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Charge carrier polarity tuning in printed thin film transistors (TFTs) is a crucial step in order to obtain
complementary printed devices. In this work, we studied the effect of an Al,Oz passivation layer on
printed single-walled carbon nanotube (SWCNT) based TFTs to tune the charge carrier polarity. By
varying the atomic layer deposition (ALD) temperature and Al,Os layer thickness, we can tune the doping
degree of Al,Os3 to tailor the polarity of printed SWCNT-based TFTs (SWCNT-TFTs). The precise control
of threshold voltage (Vy,) and polarity from p-type to well-balanced ambipolar, and n-type SWCNT-TFTs
is successfully demonstrated with high repeatability by optimizing the ALD temperature and Al,Oz layer
thickness based on 20 printed samples per test. As a proof-of-concept, inverter logic circuits using the
SWCNT-TFT with different polarity types are demonstrated. The ambipolar device-based inverter exhibits
a voltage gain of 3.9 and the CMOS-based inverter exhibits a gain of approximately 4.3, which is
comparable to the current roll-to-roll (R2R) printed inverter circuits. Different thicknesses of AL,Osz layer,
coated by the ALD at different temperatures and thicknesses, provide a deep understanding of the
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Introduction

Single-walled carbon nanotubes (SWCNTs) have great potential
as active channel materials in fabricating thin film transistor
(TFT) based devices due to their excellent electrical properties,
high carrier mobility, and robustness."* With their remarkable
properties, SWCNTs have been formulated as the key active
channel ink to print the reliable and stable performance of the
printed devices. Moreover, with the progress in printing tech-
nologies, printed SWCNT-TFTs have demonstrated their
potential in a wide range of applications such as displays,**
neuromorphic devices,® sensors,® and radio frequency identifi-
cation (RFID) tags.” For these applications, fully roll-to-roll
(R2R) printed SWCNT-based TFTs have been fully utilized due
to their scalability, reliability, and integration capability for
large-area flexible electronic devices.*® Also, these SWCNT-TFTs
can be fabricated to exhibit bipolar-type characteristics for
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integrating p- and n-type electrical characteristics into a single
device, thus possessing unique advantages for integrating them
into circuits. Therefore, the polarity control of SWCNT-TFTs is
one of the important steps in developing a novel way of inte-
grating printed complementary TFTs into various types of
electronic devices.’

In general, p-type SWCNT-TFTs are mostly observed under
ambient printing conditions because the SWCNTs are vulner-
able to adsorb water and oxygen. However, for integrating logic
circuits such as CMOS (complementary metal oxide semi-
conductor) inverters, n-type SWCNT-TFTs are highly desirable
as the counterpart of p-type devices.'* Many methods for
converting the polarity of SWCNT-TFTs have been reported
based on addition of chemical dopants,"” organic reducing
reagents,™ or metal oxides for electrostatic doping™ on active
materials. However, few studies reported on printed n-type
SWCNT-TFTs. Recently, we reported the conversion method
from p-type to n-type SWCNT-TFTs through an additional n-
doping printing process using n-doping ink via a roll-to-roll
(R2R) or roll-to-plate (R2P) gravure printing method.'*"”
However, without an additional passivation layer, the n-type
SWCNT-TFT can easily return to p-type SWCNT-TFT under
ambient conditions, causing device failure. Furthermore, an
extra printing step for printing both the n-type doping layer and
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the passivation layer would be inconvenient and problematic
because adding an extra printing process would increase the
production cost and the possibility of damaging the previously
printed layers in printing the SWCNT-TFT-based devices. Thus,
a simple and efficient way of achieving both n-doping and
passivation simultaneously to realize stable n-type TFT based
printed devices will be attractive because then only p-type
SWCNT-TFTs will be required to be printed.***®

To achieve both n-doping and stability on the printed
SWCNT-TFTs at the same time, various techniques have been
reported over the past few decades, including atomic layer
deposition (ALD).'>*>>* ALD is well known for its ability to
produce high-quality and uniform thin films with outstanding
conformality even on complex geometries with high aspect
ratios due to its self-terminating reaction property of each cycle
in the growth process.”>** Aluminum oxide (Al,0;), as one of the
most extensively studied high-k material used as a precursor of
ALD, possesses a high dielectric constant (~9) combined with
a large band gap (8.9 eV), low interfacial trap density, capability
of processing at low temperatures, high breakdown electric
field, and high chemical stability.**** Therefore, in the field of
flexible electronic devices, Al,O; layers, fabricated by ALD, are
often used as passivation and dielectric layers.>*® For example,
an ambipolar SWCNT-TFT on silicon and polyimide substrates
was realized by depositing an Al,O; layer via the ALD, and n-type
SWCNT-TFTs on a Si-wafer have also been fabricated by
depositing Al,O; using the ALD to demonstrate the potential of
Al,O; as a passivation layer for a pressure sensor to reduce
environmental noise. Moreover, in recent years, solution-based
Al,O; dielectrics have been spin coated and cured using far-
ultraviolet irradiation to complete flexible TFTs in order to
adopt the printing process.”” In addition, high-performance p-
type oxide TFTs with high hole mobilities by using solution-
based Al,O; were reported® for application in developing low-
cost flexible and printed electronics using the R2R gravure
printing technology. However, there is no report yet regarding
the precise control of the charge carrier polarity on fully R2R
gravure printed SWCNT-TFTs using Al,O; deposited by the ALD
to achieve both unipolar and ambipolar devices and device
stability at the same time.

In this work, we explore the effect of the deposited Al,O;
layer via the ALD on the R2R printed SWCNT-TFTs to under-
stand how a p-type SWCNT-TFT can be converted into the
ambipolar and n-type one. The SWCNT-TFTs were fabricated for
this study using the R2R gravure printing process, which offers
major advantages in mass production ability and low cost over
the counterparts of flexible devices fabricated through vacuum
deposition and photolithographic processes. Then, Al,O; was
deposited on top of the active layer of the printed SWCNT-TFTs
using the ALD method. By adjusting the deposition (ALD)
temperature and the thickness of deposited Al,O; the
threshold voltage (V) and polarity conversion were successfully
controlled for the easy fabrication of p-type, ambipolar, and n-
type printed SWCNT-TFTs. As such, we explored the following
novel aspects: (1) air-stable n-type and ambipolar SWCNT-TFTs
were obtained by coating Al,O; on the p-type SWCNT-TFTs
using the ALD method, (2) a series of designed experiments
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have been conducted to systematically study the mechanism of
carrier type conversion and the factors affecting the conversion
process. These experiments investigated the impact of alumina
deposition temperature and thickness on the printed SWCNT-
FETs, and (3) p-type, n-type, and ambipolar inverters were
demonstrated and characterized for the integration of logic
circuits. These results highlight the potential of utilizing
deposited Al,O; layers via the ALD as the doping and passiv-
ation layers for enhancing the stability and simplifying the R2R
printing process to pave the way for commercializing printed
electronics. Thus, the importance of this work in fabricating
R2R printed SWCNT based complementary devices is that the
three printing steps, p-doping, n-doping, and passivation can be
simply replaced by one ALD step to save energy and cost.

Experimental

Device fabrication

The detailed fabrication process of R2R printed SWCNT-TFTs
through the fully R2R gravure printing method is described in
our previous study.'” Briefly, Ag (silver) nanoparticle-based ink
was formulated using a previously reported method for printing
the gate electrode and drain-source layers via the R2R gravure
printing method." First, the viscosity of the Ag ink was adjusted
by adding diethylene glycol (99%, Sigma-Aldrich) as the main
solvent to obtain the viscosity of 1000 cP to print the gate
electrode (step (i) in Fig. 1a) on a PET (polyethylene tere-
phthalate) web with a width of 250 mm and a thickness of 100
pm (AH71D, SKC, Korea). For the printing of dielectric layers
(step (ii) in Fig. 1(a)), BaTiO; ink was formulated based on the
previously reported study by adding diethylene glycol mono-
ethyl ether acetate solvent (99%, Daejung Chem, Korea) to
realize 80 cP viscosity and 32 mM m ™ * surface tension to obtain
a high dielectric constant and achieve the stable output
performance of SWCNT based TFTs."” For printing the active
layer as a critical factor in this study, SWCNT inks were
formulated based on a reported process to achieve a high on-off
current ratio (step (iii) in Fig. 1a).”” Then, drain and source
layers were printed continuously (step (iv) in Fig. 1a) with a web
tension of 5 + 0.3 kgf and an overlay printing registration
accuracy (OPRA) of 20 pum for the transverse direction and +50
pm for the machine direction. All R2R gravure printing
processes in this study were completed under 25 + 2 °C
temperature and 40 + 5% humidity conditions.

After fabricating SWCNT-TFTs through the R2R gravure
printing process, transfer and output characteristics of the
printed SWCNT-TFTs were measured under ambient conditions
using a semiconductor parameter analyzer (Keithley 4200A-SCS,
USA) with a probe station (MST-4000A, MS-TECH, Korea).
Thirty-five TFTs with similar electrical properties were chosen
from the R2R printed SWCNT-TFTs as the testing samples for
depositing the Al,O; layer via the ALD (step (v) in Fig. 1a). Five
devices were put in one group, and all the prepared devices were
divided into 7 groups according to different deposition
temperatures and thicknesses. To study the effect of deposition
temperature, 50 nm thickness of Al,O; was coated using the
ALD method onto the printed SWCNT-TFT samples at

© 2023 The Author(s). Published by the Royal Society of Chemistry
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(a) Schematic of the fabrication process for SWCNT-TFTs through R2R printing and ALD process, (b) schematic cross-section view of an

R2R printed SWCNT-TFT, (c) optical image of an R2R printed SWCNT-TFT, (d) typical transfer (V4s = —5 V) curve and (e) output curve of R2R
printed SWCNT-TFTs, (f) scatter plots of V4, (g) on—off ratio of 35 devices, (h) SEM image of SWCNT random networks, (i) FIB-SEM cross-

sectional image of an R2R printed SWCNT-TFT.

temperatures of 150 °C, 140 °C, 130 °C, and 100 °C, respectively.
Then, different thicknesses of 50 nm, 100 nm, 150 nm, and
200 nm of Al,0; were respectively deposited at a deposition
temperature of 140 °C. All the devices were carefully attached
onto a 6-inch silicon wafer using polyimide (PI) tape and then
the silicon wafers with samples were put into the ALD chamber.
For the ALD process, trimethylaluminum (TMA) and water were
used as precursors. The pulse time of TMA and water precursors
was 0.1 s and 0.2 s, respectively, whereas the running time of
TMA and water precursors was 30 s and 60 s, respectively. Under
this condition, the steady-state growth per cycle is 0.15 nm. The
reaction cycles for growing Al,O; layers with the thickness of
50 nm, 100 nm, 150 nm, and 200 nm were 312, 624, 936, and
1048 respectively.

Characterization and measurements

A device's cross-sectional schematic image and optical micro-
scope image of the printed SWCNT-TFT are shown in Fig. 1b
and c respectively. The top view image of a fabricated device was
taken using an optical microscope (semiconductor inspection
microscope MX51, Olympus, Japan). Unlike silicon-based
devices, water and oxygen molecules will permeate the PET
film and influence the stability of the devices.”® Therefore, to
achieve environmental stability of the printed device, 100 nm
thickness of Al,O; at the temperature of 100 °C was deposited
onto the backside of the PET film. Then the Al,O; was deposited
onto the top (upper side) of the devices. The transfer and output
characteristics of printed SWCNT-TFTs were measured under
ambient conditions (temperature: 25 °C, humidity: 30%) after

© 2023 The Author(s). Published by the Royal Society of Chemistry

the Al,O; deposition. To show the environmental stability, the
samples were left under the ambient condition for 48 hours and
remeasured. The inverter's voltage transfer curve (VIC) was
measured with a semiconductor analyzer (Keithley 4200, Solon,
USA) using 4 probes on the probe station (Model 5500, MS-
TECH, Korea).

Results and discussion

The cross-sectional structure of the fabricated device is shown
in Fig. 1b, consisting of the key components of TFTs: gate,
BaTiO; dielectric, SWCNTs, and drain-source layers. As shown
in Fig. 1c, the channel length and width of the printed SWCNT-
TFT are 170 um and 1700 pm, respectively. The typical transfer
and output characteristics of the pristine printed SWCNT-TFT
are respectively shown in Fig. 1d and e. The strong hysteresis
behaviour (10-15 V in this work) is caused by trapped surface
charges between the SWCNT network structure and the dielec-
tric layer. Indeed, when we modify the surface of the BaTiO;-
based dielectric layer to make it hydrophobic, we observed
minimal hysteresis in this case. The mobility was calculated
from the transconductance, u = Lg,,/WC;jVys, where g, and C;
are the transconductance and the gate capacitance per unit,
respectively. 10 nF cm ™ > was obtained from the capacitance-
voltage measurement method to calculate the mobility of our
samples. All devices' transfer characteristics are shown in
Fig. S1a.f The R2R printed SWCNT-TFT showed an average Vi,
of 15 &+ 1 V (Fig. 1f), mobility of 1.6 = 0.4 x 10 * ecm®> v ' 57"
(Fig. S1b7), transconductance of —3.6 + 0.4 x 10> s (Fig. S1ct)

Nanoscale Adv., 2023, 5, 3879-3886 | 3881
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and on/off ratio of 1200 + 600 (Fig. 1g) which shows the typical
p-type characteristic of printed SWCNT-TFT samples. Since the
amount of SWCNTs transferred from the gravure roll to the PET
substrate during the R2R gravure printing process significantly
impacts the final device characteristics, we confirmed the
morphology of the printed SWCNT layer via field emission
scanning electron microscopy (FE-SEM), as shown in Fig. 1h.
From the obtained FE-SEM image, highly dense network
structures of SWCNTs were formed on the BaTiO; dielectric
surface, indicating that they were well connected. In addition,
Fig. 1i shows the focused ion beam (FIB) cross-sectional image
of the R2R printed SWCNT-TFT with the thicknesses of the gate,
dielectrics, and drain/source being 800 nm, 2 pm, and 840 nm,
respectively. To better understand carrier type conversion on
printed SWCNT-TFTs, we conducted systematic experiments by
changing the temperature of the ALD process and the thickness
of the Al,O; layer. First, 50 nm thickness of Al,O3; was deposited
onto the R2R-printed SWCNT-TFT samples using the ALD
process at different temperatures (100 to 150 °C). The transfer
characteristics of SWCNT-TFT samples in Fig. 2a-d reveal the
temperature-dependent charge carrier polarity.

It is worth noting that, at the temperature of 100 and 130 °C
(Fig. 2a and b), the devices show the typical p-type dominant
properties, but as the temperature increases to 140 °C (Fig. 2c),
the n-type charge carrier of on-current increases while the p-
type charge carrier of on-current decreases, showing ambipo-
lar properties interestingly, while at the temperature of 150 °C
(Fig. 2d), the devices show n-type charge carrier-dominant
properties. All the experiments were repeated (Fig. S21). On
the one hand, as reported previously, this phenomenon is
caused by the different amounts of positive fixed charges

View Article Online
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generated by the deposited Al,O; layer.** When the deposition
temperature is increased, the H,O, introduced during the ALD
process, vaporizes rapidly. Consequently, fewer oxygen atoms
are available during the formation of the Al,O; layer. This leads
to a higher deficiency of oxygen atoms within the oxide layer,
resulting in the accumulation of more positive charge at
a higher deposition temperature. On the other hand, the
different temperatures may have different curing effects on the
samples. To investigate the curing effect during the deposition
process, a sample was cured for 8 hours at the temperature of
100 °C, 130 °C, 140 °C, and 150 °C, respectively. The results
show that higher the curing temperature, more the shift of Vi,
towards 0 V as shown in Fig. S3.T Moreover, Fig. 2e-h show the
transfer characteristics of the printed SWCNT-TFT with Al,O;
coating thicknesses of respectively 50 nm, 100 nm, 150 nm, and
200 nm at 140 °C deposition temperature. When the deposition
thickness is 50 nm, the device shows ambipolar properties
(Fig. 2e). However, when increasing the Al,Oj; layer thickness to
100 nm and 150 nm (Fig. 2f and g), the device shows a slightly n-
type dominant property. By increasing the thickness to 200 nm,
the devices finally become n-type dominant (Fig. 2h). All the
experiments were repeated as shown in Fig. S4f and the key
electrical parameters of p-type and n-type devices fabricated
under different ALD conditions were comparable as shown in
Table S1.f Based on the above experiments and our device
properties, there might be two possible reasons for the results
obtained: the thickness of the Al,O; layer and the curing time.
On the one hand, the differences in the thickness of the Al,O;
layer may affect the density of the fixed positive charge present
in the device. A previous report has suggested that thicker Al,O3
layers may result in a higher density of fixed charge.** As
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Fig. 2

(a)—(d) Transfer characteristics after 50 nm thickness Al,Os deposition at coating temperatures of 100 °C, 130 °C, 140 °C and 150 °C,

respectively. (e)—(h) Transfer characteristics after the Al,O3z deposition at 140 °C with coating thicknesses of 50 nm, 100 nm, 150 nm and 200 nm,

respectively.
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a result, the increased thickness of the Al,O; layer could induce
more electrons in the interface of SiO,/Al,0;, resulting in an
electron-richer situation. We can speculate, based on their
study, that the thickness difference in the deposited Al,O; may
cause different densities of fixed positive charge which can
influence the polarity of printed SWCNT-TFTs. This is sup-
ported by the results shown in Fig. 2e, f and S4.1 On the other
hand, the curing time might be another reason for the conver-
sion from the pristine p-type SWCNT-TFT to the n-type during
the ALD process since higher the thickness, more the deposi-
tion time required. To prove this, we additionally cured a pris-
tine sample for 24 hours and measured IV characteristics every 8
hours. The results show that the V, shifts more toward 0 V at
a longer curing time as shown in Fig. S5.f Longer the curing
time, more the water and oxygen removed from the SWCNT
active channel, indicating that fewer holes will be involved as
the carriers in the final device properties. Therefore, a similar
number of electrons are induced by the deposited Al,O; while
the number of holes is reduced so that the device n-type will
finally dominate the final device's property.

Fig. 3 elucidates the mechanism of different charge carrier
polarity types of devices. Intrinsic SWCNTs have the ability to
conduct electrons and holes. Firstly, R2R gravure printed
SWCNT-TFTs show p-type properties due to their exposure to
water and oxygen molecules in the ambient air.** Therefore, the
carriers in the SWCNT channel are holes and the Fermi level is
close to the valence band (Fig. 3a). The polarity conversion of
SWCNT-TFTs is attributed to the deposited Al,O3; which gener-
ated a positive fixed charge and could attract electrons in the
SWCNT active layer, resulting in the Fermi level shifting
towards the conduction band. When the number of electrons

(a)

Before Al,O;- P type device

After Al,O;-Ambipolar device

(d)
Vg<0
i
A Ec
Ei
---------------- Er
Ev

SWCNT

[BaTiO3|
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and holes in the channel are comparable, the devices show
ambipolar properties in which the corresponding Femi level
will be located near the middle between the conduction band
and valence band (Fig. 3b). However, when the number of
electrons is higher than the holes, the device will show n-type
charge carrier dominant performance and the Fermi level of
this type of device will move towards the conduction band
(Fig. 3c). Usually SWCNT-based TFTs are vulnerable to the
humidity in the air. Therefore, stable device development is an
important step for practical applications of the device. The
transfer characteristic curves for the p-type, ambipolar and n-
type SWCNT-TFTs are respectively shown in Fig. 4a, b and c for
showing the devices' stability under ambient conditions. From
the attained transfer characteristic curves, we confirmed that no
significant variations were observed in Vg, and on/off ratio
values between the initial state and the final state after 48 hours
under the exposure of moisture and light. This suggests that the
deposited Al,Oj3 layer can prevent water and oxygen from being
adsorbed onto its surface. Furthermore, since the stability of the
TFT under the bias stress is a critical point for practical appli-
cations, the biasing stress effect was further investigated using
the printed devices with the deposition of the Al,O; layer.>® The
p-type, ambipolar device, and n-type devices were tested under
the biasing voltage of Vys = 20 V, and the transfer curves were
measured every 10 minutes for 30 minutes. As shown in
Fig. S6,1 the measured transfer curves showed that all devices
were stable under biasing stress, indicating the negligible
defect density in the active channel. By using ambipolar
SWCNT-TFTs, we further constructed inverter logic gates, the
schematic of which is shown in Fig. 4d. Here, the noise margin
(NM) is another critical parameter affecting the performance of

After Al,O;-N type device

()

Er Vg>0

Ag

BaTiO3

(a) The schematic image of an on-state SWCNT-TFT as printed. (b) Ambipolar device's cross-sectional schematic image of the on-state

SWCNT-TFT with the doping mechanism of fixed positive charge generated by the Al,Os layer. (c) n-Type device's cross-sectional schematic
image of the on-state SWCNT-TFT. (d)—-(f) The band diagrams respectively for p-type, ambipolar and n-type SWCNT-TFTs.
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(a) Stability test of Al,O3z coated (a) p-type device, (b) ambipolar device, (c) n-type device. (d) Inverter circuit using two ambipolar devices.

(e) Inverter VTC and noise margin at Vygq = —20 V and (f) DC gain of the inverter from ambipolar TFTs. (g) Inverter circuit using CMOS device. (h)
Inverter VTC and noise margin at Vqq = —20 V and (i) DC gain of the inverter from the CMOS device.

the device consisting of digital logic circuits. Because it quan-
tifies how much external signal perturbation a logic gate circuit
can withstand during device operation, the tolerance ability to
variations in the signal level is valuable for the integrated logic
gates. The high noise margin (NMy) and low noise margin
(NM,) of the ambipolar TFT based inverter are 2.8 V and 3.4 V
respectively as shown in Fig. 4e. In addition, the maximum gain
of the inverter is around 4 (Fig. 4f). For inverters built using
CMOS devices consisting of symmetric p-type and n-type
SWCNT-TFTs (Fig. 4g), the NMy and NM;, are 4.7 V and 4.6 V,
respectively as shown in Fig. 4h, and the maximum gain of the
inverter is around 4.2 (Fig. 4i). The detailed transfer curve and
output curve of the ambipolar devices and CMOS devices used
in the inverter circuit test are shown in Fig. S7a-c.t The char-
acteristics of the ambipolar charge carrier are clearly shown as
a diode in Vys—Iys curves for both p-type and n-type measure-
ments when the gate voltage is zero. Regarding the cut-off
frequency of the devices, the calculated theoretical cut-off
frequency was 202 kHz for the CMOS inverter based on the
simple equation fr = gn/27(Cgs + Cgp),® where g, is the

3884 | Nanoscale Adv., 2023, 5, 3879-3886

transconductance, Cgs and Cgp are the parasitic capacitances
between the drain-source layer and gate layer. However, the
observed cut-off frequency of the CMOS inverter was 100 Hz due
to the trapped charges at the interface between the printed
SWCNT network structure and dielectric layer, causing the huge
parasitic capacitance. Based on the results from our previous
logic gate circuits such as fully R2R gravure printed 1 bit ring
oscillation,*® full adders,” and 4 bit code generator,"” a voltage
gain of 4 is sufficient for operating a simple type of TFT inte-
grated circuits (within 100 TFT integration) with a reasonable
degree of functionality. Thus, the ambipolar SWCNT-TFT based
printed devices will be easier to develop the practical printed
devices than implementing both n-type and p-type SWCNT-
TFTs because complementary devices with environmental
stability can be efficiently achieved.

Conclusions

In conclusion, this study provides a comprehensive under-
standing of the charge carrier polarity control through the
deposited Al,O; layer via the ALD method on fully R2R printed

© 2023 The Author(s). Published by the Royal Society of Chemistry
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SWCNT-based flexible TFTs as well as their possibility of being
a passivation layer on the printed devices. The Vg, shift and
charge carrier polarity conversion were successfully demon-
strated by adjusting the ALD temperature and alumina (Al,O3)
thickness, allowing for the easy fabrication of p-type, ambipo-
lar, and n-type TFTs. Furthermore, all results obtained from all
devices, used in this work, were well reproduced with good
environmental stability. The study of the inverter based on the
ambipolar devices and the CMOS devices shows that both
devices can be used to construct inverter circuits. The ambi-
polar device-based inverter exhibits an NMy of 2.8 V and an
NM;, of 3.4 V, yielding a voltage gain of 3.9, indicating efficient
operation of simple types of logic gate circuits within 100 TFT
integration. In comparison, the CMOS-based inverter exhibits
an NMy of 4.7 V and an NMj, of 4.6 V, respectively, with a gain of
approximately 4.2. These results demonstrate that the
ambipolar-based inverter exhibits comparable performance to
its CMOS counterpart while eliminating one printing step and
improving the devices' environmental stability. In addition, this
work serves as a valuable reference for the development of
future flexible electronics and provides a systematic explanation
of the formation and control of charge carrier polarity in printed
SWCNT-based transistors by depositing an Al,O; layer via the
ALD method.
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