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Intrinsic versus extrinsic ferromagnetism in HfO,_, and Ni:HfO,_, thin films
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We have investigated the possible evolution of an intrinsic stable ferromagnetic moment in oxygen deficient
undoped and magnetically doped HfO,_, thin films grown by reactive molecular beam epitaxy. Neither
oxygen vacancies nor substituted Ni in combination with such vacancies results in an observable magnetic
moment for a broad range of oxygen vacancy concentrations. By combining integral and element specific
magnetization measurements, we show that a fluctuating deposition rate of the magnetic dopant induces extrinsic
ferromagnetism by promoting the formation of metallic clusters. We suggest the element specific measurement of
an induced magnetic moment at the nonmagnetic site as a proof of intrinsic ferromagnetism in diluted magnetic

semiconductors.
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I. INTRODUCTION

During the last decade, diluted magnetic semiconductors
(DMS) have attracted particular interest, as the combination
of semiconducting and ferromagnetic properties would allow a
broad variety of spintronic devices. A vast amount of different
compounds has been investigated in the past, among them III-V
(e.g., GaAs) and II-VI (e.g., CdTe) semiconductors doped
with magnetic elements. (Ga,Mn)As is the most prominent
established DMS, however, the maximum Curie temperature
Tc of about 170 K is still well below room temperature [1].
Ferromagnetism has been reported in many more materials,
such as ZnO and TiO,, but also in perovskite materials [2,3].
In particular, in substituted ZnO and TiO,, ferromagnetic
behavior was reported with T¢ > 300 K [4,5]. Other ex-
amples of materials with reported high-7¢ ferromagnetism
are cerium and magnesium oxide doped with Co [6,7].
The origin and nature of the observed ferromagnetism in a
large amount of compounds is still discussed controversially.
Intrinsic ferromagnetism as established for (Ga,Mn)As is
supposed to be due to charge carrier mediated coupling of
diluted magnetic moments. The second possible origin of
ferromagnetism is extrinsic associated with (nano)clustering
of magnetic impurities. Many experimental reports are based
on magnetometry only, e.g., using a superconducting quantum
interference device (SQUID). However, it is necessary to
combine several methods, in particular, element specific ones,
to unravel the origin of ferromagnetism [8].

HfO, as a possible diluted magnetic semiconductor has the
advantage that it has already found its way into complementary
metal-oxide-semiconductor (CMOS) technology as high-k
dielectric [9]. In addition, it is also currently being investigated
as promising CMOS-compatible material for resistive switch-
ing devices [10-13]. The observation of room-temperature
ferromagnetism in undoped but oxygen deficient hafnium
oxide thin films came as a surprise [14,15]. It was speculated
that hybridization of an oxygen vacancy induced impurity
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band with empty d states of hafnia in combination with
the transfer of a fraction of these electrons into 5d states
results in a polarization of the defect band, accounting for
ferromagnetic coupling [16]. Again, a vivid discussion started
in the community whether the observed ferromagnetism was
of intrinsic or extrinsic origin [17]. Several studies suggested
that only the combination of magnetic dopants such as Mn,
Fe, Co, and Ni together with oxygen vacancies leads to
ferromagnetism [18,19]. Extrinsic ferromagnetism may be due
to surface enrichment as found for Co in ~5 at.% Co-doped
thin films of hafnium oxide, or in the case of Ni doping by
metallic cluster formation [20,21]. Additionally, it was shown
by ab initio density functional theory that Hf vacancies could
be a source of ferromagnetism, forming a high spin state with
an associated moment of about 3.5 ug [22].

In this study, thin films of hafnium oxide have been grown
using reactive molecular beam epitaxy (RMBE) to investigate
separately (i) the role of oxygen vacancies themselves on
magnetism and (ii) the combination of oxygen vacancies with
magnetic Ni doping.

II. EXPERIMENT

‘We have used reactive molecular beam epitaxy by electron-
beam co-evaporation from high-purity Hf metal (99.9%,
MaTecK) and nickel metal (99.995%, Chempur) to synthesize
the thin films. Oxidation was achieved by means of oxygen
radicals supplied by a radical source. In this way, a wide
range of oxidation conditions are achieved simply by varying
the gas flow through the radical source. In sifu rate control
was performed using a quartz crystal microbalance system
with rate-deposition controller. 5x5 and 7x4 mm? c-cut
sapphire substrates were radiantly heated up to 700 °C by
a plate resistance heating system. We have used a mesh to
achieve homogeneous and stable Ni evaporation at very low
deposition rates. Nominal doping concentrations ranged from
4 to 60 at.% Ni with respect to Hf concentration. Structural
characterization of the thin films was carried out using an x-ray
diffractometer with Cu K|, radiation (Rigaku SmartLab, 9 kW)
and a magnetic property measurement system was utilized to
obtain magnetization data (MPMS, Quantum Design). As an

©2014 American Physical Society


http://dx.doi.org/10.1103/PhysRevB.90.134426

ERWIN HILDEBRANDT et al.

important additional investigation tool we have used x-ray
magnetic circular dichroism (XMCD) at beamline ID12 of
the European Synchrotron Radiation Facilities (ESRF) [23].
XMCD allows element specific measurement of magnetic mo-
ments, complementing the information from SQUID probing
the integral moment. We have performed XMCD on Hf for
two reasons: (i) due to the high x-ray energies, the whole thin
film is probed, and (ii) only induced magnetic moments at
the Hf site unambiguously confirm intrinsic magnetization (in
contrast to extrinsic magnetic nanoclusters).

III. RESULTS AND DISCUSSION

A. Oxygen deficient HfO,_, thin films
without magnetic dopants

In order to study the effect of oxygen vacancies on the
magnetic properties of HfO,_, thin films, the oxygen flow rate
supplied to the radical source has been varied from 0.3 sccm
(standard cubic centimeters per minute) to 2.5 sccm, covering
a wide range of x in HfO,_,. A systematic decrease of band
gap by more than 1 eV and an increase of conductivity by
several orders of magnitude has been observed with variation
of oxygen vacancy concentration [24-26]. We have excluded
by secondary ion mass spectroscopy (SIMS) that magnetic
impurities such as Fe, Co, or Ni are present in the hafnium
metal source. As-deposited films were also investigated by
SIMS to exclude cross contamination yielding the same result.
Magnetization data were obtained using a SQUID magnetome-
ter in the range of 6 T at 5 and 300 K. For all samples, a
clean diamagnetic behavior has been observed with no traces of
ferromagnetism, regardless of oxygen vacancy concentration,
and irrespective of measurement temperature. This has been
confirmed by x-ray absorption by measuring the Hf XMCD
signal at the L,3; edges. As shown in Fig. 1, there is no
magnetization at the Hf site observable. Note the extraordinary
low experimental error bar in XMCD intensity of £0.0002.

B. Synthesis and SQUID results of Ni-doped HfO,_, thin films

We have combined the controlled introduction of oxygen
vacancies with the additional magnetic dopant Ni. Figure 2
shows exemplarily the diffraction pattern of a hafnium oxide

220 0.0015
2 x
8 0.0010 £
E15 o)
: ]
S 0.0005 =
210 5}
[7p]
o 0.0000 z
Z 05
s -0.0005

o
o

10740 10760 10780

9560 9580 9600
energy (eV)

FIG. 1. (Color online) Normalized XANES (left-hand axis) and
XMCD (right-hand axis) spectra at Hf L, 5 edges of a typical HfO,_,
thin film recorded at 300 K and under an applied magnetic field of
6 T. The large peak in the XMCD signal is a diffraction peak.
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FIG. 2. (Color online) X-ray diffraction pattern of a hafnium ox-
ide thin film doped with nominally 8 at.% Ni on c-cut sapphire. (Inset)
Variation of d(111) with increasing nominal dopant concentration.
The line is a guide to the eye.

thin film grown on c-cut sapphire with nominal 8 at.% Ni
concentration. Besides the (0006) substrate reflection of Al,O3
at 20 = 41.670°, only the (111) reflection of m-HfO, is
observed at 26 = 28.326°. Parasitic phases such as Ni or NiO
could not be observed by x-ray diffraction in none of the films.
SIMS measurements confirm the physical incorporation of Ni
into the films. With increasing dopant concentration, the (111)
reflection shifts towards higher angles in 26, corresponding
to a shift in d spacing from ~3.15 A for undoped hafnia
to ~3.11 A for nominal 60 at.% Ni dopant concentration
as shown in the inset of Fig. 2. This shift clearly indicates
that the slightly smaller Ni substitutes Hf in the crystal
structure of m-HfO,. With increasing dopant concentration
a new reflection at 260 = 30.011° evolves with increasing
intensity, while the intensity of the (111) reflection of m-HfO,
decreases. The emerging reflection is most likely due to a
tetragonal modification of substituted HfO,, as is the case
for other substitutional elements [27,28]. The Ni solubility in
HfO, is intrinsically limited enhancing the tendency of Ni to
form metallic clusters during sample growth. Another effect
of increased substitution is that {200} reflections of m-HfO,
appear, i.e., the preferential (111) orientation is lost. While it
is not possible to distinguish between substitutional Ni and Ni
cluster formation, it is obvious that a part of Ni substitutes Hf
within HfO, leading to the observed shift in lattice constants.

We have performed SQUID magnetization measurements
for the whole range of oxygen vacancy and Ni doping
concentrations. All measurements with one exception as
discussed in the next paragraph show only diamagnetic
behavior regardless of the dopant concentration. Figure 3(a)
shows the magnetization obtained at 300 K for a typical film
having a doping concentration of 8 at.% Ni. Note that the
diamagnetic contribution of the sapphire substrate has not
been subtracted. The paramagnetic contribution of Ni is too
small to be separable from the large diamagnetic response
of the substrate. Clearly, no ferromagnetic features have been
observed irrespective of dopant concentration, oxygen content,
utilized oxidation species, and deposition temperature.

When the mesh ensuring a stable Ni flow is removed,
the low atomic flow and the restrictions of the feed-back
loop lead to a fluctuating Ni beam. We have used this
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FIG. 3. (Color online) Magnetic moment vs applied field with
magnetic field applied parallel to the film plane for (a) a 27-nm
hafnium oxide thin film doped with 8 at.% Ni grown with stable Ni
rate (diamagnetic background of Al,O; has not been substracted),
and (b) a 50-nm hafnium oxide thin film doped with 8§ at.% Ni grown
under fluctuating rate (diamagnetic contribution of Al,O5; has been
subtracted).

experimental condition to induce a strongly and randomly
inhomogeneous Ni distribution favoring cluster formation.
Figure 3(b) shows corresponding magnetization data obtained
at 300 K for a 50-nm thin film of hafnium oxide grown under
2.0 sccm oxygen flow rate with nominally 8 at.% Ni doping. A
ferromagnetic behavior is observable, however, with extreme
low remanent magnetization and low coercive field (<50 Oe).
The diamagnetic background from the sapphire substrate
has been subtracted. It is evident that fluctuations in the
supply of magnetic dopants enhance strongly the formation of
magnetic clusters. However, a homogenous Ni flow effectively
suppresses extrinsic ferromagnetism.

C. XMCD results on Ni-doped HfO,_, thin films

In case of intrinsic ferromagnetism, the polarized charge
carriers mediating the magnetic coupling definitely would also
induce a magnetic moment at the nonmagnetic site (Hf) via
the exchange path Ni-O-Hf. For example, in the ferrimagnetic
double perovskites Ba,FeReOg and Ca;FeReOg even at the
Ba and Ca sites (exchange path Fe/Re-O-Ba/Ca) a magnetic
moment well above the detection limit has been observed [29].
In the case of Ni:HfO,, the distance between neighboring Ni
and Hf moments is much closer. In contrast, if magnetism
is due to magnetic cluster formation, a measurable magnetic
moment at the Hf site cannot be induced through the incoherent
phase boundary separating the amorphous or nanocrystalline
cluster and the HfO, crystal, and the Ni x-ray absorption
near-edge structure (XANES) should be characteristic for
nickel metal. XMCD measurements have been performed with
samples mounted at 15° grazing incidence geometry. The
magnetic field was applied along the in-plane direction of the
films, as it has been done during SQUID measurements. For
the investigated samples, the L, 3 edges of Hf and the Ni K
edge were probed. Figure 4 shows XANES and XMCD data
of (i) the same sample measured in SQUID [see Fig. 3(b)]
and (i) a sample deposited simultaneously in the same
run but subsequently annealed at 900 °C in oxygen under
atmospheric pressure. As evident from Fig. 4, the XANES
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FIG. 4. (Color online) Ni K-edge XANES spectra (red and blue
diamonds) for as-prepared 8 at.% Ni-doped hafnium oxide thin film
grown under fluctuating rate. XMCD intensity (black curve) for the
as-prepared sample measured at 300 K and 6 T.

spectrum corresponds to nickel metal for the as-prepared
sample, whereas in the annealed sample NiO is identified [30].
Consequently, for the as-prepared sample, a magnetic moment
at the Ni site is observed in XMCD vanishing after annealing
in oxygen resulting in antiferromagnetic NiO. The XMCD
observation underpins the picture that was assumed according
to the growth conditions: Evaporation rate fluctuations lead to
magnetic metallic nanoclusters responsible for the observed
magnetic moments. Since these clusters are not observed in
laboratory x-ray diffraction, we conclude that they are either
amorphous or nanocrystalline and randomly oriented.

To ensure that the observed ferromagnetism is not due to
any intrinsic origin, XANES and XMCD spectra were obtained
at the L, 3 edges of Hf as shown in Fig. 5. From the XANES
and XMCD data, it is evident that no magnetic moment is
located at the hafnium site for both films, as-prepared and post
annealed in air. Thus intrinsic ferromagnetism can be excluded
for Ni:HfO,. We note that the negative proof provided here
cannot rigorously exclude the possibility of ferromagnetism
in Ni doped HfO,. Conversely, we suggest the use of element
specific measurements of induced magnetic moments as an
important tool to provide a positive proof.
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FIG. 5. (Color online) XANES of the L,; edges of Hf for
hafnium oxide thin films grown with fluctuating Ni source, as-
prepared (red) and annealed (blue) measured at 300 K and 6 T. The
inset shows the crystal structure of doped HfO,.
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IV. CONCLUSION

We have investigated the occurrence of possible ferromag-
netism in oxygen deficient undoped and magnetically doped
HfO,_, for a broad range of oxygen vacancy concentrations.
Neither oxygen deficient HfO,_, nor Ni substituted and
oxygen deficient HfO,_, give rise to an intrinsic ferromagnetic
moment at any oxygen vacancy concentration. However, rather
subtle synthesis variations, such as a fluctuating magnetic
dopant source, lead to the formation of magnetic clusters with
a room-temperature ferromagnetic moment. In the case of Ni
doped HfO,_,, this magnetic moment is clearly due to metallic
Ni from amorphous or nanocrystalline clusters, i.e., it is of
extrinsic origin. Only the combination of integral and element

PHYSICAL REVIEW B 90, 134426 (2014)

specific magnetization measurement methods reveals the full
picture of magnetism for the heavily debated oxide diluted
magnetic semiconductors. In particular, the observation of an
induced magnetic moment at the nonmagnetic crystal site (here
Hf) can be considered as a proof of intrinsic ferromagnetism.
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