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Abstract: The use of spintronic devices with a tunable magnetic order on small scales is highly
important for novel applications. The MAX phases containing transition metals and/or magnetic
ion-substituted lattices attract a lot of attention. In this study, the magnetic and electronic properties
of (Cr4-xFex)0.5AC (A = Ge, Si, Al) compounds were predicted and investigated within the density
functional theory. It was established that single-substituted (Cr3Fe1)0.5AC (A = Ge, Si, Al) lattices are
favorable in terms of energy. An analysis of the magnetic states of the MAX phases demonstrated
that their spin order changes upon substitution of iron atoms for chromium ones. It was found that
mostly the (Cr4-xFex)0.5GeC and (Cr4-xFex)0.5AlC lattices acquire a ferrimagnetic state in contrast to
(Cr4-xFex)0.5SiC for which the ferromagnetic spin order dominates. It was pointed out that the atomic
substitution could be an efficient way to tune the magnetic properties of proposed (Cr4-xFex)0.5AC
(A = Ge, Si, Al) MAX phases.

Keywords: MAX phase; density functional theory; B3LYP; spintronics; magnetic properties;
electronic properties

1. Introduction

The MAX phases form a family of layered ternary compounds with the formal stoi-
chiometry Mn+1AXn (n = 1, 2, 3 . . . ), where M element is a transition metal, A is a p element
(Si, Ge, Al, S, Sn, etc.), and X is carbon or nitrogen [1]. The MAX phases exhibit the unique
physical properties that are typical for both metals and ceramics. They have a high electrical
and thermal conductivity with respect to metals, are easy to manufacture, and are highly
thermal shock-resistant. Simultaneously, they are characterized by stiffness, light weight,
remarkable oxidation, and wear resistance of ceramics. Therefore, it is no wonder that the
MAX phases have attracted close attention of researchers [1–5].

With the onrush in the advanced industrial technology sectors, it becomes highly
promising to seek the MAX phases with desired magnetic and electronic properties in
order to expand the range of their application in spintronics, magnetocalorics, computer
and space technology, etc. [6]. Taking into account a vast variety of elements that can
be used to synthesize the MAX phases, as well as the complexity of this synthesis, the
experimental verification of the behavior and properties of synthesized compounds under
specific conditions becomes impractical. For this reason, the quantum chemical modeling
of different MAX phases, and their minimization and prediction of electronic and spin
properties is of a crucial importance.

MAX phases are good candidates for spintronics for several reasons. First, MAX phases
belong to a family of quasi-2D materials which possess some unique intrinsic properties
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different from other materials such as “classical” semiconductors and metals. Second,
MAX phases are considered metals and, consequently, a source of spin current, which
makes them different from magnetic semiconductors. They can be used in spintronics
as a ferromagnetic layer or simple metal layer. The hexagonal symmetry and laminate
structure of MAX phases brings unusual electronic properties and, as a result, exceptional
macroscopic physical properties. For example, the band structure of many MAX phases
exhibits distinctive Dirac cones in ARPES experimental spectra [7]. This feature in the band
structure provides the possibility of the existence of massless fermions that can be used for
developing electronic devices based on relativistic effects [8]. The hexagonal lattice allows
the creation of hybrid multilayer structures combining MAX phases and other hexagonal
2D materials such as graphene, nitrides, chalcogenides, and laminate topological insulators
that may be used in future 2D spintronics. Another important advantage of MAX phases is
their extreme thermal, mechanical, and chemical resistance, which can make them suitable
for some applications with extreme conditions [9].

Currently, keen interest is focused on studying magnetic MAX phases. The thermody-
namic stability and electronic and magnetic properties of MAX phases have been exploited
using quantum-chemical modeling [10–15]. However, the effect of partial replacement of
M elements by d metals remains poorly understood. The few magnetic MAX compounds
that have been synthesized to date exhibit outstanding properties attractive for both funda-
mental research and advanced applications. The properties include complex magnetism in
the bulk rare-earth (Mo2/3Re1/3)2AlC i-MAX phases [16] and magnetic (Cr,Mn)2GaC thin
films [17,18], as well as the large uniaxial magnetostriction in the nanolaminated Mn2GaC
phase [5,19,20].

The atomic and electronic structure of parent Cr2GeC MAX phase was examined
theoretically following its experimental synthesis by Nowotny [21] in 1971 and several
contemporary works [9,20,21]. Nevertheless, the magnetic properties and the effect of
substitution by metal atoms have not yet been studied using theoretical approaches. The
Cr2AlC MAX phase synthesis was reported in Refs. [22,23]. So far, its partner, the Fe2AlC
MAX phase has not been synthesized but following theoretical predictions [22,23] it may
exhibit challenging atomic and electronic structure and magnetic and chemical properties.

In this study, the atomic and electronic structure and spin states of a number of
(Cr4-xFex)0.5AC MAX phases with M = Cr, A = Al, Si, and Ge, and X = C, were compre-
hensively investigated using ab initio PBC DTF calculations coupled with Gaussian-type
basis sets. The chromium centers in the lattices were steadily and consequently substituted
by iron ions since they possess close atomic and ionic radii (Table S1) and display similar
ferromagnetic spin ordering in most compounds. For the sake of comparison, parent
Cr2GeC lattice was examined using density functional theory (DFT) [24–26] within a set
of generalized gradient approximation (GGA) [27], meta-GGA, GGA + U [28], and Heyd–
Scuseria–Ernzerh (HSE06) DFT approaches [29]. Special attention was paid to a systematic
search of iron-doped Cr2GeC, Cr2SiC, and Cr2AlC MAX phases promising for advanced
spin-related applications. Based on extensive electronic structure calculations, it was shown
that substitution of even a minor amount of chromium ions by iron can drastically change
the magnetic properties of parent MAX phases.

2. Computational Details

The atomic and electronic structure and spin states of a number of regular 3D crystal
lattices of (Cr4-xFex)0.5AC MAX phases with M = Cr, A = Al, Si, and Ge, and X = C was
studied in reciprocal space via the ab initio DFT approach using GGA Perdew–Burke–
Ernzerhof (PBE) [27], hybrid exchange-correlation PBE0-13 [30], B3LYP [31,32], and meta-
GGA M06 [33], M062 [33], and M06L [34] functionals coupled with the pob-DZVP-rev2
basis set [35]. For the sake of comparison, parent Cr2SiC (Figure 1, right image) and Fe-
CrSiC (Figure 1, left image) lattices were considered to investigate the effects of structural
ion swaps. The FexCr4-xSiC lattice was generated by replacement of two outer layers of
chromium ions by iron ones (image I, II and III in Figure 1). At both PBE and M06L levels of
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theory (Figure S1), the a and b unit cell structural parameters coincide well with theoretical
values for Cr2SiC [36] and Fe2SiC [37] phases. At the same time, the c parameter was deter-
mined using all functionals but M062 are close to the data published in Refs. [36,37]. The
deviations of the iron and chromium atomic charges from the corresponding values [36,37]
are almost identical (Figure S2) with the maximum one no larger than unity.
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Figure 1. Stepwise substitution of Cr ions by Fe ones in parent Cr2AC (A = Ge, Si, Al) lattices. Cr
ions are depicted in green, Fe ions are depicted in red, carbon atoms in grey, and A elements (Ge, Si,
Al) are depicted in blue. Explanation of figures I, II and III given in the text.

Comparison of the unit cell parameters (Figure S1) shows that PBE0-13, B3LYP, and
M06 functionals yield comparable results, while the values obtained using the PBE and
M062 functionals are different. In particular, at the M06L level of theory the a and b
parameters are lower and the c value is comparable to the data found via PBE0-13, B3LYP,
and M06 functionals. Moreover, PBE and M062 functionals yield different partial charge
distribution (Figure S2). When comparing the magnetic moments localized at iron and
chromium ions, one can see (Figure S3) that PBE0-13, B3LYP, and M06 functionals show
similar results, whereas at PBE and M06L levels of theory the magnetic moments are low
with the highest values obtained via the M062 functional. Comparing theoretical results,
one can see that for electronic structure calculations of (Cr4-xFex)0.5AC MAX phases the
PBE0-13, B3LYP, and M06 functionals provide the best results. It is well known that for
the light elements with Z ≤ 36 B3LYP DFT functional band structures coincide well with
both experimental and theoretical data [38,39], so a hybrid exchange-correlation B3LYP
functional was chosen to run electronic structure calculations.

All B3LYP/pob-DZVP-rev2 electronic structure calculations of (Cr4-xFex)0.5AC MAX
phases were carried out using CRYSTAL 17 software [40]. The cutoff limits for Coulomb
and exchange series which arise in the self-consistent field (SCF) equation for periodic
systems were set at 10−7 a.u. for the Coulomb overlap, Coulomb penetration, exchange
overlap, and exchange pseudo-overlap in the direct space and at 10−14 a.u. for exchange
pseudo-overlap in reciprocal space. The SCF convergence condition was set at 10−6 a.u.
from the total energy difference between two successive cycles [41]. The shrinkage factors
of Monkhorst-Pack [42] and Gilat [43] meshes had the same value (the SHRINK parameter
was set to 8). The atomic coordinate gradients were estimated analytically. The equilibrium
structure was determined via the quasi-Newtonian approach with the Broyden–Fletcher-
Goldfarb-Shanno algorithm using the Hessian matrix update scheme [44]. The parameters
of the unit cell and all atomic coordinates were fully optimized.

The (Cr4-xFex)0.5AC (A = Ge, Si, Al) MAX phases have P63/mmc (194) hexagonal unit
cells with a and c parameters specified in Refs. [30,37,38] with the unit cells designed by
replacement of chromium ions by one, two, or three iron atoms successively with dramatic
reduction in the unit cell symmetry up to space group C1 (1) [45,46]. To describe the
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electronic characteristics of each single (Cr4-xFex)0.5AC MAX phase, the band structures
were calculated bypassing high-symmetry points of the first Brillouin zone of the hexagonal
lattice (Figure S4) [34,39].

To identify the most stable lattices, the binding energies of all (Cr4-xFex)0.5AC MAX
phases were calculated according to Equation (1),

EBond = Etot
(Cr4−x Fex)0.5 AC − (4 − x)ECr − xEFe − 2EA − 2EC, (1)

with Fe substitution energies determined according to Equation (2),

∆ESub = Etot
Cr2 AC − Etot

(Cr4−x Fex)0.5 AC + xEFe − xECr (2)

where Etot
(Cr4−x Fex)0.5 AC is the total energy of the substituted lattice, Etot

Cr2 AC is the total energy
of parent Cr2AC, ECr, EFe, EA, and EC are the energies of free-standing Cr, Fe, A (Ge, Si,
Al), and C atoms, respectively, and 4 − x and x are stoichiometric coefficients of Cr and Fe
ions, respectively, with x substituted Cr ions.

To simulate the magnetic properties, spin-polarized electronic structure calculations
were carried out for unit cells consisting of four M (either Cr or Fe) ions, two A (Ge, Si,
or Al), and two carbon atoms with the alternation of the directions along the c axis of
magnetic moments localized at d elements. All possible spin states—ferromagnetic (FM-n),
ferrimagnetic (FiM-n), and antiferromagnetic (AFM-n)—formed in (Cr4-xFex)0.5AC MAX
phases were considered (Table S2) in the study with ferrimagnetic and antiferromagnetic
ones specified by alternating the magnetic moments localized at the ions.

3. Results and Discussion
3.1. The Atomic Structure of Substituted MAX Phases

The stepwise substitution of one, two, three, and four Cr ions by Fe ones in different
positions with consequent formation of (Cr4-xFex)0.5GeC (x = 1-4) lattices (Figure 1). In
the type-I substitution, a Fe ion is localized either at the first, second, third, or fourth site,
producing in fact four different lattices. The type-II substitution includes six structures
with two Fe ions in sites 1-2, 3-4; 1-3, 2-4; and 1-4, 2-3. The type-III substitution includes
four lattices resembling type-I. It is necessary to note that the substitution of Cr ions in
(Cr4-xFex)0.5AC (A = Si, Al) lattices produces analogous structures.

Binding energies EBond, substitution energies ∆ESub, and cell volumes and densities
directly demonstrate a decrease in a and c lattice parameters upon substitution (Figure 2a,b)
with a and c parameters decreased by 0.12 Å (4%) and 0.79 Å (6%), respectively. At the
iron content of 0% (Cr2GeC), the volume is 102.20 Å3/unit cell and at 100% concentration
(Fe2GeC) it is equal to 88.48 Å3, which corresponds to a decrease in the lattice parameters
by 13%. It could be caused by the differences in Cr and Fe ionic radii, bond lengths and
angles. Fe substitution of Cr ions in parent Cr2AC causes the changes of atomic charges
and the absolute values and directions of the ionic magnetic moments.

As the iron content increases from Cr2SiC to Fe2SiC, the a unit cell parameter changes
by no more than 7% (Figure 2a,b) with volume equal to 97.97 Å3 for Cr2Si and 81.74 Å3 for
Fe2SiC, which corresponds to a drop in the lattice parameter of 16%. In addition, the change
in the unit cell volume is affected by a combination of the ratio between the chromium and
iron ionic radii and the differences in the length of Cr–Si and Fe–Si bonds.

Upon consequent substitution of Cr ions by Fe ones in the Cr2AlC lattice, the a
parameter steadily decreases; however, for the terminal Fe2AlC compound, the parameter
sharply grows by 0.07 Å relative to the value of the parent Cr2AlC. Lattice parameter c
decreases gradually with the Cr2AlC-to-Fe2AlC transition by 0.68 Å. At an iron content of
0% (Cr2AlC), the volume is 89.20 Å3 and for 100% (Fe2AlC), it is 83.8 Å3, which corresponds
to a decrease of 6%. The change in the crystal lattice parameters leads to a decrease in
the lattice volume and a consequent increase in the density. The Cr2AlC MAX phase
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shows a weaker change in the atomic structure as compared with the Cr2GeC and Cr2SiC
MAX phases.
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Figure 2. Changes in crystal lattice parameters a and c and substitution energies of (Cr4-xFex)0.5AC
(A = Ge, Si, Al) in ferromagnetic state upon substitution. (a) Change of (Cr4-xFex)0.5AC crystal
lattice parameter a upon substitution. (b) Change of (Cr4-xFex)0.5AC c parameter. (c) Change of
(Cr4-xFex)0.5AC substitution energies. Atoms are presented in the order of their positioning in the
cell. Blue histograms correspond to the phases with A = Ge; terracotta histograms represent A = Si;
and gray indicates A = Al.

3.2. Energetic Characteristics

At the transition from Cr2AC to Fe2AC, the binding energy drops (Figure S5), which
in turn affects the substitution energy. It should be noted (Figure 2c) that the change in
the substitution energy is almost independent of the arrangement of substituted atoms.
The growth of the binding and substitution energies during the gradual transition from
chromium to iron demonstrates the complexity of iron substitution and explains the fact
that the iron-containing MAX phases have not yet been obtained. For example, the Cr2GeC
MAX phase was synthesized [9,20,21], while all attempts to obtain the Fe2GeC MAX phase
failed. As can be seen (Figures 2c and S5), the lattices that are favorable with respect to
energy are single-substituted like (Cr3Fe1)0.5AC (A = Ge, Si, Al). This is confirmed by
the experimental data reported by Pazniak [12,47], which showed the achievement of
the iron solubility maximum up to 3.4 at % which corresponds to the (Cr0.932Fe0.068)2AlC
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compound. This concentration of iron was obtained in a film synthesized via pulsed
laser deposition. It cannot be denied that a concentration close to (Cr3Fe1)0.5AC studied
in this work can be obtained using another A component and synthetic methods such
as magnetron sputtering [6]. Taking this into account, the structures with one metal ion
replaced were further examined.

3.3. Band Structure

To analyze the electronic properties, the band structures are displayed in Figure 3.
A detailed description of the band anisotropy around highly symmetrical points [48]
can be found in Figure S3. Since the density of states at the Fermi level turns out to
be non-zero, it can be said that all considered compounds have a metallic conductivity
typical of most MAX phases, which in turn confirms the consistency of the calculated
data and correctness of the choice of the functional. The different densities of spin-up
(α) and spin-down (β) electrons on the top of the valence band and at the bottom of
the conduction band are indicative of the spin polarization of carriers and consequently
suggest the possibility of using these compositions in spintronics as a source of spin
current in lateral ferromagnet/semiconductor or ferromagnet/graphene (Gr) and vertical
ferromagnet/insulator/ferromagnet spin-valve-type nanostructures based on 2D materials.
As an example, one can suppose structures that contain semiconducting chalcogenides
(Hal) [49] such as MAX/Hal and graphene (Gr) [50,51] such as MAX/Gr or MAX/Gr/MAX.
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Figure 3. Band structures of Cr2AC, (Fe-Cr-Cr-Cr)0.5AC, and Fe2AC (A = Ge, Si, Al) lattices. The
red line marks the Fermi levels, black solid lines correspond to the energy levels of α electrons, and
black dotted lines represent the energy levels of β electrons, respectively. The energetically favorable
lattices are FM Cr2GeC, FiM Fe1Cr3GeC, and FiM Fe2GeC in the germanium-based MAX phases; FiM
Cr2SiC, FM Fe1Cr3SiC, and FM Fe2SiC in the silicon-based MAX phases; and FiM Cr2AlC, AFM-6
(FiM) Fe1Cr3AlC, and FiM Fe2AlC for the aluminum-based MAX phases.
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Structural transformation of Cr2GeC lattice to Fe2GeC caused by substitution of Cr
ions by Fe ones causes gradual manifestation of van Hove singularities (so-called Mexican
hat) [52] at A point of Brillouin zone (Figure 3), which implies high density of states (DOS)
at the Fermi level and makes the Fe2GeC MAX phase a good 1D conductor. The electron
density in some directions of the reciprocal space of the Fe2GeC MAX phase reaches its
maxima and even under a low applied voltage the electrons at Mexican hat edges may
simultaneously tunnel to neighboring regions, which may induce significant anisotropy in
the electrical and thermal conductivity, which is very typical for the MAX phases. Similar
properties of the conductivity were discovered experimentally for (Mn0.5Cr0.5)2GaC thin
film [53]. In the A direction of the Cr2GeC band structure, a band gap of about 4 eV is
observed, which is indicative of the anisotropy of the electronic properties. The electron
and hole bands contribute differently to the conductivity in different directions. Therefore,
the Cr2GeC compound can be attributed to the materials with pronounced carrier-type
anisotropy for which positive carriers (holes) are responsible for transport properties
within the basal xy plane and negative carriers (electrons) are responsible for those along
the vertical z axis [54]. At the same time, this anisotropy can be responsible for the
magnetic anisotropy observed experimentally [55]. In the Fe2GeC structure, this feature is
less pronounced.

Following the structural transformation from Cr2SiC to Fe2SiC, the band gap broadens
to 2 eV along the A direction and like for germanium-based MAX phases the Mexican hat
gradually appears as well. In contrast to the germanium- and silicon-based MAX phases,
Cr2AlC demonstrates the Dirac cone at the A point of the Brillouin zone (Figure 3), which
should determine the main transport properties of the phase. Some topological features of
the Cr2AlC band structure including band inversions that lead to the existence of many
crossings and topological nodes were observed both theoretically and experimentally [7].
In addition, at the Cr2AlC-to-Fe2AlC transition, the α and β electron densities converge,
indicating a decrease in the polarizability of the material. The intermediate (Fe-Cr-Cr-
Cr)0.5AlC lattices combine the geometrical features of terminal compounds.

3.4. Density of Electronic States

The Partial Density of Electronic States (PDOSs) of A, X, and M elements of the first
crystal lattice layers of all MAX phases are presented in Figures S5–S13. For parent and
terminal Cr- and Fe-based compounds, only Cr or Fe PDOSs are presented, whereas for
partially Fe-substituted (Fe-Cr-Cr-Cr)0.5AC both Fe and Cr PDOSs of the first and second
crystalline layers, respectively, are presented.

The electron densities at the Fermi level for both α and β electrons of Cr ions in Cr2GeC
are almost identical (Figure S5). Incorporation of Fe ions with consequent formation of
(Fe-Cr-Cr-Cr)0.5GeC MAX phases (Figure S6) leads to a noticeable polarization at the Fermi
level for chromium states combined with a weak one for iron. For Fe in the Fe2GeC MAX
phase, the β electron density at the Fermi level displays higher intensity (Figure S7). In all
the germanium-containing phases, carbon has insignificant density around the Fermi level,
with higher germanium partial DOSs. In the Fe2GeC MAX phase, in the range from 0 to
−1 eV, carbon has a high overall density coupled with iron states, which may indicate the
formation of strong chemical bonds and potentially lead to the formation of an iron carbide
phase during the synthesis.

In the silicon-based MAX phases, partial Cr electron density at the Fermi level for
α and β states could be considered as negligibly small (Figure S8). Substitution of Cr
ions with consequent formation of (Fe-Cr-Cr-Cr)0.5SiC MAX phase (Figure S9) leads to a
noticeable polarization of Cr and Fe partial electron densities at the Fermi level. For iron in
the Fe2SiC MAX phase, the polarization is slight (Figure S10). In all silicon-based phases,
carbon and silicon have an insignificant density around the Fermi level. For the Fe2SiC
MAX phase in the range from 0 to −2 eV, silicon and carbon have high overall electron
density coupled with iron which may be interpreted as a tendency to form silicide and iron
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carbide phases. Probably due to the tendency to form silicides of different 3d, 4d and 5d
metals, only the Ti-containing silicon MAX phases were detected experimentally.

In aluminum-based MAX phases, Cr partial electron density at the Fermi level for the
α channel is essentially different from the β one. The same spin distribution is observed for
aluminum-based compounds (Figure S11). Substitution of Cr ions with the formation of
(Fe-Cr-Cr-Cr)0.5AlC MAX phase (Figure S12) leads to the absence of noticeable polarization
at the Fermi level for all elements. The iron partial density of states in the Fe2AlC MAX
phase is slightly polarized at the Fermi level (Figure S13). For all aluminum-based MAX
phases, carbon atoms demonstrate insignificantly small density of states in the Fermi
level region.

3.5. Magnetic Properties

The relative energies of all localized spin states (both ferrimagnetic (∆EFiM-FM) and
antiferromagnetic (∆EAFM-FM) with respect to the ferromagnetic (EFM) one) and total spin
densities per unit cells for (Cr3Fe1)0.5AC are presented in Table 1. The magnetic moments
are specified according to the AFM-n scheme (Table S2). In the process of structural opti-
mization, the direction of the magnetic moments located at metal ions in aluminum-based
MAX phases was preserved in contrast to the germanium- and silicon-containing phases,
for which the directions are not conserved. It is necessary to note that for substituted lattices
with multiple nonequivalent transition metal ions with different spin moments pure antifer-
romagnetic states cannot be achieved since the moments cannot be mutually compensated.

Table 1. Relative energies (∆EFiM-FM, ∆EAFM-n-FM) with respect to the ferromagnetic state (eV) and
total magnetic moments (µB) per cell of the (Cr4–xFex)0.5AC (A = Ge, Si, Al) MAX phases at different
magnetic orders (MO).

MAX Phase ∆EFiM-FM ∆EAFM-n-FM MO µB

Cr2GeC a a FM 11.57

(Fe-Cr-Cr-Cr)0.5GeC −0.13 b — FiM-3 6.09

(Cr-Fe-Cr-Cr)0.5GeC −0.13 b — FiM-2 6.09

(Cr-Cr-Fe-Cr)0.5GeC −0.13 b — FiM-4 6.09

(Cr-Cr-Cr-Fe)0.5GeC −0.13 b — FiM-1 6.09

Fe2GeC −0.10 FiM 5.86

Cr2SiC −1.15 −1.39 FiM c 1.38

(Fe-Cr-Cr-Cr)0.5SiC 0.07 — FM 9.58

(Cr-Fe-Cr-Cr)0.5SiC −0.01 — FiM-3 5.1

(Cr-Cr-Fe-Cr)0.5SiC 0.02 — FM 9.6

(Cr-Cr-Cr-Fe)0.5SiC 0.19 — FM 9.61

Fe2SiC 0.07 — FM 6.46

Cr2AlC −0.80 −0.56 FiM 1.8

(Fe-Cr-Cr-Cr)0.5AlC −0.14 −0.20 FiM d −0.42

(Cr-Fe-Cr-Cr)0.5AlC −0.06 −0.14 FiM d 0.36

(Cr-Cr-Fe-Cr)0.5AlC −0.08 −0.31 FiM d −1.31

(Cr-Cr-Cr-Fe)0.5AlC −0.02 −0.25 FiM d 1.31

Fe2AlC −0.50 −0.28 FiM 3.32
a Only FM state. b Difference less of 0.001. c The magnetic moment direction is formally set according to AFM-3;
however, due to the nonequivalent ions in the cell, the system is in the FiM state. d The magnetic moment
direction is formally set according to AFM-6; however, due to the nonequivalent ions in the cell, the system is in
the FiM state.
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For the Cr2GeC MAX phase (Table 1), the ferromagnetic spin-ordered state is favorable
with respect to energy. Electronic structure calculations at the B3LYP level of theory favor
the ferromagnetic ordering in a cell over other publications [54,56] where the PBE + U
method was used. Considering that the chemical bonding of these compounds is of
the mixed covalent ion-metal type, the use of hybrid methods to describe the electronic
structure seems preferable. Experimental work [55,57] shows that these materials can
have challenging magnetic properties and that doping can lead to ferromagnetism. For
substituted MAX phases, different spin-ordered lattices were predetermined for electronic
structure calculation (Table S2); however, during the optimization the magnetic moments
changed their directions and values and the ferrimagnetic states always appeared favorable
with respect to energy. The exception was the Cr2GeC MAX phase for which the ground
state was detected as ferromagnetic. When one Cr ion is replaced by Fe, the magnetic
moment per unit cell decreases because another Cr acquires negative magnetic moment
equal to −2.70 µB. For this reason, all single-substituted structures correspond to a stable
ferrimagnetic state. The Fe2GeC compound is also a ferrimagnet since one of the Fe ions
acquires a negative magnetic moment equal to −0.99 µB with positive moments for the
remaining Fe ions.

The Cr ion in Cr2GeC has its own magnetic moment equal to 3.39 µB, which cor-
responds to the Cr+3 oxidation state. When one Cr is replaced by Fe, the ferrimagnetic
state appears due to the fact that the magnetic moment on one chromium atom is equal
to −2.70 µB (Cr+3) and two other Cr+3 ions bear the moments equal to 3.43 µB. The iron
atom has an intrinsic magnetic moment of 2.69 µB, which corresponds to the Fe+3 oxidation
state. In the Fe2GeC structure, four iron ions have different magnetic moments, namely
2.63, −0.99, 1.70, and 2.81 µB. This indicates that Fe centers may have different oxidation
states (Fe+2/Fe+3) in one unit cell.

For the (Cr4–xFex)0.5SiC MAX phase, the ferromagnetic state prevails over the fer-
rimagnetic one. Substitution may convert ferrimagnetic spin ordering to ferromagnetic
(Table 1). For the Cr2SiC MAX phase, the magnetic moment direction was set according
to AFM-3 spin ordering and it was conserved during optimization. However, the total
magnetic moment per unit cell is high (1.38 µB), which is atypical for antiferromagnetic
lattices and can be explained by redistribution of the intrinsic magnetic moments over
transition metal ions. All four chromium ions have different intrinsic magnetic moments,
namely 3.10, 2.80, −2.90, and −1.50 µB. Obviously, the second and the third layers of
chromium ions in the unit cell almost compensate each other, while the main contribution
to the total magnetic moment comes from chromium ions in the first and fourth layers with
final ferrimagnetic ordering. The values of the intrinsic magnetic moments localized at
transition metal ions also indicate that Cr are in different oxidation states: 3.10, 2.80, and
−2.90 µB for Cr+3 and −1.50 µB for Cr+2. In the remaining phases, chromium ions are in +3
oxidation state, which is confirmed by the intrinsic magnetic moments close to 3 µB per
metal ion. Iron is in +2 oxidation state, except for (Cr-Fe-Cr-Cr)0.5SiC where the oxidation
state changes for +3 with corresponding −2.60 µB spin moment. The magnetic moment of
−2.60 µB localized at iron in (Cr-Fe-Cr-Cr)0.5SiC causes the ferrimagnetic state (FiM-3) and
the lower total magnetic moment of 5.10 µB per MAX phase unit cell as compared with the
other substituted (Cr3Fe1)0.5SiC structures. In the Fe2SiC structure, all iron ions are in +2
oxidation state with Fe magnetic moment equal to 1.70 µB.

Aluminum-based MAX phases conventionally have lower spin moments as compared
with the silicon- and germanium-containing ones, but are more stable [58] and, conse-
quently, more promising for synthesis with substitution of Cr by other transition metals.
The true antiferromagnetic states cannot be obtained in a substituted structure though
because of the differences between the iron and chromium magnetic moments. In particu-
lar, (Fe-Cr-Cr-Cr)0.5AlC and (Cr-Fe-Cr-Cr)0.5AlC phases have a total magnetic moment of
0.42 µB per unit cell.

The Cr ions in Cr2AlC phase are in +3 oxidation state with corresponding magnetic
moments equal to 1.19 µB, although, according to [10], the magnetic moment for chromium
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is zero, which corresponds to +2 oxidation state. It should be noted that at PBE+U approach
should be used for correct reproduction of the spin moments localized at transitional metal
ions since the original PBE underestimates the magnetic moments by 30–40% and the +3
oxidation state should be considered. Substitution of Cr by Fe in (Fe-Cr-Cr-Cr)0.5AlC and
(Cr-Fe-Cr-Cr)0.5AlC lattices conserves the chromium oxidation state. In contrast, chromium
ions of the third and fourth layers of (Cr-Cr-Fe-Cr)0.5AlC and (Cr-Cr-Cr-Fe)0.5AlC lattices
pass into the +2 oxidation state with Cr spin moments equal to 2.40 and 2.44 µB. The
oxidation state of the iron ion in the Fe2AlC MAX phase is +3, while in the substituted
(Fe-Cr-Cr-Cr)0.5AlC phase it is equal to +2 (Fe = 2.47µB).

4. Conclusions

Based on electronic structure calculations, it was shown that substitution of Cr ions by
Fe ones in (Cr4-xFex)0.5AC (A = Ge, Si, Al) MAX phases provides stable lattices with the
greatest energy stability for single-substituted compounds with visible reduction of crystal
lattice parameters. Band structure and DOS diagrams showed that all MAX phases demon-
strate metallic conductivity with high electronic density at the Fermi level. (Cr4-xFex)0.5GeC
MAX phases exhibit a gradual appearance of van Hove singularity upon increasing Fe
content. The Cr2AlC MAX phase clearly demonstrates the Dirac cone in the band structure
in contrast with germanium- and silicon-based compounds, which can lead to the formation
of topological phases and significantly affect their transport properties. At the B3LYP level
of theory, the ferro- and ferrimagnetic spin orderings in partially substituted MAX phases
are favorable with respect to energy. Cr2SiC-to-Fe2SiC and Cr2GeC-to-Fe2GeC structural
transformations led to a change in the magnetic states, while for Cr2AlC-Fe2AlC the FiM
spin order was preserved. In the last case, the difference between the spin states is minor,
which may open up the prospect of using these structures in spintronic devices. It was
shown that single-substituted (Cr3Fe1)0.5AC (A = Ge, Si, Al) MAX phases could be very
beneficial for multiple spin-related applications.

Supplementary Materials: The following supporting information can be downloaded at: https://
www.mdpi.com/article/10.3390/magnetochemistry9060147/s1, Table S1. Atomic and ionic radii* [59];
Table S2. Schematic of the ferromagnetic (FM), ferrimagnetic (FiM-n), and antiferromagnetic (AFM-
n) ordering of the Cr and Fe magnetic moments in the (Cr-Fe-Cr-Cr)0.5SiC structure. Green and
red arrows indicate the spins up and spin down directions on M atoms, respectively; Figure S1.
Comparison of unit cell parameters a, b (on the left), and c (on the right) obtained using different
functionals; Figure S2. Iron and chromium partial charges in the CrFeSiC structure obtained using
different functionals (up) and magnetic moment Satom (µB) of nonequivalent atoms of the metals.
Iron and chromium magnetic moments in the CrFeSiC structure obtained using different functionals
(down); Figure S3. Brillouin zone of a hexagonal lattice; Figure S4. Binding energy change in the
(Cr4-xFex)0.5AC (A = Ge, Si, Al) crystal lattices in the ferromagnetic state upon substitution of Fe
atoms for Cr ones. Blue, orange, and gray histograms correspond to the phases with Ge, Si, and Al
as the A element; Figure S5. Densities of states of the Cr2GeC. Partial densities of states of the M
element of the first crystal lattice layer (blue), of the M element of the second crystal lattice layer
(lilac), of the A element (dark blue), and of the element X = C (burgundy); Figure S6. Densities of
states of the (Cr-Fe-Cr-Cr)GeC; Figure S7. Densities of states of the Fe2GeC; Figure S8. Densities of
states of the Cr2SiC; Figure S9. Densities of states of the (Cr-Fe-Cr-Cr)SiC; Figure S10. Densities of
states of the Fe2SiC; Figure S11. Densities of states of the Cr2AlC; Figure S12. Densities of states of
the (Cr-Fe-Cr-Cr)AlC; Figure S13. Densities of states of the Fe2AlC.
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