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Abstract: Anisotropic monolayer materials have always been investigated by physical researchers.
In this paper, we report a stable two-dimensional TiNI monolayer with anisotropic mechanical,
optical, and electrical conduction properties. By combining the methods of non-equilibrium Green’s
function and density function theory, we obtain two-dimensional TiNI materials with mechanical,
optical, and electronic transport properties that depend on the lattice orientation. In addition, the
maximum Young’s modulus of the single-layer TiNI can reach 160 N/m2. The calculate result of
electrical transport properties also indicates the anisotropic electron transport performance of TiNI
monolayer. Moreover, the electron transport intensity along the direction b is about six times the
conduction intensity along the direction a. The anisotropic mechanical and optical properties, as well
as the tunable band gap and special electron transport characteristics, enable a promising future for
monolayer TiNI materials in nano-optoelectronics.

Keywords: first-principles calculation; two-dimensional materials; electron transport properties;
optical properties

1. Introduction

Two-dimensional materials have attracted a lot of public interest since graphene was
first discovered. Many innovative two-dimensional materials have been reported in the
fields of energy conservation, bio-physics, and photodetection [1–11]. The laminated ma-
terial has a number of electronic features that are seldom found in bulk materials. The
layered materials are suitable for various optoelectronic devices, like field-effect transis-
tors, because of their desirable electronic performance. The single layer materials with
anisotropic electronic properties, especially those with highly anisotropic electrical trans-
port characteristics and carrier mobility, have attracted the attention of researchers [12,13].
Anisotropy in electron transport and optical absorption is a key characteristic of materials.
At present, anisotropic materials have been applied in various fields [14,15]. In addition,
GaTe with plane anisotropy shows the optical anisotropy in the plane [16,17]. By exerting
strain engineering in various directions, it can effectively enhance the performance of
phosphonene in various anisotropic mechanical and electronic aspects [18]. Materials that
have anisotropic characteristics in terms of mechanics and optoelectronics are highly desir-
able for real applications. The material offers new possibilities for semiconductor energy
conversion. However, one obvious drawback of graphene during its actual implementation
in the optoelectronics devices is that even though graphene has a high Fermi speed, it
has a bandwidth of zero, which makes its performance in optoelectronic transitions quite
inferior [19,20]. In addition, the lack of adjustable bandgap will mean great limitations in
practical applications, and the two-dimensional semiconductor with adjustable narrow
band gap is more favorable for effective use of light [21].

In recent years, transition metal nitrides (TMNs) with high melting point, high hard-
ness and excellent electrical and thermal conductivity have attracted extensive attention.
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Because of the small radius of N atoms, they occupy the space between them when forming
compounds with transition metals, so the addition of N atoms does not affect the compact
arrangement of metal atoms. This makes the extranuclear electron structure of the transi-
tion metal more similar to that of the precious metals Pb and Pt with catalytic activity, thus
ensuring the same conductivity of TMNs as the metal parent. Meanwhile, the transition
metal nitrides have strong chemical bonds between metal atoms and nitrogen atoms, which
makes TMNs exhibit strong stability, corrosion resistance, and mechanical strength [22–24].
These characteristics give TMNs a strong potential for electrocatalysis applications. In the
last few years, two-dimensional C3N with one nitrogen atom and three carbon atoms was
prepared and it was found that the material has excellent photoelectronic, mechanical and
thermal properties [25–27]. In 2018, Meysam Makaremi et al., based on first-principles
calculation method, studied the newly prepared two-dimensional carbon and nitrogen
compounds, and adjusted the electronic structure and optical absorption capacity through
doping and other methods [28]. However, most of the common studies on TMNs are binary
compounds, and there are few studies on ternary compounds of TMNs, such as Co4N,
Ni3N, Ni3FeN, etc. [29–32]. The related research of TMNs on the first-principles calculation
of ternary transition metal nitrides needs further study.

We have forecasted a novel TiNI, a layered 2D material, based on first-principles
computational theory. Phonon spectrum simulation was used to test the dynamic stability
of two-dimensional TiNI, and the possibility of its synthesis was evaluated by calculating
the binding energy. Then, we have comprehensively investigated the two-dimensional
TiNI in the intrinsic state in terms of electronic energy band, mechanomechanical, and
optical absorption properties, hoping to obtain anisotropic results in optical, mechanical,
and electron transport properties of the material. Simultaneously, the strain engineering
applied to the monolayer TiNI enables the modulation of the energy band gap. Our results
provide a new monolayer ternary material with rich anisotropy. We hope that our research
will provide theoretical guidance in the actual implementation of optoelectronic materials.

2. Methods

The theoretical calculations are performed by using the Vienna Ab initio program
package (VASP) on the basis of first principles [33]. The exchange-correlation potential
is adopted in the Perdew-Burke-Ernzerhof (PBE) form of the generalized gradient ap-
proximation (GGA) and the projection augmented wave (PAW) method [34]. The strong
interatomic interaction was corrected by GGA + U. The interaction between ions and
electrons is expressed using the projector-enhanced wave method with an energy cutoff
of 500 eV [35,36]. The phonon dispersion curve is measured in the program package of
PHONOPY code with the supercell technique [37,38]. The convergence criteria for force
and energy have been adjusted to 0.001 eV/Å and 10−6 eV, correspondingly. Γ-centered
Monkhorst-Pack k-sampling grids of 9 × 9 × 1 is adopted in the Brillouin zone. The
positions of the atoms and the lattice constants are sufficiently optimized using the algo-
rithm of conjugate gradients. In the other hand, a vacuum region of 20 Å is inserted in the
z-axis direction, in order to prevent interlayer interactions along the z-axis direction. The
conduction characteristics are calculated using the nonequilibrium Green’s function, using
the atomically localized basis functions and implemented in OpenMX code [39,40]. For
different kinds of elements, we use the PAO basis functions of Ti7.0-s2p2d1, N5.0-s2p2d1,
and I7.0-s2p2d1, separately, and use the completely relativistic conformal pseudopotential
and pseudo-atomic orbitals (PAOs) to expand the wave functions [41]. Our theoretical
work can be obtained experimentally by epitaxial growth and other methods.

3. Results and Discussion
3.1. Energy Band and Structural Stability

We have theoretically predicted a two-dimensional ternary transition metal nitride
TiNI. Our fully geometrically optimized monolayer TiNI crystal structure is illustrated in
Figure 1a. The colored spheres represent the elements Ti, N, and I. Figure 1a has a black
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box, which represents a lattice cell, each of which includes two I, N, and Ti atoms. The
crystal lattice constants of the material are a = 4.01 Å and b = 3.57 Å, respectively. And
a 6=b of TiNI thin film after lattice geometry optimization indicates that monolayer TiNI
is structurally anisotropic. The distances between adjacent atoms of the TiNI monolayer
are as follows:N–N (2.76 Å), Ti–Ti (3.05 Å), I–I (3.57 Å), Ti–N (2.04 Å), N–I (3.27 Å), and
Ti–I (2.84 Å), which are similar to the previous results [42,43]. Firstly, for estimating the
robustness of the two-dimensional TiNI material synthesized experimentally, we have
computed its cohesive energy, which is calculated as:

Ecoh =
(
2ETi + 2EN + 2EI − ETi2 N2 I2

)
/6 (1)

where ETi, EN, and EI are the individual Ti, N, and I atoms’ energies, respectively. In
addition, ETi2N2I2 represents the overall energy of monolayer TiNI. After calculation, the
cohesive energy of two-dimensional TiNI is 3.39 eV/Atom. The calculated results are
similar to the published cohesion energies of MnNF and black phosphorus [44,45]. The
higher the cohesion energy, the easier it is to synthesize in the experiment.
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We are capable of seeing in Figure 1b that no imaginary frequencies appear in the
phononic spectrum of the laminar TiNI at the highly symmetric Γ points, which indicates
the dynamic stability of monolayer TiNI. The kinetic stability further reflects the possibility
of TiNI monolayers experimentally. Then, we plotted the electronic energy band structure
of the 2D TiNI as illustrated in Figure 1c, where the black illustration indicates our selected
condition of the high-symmetry points in the Brillouin zone. According to the diagram
of energy band structure, we can see that the layered TiNI has a clear band gap near the
Fermi plane, indicating that it is a semiconductor. The conduction band bottom and valence
band top located at the same high symmetry point confirms that it is a direct band gap
semiconductor with a band gap value of 0.65 eV. Moreover, from the density of states in
Figure 1d, we can conclude that the orbital domination states around the Fermi surface are
dominantly attributed to the p orbitals of N atoms, the d orbitals of Ti atoms, and the p
orbitals of I atoms. Our calculation results are consistent with Wang’s previous calculation
conclusions about monolayer TiNI [46], the difference is that we have further explored its
anisotropic optical and mechanical properties and electron transport properties.

3.2. Mechanical and Optical Properties

Then we continued to investigate the mechanical characteristics of the TiNI films to fur-
ther evaluate its elastic properties. The four independent elastic constants of two-dimensional
TiNI are C11 = 160 N·m−1, C12 = 38 N·m−1, C22 = 145 N·m−1 and C44 = 65 N·m−1 respectively.
The elastic constants of laminated TiNI satisfy the Born-Huang criterion (C11C22 − C12

2 > 0,
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C11 > 0, C22 > 0, C44 > 0) [47,48]. This also means that monolayer TiNI meets the equilibrium
condition of mechanics, that is, it has mechanical stability. The elastic constants C11 and
C22 of laminated TiNI are significantly greater than phosphonene with C11 = 24 N·m−1 and
C22 = 103 N·m−1 [49]. On the other hand, the Young’s modulus Y(θ) and Poisson’s ratio
υ(θ) along an arbitrary angle θ in the plane satisfy the following equations [47,50]:

Y(θ) =
C11C22 − C2

12
C11sin4θ + Asin2θcos2θ + C22cos4θ

(2)

υ(θ) =
C12sin4θ − Bsin2θcos2θ + C12cos4θ

C11sin4θ + Asin2θcos2θ + C22cos4θ
(3)

A and B in the equation represent [(C11C22 − C12
2)/C44 − 2C12] and [C11 + C22 −

(C11C22 − C12
2)/C44], respectively. From the Figure 2a,b we can see that the laminated TiNI

exhibits various anisotropic Poisson’s ratio υ(θ) and Young’s modulus Y(θ). This indicates
that the layered TiNI has a strong mechanical anisotropy. This result is in agreement with
the anisotropy of the structure of the material. The higher in-plane Young’s modulus
represents the fact that the material possesses many atoms and mutual atomic interactions,
which are effective in preventing the curling of the film. After calculation we calculated
the Young’s modulus of the monolayer TiNI to be 130~160 N/m2, which is larger than
62 N/m2 of silylene which has been successfully synthesized.
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Next, we explore the optical absorption properties of two-dimensional TiNI. The
dielectric function reflects the correlation between the energy band and the spectrum of
the material, and additionally the analysis of the electron transition between the occu-
pied and unoccupied states helps to research the optical properties of the material. The
optical absorption characteristics of the material would be available using the equation
ε(ω) = ε1(ω) + iε2(ω). Alternatively, the real part of the dielectric function E1(ω) can be
acquired by converting the Kramer–Kronig equation. The real or imaginary components of
the dielectric function can be accessed by the following equations:

ε1(ω)= 1+
2
π

P
∫ ∞

0

ε2(ω′)ω′
ω′2−ω2+iη

dω′ (4)

ε2(ω) =
4π2

m2ω2 ∑V,C

∫
BZ

d3k
2

2π
|e·MCV(k)|2 × ∆[E C(k)−EV(k)− }ω] (5)
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where ω and m in the equation refer to the angular frequency of the injected photon and
the quality of the free electron, respectively. The k represents the reciprocal lattice vector.
The energy of the injected photon is denoted by h̄ω. BZ refers to the first Brillouin zone.
|MCV(k)|2 is the element of the dynamics matrix, where C and V are abbreviations for
conduction band and valence band, respectively. EC(k) and EV(k) are the energy at the CB
and the VB, respectively. The equation for the coefficient of optical absorption is given by:

α(ω) =
√

2ω +

√√
ε2

1(ω)−ε2
2(ω)−ε1(ω) (6)

where α is the absorption coefficient of the incident light and ω is the angular frequency of
the incoming light. As can be seen from the optical absorption spectrum of two-dimensional
TiNI in Figure 3, the absorption coefficient increases progressively along with the growth of
energy of photons. The first and second peaks of absorption appear at the region of visible
light and the region of ultraviolet light, respectively. Optical absorption spectroscopy
research has demonstrated the ability of monolayer TiNI to detect ultraviolet and visible
light. Moreover, the optical absorption curves of two-dimensional TiNI in x and y directions
do not coincide, that is, there are obvious differences. This indicates that the optical
absorption capacity of monolayer TiNI is different in x direction and y direction. The
anisotropy of optical absorption is also consistent with other anisotropy of the material.
Most of the valence band electrons and conduction band electrons of semiconductors are
distributed near the forbidden band, so when the photon energy approaches the forbidden
band width, a large number of electrons can leap by absorbing photon energy, when the
absorption coefficient is positively correlated with the increase in the number of photons.
For semiconductor materials, we use absorption spectra to obtain the material optical band
gap, following the Tauc Plot method [51]. The calculated optical band gap of material is
0.45 eV. Anisotropic optical absorption characteristics make two-dimensional TiNI have
potential application value in the field of photoelectric detection.
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Applying strain to a monolayer material can effectively regulate its electronic proper-
ties [52–54]. In an effort to further investigate the electronic characteristics of monolayer
TiNI materials in real-world applications under external strain, the strain is imposed on
the two-dimensional TiNI crystal structure. In order to explore whether its electronic
band structure performance changes with the strain. The lattice constant of the mono-
layer TiNI material can be modified by imposing a homogeneous strain, and we define
ε = (a − a0)/a0, in which a and a0 denote the lattice constants at the strain and equilibrium



Crystals 2022, 12, 1202 6 of 10

states, respectively. A variation of energy relations when imposing uniaxial or biaxial
strain is shown in Figure 4. It can be seen that two-dimensional TiNI has the lowest energy
in the eigenstate (at 0). In combination with the cohesion energy and phonon spectrum
calculation discussed before, it can be seen that the eigenstate of the monolayer TiNI after
the geometry optimization is the fundamental phase. From the Figures 1–3, we can see that
the band gap of the monolayer TiNI turns from direct into indirect when a compressive
strain of −4% is applied in the a-direction. A band gap change from direct to indirect can
also be achieved when stretching strain of 4% is applied in the b-direction along the 2D
TiNI. Direct band gap can be transformed into indirect band gap by applying 8% biaxial
tensile strain. The result shows that the energy band gap of single-layer TiNI is adjustable
through imposing outer strain. This is attributed to the variation of Ti-I bond and Ti-N
bond when the crystal structure is compressed or stretched. In addition, the hybridization
of atomic orbitals is affected after strain is applied, resulting in the change of band gap of
electronic band structure.
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3.3. Electronic Transport Properties

The above study found that two-dimensional TiNI exhibits anisotropy in structural,
mechanical and optical absorption, and we predict that it may have anisotropy in electron
transport. Theoretical calculations are performed by combining the first-principle and
the non-equilibrium Green’s function. The current corresponding to the monolayer TiNI
at different voltages is calculated using OpenMX software. The electrical conductivity
of the system is quantitatively described by drawing the curve of current and voltage
(I-V), and the anisotropy of electron transport is further discussed. Firstly, in order to
guarantee the accuracy of subsequent calculation using OpenMX software, VASP and
OpenMX software were used to calculate the same band of the structure, as shown in
Figure 5a. For example, in the schematic diagram of the conduction device model along the
a-direction, the electrodes at both ends are 2 × 1 × 1 super cells, the middle scattering area
is 10 × 1 × 1 super cells, and the device is 14 × 1 × 1 super cells long in total. Similarly, the
electrodes at both ends are 1 × 2 × 1 super cells along the b-direction, the middle scattering
area is 1 × 10 × 1 super cells, and the device is 1 × 14 × 1 super cells long in total.
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Figure 5. (a) The energy band of single−layer TiNI calculated by VASP shows on left side and the
energy band of single−layer TiNI calculated by OpenMX shows on right side (b) Above and below are
schematic diagrams of conveying device in a-direction and b-direction, respectively. (c) Voltammetric
curves toward the a-direction and the b-direction, with illustrations of local charge densities near
Fermi surfaces.

The electron transport model of the two-dimensional material is shown in Figure 5b.
We can see that in the model diagram, the two ends of the device are the source and
drain, and the middle of the device is the scattering region. In the calculation, we consider
the conduction conditions towards the a-direction and the b-direction, respectively. The
gate voltage is applied to the middle scattering region according to the designed electron
transport model. Moreover, to demonstrate the benefits of the use of single-layer TiNI when
it is in a lower voltage state, we set the bias voltage to 0.1~2.0 V, and the currents along a-
direction and b-direction were calculated respectively. Through calculation, it is found that
the current of single-layer TiNI can reach µA in parallel state, as shown in Figure 5c. The
monolayer TiNI has the same level of current values as the recently published 2D IV-V and
MnNF that have advanced anisotropic electron transport properties [44,55]. Through the
voltammetric characteristic curve in Figure 5c, we can observe the change of conductivity,
i.e., by observing the change of slope in the graph, the larger the slope represents the
larger the conductivity, the better the conductivity of the material. The anisotropic crystal
structure in monolayer TiNI results in the internal inter-atomic bonding anisotropy, which
in turn contributes to the distribution of electron anisotropy and ultimately leads to the
anisotropy in electron transport properties of two-dimensional TiNI. In addition, the current
value can reach 6 µA at a voltage value of 2.0 V.

It can be seen that the conveyance in the orientation towards b is significantly larger
than that in the orientation towards a. Transportation current of single-layer TiNI in the
direction b is up to six times that in the direction a. In addition, we observe the anisotropy
of the voltammetric characteristic curves of materials in the a and b directions by calculating
the anisotropy. In addition, we can also analyze the anisotropy transport characteristics
through a comparison of charge densities along the a-direction and the b-direction. We
can see the charge density distributed in the monolayer TiNI around the Fermi level in
Figure 5c. It can be concluded that the extended state is along the direction of b, then
the two-dimensional TiNI system is more conductive along the direction of b. This result
further proves the anisotropy of monolayer TiNI materials.
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4. Conclusions

In conclusion, we have investigated the novel 2D TiNI material by combining the den-
sity functional theory and the method of nonequilibrium Green’s function. By calculating
the binding energy and phonon spectrum, the possibility of synthesis and dynamic stability
of the structure were confirmed. By studying the mechanical properties of two-dimensional
TiNI, it is found that two-dimensional TiNI material has anisotropic mechanical properties
and good mechanical stability. The maximum Young’s modulus of the monolayer TiNI can
reach 160 N/m2. The band gap can be regulated by applying −10~10% strain. At the same
time, the current can reach 6 µA when the voltage is 2.0 V. Single-layer TiNI transmits six
times more current along the b-direction than along the a-direction. Our theoretical study
shows that two-dimensional TiNI has promising applications in anisotropic electronic and
optical fields.
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