IOPSClence iopscience.iop.org

Home Search Collections Journals About Contactus My IOPscience

Oxygen Plasma Functioning of Charge Carrier Density in Zinc Oxide Thin-Film Transistors

This content has been downloaded from IOPscience. Please scroll down to see the full text.
2013 Appl. Phys. Express 6 076501
(http://iopscience.iop.org/1882-0786/6/7/076501)

View the table of contents for this issue, or go to the journal homepage for more

Download details:

IP Address: 140.113.38.11
This content was downloaded on 25/04/2014 at 09:24

Please note that terms and conditions apply.



iopscience.iop.org/page/terms
http://iopscience.iop.org/1882-0786/6/7
http://iopscience.iop.org/1882-0786
http://iopscience.iop.org/
http://iopscience.iop.org/search
http://iopscience.iop.org/collections
http://iopscience.iop.org/journals
http://iopscience.iop.org/page/aboutioppublishing
http://iopscience.iop.org/contact
http://iopscience.iop.org/myiopscience

Applied Physics Express 6 (2013) 076501

http:/dx.doi.org/10.7567/APEX.6.076501

Oxygen Plasma Functioning of Charge Carrier Density in Zinc Oxide Thin-Film Transistors

Min-Ching Chu', Jagan Singh Meena'?*, Po-Tsun Liu?, Han-Ping D. Shieh?,
Hsin-Chiang You3, Yen-Wei Tu®, Feng-Chih Chang', and Fu-Hsiang Ko'*
" Department of Materials Science and Engineering, National Chiao Tung University, Hsinchu 30010, Taiwan, R.O.C.

2Department of Photonics and Display Institute, National Chiao Tung University, Hsinchu 30010, Taiwan, R.O.C.
3 Department of Electronic Engineering, National Chin-Yi University of Technology, Taichung 41170, Taiwan, R.O.C.

E-mail: jaganphy @gmail.com; fhko @ mail.nctu.edu.tw

Received March 6, 2013; accepted May 31, 2013; published online June 17, 2013

A change in the charge carrier density of zinc oxide (ZnO) films for control the functioning of thin-film transistors (TFTs) has been studied by
oxygen (O2) plasma techniques. This effect was interpreted in terms of a threshold voltage shift and the variation in carrier mobility. The plasma-
surface interaction on the molecular level and the behavioral characterization of ZnO films were investigated by X-ray photospectroscopy of the
O 1s region. This process was highly sensitive at low level variations in defect and doping density. O, plasma treatment leads to a shift of turn-on
voltage and a reduction of the off-current by more than two orders of magnitude in ZnO-TFTs. © 2013 The Japan Society of Applied Physics

inc oxide (ZnO) films have recently attracted great

technical interest to be used as the channel layer in

thin film transistor (TFT) applications because of
their versatile properties including being transparent con-
ducting oxide and a wide band gap (~3.37eV) of the II-VI
semiconductor group."? Oxygen is in a class of elements of
the VIA group of the periodic table and zinc is a transition
metal from a member of the IIB (now 12th) group. The
considerable progress of low temperature ZnO thin film to
be used in electronic device applications has been studied by
several authors®® using various deposition processes such as
RF-magnetron sputtering® and laser ablation.”’ The reported
interaction of O, ions with metal oxide surfaces”® focused
on the dependence of the oxide type, temperature, O, plasma
power, pressure and process time. The thickness of the
oxide layer obtained at low pressures (0.1Pa) is approxi-
mately one monolayer. Over the past three decades, there
have been a many studies on ZnO thin film, but there are still
two major issues, which are very important to make it an
ideal candidate to be used in the microelectronics industry.
The first is that the high quality and high performance ZnO
thin film deposition is carried out at low temperatures and
the second is the difficulty in achieving ultra low thickness
to shrink the size of electronics devices. Low deposition
temperature and ultra low thickness are essential for depo-
sition on inexpensive transparent substrates such as glass
and plastic. ZnO is an ideal semiconductor material using in
TFT device applications, which possess a higher mobility
than amorphous silicon and lower deposition temperatures
than polycrystalline silicon. Moreover, the wide band gap
of ZnO leads to a desirable level of driving individual pixels
in liquid crystal display (LCD) and organic light emitting
diode (OLED).>!?

The purpose of the work reported here is to give a detailed
account of the deposition of ultra thin ZnO films to be used
in TFT applications using zinc-acetate sol-gel solution by
spin coating techniques. The effect of O, plasma treatment
on the surfaces and interfaces was characterized by a solu-
tion processed active channel layer from ultra thin ZnO
films. The time induced ZnO oxidation processes occurred at
room temperature on a silicon substrate when treated with
O, plasma power and their effects on the as deposited film
were studied in details by X-ray photospectroscopy (XPS)
analysis and the changes in electrical performance of the
ZnO-TFTs. The results suggest the chemical and ballistic
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effects are involved in this process to enhance the per-
formance of ZnO ultra thin film transistors. The charge
carrier density throughout ZnO films influenced by the O,
plasma system showed a strong impact on the electrical
measurements of TFTs, which was expected due to the
enhanced surface and interface effects.

Prior to the deposition process, a p-type silicon (p-Si)
wafer was exposed to O, plasma for 1min to enhance
the hydrophilicity of a wafer. The 100-nm-thick SiO, as
a gate dielectric layer was deposited on a wafer by using
a horizontal furnace. The 0.05M zinc-acetate solution
was prepared by dissolving zinc-acetate dehydrate
[Zn(CH3COO), -2H,0] into ethanol (C,HsOH, 10 mL). The
formulated solution was rigorously stirred for at least 2h
at room temperature. The zinc-acetate sol-gel solution
was then spin coated on a SiO,/p-Si substrate at a speed
of 500rpm for 30s and then 1000rpm for 30s. After the
two-steps spin-coating process, as deposited samples were
treated with O, plasma from 1 to 5Smin, which supplied
the plasma power of 18 W. These plasma treated films were
also annealed at a temperature 300 °C for 1h under normal
environmental conditions. The surface morphology of the
ZnO films on p-Si wafers was evaluated using atomic force
microscopy (AFM), a Digital Instruments Nanoscope D-
5000, at a scan size of 1 um and a scan rate of 1Hz. The
thickness of ZnO ultrathin films was measured by transmis-
sion electron microscopy (TEM) image analysis. To fabri-
cate the ZnO-TFT a shadow mask for source and drain
contacts was used onto the deposited ZnO film over SiO,/
p-Si for TFT applications. The channel length (L) and width
(W) between Al electrodes were 70 and 2000 um, respec-
tively. Similarly, the 300-nm-thick Al gate electrodes, on the
backside of the substrate, were also deposited by a thermal
evaporator system. Electrical measurements for ZnO-TFTs
were performed using an Agilent 4156 probe station.

Figure 1(a) illustrates the expected three-step reaction of
(1) hydrolysis, (ii) condensation, and (iii) O, plasma surface
ion interaction to obtain an appropriate ZnO surface over
the SiO,/p-Si substrate. To clarify the mechanism of the
improvement in this surface modification, the chemical
structure of the as deposited and the plasma treated ZnO
films were further investigated by XPS which appeared in
details elsewhere in this text. This shows the successive
removal of the hydroxide layer with the plasma treatment
and is in good agreement with the results reported by Huang
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Fig. 1.

(a) Schematic representation of the O, plasma growth mechanism
for sol-gel-derived spin-coated as deposited ZnO film and (b) AFM images
(scale: 1 um) of the ZnO films with oxygen plasma treatment for 0-5 min.

et al.'’ The increase in the O-Zn bonding also shows
the filling up of near surface oxygen vacancies, which
are considered to be the main contributors to the shallow
electron donor states. The root mean square (rms) surface
roughness from AFM images for samples treated with O,
plasma for 0-5 min shown in Fig. 1(b); which is between
1.0 and 1.8 nm. These AFM results revealed that the ZnO
films treated with O, plasma from 0-3 min showed good
quality with a large surface area, smooth, crack-free mor-
phology, and a uniform ZnO film surface. It was pointed
out from the results that the O, plasma treatment for 4 to
5min or above time degrades the film quality and seriously
affects the ZnO film surface, which degrades the perfor-
mance while using it in TFT device application. The
roughness and grain size of ZnO films slightly increased to
about 1nm but the post annealing ambient has no further
significant effect on the morphology except the passivation
of the film surface.

The next step towards the determining the effect of
O, plasma techniques on ZnO films by making a device
configuration of the designed bottom-gate and top-contact
ZnO-TFTs. For the investigation of the charge transport
properties for our ZnO thin film, we chose the TFT device
configuration shown in Fig. 2(a). This was also used to
determine the effect on charge carrier mobility due to the
variation in charge carrier density of ZnO films. Figure 2(b)
shows a cross-sectional TEM image of the ZnO/SiO,
structures. The average thickness of the ZnO film was
estimated to be about 5.0 nm for the sample treated with O,
plasma for 0—5 min. The TEM image indicates the solution-
derived semiconductor layer consists of only a 4.5-nm-thick
ZnO film, which acts as an active semiconductor layer in
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Fig. 2. (a) Schematic configuration of ZnO-based TFT structure, (b) cross-

sectional TEM image of ZnO layer of 4.5 nm thickness, (c) transfer
(Ips—Vgs) characteristics measured at a constant Vpg = 5V for O, plasma-
treated ZnO films as channel layer at different times from 0-5 min, and
(d) possible model of O, plasma for the threshold voltage shift depending
on O, ratio.

Table I. Summary of various electrical parameters of ZnO-TFTs treated at
different O, plasma processing times from O to 5 min.

Plasma-treatment Carrier
(‘I;“i‘:l’) (e I\L/s_atl 1) con(c:;?lt_r;l)tion (\l,h) Lon/ Logt ratio
0 0.06 42 x10"% 12 1.1 x 10°
1 0.045 3.9 x 10" 82 3.6x10°
2 0.032 1.2 x 10" 9 2.1 x 10°
3 0.022 4.3 x 10" 93 1.2x 107
4 0.027 5.1 x 108 95 1.4x10°
5 0.032 6.8x10"% 11.8 1.4 x10*

the TFT-device application for a sample treated with O,
plasma for 3 min only. It was pointed out that the O, plasma
affect the thickness of ZnO films for various times, when
the thickness of ZnO is sufficiently thin, thus O, plasma
showed the small change in thicknesses rather than a
dramatic change. Definitely it is reduced toward lower
side between 6.1 and 3.8 nm for ZnO film treated with O,
plasma treatment time for O to 5min. Figure 2(c) shows
the transfer characteristics of the plasma-treated ZnO-TFTs.
The I/l ratio is 10° in the case of the as deposited
(Omin) sample. The I,,/ I ratio increases continually as a
function of plasma-treated time. In addition, the off-state
leakage currents (/o) of the plasma-treated ZnO-TFTs show
significant improvement from 5.6 x 107! to 7.6 x 10713 A,
However, the degradation of I implies crucial changes in
carrier concentration and distribution after oxygen plasma
treatment for 3 min. The I, was raised by more than two
orders of magnitude during the treatment time from 3 to
Smin. To help understand the performance of ZnO-TFTs
with various O, plasma-treatment times, the extracted TFT
parameters are listed in Table I. The threshold voltage (Vi)
is extracted from the (Ipg)!/? versus Vg plot. The saturation
mobility (ug,) for ZnO-TFTs were calculated from the
transfer curve [Fig. 2(c)] using the equation'”

© 2013 The Japan Society of Applied Physics
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Ips = L (Vas — V)%, (1

where C; is the capacitance per unit area of the gate dielec-
tric, W and L are the channel width and length, respectively,
Vs is the gate-source bias, and Vj, is the threshold voltage.
As shown in Table I, the as-deposited (0 min) ZnO-TFTs
showed a saturation mobility, threshold voltage, and I,/ Lot
ratio of 0.06cm? V~'s~!, 12V, and 1.1 x 10, respectively.
However, the device with ZnO-TFTs treated by O, plasma
for 3 min showed a saturation mobility of 0.022 cm?V-ig 1
which is almost three-times lower than the mobility of the
device with as-deposited ZnO-TFTs. Similar decreases in
I and Vi, were obtained for the devices with plasma
treatment for up to 3 min. Here, we have found some unusual
differences in the electrical properties of ZnO-TFTs for low-
plasma-powered devices. Thus, we design a possible model
of O, plasma for the threshold voltage shift depending on
O, ratio, as shown in Fig. 2(d), and further studied this effect
by XPS analysis. The properties of ZnO-TFTs were highly
influenced by oxygen ions in their O, plasma surface
interaction, which may be because oxygen vacancies provide
the necessary free carriers for electrical conduction. Oxygen
vacancies could be easily generated inside the oxides.'®
The result in instance with the microstructural and elec-
trical characterization, which indicates the plasma treatment
efficiently, suppresses the chemisorptions (i.e., oxygen
deficiency) on surface and the oxygen vacancies in ZnO.
Therefore results in major reduction of the chemisorptions
effects and the dark (leakage) current.

This effect can also be interpreted by the adsorption of
active oxygen ions with a highly electronegative effect on
the depletion layer in the ZnO film.'* The carrier mobilities
of ZnO-TFTs have been used to calculate the charge carrier
density using the equation'

IpsL

n=——— 2
qVDS Msat wd

where n is the carrier concentration, Ips is the measured
drain current at Vpg, L is the channel length, W is the
channel width, d is the gate insulator thickness, g is the
electron charge, and p,, is the carrier mobility. The carrier
concentrations for ZnO thin films were calculated as follows
4.2 x 10" cm™3 for the O-min-treated sample, 3.9 x 10'7
cm~3 for the 1-min-treated sample, 1.2 x 10'8 cm™ for the
2-min-treated sample, 4.3 x 10'8 cm™ for the 3-min-treated
sample, 5.1 x 10'® cm™3 for the 4-min-treated sample, and
6.8 x 10'® cm =3 for the 5-min-treated sample. The resulting
charge carrier concentration is decreased after 0 min plasma
treatment and further increased slightly for longer plasma
treatment times. This increment in carrier concentration may
be expected due to desorption of negatively charged oxygen
species, which increases oxygen vacancies or interstitial zinc
atoms. The magnitude of the variation of Vi, gradually
decreased as the standing period increased until it finally
reached a steady state value. The resulting carrier concen-
trations decreased with increasing O, ratio. This is because
the oxygen vacancies compensated by O, make the channel
layer less conductive in supplying free electron carriers
to the conduction band. In other words, a higher O, ratio
induces a lower density of oxygen vacancies that usually act
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Fig. 3. XPS spectra from the O Is region for ZnO films with O, plasma
treatment for (a) 0, (b) 1, (c) 2, (d) 3, (e) 4, and (f) 5 min.

as shallow donors. The remaining donor electrons after
compensating for the acceptors contribute to channel mobile
carriers in the ZnO channel layer. Thus, the density of the
remaining electrons of the deposited ZnO film should be
lower in a high O, ratio for longer O, plasma treatment
time (3—5 min) than in a low O, ratio (i.e., short O, plasma
treatment time).m) Moreover, the interaction among the O,
plasma surface ions and oxygen vacancies influences the
carrier concentration in a positive way. The ZnO-based
TFTs with a higher O, ratio showed the decrease of oxygen
deficiencies, which can be clearly explained by observing
the binding energy change of the O 1s peak.

Figures 3(a)-3(f) reveal the XPS data that indicate that
the O 1s peak in the ZnO surface can be consistently fitted
by three Gaussians, centered at 532.4 (Oy), 531.2 (Oyy), and
530.4eV (Oyy). The fitted peaks indicate that each resolved
component has a full width at half maximum (FWHM)
lower than 2.1 eV. The high binding energy component (Oy)
located at 532.4eV is usually attributed to the presence of
loosely bound oxygen on the ZnO surface, such as —COs,
adsorbed H,0, and adsorbed O,.'” It was also observed that
the Oy increased after the ZnO film was treated with O,
plasma for 1 min. This result implied that the O, plasma
treatment results in the accumulation of absorbed oxygen
ions on the ZnO surface by increasing treatment time. The
medium binding energy component (Oy), centered at 531.2
eV, is associated with the oxygen deficient regions within
the matrix of ZnO.'"® The intensity changes of the com-
ponent Oy can be connected with the variations in the
concentration of oxygen vacancies. In addition, Oy-related
oxygen vacancies provide free electrons in the active
channel layers of ZnO TFTs. It was also mentioned that
the intensity of Oy in part to the oxygen vacancies was
reduced by O, plasma treatment for 3 min. The low binding

© 2013 The Japan Society of Applied Physics
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Fig. 4. Dependence of the intensity ratio of (a) high component (Oy) and
(b) medium component (Oy;) to total intensity (Oy,r) On treatment time for
ZnO films.

energy component (Opy) of the O 1s spectrum at 530.4eV is
attributed to O>~ ions on the wurtzite structure of hexagonal
Zn** ion array. The intensity of Opy is a measure of the
amount of oxygen atoms in a fully oxidized stoichiometric
surrounding.

Figures 4(a) and 4(b) provide the significant evidence to
present and explain how the plasma-induced active oxygen
ions affect the electric properties of ZnO-TFTs. Figure 4(a)
reveals that the relative intensity of Oj increases continu-
ously with plasma-treated time from 0 to 3 min, which
indicates the obvious collection of the oxygen chemical state
on the ZnO surface. However, the relative intensity of Oy
reverses after 3 min because the active oxygen ions reacted
with residual hydrocarbon in the ZnO film.'” Figure 4(b)
shows that the relative intensity of Oy decreases obviously
with increasing plasma-treatment time up to 3min. The
plasma treatment causes Oy-related oxygen vacancies to
decrease, resulting in the suppression of the oxygen
vacancies and improvement of carrier scattering in ZnO
films. This phenomenon can also be explained by the effect
of the reduction of the off-current on electric properties
[as shown in Fig. 2(c)] attributed to a suppression of charge
carriers by oxygen plasma treatment from 0 to 3 min.
More likely, the reduction of charge carriers is caused by
the adsorption of active oxygen ions on the surface of
ZnO film.?” Plasma-induced active oxygen ions are highly
electronegative, which affect the depletion layer in the ZnO
film and the free charge carrier density is thereby reduced.
The relative intensity of Oy significantly increases after
plasma treatment for 3min. This effect implies that the
active oxygen ions react with residual hydrocarbon. There-
fore, the increase in the number of the oxygen vacancies can
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be explained mainly by the oxidation of residual hydro-
carbon sites near the Zn atoms by the active oxygen ions
during oxygen plasma treatment.

We have successfully used the solution-processed method
and the effect of the O, plasma power to fabricate an
ultrathin (4.5-nm-thick) ZnO-TFT device. The O, plasma
showed the effect on these TFT devices, which have been
exhibited the variation in carrier mobility with O, plasma
treatment times ranging from 0 to 5Smin. The transfer
characteristics and XPS analysis confirmed that the solution-
processed ZnO films are affected by various plasma-
treatment times. The ZnO film was treated for 3 min; the
transfer characteristics demonstrate very good electrical
behavior in terms of threshold voltage, saturation mobility,
and on/off current ratio. Moreover, the samples with a
treatment time for 5 min or more time confirm the significant
degradation caused by the active O, ions reacting with
residual hydrocarbon and product excess oxygen vacancies
near the Zn atoms. The effect of the threshold voltage shift
on the ZnO-TFT device was expounded by the dynamic
reaction equilibrium of O, plasma power in the ambient
atmosphere as good for future low-process high-perfor-
mance device applications.
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