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Aluminum and vacancies in a-iron: Dissolution, diffusion, and clustering
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First-principle calculations have been performed to study the electronic structure and energetics of the
dissolution of aluminum in a-iron and the interaction between Al atoms and vacancies (V). We find that the
formation of small V,Al,, complexes (n,m=0-4) is energetically favorable. Their stability is mainly driven by
strong Al-V attractions whereas Al-Al interactions are repulsive. Using ab initio predictions, a rate theory
based model that accounts for the evolution of aluminum and vacancies created upon rapid quenching has been
developed to explore the influence of Al in the presence of the V,Al,, complexes in a-iron. Finally, using the
Le Claire’s diffusion model, the diffusion properties of solute Al are investigated.
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I. INTRODUCTION

The development of low-density steel is a very promising
alternative in order to meet the industrial demand for high-
performance material. Fe-Al based alloys are known as use-
ful materials owing to medium-temperatures corrosion resis-
tance, mechanical strength, and relative low density.'~
However, a large number of properties, such as creep, sinter-
ing, oxidation, and diffusion, are highly sensitive to the type
and concentration of defects as well as the deviation from the
stoichiometry.*=® It is well known that upon rapid quenching
from elevated temperatures, iron aluminides retain a high
concentration of thermal vacancies (V), which frozen, in-
crease their yield strength and hardness at room
temperature.”® The technical application of these alloys is
then restricted presently by poor ductility at low tempera-
tures and low fracture toughness.*’

For that reason, an exact systematic analysis of the defect
formation and their characterization at atomic scale are deci-
sively important for understanding of these systems. Several
theoretical works have already focused on studying the FeAl
intermetallic compounds'®"> and their defects.!®2* Most of
those studies are mainly devoted to ordered structures, such
as B2 or DO;. They have concentrated on determining the
stability and the precise property of the defects (vacancies,
interstitials, impurities, etc.) in FeAl intermetallic alloy.

However, there are few studies related to the role of struc-
tural defects on the electronic structures, magnetic proper-
ties, and atomic bonding in dilute Fe-Al alloys, which should
also help to give a better understanding of their behavior and
mechanical properties. In particular, as these materials are
sensitive to quench-in vacancies,>** the combination of
small radius Al atoms with vacancies has not been fully ad-
dressed and is of a particular interest. Indeed, one can sug-
gest the possibility that V, Al,, clusters can be formed during
the production process and then affect the properties of the
material. The aim of the present work is to investigate the
properties of vacancies and defects in the FeAl system with
the intention of understanding the stability of V, Al,, clusters
in very dilute case. The approach proposed here is to com-
bine ab initio calculations, simple thermodynamic and Le
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Claire’s diffusion models to gain a survey of the thermody-
namic and diffusion properties of such systems.

The paper is organized as follows: all binding and migra-
tion energies were obtained by means of density-functional
theory (DFT) calculations, which are presented in Sec. II. In
Sec. III, we discuss the energetic, electronic, and magnetic
properties of FeAl alloy in a B2 structure and its defects.
Section IV, presents the thermodynamic properties of V,Al,,
clusters. The electronic properties and binding energies of
Al-Al and Al-V interactions are analyzed in details to under-
stand the behavior of V,Al,, clusters. Finally, the diffusion
properties of solute Al in iron are investigated in Sec. V

II. METHODOLOGY

DFT calculations have been performed using the SIESTA
code’® within the generalized gradient approximation
(GGA). The pseudopotential and the localized basis set for
Fe atoms are the same as in Refs. 27 and 28. The present
approach for iron has been shown to successfully account for
the properties of point defect in iron,”’?° as well as in Fe
containing carbon,?® phosphorus,®® or helium.>' The cutoff
radius for the pseudopotential of Al is set to 0.95 A, 1.00 A,
and 1.15 A for 3s, 3p, and 3d, respectively. Two localized
functions for the 3s states and six for the 3p states have been
considered to define the basis set. The cutoff radii are 3.3 A
and 4.3 A, respectively. In addition, five functions for the 3d
states are included as polarized orbitals. As shown in Table I,
the physical properties obtained for a fcc Al with our ap-
proach are in excellent agreement with other DFT results and
experimental data. In the present table, the vacancy forma-
tion energy in a pure system X is defined as follows:

Ey=E[(N-1)X+1V]-(N-1)E[X], (1)

where E[(N-1)X+1V] is the energy of a supercell contain-
ing (N-1) atoms of X and one vacancy V in the fcc structure,
and E[X]=E[NX]/N is the energy per X atom in the same
structure. All the calculations have been done in a bee super-
cell containing 128 atom sites. The complete validation of
the basis set and the pseudopotential need to be tested as well
in the binary system. We have then studied different situa-
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TABLE 1. Physical properties of Al with the fcc structure. Cal-
culated lattice parameter (ay), bulk modulus (B), and energy of
formation for the vacancy (Ey) are reported.

ap B EV

(&) (GPa) (eV)
Present work 4.04 72 0.54
Other DFT calculation® 0.547, 0.55
Experimental® 4.04 75 0.67+0.03

4References 32 and 33.
PReference 34.

tions which are presented in details in the next section. For
the structural defects, some comparisons have been carried
out using only 16 and 54 atoms in order to put forward the
impact of the interaction between their images due to the
periodic boundary conditions. Integrations over the Brillouin
zone are based on a 5X5X5, 4X4X4, and 3X3X3
Monkhorst-Pack three-dimensional grid, respectively, for 16,
54, and 128 atom cells. The Methfessel-Paxton scheme is
used with a 0.3 eV width. We have verified that this is suf-
ficient to ensure the numerical convergence of all the calcu-
lated properties. The calculations have been performed at
zero pressure, i.e., the relaxation of the atoms and the shape
of the simulation cell are considered using the conjugate gra-
dient minimization scheme. The atomic positions are relaxed
until the magnitude of the forces on all the atoms are smaller
than 0.04 eV/A. Last, all the projected density of states
(PDOS) presented have been obtained with a peak width of
0.2 eV for broadening the eigenvalues. PDOS plots show
both negative and positive scales corresponding to the two
different spin components.

III. ENERGETIC, ELECTRONIC, AND MAGNETIC
PROPERTIES OF Fe-Al ALLOYS

A. From the infinite dilution to the B2 structure

In order to check the accuracy of our localized-basis-set
DFT approach to describe the bonding characteristics in dif-
ferent FeAl alloys, we have chosen to study two limiting
cases, i.e., the infinite solution and the widely studied stoi-
chiometric B2 system.

First, we consider the effect of the dissolution of a Al
atom in a bce matrix. In the present work, the solution en-
thalpy, AH,,,, is found to be —0.93 eV/atom which is close
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FIG. 1. (Color online) Projected density of states of iron in a
perfect bee structure (full line with circles) and Al in substitution
(dotted line) and its nearest neighbor of Fe (full line).

to the —0.90 eV/atom found by Shalaeva et al.'® using first-
principles calculations. AH,,,; is defined as follows:

AI-Isol = Ebcc(nFe + Al) - nEbcc(Fe) - Efcc(Al) s (2)

where E,..(nFe+Al) is the total energy of the mixed Fe
+ Al system containing nFe atoms and one Al atom in sub-
stitution in the bee structure, Ey..(Fe) is the energy per atom
of the bee Fe, and Eg(Al) is the energy per atom of the fcc
Al. From an electronic structure point of view, a narrow band
(around —8 eV below the Fermi energy which is set to zero)
is formed at low energy due to the presence of the Al atom
whereas the PDOS of a neighboring Fe atom remain almost
unchanged if compared with pure iron (Fig. 1).

As mentioned previously, to go beyond in the understand-
ing of the Fe-Al interactions, it is very convenient to study
the electronic structure properties of an ordered B2 FeAl
intermetallic alloy. This structure is a superposition of two
simple cubic cells (of Fe and Al) translated by (0.5, 0.5, 0.5)
ag, where ag is the lattice parameter. Thus, extensive thermo-
dynamic data and electronic structure calculations are avail-
able in the literature. For the B2 structure, our ab initio cal-
culations yield an equilibrium lattice parameter at a
=291 A, an enthalpy of formation AHgz,=-0.32 eV/atom,
and a bulk modulus B=175 GPa, where AHy, is defined as
follows:

TABLE II. Calculated and measured equilibrium lattice parameters (), bulk modulus (B), enthalpies of
formation (AHjg,), and magnetic moments (m,,,) for FeAl B2 phase.

ap B AHp, Myor

(A) (GPa) (eV/atom) (up)
Present work (GGA) 291 175 -0.32 0.75
Other GGA calculations® 2.87,2.83, 2.88 117, 177, 198 -0.33, -0.34 0.72, 0.71
Experimentalb 2.86, 2.88 152 -0.33

4References 10, 14, 16, and 17.
bReferences 35 and 36.
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FIG. 2. B2 FeAl. Projected density of states of (a) Fe and (b)
Al
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Epy(5Fe+5Al) is the total energy of the mixed Fe+Al sys-
tem containing 4 Fe atoms and 5 Al atom in the bcc struc-
ture, Ey.(Fe) is the energy per atom of the bce Fe structure,
and Ej.(Al) is the energy per atom of the fcc Al structure.
Our results agree well with both well-known experimental
data and previous ab initio results, as shown in Table II. The
ground state of the FeAl alloy in a B2 structure is magnetic
where the Fe and Al atoms show a local magnetic moment of
0.85up and —0.10up, respectively. The total magnetism ob-
tained is 0.75up per unit cell which is in good agreement
with previous DFT calculations (Table IT). The PDOS plotted
in Figs. 2(b) and 2(c) give more information. At high energy
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(-2 eV below the Fermi energy) appears the hybridized pd
band leading to strong bonds in the FeAl structure. At lower
energy (typically —8 eV below the Fermi level), there is a
slight hybridization between the s states of aluminum and the
tail of the d states of iron.

In the literature, some properties of elementary defects
have been reported previously.?”-38 It is well established from
these studies that their presence has significant influence on
the material properties.'*3° It is then interesting to test the
validation of our localized-basis-set DFT on their properties.
The most frequent defects occurring in the B2 phase are
studied with a primary focus on their formation energies, as
well as their electronic and magnetic properties. Two types
of defects have been considered in the present work: vacan-
cies and antisite (AS) defects. The formation energy of a A

vacancy, E‘“,, in a B2 structure is defined as follows:

A_ n_ ol _(™_ _n
EV—E32[<2 1>A+23} (2 I)E(A) 2E(B),

(4)

where Ep,[(5—1)A+5B] is the total energy of the mixed
Fe+Al system in the B2 structure containing (%—I)A and
5B, E(A) and E(B) are the energies per atom of the bcc
structure for Fe and fcc structure for Al. The formation en-
ergy of an antisite defect of A, E//:s’ is given by

EQ\S=EBZ[<3— 1>A+ (g ¥ 1)3} - (g - 1>E(A)
—(§+1)E(B),

where Eg,[(5—1)A+(5+1)B] is the total energy of the mixed
Fe+Al system in the B2 structure containing (5—1)A and
(5+1)B. Although several theoretical works have been de-
voted to the study of these defects in FeAl, controversial
theoretical data are present in the literature. As seen in Table
III, large discrepancies have been noticed. This is particu-

)

TABLE III. Comparison of the calculated results for the energy of formation of vacancies and antisite
defects in B2 FeAl. Exchange-correlation functionals, the treatment of relaxation, and magnetism as well as
the supercell sizes (in parentheses) are reported. E'®, Eél, Eies, and Eﬁls are the formation energies of a Fe
vacancy, Al vacancy, antisite defect of Fe, and antisite defect of Al, respectively. Values are in electron volt.

B s e
GGA Spin-polarized const. vol. (Ref. 16) 0.90 (16) 3.25(16) 0.70 (16)  0.64 (16)
Spin-polarized const. press. (Refs. 18 and 40) 0.36 (128) 1.62 (128) 0.60 (128) 0.61 (128)
0.86 (54) 2.41 (54) 0.61(54) 0.82 (54)
Nonmagnetic const. vol. (Refs. 21 and 22) 1.054 (16) 0.699 (16)
1.45 (16)  4.69 (16) 0.748 (16) 1.156 (16)
Nonmagnetic const. press. (Ref. 18) 0.78 (128) 3.09 (128) 0.80 (128) 0.81 (128)
LDA Spin-polarized const. vol. (Ref. 23) 0.60 (137) 4.32 (137)
Spin-polarized const. press. (Ref. 18) 0.70 (128) 2.78 (128) 0.64 (128) 0.64 (128)
Nonmagnetic const. vol. (Refs. 19 and 20) 097 (32) 4.00 (32) 1.03(32) 0.95(32)
1.06 (54) 3.46 (54) 0.99 (54) 0.99 (54)
Nonmagnetic const. press. (Ref. 18) 0.96 (128) 3.51 (128) 0.92 (128) 0.92 (128)
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TABLE IV. Energy of formation of vacancies, antisite defects in
B2 FeAl calculated for 16, 54, and 128 atoms.

N
16 atoms 0.77 2.86 0.70 0.69
54 atoms 0.73 1.97 0.68 0.67
128 atoms 0.72 2.00 0.66 0.65

larly important for the formation energy of an Al vacancy
ranging from 1.62 to 4 eV. In order to clarify this point, we
have undertaken a detailed study of defects in the FeAl B2
structure. The goal is to obtain a precise description by
avoiding possible artifacts linked to the limitations of previ-
ous DFT calculations, i.e., considering complete relaxation
of the system, magnetic effects, and sufficient large super-
cells. Our results, listed in Table IV for different supercells,
demonstrated that a system containing 54 atoms was neces-
sary to obtain converged results. In particular, our calcula-
tions predict a lower formation energy for the Al vacancy as
compared with ab initio data found in the literature. For this
defect, we have calculated a formation energy equal to 2.86
eV and 2.00 eV for 16 and 128 atom sites, respectively.
However, values ranging from 2.78 to 4.69 eV for the latter
one are reported, excepted the 1.62 eV found by Besson et
al.'® This may not be surprising; many factors, such as mag-
netism, size of the system, or relaxation effect can play a
role. Indeed, as illustrated in Table IV, the size of the super-
cell can have a strong influence. Yet, the first calculations
were performed on small systems containing 16 atoms,
where relaxations were neglected. This last point can have a
crucial importance. In order to point out this specific feature,
the local relaxations around the defects are investigated. The
relative displacements are presented in Fig. 3 for different
defects and supercells. On one hand, we have found that the
local relaxation of the first neighbors Al atoms around the Fe
vacancy is an inward shift [Fig. 3(a)]. This value is only
about 3% of the equilibrium lattice parameter of the ex-
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FIG. 3. (Color online) Relative displacements of the atoms sur-
rounding the defect as function of the nature of the atoms as they
localized around the defect. (a) Fe vacancy, (b) Al vacancy, (c) AS
Al, and (d) AS Fe. The squares, circles and triangles are for super-
cells containing 16, 54, and 128 atoms, respectively.
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tended FeAl B2 phase with the vacancy and vary slightly
with the size of the system. We have quantitatively observed
the same tendency for the antisite defects with even weaker
deformation around the defect and small dependence with
the simulation cell size [Figs. 3(c) and 3(d)]. On the other
hand, a vacancy of Al induces local strain leading to strong
distortions of the surrounding lattice, contrary to the other
defects. In Fig. 3(b), the deformation observed is around
10% for 54 and 128 atoms. This strain field, caused by the
vacancy, has an important effect on first neighbors, as well as
on second neighbors of the vacancy on the Al site. Thus, a
small supercell with 16 atoms is not enough to compensate
this effect. For this reason, the local relaxations devoted to
the study of defects present in the FeAl B2 phase cannot be
neglected. Another interesting feature to consider here con-
cerns the effect of the magnetism. In the ordered B2-type
structure, many theoretical studies have discussed the mag-
netism in bce-based Fe,_ AlL.5!1184142 To oo further, we
have analyzed the modified local magnetism of iron atoms
close to the defect induced by the vacancies and the antisite
defects. The results can be shown through the PDOS as pre-
sented in Fig. 4. For the vacancy of Fe, only the local mag-
netic moment of the first Al neighbors are slightly affected
[Fig. 4(a)]. From the second neighbors, the electronic density
of states and the local magnetic moment of the atoms remain
practically unchanged compared with the perfect B2 struc-
ture. The situation is rather different in the case of the Al
vacancy where the local magnetic moment of the first and
the second neighbors of the defect are modified, as shown in
Fig. 4(b). This is in good agreement with the previous analy-
sis where important lattice distortions have been observed.
Yet, it is well known that the local magnetic moment and the
corresponding atomic volume as well as the chemical envi-
ronment are directly correlated. Indeed, the local magnetic
moment tends to increase with increasing coordination or
increasing interatomic distance. Finally, Figs. 4(c) and 4(d)
show PDOS which allow to review the local magnetic mo-
ment changes close to the antisite. More precisely, the anti-
site Fe atom has a very high local magnetism [Fig. 4(d)].
This is mainly due to the local environment of this defect
which is the same as in pure bcc iron. This defect has a
magnetic moment equal to 2.26up which is close the value
of 2.30up observed in pure bcc iron.

B. Relative phase stability at 0 K

To understand how order affects the energetics of this
alloy we have compared ordered structures to random struc-
tures as obtained following the special quasirandom struc-
tures methodology (SQS).** We have considered a supercell
containing 128 atoms for a concentration of Al varying from
0% to 50%. Due to the fact that the number of configurations
to be explored increases significantly with the number of
atoms, the representative random structures employed in
these calculations were obtained by generating around 10*
configurations for each concentrations. We have calculated
the set of short-range correlation, namely, the pair correla-
tions up to the eighth neighbors, the correlations for triplets
to the third neighbors and quadruplets up to first nearest
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FIG. 4. (Color online) PDOS calculated for different Fe atoms
present around the defect compared with Fe atom in the perfect B2
structure. The defects are (a) Fe vacancy, (b) Al vacancy, (c) antisite
Al, and (d) antisite Fe.

neighbors, for each structure. These correlation functions
have been compared with those as given for a infinite ran-
dom system. The set of correlation functions were calculated
using the ATAT package.** Choosing as representative random
structure the one with the lowest difference in short-range
order. In this way, we obtain a good representation of solid
solutions with various concentrations. We have then calcu-
lated the mixing enthalpy of the system. The results are plot-
ted in Fig. 5. The enthalpy of mixing, AH,,;,, is defined as
follows:
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FIG. 5. (Color online) Enthalpy of mixing at 0 K.

Epo(nFe + mAl) — [nE,..(Fe) + mE;.(Al)]
AH mix =

. (6)

n+m
where E,..(nFe+mAl) is the total energy of the mixed Fe
+ Al system containing nFe atoms and mAl atoms in substi-
tution in the bec structure, Ey .(Fe) is the energy per atom of
the bee Fe and Ey.(Al) is the energy per atom of the fcc Al
A positive value of AH,,;, corresponds to a phase separation
tendency and a negative one to an ordering tendency. In the
present case, as the aluminum concentration in iron in-
creases, the absolute value of the enthalpy of mixing de-
creases substantially and remains negative over the entire
concentration range, meaning that the Fe-Al bonds are fa-
vored with respect to Fe-Fe and Al-Al bonds. We can see in
the same figure two different regimes. First, for small con-
centrations (below 10%) SQS structures are favored. Thus,
dilute systems appear at the expense of ordered structures.
Then the situation is changing with the stabilization of or-
dered structures up to the formation of the B2 structure for a
concentration of Al equal to 50%. In between, the most
stable configuration which is below the infinite dilution limit
is given at a Al concentration of 25% which corresponds to
the D05 phase. Therefore, attraction between Al atoms exists
at 0 K stabilizing ordered structures such as B2 and DO0j
phases with sufficient large Al concentration although Al-Al
first and second neighbors are repulsive in the dilute case
(see Sec. IV). All those 0 K results are indeed compatible
with the generally accepted phase diagram,* where the B2
and D03 phases are ordered structures within the bcc lattice.
To go beyond, a more complete set of calculations including
the temperature effects are required as discussed in Refs. 12
and 46.

IV. ALUMINUM-VACANCY CLUSTERS
A. Al-Al and Al-V interactions in iron

As a first step to understand the behavior of V,Al,, com-
plexes, the interactions between Al atoms and the vacancies
in a-iron must be understood. In order to quantify them, we
have calculated the binding energies E%(") between X and Y,
lying on nth nearest-neighbor sites. EX(E’) is defined as fol-
lows:
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TABLE V. Binding energies for Al-Al and Al-V pairs. First-,
second-, and third-nearest-neighbor interactions are considered.
Values are given in electron volt.

First neighbor ~ Second neighbor  Third neighbor

Al-Al
Al-V

+0.007
+0.008

-0.117
+0.288

-0.123
+0.033

ESW = E[(N-1)A + 1X]+ E[(N- 1)A + 1Y] - E[NA]
—E[(N-2)A+1X+1Y], (7)

where E[(N-2)A+1X+1Y] is the total energy of a supercell
containing N sites, (N-2) A atoms, and one X-Y pair. Note
that the positive value means attraction. The results for Al-Al
and Al-V pairs are presented in Table V. We have found that
the interaction between Al atoms is repulsive for all inter-
atomic distances: —0.117 eV and -0.123 eV, for the first
and second neighbors, respectively. From the third neighbor,
the interaction practically vanishes with a binding energy
close to zero. The situation is different in presence of va-
cancy. Al atom and vacancy attract each other forming stable
binary complexes. The interaction between them is strong
only at short distance with a binding energy equal to
+0.288 eV and then vanishes between second-nearest neigh-
bor Al-V pair (+0.032 eV). In order to understand, those
results, PDOS of different electronic states have been ana-
lyzed for Fe-Al bonds in distinct environments. Since the
presence of an Al atom in substitution leads to a negligible
distortion of the crystal, this investigation becomes relevant.
The first case studied is the infinite dilution of Al in iron. As
shown in Fig. 6(a), we see clearly that at low energy there is
a narrow band derived from the 3s states of aluminum. Then,
at higher energy appears the p band which, as mentioned
previously forms a pd band with the iron. Moreover, it is
interesting to notice that hybridization 2s,,-2p o; bonding be-
tween 2s and 2p states of Al is still present in this case. We
have observed that the Al atom shows a magnetic moment of
—0.21up, whereas the Fe atoms close to it have a magnetic
moment of 2.30ug. For the Al-V pair, the 2s5,,-2p4; bond is
indeed stronger, as shown in Fig. 6(b). The width of the s
band located at low energy is larger leading to a stronger
interaction with the p band. In the present case, the Al atom
has a magnetic moment equal to —0.26 up. For the first neigh-
bors of Fe, this quantity varies from 2.19up to 2.38up de-
pending on their position in relation to the vacancy. For the
Al-Al first-neighbor pair, plotted in Fig. 6(c), the conclusions
are different. There is still a narrow band at low energy.
However, this band is shifted to lower energy. This shift, due
to the interaction between Al atoms, leads to the decreasing
of the 2s5,-2p ) hybridization. We have observed a magnetic
moment of —0.21up for the Al atoms, whereas the Fe atoms
close to the pair have a magnetic moment ranging from
2.28up to 2.30up. This local analysis suggests that the
2sA1-2p a1 bond is the key parameter which explains the sta-
bility of the Al-V pairs and the instability of Al-Al pairs in
iron. To quantify this effect, bond orders between an Al atom
and its nearest neighbors of iron have been analyzed (see
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FIG. 6. (Color online) PDOS calculated for (a) Al in Fe, (b)
Al-V in Fe, and (c) Al-Al in Fe. The values corresponding to orbit-
als d of Fe are multiplied by 0.2.

Table VI). The bond orders are estimated by considering the
off-diagonal elements of the Mulliken atomic overlaps popu-
lation matrix resulting from SIESTA calculations, which cor-
respond to the charge accumulation between different atoms.
This is a good indication of bond strength between atoms as
discussed in detail by Pettifor.*” The differences of values
shown in Table VI are significant providing that the error
bars due to numerical precision are estimated to be around
0.01 eV. We note that the bond order is stronger between an
Al atom and its first neighbor for the Al-V pair. This is still
true for the second neighbor where the bond order is signifi-
cant, contrary to other cases, explaining the broadening of
the 3s band for the Al atom observed in Fig. 6(b). The sta-
bility of Al-V complexes is mainly driven by a significant
interaction between the Al atom and its first and second
neighbors.

B. Stability of small V,Al,, clusters

According to the previous part, we have seen in a dilute
FeAl system that the interaction between close Al pairs is
always repulsive. This means that an Al atom does not like to
be close to another Al atom. Furthermore, the presence of

TABLE VI. Bond order between an Al atom and its nearest
neighbors of iron following the Mulliken criterion.

Al-Fe Al in substitution Al-Al Al-V
First neighbor 0.14 0.13 0.14-0.15
Second neighbor 0.06 0.06-0.07  0.11-0.12
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FIG. 7. Schematic representation of the lowest-energy configu-
rations found from DFT calculations for: (a) VAL (b) V,Al, (c)
V3A1, (d) V4A1, (e) VAlz, (f) V2A12, (g) V3A12, (h) V4A12, (l) VA13,
(]) V2A13, (k) V3Al3, (1) V4A13, (m) VA14, (Il) V2A14, (0) V3Al4, and
(p) V4Al,. The gray spheres denote Al atoms, empty spheres are the
neighboring Fe atoms, and the empty cubes symbolize the
vacancies.

vacancy attracts Al atoms with a high binding energy. Then,
vacancy has a strong tendency to occupy sites close to Al
atoms. According to these arguments, the building of V,Al,,
clusters is simplified. All we have to do is to start from
known V, clusters*® and to construct large clusters step by
step by considering those simple rules. The methodology fol-
lowed here for the generation of structures is very useful to
avoid the need for checking a large number of different con-
figurations. V,Al, complexes with n, and m=1, 2, 3, or 4
were considered in this study. In order to determine their
lowest-energy configurations (Fig. 7), we have investigated
up to five structures for each binary complex, based on the
previous conclusions. Schematic representation of the
lowest-energy configurations for small complexes are pre-
sented in Fig. 7. Some characteristics of the lowest-energy
structures found for V,Al,, clusters are interesting to be
pointed out. We can observe that for one vacancy, the most
stable structure is the positioning of Al atoms around it with-
out direct interaction between Al atoms. See Figs. 7(a), 7(e),
7(i), and 7(m), where AlV, ALV, Al;V, and Al,V are repre-
sented. This is still true when the number of V is increasing.
Al atoms stay at substitutional positions decorating the va-
cancies, as shown in Fig. 7 V,, V3, and V,. To go beyond,
binding energies corresponding to V,Al,,_,;+Al—V,Al,, and
V,..1Al,+V—V Al are detailed in Fig. 8, where positive
values mean attractions. The vacancy and Al binding ener-
gies to the cluster are found to be positive in all cases, i.e., all
interactions are attractive. For one vacancy, the Al binding
energy is roughly independent of the number of Al atoms in
the cluster and close to the binding energy of an Al atom to
a vacancy, 0.288 eV, calculated previously [see Fig. 8(a)].
From n=2, the Al binding energies are stronger simply be-
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FIG. 8. Binding energies of an Al atom and a vacancy to (a)
V,Al,_; and (b) V,_;Al,, complexes, respectively. Positive values
indicate attractive interactions.

cause the Al atom can form two direct bonds with vacancies
which are strong. However, the energy gain associated to the
inclusion of one Al atom into a more complex cluster is
configuration dependent. Thus, the incorporation of a second
Al atom is larger for n=2, 3, and 4 for the same reason
explained before. Moreover, in this configuration, the system
can form strong Al-V bond without creating direct interac-
tion between Al atoms. From m=3, the Al binding energy
decreases, due to the interaction between Al-Al atoms at
short range. Conclusions are slightly different for the binding
of vacancies to V,Al,, complexes as plotted in see Fig. 8(b).
For n=1, the V binding energy increases as a function of the
number of Al atoms. However for larger n, the energy gain is
independent of the amount of Al atoms presents in the clus-
ter. Thus, we can observe that V-to-complex binding energies
are often higher than Al-to-complex interaction, which is
consistent with the fact that Al-Al interaction are repulsive at
short range. All this analysis implies that the presence of Al
helps the nucleation of V clusters.

The high stability of V,Al,, suggests that Al may signifi-
cantly modify the vacancy concentration, especially after a
quench from a high temperature 7y to 7<<T,,. Actually, the
evolution of the total vacancy concentration [ V] depends on
the speed of the quench and on the efficiently and density of
the vacancy sinks (dislocations, grain boundaries, etc.) avail-
able in the alloy microstructure. A complete treatment of the
problem is beyond the scope of this study but preliminary
conclusions can be drawn by comparing two limiting cases.
First, the quench is sufficiently slow and the sinks density is
sufficiently high so that the evolution of vacancy concentra-
tion is rapid and reach the equilibrium value at 7. In the
second case, the quench is very rapid and the sinks density is
very low (well below the concentration of small Al clusters):
the vacancies cannot annihilate so that the total vacancy con-
centration remains at its initial equilibrium value at 7, but
the vacancies can redistribute between the clusters. In both
situations, clusters concentrations are given by the mass-
action law,

[V,AlL,]=[VI"[Al]"exp(Ey/kpT), (8)

E, is the total binding energy to form V,Al,, from n vacan-
cies and m isolated aluminum atoms defined in Eq. (7) and

174101-7



AMARA et al.

T (K)
1000 700 600 500 400

1 0-1 9
1 0-21
1 0-23
1 0-25
1 0-27
1 0-29
1 0-31

T
0.0010

V1

L O B B <

T T .\
0.0020 0.0025 0.0030

1T (K"

T
0.0015

FIG. 9. Variation in the total vacancy concentrations [V;] as a
function of temperature from 0.0 to 10° ppm AL

kg 1s the Boltzmann constant. The total concentration of alu-
minum [Al7]=2, ,m[V,Al,] being constant.

In the first case the concentration of isolated vacancies at
T is imposed by their formation energy given by [V,;]=exp(
—E}// kgT), where E_}/=2.12 eV according to our DFT calcu-
lations. The resulting [ V] are shown in Fig. 9, for Al con-
centration ranging from 10 to 103 ppm. We note that, be-
sides the Al free cases, the curves exhibit deviation from an
Arrhenius behavior when the Al content is small. Also, the
total vacancy concentration increase with Al content, which
means a decrease in the corresponding effective vacancy for-
mation energy assuming an Arrhenius law at given ranges of
temperatures.

For a very rapid quench, corresponding to the second
case, the total vacancy concentration is imposed by the initial
value [V1]=exp(—E}// kgTy). This situation is close to experi-
mental conditions where vacancies are formed upon rapid
quenching from elevated temperatures. Examples of the final
concentration of clusters [V,Al,], for a quench from T
=1000 K to 7 and in alloys with 10 and 10° ppm of Al are
given in Fig. 10. There is always an excess of Al atoms with
respect to vacancy by many orders of magnitudes. As shown
in Fig. 10, most complexes are dissociated at high tempera-
tures and isolated vacancies are indeed the dominant species.
At this temperature, we also observe a significant presence of
VAl,, clusters for high concentration of Al whereas their
quantity is lower for 10 ppm of Al Indeed, in the former
case, we have many Al atoms in the system leading to Al, or
Al; complexes and also the formation of these VA, clusters
which are very stable. On the opposite side, at low tempera-
tures, all the vacancies are trapped in immobile complexes.
The dominant species as function of temperature depend es-
sentially on the specific Al content and on the free binding
energies which have two contributions: an energetic and an
entropic contribution. In this simple model, we have only
included the configurational entropy while the vibrational
binding entropic part have been neglected. A treatment of the
problem where those effects are included is beyond the scope
of this study and will not modify the discussion presented in
this work. This will probably change the temperature of tran-
sition between different regimes and the specific dominant
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FIG. 10. Variation in different V,Al,, complexes atomic frac-
tions as a function of the quenching temperature from 1000 K for
iron containing 10 ppm (dotted line) and 10> ppm (full line) Al: (a)
V,, (b) VAL, and (c) V,Al,,.

clusters at intermediate temperatures but the overall trends in
Figs. 9 and 10 will be the same. In particular, we observe a
regime where V,Al,, species are stabilized. According to this
simple thermodynamic model, the present results reveal the
presence of various V,Al,, clusters in very dilute systems.

V. MOBILITY OF ALUMINUM IN IRON

To go beyond the thermodynamic properties of Fe-Al al-
loys, we have investigated the diffusion properties of Al sol-
utes in iron. Thus, the interaction energies and the migration
barriers obtained by using DFT calculations are integrated in
the theory of diffusion in dilute alloy using the Le Claire’s
diffusion model.*>° This approach is described in detail
elsewhere >1-32

According to Le Claire’s diffusion model, the self-
diffusion coefficient and the diffusion coefficient of an Al
impurity in an a-iron crystal can be expressed through ana-
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FIG. 11. Vacancy jump frequencies (I';) around an aluminum
atom (gray) and its neighboring iron atoms (white). The arrows
indicate the direction of the vacancy jumps; the circled numbers are
the order of neighbors to the aluminum atom.

Iytical expressions depending on the lattice parameter, the
equilibrium in pure iron and the atomic jump frequencies, I';,
of the vacancies. The jump frequency of an atom (A=Fe or
Al) on a vacancy (V) located on nearest-neighbor site is
given by

AE,

Fi=v, exP(k_T)’ )
B

where v, is an attempt frequency and AE; the migration bar-
rier. The vacancy migration barriers are calculated using the
drag method. In this approach, the atomic positions relative
to the center of mass have the possibility to relax only in the
hyperplane perpendicular to the vector joining the initial and
the final positions.”” When second-nearest-neighbor interac-
tions are neglected, which is the case here, only some jump
frequencies must be considered: I'y (Fe-V exchange in pure
iron), I', (Al-V exchange in pure iron), etc. (the definitions
and notations are plotted in Fig. 11). The values are pre-
sented in Table VII. The self-diffusion coefficient in an a-Fe
crystal is given by

Dy = a*Tof ) C¢(Fe), (10)

where a=2.87 A is the iron lattice parameter, C;7 the va-
cancy concentration in the Fe matrix and f, the autodiffusion
correlation factor (f,=0.727 in the bec structure). The diffu-
sion coefficient of an Al impurity in pure a-Fe is given by

TABLE VII. Migration barriers involved in the impurity diffu-
sion coefficient of Al in iron and obtained by means of ab initio
calculations. Values are in electron volt.

Jump Ab initio
AE, 0.68
AE, 0.47
AE; 0.82
AE, 0.58
AE; 0.75
AE} 0.50
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FIG. 12. (Color online) Iron self-diffusion and aluminum impu-
rity diffusion coefficients. Comparison between the experimental
data for iron (Ref. 53) and aluminum (Refs. 54 and 55) and the Le
Claire’s model.

!
Dy = a2r2r—‘,‘ 12C(Fe), (11)
I
where f, is the impurity correlation factor.

The attempt frequencies vg, and vy, are fitted to the ex-
perimental diffusion data: the self-diffusion coefficient in fer-
romagnetic iron (Dg,), the stable state at low temperature. A
good agreement is obtained at low temperature (Fig. 12) for
Vre=v =5 X 10" 57!, This effective attempt frequency is
larger than the Debye frequency by 2 or 3 orders of magni-
tude: it has been suggested’! that it is because it includes
entropic contributions. One important contribution is the va-
cancy formation entropy (recently estimated to 4.08ky by
Lucas and Schaublin®®), other ones may be expected such as
magnetic or electronic contribution, and entropy of migra-
tion.

Unfortunately, the Al impurity diffusion coefficient in iron
(D41 has been measured only at high temperatures in para-
magnetic bec iron. Keeping the same attempt frequency vg,
=v,=5X10" s7! than for iron gives an Al diffusion coef-
ficient more than ten times larger than the one of Fe (Fig. 12)
which seems reasonable, by comparison with the values of
Dg. and Dy,.

VI. CONCLUSION

The electronic structure and bonding characteristics which
come into play in a B2 FeAl alloy and the properties of their
elementary structural defects have been investigated. Our
study emphasizes that the role of magnetism and relaxation
effects in DFT calculations are important to correctly predict
the formation energies of defects in this structure. Then, the
main part of our work focused on very dilute Fe-Al alloys.
According to our ab initio calculations and a simple thermo-
dynamic model we have developed, the existence of various
V,Al, clusters in very dilute systems has been demonstrated.
The presence of such clusters is suspected to have a strong
influence on the mechanical properties of the material. In-
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deed, V,Al,, complexes can trap edge (or screw) dislocations
and then affecting the behavior of dislocations. However,
carbon atoms are always present in Fe-based materials, either
as impurities even in high-purity samples or as an intrinsic
constituent of steels. The presence of carbon atoms may have
similar outcomes, i.e., formation of vacancy-carbon attrac-
tions. In the next step, it is then necessary to consider a more
complex problem by studying the influence of carbon atoms
on the thermodynamic stability and the diffusion of V,Al,,C,
clusters. The approach proposed here can be very useful to

PHYSICAL REVIEW B 81, 174101 (2010)

gain insights on the atomic scale origin of their mechanical
properties degradation.
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