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Size dependence of the magnetic properties of antiferromagnetic Cr,O; nanoparticles
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Magnetic properties of antiferromagnetic (AFM) Cr,O5 nanoparticles have been studied as a function of the
nanoparticle size. The synthesized nanoparticles present an ellipsoidal shape with the major axis of approxi-
mately 170 nm and the minor axis that increases with the synthesis temperature from 30 to 70 nm. By
magnetization and electron paramagnetic resonance experiments, we have obtained the parameters that char-
acterize the AFM nanoparticles system. We have found that the Néel temperature, 7, and the spin-flop field,
Hgp, increase with the particle size from Ty=288 K and Hgp(5 K)=10 kOe for the smaller nanoparticles and
approach the bulk values [Ty=308 K and Hgp(5 K)=60 kOe] for the larger particles. From the experimental
results and the molecular-field theory applied to AFM coupled sublattices, we estimated the magnetic aniso-
tropy, K, and the molecular-field constant, \, as a function of the Cr,O53 nanoparticle size. When the size is
reduced, \ only diminishes ~8% with respect to its bulk value (4.9 X 10* Oe? g/erg); instead, K decreases
more than an order of magnitude from K=3.8X 10* to 8.7 X 10% erg/g. We analyzed the results on the basis of
a core shell model where the nanoparticle internal order consists of an antiferromagnetically ordered core and

a disordered surface shell, which presents a frustrated magnetic state.

DOLI: 10.1103/PhysRevB.78.104412

I. INTRODUCTION

The physical properties of a material are modified when
their dimensions are reduced to the nanometric scale. This
fact has impulsed the fabrication and study of nanosystems
looking for new properties and applications.!?

In magnetic nanoparticles, for example, when the diam-
eter is reduced an increasing fraction of atoms lies at or near
the surface and then surface and interface effects become
more and more important. The presence of defects, broken
exchange bonds, fluctuations in the number of atomic neigh-
bors, and interatomic distances induce surface spin disorder
and frustration. As a consequence the internal magnetic order
and the magnetic phase transitions depend on the nanopar-
ticles size.>*

The surface disorder affects both the exchange and aniso-
tropy fields and, as a consequence, the magnetic properties of
a nanostructured material are different than those of the bulk.
The ferromagnetic (FM) or ferrimagnetic nanoparticles
present a huge magnetic moment that usually masks the size
effects. For this reason the antiferromagnetic (AFM) materi-
als are the suitable systems to study the surfaces and inter-
faces in nanoparticles.’ In the AFM system the exchange
field, Hp, that gives the antiparallel coupling between the
magnetic sublattices is usually much stronger than the mag-
netic anisotropy field, H,. However, H, stabilizes the anti-
parallel spin order and plays a crucial role in the static and
dynamic response of the system. In nanostructured materials
with FM/AFM interfaces, it is well known that the antiferro-
magnetic anisotropy field is the crucial parameter that con-
trols the exchange coupling through the interface.® There-
fore, for the development and improvement of new
applications based on the exchange bias phenomenon as
ultra-high-density magnetic recording,” spin valves,® or the
fabrication of new permanent magnetic materials,’ it is fun-
damental to know the evolution of the anisotropy field with
the size.
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In the molecular-field approximation for two AFM
coupled sublattices the exchange field is given by Hp=\M,
where A is the molecular-field constant and M is the sublat-
tice magnetization. In the case of uniaxial anisotropy, the
anisotropy field is Hy=K/M, where K is the anisotropy
constant.'” When H, # 0, the response of the AFM system is
very different if the magnetic field is applied along or per-
pendicular to the anisotropy axis. When an increasing mag-
netic field is applied perpendicular to the easy axis, the mag-
netic moments are reoriented until they line up with the
applied magnetic field. Instead, if a growing magnetic field is
applied along the easy axis, for small fields the magnetic
sublattices remain along the symmetry axis, and then at a
certain field value the sublattices suddenly reorient perpen-
dicular to the symmetry axis maintaining the AFM array.
This critical field is called spin-flop (SF) field, Hgg, and can
be calculated from the difference between the free energy of
the parallel and perpendicular configurations of the magnetic
sublattices with respect to the easy axis. Therefore, Hgp
=2K/(x,—x)), where x, and yx; are the perpendicular and
parallel susceptibilities, respectively, and x, ~1/N when
Hg>H,. As can be seen, the SF transition provides informa-
tion of the anisotropy and exchange fields, which in an AFM
system is generally difficult to be obtained through other
experiments.

Although it is well known that the magnetic properties are
strongly affected by the surface to volume ratio, very few
studies are reported on the influence of the size on the AFM
and SF transitions.!! Besides, as we mentioned previously,
the surface disorder affects both the exchange and anisotropy
fields. However, there are no systematic studies of the evo-
lution of these parameters with the nanoparticle size; despite
these fields determine the magnetic response of the system.
With this motivation in mind we have synthesized Cr,O4
nanoparticles and have studied their magnetic properties as a
function of the nanoparticle sizes by magnetization and
electron-spin-resonance (ESR) experiments. This material
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FIG. 1. (Color online) X-ray diffraction patterns (open symbols)
of the Cr,O3 nanoparticles synthesized at (a) 873 and(b) 1673 K.
The solids lines corresponds to the calculated profile. The (h k [)
indices of the R3¢ phase are indicated. The inset shows the thermo-
gravimetric (TGA) curve of the precursor measured in air atmo-
sphere. Note that the Cr,O5 phase is fully formed above 730 K.

presents several advantages to perform this investigation,
e.g., it has uniaxial crystal structure and two AFM sublattices
spin order, which makes this compound a model system to
study the spin-flop transition. The Cr,O; crystallizes with the

corundum structure (R3c) presenting a unique threefold axis
along the (111) direction. Below the Néel transition tempera-
ture (Ty=308 K), in zero magnetic field, the Cr** spins align
antiferromagnetically along the (111) easy axis where the
magnetic moments are alternated in an (+—+—) array for the
bacd chromium sites in the corundum structure.'>!3 At the
spin-flop transition the spins are reoriented in the basal plane
maintaining the AFM order.'*!> Due to the high Ty and the
relatively low spin-flop field (Hgp~ 60 kOe at low tempera-
ture in the bulk system), it is feasible to study this material at
the temperature and field range used at the laboratory. Fi-
nally, as we have mentioned previously, this study gives us a
unique possibility to calculate the anisotropy and exchange
fields, which are difficult to obtain in an AFM material by
other means.

II. SAMPLE PREPARATION AND CHARACTERIZATION

The Cr,0O; nanoparticles were synthesized from chro-
mium hydroxide Cr(OH); by chemical route.'®!” The
Cr(OH); was prepared by mixing aqueous solutions of
CrK(SO,),- 12H,0 and KOH at pH~ 10. The solution was
kept in a reflux system for five days at approximately 380 K
and then the product was dried in an oven at 340 K. Ther-
mogravimetric measurements of the synthesis product per-
formed in air atmosphere (inset of Fig. 1) show that the
Cr,05 phase is fully transformed at 730 K. Therefore in or-
der to fabricate Cr,O3; nanoparticles of different sizes, the
green powder was calcined in air atmosphere at different
synthesis temperatures from 873 to 1673 K for 6 h. The x-ray

diffraction patterns of the powder correspond to the R3c

Cr,05 phase for all the sample without any trace of other
phases. Figure 1 shows the x-ray diffraction patterns corre-
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FIG. 2. TEM images of different samples annealed at (a) 1073,
(b) 1573, and (c) 1673 K. Picture (d) shows the sample synthesized
from chromium nitrate annealed at 7=1673 K.

sponding to the samples annealed at 873 and 1673 K. From
these measurements a clear broadening of the diffraction
peaks and a shift toward higher angles can be observed for
the lowest synthesis temperature. These results indicate that
the particle size increases and the unit cell expands when the
synthesis temperature increases. The nanoparticle size will
be reported below from transmission electron microscopy
(TEM) measurements, which allow us to obtain a more pre-
cise and complete information regarding the size distribution
and particle shape. The evolution of the lattice parameters
and the cell volume were calculated by means of the Ri-
etveld method, using the FULLPROF refinement program.'8
We found that the a lattice parameter grows with the synthe-
sis temperature and approaches the bulk value for the higher
temperature. The lattice parameter a values for the samples
annealed at 873, 1073, and 1673 K, are 4.9513(8), 4.9541(7),
and 4.9588(4) A, respectively, and the reported bulk value is
a=4.9587(1) A (JPCDS-ICDD card 38-1479). Instead the ¢
parameter remains almost unchanged in the studied samples,
its value being ¢=13.597(3) A, similar to the bulk value
[¢=13.5942(7) A] within the error bar. The calculated cell
volume grows from 288.68(9) to 289.40(5) A® when the
synthesis temperature increases. This expansion is related to
the relaxation of the crystalline structure when the synthesis
is performed at higher temperature.

The particle size distribution was determined from TEM
images. The TEM measurements were performed in a Philips
CM200 UT instrument operating at 200 kV. Figure 2 shows
typical TEM images for some of the studied systems. These
images show that the particles have ellipsoidal shape with a
minor axis that increases with the synthesis temperature.
However, the major axis keeps approximately a constant
value of 170 nm. We have also prepared the bulk system by
annealing the chromium nitrate Cr(NO3)5-9H,0 at 1673 K
for 24 h. TEM images of this sample show large round
shaped particles with a mean diameter of 1500 nm [Fig.
2(d)]. Typical size distribution histograms obtained from the
TEM micrographs are shown in Fig. 3, and Table I presents
the average minor diameter for samples with different syn-
thesis temperatures. Note that although the size distribution
is broad the lattice parameter and the average nanoparticle
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FIG. 3. Particle minor size diameter distribution measured from
the TEM images for the samples synthesized at 873, 1073, and 1573
K.

size follows a systematic behavior with the synthesis tem-
perature.

The magnetic properties were investigated in the 5-350 K
temperature range in applied fields up to 7 T by using a
commercial superconducting quantum interference device
(SQUID) magnetometer. The ESR spectra were recorded by
a Bruker ESP300 spectrometer at 9.5 GHz for temperatures
ranging from 100 K up to 500 K.

III. EXPERIMENTAL RESULTS AND DISCUSSION
A. Magnetization

Figure 4 shows the temperature dependence of the suscep-
tibility for different samples where the AFM transition tem-
perature Ty is pointed out by the arrows. From these curves
it is evident that Ty shifts to lower temperatures when the
nanoparticles size is reduced. We will return to this point
later with the ESR results; this technique is more sensitive to
the AFM transition so Ty is better determined. Note that for
the largest nanoparticles the susceptibility presents the typi-
cal three-dimensional (3D)-AFM temperature dependence
where the susceptibility monotonously decreases for T<Ty
and x(T—0)~2/3xmax Instead, when the size is reduced
the measurements show an increase in the susceptibility be-

TABLE 1. Parameters obtained from TEM and ESR measure-
ments for the different nanoparticles systems.

Synthesis T Minor diameter

(K) (nm)? TN(K) B
873 30 (10) 288+ 1 -0.7
1073 36 (6) 290+ 1 -0.8
1273 50(10) 303+ 1 -1.7
1573 47(10) 302+ 1 -1.7
1673 70(10) 303 =1 -1.7
16730 1500 (100) 304+ 1 -1.7

“In parenthesis it includes the width at the half height of the size
distribution obtained by TEM.
bPowder synthesized from chromium nitrate.
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FIG. 4. (Color online) Temperature dependence of the suscepti-
bility for Cr,0O5 systems with different particle sizes measured ap-
plying a field H=50 Oe. Notably, T shifts to lower temperatures
when the nanoparticles size decreases.

low Ty. This systematic increase in the susceptibility at low
temperature was observed in several AFM nanoparticle sys-
tems and is attributed to the uncompensated spins located at
the surface that present a frustrated AFM order.'?2°

A typical field dependence of the magnetization is shown
in Fig. 5 for the sample calcined at 1573 K. All the samples
show a nonlinear behavior with an increase in the magneti-
zation at high field, characteristic of the spin-flop transition.
The low-field dependence of the magnetization at low tem-
perature evidences a small irreversibility that goes to zero
when the particle size increases. The upper inset of Fig. 5
shows the coercive field as a function of the synthesis tem-
perature measured at 7=5 K. The small magnetization irre-
versible component is mainly originated by the uncompen-
sated surface spins and does not affect the spin-flop process,
which develop in the AFM order core at higher fields. In all
the studied cases the spin-flop transition develops in a broad
field range. This fact is a consequence of a distribution of
effective fields in the nanoparticle system due to the broad
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FIG. 5. (Color online) M vs H for the sample annealed at 1573
K for several temperatures. The spin-flop transition is indicated by
the change in the curvature of the M(H). Lower inset: numerical
derivative of the M vs H curve for the sample annealed at 1573 K.
Upper inset: Coercive field as a function of the synthesis tempera-
ture measured at 7=5 K.
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FIG. 6. (Color online) Hge(T) values for the samples synthe-
sized at different temperatures. Hgp increases with the annealing
temperature, i.e., with the particle size. The point-dash line corre-
sponds to the Hgg values reported by Foner for a bulk sample (Ref.
14).

size distribution, as can be seen from the TEM histograms
(Fig. 3). The nanoparticle powder system also presents an
angular distribution of the anisotropy axis, which implies
that only the particles with the easy axis oriented parallel to
the external field (or close to this direction) develop a spin-
flop transition. In order to determine the transition field we
have performed the numerical derivative of the M(H) curve.
Following Ref. 11 we have defined Hgg as the maximum in
the derivative curve as it is shown in the lower inset of Fig.
5.

The temperature dependence of Hgp for different nanopar-
ticles sizes is plotted in Fig. 6. We have also included, for
comparison, the Hgp (T) of the Cr,O5 bulk system reported
by Foner in Ref. 14. These figures evidence a clear corre-
spondence between the Hgr and the nanoparticles size, i.e.,
the transition field increases with the size and approaches to
the bulk value for the larger nanoparticles. It is also worth
remarking that in all the cases the spin-flop field follows the
general temperature dependence predicted by the molecular-
field approximation where Hgg increases when the tempera-
ture rises. This dependence is a characteristic for AFM sys-
tems because the difference x, — x; decreases faster than the
magnetic anisotropy constant K when the temperature
increases.'® A precise description of the temperature evolu-
tion of the spin-flop field with the particle size (i.e., the tem-
perature dependence of the anisotropy field for the different
sizes) requires the measurement of y, (7) and y;(T), which is
very difficult to perform in a single nanoparticle. However,
from the extrapolation of Hgp at T=0 (see Fig. 7) the size
dependence of the anisotropy field can be calculated (as we
are going to show in Sec. III C). This information allows us
to know how sensitive is K to the disorder originated by the
increase in the surface to volume ratio.

The size effect is also manifested in the temperature de-
pendence of the high-field magnetization. Figure 8 shows
M(T,H=50 kOe) where a clear increase in the magnetiza-
tion is observed when the size is reduced. We want to remark
that all the samples follow this monotonous increase in
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FIG. 7. Hgp extrapolated at 7=0 K as a function of the minor
diameter of the particle (the average minor diameter size has been
taken from the center of the distribution measured by TEM, and the
horizontal bars correspond to the width at the half height of the size
distribution). Note that Hgp increases with the particle size and it
saturates to the bulk value.

M(T,H=50 kOe) with size; however, from the spin-flop
transition reported in Fig. 6 we can see that only the samples
synthesized at 873, 1073, and 1273 K are in the SF phase at
H=50 kOe. The larger nanoparticles have the transition to
the spin-flop phase at higher magnetic fields. Therefore, in
Fig. 8 we only compare the magnetization evolution of
samples in the same magnetic phase. In an AFM system, the
systematic increase in the magnetization at high fields and
the increase in the irreversibility in the M(H) curves (upper
inset of Fig. 5) when the surface to volume ratio increases is
coherent with an increasing fraction of uncompensated spins
located at the surface when the size of the particles is re-
duced.

B. Electron paramagnetic resonance

In order to gain insight into the internal magnetic order of
the Cr,05 nanoparticles and the effective fields H, and Hp,
we have performed ESR experiments. This technique gives
us complementary information to that obtained by the dc
measurements and it is usually more sensitive to the mag-
netic transitions. In Fig. 9 we show the typical ESR spectra
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FIG. 8. (Color online) Magnetization measured at H=50 kOe
for different samples as a function of temperature in the spin-flop
phase where an increment of the magnetization when the particle
size decreases is observed.
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FIG. 9. (Color online) ESR spectra of the Cr,O3 system an-
nealed at (a) 1073, (b) 1273, and (¢) 1673 K (from nitrate) for
several temperatures close to the AFM transition.

at several temperatures for the samples synthesized at 1073,
1273, and 1673 K (synthesized from nitrate). The high-
temperature ESR spectra consist of a single absorption line
centered at 3400 Oe, which disappears at the AFM order
temperature. The size dependence of the transition tempera-
ture is remarkable, for the larger particles the spectra vanish
at 7=304 K, while for the smaller nanoparticles the reso-
nance signal is still observed at 7=284 K. From the ESR
spectra we have obtained three experimental parameters: the
resonance field (H,), the linewidth (AH,;,), and the intensity
(I). From the resonance field at 7> T, we have achieved the
gyromagnetic factor g=1.977(2) for all the systems, which
corresponds to the paramagnetic (PM) resonance of the Cr**
ions (3d®, S=3/2). The temperature dependence of the ESR
I is shown in the inset of Fig. 10 where the intensity was
calculated as AHﬁthpp, where AH,, is the peak to peak
linewidth and h,, is the peak to peak amplitude. As it is
known, if all the magnetic ions contribute to the resonance,
the ESR intensity is proportional to the susceptibility in the
PM phase. Instead, below the AFM transition the microwave
cannot reach the resonance condition due to the presence of
large anisotropy and exchange fields, and as a consequence
the ESR signal vanishes at Ty. Figure 10 shows the peak to
peak linewidth AH,,(T) for the different Cr,O; nanoparticle
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FIG. 10. (Color online) AH,,, vs T for different systems. The
solid line corresponds to the linewidth calculated from Eq. (1). In-
set: ESR intensity as function of temperature.
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systems. In all the cases the linewidth is essentially tempera-
ture independent for (T—Ty) > 10 K, while close to the tran-
sition temperature the linewidth increases up to twice its
high-temperature value. Figure 10 clearly evidences the de-
pendence of the order temperature with the particle size, i.e.,
Ty diminishes when the nanoparticle size is reduced.

It must be emphasized, that below Ty no paramagnetic
signal was observed in the samples. This behavior contrasts
with other studied nanoparticle systems, e.g., Mn3O,
nanoparticles?! where the surface spins remain PM below the
magnetic transition temperature. Consequently, in the Mn;O,
nanoparticle system the PM resonance signal of the surface
spins is observed at low temperatures. Instead, in the present
case, the vanishing of the ESR signal at 7y implies that all
the spins in the nanoparticle are AFM correlated. This result
complements the information obtained by the magnetization
experiments, which evidences the presence of spins with
magnetically frustrated order besides the main AFM state.
Therefore the ESR and magnetization results are consistent
with the core shell model proposed by Bhowmik et al.'® for
AFM nanoparticles. In this model the total magnetization of
the particle is expressed as M=aMye=;cos 6;+(1
—a)M o, Where 6 is the angle between the i and j spins
and « is the shell thickness that increases when the particle
size decreases. For the core spins, 6; is 180°, while the angle
between adjacent shell spins could have any value between
0<6,;<<180°. When « increases, more shell spins apart from
their antiparallel alignment. As a consequence, the system is
modeled as an antiferromagnetically ordered core with a
shell where the spins are in a magnetically frustrated array
and the shell/core ratio increases when the particle size de-
creases.

In order to obtain the average transition temperature as a
function of the nanoparticle size, we have analyzed and
simulated the experimental results in the PM regime near the
magnetic critical point. In a polycrystalline sample the tem-
perature dependence of the ESR linewidth above the order
transition temperature is given by?>2*

C
AH,(T) = { D AHw}{l +A(T-T,)"}. (1)
The first and second terms of Eq. (1) correspond to the non-
critical and critical contribution to the linewidth, respec-
tively, AH.. is the high-T value for AH(T), C is the Curie
constant, 7, is the transition temperature, and 3 is the criti-
cal exponent. In the AFM system the susceptibility varies
slowly near Ty so the temperature dependence of the line-
width is mainly described by the second term of Eq. (1).
Therefore in many systems the first term can be approxi-
mated by a constant value equal to the high-temperature line-
width, as for example in the uniaxial antiferromagnet MnF,
(Ref. 25) and the spinel ZnCr,0,.2° Near the AFM transition,
theoretical studies of the AH,,,(T) for AFM systems predict a
critical exponent value of B=-5/3 (Refs. 27 and 28); how-
ever none theoretical study includes finite-size effects. From
Eq. (1) and approximating the first term by the high-
temperature linewidth value, we have simulated Apr(T).
The simulated curves are shown in Fig. 10 (solid lines) and
the obtained transition temperatures and critical exponent
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values are presented in Table I. Note that 7 remains almost
unchanged in the samples synthesized at higher tempera-
tures. Instead, in the nanoparticles synthesized at lower tem-
peratures the finite-size effects begin to affect the magnetic
order and as a consequence 7Ty shifts toward lower tempera-
tures. From Fig. 10, it can also be noticed that in the case of
the larger particles there is a good agreement between the
experimental linewidth and the one simulated with the theo-
retical critical exponent. Instead, when the size diminishes
the transition broadens as a consequence of finite-size ef-
fects, size dispersion, and the surface disorder. This behavior
is reflected in a large distribution of transition temperatures
and a decrease in the magnitude of the critical exponent. The
contributions of these two factors to the transition broaden-
ing cannot be distinguished from our experiment. Very few
studies are reported in the literature about the ESR param-
eters of nanoparticles near the transition temperature. The
ESR studies of Refs. 29 and 30, performed on Co;0, AFM
nanoparticles, point out that the critical term is more impor-
tant in the samples with smaller particle size so that short-
range magnetic order above Ty is detected over a wider tem-
perature range. This result is in agreement with the
broadening of the transition observed in our measurements
when the particle size diminishes. However, the evolution of
the critical parameter is not reported. ESR experimental stud-
ies near the transition temperature (in particular at lower ex-
citation frequency so that the magnetic field does not
broaden the transition) and a theory of the relaxation rate for
spin fluctuation in nanostructures are necessary to have a
complete understanding of the spin dynamics of the nanopar-
ticle system.

C. Exchange and anisotropy

In the above sections we have presented the evolution of
the Néel temperature and the spin-flop field for the different
particles systems by ESR and magnetization experiments.
For the larger particles both parameters remain almost un-
changed, and below ~50 nm 7, and Hgp present a clear
departure of their bulk behavior. It is notable that while Ty
only diminishes 20 K from the bulk value, Hgr decreases
from 60 to 10 kOe for the smallest nanoparticles. From Ty
and the results of molecular-field theory for two AFM
coupled sublattices, we can calculate the effective exchange
field as |\|=3ky Ty/nu’:'® where n corresponds to the
spin density, w. is the effective magnetic moment, and k3 is
the Boltzmann constant. We have applied this result to the
Cr,03 compound where each magnetic sublattice contains
1/2 N Cr** ions with §=3/2, with N being the Avogadro
constant. The calculated effective exchange constant for the
different synthesis temperatures is shown in Fig. 11(a). No-
tice that A follows the same behavior than the Néel tem-
perature, it remains almost unchanged for the larger particles
and decreases when the surface to volume ratio grows up.
In the studied systems the exchange field constant only di-
minishes to 4.7 X 10* Oe? g/erg from the bulk value 4.9
X 10* Oe? g/erg when the size is reduced.

As we have mentioned in the introduction, the study of
the spin-flop transition provides a way to calculate the aniso-
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FIG. 11. (a) Molecular field constant (\) of Cr,O3 and (b) an-
isotropy constant (K) as a function of the synthesis temperature
(and therefore of the nanoparticle size). The dashed lines are a
guide to the eyes. The \ value only diminishes ~8% with respect to
its bulk value (4.9 X 10* Oe? g/erg), while K decreases more than
an order of magnitude.

tropy constant of the AFM system. Defining a=y,/x,, the
spin-flop field is expressed as Hgz=2\K/(1-a), and from
this expression it is obtained as

Hapn(T — 0) = 2\K. (2)

From Eq. (2) and the exchange constant calculated from the
ESR experiments we have determined the anisotropy con-
stant K for the different particle sizes. Figure 11(b) displays
the anisotropy constant as a function of the synthesis tem-
perature where a systematic increase with the particle size is
observed. The value of K for the larger particles approaches
the one reported in Ref. 14 (K=3.8X10* erg/g) for the
Cr,0; bulk single crystal.

We have found that the molecular-field constant is not
very sensitive to the increase in the surface to volume ratio.
As we have remarked, N only diminishes approximately 8%
from its bulk value; instead, the magnetic anisotropy con-
stant decreases more than an order of magnitude (from K
=3.8X10* to 8.7 X 10? erg/g) when size is reduced. These
results are in agreement with the fact that N originated
mainly from the nearest-neighbor interaction, while the mag-
netic anisotropy field is originated from dipolar and crystal-
line field contribution.'* These last contributions depend on
the crystalline array and therefore are strongly influenced by
the disorder induced in the surface and the size effects at
nanometric scale.

IV. CONCLUSION

We have studied the temperature and size dependence of
the magnetic properties of antiferromagnetic Cr,0; ellipsoi-
dal nanoparticles. We have shown how the ESR measure-
ments give fundamental information, which complements
that obtained from magnetization measurements, and enable
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us to calculate the characteristic parameters of the antiferro-
magnetic nanoparticles system. The results show that the sur-
face disorder and spin canting increase when the particle size
is reduced. This disorder yields to a weakening of the ex-
change interactions between the ions located near the surface
and as a consequence the order temperature diminishes. The
spin-flop transition presents a strong dependence with the
particles size at nanometric scale. Finally, we have deter-
mined the anisotropy field, which presents a remarkable mo-
notonous decrease when the nanoparticle size is reduced.
This analysis can be easily extrapolated to other nanostruc-
tures where the knowledge of the AFM anisotropy is funda-

PHYSICAL REVIEW B 78, 104412 (2008)

mental for the understanding of the basic properties and
comprehension for the development of any specific device.
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