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Abstract: Sodium-ion batteries (SIBs) have been widely explored by researchers because of their abun-
dant raw materials, uniform distribution, high-energy density and conductivity, low cost, and high
safety. In recent years, theoretical calculations and experimental studies on SIBs have been increasing,
and the applications and results of first-principles calculations have aroused extensive interests
worldwide. Herein, the authors review the applications of density functional (DFT) theory in cathode
materials for SIBs, summarize the applications of DFT in transition-metal oxides/chalcogenides,
polyanionic compounds, Prussian blue, and organic cathode materials for SIBs from three aspects:
diffusion energy barrier and diffusion path, energy calculation and structure, and electronic structure.
The relationship between the structure and performance of the battery material will be comprehen-
sively understood by analyzing the specific working principle of battery material through theoretical
calculation and combining with high-precision experimental characterization technologies. Selecting
materials with good performance from a large number of electrode materials through theoretical
calculation can avoid unnecessary complex experiments and instrument characterizations. With the
gradual deepening of research, the DFT calculation will play a greater role in the sodium-ion battery
electrode field.

Keywords: sodium-ion batteries; cathode materials; first-principles computations; density func-
tional theory

1. Introduction

As early as the 1970s, sodium-ion batteries (SIB) and lithium-ion batteries (LIB) were
investigated almost at the same time. However, due to the excellent characteristics of
LIBs and the limitations of research conditions, research on SIBs were developing slowly.
In recent years, with the huge demand for renewable energy and the attentions paid to
environmental pollution, the research on sodium-ion batteries has returned to people’s
attention [1-9]. Additionally, because it can alleviate the resource shortage caused by
excessive exploitation of LIB raw materials and the limited development of energy storage
batteries caused by rising material prices, to a certain extent, it has attracted extensive
attentions from researchers all over the world.

The cathode material is an important part of SIBs, which directly determines the
battery performance and the upper limit of cell energy density [10-13]. The cathode
materials that can be widely used must meet the following requirements. First, the cathode
material should have a high-redox potential so that a high-output voltage can be obtained
by maintaining the electrodynamic force of the SIBs. At the same time, the embedding and
stripping of charged ions have a minor impact on the electrode potential so there will be no
excessive voltage fluctuation during the charging and discharging process, which will not
bring adverse effects to other electrical devices in the system. Second, the sodium content
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of the material is high, and the sodium-ion insertion is reversible. This is a prerequisite for
high capacity. Third, as the Na™ diffusion coefficient is higher, the Na* moves more quickly
in the material so the ability to insert and de-insert is stronger. Fourth, in the process of
sodium-ion inserting/deinterlacing, the structure of the positive electrode material should
not change significantly to ensure the long-term stability of the battery. Fifth, it has good
conductivity to ensure the sodium-ion battery can be charged and discharged with a high
current. Sixth, the materials are easy to be obtained and have good processing performance.

To obtain the ideal cathode material, it is especially important to better understand
its working mechanism. Theoretical calculation and simulation can help us to further
understand the nature of electrode materials. Analyzing the energy storage mechanism
of battery materials by theoretical calculation can analyze the electrochemical reaction
kinetic from the nanometer scale, and the relationship between structure and performance
can often be well explained by combining high-precision experimental characterization
techniques. Density functional theory is widely used as a representative [14-17]. At present,
the DFT calculation is widely used to estimate the structural stability of battery materials,
study the sodium insertion voltage of electrode materials, calculate the diffusion barrier
and diffusion path, analyze the electronic structure of battery materials, and simulate the
adsorption process of ions or molecules [18-25]. Given the importance and contribution
of DFT calculation in the study of SIBs, this perspective summarizes the latest progress in
the DFT calculation of SIB cathode materials from transition-metal oxides/chalcogenides,
polyanionic compounds, Prussian blue, and organic cathode materials, respectively. This
perspective focuses on the key role of the DFT calculation in the development of cathode
materials for SIB and guides the further developments of DFT in the field of electrode
materials in the future.

2. Principle of DFT Calculation

As long as some basic physical quantities (such as reduced Planck constant, atomic
mass, and electronic electric quantity) are used, the physical and chemical properties of
materials can be calculated through the Schrodinger Equation (1). Therefore, theoretical
calculations based on the Schrodinger equation are generally first-principles calculations

The Schrodinger equation has the following form [26]:

iﬁ%lb(r, t) = Fy(r, t) 1)

In the equation, i is an imaginary unit; /2 represents the reduced Planck constant; % is
the item partial derivative operator; )(r, t) represents the wave function of the system; H is
the Hamiltonian operator of the system.

To solve the problem that the equations are difficult to solve due to the multi-body
interaction in the first principle calculation, researchers have proposed a series of simplifi-
cation and approximation methods, among which the DFT is the most widely used [27-33].
The core idea of DFT is not to directly solve the electron wave function of the multi-body
interaction system but to link the Hamiltonian with the electron density and express the
total energy, E, as the function of electron density. After the Kohn—-Sham [34] hypothesis is
introduced, the problem of the interaction system was transformed into a non-interaction
problem that is easy to separate variables; the process of solving the electron ground
state energy was transformed into a self-consistent iterative process of the Kohn-Sham
Equation (2). After obtaining a self-consistent convergent charge density, ng, the total
energy of the system can be obtained (3). The first-principles calculation is widely used in
crystallography. For example, the first principles are used to determine the crystal structure.
The steps are shown in Figure 1a.
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In Equation (2), Vext (?) represents external potential, vy (?) represents Hartree

potential, and v <?) is exchange-correlation potential. In Equation (3), ¢; represents the
eigenvalue of the KS equation.

With the development of DFT, the application of the first principles has been expanded
by the combination of many theories, shown in Figure 1b,c.
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Figure 1. (a)The step of determining crystal structure by the first principles [35]. (b) Density functional
theory combined with various theoretical methods. (c) Performance comparison of argon dimer by
different DFT methods. The datum curve [36] is accurate to its line width. The acronyms define
various DFT methods, for example, see Reference [37]. Reprinted (adapted) with permission from
Ref. [35]. Copyright 2014, American Chemical Society.

3. Application of DFT Calculation in Transition-Metal Oxides/Chalcogenides

Transition-metal oxides possess periodic structures, simple preparation methods,
and high specific capacity, and high voltage. Transition-metal chalcogenides have the
advantages of large interlayer space, fast ion transfer kinetics, and large theoretical capacity.
They are the main cathode materials of SIBs. This section introduces the application of the
DFT calculation in transition-metal oxides/chalcogenides.

3.1. Energy Calculation and Structural Stability Judgment

For a conventional chemical reaction, in the standard state, the Gibbs free energy
expression for the response is as follows [23].

G=H-TS @)

H=E+PV (5)

Here, G, H, S, E, T, P, and V represent Gibbs free energy, enthalpy, entropy, internal
energy, temperature, pressure, and volume, respectively. For the cell system with constant
volume at low temperature and normal pressure, the Gibbs free energy of the reaction is
equivalent to the internal energy change before and after the reaction. Based on this, the
specific capacity of electrode materials in the battery and the mass/volume energy density
of the battery can be obtained by calculating the internal energy change of the reaction. We
can calculate the voltage of the electrode to metal sodium by calculating the Gibbs free
energy released by the entire electrochemical system when transferring unit electrons, and
we also can judge the stability of the electrode structure by calculating the cohesive energy,
formation energy, free energy, etc.
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Generally, there are many sodium vacancies in the electrode lattice of the stripped
or embedded state, and there are many different configurations. To get the most stable
configuration, we need to calculate and compare the energy of all possible configurations.
Alexandra J. Toumar et.al. [38] calculated the sodium insertion curve and sodium content
configuration energy diagram of Na,CrO, materials, shown in Figure 2a, and other O3 type
layered oxides by DFT and cluster expansion method and analyzed the potential sequence
corresponding to the redox electric pairs of transition metals in O3 type layered oxides by
calculating the energy of thermo dynamic stable configurations of different layered oxides:
Titt/TT < VAT /VPT < Mt /Mn®* < Co*T /Co™ < NitT /NPT < Gt /Cr¥F < Fet T/
Fe®", shown in Figure 2b.
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Figure 2. (a) Sodium content configuration energy diagram of Na,CrO, materials. (b) Calculation
curve of O3 type NayMO,(M = Ti, V,Mn, Co, Ni, Cr, Fe) sodium—embedding voltage. Reprinted
(figure) with permission from Ref. [38]. Copyright 2015, American Physical Society. Diffusion
paths of sodium in NagMnAl(PO ), and DFT calculation results of corresponding energy barrier
of (c,f) Pathl: Na(2)-Na(1), (d,g) Path2: Na(3)—Na(1) and (e,h) Path3: Na(2)—Na(3). Reprinted
(adapted) with permission from Ref. [39]. Copyright 2021, Elsevier.

The high average metal oxidation state in the synesis of layered transition metal
oxide, Na,MnO,, means the P2 alloy needs to introduce high-valence cations, which limits
the performance of the cathode. Matteo Bianchini et.al. [40] studied the possibility of P2
cathode containing only electrochemically active Ni and Co cations by first principles
calculation and experiment. The results show when x = 0.66, 0.75 and 0 <y < 0.33, the P2
NayxNiyCoj_yO, material has thermodynamic stability or metastable state at the typical P2
synthesis temperature (~1000 K) and can successfully synthesize new P2 compounds with
Nis, /4, and Co®*/#* This work expanded the current knowledge of P2 materials.

In the first charge discharge cycle, Nag 75[Li , ,5Mng 75]O, with honeycomb superstruc-
ture has obvious voltage loss compared with Nag ¢[Li, ,Mng]O, with ribbon superstruc-
ture. To study the cause of this phenomenon, they calculated a series of different structural
models through DFT. Robert A.H. et.al. [41] found in the honeycomb structure, two O
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atoms dimerize and connect to a Min. This dimerization forms Mn-n'-O,, reduces the total
energy of charged structures, and promotes the migration of transition metals.

The spinel phase is often regarded as a good cathode material for SIBs because of
the stable crystal structure and fast electron transport. However, in practical applications,
adjusting the percentage of other structures in the spinel facies complex system is very
important. Through DFT calculation, Zhu, et.al. [42] found the proportion of the spinel
phase can be controlled by adjusting the formation energy (such as synthesis temperature).

3.2. Ion/Molecular Diffusion Dynamics Simulation

The ion diffusion property of battery material is one of the important properties of
battery, which affects the rate of electrochemical reaction inside the battery [43]. As an
effective way to study the mechanism of ion conduction, DFT calculation is widely used in
the research of sodium-ion cathode materials.

Pandit et al. [44] used DFT to study the effect of sodium on x-MnO,. Through the
first principles DFT calculation, they found «-MnO; has high-diffusion kinetics, and the
diffusion barrier is 0.21 eV, shown in Table 1. The experimental results showed x-MnO,
was an ideal cathode material for SIBs. Lee et al. [45] calculated the energy required for the
diffusion of Na™ in P2-Nax[Ni; ;3Mn; 3]0, and found that compared with Li" analogues,
it was only 170 meV (1/3 <x < 2/3).

Table 1. Comparison of DFT calculation data and experimental data of some materials.

DFT Calculation

Calculation

Experimental

Material Type Purpose Results Result Reference
a[A]:9.763 a[A]:9.815
o«-MnO, lattice parameters b [A]: 9.763 b [A]:9.815 [44]
c[A]: 2.872 c[A]: 2.847
o-MnQO, reaction voltages 342V 323V [44]
o-MnQO, electronic band 242 eV 223 eV [44]
B-NaMnO, ‘;“gr.a“o“ nereY  03ev 027 eV [46]
arrier
a [A]: 8.9675 a[A]: 8.8818
gie;gfngeV(Pods lattice parameters c [Alé 21.6030 c [AO]: 21.5092 [47]
V[A”]: 150448 V [A%]: 1469.95
Nag 41£0,59FeV(PO )5 a[A]:85344  a[A]:8.6726
(cutoff voltage at 4.4 V  lattice parameters c [A]: 21.7468 c[A]: 21.789 [47]
vs. Na + /Na.) VA’ 137174 V[AY]: 14193
gaj\)ii(g)o 4)3 reaction voltages 34V 33V [48]
Na,FePO4F band gap energy 2.19 eV 2.80 eV [49]
NajyFep5sMng 5PO4F band gap energy 1.36 eV 1.93 eV [49]
NazV, (PO,), band gap energy 1.75 eV 489 eV [50]
NazV1gAly2(POy)s band gap energy 1.58 eV 4.64 eV [50]
a[A]:7.09 a[A]:7.15
FeMn(CN), lattice parameters b [é]: 7.31 b [OA]: 7.15 [51]
c [A]:10.69 c[A]: 10.54
a[A]:7.19 a[A]:7.54
NaFeMn(CN), lattice parameters b [1:%]: 7.97 b [A]: 7.54 [51]
c[A]: 10.67 c[A]: 10.66
a[A]: 6,55 a[A]: 6.58
FeMn(CN), lattice parameters b[A]: 6.55 b [A]: 6.58 [51]
c[A]: 19.51 c[A]:18.93
a[A]:7.08 a[A]:7.15
FeMn(CN)4-2H,0 lattice parameters b [A]:7.30 b[A]:7.15 [51]
c[Al:10.73 c[A]:10.54
a[A]:7.40 a[A]:7.50
NaFeMn(CN),-2H,O  lattice parameters b [DA]: 7.63 b [OA]: 7.50 [51]
c [A]: 10.69 c[A]:10.60
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Table 1. Cont.

Material Type I]?:;lr");ellculatlon IC{:::ﬂ:tlon }E{)égzﬁmental Reference
a[A]:7.39 [A] 7.34
Na;FeMn(CN),-2H20  lattice parameters b [A]: 7.47 [A] 7.53 [51]
c[A]: 10.61 c[A]:10.59
a[A]:10.302 a[A]:10.259
NayFe[Fe (CN),] lattice parameters b [A]: 10.302 b [A] 10.259 [52]
c[A]: 10.302 c[A]:10.259
a[A]: 10.244 a [A] 10.194
NaFe[Fe(CN),] lattice parameters b [A]: 10.244 b [A] 10.194 [52]
c [A]:10.244 c[A]:10.194
Naj,Fe[Fe(CN)6] reaction voltages 332V 323V [52]
a[A]: 10.143 [A] 10.227
C-NiHCF lattice parameters b [A]: 10.143 [A] 10.227 [53]
c[A]:10.143 c[A]:10.227
a[A]: 10.617 [A] 10.361
M-NiHCF lattice parameters b [A]: 7.601 [A] 7.417 [53]
c[A]: 7.398 c[A]:7.219
NayCeH,O4 reaction voltages 117V 1.21V [54]
Na3zCgH,O4 reaction voltages 095V 131V [54]
NayCeH,Oy reaction voltages 138V 149V [54]
polyaniline (PANTI)
and cyano (CN) increased voltage 07-1.1V 13V [55]
functionalized

Sodium ions have different diffusion kinetics in P2 and O3 phase structures. It is
generally believed this is due to the difference in phase structure because the migration
path of Na™ in the O3 phase structure is longer than that in the P2 phase. To test this
view, Rojo et al. [56] synthesized O3 and P2 phase Naj,3Fe;/3Mn;,30, with the same
stoichiometry and used the DFT calculation to study the diffusion of Na* in them. Through
calculation and comparison, they found Na™ diffusion resistance of the P2 phase was still
lower than that of the O3 phase after excluding factors, such as sodium-ion content and the
oxidation state of transition metals. This also proves the diffusion ability of sodium ions in
two phases is mainly related to the structure.

Carbon-coated metal chalcogenide composites often show better electrochemical
performance. Zhai et al. [57] found composite Fe,Se;@CN has higher Na™ ion diffusion
coefficient than pure FexSey through calculation. They thought the Ni-doped carbon layer
coated on the surface of the FexSey micro rod may be the reason for accelerating charge
transfer and Na* ion diffusion.

3.3. Analysis of Electronic Structure

The calculation of electronic structure of electrode materials can reflect the stability of
materials, electron transfer, and atomic bonding. By analyzing the electronic structure, we
can obtain the density of electronic states, and then we can find the energy band gap of
materials and judge the orbital occupation of valence electrons in different transition metals.
The DFT calculation can theoretically judge whether the battery design is reasonable by
calculating the energy level of the electrode material.

According to the energy band theory of solid-state physics, the electronic conductivity
of electrode materials will increase with the decrease of band gap. In sodium-ion cathode
materials, people often reduce the band gap by doping. When Jiang et al. [46] studied the
-NaMnO; layered material, they used the method of Cu doping to improve its electronic
conductivity. Through the DFT calculation, they found the band gap of the material
decreased from 0.7 eV before doping to 0.3 eV, shown in Table 1, which indicates Cu doping
helps to improve the electronic conductivity of 3-NaMnO; material.
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The original layer of anion redox in the P2-Nag ¢7Nig 33Mng 70, electrode was once
unknown. Zuo et al. [58] combined X-ray absorption spectra and DFT calculations to
confirm the oxygen redox in Nag ¢7Nig 33Mng 67O, originates from the Ni-O antibonding
state. Additionally, when the sodium content is very low, the charge redistribution process
between the Ni and O ions is very likely to occur. This has deepened the understanding of
this material.

To overcome the capacity loss of the system caused by the strong Jahn-Teller distortion
of Mn*" in layered NayMnO, cathode materials and the capacity loss caused by the
irreversible structure evolution of NaxNiO; cathode materials during the charge discharge
cycle, [59-61] Lee [45] integrated these two systems into Ni/Mn based layered transition
metal oxides (LTMOs), P2-Nax[Ni; ,sMny/3]O,. Through the calculation of the density
of states (DOS), they found the three-dimensional orbits of Ni and Mn ions experienced
different electronic transitions in which Mn ions remained in the tetravalent state during
the Na™ extraction process, making the Jahn-Teller distortion difficult to produce. Thus,
Ni/Mn based-LTMOs have higher specific capacity and more stable structure.

4. Application of DFT Calculation in Polyanionic Compounds

Sodium-based polyanionic compounds are compounds with three-dimensional net-
work structures formed by the strong covalent bond connection of polyanion polyhedron
and transition metal ion polyhedron. It has an open three-dimensional skeleton, good
magnification performance, and good cycle performance. This section introduces the latest
application of the DFT calculation in the polyanion cathode.

4.1. Energy Calculation and Structural Stability Judgment

Before designing new electrode materials, the DFT calculation is often used to pre-
dict the feasibility of new material preparation. Wang et al. [62] used the DFT calcu-
lation to compare a series of Na,MnM(PO,), cathodes. After comparison, they suc-
cessfully synthesized NayMnCr(PO,),. It is estimated the average voltage provided by
NagMnCr(PO,), is about 4 V. To find the lowest energy structure of a new NASICON
material, Nas 41£9 50FeV(POy)s3, in its original state and charged state, Mohammed et al. [47]
determined the five most favorable original state structures and the eight most favorable
charged state structures through coulomb energy analysis. Then, they used their DFT
calculations, respectively, and finally obtained the structure with the lowest total energy.
Jian et al. [48] also calculated the voltage curve of NaxV; (PO ), before the experiment and
found when x is between 1 and 3, the calculated voltage is 3.4 V, but when x is between
3 and 4, the calculated voltage is quite different from the experimental result, shown in
Table 1.

Kim et al. [63] used DFT to prove the Nal site in NazV(PO;),N has higher site energy
than the other two sites, which is the reason why the volume change is only 0.16% when it
changes from its initial state to NayV(PO3),N. Ling et al. [64] used the DFT calculation to
calculate the free energy of Na3zZr;(5iO4),(PO4) and Ge doped NasZr; g75Geg 125512 PO12
materials in the rhombohedral and monoclinic phases, respectively. They found before Ge
doping, the free energies of the two phases had little difference, but after Ge doping, the
energy difference of the two phases reached 13 k] mol !, and the rhombohedral phase was
more stable, and the conductivity of the material was also improved.

4.2. Ion/Molecular Diffusion Dynamics Simulation

Ion doping is usually used as a good means to improve the electrochemical per-
formance of cathode materials. Li et al. [65] proposed the modification of Mn** doped
NayFe3 (PO,),P>,07 (NFPP) and graphene. Through the DFT calculation, they found Mn%*
doping can effectively reduce the energy barrier of the material, thus improving its conduc-
tivity. Chen et al. [66] prepared NASICON type Na3V;5Aly5 (PO,), sodium-ion cathode
by the sol-gel method. According to the DFT calculation, they found NASICON's three-
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dimensional sodium-ion diffusion path has a low Na™ diffusion barrier, and its structural
stability is improved by AI>* substitution.

Wang et al. [39] synthesized a new NASICON-related structure, NayMnAI(PO,),.
With the first principles calculation, they studied the storage and diffusion mechanism of
sodium ions and revealed the low-barrier diffusion path along Na(1) <+ Na(2) <+ Na (3)
in Nay;MnAI(PO,), for the first time through the DFT calculation, shown in Figure 2c-h,
indicating it has dynamic advantages as an SIBs cathode material. Song et al. [67] studied
the ion migration behavior of NazV; (PO, ), with the DFT calculation; they found the Na2
site was more active and mainly migrated along three paths with energy of 0.0904, 0.11774,
and 2.438 eV, respectively.

Chen et al. [68] measured and analyzed the high-sodium diffusion coefficient of
the NASICON type adjustable NasFes (PO, ),(P,07)/C through the DFT calculation and
found all the energy barriers of Na™ diffusion were lower than 0.9 eV. These lower en-
ergy barriers provide a channel for the diffusion of ions in the crystal. This discovery
provides strong evidence for the 3D diffusion path of NayFe3 (PO,),(P,07)/C material
with NASICON type structure.

4.3. Analysis of Electronic Structure

For the first time, Wei et al. [69] synthesized NaVSi,Og cathode material by the simple
sol-gel method. Combined with DFT, they calculated the formation energy changes of Na™
insertion with different contents and determined the structural changes of the material
during charging and discharging by using the volume changes. Thus, the mechanism of
NaVSiyOg cycle stability was clarified.

Z.El Kacemi et al. [49] used DFT to study the structure and electrochemical properties
of origin and manganese doped NayFePO4F. They found through Mn doping 50% of
the Fe site in the NayFePO,F lattice, the energy band energy decreased from 2.19 eV to
1.36 eV. Li et al. [70] through the DFT calculation found N-doping in NazV, (PO,),F25005
can significantly reduce the energy gap of the material and significantly improve the
conductivity. Zhao et al. [50] studied the effect of Al doping on the electronic structure of
NazV; (PO,),. It was found the energy band gap in NazV; (PO ), decreased after V was
replaced by Al, and the electronic structure changed from indirect band gap to direct band
gap, thus improving the electronic conductivity.

With the continuous optimization of the DFT calculation model and the improvement
of computer-computing capability, the DFT calculation will be closer to the actual experi-
mental results and can explain the mechanism more deeply, which will bring convenience
to research of high specific energy polyanionic compounds cathode materials.

5. Application of DFT Calculation in Prussian Blue

Prussian blue (PB) materials are new cathode materials with great potential developed
in recent years. They have an open three-dimensional channel (frame structure), allowing
sodium ions to migrate rapidly in the channel so they have good structural stability. This
section mainly introduces the latest application of the DFT calculation in PB materials.

5.1. Energy Calculation and Structural Stability Judgment

The formation mechanism of some Prussian blue materials has always been the focus
of research. Zuo et al. [71] demonstrated a directional self-assembly strategy to synthesize
NayFeFe(CN), material with a three-dimensional flower-like structure. To explore the
specific reasons for the formation of these flower-like structures, they calculated the surface
adsorption energy of CoHsOH material using the DFT method. According to the results of
calculation and simulation, they found the OH groups in the material are more inclined to
adsorb on the edge and vertex of the crystal, which makes it difficult for the crystal core
to grow at these positions, thus making the PB material to present a flower-like structure.
To explore the role of Na™ ions in the structural evolution of NaMnHCF when they are
introduced, through DFT calculation, Xiao et al. [51] found when sodium is added, the
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increase of Na™ makes the coulomb gravity of Na-N increase, thus reducing the distance
between them and forming a rhombohedral lattice with less distortion.

Kevin Hurlbutt et al. [72] used DFT to calculate the formation energies of various
oxidation states and magnetic phases in the NayMn[Mn(CN) ;| system. They found the
high specific volume of Na,Mn[Mn(CN) ] came from the insertion of the third sodium
ion into the molecular formula unit to form NazMn[Mn(CN) ].

When Shao et al. [73] studied the performance of the PB analog NayZn3 [Fe(CN) 4],
cathode, they found its solvation energy can be affected by electrolyte concentration. The
DFT calculation showed the solvation free energy of Fe(CN)? increases significantly when
using a high-concentration electrolyte. The chemical dissolution of NayZn3 [Fe(CN) 4], will
become difficult with the increase of solvation free energy.

5.2. Ion/Molecular Diffusion Dynamics Simulation

When comparing the sodium storage kinetics of FeHCF material and a boundary-rich
FeHCF material (BR-FeHCF), Huang et al. [74] used the DFT calculation to simulate the
insertion process of Na. They calculated the energy change (A Egogiation) and the formula is
as follows:

A Esodiation: Esodiated PB— (EPB +ENA) (6)

where Egygiated PB, EpB, and Ena represent the total energy of sodium PB, bulk PB, and
sodium ions, respectively. It is calculated that the average energy barriers (A Eqogiation) Of
the unit cell in which a sodium ion is inserted into FeHCF and BR-FeHCF are 4.757 and
1.152 eV, respectively, indicating sodium ions can enter the latter more easily and effectively.

Peng et al. [75] used an additive-free “ice-assisted” method to prepare I-PB material
with high crystallinity. To further study the storage and transport mechanism of sodium
ions in the material, they used the DFT calculation and found the energy barrier of Na™
migration along the s-shaped path is only 0.11 eV, which is much lower than the 2.81 eV of
the defect-rich crystal structure. This makes I-PB as a potential cathode material candidate.

You et al. [76] used the DFT calculation to study the diffusion path of Na™ in NayFeFe
(CN),. After investigating four Na™ diffusion paths, they found the w-type path at the
center of the detour has the lowest energy barrier for single Na™ ion diffusion, which
is only 0.58 eV. In the case of Na* co-migration, the migration barrier of Na* collective
migration one by one is the lowest, which is 0.28 eV. It indicates Na* is more inclined to
co-migrate step by step.

5.3. Analysis of Electronic Structure

Sometimes, when DFT is directly used to describe the electronic properties of transition
metals, the calculated results are often inconsistent with the actual situation, which requires
improvement of the initial DFT method. The research of Wojde et al. [77,78] shows the
DFT+U (Hubbard U) calculation can well predict the structure and electronic properties of
electrode materials, such as PB compounds. When Nasir et al. [52] studied Fe[Fe(CN)]
material, they used the DFT+U method and found its description of the electronic properties
of sodium ions in PB (shown in Figure 3a) was very similar to the actual situation.

Xu et al. [53] synthesized NiHCF-3 by a simple coprecipitation method. It shows high
specific capacity and excellent rate capability of 85.7 mAh g~!. The electronic structure
study calculated by DFT (as shown in Figure 3b) reveals the distortion of the NiHCF-3
skeleton leads to the narrowing of the electronic band gap, which promotes the redox
activity of Fe, thus producing a monoclinic phase performance with ultra-high velocity and
improving the conductivity of NiHCF-3.

Two years later, Xu’s team [79] also used the pyrophosphate-assisted coprecipitation
method to synthesize Prussian blue analogs (PBAs) CuHCF nano sheets (CuHCF-P) with
high crystallinity and low-water content. They studied the electronic states of these materi-
als through the first principles, shown in Figure 3c,d, and found the main reason for the
electrochemical deactivation of Cu/Fe redox centers in CuHCF was there were more initial
coordination water molecules, which led to the reduction of the occupied sites of Fe/Cu
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three-dimensional orbits and inhibited the charge transfer of two transition metals. In the
end, the specific capacity decreases, and cycle stability becomes worse.
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Figure 3. (a) Charge-density diagram of Fe[Fe(CN)]. Reprinted (adapted) with permission from
Ref. [52]. Copyright 2019, Informa UK Limited, trading as Taylor & Taylor & Francis Group. (b) Ge-
ometry optimized structure of monoclinic NiHCFE. Reprinted (adapted) with permission from Ref. [53]
Copyright 2021, Elsevier. (c) The charge density difference with an identical distortion and (d) hydrate
NayCu[Fe(CN) 4], 75 -1.5H2O at different Na concentrations, including Na-1 and Na-1.5. Reprinted
(adapted) with permission from Ref. [79]. Copyright 2020, Elsevier.

6. Application of DFT Calculation in Organic Materials

Organic compound cathode materials have many advantages, such as rich resources,
diverse structures, high sustainability, and environmental friendliness, which are impor-
tant in the development direction of secondary battery electrode materials. This section
introduces the latest application of the DFT calculation in organic materials.

6.1. Energy Calculation and Structural Stability Judgment

Metal organic polymers (MOPs) are considered as potential energy storage materials
due to their electrochemical behaviors, such as multi electron reaction, rapid ion diffusion,
and small volume change during charging and discharging. [80] Kim et al. [81] firstly
introduced aluminum-coordinated poly (P(THBQ-AI)) into sodium-ion batteries as the
cathode. Through calculation, they found the electrochemical aluminum cation (AI*")
improved the structural stability of the material during the cycle so that P(THBQ-ALI) has a
stable structure and performance.
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To understand the Na™ storage mechanism of ultrathin quinone-rich polydopamine
(PDA) coating, which is tightly adhered on the 3D porous carbon surface (PC-PDA-APS),
Huangfu et al. [82] used the DFT method to calculate its structure and corresponding
energy distribution. They found compared with the unsubstituted PDA, the binding energy
of Na*t gradually inserted into the C=O group decreased significantly (—2.97 eV and-
1.72 eV), indicating Na™ has a stable carbonyl-binding tendency in PDA. Zhou et al. [83]
designed a novel composite nanofibrous organic cathode consisting of perylenetetracar-
boxylic dianhydride /nitrogen-doped carbon/carbon nanotubes (PTCDA/NC/CNT) for
SIBs. They measured the surface charge of PTCDA/NC/CNT nanofibers at different
electrolyte concentrations and used the DFT model to calculate the pore width distribution.

6.2. Ion/Molecular Diffusion Dynamics Simulation

The diffusion of sodium ions in organic materials has always been a research hotspot.
Wu et al. [54] studied the diffusion trajectory of Na™ ions in the original structure of organic
material NayC¢HOy4 and the NayCgHyOy structure embedded in sodium through DFT.
They found sodium ions formed obvious two-dimensional channels. At the temperature of
1200 K, the mean square displacement of C, H, and O in the two structures is very small,
but the mean square displacement of sodium ions is large, which indicates the benzene
ring frame in the two structures is relatively stable, and only sodium ions can diffuse.

Wang et al. [84] synthesized a metal-organic polymer Ni coordination tetraaminoben-
zoquinone (Ni-TABQ). Through calculation, they found Na* can diffuse rapidly along the
chain direction in Nay Ni-TABQ. After embedding two Na™ in the NayNi-TABQ structure,
Na™ can not only spread rapidly along the chain direction but also spread across the chain
with a lower diffusion barrier. This unique two-dimensional Na™ diffusion channel and
rapid Na™ diffusion kinetics provide a basis for its use as a very competitive electrode
material for SIBs.

6.3. Analysis of Electronic Structure

To study and reveal the storage mechanism of organic carbonyl compounds, Wu
et al. [54] observed the local structure of the organic material, NayCgHO4, before and after
sodium insertion and calculated the electronic number of each atom and its change before
and after sodium insertion through DFT. They found the number of electrons obtained by
the carbon atom on the benzene ring after sodium insertion is more than that of the oxygen
atom. This discovery indicates in the crystal state of the organic material, the redox center
is the benzene ring, not the carbon oxygen double bond.

How to expand the capacity of organic compound electrode materials has always been
a topic of concern for researchers. Xiong et al. [85] synthesized an organic compound, P5Q),
through the hybridization of organic compounds and studied its band gap through the
DFT calculation. After calculation, they found the energy gap of P5Q is 3.43 eV. This result
showed the capacity of hybrid compounds has been significantly improved.

Chen et al. [55] used the combination of molecular dynamics and DFT to calculate the
oxidation process of the coordination of polyaniline (PANI) and cyano- (CN) functionalized
PANI with electrolyte anions and found the voltage increased by about 0.7-1.1 V through
cyano functionalization, shown in Table 1.

7. Outlook and Personal Perspectives

In this paper, we summarized the application of DFT in the cathode materials of
sodium-ion batteries and took several experimental cases as examples to illustrate the
importance of the DFT calculation in the research of cathode materials. In general, the
future applications of DFT computing include the following aspects:

1.  DFT calculation can effectively predict the electronic structure of materials, such as
the highest occupied molecular orbital, the lowest unoccupied energy level orbital,
band gap, etc. Thus, it can predict the physical and chemical properties of various
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molecules and nanoparticles of the cathode materials of sodium-ion batteries, greatly
accelerating the identification, characterization, and optimization of materials.

2. The electron transport properties can be predicted by combining with DFT, which
can effectively predict the transport and diffusion of sodium ions in materials, thus
predicting their sodium-ion conductivity.

3. Based on the existing material database, the stability of the sodium-ion battery can be
predicted. Therefore, the feasibility prediction is carried out before the experiment,
which greatly saves the time and costs of the experiment and has guiding significance
for the experimental process.

4. The combined DFT calculation with relevant characterization techniques were taken
as a supplement and extension of experimental disciplines to better understand
the structure-activity relationship between material structure and performance; it
can provide a scientific theoretical basis for the development and design of cathode
materials for sodium-ion batteries.

With the development of computer technology, the application of first principles com-
puting simulation will be more and more extensive in the future. The relationship between
the structure and performance of the battery material will be better understood by analyz-
ing the specific working principle of battery material through theoretical calculation and
combining with high-precision experimental characterization technology. Selecting materi-
als with good performance from a large number of electrode materials through theoretical
calculation can avoid unnecessary complex experiments and instrument characterization.
We believe using theoretical calculations to guide experiments can often save time and
costs and will make greater contributions to the development of electrode materials.
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