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EusS is one of typical ferromagnetic semiconductor using as spin filter in spintronic devices, and the doped one could
be a good spin injector. Herein, we fabricate a spin-functional tunnel junction by epitaxially growing the ferromagnetic
EuS film on Nb-doped SrTiO3. The improvement of Curie temperature up to 35 K is associated with indirect exchange
through additional charge carriers at the interface of EuS/Nb:STO junction. Its magnetic field controlled current—voltage
curves indicate the large magnetoresistance (MR) effect in EuS barriers as a highly spin-polarized injector. The negative
MR is up to 60% in 10-nm EuS/Nb:STO at 4 T and 30 K. The MR is enhanced with increasing thickness of EuS barrier.
The large negative MR effect over a wide temperature range makes this junction into a potential candidate for spintronic

devices.
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1. Introduction

The spintronic technology meets the ever-increasing de-
mand for the faster and lower energy consumption electronic
device during the last decade. In the conventional case, the
spintronic devices are based on two ferromagnetic electrodes
separated by a thin non-magnetic insulating barrier.['-?] The
tunnel current changes depend on relative magnetization ori-
entations in the ferromagnetic electrodes. However, due to
the low spin polarized currents of this construction, it is dif-
ficult to obtain high-performance devices with full spin polar-
ization degree.l¥! An alternative approach is combining with
ferromagnetic insulating materials though spin filtering effect.
A ferromagnetic insulating barrier as spin filter provides two
different tunnel barrier heights.*3 When unpolarized elec-
trons across such a tunnel barrier, spin-up and spin-down elec-
trons will cross with different probabilities, thus the transient
current changes to be spin-polarized.!®) Since the tunneling
probability is exponentially dependent on the barrier height, a
spin-filter tunneling junction generates a highly spin-polarized
current, 14!

The ferromagnetic semiconducting europium chalco-
genides EuX (X = O or S) were known as pure Heisenberg fer-
romagnetic with localized spins since discovered in 1962.17:81
The physical characteristics such as magnetic, electronic and
magneto-optic properties had been researched in the 1960s

and 1970s.1"!!! In ferromagnetic phase, divalent Eu in the eu-
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ropium chalcogenide has a half-filled 4f configuration and ex-
hibits a spin polarization close to 100% due to enormous spin
splitting of its conduction band. Owing to large magnetic mo-
ment and tunable charge carrier concentration of the europium
chalcogenides, they have been promising candidates as spin
filter in semiconductor spintronic devices.! 214!

Although the Curie temperature (T;) of EuO (~ 69 K)
is higher than that of EuS (~ 16.8 K),l'% it is difficult to
grow epitaxial single-crystalline EuO films directly on reac-
tive surfaces like silicon.['>] The fabrication of high-quality
EuO tunnel barriers is more complicated than that of EuS, be-
cause Eu, 03 is more stable than EuO in air atmosphere.[1%17]
The continuing attempts to grow EuO/Si heterojunctions are
checked by the presence of large amounts of impurity phases
at the interface. The impurity phases are not only detrimen-
tal to the growth of EuO films, but also prevent spin injection.
The low T; of the stoichiometric insulating EuS limits its ap-
plication in the spintronic device. However, it has been found
that electrons doping and sulfur deficiency can significantly
enhance the 7, of EuS.['8-2%1 Above the T, of EuS barrier, both
spin-up and spin-down electrons experience the same potential
barrier, meanwhile, the barrier height becomes spin-dependent
due to the spin splitting of the conduction band below 7.[*]
Thus, EuS film is suitable for spin filter tunnel barriers and
spin injectors allowing spin injection into semiconductors.

Although the EusS thin film has been shown to be effective
spin filter,1>?!] however, the investigation of the doped EuS

*Project supported by the Strategic Priority Research Program of the Chinese Academy of Sciences (Grant Nos. XDB28000000 and XDB07000000), the
National Key Research and Development Program of China (Grant No. 2016 YFA0300600), and the Fund from the Beijing Municipal Science & Technology

Commission (Grant No. Z191100007219012).
fCorresponding author. E-mail: lyan@iphy.ac.cn
© 2020 Chinese Physical Society and IOP Publishing Ltd

http://iopscience.iop.org/cpb http://cpb.iphy.ac.cn

117503-1


http://dx.doi.org/10.1088/1674-1056/abbbf2
lyan@iphy.ac.cn
http://iopscience.iop.org/cpb
http://cpb.iphy.ac.cn

Chin. Phys. B Vol. 29, No. 11 (2020) 117503

as spin injector is rarely performed. In present work, the com-
bination of a nonmagnetic metal/ferromagnetic insulator and
semiconductor junction was proposed, and EuS was utilized
as the spin injector between Nb-doped SrTiO3 semiconduc-
tor and Pt metal electrode. EuS is the only magnetic element
in this structure without magnetic electrodes, avoiding the de-
couple of two ferromagnetic electrodes and coherent tunnel-
ing. The magnetic field dependence of the tunneling current
through the EuS barrier will cause spin-split due to a Zeeman
exchange. The spin filter phenomenon of this junction was
studied, the tunnel current and MR were also investigated.

2. Experiments

The polycrystal EuS target was prepared from high-purity
(99.95%) EuS powder, the powder was enclosed into quartz
tubes and sintered at 900 °C, then it was re-grained into pow-
ders and pressed into solid disk-like target with 25.4 mm in
diameter and 4 mm in thickness. EuS thin films were grown
on (100) Nb:SrTiO3 (Nb:STO) single crystal substrates with
0.7 wt% Nb by the pulsed laser deposition (PLD) technique
using a 355-nm Nd: YAG solid-state laser. The growth method
could be found in elsewhere.>>?3 The base vacuum pressure
is 8x 1077 Pa. The 10-nm EuS films were grown at 500 °C
with 1 J-cm™2 laser energy density and 5-Hz repetition. Pt top
electrodes about 1x2.5 mm? with the thickness about 30 nm
were deposited on the top of EuS/Nb:STO with a shadow mask
at room temperature, meanwhile, the Pt bottom electrode was
deposited on the back side of Nb:STO substrate. The elec-
tric contact was Ohmic with a contacting resistance less than
10 Q at room temperature. The structure of Pt/EuS/Nb:STO/Pt
junction is shown as in Fig. 1(a).

The crystal orientation of thin films was measured by x-
ray diffraction (XRD) measurement with Cu-Ka radiation.
Magnetic measurements were performed by a superconduct-
ing quantum interference device (SQUID) magnetometer from
Quantum Design. The transport measurements were con-
ducted with a magnetic field paralleling the current direction.
The dependence of current on voltage (/-V) were measured by
four probe method using PPMS. As Nb:STO is an n-type semi-
conductor, positive bias is defined by the current flowing from
top Pt electrode through EuS/Nb:STO to bottom Pt electrode.
Measurements were performed in out-of-plane configurations
in present work.

3. Results and discussion

Figure 1(b) shows the typical x-ray 6—26 scans of 10-nm
EuS thin film grown on (100) Nb:STO substrate. The (002)
and (004) reflections of EuS film is clearly identified. Only
preferred orientation along [00/] direction could be found in
the XRD pattern which indicates the thin film is well c-axis

oriented. In addition, the EDS results confirm the stoichio-
metric EuS films in all junctions, ruling out the unintended

doping.
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Fig. 1. (a) The cross-section structure of the EuS/Nb:STO junction; (b) the
typical XRD pattern of EuS thin film grown on Nb:STO (100) substrate.

As shown in Fig. 2(a), magnetization hysteresis loop of
EuS/Nb:STO junction is observed in magnetic measurement
with the in-plane magnetic field. The magnetic field sweeps
from 0.1 T to —0.1 T and then rise to 0.1 T, the magnetiza-
tion of the EuS layer is saturated at the coercive field 66.5 Oe
(1 0e=79.5775 A-m~"), indicating the ferromagnetic prop-

erty.
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Fig. 2. (a) The in-plane magnetization hysteresis loops of the EuS

(10 nm)/Nb:STO junction measured at 2 K; (b) temperature dependences
of the normalized magnetization of epitaxial EuS films grown on Nb:STO
and STO substrates, respectively, recorded for magnetic field 3-mT applied
parallel to the film surface.
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The transition temperature of dependent magnetization is
detected from the normalized magnetic moment as a function
of temperature using the low-field method,* as shown in
Fig. 2(b). The ferromagnetic transition is observed in M—T
curve, where, above 35 K, the EuS film shows a Curie—Weiss-
type paramagnetism. The higher 7; indicates the presence of
free carrier. The magnetic and transport properties of EuS thin
films are strongly depend on the preparation conditions, such
as growth temperature, and various substrates.?>>] Some
EusS films grown on undoped STO substrates under the same
condition are control samples. The transition temperature of
the EuS/STO is about 16.8 K, in agreement with the one ob-
served in the bulk EuS. In addition, the insulting EuS/STO
junctions confirms the stoichiometric EuS thin films at our
grown conditions. Comparing with the M-T curve of EuS
grown on STO, the broadening of the ferromagnetic transition
and an enhancement of 7; of EuS/Nb:STO are observed, and
this trend is similar to the effects of extrinsic doping in the
films. The reason of the enhancement of the 7; maybe asso-
ciated with indirect exchange through additional charge carri-
ers, which are created at the interface between EuS film and
Nb:STO. [20:22,25.26]

The I-V characteristics of the Pt/EuS/Nb:STO/Pt tunnel-
ing junctions recorded in zero applied field at various temper-
atures is shown in Fig. 3(a). Below the T; (T < 35 K), the
excess current through the EuS/Nb:STO junction is nonlinear
with the applied voltage, which is the typical feature for tun-
neling of junction.?”! The asymmetry of the I-V curves shows
that Nb:STO acts as a metal and EuS as a semiconductor in
the junction, the tunnel current with applied positive voltage
is smaller than that with applied negative voltage. The carrier
injects across the interface barrier, which is consistent with
the metallic conductivity of the substrate and the theoretical
band structure of EuS. The /-V curves shift to the low bias
voltage with the decreasing temperature. This temperature de-
pendence of the I-V characteristics is a manifestation of the
effect of a reduction in Schottky barrier height brought about
by the strong Zeeman splitting of the conduction band below
35 K.1%1 Unlike the conventional junction, the spin-dependent
current is always in parallel alignment when external magnetic
field applied. The tunnel current is almost symmetry as ap-
plying magnetic field at 30 K (as shown in Fig. 3(b)). Com-
pared with the EuS/Al,O3 junctions,! the junction resistance
is quite low because of the additional charge carriers, and show
the negative magnetoresistance (MR) effect in low bias volt-
age. The MR of the junction arise from the Zeeman effect due
to the spin dependence of the Schottky barrier, therefore, the
Schottky barrier height is influenced by the external applied
field.
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Fig. 3. (a) I-V characteristics of EuS/Nb:STO in zero magnetic field at vari-
ous temperature; (b) /-V characteristics of EuS/Nb:STO in various magnetic
field at 30 K.

The temperature dependence of the junction resistance
(Ry) also showed the effect of EuS barrier as spin injector and
spin detector. The resistance measurement can show not only
the value of T¢, but demonstrate the influence of temperature
and magnetic field on the electronic structure of EuS/Nb:STO.
As expected for a tunnel junction with a semiconducting bar-
rier, Ry increases as the temperature decreases. When the tem-
perature is below the T;. of EuS, lowering of the tunnel barrier
height for spin-up electrons due to exchange splitting of the
conduction band results in a significant decrease of Ry with
decreasing temperature. Figure 4(a) presents the temperature
dependence of the resistance of the heterojunction in differ-
ent external fields. The resistance of this junction exhibits
semiconducting behavior as temperature decreasing firstly and
change to metal-like below 36 K in the zero external magnetic
field, which is constant with the M(T) curve in Fig. 2(b), in-
dicates the ferromagnetic transition at 36 K. The peak in re-
sistance near 7; is well known from the studies on europium
chalcogenides,?®! the maximum is caused by charge carriers
spin scattering on the critical magnetic fluctuations, the quali-
tatively model is given by de Gennes and Friedel,?*! this scat-
tering decreases the mobility of the electrons which participate
in band conduction. As the external magnetic field increasing,
the transition shifts toward higher temperature as well as the
resistance decrease. Namely, the resistance is influenced by
the magnetic field, the magnetic field moves the maximum of
R(T) towards higher temperatures, reduces the magnitude of
the resistivity peak, and broadens the peak with magnetic field
raising from 0.1 T to 4 T. The large decrease in Ry caused by
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the application of magnetic field near 7, maybe due largely to
a field-induced increase in the mobility, which is confirmed in
Fig. 3(b). Additionally, R; decreases as temperature increases
consistent with tunnel transport at temperature above T¢.

about 30 K this MR steadily increases with increasing temper-
ature, and is consistent with the spin-filtering behavior. How-
ever, the stoichiometric EuS thin film exhibits insulating prop-
erty at low temperature, thus it unable to measure the resis-
tance due to equipment limit, it is difficult to estimate the con-

50 (a) — 0T tribution of the intrinsic MR of EuS film. The negative MR at
40} — LT 30 K experiences a 60% improvement at 4 T, comparing the
50l i?)) % one without applied field. As seen in Fig. 4(b), the MR effect
c 4T still exists even the temperature is up to 90 K, which enables
< 20t the application of this junction over a wide temperature range.
10k The tunneling effect above 7; can be described by a critical
scattering model,!*?! the short range magnetic fluctuations is
0 B ) ) dominate in a paramagnetic environment, the exchange inter-
0 50 /K 100 150 action between a free carrier and local spin can cause electron
localization into an ferromagnetic droplet'*3! on the scale of
or (b) the lattice spacing in the paramagnetic region. The charge car-
—10r LK rier is accompanied by reorientations of local spins to from its
—201 § K immediate ferromagnetic environment, during the electron in
§ =30} 12 IIE the barrier region can be scattering by magnetic fluctuations
S —40 22K which leads to a remarkable reduction of the carrier mobility,
—50} and thus the resistance is proportional to the amount of this
—60 | 30 K scattering.
T 20 o 2.0 1.0 104
B/T 45 nm (=)
Fig. 4. (a) The temperature dependence of resistivity of 10-nm EuS/Nb:STO 103 L
junction measured in various magnetic field, the sharp decrease of R in-
dicates t.he on§et of ferromagneti.c transition; (t.)) magnetores.istance of the o , 24 nm
EuS/Nb:STO junction as a function of magnetic field at various tempera- < 10%F
ture; the hysteretic behavior displayed at 7 = 8 K. & m
To get further insight into the negative MR effect in this 107
heterojunction, the MR as a function of magnetic field for var- 100 L . .
ious temperature is shown in Fig. 4(b), the MR calculations 0 50 /K 100 150
has been defined as
of (b)
MR = [R(B) — R(0)]/R(0) x 100%, o0l
where R(B) and R(0) are the resistance in presence and in § —40F 10 nm
absence of external magnetic field respectively. The MR ef- g _eolk
fect is not related with spin—orbit interaction arising from Pt 24 nin
electrode.*” Similar to the MR results obtained at 4.2 K in —80r 45 nm
bulk EuS material,*8] a butterfly shape of negative hysteretic —100 5010
MR is observed at 8 K. At 8 K, the magnetizations are not satu- B/T

rated for sufficiently high field (~ 4 T), the hysteretic behavior
disappears at 30 K. In low-field magnetoresistance, the hys-
teretic effect arises from various anisotropies (magnetocrys-
talline anisotropy, anisotropic magnetoresistance, and colossal
magnetoresistance).*!] The high-field hysteretic effect is also
observed in EuS film grown on GaAs, but the origin of it is still
unclear. The hysteresis of Hall effect of EuS bulk reported by
Shapira ez al.'?®) was observed in Eu-rich samples at H < 8.5 T
and was proportional to H (H > 8.5 T), indicating the hystere-
sis relates to the changes in Hall carrier concentration. Below

Fig. 5. (a) R-T curve and (b) magnetoresistance (at 30 K) of the junction
with EuS barrier of 10 nm, 24 nm, and 45 nm.

It is well known the barrier height at fixed temperature
is constant. However, the spin filtering of EuS is relevant to
exchange splitting to filter spins, thus, a larger exchange split-
ting of the condition band should be expected in thicker EuS
barrier.!'* The Ry increases with increasing EuS barrier thick-
ness. It indicates the origins of charge carriers is mostly from
EuS/Nb:STO interface. With the EuS layer up to 45 nm, the
Ry is up to 3.7 kQ at zero-field, as shown in Fig. 5(a). It is
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also observed the transition temperature slightly improved for
the sample with the thicker EuS barrier. This is the general

behavior of ferromagnetic films, observed by Santos et al.!'4]

1.4 This trend is caused by the lower coor-

and Muller et a
dination of the Eu?" ions at the interfaces, such that the in-
creasing atomic surface-to-volume ration for the thinner films
leads to weaker exchange interactions. The data for MR ratio
depends on EuS barrier thickness shown in Fig. 5(b), the MR
ratio increases monotonically as EuS barrier increases. The
junction conductance is reduced with EuS barrier thickness in-
creasing, the tunneling process could be simplified into a qual-
itative model of a free-electron incident on a square barrier of
height and thickness d,>33%! thus a large magnetoresistance
that increases with barrier thickness is predicted. The MR ratio
reaches to 95% at 30 K with 45-nm EuS barrier, meanwhile,
the resistance drops abruptly in low-field range from O T to
1T

4. Conclusions

In conclusion, we observed that the single crystal EuS
films grown on Nb:STO leads to good magnetic and trans-
port properties of the barrier layer. A paramagnetism-to-
ferromagnetism temperature is improved as high as 35 K due
to additional charge carriers doping in the interface of junc-
tion. In this junction, a large magnetoresistance is observed in
a wide temperature region. The large negative MR may be at-
tributed to the spin-filter characteristics of the interfacial EuS
layer below T; and electron scattering by magnetic fluctuations
above T.. The MR ratio is 60% at 30 K, and even 13% at 90 K
in EuS (10 nm)/Nb:STO. The MR ratio could be enhanced to
95% with EuS layer thickness increases to 45 nm. Thus, the
EuS/Nb:STO semiconductor junction is powerful for consid-
ering as a high efficiency spin injector and spin detector in
spintronic devices.
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