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Abstract: The control of the spontaneous formation of nanostructures at the surface of thin films is
of strong interest in many different fields, from catalysts to microelectronics, because surface and
interfacial properties may be substantially enhanced. Here, we analyze the formation of nickel oxide
nanocuboids on top of La2Ni1−xMn1+xO6 double perovskite ferromagnetic thin films, epitaxially
grown on SrTiO3 (001) substrates by radio-frequency (RF) magnetron sputtering. We show that,
by annealing the films at high temperature under high oxygen partial pressure, the spontaneous
segregation of nanocuboids is enhanced. The evolution of the structural and magnetic properties of
the films is studied as a function of the annealing treatments at different temperatures. It is shown
that the formation of NiOx nanocuboids leads to a nanostructured film surface with regions of locally
different electrical transport characteristics.

Keywords: ferromagnetic double perovskite; spontaneous formation of NiOx nanocuboids; local
transport properties

1. Introduction

Magnetic insulators have gained renewed interest due to their promising properties
as material platforms with efficient magnetization dynamics [1,2]. In this regard, double
perovskite La2NiMnO6 (LNMO) is one of the most widely studied materials due to its
large magnetodielectric properties and high Curie temperature Tc~280 K [3–5]. For these
reasons, LNMO has been considered as a promising candidate for the development of
magnetoelectronic and spintronic devices and thus, has attracted much attention lately [6,7].
LNMO has a double perovskite structure (A2BB’O6), where Ni and Mn ions ideally occupy
alternatively the B site positions giving place to a rocksalt-type lattice [5]. However, in thin
film form, as occurs in other double perovskite systems, full B-site Ni-Mn cationic ordering
is difficult to achieve [8–11]. In particular, in LNMO system, phase segregation often
occurs and the coexistence of two structural phases is detected at room temperature [12,13],
leading to the observation of two Curie temperatures [14].

To improve the magnetic properties of LNMO samples post-growth annealing pro-
cesses are commonly employed [15–17]. Nonetheless, recent studies report the formation
of the NiO phase impurities in LNMO thin films grown by MBE technique with the post-
growth annealing, with apparently defect-free growth [18,19]. Detailed cross-sectional
high-angle annular dark-field studies revealed an inverted “pyramid-like” shape morphol-
ogy of the NiO precipitate, which progresses from a 2–3 nm base to a ∼10 nm wide mouth
at the film surface [19]. The coexistence of double perovskite and NiO secondary phase
is supported by first principles modeling of growth in oxygen deficient conditions with
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expected dissolution of inclusions during annealing [18]. Nanometer size nickel-oxide pre-
cipitates were also detected during the growth of LaNiO3-LaAlO3 superlattices on SrTiO3
substrate, changing their electronic properties [20]. Similar phase segregation processes
are also observed in other manganite systems with cationic deficiency, strongly affecting
magnetic and transport properties of the materials [21].

In this work, we report on the spontaneous formation of nickel-oxide nanocuboids
at the surface of La2Ni1−xMn1+xO6 thin films, deposited by RF magnetron sputtering
technique. Annealing treatments in oxygen at high temperature (in-situ or ex-situ) after
thin film growth promote the spontaneous formation of NiO nanocuboids giving place to
the formation of a nanostructured surface. The evolution of the structural and magnetic
properties of the films as a function of the annealing temperatures has also been studied. As
expected, the post-annealing processes improve magnetic properties as well as structural
properties, while modifying significantly the local transport properties at the film surface.

2. Materials and Methods

La2Ni1−xMn1+xO6 (LNMO) thin films were fabricated by RF magnetron sputtering
under a total oxygen pressure of 19 Pa at high temperatures (900 ◦C) on top of SrTiO3 (001)
substrates using a stoichiometric La2NiMnO6 target. The mini-MAK from US-INC mag-
netron was 33 mm (1.3 inch) in diameter. The RF power used during thin film deposition
was 40 W. The background pressure of the home-made sputtering chamber is in order of
~10−5 Pa. Electron probe microanalysis revealed Ni-deficiency (x~0.47) in the films [11].
Before deposition, substrates were cleaned in an ultrasonic bath with Milli-Q water and
then annealed at 1000 ◦C in air for 2 h to obtain a clean and smooth TiO2 terminated
surface [22]. Samples with thicknesses, t, of 40 nm < t < 50 nm, as determined by X-ray
reflectivity, were prepared. After film deposition, as-grown samples were annealed (in-situ
or ex-situ) for 1 h under high oxygen partial pressure (PO2~5 × 104 Pa) to optimize the
magnetic properties and oxygen stoichiometry. The evolution of the physical and structural
properties was studied after successive annealing processes at 800 ◦C (Annealed-800 ◦C)
and 900 ◦C (Annealed-900 ◦C) for 1 h of the same LNMO thin film.

The surface morphology of the LNMO film was characterized by scanning electron
microscopy (SEM, QUANTA FEI 200 FEG-ESEM) and atomic force microscopy (AFM, MFP-
3D AFM Asylum Research, Gole, CA, USA) in tapping mode. Structural characterization
was made by means of X-ray diffraction (XRD) and reflectivity techniques (X’Pert MRD-
Panalytical and a Siemens D5000, Malvern Panalytical, Malvern, UK). Reciprocal space
mappings (RSM) were recorded using a Bruker-AXS General Detector Diffraction System
(GADDS) model D8 Advance with a 2D detector. Energy dispersive X-ray analysis (EDX)
has been performed on a FEI Magellan 400 L XHR SEM using an X-Max Ultim Extreme EDX
detector (Oxford Instruments, Abingdon, UK). Transmission electron microscope (TEM)
measurements were made by means of a field emission gun FEI Tecnai F20 microscope at
200 kV with a point-to-point resolution of 0.19 nm. Magnetization measurements were
done using a superconducting quantum interference device (SQUID, Quantum Design,
San Diego, CA, USA). The local electrical response of the films surface was explored by
conductive atomic force microscopy (C-AFM), measurements were performed employing
a MFP-3D microscope from Asylum Research with an Optimized Resistance Conductance
Amplifier (ORCA) module. Diamond doped coated probes (DDESP-FM-V2 from Bruker,
Billerica, MA, USA) were used in both the current maps and the I-V curves to ensure the
stability of the tip during data acquisition. Moreover, these measures were carried out in a
closed chamber with nitrogen atmosphere with the aim of reducing the ambient humidity
and, therefore, avoid possible anodic oxidation effects.

3. Results and Discussion

As evidenced in Figure 1, the surface morphology of a LNMO film, after usual
annealing in-situ process at 900 ◦C, reveals the existence of a nanostructured surface. The
SEM image (Figure 1a) detects uniformly distributed nanocuboids throughout the film
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surface, with nearly square-based, sub-100 nm in size. AFM topography in Figure 1b
confirms the presence of nanocuboids, distributed on top of a flat LNMO surface with
low roughness (rms~0.3 nm). The estimated occupation of the surface is below 15%. The
distribution of nanocuboids size is well described by the log-normal function with the most
probable size of around S0~58 nm and the distribution width of σ~0.23 (see Figure A4 in
Appendix B). The inset of Figure 1b reveals a nanocuboid height of ~12 nm. An interesting
observation is that nanocuboids’ edges are mainly oriented along the [100] direction of the
substrate (note that SEM and AFM images are rotated around 45◦ respect to the substrate
edge during observation).

Nanomaterials 2021, 11, x FOR PEER REVIEW 3 of 13 
 

 

SEM image (Figure 1a) detects uniformly distributed nanocuboids throughout the film 
surface, with nearly square-based, sub-100 nm in size. AFM topography in Figure 1b con-
firms the presence of nanocuboids, distributed on top of a flat LNMO surface with low 
roughness (rms~0.3 nm). The estimated occupation of the surface is below 15%. The dis-
tribution of nanocuboids size is well described by the log-normal function with the most 
probable size of around S0~58 nm and the distribution width of σ~0.23 (see Figure A4 in 
Appendix B). The inset of Figure 1b reveals a nanocuboid height of ~12 nm. An interesting 
observation is that nanocuboids’ edges are mainly oriented along the [100] direction of the 
substrate (note that SEM and AFM images are rotated around 45° respect to the substrate 
edge during observation). 

 
Figure 1. (a) SEM micrographs of LNMO-900 °C with in-situ annealing (thickness, t = 42 nm). Inset 
shows the θ/2θ XRD pattern around 002 bragg peak of the substrate. (b) AFM image of LNMO-
900 °C film with the height profile of one nanocuboid in the inset. (c,d) Small area SEM and EDX 
map at energy of E = 15 eV with the corresponding profile spectra of different elements by X-ray 
spectroscopy analysis in (e). 
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LNMO lattice parameter is considered in pseudocubic notation (abulk = 3.876 Å) [23,24]. 
LNMO films on top of STO (aSTO = 3.905 Å) substrates grow under small tensile strain 
(aLNMO-aSTO)/aSTO × 100% =  −0.74%. The in-plane lattice parameter of the film deter-
mined from the reciprocal space maps, around (103)STO reflection, perfectly matches with 
that of the STO substrate (see Figure A1a in Appendix A). The high resolution θ/2θ X-ray 
diffraction allows identifying the LNMO peak in the proximity of the intense substrate 

Figure 1. (a) SEM micrographs of LNMO-900 ◦C with in-situ annealing (thickness, t = 42 nm). Inset
shows the θ/2θ XRD pattern around 002 bragg peak of the substrate. (b) AFM image of LNMO-
900 ◦C film with the height profile of one nanocuboid in the inset. (c,d) Small area SEM and EDX
map at energy of E = 15 eV with the corresponding profile spectra of different elements by X-ray
spectroscopy analysis in (e).

A deeper insight in the films’ structure was obtained by X-ray diffraction and reflec-
tivity techniques. For simplicity and comparison between the film and the substrate, the
LNMO lattice parameter is considered in pseudocubic notation (abulk = 3.876 Å) [23,24].
LNMO films on top of STO (aSTO = 3.905 Å) substrates grow under small tensile strain
(aLNMO-aSTO)/aSTO ×100% = −0.74%. The in-plane lattice parameter of the film deter-
mined from the reciprocal space maps, around (103)STO reflection, perfectly matches with
that of the STO substrate (see Figure A1a in Appendix A). The high resolution θ/2θ X-ray
diffraction allows identifying the LNMO peak in the proximity of the intense substrate
one (see inset of Figure 1a) with an out-of-plane lattice parameter of a⊥ = 3.877 ± 0.003 Å.
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The estimated LNMO unit cell volume (~59.12 Å3) is very similar to the unit cell volume
of Ni-deficient bulk counterpart (LaNi0.25Mn0.75O3+δ) [12]. A planar view high resolution
TEM (HRTEM) images supports XRD measurements, with a coexistence of domains with
different orientations (Figure A2 in Appendix A).

Information regarding the chemical composition of the nanometric cuboids was
obtained from energy dispersive x-ray (EDX) analysis. A small area SEM image of a
single nanocuboid and the corresponding EDX map obtained at 15 KeV are shown in
Figure 1c,d. The profile spectra of constituent elements (La Lα1, Ni, Mn and O Kα1) in a
single nanocuboid are shown in Figure 1e, indicating the presence of nickel and oxygen.
The presence of La and Mn have been excluded due to the very low detection percentage
(no difference observed along the baseline in Figure 1d). Therefore, semi-quantitative EDX
analysis indicate that the nanometric cuboids formed on top of the LNMO films surface
are Ni-rich phase, most probably NiOx phases, in agreement with recent reports of the
formation of NiOx segregates in LNMO double perovskites [18,19]. In those works, it is
proposed that oxygen deficiency in LNMO films could favors the formation of antisite
defects [23] and NiOx phase segregations [18,19].

To gain a deeper insight into the formation of NiOx nanocuboids, successive annealing
processes at different temperatures are applied ex-situ to a non-annealed as-grown film.
The evolution of the physical and structural properties was followed on the same LNMO
thin film after each annealing process and the changes on the morphology are presented in
Figure 2a–c. SEM (left-hand image) and AFM (right-hand image) micrographs in Figure 2a
of the as-grown LNMO film without annealing process show a flat surface with an average
roughness of rms~0.3 nm. In this case, no signals of segregation were detected.
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line profile of the same LNMO thin film (thickness, t = 48 nm) after different annealing processes:
(a) as-grown film (no-annealing process), (b) annealing at 800 ◦C and (c) annealing at 900 ◦C.

However, after an ex-situ annealing at 800 ◦C, segregated nanostructures appears dis-
tributed through the whole surface as shown in Figure 2b. SEM micrographs revealed the
presence of uniformly distributed small nanoparticles. The corresponding AFM confirms
the presence of these nanoparticles, reflected in a higher value of global surface roughness
(rms~0.45 nm). Log-normal distribution indicates the most probable nanoparticle size of
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around S0~13.5 nm with the distribution width of σ~0.13 (see Figure A5a in Appendix B).
However, the mean-size of nanostructures remains rather small and with a height of few
nanometers ~2 nm (see the line profile in Figure 2b).

Performing further ex-situ annealing process at higher temperatures (900 ◦C) on the
very same LNMO film resulted in an enhancement of the growth of the nanoparticles.
Nanoparticles became larger in-size as shown in Figure 2c). Log-normal distribution reveals
the most probable nanoparticle size of S0~18.5 nm with the distribution width of σ~0.17
(see Figure A5b in Appendix B). The average nanoparticle height increases to around
~5 nm which is also reflected in an increase of the roughness (rms~0.7 nm). Although the
density of nanoparticles appears to decrease by increasing the annealing temperature (from
5.34 × 10−4 nanoparticles/nm2 for Annealed-800 ◦C, to 3.70 × 10−4 nanoparticles/nm2

for Annealed-900 ◦C) the average volume of NiOx at the surface has been estimated to
increase around three times (see Table A2 in Appendix B), thus confirming that annealing
process enhances the segregation.

The effect of different annealing processes on the structural properties of the same
LNMO thin film has been also followed by high resolution XRD scan of the (002) reflection
and the asymmetric RSM around (103) reflection (Figure 3). In Figure 3a, a shoulder could
be distinguished in the proximity of the prominent substrate (0 0 2) peak, which can be
associated to the LNMO peak with an out-of-plane parameter of a⊥ = 3.939 ± 0.002 Å.
At the same time, RSM around (103) reflection of the same film, indicates the position of
the LNMO film just below the substrate peak (right-hand image in Figure 3a), confirming
that the as-grown film is fully strained with the in-plane parameter that mimics the lattice
parameter of underlying substrate (aSTO = 3.905 Å).
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reflection (right) of the same LNMO thin film (thickness, t = 48 nm) after different annealing processes:
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of LNMO peak and the red dotted line indicates the position of the STO peak.

The first annealing process at 800 ◦C (Figure 3b) does not significantly change the
structural parameters. From θ/2θ XRD scans (left-hand image in Figure 3b), the out-of-
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plane lattice parameter is found to decrease to a⊥ = 3.929 ± 0.002 Å, remaining elongated
respect to the corresponding pseudocubic perovskite lattice parameter of bulk LNMO
(abulk = 3.876 Å) [23]. However, under annealing process at 900 ◦C in Figure 3c, the shoul-
der in θ/2θ XRD scan disappears completely and only the substrate peak can be clearly
observed. Nevertheless, the RSM around (103) reflection indicates that the LNMO film
peak is just above the substrate peak corresponding to a slight asymmetry detected in
θ/2θ XRD scan (see arrow in left-hand Figure 3c). While the in-plane lattice parameter
still remains constant (a⊥ = 3.905 ± 0.005 Å), the out-of-plane lattice parameter further
decreases to a⊥ = 3.883 ± 0.001 Å. The variation of the in-plane and the out-of-plane cell
parameters in pseudo-cubic notation after different annealing processes are depicted in
Figure 4a. The in-plane lattice parameters (red dashed line in Figure 4a) match the SrTiO3
lattice parameter indicating that the film remains strained even after various annealing
processes. On the other hand, the out-of-plane lattice parameter (black dashed line in
Figure 4a) decreases progressively towards the LNMO bulk value (blue dashed line).

Nanomaterials 2021, 11, x FOR PEER REVIEW 7 of 13 
 

 

 
Figure 4. (a) Variation of in-plane (red dashed line) and out-of-plane (black dashed line) lattice 
parameters of LNMO film after different ex-situ annealing processes. The blue dashed line repre-
sents the bulk counterpart value [23] and (b) corresponding temperature dependence of in-plane 
magnetization at µ0H = 0.5 T. 

It is worth to note that non-annealed as-grown film has a larger out-of-plane lattice 
parameter than expected and consequentially larger unit cell volume (~60.06 Å3). This 
larger unit cell usually denotes some oxygen deficiency and the presence of Mn3+ [25]. In 
fact, as can be deduced from Figure 4a, the shrinkage of the out-of-plane lattice parameter 
while in-plane parameters remain unchanged results in a reduction of the unit cell volume 
after successive annealing, which is consistent with oxygen incorporation during the an-
nealing processes and the formation of Mn4+, as previously observed in similar manganite 
systems [25–27]. Indeed, as-grown non-annealed film exhibit clearly depressed values of 
Curie temperature (black curve in Figure 4b while Tc is enhanced in annealed films (blue 
and red curves), in agreement with previous observations in the LNMO system [15]. It 
should be noted that we cannot exclude the presence of NiOx segregations inside the film 
matrix and that the presence of NiO secondary phase may also contribute to the increment 
of the out-of-plane lattice parameter in as-grown samples, besides oxygen deficiency. 
These results agree with previous studies showing that annealing processes in oxygen rich 
atmosphere promote an increase of the Curie temperature in La2NiMnO6 films and other 
double perovskites [15,16]. Furthermore, it has been shown that post-growth annealing 
treatments are also effective to reduce the number of antisite defects [17] and to dissolve 
NiO segregations, thus contributing to increase the saturation magnetization [18]. How-
ever, in our case, in spite of a clear improvement of the ferromagnetic properties after 
post-growth annealing (ex-situ or in-situ, see also Figure A1 in Appendix A), nanometric 
nickel-oxide segregations are still present at the LNMO surface. 

It is worth mentioning that Curie temperatures found in our samples although sig-
nificantly improved, are still lower than that found in the bulk counterpart even after ox-
ygen annealing at the highest temperature (900 °C). This could be attributed to the non-
homogeneity of the sample detected by HRTEM (see Figure A2 in Appendix A), that 
causes the formation of NiO secondary phases (as detected from EDX measurements) and 
cationic vacancies, giving rise to octahedral distortions in the film, and thus affecting their 
ferromagnetic properties [28,29]. Moreover, as Ni agglomeration at the surface is larger 
after annealing process it is sound to assume that the Ni deficiency inside the film in-
creases that, as a consequence, could further affect the ferromagnetic transition, as Tc is 
known to decrease when reducing the Ni content [3,12]. In conclusion, the strong struc-
tural strain exerted by the substrate on thin layers clamped to it allows only the contrac-
tion of the out-of-plane cell parameter. Thus, high-temperature annealing in oxygen at-
mosphere promotes a vertical cationic migration (the entry of oxygen ions as well as nickel 
migration towards surface), allowing the formation of nickel-oxide nanoparticles at film 
surface. 

Figure 4. (a) Variation of in-plane (red dashed line) and out-of-plane (black dashed line) lattice
parameters of LNMO film after different ex-situ annealing processes. The blue dashed line repre-
sents the bulk counterpart value [23] and (b) corresponding temperature dependence of in-plane
magnetization at µ0H = 0.5 T.

It is worth to note that non-annealed as-grown film has a larger out-of-plane lattice
parameter than expected and consequentially larger unit cell volume (~60.06 Å3). This
larger unit cell usually denotes some oxygen deficiency and the presence of Mn3+ [25]. In
fact, as can be deduced from Figure 4a, the shrinkage of the out-of-plane lattice param-
eter while in-plane parameters remain unchanged results in a reduction of the unit cell
volume after successive annealing, which is consistent with oxygen incorporation during
the annealing processes and the formation of Mn4+, as previously observed in similar
manganite systems [25–27]. Indeed, as-grown non-annealed film exhibit clearly depressed
values of Curie temperature (black curve in Figure 4b while Tc is enhanced in annealed
films (blue and red curves), in agreement with previous observations in the LNMO sys-
tem [15]. It should be noted that we cannot exclude the presence of NiOx segregations
inside the film matrix and that the presence of NiO secondary phase may also contribute to
the increment of the out-of-plane lattice parameter in as-grown samples, besides oxygen
deficiency. These results agree with previous studies showing that annealing processes in
oxygen rich atmosphere promote an increase of the Curie temperature in La2NiMnO6 films
and other double perovskites [15,16]. Furthermore, it has been shown that post-growth
annealing treatments are also effective to reduce the number of antisite defects [17] and to
dissolve NiO segregations, thus contributing to increase the saturation magnetization [18].
However, in our case, in spite of a clear improvement of the ferromagnetic properties after
post-growth annealing (ex-situ or in-situ, see also Figure A1 in Appendix A), nanometric
nickel-oxide segregations are still present at the LNMO surface.

It is worth mentioning that Curie temperatures found in our samples although sig-
nificantly improved, are still lower than that found in the bulk counterpart even after
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oxygen annealing at the highest temperature (900 ◦C). This could be attributed to the
non-homogeneity of the sample detected by HRTEM (see Figure A2 in Appendix A), that
causes the formation of NiO secondary phases (as detected from EDX measurements) and
cationic vacancies, giving rise to octahedral distortions in the film, and thus affecting their
ferromagnetic properties [28,29]. Moreover, as Ni agglomeration at the surface is larger
after annealing process it is sound to assume that the Ni deficiency inside the film increases
that, as a consequence, could further affect the ferromagnetic transition, as Tc is known to
decrease when reducing the Ni content [3,12]. In conclusion, the strong structural strain
exerted by the substrate on thin layers clamped to it allows only the contraction of the
out-of-plane cell parameter. Thus, high-temperature annealing in oxygen atmosphere
promotes a vertical cationic migration (the entry of oxygen ions as well as nickel migration
towards surface), allowing the formation of nickel-oxide nanoparticles at film surface.

Additionally, the presence of nickel-oxide nanoparticles at the surface of LNMO films
may strongly influence local electrical properties. To analyze the electronic properties of
the different phases present at the LNMO film surface, conductive atomic force microscopy
measurements were performed in films prepared after an in-situ annealing at 900 ◦C.
Figure 5a shows topographic image in a 2 × 2 µm2 area of a LNMO film with NiOx
nanoparticles formed on its surface, while Figure 5b depict its simultaneous acquired
current map (applying 1.5 V).
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measured by C-AFM. (a) Topography image of a 2 × 2 µm2 area of the film. (b) Simultaneous current
map of the same area taken (applying 1.5 V), where the less conductive parts can be related with
the particles observed in the topography. (c) Current (red) and height (black) profiles of a NiOx

nanoparticle and the surrounding LNMO film marked in (a,b). (d) I-V curves on the LNMO film
(red) and on a particle (black), respectively.

In the topography image, NiOx nanoparticles can be identified as the parts of the
surface with higher height (bright circles) while in the current map a conductive matrix
(white background) is disrupted by less conductive circles (black). Comparing both images
allows identifying NiOx nanoparticles as the less conductive parts of the current map,
i.e., NiOx particles are more resistive than the LNMO film. This correlation can be better
appreciated in Figure 5c, where the profiles of the topography (black) and the current (red)
of the lines (see Figure 5a,b) are depicted. In Figure 5c, it can be clearly observed that, in
the higher height (z) region, which corresponds to a NiOx particle, the current drops to
≈1 nA, while in the flat surrounding regions, where the LNMO film is directly measured,
the current is almost two orders of magnitude higher (≈100 nA).
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Furthermore, the response of the LNMO film and the NiOx particles to voltage cycling
is clearly different, as evidenced in Figure 5d. Voltage cycles taken directly on the LNMO
surface (red curve) show a hysteretic behavior pinned at 0 V characteristic of a resistive
switching behavior. At the same time, it is also observed that the application of a negative
voltage (−5 V) locally increases the resistance of the film, switching the affected area to
the so-called high resistance state (HRS). This HRS can be reverted back by the application
of a positive voltage (+5 V) which returns the affected area of the film back into a more
conductive state, i.e., the low resistance state (LRS).

It is important to mention that both HRS and LRS are of a non-volatile nature and can
be switched between them multiple times, stating the base for a bipolar resistive switching
behavior suitable for the implementation of memory devices. A totally different behavior
is observed sweeping the voltage on the top of a particle (black line). In this case, a non-
hysteretic symmetrical curve is obtained, where the application of positive or negative
voltage does not have any influence in the resistivity properties of the particles. The absence
of resistive switching in the particles can be also visualized in Figure A3 (Appendix A).
After switching an area to the HRS, the LNMO current is heavily reduced while the particles
included in the area maintain their initial current, thus showing more conductivity than
the high resistive state. Thus, our results show that nanostructured LNMO films may
be switched from a system of poor conductive particles onto a conductive matrix to the
opposite case, with conductive particles onto an insulating matrix, thus behaving as a
model to study interfacial local transport.

4. Conclusions

In conclusion, we report on the controlled formation of nickel-oxide nanocuboids
at the surface of La2Ni1−xMn1+xO6 (x~0.47) thin films deposited by the RF magnetron
sputtering technique. It is shown that the LNMO functional properties are highly influ-
enced by the post-growth annealing process. Even LNMO films remains strained after
various consecutive annealing processes, annealing treatments in oxygen atmosphere at
high temperature allow a partial structural relaxation reflected in a reduction of the unit
cell volume towards the LNMO bulk value. This structural relaxation, detected through a
reduction of the out-of-plane cell parameter, allows some kind of vertical cationic migration
and promotes an improvement of the ferromagnetic properties that affects both the Curie
temperature and the saturation magnetization of the films. On the other hand, oxygen
annealing processes promote Ni segregation towards the surface of the films where the for-
mation of NiOx nanoparticles is detected. The presence of NiOx nanocuboids significantly
changes the local surface transport properties, allowing one to obtain a composite surface
in which areas exhibiting a resistive switching behavior alternate with other insulating
behaviors.
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Appendix A

Figure A1 shows structural and magnetic properties of La2Ni0.53Mn1.47O6 thin film
(thickness, t = 42 nm) with in-situ annealing temperature at 900 ◦C for 1 h under 5 104 Pa O2
(growth at 900 ◦C under PO2~19 Pa). The reciprocal space map, around (103)STO reflection,
indicates strained film as discussed above (Figure A1a). The Tc value found in our samples
is slightly lower compared to the bulk value, as expected for nickel deficient samples [3,12]
(Figure A1b). In-plane and out-of-plane hysteresis loops M(H) at 10 K (Figure A1c) exhibit
the expected hysteretic behavior with similar coercive field, Hc~400 Oe (see corresponding
inset). On the other side, a saturation magnetization of (Ms ≈ 5.8 µB/f.u) is found to
be somewhat larger than the expected theoretical value (∼5 µB/f.u.) for fully ordered
stoichiometric LNMO, as discussed previously [11]. More details about the ferromagnetic
nature in LNMO films with similar magnetic behavior, including X-ray magnetic circular
dichroism, can be found in [11].
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Figure A1. (a) RSM around (103) reflection of LNMO900 ◦C thin film (thickness, t = 42 nm) with in-situ annealing
temperature at 900 ◦C (b) In-plane magnetization as a function of temperature under an applied field of µ0H = 0.5 T.
(c) In-plane and out-of-plane hysteresis loops M(H) at 10. Inset shows the low field region in detail.

Figure A2 shows a plan-view in high resolution TEM (HRTEM) images, acquired in
order to obtain information about the microstructure and crystallographic features of a
LNMO film with in-situ annealed-900 ◦C process. The sample was cut parallel to the sample
surface (perpendicular to the (00l) planes). HRTEM images show a non-homogeneous
surface with the coexistence of domains with different orientations. The Fourier transform
(FT) of selected areas of the image were computed in order to assess the periodicity of the
crystal lattice. The FT of a large area was marked by squares, which shows different spots
corresponding to the enlargement of the LNMO lattice with respect to STO (LNMO cell
parameters are of the type a ≈ b ≈

√
2ap, c ≈ 2ap where ap is the primitive perovskite cell

parameter). These spots can be indexed as (0 k/2 l/2) (k and l odd), (0 k/2 l/) (k odd), and
(0 k l/2) (l odd) and indicate different orientations of the LNMO cell in the film.

The Resistive switching characteristics (or their absence), depicted in Figure 5d of
the main text, has also been probed on large surface areas to assess its reproducibility.
Figure A3a,b depicts the topography and current images of a 5 × 5 µm2 area. In the center
of this area a 3 × 3 µm2 square has been previously scanned at −4 V. As a consequence of
this initial scan, the area has been switched into the HRS without harming the surface, as
can be noticed in the topography image. Figure A3c,d show a detail picture (2 × 2 µm2) of
the previous image. Adjusting the scale of the current map it can be observed that, inside
the switched area, the particles are more conductive than the LNMO film in the HRS, while
in the pristine state the particles are more resistive. The lack of resistance change after the
biased scan supports the I-V curves presented in the main text and confirms the absence of
RS behavior in the NiOx particles.
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Figure A2. A plan-view HRTEM image of LNMO900 ◦C thin film. Fourier transform (FT) shows the
coexistence of nanodomains with different orientations.
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(b) current map images of a 5× 5 µm2 area, where the central 3× 3 µm2 has been previously scanned
at −4 V of sample Voltage. The current map shows a switching to the HRS of the LNMO film in the
scanned area, which does not induce any changes in the topography. (c) Topography and (d) Current
map images of a detailed area (2 × 2 µm2) showing the lack of switching of NiOx particles that are
more resistive than the film in the pristine state but more conductive than the film in the HRS.

Appendix B

The size of nanocuboids was determined from SEM micrographs using image analysis
(ImageJ software [30]) averaging measurements of a large number of particles at different
regions of the film surface. The distribution of nanoparticle size is well described by the

log-normal function f (S) = 1√
2πσS

exp

[
−

ln2
(

S
S0

)
2σ2

]
, where the fitting parameters S0 and

σ are the most probable nanoparticle size and the width of the distribution, respectively.
The average nanoparticle size SM is determined from the most probable nanoparticle size
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(SM = S0 exp(σ2/2)). Examples of the analysis performed for different thin films are shown
in Figure A4 (in-situ annealed film) and Figure A5 (ex-situ annealed film). A summary of
the obtained values for the surface density and average nanoparticle volume is presented
in Tables A1 and A2.
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Nanomaterials 2021, 11, x FOR PEER REVIEW 12 of 13 
 

 

 
Figure A4. SEM micrograph with a magnification of 50,000× of LNMO-900 °C thin film (thickness, 
t = 42 nm, in-situ annealing at 900 °C). Filtered image of its corresponding SEM image (medium) 
and automated grains counting with Image J software (right). 

Table A1. Surface density, average nanoparticle volume, total volume of the nanoparticles (NiOX) 
per unit surface (1 μm2) and nanoparticle fraction volume of LNMO-900 °C thin film (determined 
from Figure A4). 

Annealing T (In-Situ) 
Density 

(NP/µm2) 
NP Volume 

(nm3) 
NPs Volume 

(nm3)/µm2 NP Fraction Volume 

900 °C ~1.04 × 10−1 ~4.2 × 104 ~4.4 × 105 ~0.011 

 
Figure A5. SEM micrographs with a magnification of 200,000× of the same LNMO thin film (thick-
ness, t = 48 nm) after different ex-situ annealing temperatures: (a) Anneal-800 °C and (b) Anneal-
900 °C. Filtered image of its corresponding SEM image (medium) and automated grains counting 
with Image J software (right). 

Table A2. Surface density, average nanoparticle volume, total volume of the nanoparticles (NiOX) 
per unit surface (1 μm2) and nanoparticle fraction volume of the same LNMO thin film after differ-
ent ex-situ annealing temperatures, determined from Figure A5. 

Annealing T (Ex-
Situ) 

Density 
(NP/µm2) 

NP Volume 
(nm3) 

NPs Volume 
(nm3)/µm2 

NP Fraction Vol-
ume 

800 °C ~5.34 × 102 ~3.7 × 102 ~2.0 × 105 ~0.004 
900 °C ~3.70 × 102 ~1.8 × 103 ~6.5 × 105 ~0.014 

References 
1. Chumak, A.V.; Vasyuchka, V.I.; Serga, A.A.; Hillebrands, B. Magnon spintronics. Nat. Phys. 2015, 11, 453–461. 
2. Hoffmann, A.; Bader, S.B. Opportunities at the Frontiers of Spintronics. Phys. Rev. Appl. 2015, 4, 047001. 
3. Goodenough, J.B.; Wold, A.; Arnott, R.J.; Menyuk, N. Relationship between crystal symmetry and magnetic properties of ionic 

compounds containing Mn3+. Phys. Rev. 1961, 124, 373–384. 

Figure A5. SEM micrographs with a magnification of 200,000× of the same LNMO thin film (thick-
ness, t = 48 nm) after different ex-situ annealing temperatures: (a) Anneal-800 ◦C and (b) Anneal-
900 ◦C. Filtered image of its corresponding SEM image (medium) and automated grains counting
with Image J software (right).

Table A2. Surface density, average nanoparticle volume, total volume of the nanoparticles (NiOX)
per unit surface (1 µm2) and nanoparticle fraction volume of the same LNMO thin film after different
ex-situ annealing temperatures, determined from Figure A5.

Annealing T
(Ex-Situ)

Density
(NP/µm2)

NP Volume
(nm3)

NPs Volume
(nm3)/µm2

NP Fraction
Volume

800 ◦C ~5.34 × 102 ~3.7 × 102 ~2.0 × 105 ~0.004
900 ◦C ~3.70 × 102 ~1.8 × 103 ~6.5 × 105 ~0.014



Nanomaterials 2021, 11, 804 12 of 13

References
1. Chumak, A.V.; Vasyuchka, V.I.; Serga, A.A.; Hillebrands, B. Magnon spintronics. Nat. Phys. 2015, 11, 453–461. [CrossRef]
2. Hoffmann, A.; Bader, S.B. Opportunities at the Frontiers of Spintronics. Phys. Rev. Appl. 2015, 4, 047001. [CrossRef]
3. Goodenough, J.B.; Wold, A.; Arnott, R.J.; Menyuk, N. Relationship between crystal symmetry and magnetic properties of ionic

compounds containing Mn3+. Phys. Rev. 1961, 124, 373–384. [CrossRef]
4. Dass, R.I.; Yan, J.-Q.; Goodenough, J.B. Oxygen stoichiometry, ferromagnetism, and transport properties of La2-xNiMnO6-δ. Phys.

Rev. B 2003, 68, 064415. [CrossRef]
5. Rogado, N.S.; Li, J.; Sleight, A.W.; Subramanian, M.A. Magnetocapacitance and Magnetoresistance Near Room Temperature in a

Ferromagnetic Semiconductor: La2NiMnO6. Adv. Mater. 2005, 17, 2225–2227. [CrossRef]
6. Choudhury, D.; Mandal, P.; Mathieu, R.; Hazarika, A.; Rajan, S.; Sundaresan, A.; Waghmare, U.V.; Knut, R.; Karis, O.; Nordblad,

P.; et al. Near-room-temperature colossal magnetodielectricity and multiglass properties in partially disordered La2NiMnO6.
Phys. Rev. Lett. 2012, 108, 127201. [CrossRef] [PubMed]

7. Padhan, P.; Guo, H.Z.; LeClair, P.; Gupta, A. Dielectric relaxation and magnetodielectric response in epitaxial thin films of
La2NiMnO6. Appl. Phys. Lett. 2008, 92, 022909. [CrossRef]

8. Singh, M.P.; Truong, K.D.; Jandl, S.; Fournier, P. Long-range Ni/Mn structural order in epitaxial double perovskite La2NiMnO6
thin films. Phys. Rev. B 2009, 79, 224421. [CrossRef]

9. Kitamura, M.; Ohkubo, I.; Kubota, M.; Matsumoto, Y.; Koinuma, H.; Oshima, M. Ferromagnetic properties of epitaxial thin films
grown by pulsed laser deposition. Appl. Phys. Lett. 2009, 94, 132506. [CrossRef]

10. Jin, X.-W.; Lu, L.; Mi, S.-B.; Liu, M.; Jia, C.-L. Phase stability and B-site ordering in La2NiMnO6 thin films. Appl. Phys. Lett. 2016,
109, 031904. [CrossRef]

11. Bernal-Salamanca, M.; Konstantinovic, Z.; Balcells, L.; Pannunzio-Miner, E.; Sandiumenge, F.; Lopez, L.; Bozzo, B.; Herrero-Martin,
J.; Pomar, A.; Frontera, C.; et al. Nonstoichiometry driven ferromagnetism in doublé perovskite La2Ni1-xMn1+xO6 insulating thin
films. Cryst. Growth Des. 2019, 19, 2765–2771. [CrossRef]

12. Blasco, J.; Sanches, M.C.; Perez-Cacho, J.; Garcia, J.; Subias, J.; Campo, J. Synthesis and structural study of LaNi1-xMnxO3+δ
perovskites. J. Phys. Chem. Solids 2002, 63, 781–792. [CrossRef]

13. Yang, D.; Wang, W.; Yang, T.; Lampronti, G.I.; Ye, H.; Wu, L.; Yu, Q.; Lu, S. Role of spontaneous strains on the biphasic nature of
partial B-site disorder double perovskite La2NiMnO6. APL Mater. 2018, 6, 066102. [CrossRef]

14. Zhang, Z.; Jian, H.; Tang, X.; Dai, J.; Zhu, X.; Sun, Y. Structural, magnetic and dielectric properties of La2NiMnO6 thin film by
chemical solution deposition method. J. Sol-Gel Sci. Technol. 2012, 61, 224. [CrossRef]

15. Sayed, F.N.; Achary, S.N.; Jayakumar, O.D.; Deshpande, S.K.; Krishna, P.S.R.; Chatterjee, S.; Ayyub, P.; Tyagi, A.K. Role of
annealing conditions on the ferromagnetic and dielectric properties of La2NiMnO6. J. Mater. Res. 2011, 26, 567–577. [CrossRef]

16. Kim, M.K.; Moon, J.Y.; Choi, H.Y.; Oh, S.H.; Lee, N.; Choi, Y.J. Effects of different annealing atmospheres on magnetic properties
in La2CoMnO6 single crystals. Curr. Appl. Phys. 2015, 15, 776–779. [CrossRef]

17. Nasir, M.; Khan, M.; Kumar, S.; Bhatt, S.; Patra, N.; Bhattacharya, D.; Jha, S.N.; Biring, S.; Sen, S. The effect of high temperature
annealing on the antisite defects in ferromagnetic La2NiMnO6 double perovskite. J. Magn. Magn. Mat. 2019, 483, 114–123.
[CrossRef]

18. Spurgeon, S.R.; Du, Y.; Droubay, T.; Devaraj, A.; Sang, X.; Longo, P.; Yan, P.; Kotula, P.G.; Shutthanandan, V.; Mark, E.; et al.
Competing Pathways for Nucleation of the Double Perovskite Structure in the Epitaxial Synthesis of La2MnNiO6. Chem. Mater.
2016, 28, 3814–3822. [CrossRef]

19. Spurgeon, S.R.; Sushko, P.V.; Devaraj, A.; Du, Y.; Droubay, T.; Chambers, S.A. Onset of phase separation in the double perovskite
oxide La2MnNiO6. Phys. Rev. B 2018, 97, 134110. [CrossRef]

20. Detemple, E.; Ramasse, Q.M.; Sigle, W.; Cristiani, G.; Habermeier, H.-U.; Benckiser, E.; Boris, V.; Frano, A.; Wochner, P.;
Wu, M.; et al. Polarity-driven nickel oxide precipitation in LaNiO3-LSaAlO3 superlattices. Appl. Phys. Lett. 2011, 99, 211903.
[CrossRef]

21. Pomar, A.; Konstantinovic, Z.; Bagués, N.; Roqueta, J.; López-Mir, L.; Balcells, L.; Frontera, C.; Mestres, N.; Gutiérrez-Llorente, A.;
Šcepanovic, M.; et al. Formation of Self-Organized Mn3O4 Nanoinclusions in LaMnO3 Films. Front. Phys. 2016, 4, 41. [CrossRef]

22. Iwahori, K.; Watanabe, S.; Kawaia, M.; Mizuno, K.; Sasaki, K.; Yoshimoto, M. Nanoscale composition analysis of atomically flat
SrTiO3 (001) by friction force microscopy. J. Appl. Phys. 2000, 88, 7099–7103. [CrossRef]

23. Guo, H.Z.; Burgess, J.; Ada, E.; Street, S.; Gupta, A.; Iliev, M.N.; Kellock, A.J.; Magen, C.; Varela, M.; Pennycook, S.J. Influence of
defects on structural and magnetic properties of multifunctional La2NiMnO6 thin films. Phys. Rev. B 2008, 77, 174423. [CrossRef]

24. Bull, C.L.; Gleeson, D.; Knight, K.S. Determination of B-site ordering and structural transformations in the mixed transition metal
perovskites La2CoMnO6 and La2NiMnO6. J. Phys. 2003, 15, 4927–4936.

25. Prellier, W.; Rajeswari, M.; Venkatesan, T.; Greene, R.L. Effects of annealing and strain on La1-xCaxMnO3 thin films: A phase
diagram in the ferromagnetic region. Appl. Phys. Lett. 1999, 75, 1446. [CrossRef]

26. Coey, J.M.D.; Viret, M. and von Molnar, S. Mixed-valence manganites. Adv. Phys. 1999, 48, 167. [CrossRef]
27. Konstantinovic, Z.; Santiso, J.; Balcells, L.; Martinez, B. Driven self-sssembled setwork of sntidots in somplex sxide thin films.

Small 2009, 5, 265–271. [CrossRef]

http://doi.org/10.1038/nphys3347
http://doi.org/10.1103/PhysRevApplied.4.047001
http://doi.org/10.1103/PhysRev.124.373
http://doi.org/10.1103/PhysRevB.68.064415
http://doi.org/10.1002/adma.200500737
http://doi.org/10.1103/PhysRevLett.108.127201
http://www.ncbi.nlm.nih.gov/pubmed/22540618
http://doi.org/10.1063/1.2832642
http://doi.org/10.1103/PhysRevB.79.224421
http://doi.org/10.1063/1.3111436
http://doi.org/10.1063/1.4959242
http://doi.org/10.1021/acs.cgd.8b01897
http://doi.org/10.1016/S0022-3697(01)00228-1
http://doi.org/10.1063/1.5031486
http://doi.org/10.1007/s10971-011-2617-2
http://doi.org/10.1557/jmr.2011.4
http://doi.org/10.1016/j.cap.2015.04.009
http://doi.org/10.1016/j.jmmm.2019.03.083
http://doi.org/10.1021/acs.chemmater.6b00829
http://doi.org/10.1103/PhysRevB.97.134110
http://doi.org/10.1063/1.3663568
http://doi.org/10.3389/fphy.2016.00041
http://doi.org/10.1063/1.1328065
http://doi.org/10.1103/PhysRevB.77.174423
http://doi.org/10.1063/1.124720
http://doi.org/10.1080/000187399243455
http://doi.org/10.1002/smll.200800814


Nanomaterials 2021, 11, 804 13 of 13

28. Orayech, B.; Urcelay-Olabarria, I.; Lopez, G.A.; Fabelo, O.; Faik, A.; Igartua, J.M. Synthesis, structural, magnetic and phasetransi-
tion studies of the ferromagnetic La2CoMnO6 double perovskite by symmetry-adapted modes. Dalton Trans. 2015, 44, 13867.
[CrossRef] [PubMed]

29. Wu, S.-Q.; Cheng, S.; Lu, L.; Liu, M.; Jin, X.-W.; Cheng, S.-D.; Mi, S.-B. B-site ordering and strain-induced phase transition in
double perovskite La2NiMnO6 films. Sci. Rep. 2018, 8, 2516. [CrossRef] [PubMed]

30. Schneider, C.A.; Rasband, W.S.; Eliceiri, K.W. NIH Image to Image J: 25 years of image analysis. Nat. Methods 2012, 9, 671–675.
[CrossRef]

http://doi.org/10.1039/C5DT01532D
http://www.ncbi.nlm.nih.gov/pubmed/26146028
http://doi.org/10.1038/s41598-018-20812-4
http://www.ncbi.nlm.nih.gov/pubmed/29410424
http://doi.org/10.1038/nmeth.2089

	Introduction 
	Materials and Methods 
	Results and Discussion 
	Conclusions 
	
	
	References

