AI P ‘ Journal of
\ Applied Physics w17/
Entropic effects of thermal rippling on van der Waals interactions between monolayer

graphene and a rigid substrate
Peng Wang, Wei Gao, and Rui Huang

Citation: Journal of Applied Physics 119, 074305 (2016); doi: 10.1063/1.4941987

View online: http://dx.doi.org/10.1063/1.4941987

View Table of Contents: http://scitation.aip.org/content/aip/journal/jap/119/7?ver=pdfcov
Published by the AIP Publishing

Articles you may be interested in
Adhesion energy characterization of monolayer graphene by vibrational spectroscopy
J. Appl. Phys. 114, 143502 (2013); 10.1063/1.4824281

Buckling induced delamination of graphene composites through hybrid molecular modeling
Appl. Phys. Lett. 102, 031902 (2013); 10.1063/1.4788734

Effects of mismatch strain and substrate surface corrugation on morphology of supported monolayer graphene
J. Appl. Phys. 107, 123531 (2010); 10.1063/1.3437642

Continuum modeling of van der Waals interactions between carbon nanotube walls
Appl. Phys. Lett. 94, 101917 (2009); 10.1063/1.3099023

An application of the van der Waals density functional: Hydrogen bonding and stacking interactions between
nucleobases
J. Chem. Phys. 128, 204102 (2008); 10.1063/1.2924133

lied Physi ‘
AP ’agelewsm

B -
NEW Special Topic Sections
—

NOW ONLINE PP
Lithium Niobate Properties and Applications: PRHEC BIYSES
Reviews of Emerging Trends AI P | Reviews



http://scitation.aip.org/content/aip/journal/jap?ver=pdfcov
http://oasc12039.247realmedia.com/RealMedia/ads/click_lx.ads/www.aip.org/pt/adcenter/pdfcover_test/L-37/296339739/x01/AIP-PT/JAP_ArticleDL_021716/APR_1640x440BannerAd11-15.jpg/434f71374e315a556e61414141774c75?x
http://scitation.aip.org/search?value1=Peng+Wang&option1=author
http://scitation.aip.org/search?value1=Wei+Gao&option1=author
http://scitation.aip.org/search?value1=Rui+Huang&option1=author
http://scitation.aip.org/content/aip/journal/jap?ver=pdfcov
http://dx.doi.org/10.1063/1.4941987
http://scitation.aip.org/content/aip/journal/jap/119/7?ver=pdfcov
http://scitation.aip.org/content/aip?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jap/114/14/10.1063/1.4824281?ver=pdfcov
http://scitation.aip.org/content/aip/journal/apl/102/3/10.1063/1.4788734?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jap/107/12/10.1063/1.3437642?ver=pdfcov
http://scitation.aip.org/content/aip/journal/apl/94/10/10.1063/1.3099023?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jcp/128/20/10.1063/1.2924133?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jcp/128/20/10.1063/1.2924133?ver=pdfcov

JOURNAL OF APPLIED PHYSICS 119, 074305 (2016)

@ CrossMark

Entropic effects of thermal rippling on van der Waals interactions between
monolayer graphene and a rigid substrate
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Graphene monolayer, with extremely low flexural stiffness, displays spontaneous rippling due to
thermal fluctuations at a finite temperature. When a graphene membrane is placed on a solid
substrate, the adhesive interactions between graphene and the substrate could considerably suppress
thermal rippling. On the other hand, the statistical nature of thermal rippling adds an entropic
contribution to the graphene-substrate interactions. In this paper, we present a statistical mechanics
analysis on thermal rippling of monolayer graphene supported on a rigid substrate, assuming a
generic form of van der Waals interactions between graphene and substrate at 7= 0 K. The rippling
amplitude, the equilibrium average separation, and the average interaction energy are predicted
simultaneously and compared with molecular dynamics (MD) simulations. While the amplitude of
thermal rippling is reduced by adhesive interactions, the entropic contribution leads to an effective
repulsion. As a result, the equilibrium average separation increases and the effective adhesion energy
decreases with increasing temperature. Moreover, the effect of a biaxial pre-strain in graphene is con-
sidered, and a buckling instability is predicted at a critical compressive strain that depends on both
the temperature and the adhesive interactions. Limited by the harmonic approximations, the theoreti-
cal predictions agree with MD simulations only for relatively small rippling amplitudes but can be

extended to account for the anharmonic effects. © 2016 AIP Publishing LLC.

[http://dx.doi.org/10.1063/1.4941987]

I. INTRODUCTION

Graphene and other two-dimensional (2D) materials have
drawn extensive interests for research due to their remarkable
structures and properties. One of the common features among
these 2D materials is their monatomic thickness. As a result,
they are highly flexible with extremely low flexural rigidity,
compared to conventional membranes and thin film materials.
At a finite temperature (T > 0K), thermal fluctuations of such
ultrathin membranes are expected,'* similar to the ubiquitous
fluctuations of biomembranes.” Indeed, experimental obser-
vations have found that suspended graphene membranes often
display spontaneous ripples,®” likely a result of thermal fluc-
tuations.” Such thermal rippling has been found to be respon-
sible for the temperature dependent mechanical properties of
graphene including elastic modulus and apparently negative
coefficient of thermal expansion at the room temperature.®'°
In most applications, graphene membranes are supported on
solid substrates, such as silicon (with an oxide surface), cop-
per, and polymers. In addition to the intrinsic thermal rippling,
the morphology of a substrate-supported graphene membrane
depends on the surface roughness of the substrate as well as
the interactions between graphene and the substrate. Ripples,
wrinkles, and folds are commonly observed in supported gra-
phene as well as other 2D materials.''™'® Many physical prop-
erties of graphene depend on the morphology that may be
altered by the interactions with a substrate. In this paper, we
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present a statistical mechanics analysis on thermal rippling of
monolayer graphene supported on a rigid substrate and corre-
sponding molecular dynamics (MD) simulations for compari-
son. Two main questions are to be answered: First, how
would the rippling morphology depend on the adhesive inter-
actions? Second, how would the statistical thermal rippling
influence the graphene-substrate interactions at a finite
temperature?

The mechanisms of adhesive interactions between gra-
phene and typical substrates such as silicon oxide (SiO,) and
metals have been studied recently. Both experiments'’ 2" and
first-principle calculations®*® have suggested that van der
Waals interactions are the primary mechanisms in most cases,
although other mechanisms may also exist in some cases.>*
In the present study, we assume a generic form of van der
Waals interactions between graphene and the substrate at
T=0K, which was derived from the Lennard-Jones (LJ)
potential for pairwise particle-particle interactions.”” Such an
adhesive interaction is expected to suppress the rippling ampli-
tude of a supported graphene membrane. However, a quantita-
tive correlation between adhesion and rippling morphology of
graphene has yet to be established. Moreover, even with
temperature-independent parameters for the van der Waals
interactions, the statistical nature of thermal rippling renders
an entropic effect on the graphene-substrate interactions that
would depend on temperature. As a result, the effective prop-
erties of the graphene-substrate interface become temperature
dependent in general. Furthermore, additional effects on the
morphology and adhesion of graphene may come from the

© 2016 AIP Publishing LLC
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fact that the graphene membrane is often subjected to an in-
plane pre-strain, either unintentionally due to the growth/trans-
fer processes or intentionally for the purpose of strain
engineering.”®

The remainder of this paper is organized as follows.
Section II presents a statistical mechanics analysis based on a
continuum membrane model of pre-strained graphene and the
generic form of van der Waals interactions. Section III
describes the MD simulations. The results are compared and
discussed in Section IV, followed by a summary in Section V.

Il. ACONTINUUM STATISTICAL MECHANICS
ANALYSIS

The graphene monolayer is modeled as a 2D continuum
membrane, which interacts with the substrate via an interfa-
cial force field of van der Waals type. The presence of an
interfacial force field influences thermal rippling of gra-
phene, which in turn introduces an entropic effect on the
graphene-substrate interactions at a finite temperature. The
substrate is assumed to be rigid with a perfectly flat surface,
whereas the effect of surface roughness is left for future
studies.

For a graphene monolayer on a perfectly flat substrate
with no thermal rippling, a generic form of the van der
Waals interaction energy function can be written as®’

1(h\ 3 (ho\’
I [5 (%) -3 (%) ] m
where z is the separation distance between graphene and the
substrate surface, I'y is the adhesion energy (per unit area),
and hy is the equilibrium separation. The two parameters (I'y
and hg) are assumed to be independent of temperature in the
present study, although they could be temperature dependent
in principle (e.g., due to statistical effects of electromagnetic
modes and thermal radiation®®~>?).

At a finite temperature (7 > 0 K), the graphene membrane
fluctuates out of the plane (see Fig. 1). At a particular
instance, the rippling profile of the graphene can be written as

V(z) =

z(x,y;T) = [2(T) + w(x,y;T)]ho, 2)

where z and w are the normalized average separation and
out-of-plane deflection, respectively. Correspondingly, the
total interaction energy between graphene and the substrate
over an area (Q is approximately

U = U V(z)dxdy =~ U [V(zho) + V' (Zho) how

1
+5 V" (zho) hiw?]dxdy, 3)

where V'(z) and V”(z) are the first and second derivatives of
the interaction energy function in Eq. (1), and the higher
order terms are neglected. Note that this approximation is
valid only when |w| < 1 (i.e., the out-of-plane deflection is
small compared to the equilibrium separation).
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FIG. 1. Thermal rippling of graphene on a rigid substrate by MD simulation
(Ty=0.242J/m?, hy=0.316nm, &,=0, and T=1000K): a top-view snap-
shot with color contour for the height and a deflection profile along a line.

Following a previous work for freestanding graphene,'”
we consider a graphene membrane subjected to a biaxial pre-
strain &, relative to the ground state at 0 K. With the rippling
profile in Eq. (2), the elastic strain energy of graphene con-
sists of two parts, the bending energy (Up,) and in-plane
strain energy (Uy):

2

n Pw  Pw

UbNTJJ<w+8—y2 dxdy, “)
Q

~ s E*Sohg <@> 2 @ 2
Us ~ jJ{E g+ — l o + By dxdy, (5)
Q

where D is the bending modulus of graphene, E* =
E/(1 —v) is the in-plane biaxial modulus, and E and v are
the 2D Young’s modulus (unit: N/m) and Poisson’s ratio of
graphene, respectively. Note that the bending energy due to
Gaussian curvature has been ignored in Eq. (4) and only the
quadratic terms of the deflection are retained in Eq. (5) for a
harmonic approximation, as discussed in Ref. 10.

Assuming periodic boundary conditions in the x-y plane,
the deflection w(x,y) can be written in form of the Fourier
series

wir) =) (g™, (6)

k
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and the corresponding Fourier coefficients are

1 .
) = 3 | | i riay )
Q

where r is the 2D position vector, q, denotes the k-th wave
vector in the 2D space, and L, is the area of the domain Q.
For each configuration, the mean-square amplitude of the
out-of-plane fluctuation is then

h (
"= J J WA (e)dedy = 3 37 (Wi (@) + Wi (@) (®)
k

0
Q

where Wge(q,) and Wiy (q,) are the real and imaginary parts
of w(q,), respectively.

Considering the statistical nature of thermal rippling, the
Fourier coefficients wge(q;) and wy,(q,) are taken as contin-
uous random variables. Each set of Wg.(q,) and Wy, (q,) con-
stitutes a possible configuration of the membrane. All possible
configurations of the membrane construct a statistical ensem-
ble. Based on the classical statistical me<:hanics,33’34 the prob-
ability density function (PDF) for each configuration is given
by Boltzmann distribution at thermal equilibrium

1 U
p _zexp<— kB_T>’ ©)

where U is the total potential energy of the configuration, Z
is the configurational partition function, and kg is Boltzmann
constant. Substituting Eq. (6) into Egs. (3)-(5), the total
potential energy for each configuration of the supported gra-
phene membrane is obtained in terms of the Fourier coeffi-
cients as

U=U; +U,+Us = Li(V(Zho) + E*€])

+Lihg > (Dgi+E'eoq;
Kae,20)

+ V" (2h)) (We (@) + Wi (@) (10)

where g = |q,| is the amplitude of the wave vector. It is im-
portant to note that the coefficients w(q;) and w(—q,) are
not independent since the deflection in Eq. (6) must be real
valued. Consequently, only those Fourier coefficients associ-
ated with the upper half-plane of the wave vectors (i.e.,
qy - €y > 0, including only half of the x-axis) are taken as the
independent random variables in Eq (10).

By the equipartition theorem,** the mean energy associ-
ated with each independent harmonic term in Eq. (10) equals
kgT /2, and thus we obtain

kgT
21313 (Dgt + E*eoq? + V" (zh))’
1D
where () denotes the ensemble average of the enclosed

quantity. The ensemble average of the mean-square ampli-
tude in Eq. (8) is then

(Wre(W)) = Wiy (@) =

J. Appl. Phys. 119, 074305 (2016)

2 1
12
(@) ZDqk + E*eoqi + V" (zho) (12)

Without the double derivative of the interaction energy func-
tion, Eq. (12) recovers the classical results for undulations of
fluid membranes by Helfrich and Servuss,” and the same
result was obtained for a freestanding graphene membrane. '’
The additional term due to the interactions between graphene
and the substrate depends on the average separation Zzhy,
which is unknown a priori. As shown later, the average sepa-
ration at thermal equilibrium can be determined as a function
of the temperature by minimizing the Helmholtz free energy
of the graphene/substrate system under the isothermal condi-
tion. We note that for the amplitude in Eq. (12) to be positive
definite, it requires V" (Zhy) > 0 for ¢ > 0 or 4DV"(zhy)
> (E*.so)2 for ¢y < 0, which imposes a limitation for the har-
monic approximation in the present analysis.

With Boltzmann distribution in Eq. (9), the configura-
tional partition function for the statistical thermal rippling is
obtained as

[ee] oo U R .
7~ J cee J exp <— kB_T> dWRe(ql)dWIm(ql)
dWRe(q2)dWim (q) * -

L2
= exp <— kB—(’)T (V(zho) + E*SS))

E'g  V'(zh
1
X H <+Dq2+ Dq

k(g -e,>0)

0) 1( ks T )
DL3h3q}
(13)

Here, the integration limits have been taken to be —oo and oo
for each random variable. However, the random variables
should be limited within a small range (jw| < 1) under the
harmonic approximation. Moreover, the rippling membrane
should be constrained so that it does not penetrate into the
substrate, which may lead to a steric effect. 337 Nevertheless,
we proceed with Eq. (13) as an approximate partition function
and leave the additional effects for future studies.

With the partition function in Eq. (13), the Helmholtz
free energy of the graphene/substrate system is obtained as a
function of the average separation, pre-strain, and temperature

—~kgTInZ = L2(V(2ho) + E*&})

TL'kBT
T { )
;>0 DL2hq}

E*ey  V"(zh
i1 B VIR | (14)
Dq; Dg;

At a given temperature, the Helmholtz free energy can
be minimized with respect to the average separation and the
pre-strain for the thermomechanical equilibrium state. First,
taking derivative of the free energy with respect to the aver-
age separation, we obtain the average normal traction (force
per unit area) between graphene and the substrate as

A(f, €0, ) =
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_ 1 (0A
seenn) = (),

ksT
= V'(2ho) + 25 V" (o)
LO
xS [Dgi+Eeqi +V'(zh)] ', (15)

k(qy-ey=0)

where the first term on the right-hand side is the interfacial
traction at 0K (without thermal rippling) and the second
term is the entropic contribution due to thermal rippling.
Hence, Eq. (15) predicts a temperature-dependent traction-
separation relation for the interactions between graphene and
the substrate. The equilibrium average separation, z*(&p, T),
is then obtained by setting s = 0, namely,
V,(f*ho) + kB_;TV///(E*hO)
Lg
xS [Dgi+E'wg +V'(Zh)] =0 (16)
k(qy-ey>0)

> (0 at z = z* for the

In addition, it is required that (‘?;72‘)”
260

equilibrium separation to be stable. Interestingly, we note
that, if the interaction energy is purely harmonic with
V" (z) =0, the entropic contribution in Eq. (15) vanishes
and the equilibrium average separation becomes independent
of temperature (z* = 1). In general, however, the interaction
energy as given in Eq. (1) is anharmonic, which leads to the
entropic effect and the temperature dependence for the equi-
librium separation. Therefore, despite the harmonic approxi-
mation of the interaction energy function in Eq. (3), the
anharmonic effect of the interaction is partly taken into
account in Egs. (15) and (16).

Next, taking derivative of the Helmholtz free energy in
Eq. (14) with respect to the pre-strain, we obtain the average
in-plane stress (equi-biaxial) in the graphene membrane as

_ (oA
203\ &) 1

kgT
=E* (80 + % Z [in + E*¢g
0 k(qy-¢,>0)

0(z,¢,T)

+4; 2V (zho)] 1) . (17)

Taking Z = z*(&, T), the average in-plane stress at the equi-
librium average separation is

0" (e0,T) = a(z",e0,T) = E'eo + 6" (0, T),  (18)

where the first term on the right-hand side is the pre-stress
without rippling and the second term is the additional tension
due to the entropic effect of thermal rippling (rippling stress)

kgT

& (60, T) = E* 2

* — % —1
ZL%]( Z [Dq%—’_E 80+C]k 2‘/N(Z ho)} .

(qiey=0)

19)

As noted in the previous study,'® the in-plane thermal
fluctuations of the graphene lattice lead to a positive thermal

J. Appl. Phys. 119, 074305 (2016)

expansion if the out-of-plane fluctuations are completely
suppressed. Taking the in-plane thermal expansion into
account, the effective in-plane stress in graphene at a finite
temperature is approximately

0*(60, T) ~ E*(SO — OC2DT) + &*(SO,T), (20)

where opp is the 2D-CTE resulting from the anharmonic
interactions among in-plane phonon modes and was found to
be a constant, opp ~5.51 x 10°° K*', independent of tem-
perature (up to 1000K).'° Setting *(gy, T) = 0 in Eq. (20)
then leads to an equilibrium thermal strain, &(7), which
gives the effective thermal expansion of the supported gra-
phene and could be either positive or negative due to the
competing effects between in-plane lattice expansion and
out-of-plane rippling, as discussed in the previous studies®'°
for freestanding graphene.

To be specific, the predictions by the statistical mechan-
ics analysis are illustrated and discussed for a square-shaped
graphene membrane. First, the normal traction in Eq. (15) is
evaluated by summation over discrete Fourier modes, which
can be written in a dimensionless form as

S0 2D .4 Lo

ij=—n

n 2
S_pe el sy l16n“<@> (2 +7)
-1

2
+4m?Beo (i + /2) +uf"(2) (2—2) 1 : Q1)

where S0 = ro/ho, n= roh%/D, ﬁ = E*h(z)/D, f/(Z), fN(Z),
and f"'(z) are derivatives of the normalized interaction
energy function, f(z) =1(z°—3z73). The number n
depends on two length scales: the domain size Ly and a mi-
croscopic cut-off length b (e.g., the minimum wavelength
of thermal rippling). For Ly > b, n — oo and the summa-
tion in Eq. (21) converges to a constant. If ¢y = 0, the sum-
mation in Eq. (21) can be calculated by an integral
approximation as

- TCkBT
)

-1
Gmax h 2 L 2
<] lwn“ (2) ¢ +we(i) ] ada,
Gmin 0 0

o . f/”(f) kBl 47‘52 <ho>2
~f( )+78n G D arctan (1’1}”’(2) b )

(22)

~ 1)
S0

where we have taken ¢m.x = Lo/b and gmin = 1. Note that
the traction is independent of the domain size Ly as long as
Lo > hy, but weakly depends on the choice of the cut-off
length b. The cut-off length is often taken as a few times of
the bond length (1o ~ 0.14nm), which is close to the typical
values for /g (~0.3 nm). For convenience, we take b = kg in
subsequent calculations. It is found that the results from Eq.
(22) are in close agreement with the summation in Eq. (21)
for Lo/ho > 10.
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T =0, 300, 1000, 2000, 2500 K

Pie FIG. 2. (a) Predicted normal traction as
’ 1 a function of temperature at different av-
erage separations, z = 1, 1.01, 1.02, and
1.05 (symbols by summation and lines
by integral approximation). (b) Predicted
traction-separation relations at different

temperatures, in comparison with the
relation at T=0K (dashed line).
Parameters: D= 1.4¢V, ['(=0.242 J/mz,
hy=0.316nm, n=0.11, and &, =0.

1 2
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As shown in Fig. 2(a), the normalized traction decreases
linearly with increasing temperature; the linear dependence is
expected as a result of the harmonic approximation in the
present analysis. For z > 1, the traction is positive (attraction)
at low temperatures but may become negative (repulsion) at
high temperatures. Evidently, the entropic effect of thermal
rippling leads to an effective repulsion in addition to the van
der Waals forces. Figure 2(b) shows the predicted traction-
separation relations at different temperatures. As the tempera-
ture increases, the maximum traction (a.k.a. interfacial
strength) decreases. In other words, the attractive forces
between graphene and substrate are weakened by the entropic
repulsion due to thermal rippling. Above a critical tempera-
ture (7.~ 2462K for n = 0.11), the traction becomes all re-
pulsive (s < 0), meaning that the van der Waals forces are no
longer sufficient to keep the graphene attached to the sub-
strate. Moreover, the predicted traction-separation relation is
limited by the condition, f”(Z) > 0 or equivalently Z < 1.165.
For z > 1.165, the integral in Eq. (22) is unbounded and the
harmonic analysis yields no meaningful result.

By setting the traction in Eq. (22) to zero, we obtain two
equilibrium average separations (see Fig. 2(b)), one is stable
with (%), > 0 at Z = z(T) and the other is unstable with
(%) < 0 at z = z.(T). The latter is called the critical aver-
age separation, beyond which the traction becomes repulsive
by the harmonic analysis. As shown in Fig. 3(a), the stable
equilibrium average separation increases with temperature

1.05 1.1 1.15 1.2
Avergare separation, zlh0

almost linearly up to 1000 K, beyond which it becomes non-
linear, and no solution can be found above the critical tem-
perature (7.~ 2462 K for # = 0.11). Meanwhile, the critical
average separation decreases with increasing temperature
(dashed lines in Fig. 3(a)). At the critical temperature, the
two average separations converge at Zé;(T(,) = 1.122; hence,
by Eq. (22), the critical temperature depends on the van der
Waals interactions approximately as kgT,. ~ D/1.

The increase of the stable equilibrium average separa-
tion with temperature is similar to the out-of-plane thermal
expansion of graphite, with a temperature-dependent, posi-
tive coefficient of thermal expansion.®® Quantitatively, the
out-of-plane coefficient of thermal expansion (CTE) for the
graphene/substrate interface may be defined as o, = dzj/dT,
which depends on the van der Waals interactions through the
dimensionless group 5. As shown in Fig. 3(b), the CTE
decreases as 5 increases. For 7 = 0.11 and T < 1000K, we
obtain o, ~ 3.5 x 107> K~', which is slightly larger than the
measured out-of-plane CTE of graphite at around 1000 K.*°
The predicted CTE increases with increasing temperature,
which is in qualitative agreement with the measured CTE for
graphite. However, the present prediction appears to overes-
timate the CTE at low temperatures (7' < 200 K) and at very
high temperatures (7 > 2000 K).

At the equilibrium average separation Z; for &y = 0, the
average rippling amplitude can be obtained from Eq. (12) in
the form of a discrete summation as

0
1

N
o
7
1
’
1
]
1

Equilibrium average separation, z /h0
5 N
S N
a. (104 K™

X =0.04,0.11,022

FIG. 3. (a) Predicted equilibrium aver-
age separation as a function of tempera-
ture, with an unstable branch for the
critical separation (dashed lines). (b)
Predicted out-of-plane coefficient of
thermal expansion as a function of

temperature.
n=0.04,0.11,0.22

. . 0 .
0 1000 2000 3000 4000 0 1000
T(K)

~
o
~

2000 3000 4000
T(K)
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-1
<52>_kBT - s 2\2(ho ? i =\ (Lo ?
h—%_ji;n[l&r (2 +/%) <E)> + " (z5) (h_0>

(23)

For n — oo, the summation can be evaluated by an integral
approximation and the root-mean-square (RMS) amplitude
of thermal rippling is then obtained as

N k T ol =%\
5 = \/(52>zh0\/8%[11f (z)] V. Q4)

For a freestanding membrane, the rippling amplitude can be
obtained from Eq. (23) with n = 0, which recovers the result
in the previous study'”

Ly [T
O~ i\ 25)

Apparently, as a result of the harmonic approximation, the
rippling amplitude of a freestanding membrane scales linearly
with the domain size (L), although a power-law scaling was
observed in MD simulations due to anharmonic effects.'” In
contrast, with the presence of van der Waals interactions
(n > 0), the rippling amplitude in Eq. (24) is independent of
the domain size (for Ly > hg). Figure 4(a) shows the pre-
dicted rippling amplitude as a function of temperature for dif-
ferent values of #. Evidently, comparing to the freestanding
graphene, the presence of adhesive interactions considerably
suppresses the amplitude of thermal rippling, and the normal-
ized RMS amplitude decreases with increasing 7.

The effective adhesion energy may be defined as the dif-
ference between the Helmholtz free energy at the equilib-
rium average separation (zZ =Zz*) and that at infinite
separation (z — 00). For ¢y = 0, we have

r(r) = _Li% [A(z5,0.T) — A(c0,0,T)]

e kgT V,/(ZSho)
~ — V(Z5ho) - Z >1n<1 +T¢* . (26)

0 kare,20 k

J. Appl. Phys. 119, 074305 (2016)

It can be seen that as T — 0 K, we have z; — 1 and I' —
I'o = —V/(ho) as expected from the interaction energy func-
tion in Eq. (1). By integral approximation, we obtain

F(T)N o ksT [f"(zp)
e LR a1 Y

As shown in Fig. 4(b), the adhesion energy decreases with
increasing temperature, almost linearly up to about 1000 K.
Interestingly, while the statistical effect of thermal rippling
leads to an effective repulsion and hence an effectively lower
adhesion energy with increasing temperature, an opposite
effect was predicted by considering the electromagnetic
modes and thermal radiation, where the attractive van der
Waals forces increase with increasing temperature.” > For
the case of an atomic monolayer interacting with a solid sub-
strate, the two effects may co-exist, leading to a more com-
plicated dependence on temperature. Without considering
the increasing attractive van der Waals forces, the entropic
effect is overestimated by the thermal rippling effect alone.
On the other hand, the out-of-plane CTE of graphite was
underestimated by the first-principle calculations with a qua-
siharmonic approximaiton,®® possibly because the thermal
rippling effects were not fully taken into account. Thus, the
coupling of the two competing effects would be of interest
for further studies.

Alternatively, the predicted traction-separation relations
(see Fig. 2(b)) may be used to determine the adhesion energy
(or work of separation), by integrating the traction from the
equilibrium average separation (z*) to the critical average
separation (z.). This is equivalent to the difference in the
Helmbholtz free energy at the two equilibrium separations,
which would give a much lower adhesion energy due to the
much shorter range of separation (z < z, < 1.165) accessible
by the harmonic analysis.

The effect of pre-strain on the interfacial traction-
separation relation is shown in Fig. 5(a), where the summa-
tion in Eq. (21) is calculated by an integral approximation
similar to that in Eq. (22). When ¢y > 0, we obtain

0.3 1
1
1
1
1 o
= 0.95
1 “freestanding (L. = 20 nm) =
1 0 3
0.2f ] 1=0.04,0.11,0.22
o & 09l
< 5
. S
%) 7]
= | £
| © 0.85
| 3
0.1y N
T
=0.04,0.11,0.22 £
n Ua, U, UL 2 0.8F
0 : ‘ ‘ 0.75 : : :
0 1000 2000 3000 4000 b 0 1000 2000 3000 4000
(a) T (K) (b) T (K)

FIG. 4. (a) Predicted RMS amplitude of thermal rippling as a function of temperature. (b) Normalized adhesion energy as a function of temperature due to the

effect of thermal rippling.
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T=300K i

=100, 300, 500, 1000 K

FIG. 5. Effects of pre-strain by the sta-
tistical mechanics analysis (with pa-
rameters: E*=403N/m, D=14¢eV,
[o=0.242)/m? hy=0.316nm, and

0

n=0.11). (a) Traction-separation rela-
tions at T=300K with different pre-
strains as indicated. The dashed line is
the traction-separation relation at
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Pre-strain €

unstable

T=0K, independent of the pre-strain.
(b) Equilibrium average separation,
with a critical strain at each tempera-
ture. (c) RMS amplitude of thermal
rippling. (d) Critical strain versus tem-
perature (a stability phase diagram).
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if 4nf"(z) < f*e3. When ¢ < 0, the traction is unbounded if
4nf"(z) < f%2 and only the result for 4nf"(z) > fe? is
meaningful. Notably, the traction-separation relation
depends on the pre-strain sensitively when gy < 0, with
decreasing strength for increasingly large compressive strain.
This again can be attributed to the effect of entropic repul-
sion due to thermal rippling that is amplified by the compres-
sive strain. Beyond a critical compressive strain, the traction
becomes all repulsive. On the other hand, when ¢, > 0, the
entropic repulsion is reduced so that the maximum traction
increases with increasing strain, slowly approaching the limit
at T=0K (dashed line in Fig. 5(a)).

By setting the interfacial traction to zero, we obtain the
equilibrium average separation z*(&y, T) as a function of the

-0.01

-0.005 0 0.005 0.01

Pre-strain €

pre-strain at different temperatures, as shown in Fig. 5(b).
Similar to Fig. 3(a), there are two branches for the equilib-
rium separation at each temperature, one stable and the other
unstable (critical average separation, Z.(&,T), shown as
dashed lines). The two branches converge at a critical strain
(&.), below which no solution can be found as the traction
becomes all repulsive. Correspondingly, Fig. 5(c) shows the
effect of pre-strain on the rippling amplitude. By Eqgs. (12)
and (16), the rippling amplitude at the equilibrium average
separation is obtained as

(30)

The rippling amplitude decreases with a tensile pre-strain
and increases with a compressive strain. As a tensile strain
tends to reduce the amplitude of thermal rippling, it reduces
the entropic repulsion and hence the equilibrium average
separation (Fig. 5(b)). The opposite is true for a compressive
strain until it reaches the critical strain (¢.). The rippling am-
plitude increases rapidly near the critical strain, resembling a
buckling instability. Beyond the critical strain (g < &), a
nonlinear analysis with anharmonic effects would be neces-
sary for further studies. The critical strain as predicted by the
present analysis depends on temperature through the dimen-
sionless group, kT /D. In addition, it depends on the van der
Waals interactions and the mechanical properties of gra-
phene through two other dimensionless groups, = [oh3/D
and f = E*h3/D. As T — 0 K, the critical strain approaches
the buckling strain, &g = —6+/31/f3; the latter was predicted
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previously by Aitken and Huang®’ without considering the
effect of thermal rippling. At a finite temperature, with ther-
mal rippling, the critical strain becomes less compressive,
i.e., & > &g, as shown in Fig. 5(d). At very high tempera-
tures, the membrane could be unstable even under a tensile
strain (e.g., & > 0). The critical temperature noted in Fig.
3(a) is simply the temperature with a zero critical strain
(¢ = 0). Hence, Fig. 5(d) may be considered as a stability
phase diagram in terms of temperature and pre-strain.

By Eq. (20), the average in-plane stress in graphene is
obtained with an entropic contribution (the rippling stress) as

- % " kgT 2 2 E*SOL%
T) = E
7" (0,T) 16n2D%: [(’ )+ D
o)L
2+ 16n* K

2 ko 2 2

g [ KT (AT Eeli (o
327D nf"(z) D \ b
N 16t (ho\* +E*gohg 7z
;,lf/l(f*) 4D f//l(f*)

b

Figure 6(a) shows that the entropic rippling stress increases
with increasing temperature, but decreases with increasing
pre-strain, following the same trend as the rippling amplitude
(Fig. 5(c)). The total stress, with the effect of in-plane ther-
mal expansion, is shown in Fig. 6(b) as a function of pre-
strain for 7= 1000 K. Here, we have assumed that the biaxial
modulus E* of graphene is independent of temperature and
strain. Due to in-plane thermal expansion, the in-plane
stress-strain relation simply shifts downward at a finite tem-
perature before the rippling stress is taken into account. With
thermal rippling, the total stress becomes more tensile with a
slightly nonlinear dependence on the pre-strain. The effec-
tive modulus, defined as the slope of the stress-strain curve,
is lower than E* and depends on temperature, similar to the
effective modulus for a freestanding graphene as discussed
in the previous study.'”

} 31)

lll. MOLECULAR DYNAMICS SIMULATION

The theoretical predictions by the continuum statistical
mechanics analysis in Section II are compared to MD simula-
tions using LAMMPS.*’ A square-shaped graphene membrane

J. Appl. Phys. 119, 074305 (2016)

(Lo~20nm) is placed on top of a flat surface as a rigid sub-
strate. The van der Waals interactions between the carbon
atoms of graphene and the substrate are specified in the form of
Eq. (1) with two parameters (I'yg and /). The energy per unit
area is converted to energy per atom by using the area per atom
in the graphene lattice, Ay = 2 /373, where ry=0.142nm for
the bond length. The dimensionless parameter 1 is varied by
changing the reference adhesion energy I'y and equilibrium
separation /. Here, we use two different values for /y: 0.316
and 1.0nm; the former is predicted by DFT calculations for
graphene on Si0O,,>* while the latter is taken as an upper bound
from measurements.!”*'*? The value of Iy is varied between
0.1 and 1.0J/m?, as the typical range for the adhesion energy
from both experiments and theoretical calculations.'” >

The second-generation reactive empirical bond-order
(REBO) potential43 is used for the carbon-carbon interac-
tions in graphene. With the REBO potential, the mechanical
properties of graphene in the ground state (T =0K) have
been predicted previously** ™ as E =243 N/m, v=0.397,
and D =1.4eV. Although these values are different from
DFT calculations,*”*® they are used in the present study to
compare the theoretical predictions with the MD simulations.
Under an equi-biaxial pre-strain (&), the theoretical results
depend on a dimensionless group, f = E*h}/D. Despite the
discrepancy in the 2D Young’s modulus and Poisson’s ratio,
the biaxial modulus, E* = E/(1 —v), predicted by the
REBO potential (E* ~403 N/m) is in close agreement with
DFT (E* ~406 N/m). The bending modulus (D) is also in
close agreement with DFT (~1.5 eV).45 A7

MD simulations are performed in the NVT ensemble
with periodic boundary conditions, where the temperature is
controlled by the Nose-Hoover thermostat. The equi-biaxial
pre-strain ¢, is applied to the graphene membrane by
simultaneously changing the two in-plane dimensions as
L =Ly(1+ &), where Ly is the side length of the square-
shaped membrane in the ground state (7=0K). It is found
that the simulation results are independent of the membrane
size as long as Ly > hy, and only the simulations with Ly ~
20 nm (see Fig. 1) are presented. Periodic boundary condi-
tions are applied in all three directions. The thickness dimen-
sion of the simulation box is set to be 20 nm so that it is large
enough to avoid interactions between periodic images. Each
simulation runs up to 40 ns with a time step of 1 fs. The first
10ns is for the system to equilibrate with the prescribed

FIG. 6. (a) Predicted rippling stress as a
function of pre-strain; (b) Comparison
of the average in-plane stresses at
1000 K with and without rippling.
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temperature and pre-strain, and the subsequent 30ns is used
for calculating the time-averaged quantities.

The normalized equilibrium average separation is calcu-
lated for each MD simulation as

N

>z, (32)

-1/,

(T, €0, 1) Zm

where N is the total number of carbon atoms and (z;), is the
time-averaged z-coordinate of the i-th atom. The mean am-
plitude of the out-of-plane thermal rippling is calculated by a
time-averaged RMS, namely,

_ 1 /&

O(T, 80, 1) = N Z(z,-ff*ho)z . (33)

=1 p

The average in-plane stress in graphene is evaluated by
the time-averaged 2D virial stress

1 /1
0‘217 EZFij@(rj_ri)_Zmivi@Vi , (34)
ij i .
i#]
where Fj; is the interatomic force between two carbon atoms
(7 and ), r; is the position vector of i-th atom, v; is the veloc-
ity vector, and m; is the atomic mass.

Finally, the time-averaged interaction potential energy
(per unit area) is calculated, for which the corresponding
ensemble average can be predicted by the statistical mechan-
ics analysis as

J. Appl. Phys. 119, 074305 (2016)

% ~V(zho) + %V"(f*ho)<52>

= FO f(f*) fm(f*)

(35)

We note that the average interaction energy differs from the
effective adhesion energy defined by the Helmholtz free
energy (Eq. (26)). The latter may be calculated by the steered
MD simulations,*® which is left for future studies.

IV. RESULTS AND DISCUSSION

In this section, we compare the theoretical predictions by
the statistical mechanics analysis in Section II with the MD
simulations. First, we compare the RMS amplitude of thermal
rippling (Fig. 7(a)) and the equilibrium average separation
(Fig. 7(b)) for cases with zero pre-strain (¢y=0). Both
increase with increasing temperature as a result of the entropic
effect. Increasing the adhesion energy (1) reduces the rippling
amplitude and hence the entropic repulsion, leading to less
expansion in the equilibrium separation. The results from MD
simulations agree reasonably well with the theoretical predic-
tions at relatively low temperatures. At high temperatures, the
statistical mechanics analysis over-predicts the amplitude of
thermal rippling, possibly due to the harmonic approximation.
The predicted critical temperature is not observed in the MD
simulations. It is possible that the anharmonic effects not con-
sidered in the present analysis are substantial at high tempera-
tures, suppressing the rippling amplitude and delaying the
critical temperature behavior. Figure 7(c) shows the average
interaction energy between graphene and substrate, decreasing
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with increasing temperature. The same trend is predicted for
the effective adhesion energy (Fig. 4(b)). By Eq. (35), the nor-
malized interaction energy with Uy = —I'oL3 depends on the
rippling amplitude and the average separation. Again, the the-
oretical prediction agrees with the MD simulations at rela-
tively low temperatures.

Constrained at zero pre-strain (relative to the ground
state at 0 K), a thermal stress is induced in graphene at a fi-
nite temperature. By Eq. (20), the amplitude of thermal stress
would increase linearly with temperature if the out-of-plane
rippling is completely suppressed, as shown by the dashed
line in Fig. 7(d). While the positive 2D-CTE (a,p > 0) leads
to a compressive thermal stress, the rippling stress ¢ is ten-
sile, as predicted by Eq. (31) and shown in Fig. 6(a). As a
result, the average thermal stress in graphene becomes less
compressive and depends on the adhesive interactions with
the substrate. In contrast, for a freestanding graphene the
thermal stress was found to be tensile due to significantly
larger rippling stress.'® Figure 7(d) shows that the thermal
stresses obtained from MD simulations agree reasonably
well with the theoretical prediction up to moderately high
temperatures (~1000 K).

The effects of pre-strain are compared in Fig. 8. First, the
rippling amplitudes at four different temperatures are shown
with pre-strains ranging from —0.02 to 0.06 (Fig. 8(a)). The
results from MD simulations agree well with the predictions
for the cases with a tensile pre-strain (gy > 0). The statistical
mechanics analysis predicts a temperature dependent critical
strain (Fig. 5(d)), beyond which the harmonic approximation

J. Appl. Phys. 119, 074305 (2016)

yields no meaningful result. The RMS amplitude of thermal
rippling from MD simulations increases dramatically as the
pre-strain changes from —0.01 to —0.02, indicating a critical
strain in between. Figure 9 shows the morphology of the sup-
ported graphene at 300 K with a pre-strain of —0.02, where a
zigzag buckling pattern is observed. Similar buckling patterns
are observed at other temperatures. Such a buckling phenom-
enon resembles the telephone cord blistering in thin films as a
result of biaxial compression and interfacial delamination.”®
Apparently, the largest separation shown in Fig. 9 is greater
than 1 nm (~3hg), for which the van der Waals interactions
with the substrate become negligible and the graphene may be
considered as delaminated locally from the substrate. A few
recent studies have also simulated buckling of substrate-
supported graphene with a variety of morphological patterns
such as wrinkles, folds, and Crumpling.SI_53 However, the
transition from thermal rippling to buckling is noted for the
first time in the present study. We leave it for further studies
to determine the critical strain for this transition and its de-
pendence on the interfacial adhesion and temperature.

The equilibrium average separation as a function of the
pre-strain is compared in Fig. 8(b). The trend is similar to
the rippling amplitude because the entropic repulsion
increases with increasing rippling amplitude. The average
separation becomes much larger (~1.4 hy) at g = —0.02, a
result of the rippling to buckling transition. Similarly, the av-
erage interaction energy is compared in Fig. 8(c), which
decreases as both the rippling amplitude and the equilibrium
average separation increase under a compressive strain.
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FIG. 8. Effects of pre-strain by MD
(Ty=0.242J/m>, hy=0.316nm, and
n=0.11). (a) RMS amplitude of ther-
mal rippling as a function of strain at
different temperatures. (b) Equilibrium
average separation as a function of
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strain. (c) Average interaction energy
between graphene and substrate. (d)
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and lines by the theoretical predictions.
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FIG. 9. Buckling of a substrate-supported graphene by MD simulation at
300K with a biaxial pre-strain of —0.02. The side length of the graphene
membrane as shown is about 20nm, and the interfacial properties are
['o=0.242J/m” and /1o=0.316 nm.

After the buckling transition, the average interaction energy
drops dramatically to less than 80% of the reference value
Uy = —FOL%) at gg = —0.02. The comparisons in Figs.
8(a)-8(c) show that the theoretical predictions in Section II
are reasonable for the cases with relatively low temperatures
(T < 1000 K) and subcritical pre-strains (&g > —0.01).

Figure 8(d) compares the normalized in-plane stress of
graphene. As noted in Fig. 6(d), the average in-plane stress
is subject to two competing effects. Relative to the stress-
strain relation at O K, the stress becomes more compressive
at a finite temperature (T > 0K) due to the positive lattice
expansion but becomes less compressive due to thermal rip-
pling. The two effects combine to give a weak temperature
dependence for the in-plane stress-strain relation of the sup-
ported graphene. The results from MD simulations agree
with the theoretical predictions when the strain is small
(—0.01 <& < 0.01) for temperatures up to 1000K. At
larger tensile strains (gy > 0.01), the stresses from MD sim-
ulations are lower because of the intrinsic elastic nonlinear-
ity of graphene as discussed in previous studies.'®***® At
larger compressive strains (e.g., g = —0.02), the compres-
sive stress is largely relaxed due to buckling and becomes
nearly independent of temperature.

We conclude this section by commenting on the major
differences between substrate-supported graphene and free-
standing graphene. For freestanding graphene (1 = 0), as
shown in the previous study,'® the rippling amplitudes from
MD simulations are considerably lower than the predictions
by the harmonic analysis (even at low temperatures) and
depend on the size of the graphene membrane by a power
law instead of the linear scaling predicted by the harmonic
approximation. For supported graphene with adhesive inter-
actions (n > 0), the rippling amplitudes are independent of
the membrane size as long as Ly > hy, and the harmonic
approximation becomes more applicable since the rippling
amplitude is much smaller than freestanding graphene. The
comparisons in Figs. 7 and 8 suggest that the theoretical pre-
dictions by the harmonic approximations are reasonable as
long as the rippling amplitude is relatively small (e.g.,
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S/ho < 0.1). In case with n = 0.11, the applicable tempera-
ture range is up to 1000 K with the pre-strain ¢y > —0.01.

V. SUMMARY

Thermal rippling of a substrate-supported graphene
depends on the adhesive interactions between graphene and the
substrate, and the statistical nature of thermal rippling leads to
an entropic effect on the graphene-substrate interactions. This
inter-relationship between thermal rippling and adhesion is the-
oretically analyzed by a continuum statistical mechanics analy-
sis under harmonic approximations. Comparisons with MD
simulations show that the theoretical predictions on the rippling
amplitude, the equilibrium average separation, and the average
interaction energy are reasonable up to moderately high tem-
peratures, when the rippling amplitude is relatively small. Of
particular interest is the entropic effects of thermal rippling that
lead to an effective repulsion, and as a result, the equilibrium
average separation increases and the effective adhesion energy
decreases with increasing temperature. Moreover, the presence
of a biaxial pre-strain in graphene could either reduce or
amplify the thermal rippling and the entropic effects, depend-
ing on the sign of strain (tensile or compressive). A rippling-to-
buckling transition is predicted and observed in MD simula-
tions beyond a critical compressive strain. These theoretical
and numerical results shed light on the commonly observed
morphological features (wrinkles, buckles, and folds) in
substrate-supported graphene and other 2D materials, and, in
particular, on the effects of adhesive interactions and tempera-
ture. Further studies would extend the statistical mechanics
analysis to account for the anharmonic effects and consider
more realistic substrate surfaces with roughness.
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