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Thin-Film Transistors

Solution-Processable High-Purity Semiconducting
SWCNTs for Large-Area Fabrication of High-Performance
Thin-Film Transistors
Jianting Gu, Jie Han, Dan Liu, Xiaoqin Yu, Lixing Kang, Song Qiu,* Hehua Jin,
Hongbo Li, Qingwen Li,* and Jin Zhang
Semiconducting single-walled carbon nanotubes (s-SWCNTs)
with tunable bandgap and high mobility show great promise
in field-effect transistors,[1] intergrated circuit chips,[2]
Infrared-based detectors,[3] and flexible sensors,[4] etc. In particular, application of high-purity s-SWCNTs in thin-film transistors (TFTs) has gained intense interest recently on account
of growing requirement for low-cost and flexible thin film
display techniques for smart phones and TVs, etc.[5] Rational
and scalable fabrication of s-SWCNT assemblies between
electrodes with high purity, uniformity, and controlled density
is crucial for achieving large-area and high-performance TFTbased arrays and circuits. However, due to their subtle difference in structure, separating s-fraction from SWCNT mixture
without metallic tubes and meanwhile assembling them on
surface with high density are still challenging so far not only
for direct chemical vapor deposition (CVD) growth but also
for wet chemical separation approaches. The reported purity
of s-SWCNTs can be achieved around 95% through in situ
CVD growth, since the precise control of catalyst size and
component is extremely hard under high temperatures.[6]
In contrast, harvesting s-SWCNT via selective dispersion
and fractionation has become more competitive due to its
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simplicity, scalability, and promising control on its purity and
assembly on surface.[7]
s-SWCNTs can be effectively sorted from raw SWCNT
materials through different wet chemical approaches.
Assisted by surfactants, density gradient ultracentrifugation,[8] electrophoresis,[9] gel column chromatography,[10] and
aqueous two phases extraction[11] have been demonstrated
to be effective in enriching the s-SWCNTs in aqueous solutions with purity up to 99%.[12] Unfortunately, the presence
of excessive residual surfactants upon aggregation on surface heavily hindered the charge transport and dramatically
degraded the performance of devices.[7c,13] On the contrary,
selective dispersion of s-SWCNTs assisted by conjugated
molecules in organic solvents has greatly stimulated the progress in device fabrication, with the mobility and on–off ratio
of TFT devices improved up to 300 cm2 V−1 s−1 and 108.[14]
This method tends to show the advantages of low manufacturing cost, high scalability, and easy processability. However, different structures of conjugated molecules, usually
consisting of different skeletons and side chains, may lead to
different interaction with or wrapping along the s-SWCNTs,
consequently enabling the sorted solution with different
yield and purity.[15] For instance, poly[(9,9-dioctylfluorenyl2,7-diyl)] (PFO), seems more favorable for sorting the
s-SWCNTs with diameter <1.1 nm,[16] however, it becomes
more selective to large-diameter s-SWCNTs (1.2–1.4 nm)
when tuning its pristine structure with long of alkyl side
chain (such as poly[(9,9-didodecylfluorenyl-2,7-diyl)])[16a]
or introduction of electron-rich subunits (such as poly[(9,9dioctylfluorenyl-2,7-diyl)-co-bipyridine] (PFBP)).[17] As
large-diameter SWCNTs are more desired for CNT-based
electronics devices due to their smaller Schottky barriers
and fewer defects,[18] designing molecues for selective harvesting of the s-SWCNTs with diameter >1.3 nm and purity
higher than 99% are currently a challenging topic but significant for the fabrication of large-area high-performance
TFT devices.
Herein, we demonstrated a new linear homopolymer
poly[9-(1-octylonoyl)-9H-carbazole-2,7-diyl], noted as PCz,
which was simple to be synthesized but tended to show superior selectivity for large-diameter s-SWCNTs (1.4–1.6 nm)
with sorted purity up to 99.9% under a mild ultrasonic and
centrifugation condition. The presence of N C bonds in
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Figure 1. a) The chemical structure of the new customized polycarbazole (PCz), polyfluorenes (PFO), PFBP, and F8T2. b) The absorption spectra and
c) normalized absorption spectra of the samples extracted by PCz, PFO, PFBP, F8T2. The spectra were normalized to the peak at around 1012 nm.

PCz enabled the sorted s-SWCNT solution to be stable at
a high concentration, and liable to form uniform s-SWCNT
networks on wafer-scale SiO2/Si substrates. To confirm this
efficiency, 300 thin-film transistors were fabricated on a
2 in. wafer using a simple dip-coating process. None of the
TFTs were failed. The devices exhibited excellent performance with mobility of 28–67.5 cm2 V−1 s−1 and 80% of which
showed on–off ratios up to 106 when the channel lengths (L)
were set from 5 to 50 µm, revealing the significant role of PCz
in the sorting of ultrahigh-purity s-SWCNTs and scalable fabrication of SWCNT based TFTs.
Different from the previously reported PFO, which
were more sensitive to the separation of small-diameter
s-SWCNTs (<1.1 nm), we proposed the introduction of
N-doped and 1-octylonoyl as lateral chain (Figure 1a) to
enhance the electron delocalization of PFO conjugated
backbone and modify its rigidity and steric hindrance when
wrapping along nanotubes. In the pristine PFO structure,
a C bridge atom is sp3 hybridized and therefore an asymmetric tetrahedral configuration is more favorable, in which
the two alkyl chains prefer to adjust themselves perpendicular to the conjugated plane, making the SWCNT wrapping more difficult (low yield) and favorable for thin tubes.
However, in our new molecular design, the introduction of
an electron-rich N bridge atom between alkyl chain and
one carbazole unit tends to favor the pristine PFO with
a significant dipole moment and energy gap variation,[19]
and accordingly affects its interaction with nanotubes. As
shown in Figure S1 (Supporting Information), the N-bridge
atom in a PCz unit tends to show sp2 hybridization with a
lone pair of electrons and a planar geometry. As a result,
in comparison with pure PFO molecule, the introduction
of N C bond between the carbazole unit and the two
long octyl chains leads to a torsional degree of freedom
(Figure S1, Supporting Information), enabling the molecule
to be more flexible and adaptive when interacting with
carbon nanotube.
Figure 1a shows the structural comparison between PCz
and three widely investigated PFO derivates. In order to
make clear the uniqueness and efficiency of PCz, we chose
PFO, PFBP, and poly[(9,9-dioctylfluorenyl-2,7-diyl)-co-bithiophene] (F8T2) as reference, respectively, and evaluated
their dispersion and sorting efficiency using adsorption spectroscopy. The basic structural properties of these polymers
including molecular weight and melting points characteriza-
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tion data were listed in Table S1 (Supporting Information).
PFBP and F8T2, with pyridine and thiophene introduced
into conjugated skeleton have been reported to be highly
effective for dispersing and sorting SWCNTs, and the asfabricated network TFT devices showed better performance (on–off ratio higher than 106 and the mobility up to
40 cm2 V−1 s−1) compared to those derived from other
reported polyfluorene derivatives.[17,20]
Figure 1b shows the ultraviolet–visible–near infrared
(UV–vis–NIR) absorption curves of the sorted s-SWCNT
solutions derived from PCz and the other three PFO derivatives, respectively. The background interference can be
neglected in all the NIR absorption spectra as the charateristic absorption bands of PCz and three PFO derivates are
dominantly located from 350 to 500 nm. It can be clearly seen
that under the same ultrasonic and centrifugation procedure,
PFO leads to a weak absorption from 820 to 1350 nm which
corresponds to S22 band, and a relatively strong absorption
assigning to M11 band. Differently, PCz directed nanotube
dispersion exhibits the highest absorption peak intensity
around 1010 nm that is much higher than the PFO derivates.
If comparing PCz with PFBP and F8T2, all of these polymers
possess heteroatom dopants in either skeleton or side chains,
showing the selectivity enhancement on s-SWCNTs but with
a slight difference on diameter distribution. It is more likely
inferred that the introduction of heteroatoms in the conjugated skeletons is beneficial for their selective π–π stacking
interaction with s-SWCNTs. Moreover, it is also revealed
that PCz, which has a N-bridge atom inserted between carbazole and alkyl chains as well as an induced obvious configration alternation, exhibits greatly improved dispersion
selectivity than pristine PFO. With respect to PFBP which
has N-rich pyridine coupled with PFO skeleton, PCz also presents an enhanced dispersion ability and different preference
on s-SWCNT diameter, probably indicating that the conjugated skeleton induced π–π stacking interaction and steric
hindrance are both critical for s-SWCNT sorting. To further
compare the purities of the four sorted s-SWCNT solutions,
all absorption spectra were rescaled and shown in Figure 1c.
Based on the ratios of the absorbance of the highest peak in
the S22 region and the lowest peak in the M11 region, we can
roughly evaluate the purities of s-SWCNTs derived from different polymers. It is revealed that PCz leads to the highest
ratio (>3), much higher than PFO while slightly higher than
PFBP and F8T2. As PCz displays a valley of the absorption
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curve as deep as PFBP and F8T2 in the M11 region, it is hard
to further compare and evaluate their purity degrees from
the absorption spectra, as the pristine absorption of free
polymers and the resolution of the absorption spectrum may
interfere the M11 bands.
Micro-Raman spectroscopy is helpful as side evidence
to semiquantitatively evaluate the purity of SWCNTs. By
scanning the sample on surface, we can measure and map
out the radial-breathing-mode (RBM) spectra of the sorted
s-SWCNT films to further elucidate the enrichment purity of
s-SWCNTs.[21] The s-SWCNT network films were prepared
by submerging the Si substrate in the three kinds of nanotube solutions for 12 h without any further purification, i.e.,
free polymers were codeposited with s-SWCNTs. Figure 2
shows the as-deposited networks and scanning Raman results
derived from the three polymers, respectively. In practice, G−
and G+ peaks are a useful indicator to estimate the relative
content of m/s SWCNTs.[22] Raman spectra of the sorted and
unsorted SWCNTs were measured under 633 and 785 nm
laser excitation (Figure S2, Supporting Information). During
the noise floor and the too low concentration of residual
m-SWCNTs, no obvious G− signal of metallic tubes were
measured in these three samples under 633 nm laser excitation. However, under 785 nm laser excitation, the nuances of
purity among these samples were observed. Under 785 nm
laser excitation, only metallic signatures in the range of

130–180 cm−1 were observed in the RBM bands of pristine
SWCNTs in toluene and no semiconducting signatures were
measured (Figure S2, Supporting Information). As a result,
statistic estimation of emergence probability of m-SWCNTs
can be roughly used to evaluate the purity of s-SWCNTs.
Figure 2b,e,h shows the RBM mappings of the three
kinds of s-SWCNT films. The network films with an area
10 × 10 µm2 were proximately composed of around
3000 tubes and scanned under 785 nm laser excitation. The
intensity mappings were performed by a RBM window
from 130 to 180 cm−1 and the representative spectra were
extracted at the highlight positions (Figure 2c,f,i). From
Figure 2f, it can be seen that RBM peaks centered at
154 cm−1 (correspond to m-SWCNT) are clearly observed
in the mapping spectra of PFBP. Since the diameter of the
laser spot is 0.5 µm and the average tube length is 1–2 µm, if
identical spectra are collected over multiple adjacent pixels,
only one single m-tube will be counted.[21] In the tested
areas of PFBP-SWCNT network, at least one metallic tube
existed. Similarly, in the case of F8T2-SWCNT network,
two obvious peaks centered at 157 and 163 cm−1 emerged
(Figure 2h), indicating that there were at least two kinds of
metallic tubes detected in the deposited network. However,
with respect to PCz-SWCNT network, no characteristic
metallic peaks were observed in all the spectra (Figure 2c).
To further confirm this observation, we randomly chose and

Figure 2. Scanning electronic microscopy (SEM) images of SWCNTs networks prepared by submerging the substrate in the a) PCz-, d) PFBP-,
g) F8T2-SWCNTs solution. RBM mapping of b) PCz, e) PFBP, h) F8T2 obtained from integrated intensities in the 130–180 cm−1 range and the tested
areas are same as in corresponding SEM images. Circles in (b), (e), and (h) highlight positions from which spectra were taken in (c), (f), and (i).
Scanned area was 10 × 10 µm2 and scale bar is 1 µm.
small 2016, 12, No. 36, 4993–4999
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measured more than ten different areas of the PCz-CNT
films, and no metallic signal was found either (Figure S3,
Supporting Information). As a result, we concluded
that PCz was an excellent dispersant for harvesting the
s-SWCNTs with higher purity.
Spectroscopy is hard to be available and accurate enough
to characterize the s-SWCNTs with purity higher than 99%.
To further quantify the purity, TFT devices with channel
length of 500 nm and a width (W) of 2 µm were fabricated
on SiO2 (300 nm)/Si substrate (Figure 3a). The purity of
s-SWCNTs could be evaluated by measuring on–off ratios
of the TFTs and counting the number of tubes spanning
TFTs.[14a] Since the length of the sorted s-SWCNTs was in
the range of 1–2 µm, we assumed that majority of the sorted
s-SWCNTs tend to directly span over the electrode channels.
If there were one metallic tube, the devices used would be
short-circuited easily. 36 devices with same channel were fabricated and measured, only one device shows an on–off ratio
less than 102 (Figure 3c and Figure S4a (Supporting Information)), more likely indicating the presence of m-SWCNTs.
In addition, the devices with channel length of 500 nm were
also characterized at different VDS (−0.1, −1, −5 V), with
all on–off ratios kept above 104 at a higher bias voltage
(Figure S4b, Supporting Information). The atomic force
microscope (AFM) image in Figure 3b indicates that more
than 25 tubes exist in a 1 µm profile line, and a TFT with
channel width of 2 µm can be estimated containing at least
50 SWCNTs. Thus, there are more than 1800 tubes directly
span over the channel, indicating that the concentration of

metallic impurities is above one part per 1800. As a result,
the purity of the sorted s-SWCNTs by PCz can be estimated
as high as 99.9%.[14a,23] Because the thickness of SiO2 dielectric layer is 300 nm, a higher gate voltage is required to control the on- or off-current (from 80 to −80 V). Figure 3d is
the output curve of a typical device, it is indicated that the
top-contact electrode between palladium and the s-SWCNTs
confirms a good ohmic or near-ohmic contact even without
PCz removal.
Fabrication of wafer scale and uniform TFTs with high
performance is necessary for practical applications. The
homogeneity and reliability of the as-fabricated TFT devices
may be influenced by a few factors, at least including structural variation (diameter and chirality distribution) of
s-SWCNTs, density and uniformity control of as-deposited
networks, suitable contact electrode materials and fabrication
procedure, etc. In order to obtain the s-SWCNT film with
large area and controllable density, SiO2 surface was treated
with hexamethyl disilazane, guaranting the PCz-sorted
s-SWCNTs with good wettability on surface. Being placed a
Si wafer in sorted s-SWCNT solution for 12 h, the s-SWCNTs
tend to deposit into dense and uniform network (as shown
in Figure S5, Supporting Information). 240 TFTs with different channel length from 5 to 50 µm and W/L ratios from
2 to 20 were fabricated on a 2 in. SiO2/Si wafer (Figure 4a).
The bottom-gate/bottom-contact configuration was used to
verify the quality of the as-fabricated devices (Figure 4b). In
Figure 4c, the transfer curves of 15 TFTs with channel length
and width set at 20 and 400 µm showed high uniformity.

Figure 3. a) SEM image of TFT with nanometer channel. b) AFM image of PCz-dispersed SWCNT network and a typical height line profile to show
the tube density in the channel. c) The typical transfer curves of 35 devices and d) the output curves of TFT devices with L = 500 nm and W = 2 µm.

4996 www.small-journal.com

© 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

small 2016, 12, No. 36, 4993–4999

www.MaterialsViews.com

Figure 4. a) The 300 TFTs in a 2 in. N-doped silicon wafer with 300 nm silicon dioxide. b) The structure of bottom-contact TFTs. c) The transfer curves
of 15 devices with channel length of 20 µm and a width of 400 µm (Vd = −1 V). d) Ion per width versus different channel lengths (VDS = −40 V).
e) The on–off ratio and f) mobility distribution of 240 devices with channel length from 5 to 50 µm.

However, its output curve displayed a little reversed bending
at Vd < 5 V, indicating a larger contact resistance between
s-SWCNTs and Au electrodes (Figure S6, Supporting Information). The contact resistance for the TFTs is calculated
to be 91.7 kΩ using the transfer length method. Figure 4d
illustrates the dependence of the current density of the
devices on channel length varying from 5 to 50 µm. It is seen
clearly that the on-current density tends to be inversely proportional to the channel length. The highest on-current density is achieved at 2.33 µA µm−1 with the channel length of
5 µm. All of the as-fabricated TFTs exhibited good and reliable
performance (Figure S7, Supporting Information). Figure 4e
shows the statistical results on the on–off ratios derived from
240 TFTs with channel length varying from 5 to 50 µm at
Vd = −1 V. all of the TFTs displayed on–off ratios in a close
range from 105 to 106. Their mobilities were distributed from
28 to 67.5 cm2 V−1 s−1, indicating the sorted s-SWCNTs by
PCz were more favorable than other widely used conjugated
small 2016, 12, No. 36, 4993–4999

polymers for wafer-scale fabrication of TFTs. Moreover, for
the fabrication of such devices, a larger channel length tended
to favor the devices with a higher mobility (Figure 4f), suggesting that the contribution of contact resistance in the total
resistance became severe when the devices were fabricated
with short channel lengths. Therefore, to solve contact
resistance would be another important issue for s-SWCNT
based TFT devices.
In summary, we designed and synthesized a polycarbazole (PCz), which showed extraordinary selectivity on the
sorting of high purity s-SWCNTs compared to other polyfluorene derivatives. Both spectroscopic characterization
and short-channel TFT device measurements confirmed the
purity of the sorted s-SWCNTs by PCz as high as 99.9%. The
high-purity s-SWCNT solution was scalable and processable
for facile fabrication of large-area thin films and TFTs with
good uniformity. It is demonstrated that among tens of asfabricated TFTs on a SiO2/Si wafer, the transistors exhibited
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cm2

V−1 s−1

105–106

mobilities of 28–67.5
and on–off ratios of
when the channel length was fabricated from 5 to 50 µm. As
a result, PCz may serve as a promising dispersant for scalable
preparation of high-purity s-SWCNT solutions and provide
significant opportunities for large-area fabrication of TFTs
and the development of complex integrated circuit in near
future.

Experimental Section
Materials: Raw Arc-discharged SWCNTs were purchased from
Carbon Solution Inc. PFO, F8T2, PFBP, and two monomers (N-9′heptadecanyl-2,7- dibromocarbazole and 2,7-bis(4′,4′,5′,5′tetramethyl-1′,3′,2′-dioxaborolan-2′-yl)- N-heptadecanylcarbazole)
were purchased from Derthon Optoelectronics Materials Science
Technology Co. The 9-(1-octylonoyl)-9H-carbazole-2, 7-diyl (PCz)
was prepared by Suzuki polycondensation in relatively high yield
(more details in the Supporting Information).
Preparation of SWCNTs: Dispersants PCz, PFO, F8T2, and F8BT
(3 mg) and SWCNTs (1.5 mg) were mixed in toluene (6 mL). The
solutions were ultrasonicated with a top-tip dispergator (Sonics
VC500) for 30 min at an amplitude level of 30%, and then were
centrifuged at 20 000 g for 1 h (Allegra X-22R centrifuge) to remove
the bundles and insoluble materials. The supernatants were collected for characterization and fabrication of TFTs.
SWCNT Structure Characterization: Optical absorption were
measured in 2 mm path length quartz cells by Perkin Elmer
Lambda 750 UV–vis–NIR specrometer. Resonance Raman spectra
mappings were performed on a Lab Ram HR-800 Raman system
from Horiba Jobin Yvon at 785 nm excitation. The SEM images
were taken by using S4800 field-emission instrument from Hitachi,
Japan. AFM images were taken using tapping mode with Veeco
Dimension 3100 AFM.
Fabrication of SWCNT TFTs: Lithographic process was used to
fabricate the source/drain patterns, followed by oxygen plasma
to etch the residual photoresist. Electron beam evaporation of
titanium/gold (4/50 nm) was used to create bottom contacts
to the SWCNTs. Dip-coating method was used to fabricate the
large-area uniform s-SWCNT film. A second lithographic process
was used to define the channel and the exposed s-SWCNTs were
removed with oxygen plasma (more details of the calculation
methods of mobility and contact resistance in the Supporting
Information).

Supporting Information
Supporting Information is available from the Wiley Online Library
or from the author.
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