toughened graphene.
SWCNT films made by FC-CVD
were transferred on quartz substrate, followed by the spray-coating
of commercial graphene oxide
(GO), and finally reduced GO to
rGO.
CVD growth of Graphene on Cu foil,
put the aligned self-supporting
MWCNT sheets on graphene, then
the Cu foil was etched in solution, finally the hybrid was transferred on
target substrate.
SWCNTs from FC-CVD were drydeposited on commercial graphene
(on quartz) by TP.

Pristine Rs
(Ω/sq.)/T

Dopant

Final Rs
(Ω/sq.)/T

Ref.

−

HSO3Cl

60/90.9%

Hecht et
al.119

820/90%

HNO3

110/90%

Kaskela et
al.11

−

HNO3

60/90%

Mustonen
et al.108

320/90%

AuCl3

95/90%

Ding et
al.120

291/90%

AuCl3

73/90%

Anoshkin
et al.121

41/90%

HNO3

25/90%

Jiang et
al.96

273/90%

AuCl3

86/90%

Publication 2

200/87.8%

HNO3

60/87.8%

Publication 3

600/95.8%

−

−

Yan et
al.118

365/90%

AuCl3

73/90%

Gorkina et
al.116

220/85%

−

−

Kholmanov
et al.115

180/90%

AuCl3

36/90%

publication 4

Methods

4. Methods

4.1

SWCNT synthesis and deposition

In this thesis, all the SWCNTs are synthesized using FC-CVD method, where the
CO is used as carbon source and ferrocene as the catalyst precursor, certain
amount of CO2 is employed to tune the growth of SWCNTs.
As seen in Figure 4.1.1a, a vertical furnace (Entech, Sweden, length, 87 cm)
equipped with a quartz tube (inner diameter, 22 mm) and kept at 850 °C is used
for high temperature SWCNT growth. Ferrocene (99.0%, Alfa Aesar) is used as
catalyst precursor and CO (99.0%, AGA) as carbon source, CO2 (99.9993%,
AGA) plays a role of growth modulator. Each gas flow is controlled by a mass
flow controller (MFC, Aalborg, USA). In a growth process, 50 ccm CO passes
through the cartridge, where the ferrocene mixed with silica sand (99.9%,
Balzers Materials, weight ratio ferrocene : SiO2 = 1 : 4) is stored at ambient temperature. The ferrocene-containing gas is then injected through a water-cooled
injector probe maintained at a constant temperature of 24 °C. Another 250 ccm
CO flow is introduced from the main inlet and 100 ccm from bypass inlet (to
avoid the turbulence across the probe). Accordingly, the SWCNTs will grow in a
laminar flow and be collected in the outlet of reactor. CO2 was used to tune the
growth of SWCNTs. In this work, the CO2 flow rate was set to 0.0, 1.0, 1.25, 1.5,
2.0, 2.5, 3.0 and 5.0 ccm, corresponding to the volumetric fraction of 0, 0.25,
0.31, 0.37, 0.50, 0.62, 0.74 and 1.23 vol%, respectively.
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Figure 4.1.1. (a) The schematic of SWCNT synthesis reactor in Publications 1-4 of this thesis,
where CO is used as carbon source and ferrocene as catalyst precursor, CO2 is employed to tune
the growth of SWCNTs. (b) The schematic of sample holder, which is designed to deposit aerosol
SWCNTs on a membrane filter with assistance of vacuum.

The aerosol SWCNT samples are collected using two different technics, the
filter-press transfer102 and the thermophoretic precipitator (TP)23.
As shown in Figure 4.1.1b, a filter (Millipore, USA) with 0.45 ǋm pore size is
placed in a cone-shaped holder, one top of the filter an O-ring is used for sealing.
After which, the aerosol SWCNTs are collected on the filter with the assistance
of vacuum, the SWCNT film thickness can be controlled by varying the collection time. Then the obtained SWCNT films on filter can be directly transferred
on various substrates by pressing.
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Figure 4.1.2. (a) The principle of thermophoresis theory and (b) the schematic of thermophoretic
precipitator (TP) used in Publications 1, 2 and 4. (c) Schematic of large-size TP for scale-up
SWCNT deposition used in Publication 3 and (d) the corresponding profile view from the end of
the hot plate orifice.

The TP method (Figure 4.1.2) is based on the thermophoresis theory, which
describes the force derived from a temperature gradient in a gas medium. In
aerosol, the thermophoresis force of a particle depends on the temperature gradient in the surrounding gas. As shown in Figure 4.1.2a, the gas molecules from
the hot zone (T2) have greater velocity than those from cool zone (T1), resulting
in a total momentum of the particle pointing from T2 to T1. Therefore, the net
force (thermophoresis force) will lead to the overall movement of nanoparticle
from T2 to T1. Using this principle, we develop a TP setup (Figure 4.1.2b) to deposit the aerosol SWCNTs. The TP consists of two parallel aluminum plates separated by a polytetrafluoroethylene (PTFE) plate (0.5 mm in thickness), in
which the top aluminum plate is heated up to ~120 °C and the bottom one is
kept at ~20 °C. After which, with the assistance of vacuum, the aerosol SWCNTs
could be deposited on various substrates, such as quartz, wafer or mica. In
addition, using the same principle, we also design a large-size TP for scale-up
deposition of SWCNT thin films (Figure 4.1.2c and d).
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4.2

Doping of SWCNT thin films

To further improve the conductivity of SWCNT thin film, the doping is generally
employed. Doping improves SWCNT conductivity in two ways. First, the carrier
concentration in the networks can be increased. Second, the tube-tube junction
resistance can be reduced. Different dopants, such as HNO338, 39, 122, AuCl336, 37,
SOCl2123 and MoOx124 have been used for SWCNT doping. In this thesis, we
mainly used AuCl3 as dopant (HNO3 was used in Publication 3). As shown in
Figure 4.2.1, after measuring the pristine SWCNT film, the sample is placed in
fume hood, followed by several drops of AuCl3 in acetonitrile solution (16 mM).
After 5 min, the film will be rinsed by pure acetonitrile and then dried by compressed air. Right after doping, the sheet resistance will be measured again.

Figure 4.2.1. The doping process of SWCNT thin film by AuCl3.

4.3

Characterization

4.3.1 Differential mobility analyzer

The aerosol particles can be classified by differential mobility analyzer (DMA)
based on their electrical mobility. The charged poly-disperse aerosol particles
flow into the DMA, where a voltage is applied so that an electric filed is built.
Therefore, only the particles with certain electrical mobility (dynamic diameter)
can be flowed out and thus, a monodisperse aerosol is obtained. In practice the
voltage applied in the DMA varies with time in order to classify the particles
with different size. After DMA, a condensation particle counter (CPC) or Faraday cup electrometer (FCE) is used to analyze the size distribution125.
DMA+CPC/FCE is powerful to real-time analyze the size distribution or monitor the growth process for the aerosol SWCNTs. In Publication 2, we mainly
used the SMPC + E system (Grimm Aerosol Technik, Germany) consisting of a
DMA and a FCE to monitor and compare the SWCNT yield affected by CO2.
4.3.2 Optical spectroscopy

Optical absorption spectroscopy (OAS) is handily to study many properties of
SWCNTs, including mean diameter, metallic/semiconducting tube ratio or doping level. In Publications 1-3, the OAS was recorded by a Perkin-Elma
Lambda 950 UV-vis-NIR spectrometer with wavelength ranging from 175 to
3300 nm, the SWCNT thin film is deposited on quartz substrate (20×35×1 mm,
Finnish Specialglass) by filter-press transfer. While in Publication 4 it was
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conducted using a Agilent Cary 5000 (175-3300 nm), the SWCNT is deposited
on (graphene-coated) quartz substrate (10×10×0.5 mm, Graphenea Inc, Spain)
by TP or filter-press transfer. Both the equipment are calibrated without samples and reference, after calibration the measurement will be conducted by placing the sample in beamline center and a bare quartz substrate as reference.
Raman spectroscopy is mainly used to investigate the quality and doping level
of SWCNT films in this thesis. In Publications 1 and 2, the Raman spectroscopy was carried out using a Horiba LabRAM HR 800 equipped with four excitation lasers of 488, 514, 633 and 785 nm. Similar to the OAS measurement, in
Raman the SWCNTs were also transferred on quartz substrate. While in Publication 4, Raman experiments were conducted (at University of Vienna) using
a Witech Alpha300 R combined confocal Raman spectroscope and atomic force
microscope using 532 nm diode and 633 nm helium-neon laser sources.
4.3.3 Scanning electron microscopy

Scanning electron microscopy (SEM) is widely used to observe the morphology
of SWCNTs. In Publications 1-3, the SEM experiments were performed by a
ZEISS Sigma VP. Due to the fact that SWCNTs are very small and were deposited on an insulating substrate, such as Si/SiO2 or quartz, the samples have to
be observed by an in-column-type (in-lens) secondary electron detector at 1.0
kV. In order to study the SWCNT bundle length by SEM, the aerosol SWCNTs
were deposited on Si/SiO2 substrate by TP with a proper density (below percolation). Then the bundle length distribution was analyzed using software ImageJ by counting all the SWCNTs shown in SEM image. In addition, we also
analyzed the SWCNT network by SEM. In Publication 4, however, we mainly
used SEM (at University of Vienna) to compare the contrast of the thin SWCNT
network on different substrates. SWCNTs were deposited on bare quartz or graphene-coated quartz by TP, followed by a SEM characterization. The images
were acquired by a Zeiss Supra 55 VP analytical SEM with beam energy of 5.0
kV using the in-lens secondary electron detector.
4.3.4 Transmission electron microscopy and electron diffraction

Transmission electron microscopy (TEM) is powerful to analyze the nanoscale
structure of SWCNT. To prepare a TEM sample, the TEM grid is placed on the
membrane filter, followed by putting them in the holder and harvesting
SWCNTs with the assistance of vacuum. In Publications 1 and 2, a worldclass aberration-corrected high-resolution TEM (HR-TEM, JEOL JEM2200FS) was employed to investigate the tube and bundle diameter and, more
importantly, the chirality of SWCNTs. The equipment can work with imaging
mode and electron diffraction (ED) mode under 200 or 80 kV, respectively.
Compared to other approaches for chirality identification, such as Raman or
photoluminescence, ED is the most direct and unambiguous method to determine the chirality of SWCNTs. Jiang et al. developed a non-dimensional method
for identifying chirality based on the ED patterns of SWCNTs. As shown in Figure 4.3.1, an individual SWCNT is focused and displayed the ED pattern where
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the intrinsic equatorial line and layer lines are clearly seen. The pseudo-period
of equatorial line (ı, non-unit) and layer-line spacing (d2 and d3, non-unit) can
be acquired using the software Gatan DigitalMicrograph. Based on these three
parameters, the chirality (n,m) can be calculated using Jiang’s method126.

Figure 4.3.1. (a) A typical transmission electron microscopy (TEM) image of individual SWCNT
and the corresponding electron diffraction (ED) pattern. (c) The corresponding profile image of
equatorial line in ED pattern by software Gatan DigitalMicrograph.

4.3.5 Sheet resistance measurement

Sheet resistance (Rs) is commonly used to characterize the electrical properties
of a thin film, such as metal or doped semiconducting thin films. It is well known
that for a regular three-dimensional conductor, the resistance R follows
𝑅=𝜌 =ρ

=

=𝑅

,

(4.3.1)

where Ǐ is the resistivity, L is the length, A is the cross-section, W is the width
and t is the thickness of thin film.
The 4-point probe measurement is commonly used to acquire the sheet resistance of thin film (Figure 4.3.2). In Publications 1-3, the sheet resistances
of SWCNT film were measured by a Hewlett Packard 3485A multimeter with a
4-point probe head (Jandel, UK), consisting of four in-line tungsten tips with a
100 ǋm curvature and 1.0 mm separation. While in Publication 4, the sheet
resistance was measured by a Jandel test unit (model, RM3000) equipped with
a 4-point probe head (Jandel, UK), consisting of four in-line tungsten tips with
a 300 ǋm curvature and 1.0 mm separation.

Figure 4.3.2. An illustration of 4-probe setup. A constant current is supplied from outer probes,
and the voltage drop in the middle probes is recorded. The sheet resistance can be calculated
according to equation 4.3.2 when the thickness t is small compare to the probe distance s.
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For the sheet resistance measurement, the SWCNT thin films were transferred
on quartz substrate by filter-press or TP, then the 4-point probe system was applied. The sheet resistance can be calculated127 according to
𝑅 =

≈ 4.53

. (4.3.2)

4.3.6 Temperature dependence conductance measurement

To further understand the carrier transport mechanism of the SWCNT and the
SWCNT/graphene hybrid in Publication 4, we performed the temperature dependence conductance measurement (at University of Vienna). These measurements were conducted on networks deposited on SiO2 substrates with the size
of 4×4 mm) by TP with nominal transmittance of ~80%. The four symmetrically
placed contact electrodes were fabricated by evaporating gold through a slit
mask and manually wire-bonded to a Kyoreca chip carrier. The measurement
apparatus consisted of a liquid helium tank with custom-built vertically movable sample arm including a thermocouple for temperature readout and a
Keithley 2635B sourcemeter for 4-point conductivity measurements. Before
slowly immersing the sample arm into liquid helium (He), the volume was evacuated to a pressure of 10-3 mbar and finally filled with He gas. The cooling rate
was kept at ~10 K min-1 from 4 to 350 K.
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5.1

Chirality and thin film colors modulated by CO2

CO2 effect on chirality of SWCNTs was carefully studied in Publication 1. The
first interesting phenomenon we observed, as demonstrated in Figure 5.1.1a,
was that the SWCNT thin films produced with various CO2 concentrations display different colors. Particularly, a green and brown colors were observed from
the thin film with CO2 concentration of 0.25 and 0.37 vol%, respectively. To the
best of our knowledge, this is the first report on direct synthesis of colorful
SWCNT thin films. The colors should be reasonably related to the optical properties. Thus, we then performed the optical absorption spectroscopy for these
thin films. Indeed, with an increase of CO2 concentration, the transition peaks
S11 and S22 from semiconducting tubes and the M11 peaks from metallic tubes
have an obvious redshift (Figure 5.1.1b), implying an enlargement of SWCNT
diameter. More importantly, we believe the color of the film is mainly determined by absorption peaks in the visible region (mainly the M11 peaks). For instance, the green film displays a distinct and sharp absorption peak from M11 at
a wavelength of ~610 nm. While the brown film mainly results from the relatively flat M11 peak at ~760 nm. Other samples with no obvious absorption peaks
(0.50 vol% CO2) or very weak peaks (0 vol% CO2) in the visible region display a
normal grey color.
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Figure 5.1.1. (a) Optical image of SWCNT thin films on filter obtained with various CO2 concentrations, and (b) corresponding optical absorption spectra. Copyright © 2018 American Chemical
Society, used with permission.

The distinct absorption properties, especially for SWCNTs with 0.25 vol%
CO2, is correlated to their chirality distribution. To further uncover the correlation between the colors and SWCNT structures, we carried out the ED for both
individual SWCNTs and bundles. Based on the ED, we calculated the chirality
(n,m) using the method developed by Jiang et al.126 Figure 5.1.2 shows the chirality distributions of SWCNTs produced by various CO2 concentrations. It
shows the mean SWCNT diameter increases with CO2 concentration, which is
consistent with the optical absorption results. Notably, the SWCNTs with 0.25
vol% CO2 possess much narrower chirality (as well as diameter) distribution
than those with 0 and 0.50 vol%. This narrow distribution and suitable tube
diameter may account for the sharp and narrow optical absorption peaks as
mentioned above and thus, the corresponding thin film displays a distinct color.
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Figure 5.1.2. (a) Chirality distributions measured from individual SWCNTs with CO2 concentration
of (a) 0 vol%, (b) 0.25 vol% and (c) 0.50 vol%, M and S represent metallic and semiconducting
tubes, respectively. (d) The corresponding diameter distributions extracted from a-c. Copyright ©
2018 American Chemical Society, used with permission.

All the three samples exhibit similar chirality preference near armchair with
dominant chiral angle between 20-30° (Figure 5.1.3a-c). In addition, by analysing the chiral angle of SWCNT bundles (Figure 5.1.3d-f), we find that the chiral
angle distribution of bundles shows a similar trend to the individual tubes. This
implies the identical global chiral angle distributions over the SWCNTs.
As temperature also plays a key role in chirality distribution128, it is possible to
further narrow the chirality by optimizing the furnace temperature based on the
results obtained by 0.25 vol% CO2. In our work, increasing temperature from
850 up to 880 °C can reduce the CO decomposition and accordingly, lead to a
more controllable synthesis towards narrow chirality distribution. Figure 5.1.4
presents the chirality distribution of SWCNTs with 0.25 vol% CO2 at 880 °C. A
narrower chirality distribution clustered around (11,9) has been achieved (Figure 5.1.4a) and over 98% of tubes have the diameter in the range of 1.2-1.5 nm
(Figure 5.1.4b).
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Figure 5.1.3. Chiral angle distributions measured from (a-c) individual SWCNTs and (d-f) SWCNT
bundles with various CO2 concentrations. The SWCNT bundles show the similar chiral angle distributions to the Individual tubes, implying the global chirality distributions over the SWCNTs. Copyright © 2018 American Chemical Society, used with permission.

Figure 5.1.4. (a) Narrower chirality distributions of SWCNTs synthesized at 880 °C with 0.50 vol%
CO2 and (b) its corresponding narrow diameter distributions. Copyright © 2018 American Chemical Society, used with permission.

5.2

CO2-modulated geometry of SWCNTs

In addition to the chirality, we also systematically studied the geometry (diameter, length and bundle) of SWCNTs modulated by CO2 in Publication 2.
As shown in Figure 5.2.1a, more CO2 conditions were investigated here and
the SWCNT diameter likewise increases with the CO2 concentrations. The mean
diameters were estimated by Kataura plot, and from results we see it enlarges
from 1.1 up to 2.0 nm when increasing CO2 from 0 to 0.74 vol%. Further increasing CO2 up to 1.23 vol%, however, results in a rather flat absorption profile, suggesting a lower content of SWCNTs in this sample. The Raman spectroscopy
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also identifies the increment of SWCNT diameter with CO2 according to the
RBM peaks (Figure 5.2.1b and c). In addition, the intensity ratio of G and D band
(IG/ID) can reflect the purity of SWCNTs as we discussed above. Seen from Figure 5.2.1d, the IG/ID values of SWCNTs with CO2 are much higher than the one
without CO2. This means the purity of SWCNTs has been significantly improved
with the presence of CO2.

Figure 5.2.1. (a) Optical absorption spectra (OAS) of SWCNT thin film synthesized with different
CO2 concentration, inset: the calculated mean diameter using Kataura plot based on OAS. The
RBM peaks of SWCNT thin films with laser wavelength of (b) 488 nm and (c) 633 nm. G and D
bands excited by 633 nm laser and their intensity ratios. Copyright © 2018 WILEY-VCH, used
with permission.

Figure 5.2.2. The typical SEM images and length distributions of SWCNT bundles prepared with
(a, d) 0 vol%, (b, e) 0.31 vol% and (c, f) 0.50 vol% CO2. Samples are deposited by TP method on
Si/SiO2 substrate. Copyright © 2018 WILEY-VCH, used with permission.
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The bundle length, as one of the key factors for improved TCF performance,
can be elongated by CO2 as well. Figure 5.2.2 shows the representative SEM images of SWCNT bundles and their bundle length distributions (~300 bundles
counted for each condition). The bundle length elongates from 2.7 to 7.5 ǋm
when increasing CO2 from 0 to 0.50 vol%. The SWCNTs with longer bundle
length, as we discussed above, possess fewer contact junctions between tubes
and thus, show potential for better TCF performance.
Bundle diameter can also be tuned by CO2 during growth. The bundle diameter of SWCNTs with various CO2 is investigated by TEM (~200 bundles for each
condition). As illustrated in Figure 5.2.3, the as-prepared SWCNTs are clean
with little amorphous carbon (Figure 5.2.3b-d). The relatively small mean bundle diameter of 7.5 nm at 0 vol% CO2 (Figure 5.2.3b, e) increases up to 9.5 nm
at 0.31 vol% CO2 (Figure 5.2.3c, f). However, it reduces to 7.1 nm as CO2 concentration increases to 0.50 vol% (Figure 5.2.3d, g). Considering that higher
yield results in the higher possibility of collision between SWCNTs in the aerosol
phase, we are expecting a strong relationship between yield and bundle diameter. Here we calculate the yield based on the transmittance of thin films, since
the thicker the film is, the higher yield it indicates. As illustrated in Figure
5.2.3a, the yield with 0.31 vol% CO2 is much higher (over twice) than that without CO2. Correlating the bundle dimeter with the yield, we then find that the
higher yield is, the larger the bundle diameter will be.

Figure 5.2.3. (a) The transmittance of SWCNT thin film with 20 min of collection on filter and the
normalized yield with CO2 concentrations. The typical TEM images and the diameter distributions
of SWCNT bundles produced with (b, e) 0 vol%, (c, f) 0.31 vol% and (d, g) 0.50 vol% CO2. Copyright © 2018 WILEY-VCH, used with permission.

5.3

Thin film performances affected by CO2

SWCNTs with various electronic and geometric structures should have dramatic
influence on thin film conductivity. Later on we fabricated SWCNT thin films
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with different CO2 concentration by filter-press transfer method and studied
their sheet resistance. The conductivity of pristine TCFs with different CO2 varies from each other (Figure 5.3.1a). The sheet resistance of SWCNT films at 90%
T550 decreases from 1075.6 to 273.4 ƻ /sq. when increasing CO2 from 0 to 0.50
vol%. However, SWCNT films synthesized at 1.23 vol% CO2 show inferior conductivity. To further reduce the sheet resistance of SWCNT TCFs, AuCl3 was
used as an efficient dopant. While doping by AuCl3 increases the conductivity of
all SWCNT TCFs, the trend is not different (Figure 5.3.1b). In fact, our best sample is the doped SWCNT film synthesized at 0.50 vol% CO2 with a sheet resistance as low as 86.8 ƻ/sq. at 90% T550.

Figure 5.3.1. (a) The sheet resistance versus transmittance of (a) pristine and (b) AuCl3 doped
SWCNT thin films prepared with various CO2 concentrations. Copyright © 2018 WILEY-VCH,
used with permission.

As mentioned above, contact junctions play a critical role in the conductivity
of SWCNT TCFs. The SWCNTs with 0.50 vol% CO2, owing to the long length,
the number of junctions will be fewer than those with 0 vol% CO2. In addition,
though the SWCNTs with 0.50 vol% CO2 have similar bundle diameter to those
with 0 vol% CO2, the tube diameter is larger, indicating fewer tubes in one bundle and thus, more tubes could contribute to the conductivity. Accordingly,
SWCNT films with 0.50 vol% CO2 exhibit the best conductivity among all samples.
In addition, the doping factor (pristine Rs/doped Rs) also varies from films
prepared with various CO2 concentrations. As illustrated in Figure 5.3.2,
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SWCNT thin films prepared without CO2 show a mean doping factor ~6.0, this
factor decreases to ~5.4 and 3.1 with 0.31 and 0.50 vol% CO2, respectively. However, it rises to ~3.8 and 5.4 for films synthesized with 0.62 and 0.74 vol% CO2,
respectively. This trend can be also interpreted by the junction resistance. Znidarsic et al. have proven that the junction resistance, specially the metallic-semiconducting (M-S) tube junction, plays the dominant role in thin film conductivity, and the chemical doping could significantly reduce the junction resistance
while the resistance along tubes remains unaltered22. In our work, due to the
larger bundle diameter and smaller diameter for SWCNTs with 0 vol% CO2, the
pristine junction resistance is higher than those with o.50 vol% CO2. In addition,
SWCNTs with 0 vol% CO2 have shorter bundle length and lower ratio of metallic
tubes, resulting in higher ratio of M-S junctions. Consequently, the AuCl3 doping will have more significant reduction of junction resistance for SWCNT film
with 0 vol% CO2 and thus, a higher doping factor. On the other hand, at higher
CO2 concentration, such as 0.74 vol%, due to the presence of amorphous carbon
or nanoparticles, the pristine junction resistance is high. Thus, the AuCl3 could
also reduce the junction resistance dramatically, leading to a higher doping factor.

Figure 5.3.2. The doping factor of thin film versus CO2 concentration. Copyright © 2018 WILEYVCH, used with permission.

In Publication 3, to show the potential applications in industry, we also tried
to scale-up the SWCNT deposition using a large scale TP (Figure 4.1.2). In this
way we have successfully deposited the aerosol SWCNTs on glass and PET. Depending on substrates, the thin film performance also varies (Figure 5.3.3a and
b). The pristine TP SWCNT films display a bit lower sheet resistance than the
filter-press transferred, while after doping the sheet resistance shows little difference. SWCNT films deposited on glass and PET both exhibit reasonable uniformity, as evidenced by transmission spectra in Figure 5.3.3c and g. This scaleup demonstration is a readily design for high yield production of SWCNT thin
films or other aerosol nanomaterials.
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Figure 5.3.3. Scale-up depositions of SWCNT thin films by large-size TP. Sheet resistance versus transmittance of deposited thin films on (a) glass and (b) PET. The blue circles represent the
filter-press (pristine and doped) films, and red triangles and squares represent the TP deposited
films (hollow ones indicate pristine and solid ones indicate doped). (c) The transmission spectra
of TP deposited films on glass and PET acquired from different positions shown in (g). (d) The
representative SEM image of TP deposited thin film and optical photos of TP deposited film on
(e) glass and (f) PET. Copyright © 2018 American Chemical Society, used with permission.

5.4

Proposed role of CO2 in SWCNT growth

Now let us discuss the role of CO2 on SWCNTs growth, including the effect on
yield, tube diameter and length. First of all, we should pay our attention on the
catalysts since the catalyst size and composition will significantly affect the
SWCNT growth. From the statistics of the catalyst size by TEM, the catalysts are
found to have same diameter ~2.7 nm (Figure 5.4.1a-c), regardless of various
CO2 concentration. However, the diameter of SWCNT grown on catalyst varies
with CO2 concentration. Fiawoo et al. proposed two possible growth modes on
the catalysts with same size, the perpendicular and tangential modes129. In our
case, without CO2 SWCNT grows in a perpendicular mode, while with 0.50 vol%
CO2 a near-tangential mode is preferred. The energy dispersive spectroscopy
(EDS) results acquired from transmission scanning electron microscopy
(STEM) further reveal the similar chemical composition of catalysts in all three
samples with different CO2 concentration (Figure 5.4.1d-f). Therefore, CO2 was
found to have no dominant effect on catalyst diameter and the chemical composition.
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Figure 5.4.1. The catalyst size distributions and the catalyst chemical composition in SWCNTs
with CO2 concentration of (a, d) 0.50, (b, e) 0.31 and (c, f) 0 vol%. This indicates CO2 has no
effect on catalyst size and chemical composition. Adapted from Publication 2.

We propose the main function of CO2 is to remove the amorphous carbon on
catalyst and a schematic is illustrated in Figure 5.4.2. In principle, in the aerosol
phase, particles can deposit on the quartz wall surface by diffusion130, the deposition ratio depends on the size of aerosol particles at a given temperature,
quartz tube length and flow rate. However, as soon as the nanoparticles start to
quickly catalyze the nucleation and growth of carbon nanotubes, the deposition
ratio will decrease due to the increase of mobility diameter. In our work, when
no CO2 is employed, the CO disproportionation on catalyst is very low, leading
to a high deposition ratio of inactive catalysts and a slow growth kinetics and
thus, the final SWCNTs are short and low yield. While with 0.31 vol% CO2 introduced, the amorphous carbon on catalysts can be removed, enhancing the CO
disproportionation. Thus, more catalysts will catalyze the SWCNT growth and
finally, a higher-yield synthesis with longer tubes is achieved. When increasing
the CO2 concentration up to 0.50 vol%, more catalysts will be activated and the
growth kinetics is strongly enhanced, resulting in longer tubes. However, the
excess of CO2 will shift the Boudouard reaction backward and the CO decomposition will be reduced modestly, leading to a decreased yield.
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Figure 5.4.2. A schematic indicating the SWCNT growth with CO2 concentrations of 0 vol% (left),
0.31 vol% (middle) and 0.50 vol% (right). Copyright © 2018 WILEY-VCH, used with permission.

5.5

Improving film performance by SWCNTs/graphene hybrid

As we have discussed above, the inefficient tunnelling between contact junctions
are the key factor influencing the SWCNT thin film conductivity. To solve this
problem, besides optimizing the geometry of SWCNTs during growth, bridging
the junction by suitable working function metal131 or graphite96 is another strategy. In the same principle, we combine graphene, a material with excellent electrical and optical properties, with our SWCNT thin film to improve the conductivity. In this work, the SWCNTs were synthesized using similar condition in
Publication 2, where CO was used as carbon source and 0.50 vol% CO2 was
employed. Then the SWCNTs were deposited on both bare quartz and graphenecoated quartz substrate by two methods, the filter-press and TP. Thus, four different types of thin films, SWCNTs on bare quartz by filter-press and TP,
SWCNTs on graphene by filter-press and TP, were investigated on their optoelectronic properties (Figure 5.5.1).
The deposition methods will slightly influence the sheet resistance. For example, at 90% transmittance the pristine SWCNTs collected by TP exhibit a sheet
resistance of ~450 ƻ/sq., while a value of ~330 ƻ/sq. is gained by the filterpress method (Figure 5.5.1a). In addition, at higher transmittance (>92%), the
TP deposited SWCNTs show higher sheet resistance than the predicted results
by fitting (Figure 5.5.1a). However, this issue does not appear for the filter-press
SWCNTs. This implies the interactions of individual tubes might differ with different collection methods, which remains discussion later. Deposition of
SWCNTs on graphene significantly reduces the sheet resistance, yielding ~180
ƻ/sq. at 90% T550 for pristine TP deposited SWCNTS on graphene. Meanwhile,
the filter-press transferred SWCNTs on graphene shows a sheet resistance of
~215 ƻ/sq. at 90% T550.
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Figure 5.5.1. Optoelectronic performance of (a) SWCNT thin films on quartz deposited by filterpress and TP methods, and (b) SWCNT thin films on graphene-coated quartz deposited by filterpress and TP methods.

AuCl3 was used as dopant to further improve the film conductivity. After doping, all the films exhibit the reduced sheet resistance and the doping factor (pristine Rs/doped Rs) is nearly constant, regardless of the film thickness. Accordingly, the lowest sheet resistance is gained with TP deposited SWCNTs on graphene, showing average ~50 ƻ/sq. at 90% T550 (the best result is ~36 ƻ/sq.),
better than filter-press transferred SWCNTs on graphene with ~65 ƻ/sq. at 90%
T. Nevertheless, the filter-press transferred SWCNTs on bare quartz (~95
ƻ/sq.) is still better than the TP SWCNTs on quartz (~115 ƻ/sq.).
We then attempted to interpret our results using a simple parallel resistor
model, where the graphene and SWCNTs are considered as two parallel resistors. For example, the hybrid thin film with 90% T equals to a graphene film
with 97.5% T550 (~650 ƻ/sq.) adding a SWCNT film with 92.5% T550 (~750 ƻ/sq.
for TP). After calculation, the predicted sheet resistance of hybrid films is ~350
ƻ/sq., which is much higher than our measured result ~180 ƻ/sq. Therefore,
we have achieved a highly conductive SWCNTs-graphene hybrid film, and the
parallel resistor model fails to interpret this conductivity.
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Nevertheless, we can uncover the improved conductivity by studying the carrier transport of SWCNT thin films. According to previous reports, the charge
transport, including tunnelling efficiency between individual tubes can be illustrated by temperature dependence of conductance. The fluctuation-assisted
tunnelling (FAT)132 model integrating with a quasi-1D transport mechanism133,
134 can interpret the carrier transport. For sheet resistance it can be written as:
𝑅 (𝑇) = 𝐴 × exp −

+ 𝐵 × exp(

),

(5.5.1)

where A and B are constants. The first term represents the quasi-1D metallic
conduction involving the resistivity suppressing at lower temperature while at
higher temperature the backscattering by lattice vibration with the phonon energy kBTm (kB is the Boltzmann constant), and the second term Tb represents the
temperature at which the thermal voltage fluctuations become large enough to
raise the energy of electronic state over the barrier, and kBTb is the tunnelling
barrier; Ts is the tunnelling efficiency without fluctuations near T = 0 K.
The results of conductance versus temperature for various thin films has been
shown in Figure 5.5.2. We can clearly see that the graphene’s conductance is one
order of magnitude lower than the SWCNT or hybrid films. In addition, the
SWCNT or hybrid films exhibit a rapid increase with temperature then a decrease after reaching a maximum. More interestingly, combining SWCNTs with
graphene shows a similar effect in conductivity to the AuCl3 doped SWCNTs. To
fit this plot, we can also write the equation conductance (G) as a function of
temperature (T):
𝐺(𝑇) = 𝐺 + 𝐺 × exp −

+ exp(

)

(5.5.2)

where G0 and G1 are constants with units (S), the parameters extracted from
fitting are listed in Table 5.1.
The Tm (kBTm represents the phonon energy), varies from films. For example,
the pristine SWCNT/graphene hybrid thin film shows the lowest Tm = 726 K,
indicating the lowest phonon energy with the maximum conductance at 118 K.
This is even lower than the AuCl3 doped SWCNT film with a Tm = 806 K and
maximum conductance at 162 K. However, the pristine SWCNT film shows a
much higher Tm = 970 K with maximum conductance at 190 K. Thus, combining
with graphene and doping by AuCl3 can both reduce the phonon energy of
SWCNT. In addition, the tunnelling barrier heights can be also affected, for example, compare to the bare SWCNTs, a ~29% reduction of Tb for SWCNT/graphene hybrid is observed, being similar to the AuCl3 doped SWCNTs. Therefore,
it evokes a question whether the graphene acts as dopant similar to AuCl3.
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Table 5.1 The parameters extracted by fitting data in Figure 5.5.2 with equation 5.5.2

Films

G0, S

G1, S

T m, K

Em, eV

Tb, K

T s, K

Graphene

0.0002

0.0004

1078

0.093

2.10

14.85

SWCNTs

-0.0411

0.0549

970

0.084

5.36

20.72

SWCNTs+Graphene

-0.0196

0.0372

726

0.063

3.81

12.48

SWCNTs+AuCl3

-0.0104

0.0279

806

0.069

4.17

11.34

Figure 5.5.2. The temperature dependent conductance of TP deposited SWCNTs, graphene and
SWCNT/graphene hybrid thin films with (a) linear axis and (b) log-log axis.

To answer this question, we first did Raman spectroscopy measurement. A
tiny broadening of RBM peaks for SWCNTs is shown after combining with graphene, this is due to the strong van der Waals interaction between SWCNTs and
graphene. The peak broadening of RBM was also found after SWCNTs form
bundles31. On the other hand, the RBM peaks of AuCl3 doped SWCNTs are completely different from pristine SWCNT because of the resonant conditions (Figure 5.5.3a). Additionally, the G band mode (~1580 cm-1) has a blue-shift about
4 cm-1 due to the prominent charge transfer between AuCl3 and SWCNTs. For
the SWCNTs/graphene hybrid, however, no such shift was observed (Figure
5.5.3b), implying no substantial charge transfer between SWCNTs and graphene. The optical absorption spectroscopy can further identify this (Figure
5.5.3c). The transition peaks including S11, S22 and M11 are all suppressed after
AuCl3 doping, resulting from the fermi level shift36. Combining graphene with
SWCNTs, however, did not show the similar spectrum to AuCl3 doped. Only a
minor suppression of S11 peak is observed, indicating a mild charge transfer but
still incomparable to AuCl3 doping. Furthermore, the S22 peak becomes broader
and has a red-shift after integrating graphene, accounting from the strong interaction between SWCNTs and graphene. From the earlier contributions we
know the bundling effect of tubes can result in the broadening and red-shift of
transition peaks31, 32, 135 and thus, the strong-interaction interface between
SWCNTs and graphene can be considered as a similar effect to the bundling.
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Hence, we reveal that graphene does not play a role of dopant in the SWCNTsgraphene hybrid.

Figure 5.5.3. (a) RBM peaks of SWCNTs on SiO2, on graphene and AuCl3 doped SWCNTs, and
(b) the corresponding G bands and (c) optical absorption spectra of these films.

To reveal the interfacial microstructure between graphene and SWCNTs, we
performed the scanning transmission electron microscopy (STEM). Similar to
the previous findings that the SWCNTs form hundreds of nanometer long stacking interface with graphene136, our SWCNT bundles also stack firmly with graphene, evidenced by the STEM results that all SWCNTs share common Z-height
in Figure 5.5.4a. A close-up image in Figure 5.5.4b can further prove it. We also
note that in the scanning electron microscopy (SEM), the contrast for SWCNTs
on SiO2 (Figure 5.5.4c) is more obvious than those on graphene (Figure 5.5.4d).
This is due to, as also discovered by others, the charge effect from poor contact
between SWCNTs and the dielectric substrate137.
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Figure 5.5.4. (a) A STEM/MAADF overview of SWCNTs on graphene. (b) A magnified zone
where a SWCNT bundle closely contacts with graphene substrate. (c) The SEM images of
SWCNT network on (c) Si/SO2 and (d) graphene substrates under beam energy of 5.0 kV.

Finally, previous research claimed that the Y-junctions in the SWCNT network
is more conductive than the X-junctions138. In fact, in our work the SWCNTsgraphene interface can be resembled as the Y-junctions, where the contact is
long and firm. This could also explain the enhanced tunnelling and high conductance of TP deposited SWCNTs on graphene. In addition, the anomalously
high sheet resistance for TP deposited SWCNTs on bare quartz can be interpreted. As demonstrated in Figure 5.5.5a, a low density TP deposited SWCNT
film is completely dominated by X-junctions, resulting a poor interaction with
substrate without graphene and thus a poor conductance. Nevertheless, with
longer deposition time the thicker film exhibits more Y-junctions (Figure
5.5.5b), indicating the morphology or roughness will affect the formation of Yjunctions. We then believe that the SWCNTs deposited on filter by vacuum prefer to form Y-junctions due to the higher surface roughness, exhibiting superior
conductance to TP deposited SWCNTs on bare quartz.
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Figure 5.5.5. STEM/MAADF images of SWCNTs deposited on graphene by TP with (a) low density and (b) higher density.
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In summary, in floating catalyst chemical vapor deposition, the chiral and geometric properties of SWCNTs have been successfully tuned by employing CO2
as promoter in a carbon monoxide-ferrocene system. The CO2 concentration
plays a key role in tuning the diameter and chirality distributions. With certain
CO2 concentration, the SWCNTs show a very narrow diameter and chirality distribution, leading to a dominant absorption peaks in visible region and thus, a
specific color of thin film is exhibited. Moreover, optimizing reactor temperature can further narrow the distribution. In addition, the metallic tube ratio
could be increased from 29.8% to 46.3% when increasing CO2 from 0 to 0.50
vol%. In addition to chirality, the geometry, including tube diameter, bundle
length and diameter, can be also modulated by CO2. The tube diameter increases
from 1.1 to 2.1 nm by raising CO2 from 0 to 0.74 vol%, along with increment of
bundle length from 2.7 to 7.5 ǋm. The SWCNT yield is found to be dependent
on CO2 as well, being over twice higher with 0.31 vol% than that without CO2.
And at higher yield, the bundle diameter will also be larger due to the higher
possibility of collision in aerosol phase. Based on the study on geometry affected
by CO2, a role of CO2 is proposed, CO2 mainly affect the catalyst and the CO
decomposition, leading to the change of the carbon dissolution and diffusion.
As a result, the transparent conductive film consisting of SWCNTs with optimized geometry, including large diameter (1.9 nm), long bundle length (7.5 ǋm)
and small bundle diameter (7.1 nm), exhibit reduced pristine sheet resistance as
low as 273.4 ƻ/sq. at 90% transmittance. After AuCl3 doping, it reduces to 86.8
ƻ/sq. We ascribe the excellent conductivity to the reduced both junction numbers and junction resistance due to the optimized geometry. Furthermore, we
demonstrated the scale-up deposition of SWCNT thin films, such films show
good uniformity and TCF performance. The method implies great potential for
roll-to-toll production of SWCNT TCFs. In short, the use of CO2 in this work
blaze new trail for the in situ growth of SWCNTs with geometric and chiral
structure control, and it offers great chances for scale-up productions of highperformance SWCNT TCFs. Furthermore, the colorful thin films also show potentials for the touch screen or transistor applications.
Finally, to further improve the conductivity of SWCNT thin films, we fabricated the SWCNTs/graphene hybrid thin films. The TP deposited SWCNTs on
graphene display a reduced pristine sheet resistance of 180 ƻ/sq. (36 ƻ/sq. after
AuCl3 doping), being over twice lower than SWCNTs on quartz. We further iden-
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tified the improved conductivity slightly results from the band alignment between graphene and SWCNTs, but mainly from the enhanced interactions between them by van der Waals stacking. The temperature dependent conductance measurements indicate the hybrid film shows a lower tunnelling barrier,
leading to the improved conductance.
For the future research, further improving the conductivity of SWCNT thin
film is still one of the goals. Although we can achieve highly conductive thin film
by combining SWCNTs and graphene, the high cost and the complicated fabrication process are the challenges for real applications. On the other hand, we
can improve the film conductivity by further optimizing the SWCNT growth
process. For example, some active hydrocarbon, such as toluene or ethanol, can
be used as carbon sources to grow longer tubes, along with a low yield or high
total flow rate to gain highly individual tubes. This might be promising to
achieve the goal.
In addition, some other small molecules, such as H2O, H2S or NH3, could be
employed during SWCNT growth. It would be interesting to investigate more
effects by these molecules on the geometry and chirality, as well as the film conductivity. Furthermore, introducing molecule like NH3 has been reported to obtain nitrogen doped SWCNTs. Although the conductivity was reported to be
more inferior after nitrogen doping72, it might be a good candidate for electrochemistry applications, such as oxygen reduction reaction139, 140.
Last but not least, as we know that the semiconducting SWCNT films are of
great importance for thin film transistors, however, the selective synthesis of
semiconducting SWCNTs has been a challenge for years. In the FC-CVD this
goal could be easier to achieve. Since the SWCNTs are suspended in aerosol,
thus, one possible approach is to selectively etch by post treatment in aerosol
phase. For instance, we can connect another reactor to the synthesis reactor.
Then some etchants, such as O2 or H2O, could be introduced into the second
reactor to selectively etch SWCNTs. To finely control the etching process, the
SWCNTs from the first reactor should be highly individual and the etchant concentration should be controlled carefully, and the DMA can be used for realtime monitor. By this manner, we might obtain the semiconducting SWCNT
thin films and utilize them for high-performance thin film transistors.

46

References

(1) Iijima, S., Helical microtubules of graphitic carbon. nature 1991, 354, 56.
(2) Jorio, A.; Dresselhaus, G.; Dresselhaus, M. S., Carbon nanotubes: advanced topics in
the synthesis, structure, properties and applications. Springer Science & Business
Media: 2007; Vol. 111.
(3) Wu, Z.; Chen, Z.; Du, X.; Logan, J. M.; Sippel, J.; Nikolou, M.; Kamaras, K.; Reynolds,
J. R.; Tanner, D. B.; Hebard, A. F., Transparent, conductive carbon nanotube films.
Science 2004, 305, 1273-1276.
(4) Cao, Q.; Kim, H.-s.; Pimparkar, N.; Kulkarni, J. P.; Wang, C.; Shim, M.; Roy, K.; Alam,
M. A.; Rogers, J. A., Medium-scale carbon nanotube thin-film integrated circuits on
flexible plastic substrates. Nature 2008, 454, 495.
(5) Iijima, S.; Ichihashi, T., Single-shell carbon nanotubes of 1-nm diameter. nature 1993,
363, 603.
(6) Guo, T.; Nikolaev, P.; Thess, A.; Colbert, D. T.; Smalley, R. E., Catalytic growth of
single-walled manotubes by laser vaporization. Chem. Phys. Lett. 1995, 243, 49-54.
(7) Dai, H.; Rinzler, A. G.; Nikolaev, P.; Thess, A.; Colbert, D. T.; Smalley, R. E., Singlewall nanotubes produced by metal-catalyzed disproportionation of carbon monoxide.
Chem. Phys. Lett. 1996, 260, 471-475.
(8) Nikolaev, P.; Bronikowski, M. J.; Bradley, R. K.; Rohmund, F.; Colbert, D. T.; Smith,
K.; Smalley, R. E., Gas-phase catalytic growth of single-walled carbon nanotubes from
carbon monoxide. Chem. Phys. Lett. 1999, 313, 91-97.
(9) Moisala, A.; Nasibulin, A. G.; Brown, D. P.; Jiang, H.; Khriachtchev, L.; Kauppinen, E.
I., Single-walled carbon nanotube synthesis using ferrocene and iron pentacarbonyl in
a laminar flow reactor. Chem. Eng. Sci. 2006, 61, 4393-4402.
(10) Cheng, H. M.; Li, F.; Su, G.; Pan, H. Y.; He, L. L.; Sun, X.; Dresselhaus, M. S., Largescale and low-cost synthesis of single-walled carbon nanotubes by the catalytic
pyrolysis of hydrocarbons. Appl. Phys. Lett. 1998, 72, 3282-3284.
(11) Kaskela, A.; Nasibulin, A. G.; Timmermans, M. Y.; Aitchison, B.; Papadimitratos, A.;
Tian, Y.; Zhu, Z.; Jiang, H.; Brown, D. P.; Zakhidov, A.; Kauppinen, E. I., Aerosolsynthesized SWCNT networks with tunable conductivity and transparency by a dry
transfer technique. Nano Lett. 2010, 10, 4349-4355.
(12) Hata, K.; Futaba, D. N.; Mizuno, K.; Namai, T.; Yumura, M.; Iijima, S., Water-assisted
highly efficient synthesis of impurity-free single-walled carbon nanotubes. Science
2004, 306, 1362-1364.
(13) Magrez, A.; Seo, J. W.; Kuznetsov, V. L.; Forro, L., Evidence of an equimolar C2H2CO2 reaction in the synthesis of carbon nanotubes. Angew. Chem. Int. Ed. Engl.
2007, 46, 441-444.
(14) Shi, W.; Peng, Y.; Steiner, S. A., 3rd; Li, J.; Plata, D. L., Carbon Dioxide Promotes
Dehydrogenation in the Equimolar C2 H2 -CO2 Reaction to Synthesize Carbon
Nanotubes. Small 2018.
(15) Zhu, H.; Xu, C.; Wu, D.; Wei, B.; Vajtai, R.; Ajayan, P., Direct synthesis of long singlewalled carbon nanotube strands. Science 2002, 296, 884-886.
(16) McNicholas, T. P.; Ding, L.; Yuan, D.; Liu, J., Density enhancement of aligned singlewalled carbon nanotube thin films on quartz substrates by sulfur-assisted synthesis.
Nano Lett. 2009, 9, 3646-3650.
(17) Li, Z.; Xu, Y.; Ma, X.; Dervishi, E.; Saini, V.; Biris, A. R.; Lupu, D.; Biris, A. S., CO2
enhanced carbon nanotube synthesis from pyrolysis of hydrocarbons. Chem.
Commun. 2008, 3260-3262.

47

(18) Seo, K.; Kim, C.; Choi, Y. S.; Park, K. A.; Lee, Y. H.; Kim, B., Tuning chirality of singlewall carbon nanotubes by selective etching with carbon dioxide. J. Am. Chem. Soc.
2003, 125, 13946-13947.
(19) Wen, Q.; Qian, W.; Wei, F.; Liu, Y.; Ning, G.; Zhang, Q., CO2-Assisted SWNT Growth
on Porous Catalysts. Chem. Mater. 2007, 19, 1226-1230.
(20) Huang, J.; Zhang, Q.; Zhao, M.; Wei, F., Process intensification by CO2 for high
quality carbon nanotube forest growth: Double-walled carbon nanotube convexity or
single-walled carbon nanotube bowls? Nano. Res. 2009, 2, 872-881.
(21) Tian, Y.; Timmermans, M. Y.; Kivistö, S.; Nasibulin, A. G.; Zhu, Z.; Jiang, H.;
Okhotnikov, O. G.; Kauppinen, E. I., Tailoring the diameter of single-walled carbon
nanotubes for optical applications. Nano. Res. 2011, 4, 807-815.
(22) Znidarsic, A.; Kaskela, A.; Laiho, P.; Gaberscek, M.; Ohno, Y.; Nasibulin, A. G.;
Kauppinen, E. I.; Hassanien, A., Spatially Resolved Transport Properties of Pristine
and Doped Single-Walled Carbon Nanotube Networks. J. Phys. Chem. C 2013, 117,
13324-13330.
(23) Laiho, P.; Mustonen, K. A.; Ohno, Y.; Maruyama, S.; Kauppinen, E. I., Dry and Direct
Deposition of Aerosol Synthesized Single-Walled Carbon Nanotubes by
Thermophoresis. ACS Appl. Mater. Interfaces 2017.
(24) Dresselhaus, M. S.; Dresselhaus, G.; Eklund, P. C., Science of fullerenes and carbon
nanotubes: their properties and applications. Elsevier: 1996.
(25) Dresselhaus, G.; Riichiro, S., Physical properties of carbon nanotubes. World
scientific: 1998.
(26) Dürkop, T.; Getty, S.; Cobas, E.; Fuhrer, M., Extraordinary mobility in semiconducting
carbon nanotubes. Nano Lett. 2004, 4, 35-39.
(27) Baxendale, M., Carbon nanotubes and bucky materials. Springer Handbook of
Electronic and Photonic Materials 2007, 1147-1154.
(28) Wallace, P. R., The band theory of graphite. Phys. Rev. 1947, 71, 622.
(29) Minot, E. D., Tuning the band structure of carbon nanotubes. Cornell University:
2004.
(30) Spataru, C. D.; Ismail-Beigi, S.; Benedict, L. X.; Louie, S. G., Excitonic effects and
optical spectra of single-walled carbon nanotubes. Phys. Rev. Lett. 2004, 92, 077402.
(31) O’Connell, M. J.; Sivaram, S.; Doorn, S. K., Near-infrared resonance Raman excitation
profile studies of single-walled carbon nanotube intertube interactions: A direct
comparison of bundled and individually dispersed HiPco nanotubes. Phys. Rev. B
2004, 69, 235415.
(32) Fantini, C.; Jorio, A.; Souza, M.; Strano, M.; Dresselhaus, M.; Pimenta, M., Optical
transition energies for carbon nanotubes from resonant Raman spectroscopy:
Environment and temperature effects. Phys. Rev. Lett. 2004, 93, 147406.
(33) O'connell, M. J.; Bachilo, S. M.; Huffman, C. B.; Moore, V. C.; Strano, M. S.; Haroz, E.
H.; Rialon, K. L.; Boul, P. J.; Noon, W. H.; Kittrell, C., Band gap fluorescence from
individual single-walled carbon nanotubes. Science 2002, 297, 593-596.
(34) Kataura, H.; Kumazawa, Y.; Maniwa, Y.; Umezu, I.; Suzuki, S.; Ohtsuka, Y.; Achiba, Y.,
Optical properties of single-wall carbon nanotubes. Synth. Met. 1999, 103, 25552558.
(35) Tasaki, S.; Maekawa, K.; Yamabe, T., Ⱥ-band contribution to the optical properties of
carbon nanotubes: Effects of chirality. Phys. Rev. B 1998, 57, 9301.
(36) Kim, K. K.; Bae, J. J.; Park, H. K.; Kim, S. M.; Geng, H.-Z.; Park, K. A.; Shin, H.-J.;
Yoon, S.-M.; Benayad, A.; Choi, J.-Y., Fermi level engineering of single-walled carbon
nanotubes by AuCl3 doping. J. Am. Chem. Soc. 2008, 130, 12757-12761.
(37) Kim, S. M.; Kim, K. K.; Jo, Y. W.; Park, M. H.; Chae, S. J.; Duong, D. L.; Yang, C. W.;
Kong, J.; Lee, Y. H., Role of anions in the AuCl3-doping of carbon nanotubes. ACS
Nano 2011, 5, 1236-1242.
(38) Geng, H.-Z.; Kim, K. K.; So, K. P.; Lee, Y. S.; Chang, Y.; Lee, Y. H., Effect of acid
treatment on carbon nanotube-based flexible transparent conducting films. J. Am.
Chem. Soc. 2007, 129, 7758-7759.
(39) Zhou, W.; Vavro, J.; Nemes, N. M.; Fischer, J. E.; Borondics, F.; Kamaras, K.; Tanner,
D., Charge transfer and Fermi level shift in p-doped single-walled carbon nanotubes.
Phys. Rev. B 2005, 71, 205423.
(40) Dresselhaus, M. S.; Dresselhaus, G.; Saito, R.; Jorio, A., Raman spectroscopy of carbon
nanotubes. Phys. Rep. 2005, 409, 47-99.
(41) Bachilo, S. M.; Strano, M. S.; Kittrell, C.; Hauge, R. H.; Smalley, R. E.; Weisman, R. B.,
Structure-assigned optical spectra of single-walled carbon nanotubes. Science 2002,
298, 2361-2366.

48

Conclusion and outlook

(42) Dresselhaus, M.; Dresselhaus, G.; Jorio, A., Raman spectroscopy of carbon nanotubes
in 1997 and 2007. J. Phys. Chem. C 2007, 111, 17887-17893.
(43) Piao, Y.; Simpson, J. R.; Streit, J. K.; Ao, G.; Zheng, M.; Fagan, J. A.; Hight Walker, A.
R., Intensity Ratio of Resonant Raman Modes for (n,m) Enriched Semiconducting
Carbon Nanotubes. ACS Nano 2016, 10, 5252-5259.
(44) Tian, Y.; Jiang, H.; Laiho, P.; Kauppinen, E. I., Validity of Measuring Metallic and
Semiconducting Single-Walled Carbon Nanotube Fractions by Quantitative Raman
Spectroscopy. Anal. Chem. 2018, 90, 2517-2525.
(45) Brown, S.; Jorio, A.; Corio, a. P.; Dresselhaus, M.; Dresselhaus, G.; Saito, R.; Kneipp,
K., Origin of the Breit-Wigner-Fano lineshape of the tangential G-band feature of
metallic carbon nanotubes. Phys. Rev. B 2001, 63, 155414.
(46) Souza Filho, A.; Jorio, A.; Samsonidze, G. G.; Dresselhaus, G.; Saito, R.; Dresselhaus,
M., Raman spectroscopy for probing chemically/physically induced phenomena in
carbon nanotubes. Nanotechnology 2003, 14, 1130.
(47) Bethune, D.; Kiang, C.; De Vries, M.; Gorman, G.; Savoy, R.; Vazquez, J.; Beyers, R.,
Cobalt-catalysed growth of carbon nanotubes with single-atomic-layer walls. Nature
1993, 363, 605.
(48) Ajayan, P.; Lambert, J.; Bernier, P.; Barbedette, L.; Colliex, C.; Planeix, J., Growth
morphologies during cobalt-catalyzed single-shell carbon nanotube synthesis. Chem.
Phys. Lett. 1993, 215, 509-517.
(49) Chen, B.; Zhao, X.; Inoue, S.; Ando, Y., Fabrication and dispersion evaluation of
single-wall carbon nanotubes produced by FH-arc discharge method. Journal of
nanoscience and nanotechnology 2010, 10, 3973-3977.
(50) Chen, B.; Inoue, S.; Ando, Y., Raman spectroscopic and thermogravimetric studies of
high-crystallinity SWNTs synthesized by FH-arc discharge method. Diamond Relat.
Mater. 2009, 18, 975-978.
(51) Seraphin, S.; Zhou, D.; Jiao, J.; Minke, M. A.; Wang, S.; Yadav, T.; Withers, J. C.,
Catalytic role of nickel, palladium, and platinum in the formation of carbon
nanoclusters. Chem. Phys. Lett. 1994, 217, 191-195.
(52) Saito, Y.; Okuda, M.; Koyama, T., Carbon nanocapsules and single-wall nanotubes
formed by arc evaporation. Surf. Rev. Lett. 1996, 3, 863-867.
(53) Saito, Y.; Nishikubo, K.; Kawabata, K.; Matsumoto, T., Carbon nanocapsules and
single‐layered nanotubes produced with platinum‐group metals (Ru, Rh, Pd, Os, Ir,
Pt) by arc discharge. J. Appl. Phys. 1996, 80, 3062-3067.
(54) Bolshakov, A.; Uglov, S.; Saveliev, A.; Konov, V.; Gorbunov, A.; Pompe, W.; Graff, A.,
A novel CW laser–powder method of carbon single-wall nanotubes production.
Diamond Relat. Mater. 2002, 11, 927-930.
(55) Ikegami, T.; Nakanishi, F.; Uchiyama, M.; Ebihara, K., Optical measurement in carbon
nanotubes formation by pulsed laser ablation. Thin Solid Films 2004, 457, 7-11.
(56) Lebel, L. L.; Aissa, B.; El Khakani, M. A.; Therriault, D., Preparation and mechanical
characterization of laser ablated single-walled carbon-nanotubes/polyurethane
nanocomposite microbeams. Compos. Sci. Technol. 2010, 70, 518-524.
(57) Baker, R.; Barber, M.; Harris, P.; Feates, F.; Waite, R., Nucleation and growth of
carbon deposits from the nickel catalyzed decomposition of acetylene. J. Catal. 1972,
26, 51-62.
(58) Gavillet, J.; Loiseau, A.; Journet, C.; Willaime, F.; Ducastelle, F.; Charlier, J. C., Rootgrowth mechanism for single-wall carbon nanotubes. Phys. Rev. Lett. 2001, 87,
275504.
(59) Huang, S.; Cai, X.; Liu, J., Growth of millimeter-long and horizontally aligned singlewalled carbon nanotubes on flat substrates. J. Am. Chem. Soc. 2003, 125, 5636-5637.
(60) Notarianni, M.; Liu, J.; Vernon, K.; Motta, N., Synthesis and applications of carbon
nanomaterials for energy generation and storage. Beilstein journal of nanotechnology
2016, 7, 149-196.
(61) Anisimov, A. S.; Nasibulin, A. G.; Jiang, H.; Launois, P.; Cambedouzou, J.; Shandakov,
S. D.; Kauppinen, E. I., Mechanistic investigations of single-walled carbon nanotube
synthesis by ferrocene vapor decomposition in carbon monoxide. Carbon 2010, 48,
380-388.
(62) Kaskela, A.; Laiho, P.; Fukaya, N.; Mustonen, K.; Susi, T.; Jiang, H.; Houbenov, N.;
Ohno, Y.; Kauppinen, E. I., Highly individual SWCNTs for high performance thin film
electronics. Carbon 2016, 103, 228-234.
(63) Zhu, Z.; Jiang, H.; Susi, T.; Nasibulin, A. G.; Kauppinen, E. I., The use of NH3 to
promote the production of large-diameter single-walled carbon nanotubes with a
narrow (n,m) distribution. J. Am. Chem. Soc. 2011, 133, 1224-1227.

49

(64) Anisimov, A. S.; Brown, D. P.; Mikladal, B. F.; Súilleabháin, L. Ó.; Parikh, K.;
Soininen, E.; Sonninen, M.; Tian, D.; Varjos, I.; Vuohelainen, R. In 16.3: printed touch
sensors using carbon NanoBud® material, SID Symposium Digest of Technical
Papers, 2014; Wiley Online Library: 2014; pp 200-203.
(65) Tessonnier, J. P.; Su, D. S., Recent progress on the growth mechanism of carbon
nanotubes: a review. ChemSusChem 2011, 4, 824-847.
(66) Lide, D. R., CRC handbook of chemistry and physics. CRC press: 2004; Vol. 85.
(67) Bronikowski, M. J.; Willis, P. A.; Colbert, D. T.; Smith, K. A.; Smalley, R. E., Gas-phase
production of carbon single-walled nanotubes from carbon monoxide via the HiPco
process: A parametric study. Journal of Vacuum Science & Technology A: Vacuum,
Surfaces, and Films 2001, 19, 1800-1805.
(68) Bundaleska, N.; Tsyganov, D.; Tatarova, E.; Dias, F. M.; Ferreira, C. M., Steam
reforming of ethanol into hydrogen-rich gas using microwave Ar/water “tornado” –
Type plasma. Int. J. Hydrogen Energy 2014, 39, 5663-5670.
(69) Nasibulin, A. G.; Brown, D. P.; Queipo, P.; Gonzalez, D.; Jiang, H.; Kauppinen, E. I.,
An essential role of CO2 and H2O during single-walled CNT synthesis from carbon
monoxide. Chem. Phys. Lett. 2006, 417, 179-184.
(70) Zhang, G.; Mann, D.; Zhang, L.; Javey, A.; Li, Y.; Yenilmez, E.; Wang, Q.; McVittie, J.
P.; Nishi, Y.; Gibbons, J., Ultra-high-yield growth of vertical single-walled carbon
nanotubes: Hidden roles of hydrogen and oxygen. Proceedings of the National
Academy of Sciences 2005, 102, 16141-16145.
(71) Shi, W.; Li, J.; Polsen, E. S.; Oliver, C. R.; Zhao, Y.; Meshot, E. R.; Barclay, M.;
Fairbrother, D. H.; Hart, A. J.; Plata, D. L., Oxygen-promoted catalyst sintering
influences number density, alignment, and wall number of vertically aligned carbon
nanotubes. Nanoscale 2017, 9, 5222-5233.
(72) Susi, T.; Kaskela, A.; Zhu, Z.; Ayala, P.; Arenal, R.; Tian, Y.; Laiho, P.; Mali, J.;
Nasibulin, A. G.; Jiang, H., Nitrogen-doped single-walled carbon nanotube thin films
exhibiting anomalous sheet resistances. Chem. Mater. 2011, 23, 2201-2208.
(73) Zheng, M.; Diner, B. A., Solution redox chemistry of carbon nanotubes. J. Am. Chem.
Soc. 2004, 126, 15490-15494.
(74) Arnold, M. S.; Green, A. A.; Hulvat, J. F.; Stupp, S. I.; Hersam, M. C., Sorting carbon
nanotubes by electronic structure using density differentiation. Nat Nanotechnol
2006, 1, 60-65.
(75) Liu, H.; Nishide, D.; Tanaka, T.; Kataura, H., Large-scale single-chirality separation of
single-wall carbon nanotubes by simple gel chromatography. Nat Commun 2011, 2,
309.
(76) Khripin, C. Y.; Fagan, J. A.; Zheng, M., Spontaneous partition of carbon nanotubes in
polymer-modified aqueous phases. J. Am. Chem. Soc. 2013, 135, 6822-6825.
(77) Liu, J.; Wang, C.; Tu, X.; Liu, B.; Chen, L.; Zheng, M.; Zhou, C., Chirality-controlled
synthesis of single-wall carbon nanotubes using vapour-phase epitaxy. Mol Ther
2012, 3, 1199.
(78) Sanchez-Valencia, J. R.; Dienel, T.; Groning, O.; Shorubalko, I.; Mueller, A.; Jansen,
M.; Amsharov, K.; Ruffieux, P.; Fasel, R., Controlled synthesis of single-chirality
carbon nanotubes. Nature 2014, 512, 61-64.
(79) Yang, F.; Wang, X.; Zhang, D.; Yang, J.; Luo, D.; Xu, Z.; Wei, J.; Wang, J. Q.; Xu, Z.;
Peng, F.; Li, X.; Li, R.; Li, Y.; Li, M.; Bai, X.; Ding, F.; Li, Y., Chirality-specific growth
of single-walled carbon nanotubes on solid alloy catalysts. Nature 2014, 510, 522-524.
(80) Li, X.; Tu, X.; Zaric, S.; Welsher, K.; Seo, W. S.; Zhao, W.; Dai, H., Selective synthesis
combined with chemical separation of single-walled carbon nanotubes for chirality
selection. J. Am. Chem. Soc. 2007, 129, 15770-15771.
(81) Chiang, W.-H.; Sankaran, R. M., Linking catalyst composition to chirality distributions
of as-grown single-walled carbon nanotubes by tuning Ni x Fe 1í x nanoparticles. Nat.
Mater. 2009, 8, 882.
(82) He, M.; Chernov, A. I.; Fedotov, P. V.; Obraztsova, E. D.; Sainio, J.; Rikkinen, E.;
Jiang, H.; Zhu, Z.; Tian, Y.; Kauppinen, E. I.; Niemela, M.; Krause, A. O., Predominant
(6,5) single-walled carbon nanotube growth on a copper-promoted iron catalyst. J.
Am. Chem. Soc. 2010, 132, 13994-13996.
(83) Bachilo, S. M.; Balzano, L.; Herrera, J. E.; Pompeo, F.; Resasco, D. E.; Weisman, R. B.,
Narrow (n, m)-distribution of single-walled carbon nanotubes grown using a solid
supported catalyst. J. Am. Chem. Soc. 2003, 125, 11186-11187.
(84) Hecht, D. S.; Hu, L. B.; Irvin, G., Emerging Transparent Electrodes Based on Thin
Films of Carbon Nanotubes, Graphene, and Metallic Nanostructures. Adv. Mater.
2011, 23, 1482-1513.

50

Conclusion and outlook

(85) Duta, M.; Anastasescu, M.; Calderon-Moreno, J. M.; Predoana, L.; Preda, S.;
Nicolescu, M.; Stroescu, H.; Bratan, V.; Dascalu, I.; Aperathitis, E.; Modreanu, M.;
Zaharescu, M.; Gartner, M., Sol–gel versus sputtering indium tin oxide films as
transparent conducting oxide materials. Journal of Materials Science: Materials in
Electronics 2016, 27, 4913-4922.
(86) Chen, C. Y.; Lee, W. K.; Chen, Y. J.; Lu, C. Y.; Lin, H. Y.; Wu, C. C., Enhancing Optical
Out-Coupling of Organic Light-Emitting Devices with Nanostructured Composite
Electrodes Consisting of Indium Tin Oxide Nanomesh and Conducting Polymer. Adv.
Mater. 2015, 27, 4883-4888.
(87) Mora, A.; Khan, K. A.; El Sayed, T., Crack density and electrical resistance in indiumtin-oxide/polymer thin films under cyclic loading. Electronic Materials Letters 2014,
10, 1033-1037.
(88) Chen, Z.; Li, W.; Li, R.; Zhang, Y.; Xu, G.; Cheng, H., Fabrication of highly transparent
and conductive indium–tin oxide thin films with a high figure of merit via solution
processing. Langmuir 2013, 29, 13836-13842.
(89) Sun, Y.; Gates, B.; Mayers, B.; Xia, Y., Crystalline silver nanowires by soft solution
processing. Nano Lett. 2002, 2, 165-168.
(90) Hu, L.; Kim, H. S.; Lee, J.-Y.; Peumans, P.; Cui, Y., Scalable coating and properties of
transparent, flexible, silver nanowire electrodes. ACS Nano 2010, 4, 2955-2963.
(91) De, S.; Higgins, T. M.; Lyons, P. E.; Doherty, E. M.; Nirmalraj, P. N.; Blau, W. J.;
Boland, J. J.; Coleman, J. N., Silver nanowire networks as flexible, transparent,
conducting films: extremely high DC to optical conductivity ratios. ACS Nano 2009,
3, 1767-1774.
(92) Bae, S.; Kim, H.; Lee, Y.; Xu, X.; Park, J.-S.; Zheng, Y.; Balakrishnan, J.; Lei, T.; Kim,
H. R.; Song, Y. I., Roll-to-roll production of 30-inch graphene films for transparent
electrodes. Nat. Nanotechnol. 2010, 5, 574.
(93) Li, X.; Zhu, Y.; Cai, W.; Borysiak, M.; Han, B.; Chen, D.; Piner, R. D.; Colombo, L.;
Ruoff, R. S., Transfer of large-area graphene films for high-performance transparent
conductive electrodes. Nano Lett. 2009, 9, 4359-4363.
(94) Eda, G.; Fanchini, G.; Chhowalla, M., Large-area ultrathin films of reduced graphene
oxide as a transparent and flexible electronic material. Nat. Nanotechnol. 2008, 3,
270.
(95) Dan, B.; Irvin, G. C.; Pasquali, M., Continuous and scalable fabrication of transparent
conducting carbon nanotube films. ACS Nano 2009, 3, 835-843.
(96) Jiang, S.; Hou, P.-X.; Chen, M.-L.; Wang, B.-W.; Sun, D.-M.; Tang, D.-M.; Jin, Q.;
Guo, Q.-X.; Zhang, D.-D.; Du, J.-H., Ultrahigh-performance transparent conductive
films of carbon-welded isolated single-wall carbon nanotubes. Science advances
2018, 4, eaap9264.
(97) Song, T.-B.; Chen, Y.; Chung, C.-H.; Yang, Y.; Bob, B.; Duan, H.-S.; Li, G.; Tu, K.-N.;
Huang, Y.; Yang, Y., Nanoscale joule heating and electromigration enhanced ripening
of silver nanowire contacts. ACS Nano 2014, 8, 2804-2811.
(98) Banhart, F.; Kotakoski, J.; Krasheninnikov, A. V., Structural defects in graphene. ACS
Nano 2010, 5, 26-41.
(99) Lee, Y.; Bae, S.; Jang, H.; Jang, S.; Zhu, S.-E.; Sim, S. H.; Song, Y. I.; Hong, B. H.; Ahn,
J.-H., Wafer-scale synthesis and transfer of graphene films. Nano Lett. 2010, 10, 490493.
(100) Ding, E.-X.; Zhang, Q.; Wei, N.; Khan, A. T.; Kauppinen, E. I., High-performance
single-walled carbon nanotube transparent conducting film fabricated by using low
feeding rate of ethanol solution. Royal Society open science 2018, 5, 180392.
(101) Tian, X.; Moser, M. L.; Pekker, A.; Sarkar, S.; Ramirez, J.; Bekyarova, E.; Itkis, M. E.;
Haddon, R. C., Effect of atomic interconnects on percolation in single-walled carbon
nanotube thin film networks. Nano Lett. 2014, 14, 3930-3937.
(102) Nasibulin, A. G.; Kaskela, A.; Mustonen, K.; Anisimov, A. S.; Ruiz, V.; Kivisto, S.;
Rackauskas, S.; Timmermans, M. Y.; Pudas, M.; Aitchison, B., Multifunctional freestanding single-walled carbon nanotube films. ACS Nano 2011, 5, 3214-3221.
(103) Stadermann, M.; Papadakis, S.; Falvo, M.; Novak, J.; Snow, E.; Fu, Q.; Liu, J.;
Fridman, Y.; Boland, J.; Superfine, R., Nanoscale study of conduction through carbon
nanotube networks. Phys. Rev. B 2004, 69, 201402.
(104) Simien, D.; Fagan, J. A.; Luo, W.; Douglas, J. F.; Migler, K.; Obrzut, J., Influence of
nanotube length on the optical and conductivity properties of thin single-wall carbon
nanotube networks. ACS Nano 2008, 2, 1879-1884.
(105) Hecht, D.; Hu, L.; Grüner, G., Conductivity scaling with bundle length and diameter
in single walled carbon nanotube networks. Appl. Phys. Lett. 2006, 89, 133112.

51

(106) Li, S.; Yu, Z.; Rutherglen, C.; Burke, P. J., Electrical properties of 0.4 cm long singlewalled carbon nanotubes. Nano Lett. 2004, 4, 2003-2007.
(107) Radosavljeviü, M.; Lefebvre, J.; Johnson, A. T., High-field electrical transport and
breakdown in bundles of single-wall carbon nanotubes. Phys. Rev. B 2001, 64.
(108) Mustonen, K.; Laiho, P.; Kaskela, A.; Zhu, Z.; Reynaud, O.; Houbenov, N.; Tian, Y.;
Susi, T.; Jiang, H.; Nasibulin, A. G., Gas phase synthesis of non-bundled, small
diameter single-walled carbon nanotubes with near-armchair chiralities. Appl. Phys.
Lett. 2015, 107, 013106.
(109) Fuhrer, M.; Nygård, J.; Shih, L.; Forero, M.; Yoon, Y.-G.; Choi, H. J.; Ihm, J.; Louie,
S. G.; Zettl, A.; McEuen, P. L., Crossed nanotube junctions. Science 2000, 288, 494497.
(110) Topinka, M. A.; Rowell, M. W.; Goldhaber-Gordon, D.; McGehee, M. D.; Hecht, D. S.;
Gruner, G., Charge transport in interpenetrating networks of semiconducting and
metallic carbon nanotubes. Nano Lett. 2009, 9, 1866-1871.
(111) Krupke, R.; Hennrich, F.; Löhneysen, H. v.; Kappes, M. M., Separation of metallic
from semiconducting single-walled carbon nanotubes. Science 2003, 301, 344-347.
(112) Tokuno, T.; Nogi, M.; Jiu, J.; Suganuma, K., Hybrid transparent electrodes of silver
nanowires and carbon nanotubes: a low-temperature solution process. Nanoscale
research letters 2012, 7, 281.
(113) Soldano, C., Hybrid metal-based carbon nanotubes: Novel platform for
multifunctional applications. Prog. Mater Sci. 2015, 69, 183-212.
(114) Kim, S. H.; Song, W.; Jung, M. W.; Kang, M. A.; Kim, K.; Chang, S. J.; Lee, S. S.; Lim,
J.; Hwang, J.; Myung, S., Carbon nanotube and graphene hybrid thin film for
transparent electrodes and field effect transistors. Adv. Mater. 2014, 26, 4247-4252.
(115) Kholmanov, I. N.; Magnuson, C. W.; Piner, R.; Kim, J. Y.; Aliev, A. E.; Tan, C.; Kim, T.
Y.; Zakhidov, A. A.; Sberveglieri, G.; Baughman, R. H., Optical, electrical, and
electromechanical properties of hybrid graphene/carbon nanotube films. Adv. Mater.
2015, 27, 3053-3059.
(116) Gorkina, A. L.; Tsapenko, A. P.; Gilshteyn, E. P.; Koltsova, T. S.; Larionova, T. V.;
Talyzin, A.; Anisimov, A. S.; Anoshkin, I. V.; Kauppinen, E. I.; Tolochko, O. V.,
Transparent and conductive hybrid graphene/carbon nanotube films. Carbon 2016,
100, 501-507.
(117) Tung, V. C.; Chen, L.-M.; Allen, M. J.; Wassei, J. K.; Nelson, K.; Kaner, R. B.; Yang, Y.,
Low-temperature solution processing of grapheneí carbon nanotube hybrid materials
for high-performance transparent conductors. Nano Lett. 2009, 9, 1949-1955.
(118) Yan, Z.; Peng, Z.; Casillas, G.; Lin, J.; Xiang, C.; Zhou, H.; Yang, Y.; Ruan, G.; Raji, A.R. O.; Samuel, E. L., Rebar graphene. ACS Nano 2014, 8, 5061-5068.
(119) Hecht, D. S.; Heintz, A. M.; Lee, R.; Hu, L.; Moore, B.; Cucksey, C.; Risser, S., High
conductivity transparent carbon nanotube films deposited from superacid.
Nanotechnology 2011, 22, 169501.
(120) Ding, E.-X.; Jiang, H.; Zhang, Q.; Tian, Y.; Laiho, P.; Hussain, A.; Liao, Y.; Wei, N.;
Kauppinen, E. I., Highly conductive and transparent single-walled carbon nanotube
thin films from ethanol by floating catalyst chemical vapor deposition. Nanoscale
2017, 9, 17601-17609.
(121) Anoshkin, I. V.; Nasibulin, A. G.; Tian, Y.; Liu, B.; Jiang, H.; Kauppinen, E. I., Hybrid
carbon source for single-walled carbon nanotube synthesis by aerosol CVD method.
Carbon 2014, 78, 130-136.
(122) Tenent, R. C.; Barnes, T. M.; Bergeson, J. D.; Ferguson, A. J.; To, B.; Gedvilas, L. M.;
Heben, M. J.; Blackburn, J. L., Ultrasmooth, large‐area, high‐uniformity,
conductive transparent single‐walled‐carbon‐nanotube films for photovoltaics
produced by ultrasonic spraying. Adv. Mater. 2009, 21, 3210-3216.
(123) Dettlaff-Weglikowska, U.; Skákalová, V.; Graupner, R.; Jhang, S. H.; Kim, B. H.; Lee,
H. J.; Ley, L.; Park, Y. W.; Berber, S.; Tománek, D., Effect of SOCl2 treatment on
electrical and mechanical properties of single-wall carbon nanotube networks. J. Am.
Chem. Soc. 2005, 127, 5125-5131.
(124) Hellstrom, S. L.; Vosgueritchian, M.; Stoltenberg, R. M.; Irfan, I.; Hammock, M.;
Wang, Y. B.; Jia, C.; Guo, X.; Gao, Y.; Bao, Z., Strong and stable doping of carbon
nanotubes and graphene by MoO x for transparent electrodes. Nano Lett. 2012, 12,
3574-3580.
(125) Knutson, E.; Whitby, K., Aerosol classification by electric mobility: apparatus, theory,
and applications. J. Aerosol Sci 1975, 6, 443-451.

52

Conclusion and outlook

(126) Jiang, H.; Nasibulin, A. G.; Brown, D. P.; Kauppinen, E. I., Unambiguous atomic
structural determination of single-walled carbon nanotubes by electron diffraction.
Carbon 2007, 45, 662-667.
(127) Valdes, L. B., Resistivity measurements on germanium for transistors. Proc. IRE
1954, 42, 420-427.
(128) Li, P.; Zhang, X.; Liu, J., Aligned single-walled carbon nanotube arrays from rhodium
catalysts with unexpected diameter uniformity independent of the catalyst size and
growth temperature. Chem. Mater. 2016, 28, 870-875.
(129) Fiawoo, M. F.; Bonnot, A. M.; Amara, H.; Bichara, C.; Thibault-Penisson, J.; Loiseau,
A., Evidence of correlation between catalyst particles and the single-wall carbon
nanotube diameter: a first step towards chirality control. Phys. Rev. Lett. 2012, 108,
195503.
(130) Hinds, W. C., Aerosol technology: properties, behavior, and measurement of
airborne particles. John Wiley & Sons: 2012.
(131) Chen, M.; Li, W.; da Silveira Venzel, T. E.; Li, G.; Itkis, M. E.; Haddon, R. C.;
Bekyarova, E., Effect of constructive rehybridization on transverse conductivity of
aligned single-walled carbon nanotube films. Mater. Today 2018, 21, 937-943.
(132) Sheng, P., Fluctuation-induced tunneling conduction in disordered materials. Phys.
Rev. B 1980, 21, 2180.
(133) Pietronero, L., Ideal conductivity of carbon Ⱥ polymers and intercalation compounds.
Synth. Met. 1983, 8, 225-231.
(134) Kivelson, S.; Heeger, A., Intrinsic conductivity of conducting polymers. Synth. Met.
1988, 22, 371-384.
(135) Wang, F.; Sfeir, M. Y.; Huang, L.; Huang, X. H.; Wu, Y.; Kim, J.; Hone, J.; O’Brien, S.;
Brus, L. E.; Heinz, T. F., Interactions between individual carbon nanotubes studied by
Rayleigh scattering spectroscopy. Phys. Rev. Lett. 2006, 96, 167401.
(136) Mustonen, K.; Hussain, A.; Hofer, C.; Monazam, M. R.; Mirzayev, R.; Elibol, K.;
Laiho, P.; Mangler, C.; Jiang, H.; Susi, T., Atomic-Scale Deformations at the Interface
of a Mixed-Dimensional van der Waals Heterostructure. ACS Nano 2018, 12, 85128519.
(137) Loos, J.; Alexeev, A.; Grossiord, N.; Koning, C. E.; Regev, O., Visualization of singlewall carbon nanotube (SWNT) networks in conductive polystyrene nanocomposites by
charge contrast imaging. Ultramicroscopy 2005, 104, 160-167.
(138) Sun, D.-m.; Timmermans, M. Y.; Tian, Y.; Nasibulin, A. G.; Kauppinen, E. I.;
Kishimoto, S.; Mizutani, T.; Ohno, Y., Flexible high-performance carbon nanotube
integrated circuits. Nat. Nanotechnol. 2011, 6, 156.
(139) Rao, C. V.; Cabrera, C. R.; Ishikawa, Y., In search of the active site in nitrogen-doped
carbon nanotube electrodes for the oxygen reduction reaction. The Journal of Physical
Chemistry Letters 2010, 1, 2622-2627.
(140) Gong, K.; Du, F.; Xia, Z.; Durstock, M.; Dai, L., Nitrogen-doped carbon nanotube
arrays with high electrocatalytic activity for oxygen reduction. Science 2009, 323,
760-764.

53

tm
meeennntttooofffAAAppppppllilieieedddPPPhhhyyysssiiciccsss
DDDeeepppaaarrrttm

YYYooonnngggpppiininngggLLLiiaiaaooo

AAARRRTTT+++
IGGNNN+++
DDDEEESSSIIG
AAARRRCCCHHHIITITTEEECCCTTTUUURRREEE
SSSCCCIIEIEENNNCCCEEE+++
TTTEEECCCHHHNNNOOOLLLOOOGGGYYY
CCCRRROOOSSSSSSOOOVVVEEERRR
DDDOOOCCCTTTOOORRRAAALLL
IOONNNSSS
DDDIISISSSSSEEERRRTTT
AAATTTIIO

A
n
Aa
alllttto
oU
U
niiivvve
errrs
siiitttyyy
A
a
o
Un
e
s

toUUU
AAA
aalatlo
tlo
nninvivieverersrsistitiytyy
cho
hoooo
loo
in
enc
nce
cee
SSS
cch
l lo
fffSSS
ccice
ie
epa
parartrtm
tm
entnttooo
id
eddPPP
DDD
eep
m
een
fffAAA
pppplpile
ile
hhyhysysisc
iciscss
.aalatlo
t.oﬁ
.ﬁ
www
www
www
.a
.a
tlo
.ﬁ

C
Ca
arrrb
bo
on
nd
diiio
ox
xiiid
de
e---a
as
ss
siiis
sttte
ed
ds
syyyn
nttth
he
es
siiis
so
offf s
siiin
ng
gllle
e---w
wa
alllllle
ed
dc
ca
arrrb
bo
on
nn
na
an
no
otttu
ub
be
es
sa
an
nd
d ttth
he
eiiirrr ttth
hiiin
nﬁ
ﬁlllm
mp
prrro
op
pe
errrtttiiie
es
s
C
a
b
o
n
d
o
x
d
e
a
s
s
s
e
d
s
n
h
e
s
s
o
s
n
g
e
w
a
e
d
c
a
b
o
n
n
a
n
o
u
b
e
s
a
n
d
h
e
h
n
ﬁ
m
p
o
p
e
e
s

9HSTFMG*aihaif+

IS
978
78-8-9-95
952
52-2-6-60
60-0-8-87
870
708
08-8-5-55((p(prprirninitntee
td
ed)d))
IS
IS
BBB
NNN997
IS
978
78-8-9-95
952
52-2-6-60
60-0-8-87
870
709
09-9-2-22((p(pd
pdfd)f)f)
IS
IS
BBB
NNN997
ISSS
179
7999-9-4-49
493
934
344((p(prprirninitntee
td
ed)d))
IS
IS
NNN117
ISSS
179
7999-9-4-49
494
942
422((p(pd
pdfd)f)f)
IS
IS
NNN117

Y
L ii a
Yo
on
ng
gp
p ii n
ng
gL
ao
o

A
6
Aa
alllttto
o---D
DD
D1
1
62
2///2
20
01
19
9
A
a
o
D
D
16
2
2
0
1
9

INNEEESSSSSS+++
BBBUUUSSSIIN
MYYY
EEECCCOOONNNOOOM
M

Caarrbboonn ddiiooxxiiddee--aassssiisstteedd
C
waalllleedd
ssyynntthheessiiss ooff ssiinnggllee--w
ccaarrbboonn nnaannoottuubbeess aanndd
tthheeiirr tthhiinn ﬁﬁllm
m pprrooppeerrttiieess

222
000
111
999

DDDOOOCCCTTTOOORRRAAALLL
IOONNNSSS
DDDIISISSSSSEEERRRTTT
AAATTTIIO

