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Mean Square Relative Displacements in a Flat Graphene

Monolayer

Cléves Gongalves Rodrigues,* Wesley Pacheco Calixto, and José Nicodemos

Teixeira Rabelo

The mean square relative atomic displacements (MSRD) in a flat graphene mono- for the
layer are investigated in the approximation of weak anharmonicity. Numerical
results, for not very high temperatures, are calculated using a parametric
interatomic potential constructed specifically for graphene. In summary, our
results show an overall increase in the MSRD as the interatomic distances
increase, the MSRD in the direction of the straight line connecting two pairs of
atoms are smaller than perpendicular ones, and in comparison with other two-
dimensional lattices, the MSRD in graphene lattice are greater than those in the

hexagonal and square lattices.

1. Introduction

Mean square relative atomic displacements (MSRD) represent a
key parameter in characterizing lattice dynamics. They express
the effective amplitudes of atomic lattice vibrations in crystals!™?
and are a straightforward and useful tool for comparisons with
experimental data.l’) In this work, we derive analytical expres-
sions for MSRD and investigate them numerically in an impor-
tant range of temperatures. For this, we apply the correlative
method of unsymmetrized self-consistent field (CUSF)*™,
which is an efficient theory that has been developed to describe
anharmonicity in solids.
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The CUSF method yields accurate results
thermodynamic properties of
strongly anharmonic crystals with a variety
of lattice structures and bonding types. It
has been successfully applied to van der
Waals crystals,'*'" ionic crystals,' fuller-
ites,** and even to sodium™® using
an effective interionic potential.’”*®¥ The
CUSF approach is suitable not only for ideal
anharmonic crystals but also for systems
containing lattice defects and surfaces.*>"]
This versatility enables the investigation of
structural, dynamical, and thermodynamic
properties, with results showing good
agreement with available experimental data up to melting
temperatures. %)

The statistical perturbation theory employed in the CUSF
method enhances the accuracy of anharmonic contributions
to the thermodynamic functions of crystals by accounting
for dynamical interatomic correlations at intermediate and
long distances. This approach enables the calculation of
MSRD in anharmonic crystals, including those with strong
anharmonicity.

Based on the CUSF approach,*® general formulas were
derived for the MSRD in crystals, incorporating anharmonic
terms up to fourth order.’”7?% These expressions have been
applied to calculate these displacements in 1D linear
chains,?®2% as well as in 2DP%*'3% and 3D crystal
models.!'*33737]

In the present study, the CUSF method is employed to calcu-
late the mean square relative atomic displacements (MSRD) in a
flat graphene monolayer under the weak anharmonicity approxi-
mation, which is valid at moderately low temperatures. For the
numerical calculations, we adopt the parametric interatomic
potential proposed specifically for graphene by Tewary and
Yang, 3541

2. General Relations

In the zeroth-order approximation of the CUSF method, the total
potential energy of the crystal, U, is replaced by a sum of indi-
vidual self-consistent potentials, u;, each corresponding to an
atom undergoing anharmonic vibrations around its equilibrium
lattice position,

Uo(ry, 1y oy ty) = Z u;(r;) 1)

i=1
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in this context, the phase probability distribution is approximated
as a product of single-particle probability densities, whose con-
figurational components are denoted by

e*ui“i)/@

[ )9y, )

wi(r;) =

both w;(r;) and the self-consistent potentials u;(r;) are deter-
mined by the fundamental equations of the CUSF method.>®!
In Equation (2), ® = kT is the absolute temperature in energy
units (here, kp represents the Boltzmann constant).
Subsequently, the phase probability density in the configu-
rational space is expressed as

N
wN(ry, 1y, o 1y) = e’U/GHwi(ri) (3)
i=1

where
N

Al = /e‘U’/GHwi(r,v)dri )
i=1

and

U,(rl,rz, ,..,YN) =U— UO (5)

is treated as a perturbation. Consequently, when calculating sta-
tistical averages of functions dependent on atomic coordinates,
expansions of Equation (3) and (4) can be performed as power
series in the small parameter U’/0.

In CUSF method,*® the mean square relative atomic dis-
placements for two atoms i and j in a crystal with displacements
G="r— An;, are written as

Daa(g) = (qm - qja)z = (qm)z + (qja)z - Zm (©)

where (g,,)? are the variances of the atomic positions, Gaja ate
the interatomic correlation moments between atoms i and jin a
crystal, A is the lattice matrix, n; are vectors with integer compo-
nents, and a denotes the Cartesian components of atomic dis-
placements (being a4 =x,y in a 2D lattice). For a perfect

arystal (,4)* = (q2)-
We shall consider here the case of central pairwise interatomic
forces

U(ry, 1y, -, Z‘D )

2%

By expanding Equation (1) and (7) in a power series of atomic
relative displacements and retaining anharmonic terms up to
fourth order,®”! the perturbation potential given in
Equation (5) can be written in the form

U = U, + Uy + Uy (8)

where
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U/Z =5 Z Z (I)U ] (9)

2

U,3 == _Z Z d)y qmqtli q]y (10)

i apy

DI i

i# apy
_ 0 0 0 (11)
{qiaqwqwja  iaip GG — Go”)  Gualis G0
6 8 8

The Greek letters a,f,y, and & stand for Cartesian
components, and the zero attached to the bar denotes
averaging over the wunperturbed distribution, that is,
over (3) when U’ = 0 and A = 1. In Equations (9)—(11), the fol-
lowing notation is used for the derivatives of the interatomic
potential

% — |:a(p(‘r‘)} (12)
Y axaaxﬂ r:A(n,—n])

In Equation (12), all Greek indices are free.

In this case, by using Equations (8)—(11) and including
anharmonic terms up to fourth order, we obtain the
following expression for the variances of the atomic
positions!?®!

(q)? = a? +ﬁz¢aﬂ (ik) D5 (ik)
X [M(’a%am +‘h2 WO}
+ % Xk:q)“ﬁy (ik) @ (i)
— 26°1:&° (a?aiﬂ; — a’a ) (13)
+ (T - a0 (Pred? - Brnes)|
+ é Y};qnaﬂ(ik)%gé(ik)
X {%0 <aizai7i6i£i0 - a_?om‘))

(0 30—
+ Pidrers’ (aizai}’i —a? ai}’ioﬂ

and for the interatomic correlation moments?®!

© 2025 The Author(s). physica status solidi (b) basic solid state physics
published by Wiley-VCH GmbH

85UB0|7 SUOWILLOD SAIIea1D 3ol jdde 8y Aq peusenob a.e sspoie VO ‘8sn Jo Sa|nu Joj Aeiq1 8uluQO 3|1 UO (SUONIPUOD-PUe-SWLIALI0D A8 |ImAlelq 1 jeuljuo//Sdny) SUoIPUOD pue swie | au 8eS *[9202/90/80] uo Akeiqiaulluo Ae|im ‘seded Aq 552005202 asSd/Z00T 0T/I0p/woo" A3 | Aelq 1 puluo//sdny woly pepeojumod ‘T ‘9202 ‘TS6ETZST


http://www.advancedsciencenews.com
http://www.pss-b.com

ADVANCED
SCIENCE NEWS

physica

PSS

www.advancedsciencenews.com

1 g — 1 .
Tialja = 6‘Daﬂ(lj)ﬂiai0bjﬂjo + @cbaﬂyﬁ(y)
x (a,037:5°b;8,° + & biy;6,°)

1 , [
+ @Z(Day(lk)qDﬂa(]k)aiaiobjﬂjoJ’kﬁko
P

1 . I
- @‘I’aﬂy(U)<Das¢(U)aiamﬁiobjﬁjej@‘)

1 , [
+ 2 2P (100D (K3 B3 735
%
S —— }
X (ﬂk?ké’kfko - ﬁk?’kofkfko) + @‘Daﬁy(lj)
X Zcb&ef(jk) <T%Objﬁj7’j5j0 (14)
— O ()b a5 ) ek
_ L
40?2
1 , . , ,
+ @ Z l:q)ay(lk)q)/}ﬁsf(]k) +q>ﬂ}/ (]k)q)aésgt(lk)]
%

(U) rbéé(y)a 01715 'ﬂjgjfjo

X @A b ey

1 : N T
+ 602 ; [(Dar (1) D@ pise (]k)aiaiobjﬁjéjgjo
- @y (5)Paec (k)b miadies” | 11

In Equations (12)—(14), the Latin indices a and b are fixed,
whereas the Greek indices a, f3, 7, 8, ¢, and & are free. To abbre-
viate the notation, in the right-hand side of Equation (13) and (14),
Qo> Qo -+ ATE Written as a;, a;,..., and the moments in the zeroth-

order approximation of the CUSF method ,q,, ---° are written
as 4,a,...°. In Equation (13) and (14), the summation extends
over all k except for k = j, and in the case of short-range forces,
one can restrict the summation over the nearest neighbors of the
atoms i and j. In Equation (13) and (14), only moments of type

7’ q(zlqlzjo, and qf,qf;o are nonzero. The moments on the right-
hand side of Equation (13) and (14) are calculated by the expres-

sion

Q50 :/qaqp---WO(q)dq (15)

which can be expressed in terms of ® and the derivatives of the
interatomic potential (see Equation (12)). If interatomic forces
are sufficiently short ranged, then we can retain only derivatives
of nearest-neighbor potentials.

3. Graphene Monolayer

Graphene is one of the allotropic forms of carbon, as well as dia-
mond, graphite, carbon nanotubes, and fullerenes.'*"*? This
material can be considered as revolutionary as plastic and silicon.
When produced with high quality, it can be very resistant, light,
almost transparent, and an excellent conductor of heat and elec-
tricity.**) Consisting of a flat sheet of densely packed carbon
atoms in a 2D honeycomb lattice, it is an ingredient for graphitic
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materials of other dimensions, such as fullerenes, multilayer gra-
phene, and nanotubes. Graphene has great potential for
various technological and industrial applications such as medi-
cine, agriculture, construction, communication, nanotechnology,
military, etc.****! Figure 1 shows the simplest model, a fragment
of a graphene, a honeycomb lattice.

For any given pair of atoms, we adopt a coordinate system in
which the x-axis is aligned with the line connecting the corre-
sponding lattice points. The MSRD are calculated for the nearest
and third neighbors using the coordinate system x x y, and for
second neighbors, the system x’ x y’ (see Figure 1). For the second
neighbors, the following expressions are used: x’ = xcos(¢) +
ysin(¢) and y = ycos(¢) — xsin(¢), with ¢ = x/6, that is a rota-
tion of #/6 around the crystallographic z-axis.

The notation D,,, is used to stand for the MSRD in the direction
of the straight line connecting corresponding atoms i and j, and the
notation D, for the MSRD perpendicular to the line connecting
the atoms i and j (see Figure 1). Consequently, considering only
nearest-neighbor interactions and weakly anharmonic approxima-
tion, we obtain for the graphene monolayer the expressions

40 © (2h 5g* 4g 25f
b =32 1437 (55 -5+ %) 1
20 (C) _ 31_g ﬁ 457f
Dy(2) = i {1+27f2( 28h + 7 + . +_3ro (17)
200 © ([ 8 3g2 20g 13f
Dyy(l)——[lJrF( ?+7+970+?> (18)
620 ® [ 50k 113g 25g  493f
w2 = ﬁ[ (0 e e ) 09
_ 20 % 2 4f
D,.(ky=D 9 {1+15f2( 8h + ¥ + 0+ 7 )}
(20)
with k > 3.

Figure 1. Fragment of a graphene lattice.
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In Equations (16)—(20), ry is the minimum point of the inter-
atomic potential and e = ®D(ry), f = W (r,), g = @1 (),
and h = ®)(ry) are the second, third, and fourth derivatives
of the potential ®(r) in the point ry (see Equation (13)).

4, Results

To obtain numerical estimates, we employ the parametric inter-
atomic potential for graphene developed by Tewary and Yang.>®!
The authors have later used this potential to investigate the
MSRD at zero temperature.*” Despite its simplicity, this inter-
atomic potential provides good results on the thermodynamic
properties of a graphene monolayer (see, for example,
references!***®)). It has the form

€ B A
CI)(r) = B—A |:eA(r—r0) - BB(r—rg):| (21)

where ¢=4.93 eV,* A=269 A", P¥ p=328 A1
ro = 1.42 A * being e the depth of the potential well. The values
of the derivatives of the Tewary-Yang interatomic potential
present in Equation (16)—(20) are: e=0, f =13.37¢/r2,
g = —9821¢/r}, and h = 543.02¢/r}.

Figure 2 and 3 show, respectively, the components D, (n) and
D,,(n) of the MSRD between the first (black dot line), second (red
dash line), and third (blue solid line) neighbors in a graphene
monolayer. In general, the MSRD increase as the interatomic
distance increases.

Figure 4 shows a comparison between the components D, (2)
and D,,(2) of the MSRD for second neighbors in a graphene
monolayer. It is possible to notice that the difference between
the two curves increases with increasing temperature. A similar
behavior also occurs for first neighbors: D, (1) and D,,(1).
Additionally, Figure 5 shows MSRD for first, second, and third
neighbors in a graphene monolayer for a fixed temperature
(®/e = 0.20). One can notice that the MSRD in the direction
of the straight line connecting two pairs of atoms are smaller
than the perpendicular ones, and that the MSRD increase as

T T T T T T T T T
6 |
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.| |---D,@ "]
- g
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Figure 2. MSRD in the direction of the straight line connecting atoms
i and j in graphene.
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Figure 3. MSRD perpendicular to the direction of the straight line
connecting atoms i and j in graphene.
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Figure 4. MSRD for second neighbors: D,,(2) (blue solid line) and D,,(2)
(red dash line).
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Figure 5. MSRD as a function of n for a fixed temperature (©/e = 0.20).
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Figure 6. MSRD in the direction of the straight line connecting the nearest
neighbors in: hexagonal (black dot line), square (red dash line), and
graphene (blue solid line) lattices.

the interatomic distance increases. As demonstrated in the pre-
vious section D,,(3) = D,,(3) (see Equation (20)).

Figure 6 shows the MSRD in the direction of the straight line
connecting the nearest neighbors, D, (1), in hexagonal (black
dot line), square (red dash line), and graphene (blue solid line)
lattices. For the calculation of the MSRD in hexagonal®*"! and
square®? lattices, the Lennard-Jones potential was employed.
It can be seen that the greater the coordination number, Z,
the less the MSRD: graphene lattice (Z = 3), square lattice
(Z = 4), and hexagonal lattice (Z = 6).

5. Final Comments

In this article, we employed the correlative method of the CUSF
to calculate the MSRD in a flat graphene monolayer, within the
approximation of weak anharmonicity. A parametrized inter-
atomic potential specifically developed for graphene (proposed
by Tewary and Yang) was used to obtain the numerical estimates.

The focus on MSRD in a flat graphene monolayer, especially
in the approximation of weak anharmonicity, is a relevant topic,
particularly for understanding the mechanical and thermal prop-
erties of graphene at the atomic level. The study’s aim to explore
MSRD and its dependence on temperature and interatomic dis-
tances is valuable. Such insights are critical for developing theo-
retical models and designing graphene-based materials.

Summarizing the results: a) In general, the MSRD increase as
the interatomic distance increases; b) The MSRD in the direction
of the straight line connecting two pairs of atoms are smaller
than perpendicular ones; ¢) In comparison with other 2D lattices,
the MSRD in graphene lattice are greater than those in the hex-
agonal®! and square® lattices.

The present study has some limitations. Previous work has
shown that the MSRD in graphene is not only temperature
dependent but also depends on the size of the system,*! and
also closely related to the thermal expansion of graphene.”
Furthermore, we once again note that the anharmonicity of lat-
tice vibrations in 2D crystals is expected to be strong.”’~>

Phys. Status Solidi B 2026, 263, e202500255 €202500255 (5 of 6)
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Therefore, a logical continuation of this study would be to move
toward a strong anharmonicity approximation. The influence of
strong anharmonicity on the dynamic properties of graphene
monolayer will be addressed in a future paper.
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