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The structural, electronic, and magnetic properties of the Nd-doped Rare earth aluminate, La1−xNdxAlO3 (x = 0%
to 100%) alloys are studied using the full potential linearized augmented plane wave (FP-LAPW) method within the den-
sity functional theory. The effects of the Nd substitution in LaAlO3 are studied using the supercell calculations. The
computed electronic structure with the modified Becke–Johnson (mBJ) potential based approximation indicates that the
La1−xNdxAlO3 alloys may possess half-metallic (HM) behaviors when doped with Nd of a finite density of states at the
Fermi level (EF). The direct and indirect band gaps are studied each as a function of x which is the concentration of Nd-
doped LaAlO3. The calculated magnetic moments in the La1−xNdxAlO3 alloys are found to arise mainly from the Nd-4f
state. A probable half-metallic nature is suggested for each of these systems with supportive integral magnetic moments and
highly spin-polarized electronic structures in these doped systems at EF. The observed decrease of the band gap with the
increase in the concentration of Nd doping in LaAlO3 is a suitable technique for harnessing useful spintronic and magnetic
devices.
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1. Introduction
Compounds with perovskites structure, ABX3 have

been the subject of tremendous study due to their diverse
applications.[1,2] These applications range from ferro- and
piezoelectricity,[3] high electronic and ionic conductivity, di-
verse magnetism, colossal magnetoresistive effects,[4] to para-
electricity and superconductivity. Single crystalline substrates
of RAlO3 alloys such as LaAlO3 and YAlO3 are commonly
used for the epitaxy of thin films such as high-temperature su-
perconductor (HTSC), magnetoresistive materials, and GaN
films.[5] The effects of doping on the structural, electronic,
transport, magnetic, and specific heat properties in 4d per-
ovskites were studied by Zhang et al.,[6] where YAlO3 doped
with Yb-2p or V-4p was proposed as a material for tun-
able solid-state laser.[7,8] Dielectric permittivities with ‘high-
quality factor’ are of prime interest among rare earth alu-
minates as they are appropriate for dielectric resonators and
substrates for microwave components.[9–11] Recent develop-

ments in electronics,[12] optics,[13] and energy conversion
applications[14] using the ABO3 type of perovskite compounds
have aroused the renewed interest in this field. LaAlO3 is
used as the superconductive substrate, superconducting mi-
crowave devices, and high k gate oxide to replace silicon diox-
ide (SiO2) because of its good dielectric characteristics, and
thermal properties.[15] At room temperature, LaAlO3 is stable
in the rhombohedral structure with R3c space group. By using
LaAlO3 as a host material for phosphor where it is doped with
transition metals for multiferroic properties, the LaAlO3 turns
into an important material to be explored theoretically as well
as experimentally.[13] Limited studies have been observed to
date on the ferromagnetic and optical properties of the transi-
tion metal-doped LaAlO3.[16–18] Hong-Sheng et al. studied the
modification of the band gap in β -SiC and reported the change
from indirect to direct band gap and the decrease of the energy
band gap with doping the N-atom for the C atom.[19] Fang et
al. have satisfactorily explained the manifestation of an addi-
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tional absorption peak in the experiments through the doping
studies of KMgF3.[20] On the other hand, Shu-Lai et al. have
analyzed the weakening of the magnetic moment and mag-
netic stabilized energy in defective graphene with the hydro-
gen chemisorbed single-atom vacancy (H-GSV).[21] The de-
crease in the conductivity of ZnO was predicted and compared
with the experimental results by Hou Qing-Yu et al.[22] using
the pseudopotential method. Optical properties of TiO doped
with two atoms were studied by Wang Qing et al.[23] and Shi-
Bin et al. studied the effect of polarization doping of AlGaN
and predicted that it is a more efficient doping technique.[24]

Zylberberg and Ye[25] have studied the dielectric properties of
bismuth-doped LaAlO3 to correlate the higher dielectric prop-
erties using the high polarizability of the Bi3+ ion with a lone
electron pair. Conversely, the structural and optoelectronic
properties were studied by Murtaza and Ahmad[26] to explain
the shift from the indirect to direct band gap under pressure
for LaAlO3. Namjoo et al.[27] have studied the structural, elec-
tronic and optical properties of InAs, InSb, and their ternary al-
loys, InAsxSb1−x (x = 0.25,0.5,0.75) within the density func-
tional theory using the modified Becke–Johnson exchange–
correlation functional (mBJ-LDA),[28] to report the concen-
tration at which the minimum band gap occurs. In addition,
LaAlO3 having the structure, Pm-3m is the stablest structure
at its ground state which is favorable for making layered struc-
tures and doped structures for technological application. As
LaAlO3 and NdAlO3 are already studied and reported as suit-
able candidates for optoelectronic devices, we attempt to see
the significant changes in its electronic structure and phase
transitions as we vary the atoms from La to Nd.

2. Method of calculation

The calculations reported here are carried out using the
ab initio full-potential linearized augmented plane wave
(FP-LAPW) method[29,30] as implemented in the WIEN2k
code,[31] which is one of the most efficient methods of
calculating and simulating the ground state properties of
materials.[32] Owing to the flexible basis sets in the intersti-
tial and near atomic centers, this method is well suited for
open structures with low symmetry. The exchange potential
was calculated using the modified Becke–Johnson exchange
potential[28–38] and the core states were treated relativistically
while the valence states were treated with a scalar relativis-
tic approximation. We employ well-converged basis sets, de-
fined by RminKmax = 7.0, where Rmin is the smallest sphere
radius and Kmax is the interstitial plane-wave cutoff. Local or-
bitals were employed to include the semi-core states and to ef-
ficiently linearize the s and p states of the Al and O atoms.[39]

A supercell approach[40] was used for doping LaAlO3 with
the Nd atoms where it was constructed by substituting one Nd
atom in place of the La atom within the unit cell of LaAlO3.
We generate 8 La atoms using supercells with the 2× 2× 2
configuration and the Nd element is doped at the La site within
the unit cell of LaAlO3 as La1−xNdxAlO3. The x compositions
are varied such as 25% (2/8), 50% (4/8), 75% (6/8), and 100%
(8/8), respectively, as shown in Figs. 1(a)–1(e). When dop-
ing, the system undergoes structural phase transition[41] from
the space group, Pm-3m to the space group,P4/mmm. The Nd
atom has 4f electrons which contribute to the electronic and
magnetic feature of the doped system.
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Fig. 1. Fig. 1. Supercells of the La1−xNdxAlO3 alloys with (a) x = 0% or (0/8), (b) x = 25% or (2/8), (c) x = 50% or (4/8), (d) x = 75% or (6/8), and (e)
x = 100% or (8/8).
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3. Results and discussion
3.1. Volume, bulk modulus, pressure derivative, and energy

The total energies of the La1−xNdxAlO3 alloys are calculated each as a function of the volume using the full potential
linearized augmented plane wave method, where the plots of the calculated total energies versus the reduced volume for these
alloys are given in the following Figs. 2(a)–2(e).
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Fig. 2. Fig. 2. Plots of energy versus volume for La1−xNdxAlO3 alloys with (a) x = 0% or (0/8), (b) x = 25% or (2/8), (c) x = 50% or (4/8), (d) x = 75% or
(6/8), (e) x = 100% or (8/8), and (f) plot of the percentage of Nd doping vs volume for the La1−xNdxAlO3 alloys.

The calculated total energies are fitted to the Murnaghan’s
equation of state[42] to determine the ground state properties,
such as the equilibrium volume (V ), the bulk modulus (B),
its pressure derivative (BP), and energy (E). The calculated

equilibrium parameters such as V , B, BP, and E, are given in
the following Table 1, which also contains the available ex-
perimental and theoretical results for comparison with other
literatures.[43–45]

067100-3



Chin. Phys. B Vol. 25, No. 6 (2016) 067100

Table 1. Lattice parameters of the La1−xNdxAlO3 alloys, volume, bulk modulus, pressure derivatives, and energy.

La1−xNdxAlO3 Volume/a.u.3 B/GPa BP Energy/Ry

x = 0% 376.0695 206.4012 6.1550 −17933.27
375.7952[43] 196.03[45] 4.1506[43] −17933.27[45]

185.63[45]

368.2565[44] 195.76[45]

190[44]

x = 25% 1493.2134 259.4682 14.5616 −73997.87
x = 50% 737.3292 189.1335 4.2217 −38131.31
x = 75% 1685.0617 1673.0579 46.7058 −78527.22

x = 100% 359.8465 180.7324 4.8296 −20198.03

We find that the volume of the system increases, in gen-
eral from 1493.2134 a.u.3 at 25% to 1685.0617 (a.u.)3 at
75% doping of Nd in LaAlO3. Also at doping levels of 0%,
50%, and 100%, the volumes are found to be 376.0695 a.u.3,
737.3292 a.u.3, and 359.8465 a.u.3, respectively. A similar
trend in the bulk moduli and the respective derivatives of the
bulk moduli are also observed as shown in Table 1. Similarly,
the bulk moduli of the La1−xNdxAlO3 alloys are found to have
a relative increase of 25%, a relative decrease of 8.37%, a rel-
ative increase of 710%, and a relative decrease of 14.20%, re-
spectively, from x = 0% to x = 25%, 50%, 75%, and 100% of
Nd doping. These changes can be attributed to the size differ-
ence or the mismatch of the size of the crystallites with doping

and similar trends in the pressure derivatives and energies are
also observed in these systems.

3.2. Density of states

For La1−xNdxAlO3 (at x = 0%), the densities of states
(DOSs) respectively, in the spin-up and spin-down configu-
rations show similar features where the top of the valence
band extending from −3.0 eV to the Fermi level (EF) is domi-
nated mostly by the O-2p state hybridized with the Al-2p state.
Conversely, the conduction band which starts from 4.5 eV is
mainly composed of the 4f orbital. In all the dopant concen-
trations, the orbital character of the valence band is primarily
derived from the O-2p state orbital.

(a)

(b)

(c)

(d)

(e)

(f)

-6 -4 -2 0 2 4 6 -6 -4 -2 0 2 4 6

-6 -4 -2 0 2 4 6 -6 -4 -2 0 2 4 6

-6 -4 -2 0 2 4 6

-6 -4 -2 0 2 4 6

Energy/eV

Energy/eV

Energy/eV

Energy/eV

Energy/eV

Energy/eV

spin–up

spin–up

spin–up

spin–up

spin–up

spin–up

spin–down

spin–downspin–down

spin–down

spin–down

spin–down

La
↩x
Nd

x
AlO

3
(for x/%↽

La
↩x
Nd

x
AlO

3
(for x/%↽

La
↩x
Nd

x
AlO

3
(for x/%↽

La
↩x
Nd

x
AlO

3
(for x/%↽

La
↩x
Nd

x
AlO

3
(for x/%↽

La
↩x
Nd

x
AlO

3
(for x/%↽

La–d
La–f
Al–p
O–s
O–p

La
↩x
Nd

x
AlO

3
(for x/%↽

La
↩x
Nd

x
AlO

3
(for x/%↽

Nd–f
La–f
Al–p
O–p

O–p
O–p

O–p

Al–p

Al–p

Al–p
Nd–f

La
↩x
Nd

x
AlO

3
(for x/%↽

La
↩x
Nd

x
AlO

3
(for x/%↽

La–f

Nd1–f
Nd2–f

-16

-8

0

8

16

D
O
S
/
e
V

D
O
S
/
e
V

D
O
S
/
e
V

D
O
S
/
e
V

D
O
S
/
e
V

D
O
S
/
e
V

-80

-40

0

40

80

-20

-10

0

10

20

-20

-10

0

10

20

-40

-20

0

20

-40

-20

0

20

40

Nd–f
La–f

Fig. 3. (color online) (a) Total DOS plots of the La1−xNdxAlO3 alloys (0% < x < 100%); the partial DOS plots of the La-d, La-f, Al-p, O-s, and O-p states
of the La1−xNdxAlO3 alloys at x = 0% (b), 25% (c), 50% (d), 75% (e), and 100% (f).

For La1−xNdxAlO3 (at x = 25%), in both the spin-up and

spin-down channels the lower parts of the valence band remain

unchanged with contributions from the O-2p state hybridized

with the Al-2p states. The Nd-4f state contributions are ob-

served from −0.5 eV to EF in the spin-up configuration with

a sharp peak at −0.4 eV as shown in Fig. 3(b). In the spin-up

channel, the contribution due to the Nd-4 f state is observed

between 1.75 eV and 4.0 eV with peaks at 2.9 eV in both spin

channels and at 3.4 eV in the spin-down channel, and at 4 eV

in the spin-up channel, respectively. In both spin channels,

the La-4f states contribute between the energies of 4.6 eV to

5.3 eV. For La1−xNdxAlO3 (at x = 50%), it is observed that

the core and lower valence bands from −5.4 eV to −1.1 eV

consist of mainly the Nd-4f states. Sharp peaks due to the

Nd-4f states are observed at −1.6 eV and −1.2 eV in the spin-

up configurations, respectively. At EF the sharp peak due to
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the Nd-4f state electrons is observed in the spin-up channel.
Further peaks are also observed at 2.3 eV in the spin-down
configuration, and at 2.4 eV in the spin-up configuration due
to the Nd-4f state orbitals, respectively. Conversely, the La-4f
state contributions are observed within an energy range from
3.5 eV to 4 eV with sharp peaks at 3.8 eV in both the spin up
and spin down channels.

3.3. Band structure, energy band gap, and magnetic mo-
ment

Table 2 shows the variations of the direct and indirect
band gaps of the La1−xNdxAlO3 alloys with concentration.

The band gap is found to decrease with the increase of con-
centration. This is an indication of the fact that the band-gap
of La1−xNdxAlO3 is tunable using the Nd ion in order to turn
LaAlO3 into a promising candidate for optoelectronic applica-
tions. The plots of the concentration of doping with respect to
band gap as displayed in Fig. 3(b) show a sharp decrease in
the magnitude of the band gap for x = 0%, x = 25%, x = 50%,
and x = 75%. As the concentration increases, the Nd-4f ions
are found to contribute to the insulating[46] band gap of the un-
doped LaAlO3 as suggested by the density of states plots for
the La1−xNdxAlO3 alloys as shown in Figs. 3(a)–3(e).

Table 2. Fundamental direct and indirect band gaps of the La1−xNdxAlO3 alloys as compared with the previous results.

Indirect band gap Direct band gap Previous results

La1−xNdxAlO3 Emax/eV Emin/eV ∆Eg/eV Emax/eV Emin/eV ∆Eg/eV Expt. Theor.

x = 0% 0.00M 4.65X 4.65 0.00M 4.65M 4.65 5.6[47] 3.19[48]

x = 25% 0.00Γ 2.7R 2.7 0.00Γ 2.85Γ 2.85

x = 50% 0.10Γ 1.7X 0.60 0.10Γ 1.7Γ 0.60

x = 75% 0.00Γ 1.6X 1.60 0.00Γ 1.6Γ 1.60

x = 100% 0.1Γ 2.10X 2.00 0.1Γ 2.40Γ 2.30

For La1−xNdxAlO3 (at x = 75%), the core and lower va-
lence bands are found to be contributed by the Al-2p and O-
2p state electrons with an energy of up to −1.0 eV. Both the
Nd atoms (Nd-1 and Nd-2) are observed as contributors to the
DOS in the valence region of the spin-up channel with peaks at
−1.5 eV and EF (for Nd-2) respectively. In the spin-up config-
uration, contributions from the Nd-4f states are observed from
1.6 eV to 3.0 eV. The peaks at 1.7 eV in the spin-up channel
and spin-down channel are due to both the Nd-4f states, where
the peak at 1.9 eV in the spin-down channel is due to Nd-1.
Conversely, the peaks at 2.3 eV are due to both Nd atoms in
the spin-down channel and the peaks observed at 2.4 eV are

due to the Nd1 atom in the spin-up channel. Strong hybridiza-
tions between both of these Nd-4f states are observed in both
the valence region and the conduction region whereas the La-
4f states are found to contribute from 3.4 eV to 3.9 eV in both
spin-down channels. The DOS plots show that La1−xNdxAlO3

(at x = 75%) participates in maximum hybridization. At EF,
the contributions of the Nd-4f states are observed in the spin-
up configuration which indicates that this doping configura-
tion is one of the important resulting systems compared with
the remaining configurations. The splitting of the Nd-4f states
could be attributed to the magnetic nature of the systems as
suggested by the magnetic moments shown in Table 3.
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It is clearly seen from the figure that La1−xNdxAlO3

(0% < x < 100%) is a direct band gap material.[47] The sub-
stitution of the Nd atom does not affect the nature (direct band
gap) of the compound but minimizes the gap as shown in
Fig. 4(a). It is observed that for x = 50%, 75%, and 100%
in La1−xNdxAlO3, the spin-down configuration is insulating
whereas the mBJ-based electronic structure results clearly pre-
dict finite DOS at EF, for the spin-up configuration. Hence,
these doped compounds are predicted to be half-metallic in
nature.

In general the major contribution to the DOS of the
La1−xNdxAlO3 (0% < x < 100%) alloys is due to the presence
of the rare earth ion (Nd-4f) particularly near EF which has
made this system an interesting candidate for doping studies.
The direct band gap varies from 4.65 eV to 2.30 eV as shown
in Table 2 and the indirect band gap varies from 4.65 eV to
2.00 eV with the doped Nd percentage in La1−xNdxAlO3 in-

creasing from 0% to 100% as shown in Fig. 5.

Table 3. Calculated spin magnetizations in units of µB of the bulk
La1−xNdxAlO3 alloys and the supercells, on the basis of transition metal
atom La and Nd.

Composition La1, La2/µB Nd-1, Nd-2/µB Total/µB

x = 0% 0.00, – 0.00, – 0.00
x = 25% 0.00, 0.00 2.92, – 3.00
x = 50% 0.00, – 2.93, – 3.00
x = 75% 0.00, – 2.92, 2.92 9.07
x = 100% –, – 2.94, – 3.00

The variations of the magnetic moment with concentra-
tions are presented in Table 3 and Fig. 4(b). The non-magnetic
LaAlO3 at x = 0% is found to exhibit magnetic ground state
when doping with the Nd atoms. The sharp increases in the
magnetic moment at x = 25%, 50%, and 75% and the mag-
netic nature of Nd can be attributed to the manifestation of the
density of states at EF in the spin-up channel.
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The band structures of the La1−xNdxAlO3 alloys at x =

0%, 25%, 50%, 75%, and 100% displayed in Figs. 5(a)–5(e)
show that for the concentrations at x = 25%, 50%, and 75%
the bands are more populated in the valence and conduction
regions. The bands due to the La atoms are observed to be
contributed in the conduction region and hence an insulating
nature of LaAlO3 is observed. With the doping of the Nd-atom
in Figs. 5(a)–5(d), both the spin-up (black) and the spin-down
(blue) bands are plotted. In these cases, the spin-up and spin-
down band structures are metallic and insulating, respectively,
suggesting their possible applications for spintronic devices.

4. Conclusions
In this paper, the spinpolarized modified Becke–Johnson

potential used to calculate the electronic properties of the
La1−xNdxAlO3 alloys with different Nd concentrations (at
x = 0%, 25%, 50%, 75%, and 100%). The observed elec-
tronic structures and the band features are explained each as a
function of the concentration of the Nd-doped atom in LaAlO3

where the Nd-4f state exchange splitting originates from the
magnetic nature of the system. With the band structures of
the spin-up and spin-down configurations exhibiting metallic
and insulating characteristics respectively, this system may be
suitably designed for half metallic magnetic devices. Further-
more, the significant variation of band gap with doping con-
centration may be useful in important spintronic and opto–
electronic applications.
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