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S
ingle-walled carbon nanotubes
(SWNTs) have attracted intense re-
search interest owing to their excep-

tional electrical, optical, thermal, and me-

chanical properties. The electronic

properties of SWNTs depend sensitively on

their geometry structure, that is, diameter

and chirality.1 Many practical applications

demand SWNT species with particular struc-

tures and properties; for example, semicon-

ducting SWNTs can be used for fabricating

field effect transistors (FETs),2 while metallic

SWNTs are desirable in making transparent

conductive films (TCFs).3 Considerable

efforts have thus been made recently

toward controlling the diameter and chiral-

ity of SWNTs, both through selective

growth approach4�8 and postseparation/

enrichment.9�11

The length of SWNTs, on the other hand,

is another very important factor which

determines the physical properties of

SWNTs.12�16 The length-dependent proper-

ties, such as electronic and electrical trans-

port properties,1,14�18 dielectric polariza-

tion,19 optical properties,14 thermal

conductivity,1,13,20 carrier recombination,12

and pathogenicity21 have been theoretically

predicted13,17 and some of them experimen-

tally validated.1,14,16,18�20 For example, scan-

ning tunneling microscope and spectros-

copy (STM/STS) studies revealed the large

energy level splitting in short (cut down

to 30 nm) metallic SWNTs,18 and ballistic

transport through short SWNTs (300 nm

in length), beneficial from free acoustic

phonon scattering,1,15,16 is also demon-

strated, which is attractive for fabrication

of memory and logic devices.15 Very re-
cently, a blue shift in electronic transitions
between van Hove singularities for short
surfactant encapsulated SWNTs with length
down to several nanometers, named SWNT
quantum dots, has also been observed.22

More importantly, some practical applica-
tions of SWNTs are unique length required
(e.g., in electronic devices, sensors) and
short length preferred, such as scanning
probes,12,23,24 catalyst supports,25 biologi-
cal imaging,26,27 molecular sensing,26 elec-
tronic devices,26,28 etc. With the increase
in the density of integration of SWNT-
based electronics, the length of SWNTs
used in electronic devices is approach-
ing submicrometer to even nanometer
scales.19
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ABSTRACT We report on the observation of a very low growth velocity of single-walled carbon nanotubes

(SWNTs) and consequently the direct length-sorted growth and patterned growth of SWNTs by using a metal-

catalyst-free chemical vapor deposition (CVD) process proposed recently by our group, in which SiO2 serves as

catalyst. We found that the growth velocity of the SWNTs from SiO2 catalyst is only 8.3 nm/s, which is about 300

times slower than that of the commonly used iron group catalysts (Co as a counterpart catalyst in this study). Such

a slow growth velocity renders direct length-sorted growth of SWNTs, especially for short SWNTs with hundreds

of nanometers in length. By simply adjusting the growth duration, SWNTs with average lengths of 149, 342, and

483 nm were selectively obtained and SWNTs as short as �20 nm in length can be grown directly. Moreover,

comparative studies indicate that the SiO2 catalyst possesses a much longer catalytic active time, showing sharp

contrast with the commonly used Co catalyst which quickly loses its catalytic activity. Taking advantage of the very

slow growth velocity of the SiO2 catalyst, patterned growth of SWNT networks confined in a narrow region of

<5 �m was also achieved. The short SWNTs may show intriguing physics owing to their finite length effect and

are attractive for various practical applications.
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However, compared to the exploration on the diam-
eter and chirality control of SWNTs, very few efforts
have been devoted toward length-selected prepara-
tion of SWNTs, especially for short SWNTs.22 Moreover,
all the current established approaches for the prepara-
tion of short SWNTs, such as mechanical milling and
cutting,27,29,30 high-power sonication,21,22,31 and chemi-
cal cutting,28,32�34 are post-treatment methods in the
framework of top-down strategy. Those processes inevi-
tably introduce defects to SWNTs, such as structural de-
fects on tube walls (e.g., the disruption of tubular
structure,30 “worm-eaten” like damage,27 and Stone�

Wales defects), opened ends,21,22,29,31 and chemical
functionalization.33,34 The obtained short SWNTs are
also simultaneously contaminated by abrasive materi-
als employed in some processes,27�29 and the use of
chemicals and surfactants inhibits the intrinsic prop-
erty characterization of SWNTs due to their reaction and
interaction.35,36 Other approaches, such as voltage pulse
induced cutting, are only suitable for individual nano-
tube level.18

To the best of our knowledge, there are very few re-
ports on direct length-sorted growth of SWNTs, namely,
bottom-up strategy, especially for short SWNTs down
to hundreds of nanometers.37 One of the major ob-
stacles for the selective growth of short SWNTs is that
the growth velocity of SWNTs is usually very fast for the
commonly used iron group catalysts based on chemi-
cal vapor deposition (CVD) process (which will be dis-
cussed later), and consequently, the growth process
runs in a plausible “uncontrollable” way. Thus, it is diffi-
cult to control the length of SWNTs even in a microme-
ter range.

From the reaction point of view, the growth veloc-
ity of SWNTs is mainly dependent on the following
steps: (i) carbon source dissociation, (ii) carbon atom dif-
fusion through the catalyst, and (iii) carbon atom incor-
poration into SWNT wall.38,39 It is important to note
that the former two steps should be strongly related
to the properties of catalyst (e.g., its structure, composi-
tion, and melting point),38,40 and catalyst is thus one
of the key factors which can remarkably influence the
reaction kinetics of SWNT growth. The third step, as will
be discussed later, is not the growth velocity-limiting
step. Therefore, developing new catalysts should be a
rational and efficient avenue toward slowing down the
reaction and realizing the length control of SWNTs by a
direct growth approach.

Very recently, we developed a metal-catalyst-free
CVD process for the growth of high quality SWNTs, in
which a 30-nm-thick sputtering deposited SiO2 film
served as catalyst,41,42 which was also reported by Hua-
ng’s group.43 Since SiO2 is chemically inert and its func-
tion of catalytically decomposing hydrocarbons is very
limited, it is reasonable to expect that the step (i) above-
mentioned, that is, the carbon source dissociation, is re-
markably slowed down in this case, which will accord-

ingly slow down the whole growth process and fulfill
direct growth of short SWNTs. In this contribution, by
further studying the growth kinetics of SWNTs from
SiO2 catalyst, we found that this catalyst system indeed
has an extremely slow growth velocity of 8.3 nm/s in
our growth conditions, about 300 times smaller than
that of the commonly used iron group catalysts (Co
catalyst was used in this study for comparative stud-
ies). The slow growth velocity provides an efficient
means toward direct length-sorted growth of SWNTs
with average lengths down to 149 nm, and the short-
est SWNTs of �20 nm in length can be directly grown.
Benefiting from the slow growth velocity of the SiO2

catalyst, we also demonstrated that the SiO2 film depo-
sition process can be easily integrated for the pat-
terned growth of SWNT networks where SWNTs can
be well restricted in a narrow region. Moreover, we
found that the SiO2 based catalyst keeps active during
the whole 20 min growth process, showing sharp con-
trast with the iron group catalysts that easily lose their
catalytic activity within several minutes.

RESULTS AND DISCUSSION
Slow Growth Velocity. The CVD growth process is simi-

lar to our previous communication41 and the details
are described in the experimental section. In brief, 30-
nm-thick SiO2 film deposited SiO2/Si wafers were em-
ployed as substrates and the SWNT growth was per-
formed at 900 °C using CH4 as carbon source. Our
previous communication confirmed the formation of
abundant nanoparticles (NPs) after pretreatment of the
deposited SiO2 film, which serves as the catalyst for
SWNT growth.41 To investigate the reaction kinetics of
the SWNTs grown from SiO2 catalyst, we first studied
the length increase of the SWNTs through tuning the
growth time within 60 s. To precisely control the growth
duration, two means were applied to guarantee a
prompt termination of the growth: (i) flushing the re-
sidual CH4 gas with a large flow of Ar � H2 gas mixture44

and (ii) pulling out the reaction tube from high temper-
ature area just after the growth. Figure 1 panels a, b,
and c show atomic force microscopy (AFM) images of
the SWNTs with a growth time duration of 20, 40, and
60 s, respectively. The corresponding length distribu-
tion plots are presented in the right panels for each im-
age. Gaussian fitting suggests the SWNT average
lengths (L) of 149, 342, and 483 nm for the 20, 40, and
60 s grown samples, respectively, and also presented in
each plot are the standard deviation (sd) and the num-
ber of SWNTs (N) for the statistic analysis. The length
distributions also suggest that most of the SWNTs are
well confined in a narrow length range; that is, 78.0%
(64 in 82) of SWNTs in Figure 1a has length � 250 nm;
for Figure 1b, 92.5% (99 in 107) has length � 600 nm;
for Figure 1c, 85.8% (109 in 127) has length � 1100
nm. Careful inspections reveal that both the average
length and the shorter-length side tail of the SWNTs are
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increased upon prolonging the growth duration. For ex-
ample, for the 40 s growth sample, 27.1% (29 in 107)
SWNTs have length �250 nm; while the 60 s growth
sample shows only 9.4% (12 in 127) SWNTs shorter than
250 nm. We also note that there are indeed some very
short nanotubes, although only a few, with lengths far
less than the mean length of the sample, such as SWNTs
with lengths of �100 nm for the 1 min growth sample.
This might be caused by the asynchronous nucleation
and growth of SWNTs among different catalyst NPs,
that is, not all the SWNT growth took place at the ex-
act same time.44 The shortest SWNT, observed in Fig-
ure 1a, is only �20 nm, which approaches the resolu-
tion limitation of the AFM tip used in this study. The
direct length-sorted growth of SWNTs, especially short
SWNTs with average length of 149 nm, has not been re-
ported and is important for some intrinsic properties in-
vestigation of SWNTs.

The above obtained length data suggest that the
growth velocity of SWNTs in this process is very slow.
According to the formula v � L/t, where v is the growth
velocity of SWNTs (nm/s), and L is the length of the
SWNT grown (nm) during the growth duration, t (s),
we can calculate the average growth velocity of the
SWNTs with growth durations of 20, 40, and 60 s. As
shown in Figure 2, linear fitting of these three data gives
a growth velocity of 8.3 nm/s. There are a very small
portion of SWNTs with length much longer than the
corresponding average length for each period of
growth time, such as the SWNT with a length of �1.45
�m for 20 s growth sample. Nevertheless, even for this
longest nanotube, a slow growth velocity of �73 nm/s
was obtained. Considering the fact that most of the as
grown SWNTs are well confined in a narrow region
around the average length for each period of growth
duration, it is reasonable to believe that the average
growth velocity presented above represents the typi-
cal growth behavior of SWNTs from SiO2 catalyst in our
process.

It is surprising to note that this velocity is signifi-
cantly smaller than that of SWNTs catalyzed by the com-
monly used Fe, Co, and Ni catalysts.45�48 Despite the
slight difference in the growth velocity and the incon-
sistency of velocity trends among these catalysts re-
ported by different groups, the typical growth velocity
of these three catalysts is similar, having a value of sev-
eral micrometers per second. For instance, 20 �m/s
was reported by Huang et al. in CH4�FeMo system,45

�4.5 to 22.4 �m/s was reported by Yao et al. in an
ethanol�Fe system46 for the growth of horizontally
aligned SWNTs, and �4.2 �m/s was reported by Hata
et al. in C2H4�Fe or Co system for the growth of verti-
cal SWNT forests,49 as summarized in Table 1. The
growth velocity of 8.3 nm/s is also significantly smaller
than that of random networks of SWNTs grown on sub-
strates by using iron group catalysts, such as the data
reported by Reina et al.,44 where Fe (derived from FeCl3

or ferritin as precursor) was used as catalyst and giving

an average growth velocity of �200 nm/s (as can be

discerned from Figure 2e of the reference).

Note that in some of the above previous studies,

CH4 was also applied as carbon source (the same as

Figure 1. Amplitude AFM images of the short SWNTs grown on SiO2/Si
substrates, with growth durations of 20 s (a), 40 s (b), and 60 s (c).
The right panels are the corresponding SWNT length distribution,
where Gaussian fitting suggests average lengths L (standard devia-
tion, sd) of 150 (6.4), 342 (9.1), and 483 nm (17.1 nm) for the 20, 40,
and 60 s growth samples, respectively. The N in each plot is the num-
ber of SWNTs for the statistic analysis. The inset in image a is a zoom-in
height mode AFM image of two short SWNTs (indicated by blue ar-
rows), with lengths (diameters) of �22 (1.2) and 34 nm (1.4 nm).

Figure 2. Growth velocity of the SWNTs from SiO2 catalyst.
Linear fitting of the 20, 40, and 60 s growth data suggests an
average growth velocity of 8.3 nm/s. Inset is an extended fit-
ting line, giving a SWNT length of �10 �m for 20 min growth
time.

A
RTIC

LE

www.acsnano.org VOL. 3 ▪ NO. 11 ▪ 3421–3430 ▪ 2009 3423



our case).44,45 This fact indicates that the different

growth velocities may originate from the intrinsic differ-

ence between catalysts, that is, SiO2 versus traditional

iron group catalysts. However, it is reasonable to expect

that the growth velocity of SWNTs should be strongly

dependent on the growth temperature, carbon

source type and its concentration, and reaction

conditions.38,43�47,50�53 To further eliminate these influ-

ences and make a precise comparison, we performed

SWNT synthesis using a commonly used Co catalyst,

where the Co catalyst NPs were synthesized via a block

copolymer micelle template approach (see experimen-

tal section). After catalyst pretreatment, the Co-

catalyzed growth process was performed at exactly

the same temperature and CH4 and H2 gas flow rates

as those of the SiO2 catalyst (see experimental section).

Figure 3 panels are typical SEM and AFM images of the

SWNTs grown from Co catalysts with a growth dura-

tion of 20 s. SEM examinations revealed that the SWNTs

catalyzed by Co catalysts exhibit a curved structure.

Such a curve structure brings forth difficulty in determi-

nation of their length to some extent. However, it can

be clearly discerned from the SEM image that many

SWNTs are tens of micrometers in length (e.g., 50 �m)

and a growth velocity of �2.5 �m/s was thus estimated,

which is consistent with the previously reported values

for iron group catalysts.44�47,49 Careful AFM examina-

tions (Figure 3b) reveal that only very few SWNTs are

shorter than 1 �m. For most SWNTs, one AFM image

cannot cover their two ends (the AFM images are 10

�m � 10 �m in size), indicating that the SWNTs are at

least 10 micrometers in length, agreeing well with the

SEM observations. These results further confirm that the

slow growth velocity of the SiO2-catalyzed SWNTs (com-

pared to the Co-catalyzed SWNTs) originates from the

intrinsic difference between the catalysts, rather than
from other experimental parameters.

The growth velocity of the SWNTs obtained in this
work is considered to be associated with several fac-
tors, including CH4 dissociation, adsorption and diffu-
sion of carbon species over SiO2, and the incorporation
of carbon atoms into SWNT framework. Porous materi-
als such as SiO2 are widely used as support materials in
heterogeneous catalysis, for example, the dissociation
of CH4,54 as also for catalytic growth of SWNTs in CVD
process,4,55 while the catalytic function of SiO2 itself to-
ward decomposition of hydrocarbon is very limited.
Thus, we believe that CH4 in this reaction decomposes
in a pyrolysis path at high temperature. Considering the
high thermal stability of CH4

56 and that the decomposi-
tion of CH4 is an endothermic reaction, we speculate
that CH4 decomposes in a very slow rate in the current
growth process. Slow decomposition of CH4 leads to a
slow supply of carbon atoms and accordingly the slow
growth velocity of SWNTs. Following the dissociation of
CH4, various C1 species (CHx, x � 0, 1, 2, 3) may adsorb
on SiO2 surfaces via the formation of Si-CHx, as indicated
in Figure 4a�d. According to the adsorption energies
we calculated (listed in each image), all C1 species can
adsorb on SiO2 surfaces with stable configurations (see
optimized geometries in Figure 4). However, we noted
that all the adsorption energies are lower than the bond
dissociation energy of H�CH3 (4.75 eV at the same cal-
culation level), so we speculate that the bond dissocia-
tion of Si�CHx may frequently occur and thus the back
reaction, CHx � (4 � x) H ¡ CH4, is active, which can
also slow down the growth of SWNTs.

Microscopically, the mechanism of SWNT formation
starts via C/C coupling, and C/C chain growth can be ac-
counted by a simple polymerization mechanism with
CHx serving as building monomers according to the
Anderson�Schulz�Flory theory.57 At the current stage,

TABLE 1. Summary of the Growth Velocities of SWNTs

carbon source catalyst SWNT type growth velocity refs

CH4 FeMo horizontally aligned 20 �m/s Huang et al.45

C2H5OH Fe horizontally aligned 4.5�22.4 �m/s Yao et al.46

C2H4 Fe or Co vertically aligned 4.2 �m/s Hata et al.49

CH4 or C2H5OH Fe horizontally aligned 2 �m/s Reina et al.44

CH4 or C2H5OH Fe random network �200 nm/s Reina et al.44

CH4 SiO2 random network 8.3 nm/s this work
CH4 Co random network �2.5 �m/s this work

Figure 3. (a) SEM and (b) AFM images of the SWNTs grown
from Co catalyst with a growth duration of 20 s.

Figure 4. Optimized geometries of �CHx adsorbed on SiO2

substrate, with Si, O, C, and H indicated as yellow, red, gray,
and white spheres, respectively: (a) �CH3; (b) �CH2; (c) �CH;
(d) �C. Eads in the figure are calculated adsorption energies.
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it is not clear whether the C/C coupling is more prefer-
able than hydrogenation on SiO2 surfaces under our ex-
perimental conditions, which may affect the nucle-
ation and the growth of SWNTs. Once the framework
of early SWNTs forms, carbon atoms can be incorpo-
rated into the SWNT wall readily even at temperatures
lower38,55 than 900 °C in this study, since the incorpora-
tion of carbon atoms into the SWNT wall is an exother-
mic reaction.38 In brief, it is reasonable to believe that
the low growth velocity obtained in our work originates
from several factors, such as the low decomposition
rate of CH4 on SiO2 and the back reaction.

Further reduction in the growth time was limited be-
cause of the response limitation of the gas controller
in the current work. However, it is reasonable to expect
that by further optimizing the growth parameters, such
as by improving the response sensitivity of gas control-
ler (so that even shorter CH4 feeding time can be pre-
cisely controlled), diluting the concentration of CH4,39

and growing at a lower temperature,53 SWNTs with
even shorter average length can be obtained.

Long Lifetime of Catalytic Activity. Another very impor-
tant feature of the SiO2 catalyst we found is its longer
lifetime of catalytic activity. Renia et al. found that the
catalytic activity lifetime of Fe catalysts for the growth
of random SWNT networks is quite short, typically, less
than 10 s.44 The growth of SWNTs terminates regardless
of time duration, when the reaction time exceeds 10 s,
as confirmed by the same length distributions of SWNTs
grown for 10 s, 30 s, 1 min, and 15 min.44 It is generally
accepted that the deactivation/poisoning of iron group
catalysts is caused by the excess carbon coating dur-
ing carbon decomposition in CVD process,48 and thus
several etching radicals, such as H2O49 or O2,58 are usu-
ally employed to reactivate the catalysts and prolong
their catalytic lifetime.

It is interesting to find in this study that the cata-
lytic activity lifetime of SiO2 catalysts for the growth of
random SWNT networks is far longer that 10 s, and the
catalyst may keep active during the whole 20 min
growth process. We examined the SWNTs obtained
with further extended growth durations. Figure 5 pan-
els are SEM images of the SWNTs with growth dura-
tions of 1 min (a), 2 min (b), 5 min (c), and 20 min (d)
from SiO2 catalyst. It is evident that the SWNTs grown
for 1 min is quite short (as seen for many tips and/or
ends of the SWNTs in Figure 5a) and large areas of bare
substrate surface can be seen. By increasing the growth
time to 2 min (Figure 5b), a relatively denser SWNT
film was formed, while many ends can also be clearly
discerned, indicating many short SWNTs. Further in-
creasing the growth time to 5 min leads to the forma-
tion of a dense SWNT film where very few ends can be
observed (Figure 5c). The SWNTs obtained with a 20
min growth time present as an extremely dense SWNT
“mat” and the substrate surface can hardly be seen in
this magnification (Figure 5d). Note that the increase of

SWNT density may originate from either the increase

of SWNT length for each SWNT or the increase of new

nucleation sites. To further elucidate this point, both

AFM and high-magnification SEM characterizations

were performed to evaluate the length of the SWNTs

for the 20 min growth sample (Figure 6). The AFM im-

age in Figure 6a reveals that very few tips and/or ends

of SWNTs can be found in a 5 � 5 �m2 area. To exclude

the possibility of the cross covering of SWNT ends by

other SWNTs because of the high nanotube density, we

performed high-magnification SEM observations as

shown in Figure 6b. Careful inspections reveal that the

SWNTs possess relatively diverse length distribution,

where most of the SWNTs have a length in the range

of �6�15 �m. We obtained a growth velocity of 8.3

nm/s for the SiO2-catalyzed SWNTs based on the results

obtained within 1 min growth duration (Figure 2). Pro-

vided that a SWNT grows continuously with this veloc-

ity in 20 min, a tube length of �10 �m would be

achieved (inset of Figure 2), which is roughly consis-

tent with the result shown in Figure 6. The aforemen-

Figure 5. Representative SEM images of the SiO2-catalyzed SWNTs
with growth durations of 1 min (a), 2 min (b), 5 min (c), and 20 min
(d). The SWNTs in panels a and b are relatively short, evidenced
by the discernible nanotube ends. The SWNTs in panels c and d are
much more densely packed, where the nanotube ends can be
hardly seen in this magnification. All the SEM images were taken
at a low electron acceleration voltage of 1 kV.

Figure 6. AFM image (a) and high-magnification SEM image
(b) of the SWNTs grown for 20 min from SiO2 catalyst, show-
ing that most of the SWNTs are at least several microme-
ters in length. The SEM image was taken at 15 kV.
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tioned results indicate that the SiO2 catalyst does not

lose its catalytic activity in the 20 min growth process.

To make this point more solid, we also compared

SiO2 with Co catalyst for growth of SWNTs, at exactly

the same reaction temperature and CH4/H2 flow rate,

while varying time from 1 to 20 min. Upon inspection

of the SEM images in Figure 7, it is evident that the

SWNTs grown from Co catalyst for 1 min (Figure 7a)

have a relative sparse density compared to the SWNTs

grown for 2 min (Figure 7b), 5 min (Figure 7c), and 20

min (Figure 7d). However, no detectable difference in

density can be found among those samples with

growth time of 2, 5, and 20 min. Although it is difficult

to analyze precisely the length distribution of SWNTs in

Figure 7b�d due to their curving nature, long length,

and high density, the apparent similar SWNT density in-

dicates that the SWNT growth is terminated in a time

scale of �2 min for Co catalyst in this growth condition

(because both the continuous growth of each SWNT

and the increase of new nucleation sites would lead to

the increase of apparent SWNT density). Since no etch-

ing radicals49,58 were used in this study, it is quite pos-

sible that the short catalytic activity lifetime of Co cata-

lyst is caused by the deactivation/poisoning due to

excess carbon coating during CH4 decomposition.49,58

This result agrees with the short activity lifetime for Fe

catalyst toward growth of random SWNT networks by

Reina et al.44 The sharp contrast between SiO2 with Co

catalyst in terms of catalytic activity lifetime is impor-

tant toward deep understanding of the difference in

growth mechanism operative in the two catalyst sys-

tems, which needs further theoretical and experimen-

tal investigations and is currently under way in our

group.

Patterned Growth. Practical applications of SWNTs of-
ten require the precise positioning of SWNTs at spe-
cific regions on substrates and abundant efforts have
been devoted toward both pregrowth patterning (pat-
terning the catalyst first before SWNTs growth via pho-
tolithography, electron-beam lithography, or shadow
masking, and thus SWNTs growth can be restricted to
certain areas) and postgrowth patterning (pattering
SWNTs after their growth via selective removal of
SWNTs at certain areas by etchants) approaches to ful-
fill these goals.59 The pregrowth patterning is obviously
more attractive because of its simplicity, low cost, and
no damage to SWNTs. Considerable efforts have been
devoted to patterning growth of SWNT networks on
surfaces using iron group catalysts.59�62 However, in
these previous works, severe crossing of SWNTs be-
tween patterns happened unavoidably,59�62 and SWNTs
can only be restricted in regions of hundreds of mi-
crometers, which is caused by the rapid growth and
the long length of as-grown SWNTs.59

On the basis of the slow growth velocity of the SiO2-
catalyzed SWNTs, we can achieve site-selective pat-
terned growth of SWNT networks with different pat-
tern widths by using SiO2 catalyst and simply adjusting
the growth time correspondingly, and SWNT networks
can be well restricted in patterns narrower than 5 �m.
As simple examples, we demonstrated the growth of
SWNTs from linear patterns and grid patterns. Figure 8
shows the SWNTs grown from linear patterns with a
strip-like Si wafer as a shadow mask during the SiO2 film
deposition process. The right side of Figure 8a is the
sheltered area without SiO2 film deposition. An en-
larged image (Figure 8b) clearly show that dense SWNT
networks were grown on the SiO2 film-deposited area
(left side), while no SWNTs can be found on the SiO2-
free area (right side). Figure 9 are SEM and AFM images
of the SWNTs grown from grid patterns using tung-
sten or copper transmission electron microscopy (TEM)
grids as shadow masks. One can see that SWNT net-
works were grown in large area uniform patterns (Fig-
ure 9a) and can be well restricted within patterns with
a width �5 �m (Figure 9b�d). Careful AFM character-
ization confirmed that SWNTs are well restricted in the

Figure 7. SEM images of the Co-catalyzed SWNTs with growth du-
rations of 1 (a), 2 (b), 5 (c), and 20 min (d). It can be discerned from
the images that the samples with growth durations of 2, 5, and 20
min possess a similar apparent SWNT density. The SEM images
were taken at 1 kV.

Figure 8. SEM images of the SWNTs grown from a line pat-
tern deposited 30-nm-thick SiO2 film, with a growth duration
of 10 min. (a) Low magnification SEM image: the left side
(light color) is the SiO2 deposited area while the right side
is free of SiO2 film deposition. (b) Enlarged SEM image of the
white square area in panel a showing that SWNTs are well re-
stricted in the SiO2 film-deposited area. The SEM images
were taken at 1 kV.
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SiO2 film-deposited area (Figure 9e), while no SWNTs
or NPs were found in the areas without SiO2 film depo-
sition (Figure 9f). These results demonstrate that these
SWNTs catalyzed by SiO2 can be well confined into a
narrower region and no distinct crossing is observed
at the interface area, which shows an obviously better
pattern precision compared to the previous approaches
using iron group catalysts.59�62 The better pattern pre-
cision in the current study is beneficial from the slow
growth velocity of SWNTs, which leads to a more pre-
cise control over the growth process. This point is evi-
denced by the fact that further increasing the growth
time from 2 to 20 min will lead to a crossover of the
SWNTs between the patterns because of their extended
length (see Supporting Information, Figure S4). These
preliminary results on patterned growth of SWNTs sug-
gest that catalysts can be easily and efficiently con-
fined in small areas during film deposition process, and
more importantly, the SWNTs can be selectively grown
at narrow defined locations in a reproducible and highly
manufacturable manner, which is important for the ef-
fective integration of SWNTs into device frameworks.
Precise location�controlled growth is one of the ma-
jor concerns on applications of SWNTs in electronic de-
vices, and the abstaining of metal species can enhance
the compatibility with silicon semiconductor processing
and improve the reliability of device performance. The
metal-free SWNTs obtained, combined with the good
position controllability, are highly desirable for fabrica-
tion of SWNT-based thin film devices.

CONCLUSIONS
Short SWNTs with an average length of 149, 342,

and 483 nm are selectively obtained via a direct metal-
catalyst-free CVD growth process, where SiO2 serves as
the catalyst. A very slow growth velocity of 8.3 nm/s was
obtained for the SiO2-catalyzed growth of SWNTs, about
300 times slower than that of the SWNTs catalyzed by
the commonly used iron group catalysts. The slow
growth velocity facilitates the length-controlled growth

of SWNTs, and SWNTs as short as �20 nm were di-

rectly grown. Furthermore, it was found that the SiO2-

based catalyst keeps active during the whole 20 min

growth process, as confirmed by the continuous in-

crease of the average SWNT length with prolonged

growth time. In a sharp contrast, comparative studies

reveal that Co catalyst is easily deactivated in a short

time within 2 min, possibly due to the catalyst poison-

ing. Taking advantages of the slow growth velocity,

confined growth of SWNT patterns with a width �5

�m was achieved. Such metal impurity-free, length-

sorted, and precisely confined SWNTs is desirable for

various applications, such as fabrication of electronic

devices. In addition, the ultralow growth velocity of the

SiO2-catalyzed SWNTs and the long catalytic lifetime of

the SiO2 catalyst may indicate a unique growth mecha-

nism. A comprehensive understanding of the mecha-

nism operative in these processes will be helpful for the

fine structure control of SWNTs; further investigations

are under way.

EXPERIMENTAL AND THEORETICAL SECTION
Metal-Catalyst-Free Growth of SWNTs. The metal-catalyst-free CVD

process used is similar to our previous communication with
some appropriate improvements.41 In a typical experimental
run, a 30-nm-thick SiO2 film deposited SiO2/Si (1-�m-thick ther-
mally grown SiO2 layer) wafer was employed as substrate. The
SiO2 film deposition was conducted in a Gatan model 682 preci-
sion etching coating system using single crystal SiO2 as target
material (99.99% purity, purchased from Hefei Kejing Materials
Technology Co., Ltd., China). The SiO2 film deposited SiO2/Si wa-
fers were first loaded into a small quartz tube (diameter, 10
mm; length, 30 cm).63,64 This small tube was then inserted into a
reaction quartz tube (diameter, 25 mm; length, 120 cm), which
was fixed in a Lindberg/BlueM tube furnace. The substrates were
first annealed in N2 � O2 gas mixture (4:1, v:v, total flow rate
200 sccm) at 850 °C for 10 min. Ar (1000 sccm) was then intro-
duced to exhaust O2 for 8 min, and the furnace temperature was
increased to 900 °C during this period. Then 500 sccm CH4 and

500 sccm H2 were introduced into the quartz tube to initiate
the reaction. All the gases were controlled by mass flow control-
lers (MFCs). The growth durations varied from 20 s to 20 min. Af-
ter growth, the furnace was cooled naturally down to room tem-
perature under the protection of Ar � H2 gas mixture (500 sccm
� 200 sccm). To best avoid the influence of residual CH4 on the
evaluation of the growth velocity of SWNTs with time periods of
20, 40, and 60 s, two means were applied: (i) flushing the re-
sidual CH4 gas with large flow rates of Ar � H2 gas mixture (1000
sccm � 500 sccm), and (ii) pulling out the reaction tube from
high temperature area just after switching off the CH4 gas.

Co-catalyzed Growth of SWNTs. The Co catalyst NPs were synthe-
sized via a block copolymer micelle template approach.62,65,66

We employed polystyrene-b-poly(4-vinyl pyridine) (denoted as
PS-b-P4 VP hereafter; Mn-PS-b-P4 VP, 40000-b-5600; polydisper-
sity index (PDI), 1.09; purchased from Polymer Source) for Co NP
synthesis. In a typical experiment, PS-b-P4 VP (24.5 mg) was
added into toluene (25 mL) and stirred for 5 h at room tempera-

Figure 9. SEM images of the SWNTs grown from patterns using tung-
sten TEM grid as a shadow mask, with a growth duration of 2 min. (a
and b) Low- and high-magnification images of the pattern images. (c
and d) SWNTs grown from the solid and dotted square areas in panel
b, showing well-positioning controllability. (e and f) AFM images of the
solid and dotted square areas in panel d, showing that the SWNTs
were selectively grown on SiO2 film-deposited area (e). No SWNTs or
catalyst NPs can be found in SiO2 film-free area (f). The SEM images
were taken at 1 kV.
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ture to dissolve the polymer to form a 0.11 wt % solution. Cobal-
t(II) acetate tetrahydrate (Co(CH3CO2)2 · 4H2O) (2.1 mg) was then
added into the polymer solution and stirred for another 48 h at
room temperature. During this stirring process, the complex-
ation of transition metal Co with that of pyridine group (the mo-
lar ratio of Co to pyridine unit was 0.29) generated spherical mi-
celles in toluene whose cores consist of cobalt-complexed P4 VP
blocks encapsulated by PS chains.65 The as-formed Co-bearing
solution micelles were spin-coated onto SiO2/Si wafers at 3000
rpm for 1 min (Chemat Technology, Spin-Coater, KW-4A) and fol-
lowed by oxygen plasma treatment to remove the polymers for
10 min (Plasma Cleaner, PDC-32G). The plasma treated sub-
strates were then subjected into the tube furnace with the same
configurations as described for metal-catalyst-free CVD process.
Dedicated, new quartz tubes were employed for the two catalyst
systems to avoid any possible catalyst cross-contamination. Co
catalyst was first annealed at 700 °C for 1 min in N2 � O2 (4:1, v:v,
total flow rate 200 sccm). Ar (1000 sccm) was introduced to ex-
haust O2 for 8 min and the furnace ramped to 900 °C in this du-
ration. After the reduction of Co catalyst at 900 °C for 3 min in Ar
� H2 (500 sccm � 200 sccm), 500 sccm of CH4 together with
500 sccm of H2 was introduced to initiate SWNT growth for 20 s
to 20 min. After growth, the tube furnace was cooled down to
room temperature under Ar � H2 (500 sccm � 200 sccm) gas
mixture.

SWNT Characterizations. The as-grown SWNTs were extensively
characterized by using atomic force microscopy (AFM, multi-
mode NanoScope IIIa, Vecco, operated in tapping mode), scan-
ning electron microscopy (SEM, Nova NanoSEM 430, 1 kV and 15
kV), and Raman spectroscopy (Jobin Yvon HR800, with 632.8
nm He�Ne laser and laser spot size of �1 �m2).

Theoretical Calculations. Spin-polarized density functional theory
(DFT) calculations were carried out to investigate the adsorp-
tion geometries of �CHx over SiO2 substrates. The SiO2 substrate
was described by the majority surface of (1 �1 0) using a 2 � 2
slab model (9.8 Å � 10.8 Å), with the vacuum thickness being
more than 15 Å. All geometry optimizations and single point en-
ergies were carried out using the atomic-centered basic func-
tions implemented with the Dmol3 package.67 Exchange and
correlation were treated in the generalized gradient approxima-
tion (GGA) of Perdew�Burke�Ernzerhof (PBE).68 Due to the large
size of the slab model, the k-point is only set as 1 � 1 � 1. Dur-
ing the optimizations, the criteria for energy and displacement
convergence were set as 10�5 Hartree and 5 � 10�3 Å. With
higher convergence criteria, the changes of calculated adsorp-
tion energies were less than 0.02 eV, which is good enough to
describe the difference (�1.5 eV as indicated in the text) be-
tween the adsorption energies of �CHx over SiO2 and the bond
dissociation energy of CH4.
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