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surfaces
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Published online: 13 March 2017 The adhesion of two-dimensional (2D) materials onto other surfaces is usually considered a solid-solid
: mechanical contact. Here, we conduct both atomistic simulations and theoretical modeling to show

that there in fact exists an energy conversion between heat and mechanical work in the attachment/
detachment of two-dimensional materials on/off solid surfaces, indicating two-dimensional materials
adhesion is a gas-like adsorption rather than a pure solid-solid mechanical adhesion. We reveal that
the underlying mechanism of this intriguing gas-like adhesion is the configurational entropy difference
between the freestanding and adhered states of the two-dimensional materials. Both the theoretical
modeling and atomistic simulations predict that the adhesion induced entropy difference increases
with increasing adhesion energy and decreasing equilibrium binding distance. Our findings provide
a fundamental understanding of the adhesion of two-dimensional materials, which is important for
designing two-dimensional materials based devices and may have general implications for nanoscale
efficient actuators.

Adhesion between surfaces is one of the most common and important phenomena in nature. As a surface
phenomenon, the influence of adhesion increases with decreasing the size of contacting materials due to the
increase of the surface-to-volume ratio. In particular, at the nanoscale, where nanomaterials have ultra-high
surface-to-volume ratio, adhesion becomes extremely strong and dominant in many processes related to the
synthesis, transfer and device integration of nanomaterials’. However, due to the emerging of scale effects and
the lack of knowledge of related physics, adhesion of nanomaterials onto other materials or surfaces remains to
be understood.

Recent studies have focused on the interaction between two-dimensional (2D) materials and solid surfaces*”’.
Two-dimensional materials can conform more closely to a surface than other materials®, which is significantly
different from bulk solid-solid adhesion®. In addition, 2D materials usually exhibit strong thermal activity even
at extremely low temperatures due to their atomically thin structures'®. However, in existing theoretical studies,
2D materials are usually considered as mechanical sheets and their adhesion to other surfaces is treated as a
mechanical contact. In fact, thermal or temperature-dependent adhesion phenomena of 2D materials have been
observed in some works''~!%. For example, the intrawall adhesion can collapse a large-diameter carbon nanotube
(which can be viewed as a cylindrical graphene layer) into a flat configuration, while at some higher temperature
the collapsed tube can restore its cylindrical shape!> 3. Without a better understand of the role of thermal effect
on 2D materials adhesion, such phenomena cannot be well understood in a pure mechanical way.

Here, we report a new adhesion mechanism of 2D materials onto solid surfaces, revealing that the adhesion is
not solely a mechanical adhesion but also a gas adsorption. Our results indicate that both the adhesion energy and
adhesion forces are not constants solely determined by physical interaction forces. In contrast, they depend also
on system temperatures. Importantly, there exists a nearly reversible energy conversion between thermal energy
and mechanical work in the attachment/detachment of a 2D material on/off a surface. We present an analytical
model based on phonon analysis to elucidate the underlying physics of this intriguing gas-like adhesion.

To gain some insights into the adhesion mechanisms of 2D materials, we first perform two types of atomistic
simulations of adiabatically stamping/peeling of a graphene ribbon on/oft the (111) surface of a platinum (Pt)
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Figure 1. Temperature change of a graphene ribbon during the adiabatic processes of zero-degree stamping
(a), zero-degree peeling (b) and ninety-degree peeling (c) of the graphene ribbon on/off the (111) surface of a
Pt substrate. The edges (in red) of the graphene ribbon are set to be rigid where a constant velocity of 10 nm/ns
is imposed to move the graphene ribbon to attach onto or detach off the substrate. The temperature at time ¢ is
calculated by averaging through a small period of 1 ps around ¢.

substrate. We use the second generation reactive empirical bond order (REBO)' to describe the C-C bond inter-
action in graphene and Lennard-Jones 12-6 potential to describe the interaction between the graphene layer and
the substrate (details can be found in the Supplemental Material). We simulate zero-degree stamping and peeling
of a graphene ribbon as illustrated in Fig. 1(a) and (b). During the simulations, the graphene ribbon is moved
onto or away from the substrate by a constant velocity imposed on the two rigid edges. The Pt substrate is set to
be rigid and the temperature change in the graphene layer induced by heat release and extraction is carefully
monitored.

Figure 1(a) and (b) show the temperature changes of the graphene ribbon during the adiabatically stamping
and peeling processes, respectively, which take place for 2.85 ns out of a total simulation time of 4.5ns in both
cases. Significant temperature variations show thermodynamic tendencies for heat release during stamping and
heat absorption during the peeling. To further confirm the inherence of heat release/absorption in the attach-
ment/detachment of the graphene, we simulate the peeling of a graphene ribbon at ninety degrees from a Pt sub-
strate, where a similar temperature change is observed (Fig. 1¢). In all three simulations, no other energy forms
beside thermal energy and mechanical energy (including peeling work and the van der Waals energy between the
layer and the substrate) are involved. Thus the heat release in the stamping process is converted from mechani-
cal energy, and the heat absorption in a peeling process is converted to mechanical work. The magnitude of the
temperature changes in the first two cases are quite close, showing the energy conversions in stamping processes
and peeling processes are nearly thermodynamically reversible from one state to the other. It also indicates that
friction between the graphene ribbon and the smooth (111) surface of the Pt substrate!®!” in our simulations is
insignificant. The low friction in the simulations also explains why the temperature is nearly a constant during the
graphene is being totally adhered and sliding on the substrate (the first 0.9 ns in the Fig. 1a and the last 0.9 ns in
Fig. 1b) where the friction induced dissipation should reach a maximum due to the maximum contacting area's.

Although physical adhesion between bulk solid materials may induce heat release in an attachment process
due to deformation and friction, it is impossible to give rise to heat adsorption in detachment. In contrast, gas
adsorption on solid surface can release heat and gas desorption form solid surface can absorb heat!. In this
respect, 2D materials adhesion is gas-like. The similarity of materials nature between gas and 2D materials seems
to be responsible for their similar thermodynamic adhesion behaviors. When gas molecules are adhered on a
surface, they form a 2D film that closely conforms to the surface, while 2D materials also can closely conform to
a surface due to their extremely low bending rigidity® > %°. As a result, thermal activities are significant in the 2D
materials adhesion, leading to a significant difference from a mechanical adhesion between bulk solids.

The underlying physics of gas-like adhesion of 2D materials is that the configurational entropy of a freestand-
ing 2D layer is larger than that of an adhered one. The mechanism can be attributed to a drop in configurational
entropy as the substrate confines the out-of-plane fluctuations of an adhered 2D material layer and reduces its
degrees of freedom. To confirm the entropy change due to adhesion, we calculated the stamping and peeling
of graphene under isothermal conditions, following the universal approach used to describe gas adsorptions®.
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Figure 2. Isothermal simulations (100-600K) of a graphene ribbon peeled from a rigid Pt substrate at zero-
degree. (a) Thermal energy exchange between the graphene ribbon and the thermostat (300 K). (b) Shear
adhesion force (per nanometer in width) on the graphene ribbon (300 K). (c) Distribution of the heat exchanges
(300K) during the detachment (from 0.9 ns to 3.6 ns). Red dash line is the Gauss fitting of the MD results. (d)
Distribution of the shear adhesion force (300 K) during the detachment. (e) Isothermal heat absorptions of the
graphene ribbon at different temperatures. (f) The shear adhesion force versus system temperature.

A Berendsen thermostat is used to keep the 2D materials at constant temperatures during the attachment and
detachment, and the isothermal heat releases/absorptions are measured from the heat exchanges between the
thermostat and the 2D materials. The heat release or absorption induced by the adhesion caused configura-
tional entropy change AS in a reversible process under isothermal conditions can be theoretically expressed as
AE=—T-AS, with T being the temperature. This linear dependence of heat change on temperature is confirmed
in our MD simulations, as shown in Fig. 2e.

The configurational entropy changes are usually accompanied by a phenomenologically entropic force. Thus
as a result, the adhesion force between a 2D layer and a substrate should consist two parts,

F= dew + Fentr’ (1)

where the first term F4,, = V,E,q, (in which V, is the differential operator with respect to the path variable x,
E, 4 is the interlayer van der Waals potential) is the van der Waals force, and the second term is the entropic force
given by F,,, = —TV,S. At a zero-degree peeling, the adhesion force is indeed the interlayer shear force. To vali-
date Eq. (1), we plot the shear adhesion force of graphene on Pt substrate from MD simulations as functions of the
system temperature in Fig. 2f. It clearly shows that the shear force is linearly dependent on temperature, which can
be safely attributed to entropic force because the interlayer van der Waals force is a constant.

In the experimental research field of 2D materials adhesion, a number of approaches were developed to deter-
mine the adhesion energy on various substrates>*”. These approaches measure the adhesion force through a force
balance between an external loading force and the adhesion force between a 2D layer and a substrate’. Typically,
at a zero-degree peeling test’, the critical peeling force, which is equal to the shear adhesion force at balance, is
measured and used to estimate the adhesion energy. However, as we have shown, the adhesion force consists not
only a conservative van der Waals force but also a temperature-dependent entropic force, which would result in a
fundamental difference between the experimentally measured and the theoretically predicted E4,*" %% The ratio
of the adhesion force F,y, to the van der Waals force F4, is solely dependent on temperature, and is independent
of the path variable x as in Eq. (1), indicating this difference is a constant at a given temperature and increases
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Figure 3. (a) Adhesion induced configurational entropy change of graphene on various substrates, including
a rigid graphene layer as substrate. The results labelled as “Artificial potentials” are performed on a Pt substrate
with artificial potentials to describe the interaction between atoms of the graphene layer and Pt atoms (see
Supplemental Materials for details). Equation (3) is fitted to MD results using 7 as the fitting parameter. (b)
Adhesion induced entropy change of h-BN on various substrates.

linearly with temperature. In our simulations, at room temperature, this difference is found to be about 3% for the
adhesion of graphene on a Pt substrate, and 7% for the adhesion between two graphene layers.

Now we intend to elucidate how adhesion causes a configurational entropy change in 2D materials. In fact, the
entropy change due to external confinement has been extensively studied in many phenomena®-2*. We analyze
the adhesion induced configurational entropy change based on the analysis of normal modes, each of which
representing a harmonic mode of vibration of all atoms in a 2D material at a certain frequency. The adhesion is
described by a potential well perpendicular to the surface. Under this confining potential, it can be shown that the
frequencies of the out-of-plane normal modes are shifted to higher values®

Wy = VW’ + Kim (2)

where m is the atomic mass of the 2D material and & is the curvature of the confining potential. A quantum statis-
tical analysis of the normal modes indicates that the increase in frequency results in a decrease in configurational
entropy, as a result of reduced number of microstates (see Supplemental Materials for details). Finally, we find that
the adhesion induced entropy change of a 2D material can be expressed as

ln[£ + 1] + \/E . arctan[ ﬂ]
n n K (3)

where ky, is Boltzmann’s constant, and 7 is a material-dependent constant related to the bending stiffness of the
2D material.

To better understand the dependences of adhesion induced entropy in 2D materials on adhesion strength and
materials-dependent constant 7, we calculate the entropy variation in adiabatic adhesion processes from MD
simulation. The simulation was performed for graphene and /4-BN on a variety of substrates. Tersoff potential®’ is
used to describe the B-N bond in h-BN sheet, and a Lennard-Jones 12-6 potential is used to model the interaction
between h-BN and the substrates.

Figure 3 shows the entropy change as a function of potential curvature «. It is seen that, form both MD simula-
tions (entropy changes are extracted as AS= —AE/T) and Eq. (3), the adhesion induced entropy change logarith-
mically increases with the increasing potential curvature x. For physical adhesion through van der Waals forces,
Lennard-Jones 12-6 potential is frequently used to describe the interface interactions. In this case, the potential
curvature x depends on the potential well € and equilibrium distance o, i.e., x «ceo~2 This can explain why the
entropy change on nickel (Ni) substrate is much larger than that on others. It is because the adhesion between
2D layers and the Ni substrate is not only stronger in term of adhesion energy but also has a smaller equilibrium
distance, which is about 0.21 nm while the equilibrium distances for other substrates are more than 0.3 nm?" 22,

>

1
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5 b
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We note that a chemical adhesion in general induces a stronger interface interaction (with a larger binding energy
and a smaller equilibrium distance) due to the creation of chemical bonds, which can consequently generate a
larger entropy change.

Equation (3) indicates that the adhesion induced configurational entropy change decreases with an increase
in the parameter 7, which is positively and almost linearly correlated with the bending stiffness of 2D materials
(see Supplemental Materials for details). The fitted value of 1 for graphene is about 25% larger than that for h-BN
(Fig. 3), and the bending stiffness of graphene calculated directly from MD too is 25% larger than that of h-BN.
Another interesting issue is the adhesion induced entropy change of multiple 2D layers. Multiple layers in gen-
eral have a larger bending stiffness than a single 2D layer®. Therefore, the entropy change in adhesion should
be smaller than that of a single layer. Our MD results show that the peeling of a bilayer graphene absorbs the
same amount of heat as that for the peeling of a single graphene layer, meaning that the same amount of entropy
change is induced in both cases (see Supplemental Material for details). This indicates that the entropy change in
the detachment of a bilayer graphene is mostly contributed by the layer in contact with the substrate. Equation
(3) also suggests that the heat release or absorption is vanishingly small in adhesion between bulk materials for
which the bending stiffness can be considered infinitely large. We therefore conclude that the gas-like adhesion of
a 2D material indeed depends on two dominant factors — a low bending stiffness and a large portion of contacting
atoms, both of which leads to a significant configurational entropy change during adhesion.

The gas-like adhesion may raise fundamental issues in many applications of 2D materials. For instance, it
has been proposed that using shear adhesion force as a retracting force could lead to a ultrahigh frequency for
an oscillator composed of a graphene layer and a substrate!”. Since the adhesion force is temperature dependent,
the frequency of this oscillator also may be temperature tunable. On the other hand, the gas-like adhesion also
implies a new approach for developing nanoscale actuators that could convert thermal energy into motions.
Designing such devices is yet a challenge due to the absence of an efficient energy conversion mechanism at
nanoscale. The energy conversion through 2D material attachment/detachment may overcome this challenge
due to its thermodynamically reversible feature. In fact, a phenomenon related to this type of energy conversion
has already been observed in domino-like collapse and restoration of carbon nanotubes, first in atomistic simu-
lations'? and then in experiments'® where the energy conversion is based on a change of the cross-section of the
carbon nanotube between its usual circular configuration and collapsed flat configuration (in which the shell is
partially adhered together). It is found that the circular-to-flat collapse and the flat-to-circular restoration are
both temperature dependent. While it has been speculated that this phenomenon is governed by changes in sys-
tem entropy, our present study on the 2D material adhesion provides a clear theoretical foundation to understand
such phenomena.

In summary, we have shown that adhesion between 2D materials and solid substrates is not a pure solid-solid
mechanical adhesion but a gas-like adhesion. The attaching/detaching process of a 2D material onto/from a
solid surface is an exothermic/endothermic process as the gas adsorption/desorption. The adhesion energy and
adhesion forces are not constants solely determined by physical interaction forces. In contrast, they depend also
on system temperatures. The underlying physics is that the adhesion generates a confinement on 2D materials
and causes a decrease in the configurational entropy. Our findings provide a fundamental understanding of the
adhesion of 2D materials.

References
1. Feynman, R. P. There’s plenty of room at the bottom. J. Microelectromech. Syst 1, 60-66 (1959).
2. Koenig, S. P,, Boddeti, N. G., Dunn, M. L. & Bunch, J. S. Ultrastrong adhesion of graphene membranes. Nature Nanotechnol 6,
543-546 (2011).
3. Yoon, T. et al. Direct Measurement of Adhesion Energy of Monolayer Graphene As-Grown on Copper and Its Application to
Renewable Transfer Process. Nano Lett. 12, 1448-1452 (2012).
4. Butler, S. Z. et al. Progress, Challenges, and Opportunities in Two-Dimensional Materials Beyond Graphene. ACS Nano 7,
2898-2926 (2013).
5. Chen, H,, Yao, Y. & Chen, S. H. Adhesive contact between a graphene sheet and a nano-scale corrugated surface. . Phys. D: Appl.
Phys 46, 6 (2013).
6. Jung, W. et al. Ultraconformal Contact Transfer of Monolayer Graphene on Metal to Various Substrates. Adv. Mater. 26, 6394-6400
(2014).
7. Koren, E., Lortscher, E., Rawlings, C., Knoll, A. W. & Duerig, U. Adhesion and friction in mesoscopic graphite contacts. Science 348,
679-683 (2015).
8. Lui, C. H,, Liu, L., Mak, K. E, Flynn, G. W. & Heinz, T. E. Ultraflat graphene. Nature 462, 339-341 (2009).
9. Bunch, J. S. & Dunn, M. L. Adhesion mechanics of graphene membranes. Solid State Commun 152, 1359-1364 (2012).
10. Fasolino, A., Los, J. H. & Katsnelson, M. L. Intrinsic ripples in graphene. Nature Mater 6, 858-861 (2007).
11. Barreiro, A. et al. Subnanometer motion of cargoes driven by thermal gradients along carbon nanotubes. Science 320, 775-778
(2008).
12. Chang, T. & Guo, Z. Temperature-induced reversible dominoes in carbon nanotubes. Nano Lett. 10, 3490-3493 (2010).
13. Senga, R., Hirahara, K. & Nakayama, Y. Nanotorsional actuator using transition between flattened and tubular states in carbon
nanotubes. Appl. Phys. Lett. 100 (2012).
14. Budrikis, Z. & Zapperi, S. Temperature-Dependent Adhesion of Graphene Suspended on a Trench. Nano Lett. 16, 387-391 (2016).
15. Brenner, D. W. et al. A second-generation reactive empirical bond order (REBO) potential energy expression for hydrocarbons. J.
Phys. Condes. Matter 14, 783-802 (2002).
16. Dienwiebel, M. et al. Superlubricity of Graphite. Phys. Rev. Lett. 92, 126101 (2004).
17. Zheng, Q. et al. Self-Retracting Motion of Graphite Microflakes. Phys. Rev. Lett. 100, 067205 (2008).
18. Mo, Y., Turner, K. T. & Szlufarska, I. Friction laws at the nanoscale. Nature 457, 1116-1119 (2009).
19. Bolis, V. Fundamentals in adsorption at the solid-gas Interface: Concepts and thermodynamics. Vol. 1, 3-50 (Springer, Berlin
Heidelberg, 2013).
20. Wei, Y., Wang, B., Wu, ], Yang, R. & Dunn, M. L. Bending Rigidity and Gaussian Bending Stiffness of Single-Layered Graphene.
Nano Lett. 13,26-30 (2013).
21. Hamada, I. & Otani, M. Comparative van der Waals density-functional study of graphene on metal surfaces. Phys. Rev. B 82, 153412
(2010).

SCIENTIFICREPORTS|7: 159 | DOI:10.1038/s41598-017-00184-x 5



www.nature.com/scientificreports/

22. Bokdam, M., Brocks, G., Katsnelson, M. I. & Kelly, P. J. Schottky barriers at hexagonal boron nitride/metal interfaces: A first-
principles study. Phys. Rev. B 90, 085415 (2014).

23. Helfrich, W. Steric interaction of fluid membranes in multilayer systems. Z. Nat. forsch. A, Astrophys. Phys. Phys. Chem. 33, 305-315
(1978).

24. Costantini, G. & Marchesoni, F. Asymmetric kinks: Stabilization by entropic forces. Phys. Rev. Lett. 87, 114102 (2001).

25. Blickle, V. & Bechinger, C. Realization of a micrometre-sized stochastic heat engine. Nature Phys 8, 143-146 (2012).

26. Guo, Z., Chang, T., Guo, X. & Gao, H. Mechanics of thermophoretic and thermally induced edge forces in carbon nanotube
nanodevices. J. Mech. Phys. Solids. 60, 1676-1687 (2012).

27. Kinacy, A., Haskins, J. B., Sevik, C. & Cagin, T. Thermal conductivity of BN-C nanostructures. Phys. Rev. B 86, 115410 (2012).

28. Peng, S. & Wei, Y. On the influence of interfacial properties to the bending rigidity of layered structures. J. Mech. Phys. Solids. 92,
278-296 (2016).

Acknowledgements

Z.G. acknowledges the financial support from NSF (Grants No. 11602132). T.C. acknowledges financial support
from the NSF (Grants No. 11425209) of China, and Shanghai Pujiang Program (Grant No. 13PJD016). H.G.
acknowledges support from the Center of Mechanics and Materials at Tsinghua University. The authors thank
Prof. Jiang Jin Wu from Shanghai University, Dr. Teng Zhang from Syracuse University and Dr. Hongwei Zhang
from Shanghai Jiao Tong University for informative discussions.

Author Contributions

Z.G., T.C. and H.G. conceived the project. Z.G. developed the theory, carried out the calculations and wrote the
first draft of the manuscript. X.G. contributed to the data analysis. All authors were involved in discussions and
preparation of the final manuscript.

Additional Information
Supplementary information accompanies this paper at doi:10.1038/s41598-017-00184-x

Competing Interests: The authors declare that they have no competing interests.

Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and
institutional affiliations.

This work is licensed under a Creative Commons Attribution 4.0 International License. The images

X or other third party material in this article are included in the article’s Creative Commons license,
unless indicated otherwise in the credit line; if the material is not included under the Creative Commons license,
users will need to obtain permission from the license holder to reproduce the material. To view a copy of this
license, visit http://creativecommons.org/licenses/by/4.0/

© The Author(s) 2017

SCIENTIFICREPORTS|7: 159 | DOI:10.1038/s41598-017-00184-x 6


http://dx.doi.org/10.1038/s41598-017-00184-x
http://creativecommons.org/licenses/by/4.0/

	Gas-like adhesion of two-dimensional materials onto solid surfaces

	Acknowledgements

	Figure 1 Temperature change of a graphene ribbon during the adiabatic processes of zero-degree stamping (a), zero-degree peeling (b) and ninety-degree peeling (c) of the graphene ribbon on/off the (111) surface of a Pt substrate.
	Figure 2 Isothermal simulations (100–600 K) of a graphene ribbon peeled from a rigid Pt substrate at zero-degree.
	Figure 3 (a) Adhesion induced configurational entropy change of graphene on various substrates, including a rigid graphene layer as substrate.




