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Abstract The ground-state magnetic properties of
ConPtm binary alloy clusters of size N = n + m ≤ 9
are studied systematically as a function of size, com-
position, and chemical order in the framework of the
generalized gradient approximation (GGA) to density
functional theory (DFT). Interestingly, strong cluster-
size and chemical-composition dependence exhibiting
substantial values (0.4–22 meV/atom) in the mag-
netic anisotropy energy (MAE) are revealed. Such
behavior crucially depends on the Pt moments induced
by the proximity to Co, and on the resulting spin-
orbit interactions at the Pt atoms. Moreover, we show
that the MAEs and direction of magnetization can
be tuned to some extent by varying the Pt concen-
tration showing spin reorientations and the easy axis
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Facultad de Ciencias Fı́sico-Matemáticas
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of magnetization is cluster size dependent. A tho-
rough cluster-geometry optimizations together with a
collinear and noncollinear magnetic moment arrange-
ment sampling including the spin-orbit coupling are
carried out to identify the ground-state and the low-
lying structures. The relative directions between Co
and Pt magnetic moments induced by spin-orbit inter-
action show an early tendency to arrange the magnetic
moments along with Co and Pt layers in a way resem-
bling the L10 phase with tetragonal crystal lattice
which can be appreciated in the clusters having N
≥ 5 atoms. Our results show that planar-like struc-
tures are preferred in small cluster sizes (N≤ 4 atoms)
while for N ≥ 5 tend to form three-dimensional core-
shell compact structures with a composition around
50/50% ordering maximizing the number of Co-Pt
bonds. The average magnetic moment per atom μ̄T

increases approximately linearly with Co content and
important enhancement of the local Co moments is
observed as a result of Pt doping for n + m ≤ 4. This
is mainly a consequence of the increase in the number
of Co d holes due to Co to Pt charge transfer. Finally,
our results show important spin and orbital moments
induced at the Pt atoms as well as significant orbital
moments at the Co atoms .
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Introduction

Magnetic nanoalloys have been the subject of numer-
ous experimental and theoretical studies in the last
years (Bansmann et al. 2005; Tamion et al. 2009;
Penuelas et al. 2009; Entel and Gruner 2009; Gruner
et al. 2008; Sahoo et al. 2010; Yanagisawa et al. 1983;
Liou et al. 1999; Maret et al. 1996; Gruner and Entel
2009; Rollmann et al. 2008; Knickelbein 2007; Yin
et al. 2007; Zitoun et al. 2002; Muñoz-Navia et al.
2009). This subject is currently attracting considerable
attention from both fundamental and technological
perspectives. For example, for high-density magnetic
recording, one would like to be able to develop mag-
netic nanoparticles that combine both high saturation
magnetization (MS) and large magnetic anisotropy
energy (MAE). This can indeed be achieved by start-
ing from a ferromagnetic (FM) 3d transition metal
(TM) and by associating it with a second heavier ele-
ment that displays a stronger spin-orbit coupling and
a potentially significant contribution to the total mag-
netization. Quite generally, 4d and 5d metals appear
as very good candidates for this purpose. The mag-
netic characteristics of alloys are determined not only
by their structure and composition, but also by the
relative order of its constituents within the system,
making possible to present countless different prop-
erties. In this way, by alloying, one could generate
a variety of materials with complementary qualities
in order to fulfill specific requirements for different
applications. Low-dimensional magnetism of alloys
has therefore recently gained the attention of basic
and applied research since its underlying mechanisms
and the way they develop to reach the bulk properties
remain unclear. Hence, a thorough understanding of
the low-dimensional magnetism of TM and its alloys
would allow not only to take advantage of their prop-
erties but also to even design new materials with the
desired properties (Bansmann et al. 2005; Zitoun et al.
2002; Muñoz-Navia et al. 2009; Plumer and van Ek
2001; Sun et al. 2000).

Co-Pt alloys are particularly appealing since Pt
is a highly polarizable material despite being non-
magnetic in bulk. The importance of combining Co
with Pt was already demonstrated for Co films on Pt
substrates many years ago. Indeed, Co/Pt thin films
have been found to present strong perpendicular mag-
netic anisotropy (Maret et al. 1996; Yanagisawa et al.
1983; Maret et al. 1997; Thomson et al. 2006; Hellwig

et al. 2007; Shaw et al. 2007; Gradmann 1993; Vaz
et al. 2008; Gambardella et al. 2003; Yu et al. 2000;
Valvidares et al. 2010). Moreover, experiments on
CoPt nanoparticles have shown that alloying Co with
Pt should be an effective way to combine large mag-
netic moments with large magnetic anisotropy energy
(Bansmann et al. 2005; Zitoun et al. 2002; Muñoz-
Navia et al. 2009). The ensemble of these results
demonstrates that the diversity of local chemical envi-
ronments present in these nanoalloys and the com-
petition between Co–Co, Co–Pt, and Pt–Pt effective
exchange couplings would lead us to expect very inter-
esting size and structural dependence of the magnetic
distribution as well as on the magnetic anisotropy.

The electronic and magnetic properties of Co-
Pt nanoalloys have been actively studied for several
years, both experimentally (Bansmann et al. 2005;
Penuelas et al. 2009; Tamion et al. 2009) and theo-
retically (Entel and Gruner 2009; Gruner et al. 2008;
Entel and Gruner 2009; Sahoo et al. 2010). For exam-
ple, Favre et al. (2006) studied experimentally the
structural and magnetic properties of CoPt clusters
(� 300 atoms). By using a simple core-shell model,
Jamet et al. (2001) suggest that their cobalt nanopar-
ticles embedded in a platinum matrix were composed
by a cobalt core and an alloyed interface. Dupuis
et al. (2004) studied Co-based (CoPt) clusters on
different matrices and noticed the importance of sur-
face/interface effects on the magnetic properties and
the MAE. Ruiz-Dı́az et al. (2018) showed that the
magnetic properties of CoPt nanoparticles are strongly
sensible to external stimuli. They found for medium-
sized clusters that both the direction of magnetiza-
tion and the magneto-crystalline anisotropy of these
binary compounds further stabilize upon charge(hole)-
doping. Kumbhar et al. (2001) observed an increase
of the blocking temperature as Pt content increases
for CoPt and CoPt3 clusters coated with Au. One
important characteristic of the CoPt clusters is the
segregation of the components for rich Pt composi-
tion (Moskovkin et al. 2007). This was confirmed by
large-scale first principles theoretical studies on CoPt
clusters by Gruner et al. (2009, 2008), who showed a
tendency of the Pt atoms toward the surface and ener-
getically favored multiply twinned morphologies. In
addition, the same group calculated the surface ener-
gies of ordered CoPt, and obtained remarkable low
surface energy of Pt terminated (111) facets (Dannen-
berg et al. 2009). Feng et al. (2007) investigated the
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structural and magnetic properties of small CoxPt1−x

clusters for x = 0.5. They studied structures com-
posed of n Co–Pt units (n≤ 5) and obtained three-
dimensional structures with enhanced cobalt moments
by doping and a slight increase of the Pt magnetic
moments with favored Co–Co aggregation.

Despite the intense research activity, to our knowl-
edge, there is no available study in which magnetism,
structure, and chemical order are considered on the
same electronic level, in particular on determining the
magnetocrystalline anisotropy energies of small CoPt
binary alloy metal clusters. It is the purpose therefore
of this work to investigate the magneto-anisotropic
properties of the most stable structures as a func-
tion of the cluster size and chemical composition and
meticulously determine the MAE and its behavior of
small alloy CoPt clusters having N ≤ 9 atoms. To
this aim, we perform an exhaustive exploration of
the various possible spin configurations and chemical
orders within the cluster taking into account geom-
etry relaxation and the structural dependence on the
same footing. The remainder of the paper is orga-
nized as follows. First, the theoretical background is
briefly recalled providing specific details of the cal-
culations. Then, the magnetic behavior of each cluster
size as a function of composition and chemical order
and some general trends are discussed. Later, the
magneto-anisotropic properties of alloy CoPt clusters
are analyzed. Finally, some general conclusions are
outlined.

Methodogy

The calculations are performed in the framework
of Hohenberg-Kohn-Sham’s density functional theory
(Hohenberg and Kohn 1964; Kohn and Sham 1965) as
implemented in the Vienna ab initio simulation pack-
age (VASP) (Kresse and Furthmüller 1996; Kresse and
Hafner 1993). This computer code solves the spin-
polarized Kohn-Sham (KS) equations (Hohenberg and
Kohn 1964; Kohn and Sham 1965) in an augmented
plane-wave basis set by using the projector augmented
wave (PAW) method (Blöchl 1994; Kresse and Joubert
1999), which is an approximate all-electron approach
with frozen cores. For 3d (5d) TMs, the electronic
and magnetic properties are accurately described by
considering the 3d , 4s, and 4p (5d , 6s, and 6p)
electrons as valence states (Blöchl 1994; Kresse and

Joubert 1999). The exchange and correlation effects
are treated within the generalized-gradient approxi-
mation (GGA) by using the Perdew-Burke-Ernzerhof
(PBE) functional (Perdew et al. 1992, 1996). The
clusters are placed inside of a simple cubic super-
cell whose dimensions are such that the interactions
between neighboring images are negligible. In this
work, this criterion was achieved by separating by
at least 12Å. The KS wave functions in the intersti-
tial region are expanded in a plane wave basis set
with a kinetic energy cutoff of 575 eV. For the con-
sidered clusters, the total energy is converged within
less than 1 meV/atom. For metallic-like systems, one
often finds very rapid variations of states close to the
Fermi level that may cause a poor convergence of
relevant physical quantities such as the total energy.
Therefore, a smearing of the KS levels is introduced
in order to improve numerical stability. We have used
a Gaussian smearing method (Mermin 1965; Vita and
Gillan 1992) with a very small final standard deviation
σ = 0.01 eV, which keeps the entropy of the non-
interacting KS gas below 10−5 eV/K-atom. The WS
sphere radii for Co (Pt) of 1.302 Å (1.455 Å) respec-
tively were considered for the integration of the local
properties. The calculation of all properties is carried
out by considering only the �-point in reciprocal space
since we are dealing with isolated clusters.

Structural optimization of ConPtm clusters
and calculation of the magnetic properties

The geometry optimization is performed by using the
conjugate-gradient and quasi-Newton methods until
all the forces on each atom are less than 5 meV/Å. In
order to investigate thoroughly all the magnetic solu-
tions of the Kohn-Sham equations, a large number of
different spin configurations have been considered as
starting points for the numerical iterations. The energy
landscape of the clusters is comprehensively explored
by considering a large, complete, and most possibly
unbiased set of initial structures that include not only
the representative cluster geometries or topologies, but
also all relevant chemical orders or distributions of
the Co and Pt atoms for a given composition. In this
work, we sample the different cluster topologies in the
framework of graph theory by generating all possi-
ble graphs for N ≤ 9 atoms as described elsewhere.
For each given cluster size N and topology, we inves-
tigate all compositions of ComPtn including the pure

Page 3 of 18    215Journal of Nanoparticle Research (2020) 22: 215



CoN and PtN limits. Moreover, we take into account
all possible non-equivalent distributions of the m Co
and n Pt atoms within the cluster. In this way, any a
priori assumption on the chemical order is avoided.

First of all, a systematic exploration of collinear mag-
netic spin arrangements is carried out by varying the
total spin moment Sz in its full range 0 < S < 3N fol-
lowed by a test of different noncollinear spin configu-
rations (typically 20) for determining the true ground-
state magnetic solution. It is important to remark that
in all cases, i.e., for all Sz and for all starting mag-
netic configurations, the geometry has been optimized
following the forces resulting from the self-consistent
solution of the KS equations. This is the relevant
method in order to determine the most stable structure,
total spin moment Sz, and the associated magnetic
order, since relaxations of geometric, electronic, and
magnetic degrees of freedom need to be treated on the
same footing. However, notice that the procedure pre-
cludes one from obtaining interesting complex spin
arrangements which, though corresponding to the
electronic ground state for a given fixed structure,
would yield non-vanishing interatomic forces.

In addition, an analysis using Bader atomic cells
(Henkelman et al. 2006; Sanville et al. 2007; Tang
et al. 2009) is used in order to check the accuracy
of the values of the electronic charge. We found that
in all cases the Bader calculations give the same
trends as the PAW method. Once the optimization with
respect to structural and magnetic degrees of free-
dom is achieved, we derive the binding energy per
atom EB = [mE(Co) + nE(Pt) − E(ComPtn)]/N in
the usual way by referring the total energy E to the
corresponding energy of m Co and n Pt isolated atoms.

Magnetocrystalline anisotropy

The magnetocrystalline anisotropy energy (MAE) is
a very sensitive quantity which requires to be treated
with extreme care since for clusters in the gas phase
is usually of the order of just a few meVs. Therefore,
in order to determine the magnetocrystalline energy
of the isolated clusters, relativistic calculations taking
into account the spin-orbit interaction (SOC) are car-
ried out with a tighter criterion in the electronic energy
(�E = 10−7 eV between two successive electronic
steps). Such a strict criterion is crucial for calculat-
ing reliable MAEs. We should point out that all the

calculations for determining the MAE of the clus-
ters are fully self-consistent (relativistic) calculations
which allow us to treat all the interactions on the same
footing.

We perform a complete relaxation of the systems,
in the relativistic framework of the two components
(spinors) of the spin-orbit interaction as implemented
in the VASP code, namely, an initial direction of the
magnetic moments is given and the system relaxes
itself, both structurally and magnetically (i.e., the
direction of the magnetic moments can rotate until
a stable magnetic solution is found). The obtained
directions of magnetization correspond to a true total-
energy minima. Each of these minima has sort of an
attractive potential in such a way that if the system is
perturbed and such perturbation is unable to bring the
system out of the potential, the system will converge
again to the same minimum upon relaxation. From
this point of view, we are not obtaining the MAE of
the system in the strict sense, because both the struc-
ture and the magnetic direction vary. We calculate
the energy differences between stable structures and
directions of magnetization.

Even more, as the cluster size increases, to infer
the truly easy and hard axes of magnetization is
not straightforward due to the symmetry-breaking
imposed for the cluster geometry. Therefore, there is,
in general, no formal way to guess a priori the direc-
tion of the easy- and hard-magnetization axes without
mapping the entire energy landscape of the system as a
function of the direction of magnetization. In this way,
it would be easy to locate the minima, saddle points,
and minimum energy paths (MEP) among them. In
this paper, we follow a simpler approach. We deter-
mine self-consistently three magnetization directions,
not necessarily perpendicular among them and not
related in general to the global easy and hard axes, but
that could be easily explored experimentally by adjust-
ing the direction of the magnetic field. So, the reported
magnetic anisotropy values correspond to energy dif-
ferences between these local energy minima and serve
only as lower bond estimations of the energy needed to
switch the magnetization between these directions. We
are aware that, strictly speaking, the switching energy
would be the activation energy to surmount the barrier
separating two neighbor minima, but we cannot claim
the energy minima we have determined are connected
by a MEP.
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Due to the large value of the Pt spin-orbit coupling,
strong structural effects have been reported in pure
Pt clusters having N ≤6 atoms (Błoński et al. 2011).
Nonetheless, in our study, the alloy CoPt clusters are
the ground-state structures in all the cases and the
structural effects considering the spin-orbit interac-
tion turn to be meaningless. Namely, the ground-state
structures remain essentially the same as in the scalar
relativistic (SR) calculations (SOC = 0). Moreover, the
changes in the bond lengths di,j and in the average
spin moments μS resulting from the SOC interactions
are also very small: |μSOC − μSR| ≈ 0.01 μB and
|dSOC − dSR| ≈ 0.01Å. On the other hand, the SOC
interactions are key for the onset of easy(hard) axes
of magnetization, as well as for the orbital contribu-
tion to the total cluster magnetic moment. Therefore,
all the binding energies, magnetic moments, and bond
distances reported in the present work include the
spin-orbit interaction (relativistic approach).

Results and discussion

In this section, we present our results regarding the ground-
state structure, binding energy, chemical composition
dependence, magnetic spin and orbital moments, and
MAEs of ComPtn clusters having N = m + n ≤ 9
atoms. The discussion is organized in separate
“Dimers”–“Pentamers” for each N , starting from the
dimer. From the dimers N = 2 each concentration and
chemical order, the structural relaxation is carried out by
taking into account all the possible topologies, allowed
by graph theory, as starting geometrical configurations.

Although the potential advantages of alloying mag-
netic 3d elements with highly polarizable 5d elements
at the nanoscale can be grasped straightforwardly, the
problem involves a number of serious practical chal-
lenges. Different growth or synthesis conditions can
lead to different chemical orders, which can be gov-
erned not just by energetic reasons but by kinetic
processes as well. For instance, one may consider seg-
regated clusters with either a 5d core and a 3d outer
shell or vice versa. Post-synthesis manipulations can
induce different degrees of intermixing, including for
example surface diffusion or disordered alloys. For
this reason, we give the results for the two most sta-
ble isomers for each chemical concentration. Finally,
our results are compared with previous calculations
whenever available.

Structural stability

We start first by discussing the structural stability of
the clusters as a function of the size and chemical
composition. As can be seen in Fig. 1, we can clearly
appreciate that the cluster further stabilizes as both the
size and the Pt doping are increased. The binding ener-
gies range from 1.5 eV/atom for the pure Co dimer to
approximately 3.25 eV/atom for the pure Pt6 cluster
respectively. On the other hand, for a fixed cluster size,
one observes upon Pt doping that the binding energy
begins to increase linearly until reaching a maximum
for an intermediate doping value (between 2 and 4
atoms of Pt, depending on the cluster size). Then, the
energy slightly decreases until reaching the binding
energy of the pure clusters of Pt (roughly 5% lower).
Only in the case of N = 4, the decrease in the energy
is more noticeable (�E ≈ 0.5 eV). For sizes greater
than N = 4, the maximum of the stability curves is
shifted to compositions above 50% of Pt, indicating a
competition for the stability of structural phases CoPt
and CoPt3.

Dimers

To infer some useful trends on charge transfers, mag-
netic order, and relative strength on the various types
of bonds (Co–Co, Co–Pt, and Pt–Pt) which are found

Fig. 1 Relativistic calculations including the spin-orbit cou-
pling of the binding energy per atom of ConPtm (n + m ≤ 6) as
a function of Pt doping m. Energies correspond to the easy axis
of the magnetization
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in larger alloy clusters, we first present the results for
the dimers.

Our results for Co–Pt dimers are summarized in
Table 1. We obtain that the Co–Pt bond yields the
highest binding energy, followed by the Pt–Pt bond,
the Co2 bond being the weakest. However, notice that
the Pt–Pt binding energy is very close to that of Co–
Pt bond (�E = 34 meV). The binding energy EB =
1.47 eV obtained for Co2 is in fair agreement with
the non-local density functional calculations using the
ADF code (Fan et al. 1997) 1.425 eV and with the
LDA calculations of Barden et al. (2000) and far
from the results of Pereiro et al. (2001) who found
EB = 0.87 eV. However, notice that these values
remain somewhat larger than the experimental value
E

expt
B ≤ 1.32 eV (Hales et al. 1994). In the case of

Pt2, our result, EB = 1.69 eV and interatomic distance
de = 2.377 Å , is in qualitative agreement with previ-
ous GGA calculations performed by Zarechnaya et al.
(2008) and by full-relativistic calculations (Anton
et al. 2002) (1.65 and 1.56 eV respectively). These
are close to the experimental value (Airola and Morse
2002), EB(Pt2) = 1.57 eV. Notice that our results
are in agreement with recent non-relativistic calcu-
lations (Błoński et al. 2011) in small Pt clusters by
using the VASP code. In the same work, Blonski et al.
(2011) have also shown that if spin-orbit interactions
are taken into account, the Pt–Pt bond length increases
slightly up to 2.38 Å which is the same value found in
the present work.

Even with its apparent geometrical simplicity, a
non-trivial magnetic behavior is observed in the
dimers. A surprisingly enhanced MAE is obtained for
the Pt2 dimer: 21.64 meV/atom while a reduced MAE
is observed for Co2. This behavior is due to the dif-
ferent strengths of spin-orbit coupling in Co and Pt
which are 3d(5d) transition-metal elements respec-
tively. This fact can be clearly appreciated in the
CoPt dimer where the interplay between the compet-
ing spin-orbit interactions of both elements yields a
modest MAE value (0.4 meV/atom). The easy axis of
magnetization is along the bonding axis for the three
dimers. The spin moment increases upon Co substitu-
tion from 0.88 to 1.93 μB . The giant MAE in Pt2 can
be associated with the development of a large orbital
moment which amounts to 1.37 μB .

Trimers

In the case of trimers, the linear chain, as well as the
equilateral, isosceles (acute and obtuse) triangles are
considered starting structures during geometry opti-
mization. The results regarding structural stability and
magnetic properties for the trimers are summarized
in Table 2. We found as a general trend triangu-
lar ground-state structures, i.e., isosceles triangles for
clusters having Co content and an equilateral triangle
for Pt3. The closest isomers for the clusters at differ-
ent Co contents are also shown. In the case of the Pt3
triangle, the obtained bond length is d = 2.5 Å with

Table 1 Electronic and magnetic properties of Co, Pt, and Co–Pt dimers

Dimer EB μ̄S
x μ̄S

y μ̄S
z μ̄L

x μ̄L
y μ̄L

z Measy Mhard MAE

Pt2 1.690 0.7 − 0.88 0.41 − 1.37 z x 21.64

CoPt 1.724 1.38 − 1.4 0.13 − 0.77 z x 0.4

Co2 1.470 1.93 − 1.93 0.15 − 0.34 z x 2.67

Results are given for the binding energy EB (in eV/atom), equilibrium bond distance, de in Å, average magnetic spin and orbital
moments per atom μ̄S

δ and μ̄L
δ (in μB/atom), along the different axes of magnetization δ = (x, y, z) including the spin-orbit interac-

tion. Additionally, the easy(hard) axes of magnetization and magnetic anisotropy energy per atom(MAE, in meV/atom) between the
easy and hard magnetic directions are also shown

215   Page 6 of 18 Journal of Nanoparticle Research (2020) 22: 215



Table 2 Structural, electronic, and magnetic properties of CoPt trimers

Trimer EB μx μy μz Lx Ly Lz Seasy Shard MAE

Pt3 2.194 0.51 0.04 0.51 0.37 0.01 0.37 xy y 0.78

Pt3 2.111 0.73 − 1.14 0.29 − 0.66 x z 29.32

CoPt2 2.281 0.94 0.92 0.93 0.22 0.05 0.23 z x 1.69

CoPt2 2.197 1.40 − 1.30 0.29 − 0.14 z x 1.02

Co2P t 2.166 1.73 1.71 1.71 0.22 0.11 0.22 z y 0.43

Co2P t 1.919 1.76 − 1.84 0.21 − 0.33 z x 6.22

Co3 1.809 2.09 2.11 2.08 0.23 0.11 0.15 x y 2.00

Results are given for the binding energy EB (in eV/atom), equilibrium bond distance de (in Å), and local average magnetic spin and
orbital moments μS

δ and μL
δ (in μB ), along the different axes of magnetization including the spin-orbit interaction. Additionally, the

magnetic anisotropy energy (MAE, in meV/atom) between the easy and hard magnetic directions is also shown

an average spin magnetic moment of μ = 0.51μB

along the easy axis (x-axis) in agreement with previ-
ous calculations (Błoński et al. 2011). Notice that this
trimer exhibits a non-collinear magnetic arrangement
between both spin and orbital moments (see Table 2)
with meaningful local orbital moments (∼ 0.37 μB )
but a reduced net total magnetic moment due to
the non-collinearity. Non-magnetic similar structures
were found by other methods (Xiao and Wang 2004;
Yang et al. 1997) with bond distances ranging from

2.47 to 2.58 Å. The next excited state is the linear
chain from which one finds a shorter bond length d =
2.35 Å and larger magnetic moments (μ̄ = 0.73μB ).
A closer inspection shows slightly larger values of the
magnetic moment at the central atom in comparison
with the atoms at the edges but it continues showing
a non-collinear texture between the spin and orbital
moments. This is mainly a consequence of a charge
transfer of the d electrons from the central atom to the
other two atoms.
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A single Co substitution (CoPt2) yields the isosce-
les triangle to be the ground-state structure with inter-
atomic distances of dPtPt = 2.52 Å and dCoPt = 2.31 Å
respectively. The first excited structure is the linear
chain with a central Co atom and two Pt atoms at
the edges. Notice, that in this case, the Co–Pt bond
length is quite shorter (dPtCo = 2.19 Å) in compari-
son with the Co–Pt distances found in the Pt3 linear
chain (2.35 Å) and the CoPt2 triangle (2.31 Å). Further
Co substitution (Co2Pt) in the isosceles triangle struc-
ture prevails as the ground-state but the Co–Co bond is
the shortest dCoCo = 2.06 Å. The linear chain isomer
of the Co2Pt cluster favors the Co–Co bond having
large magnetic moments. Finally, for Co3 the lowest
energy structure is also an isosceles triangle with two
bonds d = 2.07 Å and d = 2.25 Å. Other DFT cal-
culations (Fan et al. 1997; Castro et al. 1997) yield
the same structure with similar bond distances 2.12–
2.43 Å and 2.19–2.25 Å. Concerning the composition
dependence of the binding energy, EB , one observes
a non-monotonous behavior having the CoPt2 cluster
the largest binding energy. This reflects the fact that
the CoPt bonds are the strongest.

The average magnetic spin moment per atom in the
trimers is μ = 0.51μB for Pt3 and increases with Co
content up to μ = 2.09μB for Co3. On the other hand,
notice that the local spin magnetic moment in the Pt
atoms decreases upon Co doping and reaches its max-
imum value for Co2Pt. In contrast, the orbital moment
decreases upon Co substitution from 0.37 μB (Pt3) to
0.11 μB (Co3) as a result of the weakening of the
spin-orbit interaction.

In the pure clusters, the local spin moment is close
to μT , which indicates that the spin polarization is
dominated by the d-electrons and that spill-off contri-
butions are not important. For example, in the case of
Co3, one finds μ3 = 1.88μB and μ1 = μ2 = 1.94μB ,
the former having the largest number of d-holes. In
comparison with the dimers, one observes narrower
orbital moments with small variations as a function of
the Co content but still substantial (0.14–0.3 μB ).

As soon as mixed CoPt bonds are present for inter-
mediate concentrations, the local Co moments are
enhanced beyond 2μB . This is mainly due to a charge
transfer from Co to Pt (increase of the number of Co d

holes) as already observed in the dimer. Quantitatively,
the local μCo and μPt in mixed trimers are similar,

though somewhat smaller, to the corresponding values
in the CoPt dimer.

Tetramers

Results for the low-lying isomers of the CoPt
tetramers are reported in Table 3. The most stable
structures (ground and first low-lying isomer) turn out
to be rhomboidal-like or distorted tetrahedral geome-
tries. In the case of Pt4, we obtain that the optimal
structure is a non-planar distorted rhomboid with
EB = 2.52 eV and bond lengths dα,β = 2.51–2.53 Å.
Previous ab initio studies on Pt clusters reported the
distorted tetrahedron as the ground-state (Kumar and
Kawazoe 2008) structure. In our study, such structure
is 39 meV higher in energy than the mentioned ground
state. Moreover, such a structure exhibits a non-
collinearity between the spin and orbital moments. It
is important to mention that including spin-orbit inter-
action yields to a stabilization of the planar rhombus
geometry (Błoński et al. 2011). Thus, the closest iso-
mer is found to be a planar symmetric rhomboid with
a bond length of d = 2.52 and �E = 8 meV. It should
be noticed that in the case of Pt4 Xiao and Wang
(2004) obtained a rhombus with binding energy EB =
2.62 eV and for the two bond distances d = 2.51,
2.58 Å. In contrast, the calculations by Yang et al.
(1997) yielded a perfect tetrahedron with d = 2.64 Å
and with binding energy EB = 2.51 eV.

The binding energy shows a non-monotonous
dependence on the Pt concentration, which was already
found for smaller cluster sizes. In fact, the largest
binding energies correspond to the Co2Pt2 and CoPt3
clusters with EB = 2.76 eV and EB = 2.66 eV
respectively. Notice that it is in these structures in
which the largest number of CoPt bonds are formed.
For instance, Co2Pt2 is found to be the most stable of
all compositions. It has 4 Co–Pt and 1 Co–Co bonds.
Replacing a Pt by a Co atom to obtain Co3Pt implies
replacing 2 CoPt bonds by two weaker CoCo bonds
(see Table 3 for Co3Pt). Therefore, EB changes signif-
icantly. The second most stable cluster is CoPt3 having
3 Co–Pt and 2 Pt–Pt bonds. In this case, the bind-
ing energy of the Pt–Pt bond is close to that of the
Co–Pt bond (see the results for the dimer) and as a
consequence Co–Pt3 and Co2Pt2 clusters have similar
binding energies.

215   Page 8 of 18 Journal of Nanoparticle Research (2020) 22: 215



Table 3 Structural, electronic, and magnetic properties of CoPt tetramers

Tetramer EB μx μy μz Lx Ly Lz Seasy Shard MAE

Pt4 2.522 0.62 0.70 0.04 0.33 0.35 0.00 y x 14.80

Pt4 2.520 0.47 0.68 .70 0.30 0.36 0.23 y x 9.33

Pt4 2.520 0 0 0 0 0 0 z y 17.57

Pt4 2.483 0.69 0.69, 0 0.69 0.23 0.23, 0 0.23 xy xyz 2.46

Pt4 2.164 − 0.45 0.76 − 0.25 0.26 z y 41.08

CoPt3 2.662 1.08 1.06 1.02 0.31 0.37 0.09 y x 10.08

CoPt3 2.555 0.99 1.01 1.01 0.18 0.25 0.25 yz x 14.95

CoPt3 2.126 1.03 − 0.72 0.20 − 0.24 z x 42.19

Co2P t2 2.760 1.38 1.39 1.37 0.23 0.14 0.09 y z 7.84

Co3P t 2.499 1.66 1.66 1.66 0.22 0.15 0.15 x z 2.72

Co4 2.276 2.21 2.21 2.21 0.18 0.10 0.15 x y 1.37
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Table 3 (continued)

Tetramer EB μx μy μz Lx Ly Lz Seasy Shard MAE

Co4 1.725 2.26 − 2.26 0.18 − 0.29 z x 1.15

Results are given for the binding energy EB (in eV/atom), equilibrium bond distance de (in Å), and local average magnetic spin and
orbital moments μS

δ and μL
δ (in μB ), along the different axes of magnetization including the spin-orbit interaction. Additionally, the

magnetic anisotropy energy (MAE, in meV/atom) between the easy and hard magnetic directions is also shown

Concerning the spin magnetic moments, one
observes approximately a linear dependence of μT as
a function of Pt filling. In general, the substitution of a
Co by a Pt atom results in a decrease of �μT = 0.25
(see Table 3). The local moments μCo show the famil-
iar enhancement due to Co-to-Pt d-electron charge
transfer, which increases the number of d holes and
allows for the development of μCo � 2.1–2.3μB . In
addition, the presence of Co in ComPtn does not pro-
duce a significant increase in the local Pt moment
(see the results for CoPt3 and Co2Pt2). The value
of the magnetic moment at the Pt atoms due to the
Co proximity is mainly conditioned by charge trans-
fer from Co-to-Pt. Riu-Juan et al. (2007) obtained a
very different magnetic behavior for the Co2Pt2 clus-
ter, in particular for the local moments at the Pt atoms.
In fact, in that calculation, the magnetic moments
of Pt atoms vanish for the tetrahedral structure and
show antiferromagnetic coupling in the rhomboidal
structure.

We observe the general trend that the values of the
local moments are dominated by the Co-to-Pt charge
transfer. Indeed, in contrast to smaller sizes, μT does
not increase with increasing Co content (see the results
of CoPt4 and Co2Pt3). Notice that this particular
behavior is mainly due to the electronic characteristics
at the Pt atoms. In the case of CoPt4, the charge trans-
fer to the Pt atom is � 0.17 electrons yielding μPt �
0.91μB while for Co2Pt3 the charge transfer to the
Pt atoms is larger (� 0.46) yielding a smaller μPt �
0.46μB. For larger Con content (n > 2), the local Co
moments dominate and μN increases monotonically
with increasing Co concentration. The ground-state
structure of Co4 is similar to those found in previous
DFT calculations (Fan et al. 1997; Castro et al. 1997;
Pereiro et al. 2001; Mlynarski et al. 1999) which is a

perfect rhomboid structure. The orbital moments con-
tinue to provide an important contribution to the total
magnetic moment (0.18–0.35 μB )

Pentamers

In Table 4, the results for the ConPtm pentamers are
summarized. Although all possible cluster topologies
(20 structures) were considered as starting geome-
tries for each composition, only three different corre-
spond to the low-lying isomers. One of them is planar
(capped-distorted-square (CDS)) and the other two
are three-dimensional and highly coordinated (trigo-
nal bipyramid (TBP) and the square pyramid (SP)).
In most cases, the starting low coordinated structures
transform into compact structures after the relaxation.
The only planar ground-state structure corresponds to
Pt5 as can be seen in Table 4. Here, we found that
the optimal geometry with a binding energy of EB =
2.78 eV is formed by a distorted square plus an isosce-
les triangle. This result is in good agreement with
previous calculations (Błoński et al. 2011; Kumar and
Kawazoe 2008). It is also interesting to note that this
structure exhibits a small non-collinearity between
the spin and orbital moments with average magnetic
moments of μ̄S =0.34 and μ̄L =0.27 μB respectively
which are meaningful for a pure Pt structure. Interest-
ingly, three-dimensional structures are formed upon
Co doping having more complex magnetic textures as
discussed below.

With regard to the structural stability, the binding
energy EB of the clusters increases monotonously as
the number of Co–Pt or Pt–Pt bonds increases reach-
ing the maximum at Co2Pt3 which has 6 Co–Pt bonds,
2 Pt–Pt bonds, and 1 Co–Co weak bond, then the
binding energy decreases upon Co substitution, e.g.,
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Table 4 Electronic and magnetic properties of ComPtn pentamers

Pentamer EB μ̄S
x μ̄S

y μ̄S
z μ̄L

x μ̄L
y μ̄L

z Measy Mhard MAE

Pt5 2.787 0.24 0.25 0.34 0.16 0.13 0.27 z x 5.04

Pt5 2.739 0.63 0.56 0.6 0.27 0.19 0.27 y x 7.21

CoPt4 2.875 1.08 1.09(xy) 1.07 0.23 0.22(xy) 0.26 x z 3.79

CoPt4 2.871 0.85 0.9 0.94 0.17 0.11 0.23 z x 9.13

Co2P t3 2.923 1.16 1.1 1.18 0.12 0.08 0.16 z x 7.99

Co2P t3 2.901 1.32 1.32 1.34 0.15 0.16 0.18 y z 11.40

Co3P t2 2.900 1.32 1.35 1.33 0.05 0.07 0.12 x z 2.10

Co3P t2 2.881 1.547 1.531 1.551 0.164 0.135 0.140 y z 0.67

Co4P t 2.854 1.78 1.78 1.79 0.14 0.11 0.12 x z 2.98

Co4P t 2.713 1.57 1.57 1.57 0.1 0.12 0.13 yz x 0.75
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Table 4 (continued)

Pentamer EB μ̄S
x μ̄S

y μ̄S
z μ̄L

x μ̄L
y μ̄L

z Measy Mhard MAE

Co5 2.582 2.23 2.23 2.24 0.13 0.13 0.15 z x 0.13

Results are given for the binding energy EB (in eV/atom), average magnetic spin and orbital moments μ̄S
δ and μ̄L

δ (in μB ), along the
different axes of magnetization δ = (x, y, z) including the spin-orbit interaction. Additionally, the easy(hard) axes of magnetization
and magnetic anisotropy energy per atom(MAE, in meV/atom) between the easy and hard magnetic directions are also shown

Co3Pt2 which has 6 Co–Pt bonds and 3 Co–Co bonds.
It is important to remark that, in most cases, the exci-
tation energies of the first excited isomers are small
(�E � 0.01 − 0.03 eV/atom) since, for each Co con-
centration, the number of the CoPt or PtPt bonds is
very similar (see Table 4).

Regarding the magnetic properties, we observe the
general trend that the values of the local spin and
orbital moments are dominated by the Co-to-Pt charge
transfer. Indeed, in contrast to smaller sizes, μN does
not increase with increasing Co content monotonously
(see the results for CoPt4 and Co2Pt3 and Co3Pt2
where μN has a similar same value). Notice that this
particular behavior is mainly due to the electronic
characteristics at the Pt atoms. In the case of CoPt4,
the charge transfer to the Pt atom is � 0.17 elec-
trons yielding μPt � 0.91μB while for Co2Pt3 the
charge transfer to the Pt atoms is larger (� 0.46) yield-
ing a smaller μPt � 0.46μB. For larger Con content
(n > 2), the local Co moments dominate and μN

increases monotonically with increasing Co concen-
tration. The orbital moments range from 0.27 μB /atom
for Pt5 to 0.15 μB /atom for Co5 going through a min-
imum for Co3Pt2 (0.05 μB /atom). This is consistent
with the interplay between the spin-orbit strength of
Pt and Co, since the former yields to strengthen the
orbital moment while the latter gives small values.

Larger alloy ConPtm clusters sizes, n + m ≤ 9

In order to obtain further insights regarding the routes
of the alloy metal CoPt cluster growing, one needs
to explore larger cluster sizes to establish possible
trends. Thus, we take larger cluster sizes and consider

ConPtm aggregates having up to 9 atoms. Taking into
account both the chemical composition and the mag-
netic order, as the cluster size increases the number of
isomers increases thereof. Therefore, ascertaining the
ground-state structure becomes a rather complex and
exhaustive task since many low-lying structures with
small energy differences between them may coexist.
Now that we are interested in providing general bias
of the structural and magneto-anisotropy properties of
the alloy CoPt clusters, the detailed discussion of all
the isomers is beyond the scope of the present study,
then the ground-state structure for each cluster size is
only discussed.

The ground-state structure for the cluster having six
atoms turns to be the Co2Pt4 aggregate which repre-
sents a cluster with a Pt concentration of 67%. Even
more, the structural stability seems to be marginally
non-affected for Pt concentrations above the 34%
(m ≥ 2), the binding energy as a function of the
Pt content shows a plateau-like behavior as it can be
appreciated in Fig. 1.

The ground-state structure reflects a tetrahe-
dral symmetry that resembles the three-dimensional
square-pyramid structure of the Co2Pt3 first excited
isomer, for what the six-atom cluster can be seen
as “extension” of the former structure (Co2Pt3) with
one more Pt atom. Notice that the energy dif-
ference between the ground-state (trigonal-pyramid
structure) and the first low-lying isomer for Co2Pt3
is rather small, 22 meV/atom only (see Table 4).
Slightly smaller distances in the Co–Co bondings
(2.3–2.44 Å) compared with the Pt–Pt ones (∼ 2.56
Å) are observed. The average spin magnetic moment
amounts to 1.12 μB which is smaller than in the
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five-atom cluster due to the “extra” Pt atom while
the local orbital moment remains unchanged (0.16
μB/atom). Notice that it exists a small non-
collinearity between the spin and orbital moments that
was not observed in the five-atom structure. From
the seven-atom cluster and larger sizes, it is possi-
ble to infer some growing pattern. The clusters form
compact core-shell structures keeping the tetragonal
symmetry. The Co atoms constitute the core of the
cluster while the Pt atoms stay in the outer shell
keeping a ratio between Co and Pt close to 50–50%.
This growing pattern keeping this rate on its chemical
composition has been theoretically predicted for CoPt
nanoparticles having larger cluster sizes (N = 20−50
atoms) in which the icosahedral-like structures are
expected to pop up (Barcaro et al. 2010). The binding
distances and the total magnetic moment of the cluster
undergo small variations as a function of the size. The
average spin(orbital) moment ranges from 1.13 to 1.37
(0.12–0.16) μB respectively as it can be appreciated
in Table 5.

Magnetic anisotropy, orbital moments, and spin
reorientation transitions

The magnetic anisotropy (MAE) is, together with the
saturation magnetization, one of the main charac-
teristics of any magnetic material. It determines the
low-temperature orientation of the magnetic moments
with respect to the structure of the system and the
stability of the magnetization direction with respect
to temperature fluctuations or external fields. These
are properties of crucial importance in technological
applications such as magnetic recording or memory
devices, where one aims to pin the magnetization
to a given direction in space. In the following, we
present our results regarding spin and orbital magnetic
moments of ConPtm clusters having 3 ≤ n + m ≤
5 atoms as a function of the Pt content. The average
total magnetic moment linearly reduces upon the Pt
doping and it occurs in a smoother fashion as the clus-
ter size increases. Figure 2 shows the results for the
spin moment 2〈S〉 and total moment μT = 2〈S〉+〈L〉

Table 5 Electronic and magnetic properties of ComPtn for 6 ≤ n + m ≤ 9

Cluster EB μ̄S
x μ̄S

y μ̄S
z μ̄L

x μ̄L
y μ̄L

z MAE

Co2P t4 3.267 1.13 1.15 1.12 0.17 0.16 0.14 7.65

Co3P t4 3.399 1.17 1.19 1.22 0.17 0.12 0.15 5.86

Co4P t4 3.585 1.37 1.37 1.36 0.13 0.13 0.16 2.26

Co4P t5 3.645 1.22 1.22 1.23 0.16 0.16 0.15 2.91

Results are given for the binding energy EB (in eV/atom), average magnetic spin and orbital moments μ̄S
δ and μ̄L

δ (in μB ), along the
different axes of magnetization δ = (x, y, z) including the spin-orbit interaction. Additionally, the easy(hard) axes of magnetization
and magnetic anisotropy energy per atom (MAE, in meV/atom) between the easy and hard magnetic directions are also shown
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Fig. 2 Spin moments 2〈S〉 and total magnetic moments 2〈S〉+
〈L〉 of ConPtm having 3 ≤ n + m ≤ 5 atoms as a function of Pt
doping m

(spin plus orbital) as a function of Pt doping for differ-
ent cluster sizes. It is also important to notice that the
orbital moment 〈L〉 contributions to the total moment
μT = 2〈S〉 + 〈L〉 amount to about 15–20% (〈L〉 =
0.2−0.3μB). Significant values of the orbital moment
μL

P t at the Pt atoms are usually obtained (0.3–0.6 μB).
In Fig. 3, the MAE of ConPtm, n + m ≤ 9 for the

clusters is shown. The results correspond to the opti-
mal structures discussed in the previous section. First,
notice the remarkable large values of the obtained
MAE’s for Pt-rich clusters (up to 22 meV/atom for
Pt2) and modest values for the Co-rich aggregates
(MAE =2.67 meV/atom for Co2). Second, a disperse
concentration dependence is observed for the mixed
and pure Pt clusters. Interestingly, robust MAE values
are found for the larger clusters sizes (N ≥ 6 atoms),
7.65 meV/atom and 5.86 meV/atom for Co2Pt4 and
Co3Pt4 respectively, then it reduces to 2.26 meV/atom
and 2.91 meV/atom for Co4Pt4 and Co3Pt5. The pure

Fig. 3 Magnetic anisotropy energy of ConPtm (n + m ≤ 9)
as a function of Pt doping m for the ground-state structures.
The MAE is calculated as the difference in energy between the
easy and hard axis of magnetization which is different for each
cluster (see Tables 1, 2, 3, 4, and 5)

Co aggregates exhibit a smoother cluster-size depen-
dence together with smaller variations in the MAE
behavior (0.13–2.67) meV/atom. Moreover, the same
interesting spin-reorientation transitions are observed
while increasing the cluster size. By analyzing the
ground-state structures, one can observe an alternat-
ing easy axis of magnetization for ConPtm ≥ 3 from
the Z direction to Y direction of magnetization. The
spin-reorientation transitions also can be observed in
a cluster of a given size as a function of the Pt doping.
For instance, for N = 5, from pure Co (m = 0) the
MAE oscillates and alternates the direction of magne-
tization (easy axis) changes from Z direction to the X

direction (see Table 4). Spin reorientation transitions
are also observed in smaller cluster sizes (e.g., from
N = 3 and N = 4). The easy-axis direction is the
result of different competing interactions (exchange,
spin-orbit strength), chemical order, and geometrical
structure symmetry, thus a simple a priori estimation
is not possible. For instance, canted-easy axes of mag-
netization are found for clusters having 6 ≤ N ≤ 9
atoms.

Nevertheless, the microscopic origin of the large
values of the MAE (m = 3 for N =4, m = 3 for N = 5
or m = 4 for N = 6) can be clarified by analyzing the
number of CoPt or PtPt bonds having large magnetic
moments at the Pt atoms (e.g., � 0.91μB for N = 5
and m = 3) which are the largest for these clusters.
Notice that this trend is also followed by the binding
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energy. One concludes that the Pt magnetic moments,
which are induced by the adjacent Co moments, and
the associated spin-orbit interactions at the interface
Pt atoms are probably the most important micro-
scopic source of the giant MAE observed in ConPtm.
One therefore expects that reducing the cluster dimen-
sions and the coordination number (open structures) the
MAE should increase significantly due to the increase
of the moments at the Pt atoms. This can clearly be
observed in the case of Pt3 and Pt4 linear chains having
MAEs of 29 and 41 meV/atom respectively.

Conclusions

In conclusion, a comprehensive study regarding the
magneto-electronic properties was performed in small
alloy CoPt clusters having N ≤ 9 atoms. In particu-
lar, the MAE shows a non-monotonous and non-trivial
dependence as a function of chemical composition and
cluster size that opens new possibilities of tailoring
their magnetic behavior in functionalized materials for
specific applications. Besides unraveling the ground-
state structures together with identifying easy and
hard magnetization axes and quantifying the strength
of the MAE, the results revealed remarkable multi-
axial behaviors and discontinuous spin-reorientation
transitions, which depend critically on the cluster
composition and dimensionality. Moreover, a growing
pattern can be identified showing a tendency to form
planar structures for small clusters (N ≤ 4) and three-
dimensional compact core-shell structures for larger
sizes. The observed trends and the microscopic under-
standing derived in this work are expected to shed
some light on the magneto-anisotropic properties of
CoPt alloys in the range of relevant sizes for the appli-
cations. For instance, it should be possible to control
and optimize the spin and orbital moments, their order,
and magnetic anisotropy by varying the 3d/5d content
as well as the distribution of the components within
the clusters.
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