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About 300 nm-thick ZHOA37A10A05N10A070, ZnoAg3A10A05Ni0A1]O and Zn0‘31A10A04NiO'15O films were deposited on
glass substrates at 300 K by co-sputtering ZnO:Al and Ni targets. The films were annealed in vacuum at 673 K
for 2 h under a magnetic field of 4.8 x 10* A/m applied along the film plane and then were cooled down to
room temperature without magnetic field. All the films have a wurtzite structure and consist of thin
columnar grains perpendicular to the substrate. The annealing promotes the (002) orientation growth in the
film growing direction for the Zng g7Alg 0eNig 070 and Zng g3Alg0sNig.110 films as well as the (100) orientation

Keywords:
Niyand Al co-doped Zinc oxide growth for the Zng g1Alp04Nig 150 film. The annealing results in a slight increase in the grain size. A weak Ni
Thin films diffraction peak was detected for the annealed films with high Ni content. The annealing enhances the

room temperature ferromagnetism of the films. A temperature dependence of magnetization confirms
that the Curie temperature is above 400 K for the annealed films. The films magnetically annealed exhibit
an anisotropic magnetization behavior. The annealed Zngg;AlposNipo7O film has the lowest resisti-
vity (8.73x1073Q cm), the highest free electron concentration (1.73 x10?° cm™~3) and Hall mobility (4.16
cm?V~'s71). A temperature dependence of the resistivity from 50 K to 300 K reveals that the carrier
transport mechanism is Mott's variable range hopping in the low temperature range and thermally activated
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band conduction in the high temperature range.
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1. Introduction

ZnO films co-doped with Al and transition metals are important
function materials for optoelectronic and magnetoelectronic applica-
tions. The transition metals generally used are Co and Mn [1-5].
Recently, we have prepared the Ni and Al co-doped ZnO films on glass
substrates by direct current (DC) magnetron co-sputtering [6,7]. The
films had the room temperature ferromagnetism, dependent on the
deposition temperature and the Ni content. Furthermore, the film,
which exhibited the better ferromagnetic behavior, had the relatively
high resistivity. It is a significant work to prepare the Ni and Al co-
doped ZnO films having better electrical and ferromagnetic behaviors
for their potential applications.

Annealing could improve the structural and physical properties of
ZnO films doped with transition metals. Cho et al. [8] heat-treated
CoFe doped ZnO films at 823 K for 10 min by rapid thermal annealing
under vacuum. They found that the rapid thermal annealing led to a
remarked increase in the magnetization and the electron concentra-
tion of the films. Hsu et al. [9] investigated systematically the
annealing effect on structure and magnetism for Co doped ZnO
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films under air, Ar and Ar/H, atmospheres at 523 K. The saturation
magnetization varied drastically for the different annealing processes.
They found that the ferromagnetism of the films was strongly
correlated with the oxygen vacancies in the ZnO lattice. Khare et al.
[10] annealed Zng 9gCog 0,0 films in reducing or oxidizing atmosphere
at 673 K. They observed that the magnetization of the film decreased
after every annealing regardless of reducing or oxidizing atmosphere.
Huang et al. [11] reported that for the Co doped ZnO films annealed in
air the saturation magnetization decreased with increasing annealing
temperature. Liu et al. [12] sputter-deposited Ni doped ZnO films and
heat-treated them by rapid thermal annealing at 1073 K for 10 min in
Ar gas environment. They found that the heat-treatment increased
markedly the magnetization of the films and destroyed the ZnO
crystallinity.

Among many techniques to prepare materials, magnetic field
annealing plays an important role on microstructures and magnetic
properties of the magnetic materials. Harada et al. [13] reported an
effect of magnetic field annealing on grain growth in nanocrystalline
Ni produced by electrodeposition. Chung et al. [ 14] found that Ni tapes
magnetically annealed showed a stronger texture and a better
magnetic domain structure than those annealed without magnetic
field. Coisson et al. [15] prepared 30 nm-thick CosgFesq films on glass
substrates by sputtering and annealed the films under a magnetic field of
100 Oe. They found that the magnetic field annealing affected the
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ferromagnetic behaviors of the films. It has not been reported how
a vacuum magnetic annealing influences structural and physical
properties of the ZnO-based films doped with transition metals. In
the present work, Zn0.37A10_06Ni0_07O, ZHO.ggAI0.0GNio_]]O and
Zng g1Alg.04Nip 150 films are deposited on glass substrates at
300 K by co-sputtering ZnO:Al and Ni targets. Then the films are
annealed in vacuum under a magnetic field applied along the film
plane. The structure of the films is studied using X-ray diffraction
(XRD), atomic force microscopy (AFM) and field emission scanning
electron microscopy (FE-SEM). The magnetic, electrical and
semiconducting properties are measured by using a vibrating
sample magnetometer (VSM) and the van der Pauw method. A
carrier transport mechanism is discussed by measuring the
temperature-dependent resistivity of the films.

2. Experimental procedure

The DC magnetron sputtering system used (KYKY Technology
Development Ltd.), which has two targets inclined at an angle of 45°
to the same substrate, has been described elsewhere in detail [16].
One target was a sintered ceramic ZnO + 2 wt.%Al,03 target (99.99%
in purity) with 50 mm in diameter and the other was a Ni target
(99.99% in purity) with 50 mm in diameter. The distance between the
target and the substrate was about 100 mm. A load-lock chamber was
used to prevent the working chamber from air during changing a
sample. The glass substrates were ultrasonically rinsed in acetone, in
deionized water and in ethanol. About 300 nm-thick Ni and Al co-
doped ZnO films were deposited on glass substrates at 300 K by co-
sputtering under an Ar gas (99.9995% in purity) pressure of 1 Pa.
During the sputter-deposition, the sputtering power applied to the
Zn0 + 2 wt.%Al,05 target was fixed at 200 W and that applied to the
Ni target was respectively adjusted to 10 W, 14 W and 18 W in
order to control the Ni content in the films. According to the energy
dispersive X-ray spectroscopy analysis, the Zngg7Alg ogNig.070,
Zn0_83A10_06Ni0_110 and Zn0,81A10.04Ni0,150 films were obtained.
The deposition rate was about 0.25 nm/s and the deposition time
was 20 min. The substrate holder was rotated using a stepping
motor during deposition in order to obtain a uniformly thick film.
Prior to deposition, the working chamber was evacuated to a
pressure lower than 2x 10~ 4 Pa using a turbo molecular pump.

Magnetic annealing was carried out in vacuum lower than
2x 1073 Pa. After the heat-treatment chamber was evacuated using a
turbo molecular pump, the Ni and Al co-doped ZnO films were heated to
673 K without magnetic field and then were annealed at 673 K for 2 h
under a magnetic field of 4.8x10%A/m applied along the film plane.
Finally, the films were cooled down to room temperature without
magnetic field.

XRD (Rigaku Co.) was used to analyze the crystalline orientation and
the lattice constant of the films. The XRD measurements were
performed in a standard 6-26 scan using a Cu Ko radiation filtered by
a crystal monochromator (wavelength N =0.15417 nm). The X-ray
source was operated at a power of 40 kV x200 mA. Scan speed was
0.1 deg/s and scan step was 0.02° . FE-SEM (Zeiss Co.) was used to
observe the crystalline structure of the films. Surface smoothness and

morphology of the films were investigated using AFM of CSPM5000

(Ben Yuan Ltd.).

Wgnetization curve of the films was measured at room
temperature using VSM (Quantum Design Co.). The magnetic field
was applied along the film plane during the VSM measurement. The
magnetization data of the film were calibrated by subtracting the
signal of the substrate. A temperature dependence of the magnetiza-
tion for the annealed Ni and Al co-doped films was measured from
50 K to 400 K. First, the film was cooled down to 50 K at zero field.
Then the magnetization data were taken with warming up under a
magnetic field of 8.0x10* A/m applied along the film plane. The
warming rate is approximate to 5 K/min. The resistivity and the Hall

coefficient of the films were measured at room temperature using the
van der Pauw method. The carrier concentration and the Hall mobility
were calculated in terms of the resistivity and the Hall coefficient. A
temperature dependence of the resistivity for the films was measured
in the temperature range of 50-300 K (Quantum Design Co.).

3. Results and discussion
3.1. Structure

Fig. 1 shows XRD patterns of the Ni and Al co-doped ZnO films as-
deposited and magnetically annealed. As can be seen from Fig. 1, all the
films have a wurtzite structure. For the as-deposited films, the ZnO(100),
Zn0(002), ZnO(101) and ZnO(110) diffraction peaks are observed. For
the annealed ﬁlmS, the Zn0'37Alo_05Ni0'070 and Zn0'83A10'06Ni0']10 films
mainly show the Zn0O(002) peak and the Zngg;Alg 04Nig 150 film mainly
exhibits the ZnO(100) peak. It indicates that the annealing promotes c-
axis preferential orientation growth for the Zngg;AlgeeNigo;0 and
Zngg3AlgosNig110 films as well as the (100) preferential orientation
growth for the Zngg;Alpo4Nip 150 film. Using the measured XRD peak
intensity, the texture coefficient Y(hkl) of a plane (hkl) for the film can be
given by

I(hKl) / I, (hk])
S (1/N) x [I(hkl) ] I, (hkI)]

Y(hkl) = (1)

where I(hkl) is the measured XRD peak intensity of the plane (hkl) of
the film, I,(hkl) the standard XRD peak intensity of the plane (hkl)
and N the number of the reflection diffraction peak [17]. In this case,
the value of I,(hkl) comes from that of the ZnO bulk [18]. The Y values
of the as-deposited films are summarized in Table 1. As shown in
Table 1, for the as-deposited films the c-axis preferential orientation
in the film growing direction weakens with increasing the Ni content.
It is consistent with the result reported previously [7]. It is considered
that large amounts of Ni atoms as impurity influence a nucleation at
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Fig. 1. XRD patterns of the Ni and Al co-doped ZnO films; (a) Zng g7Alp 0sNio.070 film, as-
deposited, (b) Zngg3AlgosNip110 film, as-deposited, (c) ZnggiAlp.04Nig150 film, as-
deposited, (d) Zngg;Alp 0sNig 070 film, annealed, (e) Zngg3AloosNig.110 film, annealed,
(f) Zngg1Alpp4Nip 150 film, annealed. The standard diffraction pattern of wurtzite
hexagonal ZnO is also shown.
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Table 1

Texture coefficients Y of the as-deposited films.
Film Y(100) Y(002) Y(101) Y(110)
Zng g7Alp,06Nio,070 0.75 1.97 0.81 0.47
Zng g3Alp 06Nip.110 1.66 0.60 0.72 1.02
Zng g1Alp 04Nig 150 1.57 0.58 0.60 1.25

the initial stage of the film growth and incorporate in the growing
films, resulting in a deterioration of the c-axis preferential orientation
of the films. No diffraction peaks of Ni, Al and their oxides are detected
for the as-deposited films. However, the Ni(111) diffraction peak is
observed for the Zno_83A10‘06Ni0‘1 10 and Zn0A81AloA04Ni04150 films
magnetically annealed. The mean crystallite size D of Ni can be
given by Scherrer's equation

_ 0.89\
" Pcosh

2)

where N is the X-ray wavelength (0.15417 nm) and 3 the half-height
width of the X-ray diffraction peak. 0 is the Bragg angle. Using Eq. (2),
according to the p value of the Ni(111) peak, the mean crystallite size
of Ni is calculated to be about 20 nm. It is considered that the Ni nano-
clusters exist in the Ni and Al co-doped ZnO films as-deposited and
annealed although they can't be detected by XRD for the as-deposited
films. We do not exclude the possibility forming the Ni nano-clusters
small enough not to be detected by XRD. The Ni nano-clusters could
exist at the grain boundaries in the polycrystalline films consisting of
fine grains. After the films were magnetically annealed, the Ni nano-
clusters grew and could be detected by XRD. In fact, X-ray
photoelectron spectroscopy has also revealed that the metallic Ni
existed in the Ni and Al co-doped ZnO films [19].

According to the XRD measurements, spacings of the (100),
(002), (101) and (110) planes in the Ni and Al co-doped ZnO films
can be obtained. Then the lattice volume of the films as-deposited
and annealed are calculated and summarized in Table 2. As shown in
Table 2, for the as-deposited Zngg7AlggsNigo70 film, the lattice
volume is smaller than that of the ZnO bulk (47.62x 107> nm) [18].
Ionic radii of A>™ (0.57 A) and Ni>* (0.69 A) are smaller than ionic
radius of Zn?* (0.74 A). Therefore, the substitution of the A** and/
or Ni?" ions for the Zn?™ ions results in the decrease in the
lattice volume of the as-deposited Zngg7Alg.0gNig.07O film. For the
ZnOA83AloA05Nio_1]O and Zn0.31A10_04Ni0A150 ﬁlmS, their lattice volumes
are larger than that of the ZnO bulk. Furthermore, the lattice volume
increases with increasing the Ni content. It suggests that some Ni
and/or Al atoms enter into the interstitial sites of the ZnO lattice. The
lattice volumes of the annealed films shrink compared with the as-
deposited films and are smaller than that of the ZnO bulk. It means
that the interstitial Ni atoms aggregate forming the Ni clusters
during the magnetic annealing process. The Ni clusters could exist at
the grain boundaries for the polycrystalline films. It should be noted
that the Ni(111) diffraction peak from the Ni nano-clusters has been
observed for the Zn0.83A10‘06NiO.11O and ZHOA81A10.04N10.150 films
magnetically annealed.

Fig. 2 shows FE-SEM microphotographs of the Ni and Al co-doped
ZnO films as-deposited and magnetically annealed. As can be seen

Table 2
Lattice volumes of the as-deposited and annealed films.

Film Treatment Lattice volume (x10~ 3 nm?)
Zng7Alo.06Nip.070 As-deposited 47.53
Zng g3Alp osNig 110 As-deposited 47.82
Zng g1Alp,04Nig 150 As-deposited 48.12
Zng g7Alp 0sNig 070 Annealed 47.41
Zng g3Alp 0sNip 110 Annealed 46.96
Zng g1Alp,04Nig 150 Annealed 47.22

from Fig. 2, all the films grow with thin columnar grains perpendicular
to the substrate. Fig. 3 show AFM images of the Ni and Al co-doped
ZnO films as-deposited and magnetically annealed. As shown in Fig. 3,
the grain size of the films slightly decreases with increasing the Ni
content. It is attributed to the impurity effect of Ni on the film
structure. Namely, the more Ni atoms as impurity can lead to a high
nucleation density at the initial stage of the film growth, decreasing
the grain size of the film. The magnetic annealing promotes a slight
growth of the grain size. Root mean square (RMS) roughnesses of the
Zng g7Alo.06Nio.070, Zng g3Al0.06Nig.110 and Zng g1Alo 04Nig 150 films as-
deposited are 4.64+0.1 nm, 4.34+0.1 nm and 5.0 +0.1 nm, respec-
tively. After magnetically annealed, the RMS roughness of the
Zng.g3Alg osNig 110 film doesn't change markedly whereas the rough-
ness of the Zngg7Alg ogNigo70 film decreases to 2.48 +0.07 nm and
that of the Zn0'81A10'04Ni0'150 film increases to 6.0 + 0.2 nm.

3.2. Magnetic properties

Fig. 4 shows magnetization curves of the Ni and Al co-doped ZnO
films as-deposited and magnetically annealed. For the films as-
deposited, the Zngg7Alg0sNig070 film doesn't show any magnetic
behavior whereas the Zn0'83A10_06NiO'110 and an_g1Alo_04Nio'150
films exhibit magnetic hysteresis loops at room temperature,
meaning that they have the room temperature ferromagnetism.
After magnetically annealed, the Zng g7Alg geNio.070 film also has the
room temperature ferromagnetism as shown in Fig. 4. Furthermore,
the magnetic annealing markedly increases the saturation magne-
tization and the coercive force of the films. As a comparison, the Ni
and Al co-doped films were annealed in vacuum at 673 K without
magnetic field and their magnetization curves were measured by
VSM. Fig. 5 shows the magnetization curves of the Ni and Al co-
doped ZnO films annealed without magnetic field. Comparing Fig. 4
with Fig. 5, it can be concluded that the magnetic annealing more
effectively enhances the saturation magnetization of the Ni and Al
co-doped ZnO films relative to the annealing without magnetic field.
In the present work, according to the XRD results, it is believed that
the room temperature ferromagnetism of the films is attributed to
the Ni nano-clusters forming in the films. It has been reported that
for the Co doped ZnO films the room temperature ferromagnetism
originates from the nano-sized Co clusters [20]. It has also been
suggested that the ferromagnetism in the Co doped ZnO bulk is
probably due to small clusters of second phase segregation [21]. For
the as-deposited Zng g7Alg ggNig 070 film, the Ni nano-clusters are too
small to exhibit the room temperature ferromagnetism due to a low
Curie temperature. The Curie temperature of the Ni nanocrystals
decreased with decreasing the nanocrystal size and decreased
dramatically when the nanocrystal size decreased below 10 nm
[22]. For the Ni and Al co-doped ZnO films, the high Ni content and
the magnetic annealing increase the size of the Ni nano-clusters. As a
I'ESUlt, the Zno_sgAlo_osNio_llo and Zn0_31A10_04Ni0_150 films as well as
all the films annealed exhibit the room temperature ferromagne-
tism. The high saturation magnetization, residual magnetization and
coercivity of the Zngg1Alg04Nip 150 film magnetically annealed are
attributed to a good crystallinity of the Ni nano-clusters.

Fig. 6 shows a temperature dependence of the magnetization (M-T
curve) for the Ni and Al co-doped ZnO films magnetically annealed. As
can be seen from Fig. 6, the Curie temperature is above 400 K for the
annealed films. Furthermore, the annealed Zng g1Alg 04Nig 150 film has
the least variation of magnetization with temperature. It has been
reported that nanostructured Ni films with a porous thin columnar
grains exhibited a faster decrease in the saturation magnetization
with temperature and a lower Curie temperature compared with the
films having a good crystallinity [23]. Therefore, it is considered that
the Ni nano-clusters in the ZnggiAlpo4Nip150 film magnetically
annealed have a good crystallinity, resulting in the least variation of
magnetization with temperature.
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300 nm

Fig. 2. FE-SEM microphotographs of the Ni and Al co-doped ZnO films; (a) Zng g7Alo.06Nio.070 film, as-deposited, (b) Zng g3Al0sNio.110 film, as-deposited, (¢) Zngg1Alo.04Nip.150 film,
as-deposited, (d) Zng g7Alp.0eNio.070 film, annealed, (e) Zngg3AlposNip.110 film, annealed, (f) ZnggiAlp.04Nio.150 film, annealed.

Fig. 7 shows the magnetization curves of the Ni and Al co-doped
films magnetically annealed, in which the magnetic field is applied
parallel and perpendicular to the direction of the annealing
magnetic field during the VSM measurements, respectively. As
shown in Fig. 7, all the films exhibit an anisotropic magnetization
behavior. The saturation magnetization and residual magnetization
of the film at a measurement field parallel to the annealing field are
larger than those of the film at a measurement field perpendicular to
the annealing field. It indicates that some magnetic moments align
along the direction of the annealing magnetic field. When the
measurement field is applied along the direction of the annealing
field, all the magnetic moments rotate easily to the direction of the
measurement field. However, when the measurement field is
applied perpendicular to the direction of the annealing field, some
magnetic moments such as those along the annealing magnetic field
could not rotate to the direction of the measurement field.
Therefore, the films exhibit the anisotropic magnetization behavior.
It should be noted that the alignment of magnetic moments is
retained to some extent along the direction of the annealing field
although the films are cooled down to room temperature from 673 K
without magnetic field.

3.3. Electrical properties

All the Ni and Al co-doped films are an n-type semiconductor. The
free electron concentrations, the Hall mobilities and the resistivities
are summarized in Table 3. As shown in Table 3, for the as-deposited
films, the Zngg7AlgsNigo7O film has the highest free electron
concentration. The Hall mobility of the as-deposited films decreases
markedly with increasing the Ni content. The resistivity is propor-
tional to the reciprocal of the product of carrier concentration and Hall
mobility. Therefore, the resistivity of the as-deposited films increases
with increasing the Ni content. The annealing improves mainly the
Hall mobility of the films. Furthermore, the annealing leads to a
remarkable increase in the free electron concentration for the
Zng.g3Alg 06Nig 110 film. Finally, the annealing decreases the resistivity
of the Ni and Al co-doped films. The Zngg7Alp.osNig.o70 film
magnetically annealed has the lowest resistivity (8.73x107>Qcm).

For the ZnO:Al films, Al atoms as donors are substitutively
incorporated at the Zn sites in the ZnO lattice. Generally, it is considered
that Ni?* ions substitute for the Zn?* ions in the Ni-doped ZnO film
because Ni?™ ions are prone to be formed in the oxygen environment
[12,24]. Therefore, the doping of Ni doesn't contribute to the increase in
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Fig. 3. AFM images of the Ni and Al co-doped ZnO films; (a) Zng g7Alp06Nip.070 film, as-deposited, (b) Zng g3Alg0sNip.110 film, as-deposited, (c) Zng g1Alp04Nig 150 film, as-deposited,
(d) Zng g7Alp0Nig 070 film, annealed, (e) Zngg3Alp0sNip.110 film, annealed, (f) ZnggiAlg4Nig 150 film, annealed.

the carrier concentration for the Ni-doped ZnO films. For the Ni and Al
co-doped ZnO films, under the assumption that every substitutive Al
atom provides one free electron, the Al doping efficiency m is given by

where n is the free electron concentration measured. N is the Al
actual concentration in the film when all the AI** ions substitute for
the Zn?" ions in the ZnO lattice. ng is the number of Zn atoms in an
unit cell and is equal to 2. a and ¢, which are determined by the XRD
measurements, are the lattice constants along a-axis and c-axis. N is
the Al actual atomic content. According to Eq. (3), the Al doping
efficiency is calculated. The maximal Al doping efficiency is obtained
to be about 7% for the Zng g;Alg 0Nig 070 film magnetically annealed.
In the present work, the Al doping efficiency is very low. The Al
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Fig. 4. Magnetizition curves of the Ni and Al co-doped ZnO films; (a) Zngg3Alg0Nig.110
film, as-deposited, (b) Zng g;Alp04Nip 150 film, as-deposited, (c) Zng g7Alg0Nip.070 film,
annealed, (d) Zng g3Alg osNio.110 film, annealed, (e) Zng g;Alg04Nig 150 film, annealed.

doping efficiency can be controlled by the competition of the
substitution of Ni** and AI*" ions for the Zn?* ions. As the Ni
content in the films increases, many Ni?* ions occupy the Zn?* sites,
leading to a decrease in the AI>™ ions substituting for the Zn®* ions.
Therefore, the high Ni content lowers the Al doping efficiency and
the free electron concentration in the Ni and Al co-doped ZnO films.
Furthermore, the films grow with thin columnar grains. The Al atoms
not substituting for Zn?" ions in the ZnO lattice can exist at the grain
boundaries and don't play the donor role. On the other hand, for the
films having the high Ni content, some Ni atoms could enter into the
interstitial sites of the ZnO lattice as indicated by the XRD results and
promote a formation of the defects with incomplete atomic bonds.
The Ni interstitial atoms and the defects could form the scattering
centers of free electrons. Therefore, for the as-deposited films the
Hall mobility decreases with increasing the Ni content. When the
films were magnetically annealed, the crystallinity of the films is
improved as indicated by the AFM results and the Ni interstitial
atoms aggregate promoting the growth of the Ni nano-clusters as
indicated by the XRD results. The Ni nano-clusters could exist at the
grain boundaries. It is considered that the annealing decreases the
defects and the Ni interstitial atoms in the films, decreasing the
scattering centers of free electrons. As a result, the annealing enhan-
ces the Hall mobility in the Ni and Al co-doped ZnO films.
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Fig. 5. Magnetizition curves of the Ni and Al co-doped ZnO films annealed without magnetic
field; (a) Zngg7Alo06Nio.070 film, (b) ZnggsAlo0sNi.110 film, (¢) Znog1Alp.04Nig.150 film.
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Fig. 6. M-T curves of the Ni and Al co-doped ZnO films magnetically annealed.

Fig. 8 show a temperature dependence of the resistance for the Ni
and Al co-doped ZnO films as-deposited and magnetically annealed. In
Fig. 8, the resistance Ry at each temperature is normalized to the
resistance Rsgok at 300 K. As can be seen from Fig. 8, the resistivity of
the films decreases with increasing temperature. It exhibits a
semiconducting behavior. For the Al-doped ZnO films, the Zn
interstitial atoms, the O vacancies and the Al substitutive atoms in
the Zn lattice sites contribute to donors [25]. Generally, it is
considered that Ni2* ions substitute for the Zn?* ions in the Ni-
doped ZnO film [12,24] and the doping of Ni doesn't contribute to the
increase in the carrier concentration for the Ni-doped ZnO films.

The scattering mechanism of the carrier might mainly include
ionized impurity scattering, grain boundary scattering and lattice
vibration scattering. The mean free path L of electrons in the films can
be given by [26]

h\ /3n\}
t= (o) (7) @
where n is the free electron concentration and p is the Hall mobility.
h is the Planck constant and e is the elementary charge. Using the n
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Fig. 7. Magnetization curves of the Ni and Al co-doped ZnO films magnetically annealed.
The magnetic field is applied parallel and perpendicular to the direction of the
annealing magnetic field during the VSM measurements.

and pvalues obtained, the mean free path of the electrons is estimated
to be significantly small relative to the grain size of the films.
Therefore, in this case the grain boundary scattering might be
negligible. The carrier mobility p; due to the ionized impurity
scattering for a non-degenerate semiconductor is given by

weeT ! (5)
and that pp due to the lattice vibration scattering is expressed as

ppecT (6)
where T is the absolute temperature [27,28]. For the thermally

activated band conduction, the free electron concentration n can be
given by [29]

AE
n =N exp(— ka*‘> (7)

where Nc is a constant related to the material and AE, is the activation
energy. k is the Boltzmann constant.

Table 3
Electron concentrations n, Hall mobilities p and resistivities p of the as-deposited and
annealed films.

Film Treatment n (cm—3) pu(ecm?/Vs) p (Qcm)
Znog7AloosNioo70  As-deposited  1.50x10%°  2.70 1.54x 10~ 2
ZnogsAloosNip110  As-deposited 24x10'"® 020 15.5
Znog1AlogsNig 50 As-deposited  4.26x10'®  0.06 189

Zng g7Alp 06Nig 070 Annealed 1.73x10%° 4.16 8.73x1073
Znog3AlooeNip 110 Annealed 127x10%° 318 1.6x10~2
Zngs1AloosNip1s0  Annealed 235x10"® 120 223
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Fig. 8. Temperature dependence of the resistance for the Ni and Al co-doped ZnO films as-
deposited and magnetically annealed. [1: Zngg7AlgosNio070 film, A: Zngg3Alg oeNio.110
film, O: Zngg1Alp04Nig 150 film.

The resistivity is proportional to the reciprocal of the product of
carrier concentration and Hall mobility. First, it is considered that the
free electron mobility is dominated by the ionized impurity scattering.
Using Eqgs. (5) and (7), the resistivity p of the film is expressed as

pocT - exp (%) (8)

On the other hand, it was reported that the conduction mechanism
due to the thermal activation occurred at temperatures over 200 K for
the ZnO: Al films [30] and the ZnO films [28,31]. According to Eq. (8), a
variation of In(pT??) with T~ ! is plotted in Fig. 9. As can be seen from
Fig. 9, for all the films, the plot over 200 K exhibits a well linear
dependence. However, a negative activation energy is obtained in
terms of the slope of the straight line. It indicates that the ionized
impurity scattering could not dominate the free electron transport in
the films. Then, using Eqs. (6) and (7), the resistivity p of the film is
given by

pocT%eXp (%) 9)

Fig. 10a shows a temperature dependence of the resistivity for the
Ni and Al co-doped ZnO films as-deposited and magnetically
annealed, plotted as In(pT~>?) versus T~ '. As can be seen from
Fig. 10a, the plot can't exhibit the linear relationship in the whole
measuring temperature range of 50-300 K, meaning that the free
electron transport is not dominated by the single scattering mechanism.
It is generally considered that the lattice vibration scattering is
predominant at the relatively high temperature. As shown in Fig. 10b, a
good linear dependence having a linearity factor better than 0.995 is
exhibited in the high temperature region. The activation energy is
calculated in terms of the slope of the fitted straight line. The activation
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Fig. 9. Variation of In(pT2) with T~ ! for the Ni and Al co-doped ZnO films. B: Zng g7
Alp osNig 070 film, as-deposited, A: Zngg3AlgosNip 110 film, as-deposited, ®: Zng g1Alp04-
Nig.150 film, as-deposited, [1: Zng g7Alg osNio.070 film, annealed, A: Zng g3Alg osNip.110
film, annealed, O: Zng g;Alg04Nig 150 film, annealed.

Energies for Zl’lo'g7Alo'06Ni0'070, Zno_ggAlo'OGNioj]O and Zn0,g1Alo_04Ni0_150
films as-deposited are 36 meV, 56 meV and 65 meV while those
magnetically annealed are 35 meV, 54 meV and 54 meV, respectively.
Considering the change in the free electron concentration, it can be
said that the activation energy for the thermally activated band
conduction depends on the carrier concentration and the impurity
energy level. An increase in the carrier concentration raises the
Fermi energy to a high level in the energy gap, leading to the
decrease in the activation energy [32]. For the low temperature
region, the plot shown in Fig. 10a also exhibits a good linear
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Fig. 10. Variation of In(pT~3/?) with T~! for the Ni and Al co-doped ZnO
films. W: Zngg;Alp0sNip 070 film, as-deposited, A: ZnggsAlgoeNip110 film, as-deposited,
®: ZnggAlg04Nig 150 film, as-deposited, [1: Zngg;AlgoeNip070 film, annealed,
A Zng g3AlgoeNio.110 film, annealed, O: Zng g;Alp04Nip 150 film, annealed.

dependence. The fitted activation energies are lower than 9 meV and
are very small. It means that a different carrier transport mechanism,
i.e., not thermally activated band conduction, dominates at the low
temperatures for the Ni and Al co-doped ZnO films.

At low temperatures the carrier transport mechanism can be
explained using the variable range hopping (VRH) model proposed by
Mott. The electrons hop between the localized states. These localized
states exist inside the energy distribution region of the impurity level
in the energy gap. The electron hops from the occupied localized state
to the unoccupied one under the favourable condition. In the Mott's
VRH model, a relationship between the conductivity o and the
temperature T is given by [28,30-32]

o= GOT‘% exp {— (%)1 (10)

where 0y and Ty are expressed as

_3¢%vp, _ [N(Ep)|?
% = NG ockT} an
160
Ty = NE) (12)

where vp is the phonon frequency (=103 Hz) at Debye temperature.
N(EE) is the density of the localized electron states at Fermi level. o is
the inverse localization length of wave function associated with the
localized state. Fig. 11 shows a temperature dependence of the
conductivity for the Ni and Al co-doped ZnO films as-deposited and
magnetically annealed, plotted as In(oT'/2) versus T~ /4, As can be
seen from Fig. 11, the plot can't exhibit the linear relationship in the
whole measuring temperature range of 50-300 K. However, it
exhibits a good linear dependence having a linearity factor of 0.998
in the low temperature range. According to Eq. (10), the Ty value is
calculated in terms of the slope of the fitted straight line and the oy
value is obtained by the intercept of the fitted line and the In(0T/?)
axis. The Ty and O values are summarized in Table 4. Using Egs. (11)
and (12), N(Eg) and o are calculated and also listed in Table 4. As
shown in Table 4, the as-deposited Zng g7Alp 0sNig 070 film as well as
the ZH0.37A10A06Nio_070 and ZnoiggAI0.0GNio_“O films magnetically
annealed have the high density of the localized electron state and
the narrow localization length of the wave function. For the Ni and Al
co-doped ZnO films, the high crystallinity results in the high density of
the localized state and the narrow localization length of the wave
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Fig. 11. Variation of In(oT'/?) with T~"* for the Ni and Al co-doped ZnO
films. W: Zngg7AlgosNig.070 film, as-deposited, A: Zngg3AlposNip.110 film, as-
deposited, ®: Zngg;Algp4Nip 150 film, as-deposited, [J: Zngg7AlpeNip 70 film,
annealed, A: ZnggsAlg osNip.110 film, annealed, O: Zng g1Alp04Nig 150 film, annealed.
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Table 4

0y data, Ty data, inverse localization lengths o and the densities of localized states N(Eg) of the as-deposited and annealed films.
Film Treatment 0o (S cm~ 1 K'2) To (K) o (em™ 1) N(Eg)
Zng g7Alp 0sNip 070 As-deposited 6365.2 3512.8 8.5x10° 3.2x10%
Zngg3Alg 06Nig 110 As-deposited 6.0 6565.3 1.1x10* 36x10"2
Zng g1Alp 04Nig 150 As-deposited 9.7 23388.4 3.3x10% 29x10™
Zng g7Alp 06Nip 070 Annealed 7676.8 2000.7 7.7x10° 43x10%
Zngg3Alg 06Nig 110 Annealed 111403 17211.9 3.3x107 3.9x10%
Zng g1Alp 04Nig 150 Annealed 84.1 173143 2.5%x10° 1.7x10"

function. This result is consistent with that reported previously for the
ZnO:Al films [33]. Finally, the carrier transport mechanism in the Ni
and Al co-doped ZnO film is the Mott's variable range hopping in the
low temperature range and the thermally activated band conduction
in the high temperature range.

5. Summary

The Zng g7Alp.06Ni0.070, Zng.g3Alo.06Nio.110 and Zng g1Alp 04Nig.150
films were sputter-deposited on glass substrates at 300 K and then were
annealed in vacuum at 673 K under the magnetic field. All the films have
a wurtzite structure and consist of thin columnar grains perpendicular to
the substrate. The annealing promotes the (002) orientation
growth in the film growing direction for the Zngg;Alg osNig.070
and Zngg3Alg osNig.110 films as well as the (100) orientation
growth for the Zng g1Alp.04Nip.150 film. The annealing results in the
slight increase in the grain size. A weak Ni diffraction peak was
detected for the annealed films with high Ni content. The annealing
enhances the room temperature ferromagnetism of the films. The
Curie temperature is above 400 K for the annealed films. The films
magnetically annealed exhibit the anisotropic magnetization
behavior. The annealed Zngg;AlgosNigo70 film has the lowest
resistivity (8.73 x 107> Qcm), the highest free electron concentra-
tion (1.73 x10%° cm™3) and Hall mobility (4.16 cm?V~'s™ ). The
carrier transport mechanism is Mott's variable range hopping in
the low temperature range and thermally activated band conduc-
tion in the high temperature range.
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