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Abstract: There is significant interest worldwide to identify new antiferromagnetic materials suitable
for device applications. Key requirements for such materials are: relatively high magnetocrystalline
anisotropy constant, low cost, high corrosion resistance and the ability to induce a large exchange
bias, i.e., loop shift, when grown adjacent to a ferromagnetic layer. In this article, a review of recent
developments on the novel antiferromagnetic material MnN is presented. This material shows
potential as a replacement for the commonly used antiferromagnet of choice, i.e., IrMn. Although the
results so far look promising, further work is required for the optimization of this material.

Keywords: antiferromagnetic spintronics; spintronics; exchange bias; MnN; magnetism and mag-
netic materials

1. Introduction

In 2014, Zhang et al. [1] showed that nontrivial spin Hall effects occur in metallic
antiferromagnets such as FeMn, PtMn and IrMn. These results provided evidence that
significant spintronic phenomena occur in antiferromagnetic (AF) materials. More recently,
Wadley et al. [2] showed that spin–orbit torque could be used to switch CuMnAs electrically.
Similarly, Bodnar et al. [3] and Meinert et al. [4] used relativistic Néel spin–orbit torques
to switch the Néel vector in Mn2Au. Spin–orbit torques in AF materials have also been
used to switch the magnetization of an adjacent F layer, e.g., [5]. The ability to manipulate
the orientation of the AF axes using a spin-polarized current is of huge importance, as
AF materials have a relaxation time of ~10−12 s compared to 10−9 s for ferromagnetic (F)
materials [6]. Hence, in principle, a switching device based on an AF material would be
capable of being many times faster than a conventional Magnetic Random Access Memory
(MRAM) device. Such devices would also offer the advantage of not being subject to the
demagnetizing field effect present in conventional F devices. AF-based spintronic devices
can also be deployed in unconventional computing architectures such as neuromorphic
computing, where artificial synapses can be used to execute complex cognitive tasks,
e.g., [7]. For these reasons, there has been a significant increase in the level of worldwide
activity in the field of AF materials. For a recent review on the topic of AF spintronics, see
Reference [8].

The most successful spintronic devices to date are those based on the Giant Magne-
toresistance (GMR) effect, i.e., spin-valve, and Tunneling Magnetoresistance (TMR) effect,
i.e., tunnel junction, which have formed the basis of the read-head sensor of a Hard Disk
Drive (HDD) for decades. AF materials are used in these devices to pin the magnetization
of an F (reference) layer via the exchange-bias effect. This effect manifests itself as a shift
in the hysteresis loop of the pinned F layer along the field axis. That F layer serves as a
magnetic reference in the stack, which is necessary for sensing and MRAM applications.
In addition, an enhancement in the coercivity of the material is typically observed. The
exchange bias originates from the interplay of interactions across the F/AF interface and
the bulk magnetocrystalline anisotropy of the AF. For a review on the topic of exchange
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bias, see Reference [9]. The first AF material to be used in a GMR commercial device was
NiO, which was soon replaced by the metallic alloy FeMn. Although the thermal stability
of the devices was significantly improved by doing so, corrosion resistance issues led to
the replacement of FeMn by IrMn in the mid-1990s. To this date, IrMn is the material
of choice for most industrial applications. PtMn, a simple L10 alloy, has been used in a
thermal MRAM device but not in read heads due to the need for it to be annealed into the
L10 structure [10]. However, Ir is one of the scarcest materials on Earth, making it very
expensive. Hence, there is great interest worldwide in the identification of new, usable
AF materials that could replace IrMn. The main requirements for such a material are:
relatively high anisotropy energy density, which controls its thermal stability; low cost;
high corrosion resistance and the ability to induce a significant exchange bias, i.e., loop
shift, when grown adjacent to an F layer.

Over the last several years, there have been a number of publications exploring
the properties of the equiatomic AF alloy MnN. For instance, broadband ferromagnetic
resonance and in-plane angle-dependent measurements have been used to determine the
in-plane anisotropies and relaxation of MnN/CoFeB bilayers [11]. One of the attractive
properties of this material is that scarcity is not an issue. While there are only ~10−5 atoms
of Ir/million atoms of silicon, Mn is much more abundant (~103 atoms Mn/million atoms
of silicon). Given that almost 80% of the air we breathe is nitrogen, low cost is a given for
this compound. In this article, a review of the recent advances in the study of this material
will be presented.

2. Manganese Nitride: The Material

Manganese nitride is a complex material that exists in a number of phases, as shown
in Figure 1. Depending on the stoichiometry and growth temperature, this compound
can exist in a paramagnetic, ferrimagnetic or antiferromagnetic state [12]. Of particular
interest to this review article is the tetragonal slightly distorted rocksalt θ phase, θ-MnN,
which is AF. From now on, this phase will be referred to simply as MnN. Polycrystalline
MnN thin films can be grown by reactive sputtering in a mixed Ar and N2 atmosphere
at temperatures below 673 K and a nitrogen concentration >40% [13]. A 50:50 mixture at
a deposition pressure of 2.3 × 10−3 mbar has been proposed as the optimum deposition
conditions, although the exact parameters are likely to depend on the deposition system
and the details of the sputtering geometry [14].
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Figure 1. Binary phase diagram of Mn-N. (Redrawn with permission from Journal of Materials
Chemistry; published by the Royal Society of Chemistry, 2000) [13].

Neutron powder diffraction experiments have shown that the magnetic order of bulk
MnN is collinear AF-I type, i.e., sheet structure with the Mn spins aligned parallel within
the c planes [13]. In the same study, the spin orientation was observed to vary as a function
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of temperature. While at temperatures close to the Néel temperature (~650 K), the moments
aligned along the c-axis, at room temperature, the spins were found to be tilted at 23◦ to
the c-axis. These samples were nitrogen deficient. Similar studies on samples where the
MnN was saturated suggested that the spin direction was along the c-axis [15]. In both
cases, the Mn atoms had a magnetic moment of 3.3 µB at room temperature. More recently,
a theoretical study has suggested that the spin alignment is along the c-axis [16]. The
authors found that the first nearest-neighbor isotropic exchange interactions are AF, while
the second nearest-neighbor interactions are strongly ferromagnetic. It was concluded that
the interplay between these interactions leads to the AF-I-type ground state. The crystal
structure for the θ-MnN phase is shown schematically in Figure 2. It has a tetragonal
structure with a lattice constant of a = 4.256 Å and c = 4.189 Å at room temperature resulting
in a c/a ratio of 0.984. Interestingly, the easy anisotropy axis lies perpendicular to the long
axis of the crystal, as shown in Figure 2. Hence, it might be possible that slight variations
in composition might result in modifications to the lattice constant (e.g., increasing the
nitrogen content increases the lattice constant) and, potentially, the anisotropy constant of
this material. The Néel temperature of this material is slightly higher than 650 K [13], so
very similar to that of IrMn, which is ideal for device applications.
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Figure 2. Schematic crystal structure of MnN: green (bigger) spheres correspond to manganese atoms,
while smaller, lighter spheres represent nitrogen atoms. The AF-I antiferromagnetic ground state
with spin alignment along the c-axis is represented by the arrows (planes) of red and blue (orange
and light blue) color.

3. Exchange Bias: In-Plane Studies

In an initial study, Meinert et al. [14] studied the dependence of the exchange bias in
MnN/CoFe bilayers at room temperature as a function of the thickness and crystallinity of
the AF layer. A typical hysteresis loop from this study is shown in Figure 3 [14].

The crystallinity of the bilayers was controlled both during and after deposition. Sam-
ples with composition Ta(10 nm)/MnN(tAF)/Co70Fe30(tF)/Ta2O5(2 nm) were deposited on
thermally oxidized Si wafers. The thickness of the AF layer, tAF, was varied in the range
of 6 to 48 nm, while the CoFe thickness, tF, was varied in the range of 1 to 2.2 nm. After
deposition, the samples were annealed at temperatures up to ~600 K in a 6.5 kOe magnetic
field. The Ta seed layer grew with (011) orientation and very small grains (~1 nm). Before
annealing, the lattice constant of MnN was larger than 4.256 Å, the bulk value reported in
the literature. The lattice constant in the film plane was measured as a = 4.10 Å, resulting in
a c/a ratio of 1.04. The variation of the loop shift as a function of tAF is shown in Figure 4
(solid red circles). The behavior is identical in shape to that observed for IrMn, whereby no
loop shift is observed up to a given value of tAF. This is probably due to a combination
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of factors. As the thermal stability of the AF grains is increased via the increase in tAF, a
sharp onset in the exchange bias is expected. The exchange bias then peaks around a value
of tAF of 30 nm, decreasing following a ~1/tAF behavior for thicker films. Following the
York model of exchange bias for polycrystalline films, this is a consequence of the shape
of the energy barrier to reversal in the AF layer, which is controlled by the distribution of
grain volumes, which is lognormal [9]. This is shown schematically in Figure 5. Below a
critical volume, Vc, the grains are thermally unstable at the temperature of measurement
and do not contribute towards the loop shift. At the higher end of the distribution, there is
a second critical volume, Vset, above which the grains cannot be set and remain unaligned
with the F layer upon annealing. Hence, it is only the grains with volumes between Vc
and Vset that contribute to the loop shift. Ideally, both critical volumes will be outside
the distribution so that the entire AF contributes towards the loop shift. In many cases,
as the thickness of the AF layer is increased, a larger fraction of the AF grains cannot be
set. Due to the shape of the tail in the lognormal distribution, the exchange bias decreases,
mimicking a 1/tAF dependence as mentioned earlier.
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A critical difference between the behavior of MnN and IrMn is that the peak in the
loop shift as a function of tAF occurs at much lower thicknesses (~8 nm) for the latter. This
is probably due to the lower magnetocrystalline anisotropy of MnN (~6 × 106 erg/cm3)
compared to that of IrMn (up to ~3 × 107 erg/cm3). A second factor that controls the
dependence of the loop shift on tAF is nitrogen desorption upon thermal annealing. In
thinner films, nitrogen desorption can lead to a change in the MnN phase to Mn4N, which
is not antiferromagnetic, as shown in Figure 4. Thicker films have sufficient nitrogen
to withstand desorption effects to higher temperatures. This conclusion was supported
by the annealing data, whereby samples with thicker AF layers could withstand higher
annealing temperatures before the magnitude of the loop shift was observed to decrease.
The dependence of the exchange bias on tF follows the expected ~1/tF behavior typical of
exchange-bias systems.

The influence of the deposition pressure, annealing temperature and nitrogen content
was also investigated [14]. The behavior was quite complex. For instance, while the
coercivity was not found to depend greatly on the deposition pressure, the exchange bias
was found to decrease almost linearly as the deposition pressure was increased. The
annealing temperature dependence was even more complicated. A double ‘peak’ was
observed in the magnitude of the loop shift as a function of the heating temperature. This
trend was attributed to an irreversible structural or magnetic transition at the MnN/CoFe
interface. In some cases, the annealing temperature was higher than the Néel temperature of
the alloy at which point MnN undergoes a recrystallization process which might affect the
coupling at the F/AF interface. Again, it is likely that these properties will be (deposition)
system dependent.

The thermal stability of the bilayers was assessed via measurement of their median and
maximum blocking temperature [14]. Although the thermal stability was lower than that of
IrMn-based systems, especially when the thicknesses of the AF layers used in this study are
taken into account, a median blocking temperature greater than 373 K was measured for
tAF > 15 nm. Importantly, it was found that MnN is rather robust against oxidation, which
is critical for device applications. This, coupled with the fact that large exchange-bias values
of 1.8 kOe were measured, highlights the potential of MnN for spintronic applications.
However, further work is required for the optimization of the growth conditions of this
alloy. For instance, controlling the N/Ar mixture during deposition can result in loop shifts
in excess of 2.7 kOe at room temperature and an enhanced thermal stability and median
blocking temperature > 450 K for compositionally identical structures [17].

The effects of field annealing were further investigated as a function of the thickness
of the MnN layer and the field annealing temperature in Ta/MnN/CoFeB exchange-bias
systems in a more recent paper [18]. It was found that for thick (48 nm) MnN films, the
exchange bias increased due to an improvement in the crystallinity of the films. However,
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for thinner films (30 nm), the exchange bias was found to decrease and even disappear due
to nitrogen migration into the Ta buffer layer, which modified the antiferromagnetic state.
Intermixing at the MnN/CoFeB interface was also observed, which was also attributed
to the nitrogen deficiency in the MnN layer after annealing in a field. When not enough
nitrogen was present, Co and Fe diffused into the MnN, resulting in the reduction of the
measured exchange bias. It was suggested that the inclusion of a diffusion barrier layer
between the Ta seed layer and the MnN layer might allow for higher annealing temperature
to be used without degrading the properties of the films. This is critical if thinner layers
were to be used.

Doping has been shown to enhance the thermal stability of MnN/CoFe exchange-
bias systems [19]. Undoped samples with structure Ta(10 nm)/MnN(30 nm)/Co70Fe30/
(1.6 nm)/Ta(0.5 nm)/Ta2 O5(5 nm) were deposited on thermally oxidized Si wafers. The
samples were annealed at ~600 K in a 6.5 kOe for 15 min. Density Functional Theory
(DFT) was used to calculate the defect energies for substitution of one Mn atom in the
MnN lattice by a different element. Elements calculated to have both negative and positive
defect energies were chosen for this experiment. In particular, Ti, Y, Si, Cr and Fe were
selected. Doping elements were added by cosputtering from an RF source. A low power
was used to ensure modest doping concentrations. After annealing the crystal structure
of the samples was investigated by X-Ray diffraction. The position of the (002) MnN
peak was found to shift towards lower angles, indicating a larger lattice constant when
elements with a negative defect energy, i.e., Ti, Y, Si and Cr, were used, suggesting that low
levels of nitrogen diffusion occurred. On the other hand, when elements with a positive
defect energy, i.e., Fe, were used, the (002) peak was shifted towards higher angles when
compared to the undoped samples. It was suggested that in this case, significant diffusion
occurred because of the weaker binding of nitrogen.

The exchange bias and thermal stability of the doped/undoped samples were investi-
gated as a function of the annealing temperature (273–825 K). The thermal stability of the
samples doped with negative defect energies was increased. However, this enhancement
was accompanied by a reduction in the magnitude of the loop shift. A similar trend has
been observed in IrMn-based exchange-biased systems, whereby the choice of seed layer
material has been shown to increase/decrease the anisotropy/loop shift [20]. Modest
doping with Ti (3%) or Y (2%) resulted in a loop shift > 1 kOe for annealing temperatures
up to ~750 K, as shown in Figure 6, and an enhancement in the thermal stability of 100 K
when compared to the undoped sample. Doping with Fe, which has a positive defect
energy, showed a negative effect on the thermal stability of MnN/CoFe in agreement with
DFT calculations.

Over the last few years, it has become apparent that the Ta buffer layer is key to the per-
formance of MnN-based exchange-bias systems, as it acts as a crystallographic seed layer
for the MnN to grow on and a nitrogen sink during the annealing process. The effect of nitro-
gen diffusion in Ta/MnN/CoFeB stacks has been investigated as a function of the Ta layer
thickness [21]. Samples with composition Ta(tTa)/MnN(30 nm)/Co40Fe40B20(1.6 nm)/Ta
(0.5 nm)/Ta2O5(2 nm) were prepared on thermally oxidized Si wafers. The thickness
of the Ta layer, tTa, was varied in the range of 1 to 15 nm. The samples were annealed
at temperatures between 373 and 823 K. While increasing the thickness of the Ta layer
improves the crystallinity of the MnN layer, thinner Ta layers provide a smaller nitrogen
sink. This leads to a trade-off between thermal stability and large exchange bias. The effect
of introducing a TaNx layer between the Ta seed and the MnN layers was also investigated
in the same article [21]. Although the introduction of this extra layer can enhance the
thermal stability of the bilayers, it has a negative effect on the magnitude of the loop shift.
The data obtained highlighted the complicated nature of MnN, as many interconnected
factors can result in structural/magnetic phase transitions. Hence, further work is required
in this area to optimize the thermal stability and exchange bias properties of MnN-based
exchange bias systems.
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4. Exchange Bias: Out-of-Plane Studies

Magnetic multilayers with perpendicular magnetic anisotropy are also of great interest
for spintronic applications given the lower critical current density needed for spin-transfer
torque switching when compared to in-plane anisotropy systems, e.g., [22]. Hence, the
possibility of achieving a large out-of-plane loop shift using MnN is of great interest. Zilske
et al. [23] reported a giant perpendicular exchange bias of 3.6 kOe at room temperature in
MnN/CoFeB bilayers. The samples had a similar composition and identical deposition
conditions to some of the in-plane samples described earlier. The main difference was
in the direction of the applied field used during the annealing process. In this case, the
samples were annealed at temperatures in the range of ~400–700 K in a vacuum furnace
in the presence of a 6.5 kOe out-of-plane field. This highlights the potential of MnN for
integration into perpendicular magnetic tunnel junction/spin valves.

5. Anisotropy Constant

Another key requirement for a given AF material to be considered as a candidate for
device applications is that it must have a relatively high magnetocrystalline anisotropy.
Sinclair et al. [24] reported the first experimental measurement of the anisotropy constant of
MnN in thin-film form from the measurement of the distribution of blocking temperatures
in a MnN(tAF)/CoFe(2 nm) exchange-bias systems. A detailed description of the technique
used can be found in Reference [25]. Briefly, in order to determine K, the samples are
initially set at a temperature Tset in a positive saturating field for a period of time Tset.
The samples are then cooled to a temperature, TNA, where the AF layer is free of thermal
activation. The field is then reversed so that the F layer is now saturated in the opposite
direction. By increasing the temperature of the sample to a temperature Tact for a period of
time Tact, the AF grains are progressively reversed. The samples are then cooled to TNA,
and the hysteresis loop is measured. By increasing the value of Tact, the energy barrier
distribution within the AF is mapped. As a result, the hysteresis loop shifts from negative
to positive field values. The critical point for the measurement of K is the value of Tact
at which the exchange bias goes to 0. This is commonly known as the median blocking
temperature as, at the point, half of the AF grains are oriented in the original setting
direction and half of the grains in the opposite direction. Assuming the grain volume
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distribution within the sample is known, the value of K can be calculated using the median
grain volume following that antiferromagnets are subject to thermal activation following a
Néel–Arrhenius law. Figure 7 shows the blocking temperature distribution for samples of
varying MnN thicknesses. From these data, it was concluded that MnN has an anisotropy
energy density of 6.3 × 106 erg/cc as compared to a maximum anisotropy constant of
3.2 × 107 erg/cc for IrMn [20]. However, thicknesses > 20 nm appear to be necessary to
achieve thermal stability above room temperature due to the small grain sizes (~5 nm). If
the lateral grain size of the films could be increased by tuning the deposition conditions, it
seems reasonable to suggest that the thickness of the MnN could be reduced, making it a
very suitable candidate for device applications.
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6. Electrical Switching

The low anisotropy energy of MnN grains, especially at low thicknesses, can in some
cases be seen as an advantage. The spin–orbit torque-induced electrical switching of
polycrystalline MnN layers with the spin Hall effect of Pt has recently been studied [26].
The electrical manipulation of the magnetic order with current pulses was observed over
a broad temperature range between 160 K and 260 K. With increasing temperature, a
more efficient switching of the magnetic order was observed, with a simultaneous re-
duction in the relaxation time for randomization of the magnetic order. The analysis of
the magnetocrystalline anisotropy in Reference [24] and the quantitative analysis of the
temperature-dependent relaxation dynamics both consistently point to an energy barrier
of 0.5 eV to 0.7 eV for the grains that participate in the observed switching. This renders
the magnetic order of MnN easily switchable with the spin Hall effect but at the expense of
a rapid thermal relaxation back to a disordered equilibrium. The same grains that are only
weakly blocked or unblocked in the switching experiment do not contribute to exchange
bias because of their relaxation dynamics.

7. Conclusions

Over the last few years, MnN has been demonstrated to show potential as a new
AF material for spintronic applications. A summary of the properties of this compound
compared to other Mn-based AFs is given in Table 1. This material can exist in a tetragonal
structure, which by its very nature creates an anisotropy. One of the main advantages of this
alloy compared to conventionally used AF materials is its low cost. Significant loop shifts,
similar to values obtained for IrMn-based systems, have been achieved both for in-plane
and out-of-plane MnN-based exchange-bias systems. However, the growth conditions
and postdeposition treatment(s) for this compound are yet to be optimized. Large AF
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thicknesses are still required to observe the desired magnetic properties. It has also become
apparent that the Ta buffer layer commonly used is critical to control the crystallinity of the
MnN layer and the level of nitrogen diffusion observed upon thermal annealing. It might
be possible that other materials offer better performance than Ta, and/or high-temperature
deposition of the buffer layer might result in an increase in the crystallinity of the adjacent
MnN layer. Tuning the deposition conditions of the MnN layer might result in an increase
in the lateral grain size of the films, which would allow for a reduction in the thickness of
the MnN layer. Furthermore, it is feasible that slight variations in composition might result
in modifications to the lattice constant of the MnN films and, potentially, the anisotropy
constant of the material. The mutually consistent results from the exchange bias and
electrical switching studies corroborate our understanding of the importance of thermal
activation in both phenomena in granular antiferromagnetic systems. While MnN is a
novel but already well-studied antiferromagnet, open questions remain. How does the
exchange bias behave in highly crystalline, epitaxial MnN thin films? What is the easy axis
or easy plane of the polycrystalline MnN films, and how does it influence the observed
exchange bias in detail? Thus, it seems like there is much more work to be done on MnN
before our understanding of this intriguingly complex material is complete.

Table 1. Summary of the main properties of Mn-based AF materials.

Material Crystal Structure Cost Typical Exchange Bias
(kOe)

Anisotropy Constant
(erg/cm3)

FeMn fcc Low <1 ~105 [27]
IrMn fcc High >1 ~107 [20]
PtMn L10 High <1 ~107 [28]
MnN fct Very low >1 ~106 [24]
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