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The fascinating realm of strain engineering and wetting transitions in two-dimensional (2D) materials takes
place when placed on a two-dimensional array of nanopillars or one-dimensional rectangular grated
substrates. Our investigation encompasses a diverse set of atomically thin 2D materials, including
transition metal dichalcogenides, hexagonal boron nitride, and graphene, with a keen focus on the
impact of van der Waals adhesion energies to the substrate on the wetting/dewetting behavior on

nanopatterned substrates. We find a critical aspect ratio of the nanopillar or grating heights to the period
Received 5th December 2023 £ th tt h th tting/d i t iti Furth hyst . vsi
Accepted 31st March 2024 of the pattern when the wetting/dewetting transition occurs. Furthermore, energy hysteresis analysis
reveals dynamic detachment and re-engagement events during height adjustments, shedding light on

DOI: 10.1039/d3n201079a energy barriers of 2D monolayer transferred on patterned substrates. Our findings offer avenues for
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1 Introduction

Two-dimensional (2D) materials have garnered immense
attention due to their exceptional electronic,"® optical,** and
mechanical®” properties. These atomically thin materials
exhibit remarkable promise for various applications, from high-
performance electronics to advanced photonics.*® Particularly
fascinating is their ability to function as single-photon emitters
(SPEs), a role that holds great promise in the field of quantum
information science and technology.'***

In the realm of quantum technology, the quest for SPEs has
been ongoing, and 2D materials, such as transition metal
dichalcogenides (TMD) and hexagonal boron nitride (hBN),
have emerged as promising candidates to fulfill this role.***¢
Localization of excitons within 2D materials, induced by strain
or defects, has been identified as the primary source of such
photon emission.’®***® Several articles have reported local
strain-induced SPEs, providing valuable insight into their
behavior.?**

In fact, it is of paramount importance to highlight that the
intricate microscopic mechanisms that govern the formation of
strain-induced SPEs in 2D materials remain a topic of ongoing
investigation.>® Further elucidation of these mechanisms is vital
to advance our understanding of SPEs in 2D materials, with
direct implications for the development of reliable and efficient
SPEs integrated into quantum technologies.****>¢
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strain engineering in 2D materials, leading to promising prospects for future technological applications.

The mechanical properties of 2D materials have been exten-
sively explored.”” These properties play an important role in
shaping the electronic and optoelectronic performance of 2D
materials.”®* The adhesion energies of 2D materials to substrates,
for example, have been reported in various materials: 6 to 28 meV
A~ for graphene on silicon oxide,***” 9.4 mev A~ for graphene
on silicon,*** 1.12 meV A2 for MoS, on PMDS,* 6.3 meV A~2 for
MoS, on Al,O;,* and 5 meV A2 for MoS, on SiO,.** Studies on the
folding behavior of 2D materials,* and investigations of hetero-
structures involving 2D materials,” provide valuable information
on their mechanical characteristics. Furthermore, specific struc-
tural arrangements have been examined, such as a graphene
membrane stacked on triangular nanopillars,** sinusoidally
corrugated surfaces,” and bubble structures.”** However, it is
essential to note that while several studies have addressed the
mechanical behavior of 2D materials, there is still a gap in our
understanding regarding factors such as geometrical configura-
tion, interfacial adhesion energy, and the period of the patterned
structure, which warrants further investigation.

In this study, we offer a significant step towards advancing our
ability to precisely manipulate local strain in 2D materials by
gaining a profound understanding of their mechanical behavior
when interfaced with various substrates. The first configuration
that we consider involves an intricate examination of the
geometric variations of 2D materials, incorporating a two-
dimensional array of hard-wall rounded nanopillars (as depic-
ted in Fig. 1(a)). The intricate surface profile of each pillar,
characterized by a half-semicircular structure with height equal
to the radius, that is, & = r (as depicted in Fig. 1(c)), is expertly
captured. The second configuration features a rectangular one-
dimensional substrate grating overlaid with a 2D material
filling in the formed trenches, as visualized in Fig. 1(b).
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Fig.1 Schematic representations of two structural configurations: (a) a two-dimensional array of rounded nanopillars and (b) a rectangular one-
dimensional substrate grating. Both nanopatterned substrates are coated with a monolayer of 2D material. (c) and (d) Provide the vertical cross-
sectional view of the 2D material when placed on nanopillars and rectangular grating, respectively. The key parameters include the period 2a of
the patterned substrate, h for the height of the nanostructure, 2r representing the diameter of the nanopillar or the width of the grating, and h,
denoting the height of the 2D material at the edge of the unit cell at x = a.

Remarkably, the inherent complexity of these configurations is
elegantly distilled into a concise 1D formulation, as illustrated in
both Fig. 1(c) and (d). Through this research, we provide a deeper
understanding of the mechanical response of 2D materials,
opening up new avenues for precision engineering applications.

2 Theoretical framework

In this investigation, we present a rigorous theoretical frame-
work to quantify the total energy per unit cell area of the
patterned structure. This energy is expressed as follows:

E= Estrain + Ebending + Eadhesion (1)

where each component Egrainy Ebendings aNd Eadhesion, Fepresents
a distinct contribution originating from essential mechanical
phenomena: strain, bending, and van der Waals adhesion
energies, respectively. Detailed expressions for these distinct
components can be found in the ESI.{>*

To assess the strain experienced by the 2D material, we
utilize the following equation:

e(x) = /14y (%) -1 ()

We assumed here that the area of 2D material equals the unit
cell area of 2a x 2a and no sliding is allowed, such that any tilt
of 2D material results in the local strain given by eqn (2).

3 Results and discussion

Fig. 2 illustrates the mechanical response of MoSe,, which
serves as a representative example of 2D materials when

2824 | Nanoscale Adv, 2024, 6, 2823-2829

strategically placed on a two-dimensional array of nanopillars
or on a rectangular one-dimensional substrate grating. Since
the adhesion energy can be engineered by choosing a 2D
material and substrate, we present our results for an experi-
mentally accessible range of adhesion energies y. Note that the
mechanical properties of the materials under consideration
here are independent of the orientation, i.e., the armchair or
zigzag.

In Fig. 2(a), we observe the precise tailoring of MoSe,
behavior when placed on a nanopillar array. This figure
provides visual evidence of van der Waals interactions that
govern the material's positioning atop the nanopillars. Manip-
ulation of the MoSe, geometry on one-dimensional substrate
grating with varying values v is demonstrated in Fig. 2(b). This
highlights the versatility of MoSe, in adapting to different
interfacial adhesion energies.

Fig. 2(c) provides an in-depth exploration of the strain
distribution within the MoSe, structures on nanopillars. It
becomes evident that the strained area of the 2D material can be
manipulated by varying the interfacial adhesion energy. As vy
increases or decreases, the extent of the strain within the
material adjusts accordingly, leading to a controlled modula-
tion of the strained area. This tunability is of paramount
importance in tailoring the mechanical response of 2D mate-
rials for specific applications, particularly in SPEs applications.

In Fig. 2(d), we extend a similar analysis to MoSe, structures
within grating configurations, providing a detailed view of its
response to varying vy values. Interestingly, a distinct behavior is
observed in grated structures: the strain in the strained area
remains relatively constant until the 2D material fully contacts
the substrate in the trenches. This phenomenon suggests that
grating configurations exhibit a unique mechanical response

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Engineering MoSe; structure on two-dimensional nanopillar array and one-dimensional grating configurations. (a) Demonstrates the
customized behavior of MoSe, on nanopillar array, while (b) illustrates the controlled modulation of the MoSe; structure on grated substrate with
varying interfacial adhesion energy (v). (c) Unveils the intricate strain distribution within the MoSe; structures on nanopillars, and (d) presents the
comprehensive strain distribution in the MoSe; structures in the grated substrates over a range of v levels. These figures collectively highlight the
profound impact of the interfacial adhesion energy (y) on MoSe, positioning and the distribution of strain. A constant values of a of 200 nm is
maintained in all configurations to ensure a consistent basis for comparison. The gray area in (a) and (b) represents the nanostructured substrate.

characterized by a sudden change in strain behavior upon
contact, distinct from the gradual modulation observed in
nanopillar arrays.

To dig deeper into the response of 2D materials placed in
nanopillar arrays and patterned substrates, we introduce the
concept of a critical distance, denoted r.. This critical distance
represents the point at which the strain levels approach near-
zero values. Fig. 3 presents the ratio of the critical distance r.
to h, together with the maximum and average strain values as
functions of vy.

Fig. 3(a) and (d) depict the ratio of r./h versus interfacial
adhesion energy for the case of the nanopillar array and the
patterned substrate, respectively. In particular, as y increases,
this ratio decreases consistently. Importantly, this trend
remains consistent over varying periods. Furthermore, the ratio
exhibits variations between different materials, primarily due to
differences in their Young modulus and bending stiffness, as
detailed in Table S1 in ESL.{**

The evolution of maximum strain as a function of vy is
depicted in Fig. 3(b) and (e) for nanopillar array and the
patterned substrate, respectively. It becomes evident that as y
increases, the maximum strain exhibits a corresponding
increase, due to the changes in the shape of the 2D material
induced by stronger adhesion between its layers. Additionally, it
should be noted that the maximum strain for 2D materials on

© 2024 The Author(s). Published by the Royal Society of Chemistry

the nanopillar arrays is approximately twice that observed for
2D materials atop one-dimensional patterned substrates. It is
worth mentioning that prior studies have reported strains
exceeding 10% in materials such as MoS,,””** graphene,’**” and
hBN.*** Therefore, the majority of our results remain within
the elastic limit.

Since exciton emission can occur from different locations in
2D material, we introduce the concept of average strain as
follows:

1 (" .
Eave = 7J e(x)dx, for 1D grating
¢ Jo

3 3)
Eave = 2 L xe(x)dx, for 2D array
and illustrate it as a function of vy for different materials in
Fig. 3(c) and (f) for nanopillar array and rectangular grating of
the substrate, respectively. Evidently, the average strain exhibits
an upward trajectory with increasing interfacial adhesion
energy. However, it should be noted that, in contrast to the
differences in maximum strain, the average strain values for
nanopillar arrays and grating configurations are observed to be
in close proximity to each other.

Fig. 4 presents a detailed analysis of the energy variations
within the sample structures. Specifically, Fig. 4(a) and (b)
provide information on the energy hysteresis observed with

Nanoscale Adv., 2024, 6, 2823-2829 | 2825
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Fig. 3 The evolution of the critical distance ratio (r.) relative to the heights of the nanopillars and the depths of the grating in response to the
variations y between different 2D materials and substrates is presented in (a) and (d), respectively. The maximum strain within the 2D material is
analyzed in (b) for nanopillar array configurations and (e) for grating configurations as a function of the interfacial adhesion energy. The average
strain within the 2D material is illustrated in (c) for the nanopillar array and in (f) for grating scenarios.

(@) 1.6
' 2D Array
1
7 .
12 T
< -~ 7/ - i
> o T DS P 1
> I /'_ ‘/ P —
e I 7 /"
\E/O-s’ / 7
LL| 0
4 ——= a=50 nm
0.4 Y =:=-= 3=60 nm
0o 1 2 3 4 5 6
ha (nm)
(c)
1.12
. —=—= MoSe2
N, —--=:= Graphene
— NN,
% 1.08- N, N === hBN
S
[ NN
g 0 \~,~'.\,\.\
~1.04 ~ .\'~~'\,
L \\\ ..N:;T: -
\\\~~ T
1.00 ‘ ‘
50 55 60 65 70
a (nm)

(b)
1D Grating ”
1.2 p A
/‘ o
—~ * !
< Fa //(/ |./, 1
S0\ 4 i
g |U|5;'(~-7.é._._._<._:._.|____
p— - ,0 E
i () ¢
0.8 1! /'7{
(934
1
0.6 ‘
0 2 3 4 5 6
ha (nm)
(d)
1.06
\
\
AN
O 1.020 N,
as .\ \.
S U Ny
() 0 o
€ \'. \\
~0.98 St
w ’ o .:. LT
\\\\ AT,
0.94 T —————-
50 55 60 65 70
a (nm)

Fig.4 Energy hysteresis and analysis of the activation energy. (a) and (b) Show the energy hysteresis for the nanopillar array configuration and the
grated substrate, respectively, as a function of h, for different lengths of the period. (c) and (d) Show the activated energy for the nanopillar array
configuration and the grated substrate configuration, respectively, as a function of periods across diverse materials. The adhesion energy is set to
1 meV A~2 and h = 5 nm in both cases. These comprehensive analyses provide deep insight into the energy behavior of these structures across

various parameters.
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respect to changes in A, In particular, as the parameter A,
increases, an intriguing phenomenon unfolds: the 2D material
gradually disengages from the substrate, leading to a gradual
increase in overall energy. However, a critical threshold of #, is
reached, beyond which a remarkable event occurs, the complete
detachment of the 2D material from the substrate. This
detachment event is characterized by a sharp and pronounced
drop in total energy. Beyond this critical threshold, further
increases in %, no longer significantly impact the energy of the
system as it stabilizes in a detached state. Conversely, when
reducing h,, the energy landscape exhibits a distinct behavior.
Initially, as &, decreases, the energy remains relatively constant
until it reaches a lower value. Subsequently, a departure from
this equilibrium occurs, resulting in an increase in energy.
Ultimately, the energy reaches the activation energy, denoted E,,
signifying the point at which the 2D material re-establishes
contact with the substrate. This reengagement prompts
a swift and substantial drop in energy as the structure strives to
achieve its optimized configuration. It is noteworthy that as the
adhesion energy increases, larger values of 4, are required to
detach the 2D material from the substrate. This is attributed to
the higher attraction energy between the substrate and the 2D
layer.

Turning our attention to Fig. 4(c) and (d), these plots provide
a detailed analysis of the activation energy as a function of the
period in a range of materials. A clear and consistent trend
emerges: as the period increases, the activation energy exhibits
a consistent decrease. This observation underscores the
intriguing relationship between the period and the energy
required for structural relaxation. Specifically, longer periods
are associated with a reduced demand for energy during the
relaxation process, a phenomenon of significance in the study
of material behavior.

4 Conclusion

In summary, our advanced theoretical framework provides
a comprehensive understanding of the mechanics of 2D mate-
rial membranes when transferred to different patterned
substrates, such as nanopillar array and grating structures. It
elucidates the critical role of the interfacial adhesion energy (v)
in the governing behavior of these materials. As vy increases,
significant alterations are observed in the strain, critical period,
and energy profiles, highlighting the sensitivity of 2D materials
to this parameter and offering the prospect of precise engi-
neering for customized nanoscale applications. A notable
outcome of this study is the concept of a critical aspect ratio of
the height of the nanostructure to the period (r.), which
emerges as a key metric that characterizes the response of the
system. r. varies with both v and the specific material, providing
valuable information on how 2D materials adapt and interact
with different substrate environments.

The analysis of energy hysteresis reveals intriguing detach-
ment and reengagement events as the height of the 2D material
on the substrate changes. These events are reflected in sharp
fluctuations in energy profiles, emphasizing the dynamic nature
of these systems and the energy barriers associated with

© 2024 The Author(s). Published by the Royal Society of Chemistry
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structural rearrangements. Furthermore, the investigation of
activation energy demonstrates that it decreases with a larger
period, shedding light on the role of the pattern period in
shaping material behavior. This advanced framework not only
enhances our understanding of 2D material mechanics but also
presents opportunities for precision engineering, paving the
way for tailored nanoscale materials and devices with specific
mechanical properties, thus contributing to the evolving field of
2D materials and their potential technological applications.
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