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ABSTRACT: Single-walled carbon nanotube thin-film transistor (SWCNT TFT) and
circuits were fabricated by fully inkjet printing gold nanoparticles as source/drain
electrodes, semiconducting SWCNT thin films as channel materials, PS-PMMA-PS/
EMIM TFSI composite gel as gate dielectrics, and PEDOT/PSS as gate electrodes.
The ionic gel gated SWCNT TFT shows reversible conversion from p-type transistor
behavior in air to ambipolar features under vacuum due to reversible oxygen doping in
semiconducting SWCNT thin films. The threshold voltages of ionic gel gated
SWCNT TFT and inverters are largely shifted to the low value (0.5 V for p-region and
1.0 V for n-region) by vacuum annealing at 140 °C to exhausively remove water that is
incorporated in the ionic gel as floating gates. The vacuum annealed ionic gel gated
SWCNT TFT shows linear temperature dependent transconductances and threshold
voltages for both p- and n-regions. The strong temperature dependent trans-
conductances (0.08 μS/K for p-region, 0.4 μS/K for n-region) indicate their potential
application in thermal sensors. In the other hand, the weak temperature dependent
threshold voltages (−1.5 mV/K for p-region, −1.1 mV/K for n-region) reflect their
excellent thermal stability.

KEYWORDS: printed electronics, semiconducting single-walled carbon nanotubes, ionic gel, thin-film transistor, circuits,
threshold voltage, oxygen doping, floating gate

■ INTRODUCTION

In comparison to thin-film transistors (TFTs) constructed on
low temperature polysilicon,1 amorphous silicon,2 metal
oxides,3 and organic materials,4 single-walled carbon nanotube
(SWCNT) TFTs exhibit either equivalent or better figures of
merit such as high field effect mobility, low temperature
fabrication, good stability, scalability, flexibility, transparency,
and low cost (Table 1).5 In most reports, SWCNT TFTs were
gated with oxides such as SiO2,

6 Al2O3,
7 HfO2,

8 ZrO2,
9 and so

on. These SWCNT TFTs showed typical p-type behavior in air,
and can be converted to ambipolar and even n-type behavior
under vacuum. Such variable transistor behaviors were also
observed in SWCNT TFTs gated with polymer/inorganic salt
composites.10−12 For examples, we found that poly(ethylene
oxide) (PEO)/LiClO4 gated SWCNT TFTs show p-type
characteristics and polyethylenimine (PEI)/LiClO4 gated ones
display ambipolar features in air. Unfortunately, the reprodu-
cibility (yield < 20%) and stability (lifetime < 6 h) of these
polymer/inorganic salt gated SWCNT TFTs are poor.13

Recently, ionic liquid (N,N-dimethy-N-(2-methoxyethyl) am-
monium bis(trifluoromethanesulonyl)imide, DEME-TFSI)
gated SWCNT TFTs were reported to be p-type in air and
ambipolar in a nitrogen atmosphere.14 Similarly, the stable and
reproducible ambipolar SWCNT TFTs were obtained under
vacuum by employing polymer/ionic liquid composite gels
(polystyrene-b-poly(methyl methacrylate)-b-polystyrene/1-

ethyl-3-methylimidazolium bis(trifluoromethylsufonyl)imide,
PS-PMMA-PS/EMIM-TFSI) as dielectric materials.15 From
literature reports, these convertible traits of SWCNT TFTs
originate from either bulk SWCNTs doping or their contacts
with electrodes, largely dependent on physical and electric
properties of SWCNTs, nature and geometry of electrodes,
gate dielectrics, as well as device geometry.16

Polymer/ionic liquid composite gels are attracting increasing
interests in electronic devices because of their supercapacitance
(10 μF/cm2) and carrier accumulation (>1014 cm−1).17−20

These superb properties arise from the generation of 1 nm
thick electric double layers (EDL) due to ion motions driven by
applied gate potentials.21 Their capacitances are shown to be
independent of gel thickness but exhibit Arrhenius-type
temperature dependence in these impedance spectroscopy
investigations.22,23 Polymer/ionic liquid composite gel gated
TFTs usually show high transconductance under low operation
voltage (within ±3 V), good thermal stability (<200 °C),
optical transparency, and facile printability.15,17,18,24−26 The
operating mechanism, polarization response time, and stability
were extensively investigated for ionic gel gated TFTs.27−29
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While the effects of important species in air (oxygen O2, and
water H2O) on ionic gel gated TFTs are not yet addressed.
In this Article, we demonstrate inkjet printing gold

nanoparticle electrodes, semiconducting SWCNTs, PS-
PMMA-PS/EMIM TFSI composite gel, and poly(3,4-ethyl-
enedioxythiophene)/ poly(styrenesulfonate) (PEDOT/PSS)
top electrodes in sequence to form a fully printed ionic gel
top-gated SWCNT TFT and circuits on 500 nm SiO2/silicon
wafers. Their transistor properties were reexamined to display
p-type and ambipolar behavior in air and under vacuum,
respectively. More importantly, the threshold voltages of PS-
PMMA-PS/EMIM TFSI top-gated SWCNT TFTs and circuits
are remarkably shifted by vacuum annealing, indicative of a
significant role played by water molecules inside ionic gels. The
temperature dependence of SWCNT TFTs was investigated
under vacuum to show linearly increased transconductance and
slightly negative threshold voltage shifts for both p-type and n-
type characteristics.

■ RESULTS AND DISCUSSION

Inkjet Printed SWCNT TFT. The three-dimensional
structure of PS-PMMA-PS/EMIM TFSI composite gel gated
SWCNT TFTs is shown in Figure 1a, and is fully inkjet printed
as follows.
Stable Gold Electrodes. The printed silver electrodes

become dark after several months.13 Moreover, the con-
ductivities of these printed silver electrodes are unstable and
inconsistent. To circumvent this situation, we surveyed several
different commercial inks including platinum, diluted gold
nanoparticle inks (50 mg/mL, gold contain), and concentrated
gold nanoparticle inks (1 g/mL, gold contain), Cabot and
UTDots silver inks. Their curing temperature and perform-
ances are compared in Table 2. We remark that the electrodes
printed with concentrated gold nanoparticle ink have sheet
resistance lower than 1 Ω/□ with uniform surface, excellent
adhesion even tolerated for wire bonds, and air stability (no
color change in air for several months). All electrodes (150 μm
wide) used in this work are inkjet printed from concentrated
gold nanoparticle ink (1 g/mL, UTDots) on 500 nm SiO2/
silicon wafers with a 10 μm tip at a speed of 200 μm/s using a
Sonoplot GIX Microplotter II. Printed electrodes were cured at
250 °C for 1 h, and their conductivities were measured before

use. The designed TFT channel length and width are about LC
= 200 μm and WC = 1200 μm, respectively (seen in Figure 1b).

Semiconducting SWCNT Films. Semiconducting SWCNTs
aqueous solution (0.01 mg/mL, Nano Integris) was directly
inkjet printed with a 30 μm tip at a speed of 80 μm/s on these
printed gold electrodes without any pretreatments. The
resultant white films were ascribed to enormous chemical
dispersants, sodium cholate and sodium dodecylsulfonate, that
were used in density gradient ultracentrifugation for SWCNTs
separation.30 After soaking printed semiconducting SWCNTs

Table 1. Comparison of Current TFT Landscape

Figure 1. (a) Three-dimensional structure of fully printed PS-PMMA-
PS/EMIM TFSI composite gel gated SWCNT TFT. (b) Optic
microscope image of printed SWCNT film atop of printed gold
electrodes. (c) SEM image of printed SWCNT film. (d) AFM image of
printed SWCNT film (scale: 5 μm × 5 μm). (e) Optic microscope
image of a fully inkjet printed PS-PMMA-PS/EMIM TFSI composite
gel gated SWCNT TFT.
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films inside glacial acetic acid for 24 h, uniform and clean
semiconducting SWCNTs were obtained and imaged with an
optical microscope, a scanning electron microscope (SEM),
and an atomic force microscope (AFM) (Figure 1b−d). In this
clean process, glacial acetic acid is considered to kinetically
neutralize sodium cholate and sodium dodecylsulfonate to form
according acids that rapidly diffuse in acetic acids. Clean
SWCNT thin films are thus left behind to retain their original
position.31

Ionic Gel. The solution of PS-PMMA-PS (1.5%, weight) and
EMIM TFSI (8.5%, weight) in ethyl acetate was prepared.15

Attempts to inkjet print PS-PMMA-PS/EMIM TFSI solution

using a 30 μm tip lead to rugged composite gels (Supporting
Information Figure S1). PS-PMMA-PS/EMIM TFSI ethyl
acetate solution was inkjet printed on semiconducting
SWCNTs films with wide open tip (inner diameter, 500 μm)
manually to achieve uniform and transparent gels (Figure S1)
comparable to those sprayed with Aerosol Jet.15

PEDOT/PSS Top Electrodes. The aqueous solution of
PEDOT/PSS (CLEVIOS VP 4083) cannot be directly inkjet
printed on hydrophobic PS-PMMA-PS/EMIM TFSI composite
gel. The printable formulation is optimized to be of PEDOT/
PSS aqueous solution and isopropyl alcohol (v/v: 1/2)
(Supporting Information Table S1), which was manually inkjet

Table 2. Comparison of Printed Electrodes

Figure 2. (a) IDS−VG and (b) IDS−VDS curves of a PS-PMMA-PS/EMIM TFSI composite gel gated SWCNT TFT (LC = 200 μm and WC = 1200
μm) by sweeping drain voltage and sweeping gate voltage were characterized on a Keithley 4200 SCS in air.

Figure 3. (a) IDS−VG and (b) IDS−VDS curves of a PS-PMMA-PS/EMIM TFSI composite gel gated SWCNT TFT (LC = 200 μm and WC = 1200
μm) by sweeping gate voltage and sweeping drain voltage were characterized on a Keithley 4200 SCS under vacuum.
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printed on PS-PMMA-PS/EMIM TFSI composite gels using a
10 μm tip. The printed PEDOT/PSS top electrodes on PS-
PMMA-PS/EMIM TFSI were baked at 105 °C for 1 h.15

With these printing procedures, an ionic gel top-gated
SWCNT TFT was fabricated as shown in the optical image
(Figure 1e).
TFT Characterization. In Air. Ionic gel top-gated SWCNT

TFTs were characterized in air with a Keithley 4200
semiconductor characterization system (SCS). The character-
istic IDS−VG and IDS−VDS curves of gate-voltage and drain-
voltage sweeping are presented in Figure 2, showing typical p-
type transistor features. By taking the capacitance of 10 μF/cm2

for PS-PMMA-PS/EMIM TFSI ionic gel, the field-effect hole
mobility of composite gel top-gated SWCNT transistors is
estimated to be 1.1 cm2/(V s) with Ion/Ioff ratio of about 1000,
and the threshold voltage at 0.69 V. It is worthy to point out
that PS-PMMA-PS/EMIM TFSI top-gated SWCNT TFTs are
extremely air stable. The similar I−V characteristics were
obtained from the same device after 6 months. Even after
devices were heated at 180 °C in air for 30 min, the properties
of devices still remained as is.
Under Vacuum. PS-PMMA-PS composite gel top-gated

SWCNT TFTs were also characterized under vacuum (10−6

Torr) with a Keithley 4200 SCS. Ambipolar features were
observed in IDS−VG and IDS−VDS curves of gate-voltage and
drain-voltage sweeping (Figure 3), similar to those in the
previous report.15 The Ion/Ioff ratios of both n- and p-regions
are over 1000. The carrier mobilities of n- and p- types are 1.2
and 2.0 cm2 V−1 s−1 with threshold voltages at 1.3 and 2.3 V,
respectively. The relative low carrier mobilities can be ascribed
to the long channel length with printed electrodes and low
density of SWCNT network in comparison to previous
results.15

The observed switching transistor properties of composite
gel top-gated SWCNT TFTs resemble those of oxides or ionic
liquid gated ones.6−14 When these ionic gel gated SWCNT
TFTs were taken out from vacuum chamber and measured in
air again, the same p-type transistor characteristics were
observed. These experimental results indicates that semi-
conducting SWCNT films covered by PS-PMMA-PS/EMIM
TFSI composite gel are facilely and reversibly doped by oxygen
molecules to suppress n-type transistor performances.32−34 The
oxygen doped SWCNT films are further corroborated from
their threshold voltage shifts where device measured in air has
the lower threshold voltage (0.69 V) than that measured under
vacuum (1.3 V) (Figures 2 and 3). However, their mobilities
are roughly same possibly due to carrier density induction
dominated by EDL17−29 instead of oxygen doping. These high
performances render their applications in logic analogs. The p-
type transistor properties in air can thus be exploited for low-
cost printed electronics such as unipolar p-type circuits. While it
requires encapsulation and package under vacuum to apply
ambipolar behaviors of ionic gel gated SWCNT TFTs for
complementary-like circuits.
Fully Printed Inverter. Characteristics of SWCNT

Inverters. Built on the ambipolar behaviors of ionic gel gated
SWCNT TFTs under vacuum; pairs of SWCNT TFTs were
connected into complementary-like ionic gel gated SWCNT
inverters (Figure 4a). Figure 4b shows the circuit diagram for
ionic gel gated SWCNT inverter based on two identical
ambipolar ionic gel gated SWCNT TFTs. The PS-PMMA-PS/
EMIM TFSI composite gel top-gated SWCNT inverters were
characterized on a Keithley 4200 SCS under vacuum. Under a

voltage supply of VDD = 1.5 V, Vout was detected from 1.3 to 0.3
V when Vin was swept from 0 to 2 V, showing a rapid voltage
switching at Vin = 1.5 V with a voltage gain of 2−3 (Figure 4c
and d). Obviously, the detected maximum voltage output
(Vout

max) is lower than the inverter’s threshold voltage. A similar
situation was reported in the previous report where SWCNT
inverter displayed Vout

max = 1.25 V and Vth = 1.2−1.4 V.15 Such
types of inverters can not be exploited in high-level digital
circuits, such as ring oscillators and decoders, since the output
from the previous stage would not enable the switching of the
next stage. This abnormality of SWCNT inverters can be
ascribed to the inappropriately high threshold voltage (Vth >
Vout

max) of SWCNT TFTs.35 Dynamic responses of printed PS-
PMMA-PS/EMIM TFSI composite gel top-gated SWCNT
Inverters were examined by supplying square-wave inputs
(Supporting Information Figure S3). The rise time of inverter is
about 0.1 us and its fall time is 0.05 μs. When the inverter was
input with a 100 Hz square wave signal, its output swing
reached ∼0.6 V when VDD = 1 V. When the input frequency
was increased from 100 to 500 Hz, 1 kHz, and 50 kHz, the
obtained output swing is reduced from ∼0.6 to 0.3, 0.3, and
0.16 V, respectively. The inverter looks to function and track
best at 50 kHz. The operational stability of the printed PS-
PMMA-PS/EMIM TFSI composite gel top-gated SWCNT
inverter was tested. After being operated for half a day, no
output decrease was detected from the printed PS-PMMA-PS/
EMIM TFSI composite gel top-gated SWCNT inverter.

Thermally Tuning Threshold Voltage. It is well-known that
the threshold voltages of complementary metal oxide semi-
conductor (CMOS) field effect transistors negatively shift 2 mV
when the device temperature is increased by 1 K.36 PS-PMMA-

Figure 4. (a) Optical microscope image of a PS-PMMA-PS/EMIM
TFSI gated SWCNT inverter (LC = 200 μm and WC = 1200 μm). (b)
Circuit diagram of a complementary-like ionic gel gated SWCNT
inverter. (c) Voltage switching curves and (d) voltage gains of a PS-
PMMA-PS/EMIM TFSI composite gel gated SWCNT inverter at the
temperature varied from 296 to 356 K with steps of 10 K were
measured on a Keithley 4200 SCS under vacuum.
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PS/EMIM TFSI composite gel top-gated SWCNT inverters
were thus characterized under vacuum at varied temperatures
from 296 to 356 K with increasing step of 10 K. As seen in
Figure 4c, essentially, there is no significant threshold voltage
shift observed for SWCNT inverter by raising their temperature
up to 60 K. Instead, increasing device temperature slightly
decreases voltage gain (Figure 4d). The end threshold voltages
of ionic gel gated SWCNT inverter at varied temperatures
remain higher than their Vout

max voltages. These results elicit
that the threshold voltage of ionic gel gated SWCNT inverter is
nearly temperature independent. Other efforts in using low
workfunction source/drain electrodes (silver), tuning charge
carriers with dual gate geometry, and doping SWCNT with
ammonium hydroxide and polyethylenimine were still un-
successful to shift the threshold voltage of SWCNT inverter.
These failures are also due to the determinant effects of ionic
liquid EDL.17−29

Shift Threshold Voltage by Vacuum Annealing. Further
efforts to shift threshold voltages of SWCNT inverters were
undertaken by vacuum annealing. After annealing under
vacuum at 140 °C for 1 week, PS-PMMA-PS/EMIM TFSI
composite gel top-gated SWCNT TFTs and inverters were
measured under vacuum with a Keithley 4200 SCS. As shown
in Figure 5, their threshold voltages shift down to 0.5 and 1.3 V

for p-region and n-region, respectively. These results are sharply
contrasting those of unannealed ionic gel gated SWCNT TFTs
in Figure 4. Though, the observed threshold voltages
(especially for n-type Vth) are higher than those in a previous
report (−0.5 V for n-region and 0.5 V for p-region).15 The
resultant switching voltage (1.0 V) of PS-PMMA-PS/EMIM
TFSI composite gel top-gated SWCNT inverter is lower than
their Vout

max = 1.3 V. Based on this achievement, a three-stage
PS-PMMA-PS/EMIM TFSI composite gel top-gated SWCNT
ring oscillator was fully printed and exhibited a ring oscillating

frequency of about 400 Hz at a voltage supply of VDD = 1.5 V
(Supporting Information Figure S4).

Floating Water Gate. The action executed on PS-PMMA-
PS/EMIM TFSI composite gel top-gated SWCNT TFTs and
inverters is the removal of water molecules inside ionic gels by
exhaustively vacuum annealing. As a result, the on-current of
ionic gel gated SWCNT TFTs decreased by an order of
magnitude (Figure 5a and b). The on-current is directly related
to carrier density induced by gate voltage. Water hydrolysis37

and oxygen/water couple redox33 were reported to affect carrier
densities of oxide semiconductor (VG: −30 to 30 V) and single-
walled carbon tubes (VG: −10 to 10 V), respectively. Especially
in these single-walled carbon nanotubes TFTs, the decreased
current densities were observed when these TFTs were
exposed to water.33 The low operation gate voltage (<4 V)
and increased on-current for these unannealed ionic gel gated
SWCNT TFTs lend us to rule out the possibility of the
increased carrier densities due to the generation of charged
species. Water has been employed as the gate in SWCNT and
organic FETs.38−41 The measured capacitance of water (3−20
μF/cm2)39 is in the same range as that of PS-PMMA-PS/
EMIM TFSI composite gel (1−10 μF/cm2).22,23 Thus, the
effect of capacitance could also be excluded for the observed
threshold voltage shifts. Recently, adsorption of water at the
interface usually facilitates charging of semiconductors,42−46

leading to the increase in current density. Moreover, water also
brings about the electrostatic charging of insulators.47−49 In
ionic gel gated SWCNT devices, the EDL of ionic liquid can
lead to charge water molecules50,51 when a bias was applied to
the controlled gate (PEDOT/PSS). The charged insulators or
charged water thus screen the electric field between gate and
SWCNT films, resulting in the shift of SWCNT device’s
threshold voltage.52,53

Temperature Dependence. The temperature dependence
of PS-PMMA-PS/EMIM TFSI composite gel top-gated CNT
TFTs after vacuum annealing were investigated in a vacuum
chamber by raising the temperature from 296 to 356 K with
steps of 10 K (Figure 6). When the temperature of the device
rose up from 296 to 356 K, its current density was increased,
and also the turn-on voltage was negatively shifted. By deriving
device currents with respect to gate voltage, one can obtain the
maximum transconductances (gm

max) at VDS = 0.5 V. By
plotting gm

max against varied temperature, one can observe two
linear curves, respectively, for n-type and p-type transistors. The
temperature dependence of n-type transconductance is 0.4 μS/
K and of p-type transconductance is 0.08 μS/K. Such a large
temperature effect indicates that printed PS-PMMA-PS/EMIM
TFSI composite gel top-gated SWCNT TFTs can be used as
thermal sensors. By extrapolating the linear portion of the
current−voltage of switching gates to off-states, one can extract
the threshold voltages (Vth) for n- type and p-type transistors at
different temperatures. By plotting these abstracted thresh-
oldvoltages against varied temperatures, two linear curves are
obtained with slopes of 1.1 and 1.5 mV/K for n-type and p-type
behaviors, respectively. The obtained threshold temperature
dependences of printed PS-PMMA-PS/EMIM TFSI composite
gel top-gated SWCNT TFTs are slightly smaller than that of
common complementary metallic oxide semiconductor
(CMOS, 2 mV/K). This might reflect the better thermal
stability of printed PS-PMMA-PS/EMIM TFSI composite gel
top-gated SWCNT devices.

Figure 5. (a) IDS−VG and (b) IDS−VDS curves of a vacuum-annealed
PS-PMMA-PS/EMIM TFSI composite gel gated SWCNT TFT(LC =
200 μm and WC = 1200 μm) by sweeping gate voltage and sweeping
drain voltage, (c) voltage switching curve, and (d) voltage gain of a PS-
PMMA-PS/EMIM TFSI gated SWCNT inverter under VDD = 1.5 V
were measured on a Keithley 4200 SCS under vacuum.
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■ CONCLUSION
Fully inkjet printed SWCNT TFTs and circuits were fabricated
with high yield, low cost, and good reproducibility by printing
gold nanoparticle ink, semiconducting SWCNTs, PS-PMMA-
PS/EMIM TFSI composite gel, and PEDOT/PSS gate
electrode in sequence. Ionic gel gated SWCNT TFT and
circuits are air stable and tolerate temperature as high as <200
°C. The reversible conversion between p-type (in air) and
ambipolar (under vacuum) transistor features can be plausibly
interpreted as the reversible oxygen doping in semiconducting
SWCNTs to suppress n-type transistor behavior of SWCNT
TFTs. The maximum transconductance (gm

max) and Vth of
vacuum annealed ionic gel gated SWCNT TFTs respond
linearly to the temperature variation. The field effect mobilities
of ionic gel gated SWCNT TFTs are in the range from 1 to 2
cm2/(V s), and their Ion/Ioff ratios are over 1000. Comple-
mentary-like ionic gel gated SWCNT inverters exhibit voltage
switching at 1.5 V with a gain of about 2, a rise time of 0.1 μs,
and a fall time of 0.05 μs, and functioned/tracked best at 50
kHz when a power supply of VDD = 1.5 V was applied under
vacuum. The performances (transistor features, Vth, trans-
conductances) of PS-PMMA-PS/EMIM TFSI composite gel
gated SWCNT TFT and circuits are largely affected by oxygen,
water, and temperature variation. Therefore, the effects of
oxygen, water, and temperature should be carefully considered
in these emerging electronic devices gated with ionic gels.17−20
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