IL NUOVO CIMENTO 44 C (2021) 108
DOI 10.1393/ncc/i12021-21108-4

COMMUNICATIONS: SIF Congress 2020

Bubble formation in van der Waals crystals: A platform for
fundamental studies

E. Brunpo(1)(*), C. D1 Giorcio(?) and G. PETTINARI(?)

Y Physics Department, Sapienza University of Rome - Rome, Italy

)
(?) Physics Department, University of Salerno - Salerno, Italy
)

3) Institute for Photonics and Nanotechnologies, National Research Council - Rome, Italy

received 15 January 2021

Summary. — van der Waals (vdW) crystals have attracted great interest for the
exceptional electronic, optical, chemical, and mechanical properties they reveal in
their two-dimensional (2D) form. Furthermore, they are extremely flexible, so that
they can be subjected to high strains. Here, we show how micro-scale mechanical de-
formations in these materials represent an ideal platform to study their fundamental
properties. More specifically, we exploit the capability of hydrogen-ion irradiation
to induce the formation of 1-layer-thick micro-bubbles, and we also show that their
formation can be spatially controlled by litographic approches. These bubbles both
modify the opto-electronical properties of the crystal and represent a unique system
to study its mechano-elastic and adhesive properties.

1. — Introduction

vdW crystals —such as graphene, hexagonal boron nitride (hBN) and transition metal
dichalcogenides (TMDs, e.g., WSa, WSes, MoS2, MoSe; and MoTe,)— have attracted
great interest due to the possibility to isolate single or few layers. In their 2D form, they
exhibit unique properties, that typically differ from those of their bulk counterparts,
stemming from enhanced quantum effects and a lowered dielectric screening [1].

While these materials exhibit diverse electronic properties (from the metallic
graphene, to the semiconducting TMDs, to the insulating hBN), they are all charac-
terised by similar and exceptional mechanical properties and can withstand tensile strains
~10-20 % [2]. Since strain can strongly modify their electronic properties [3], great at-
tention has been paid to the development of strategies to deform vdW crystals [4]. Here,
we focus our discussion on micro/nano deformations with spherical symmetry and filled
with pressurised gas, herein referred to as domes or bubbles. Such structures host ele-
vated strains (as demonstrated by photoluminescence and Raman studies) [5] and carry
relevant information on the mechano-elastic and adhesive properties of the 2D material.
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Fig. 1. — (a), (b) Sketch of the H-irradiation process: (a) a bulk flake is irradiated with H
ions and the ions penetrate; (b) molecular hydrogen forms in the first interlayer region and
coalesces, resulting in the formation of bubbles. Reproduced with permission from TEDESCHI
D. et al., Adv. Mater. 31 (2019) 1903795. Copyright 2019 WILEY-VCH Verlag GmbH & Co.
KGaA, Weinheim. (c¢) AFM images of randomly formed bubbles and of bubbles created by
engineering the formation process. (d) Optical image of a flake before (left) and after (right)
the realisation of a H-opaque mask. (e) Typical loading force curves measured on big, medium,
and small engineered domes, and on a randomly formed dome. Black dashed lines are linear
fits. (f) Pressure distributions for big, medium, and small engineered domes. Black lines are
distribution cumulative functions. (g),(h) Ha pressure (g) and Fap (h) vs. dome’s diameter for
big, medium, and small engineered domes and random domes. The gray patterned area in panel
h highlights the range of Eop values reported in the literature. Panels (e)—(h) adapted with
permission from D1 GIORGIO C. et al., Adv. Mater. Interfaces, 7 (2020) 2001024. Copyright
2020 Wiley-VCH GmbH.

2. — Bubbles in 2D materials: Results and discussion

The high flexibility of 2D materials has triggered the search for controllable methods
to induce strains. Among them, Tedeschi et al. [6] were able to form bubbles in TMDs:
A bulk crystal is irradiated with hydrogen (H) ions (typical doses equal to 106107
ions/cm?), which penetrate for one or few layers (fig. 1(a)); Hy gas forms and coalesces,
and Ha-filled bubbles form (fig. 1(b)) [7]. The irradiation is performed with low-energy
H-beams (< 20eV) not to damage the crystal [6,8]; Raman studies and the long durability
of the bubbles suggest that no sizeable defects are created [6]. A typical atomic force
microscopy (AFM) image of MoSs bubbles is shown in fig. 1(c), left.

Such bubbles are characterised by interesting properties, such as the fact that their
aspect ratio —i.e. the ratio between maximum height hy and footprint radius R—
for each material is constant independently of the bubble size [6,9,10]. Indeed, the
equilibrium condition for the system can be described by minimising its total energy
Uiot = Ustreten + Uadn + Ugas, where Uggreten, is the energy related to the elastic defor-
mation of the membrane, U, 4;, takes into account the fact that the membrane is locally
detached from the substrate, and Uy, is the internal gas energy. For quasi-spherical
bubbles

h2
(1) Uadh =7 7TR27 Ustretch = AVEQD e Ugas = 7BuAph0R27
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where ~ is the adhesion energy, Esp is the 2D stretching modulus of the membrane,
Ap is the difference between internal and external pressure of Ho, and A, and B, are
positive constants that depend on the Poisson’s ratio of the material v. Contributions
related to the bending stiffness are negligible in micron-sized bubbles. By minimising
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the Uior both with respect to hg and R —to impose equilibrium— one gets

ho v\ hi
2 Do, ., Ap=D, -9
@) R~ <E2D) P R

where C,, and D, are constants depending on v [11,12]. This shows how the aspect
ratio is related to the elastic and adhesive properties of the material, and is constant
independently of R or hy. Indeed, this limits the maximum strain achievable since £y,,x
(ho/R)?. However, the aspect ratio can be increased by introducing external forces. This
can be achieved by depositing H-opaque masks over the flakes prior to irradiation, as
shown in figs. 1(c),(d). The masks can be realised by spinning a negative-tone electronic
resist on the whole sample and by patterning it by means of electron beam lithography,
see ref. [10]. This procedure allows us to form bubbles with the desired size and position
(see panel (d)). Furthermore, if sufficiently thick, the mask acts as a constraint and the
resulting structure is characterised by a much larger aspect ratio [10]. For instance, by
realising openings with diameter equal to 5 pm, 3 yum and 1 gm —hereinafter referred to
as big, medium and small, respectively— we obtained bubbles with h/R equal to 0.201
+ 0.021, 0.216 + 0.021 and 0.289 + 0.017, respectively, while in spontaneously-formed
domes hg/R = 0.168 4+ 0.019. This increased ratio should correspond to an increased gas
pressure. To verify this, we performed AFM nano-indentations on both engineered and
randomly formed MoS, domes. Besides the pressure, these measurements allow us also
to measure the stretching modulus Fsp. We positioned the AFM tip on the top-most
location of each dome and pushed the membrane down for a distance §, by applying
a force F(§). Figure 1(e) shows typical F(J) curves as acquired on big, medium, and
small domes, and on a random one, having a footprint radius similar to the medium
dome, but smaller height, for comparison. By employing the same loading force setpoint
(F™ax ~ 500 nN), we find a different response depending on both the size and production
procedure. For instance, the slope decreases when increasing the radius, thus indicating
a size-driven softening, with bigger domes hosting lower inner pressure. On the other
hand, the curve acquired on the random bubble discloses two remarkable characteristics:
1) for § < 20 nm, a linear behaviour is found, with even smaller slope than the big
engineered dome, suggesting a lower pressurisation in the randomly produced bubbles;
2) for 6 220 nm the loading force increases more stiffly and the behaviour is no more
linear. However, this is not surprising: the dependence of F' on ¢ is indeed expected
to undergo a linear to non-linear transition, by increasing the indentation depth ¢ [13].
Our experiments suggest such a transition being strongly dependent on pressure, thus
occurring at lower depths for softer domes. To get out a quantitative estimate of Ap and
Es5p, we interpreted the results of the indentation experiments by using the solution of
the Féppl-von Karman equation for pressurised ultrathin elastic shells clamped to the
edge of a circular hole of footprint radius R, in presence of external loading [13]. As
detailed in ref. [14], if 1) the pressurisation is sufficiently high [13] and 2) the analysis is
limited to a small-indentation range —where the behaviour is linear with slope k— then

hok
(2rALA, R2)’

A2 Rk

Ap ~1 i) - —i
(3) p Og(R/Rtw) 271'A7h(2) )

EQD ~ IOg(R/Rmp)
where A;, ~ 0.645 and A, ~ 0.438, for MoS, [15], and Ry, is the radius of the AFM

tip (which can be measured as in ref. [16]). Linear fits of the F(§) curves are shown as
dashed lines in fig. 1(e) (the fit being limited to § < 20nm for the random domes). We
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performed a statistical analysis of loading force curves acquired on 73 small, 27 medium,
10 big domes, plus 9 random domes of varying size. As shown in fig. 1(f),(g), for the
engineered domes we find three well separated pressure distributions: The larger pressure
found in smaller domes is indeed in agreement with the theoretical predictions (eq. (2)).
Furthermore, Ap in the randomly-produced domes is overall lower than the engineered
counterparts (see fig. 1(g)), in agreement with the enhanced aspect ratio of the engineered
domes. Finally, the Eop measured values overlap (fig. 1(h)) and agree well with the Fsp
values reported for MoSy by other papers [15,17-19].

In conclusion, we have shown how 2D materials spherically deformed at the micro-
scale can represent a unique platform where to investigate intrinsic parameters of the
vdW crystals, such as their stretching modulus. Furthermore, using eq. (2) for random
domes, we can estimate the adhesion energy (C, = 2.24 for MoSy) [12]: v ~18 meV /A2

* % %

The authors are grateful to A. Polimeni, F. Bobba, T. Yildirim, M. Felici and Y. Lu
for their contribution to the results presented in this work.

REFERENCES

[1] AjavaN P., KiM P. and BANERJEE K., Phys. Today, 69 (2016) 38.

[2] BErTOLAZZI S., BRIVIO J. and Kis A., ACS Nano, 5 (2011) 9703.

[3] TRAINER D. J., ZHANG Y., BoBBA F., X1 X., HLA S.-W. and IAVARONE M., ACS Nano,
13 (2019) 8284.

[4] Brunpo E., CappPELLUTI E., FELICI M, PETTINARI G. and POLIMENI A., Appl. Phys.
Rev., 8 (2021) 021318.

[5] Brunpo E., Ferict M., YILDRIM T., PETTINARI G., TEDESCHI D.; MIRIAMETRO A., L1u
B., Ma W., Lu Y. and POLIMENI A., Phys. Rev. Res., 31 (2019) 1903795.

[6] TeEDEscHI D., BLunpo E., Ferict M., PETTINARI G., Liu B., YiLDRIM T., PETRONI
E., ZHANG C., ZHU Y., SENNATO S., LU Y. and POLIMENI A., Adv. Mater., 31 (2019)
1903795.

[7] BLuNDO E., Nuovo Cimento C, 43 (2020) 112.

[8] ABDELNABI M. M. S., BLunpo E., BETTI M. G., CavoTO G., PLACIDI E., POLIMENI
A., Ruocco A., Hu K., ITo Y. and MARIANI C., Nanotechnology, 32 (2021) 035707.

[9] KHEsTANOVA E., GUINEA F., FumAGALLI L., GEIM A. and GRIGORIEVA 1., Nat.
Commun., 7 (2016) 12587.

[10] Brunpo E., D1 GioraGio C., PETTINARI G., YILDIRIM T., FELICI M., LU Y., BoBBA F.
and POLIMENI A., Adv. Mater. Interfaces, 7 (2020) 200621.

[11] YuE K., GAo W., HuaNG R. and LiecuT! K. M., J. Appl. Phys., 112 (2012) 083512.

[12] Brunpo E., YILDIRIM T., PETTINARI G. and POLIMENI A., Phys. Rev. Lett., 127 (2021)
046101.

[13] VELLA D. and DavVIDOVITCH B., Soft Matter , 13 (2017) 2264.

[14] D1 Gioraio C., BLunDO E., PETTINARI G., FELICI M., LU Y., CucoLOo A. M., POLIMENI
A. and BoBBA F., Adv. Mater. Interfaces, 7 (2020) 2001024.

[15] AKINWANDE D., BRENNAN C. J., BuncH J. S., EGBERTS P., FELTS J. R., Gao H.,
Huanc R., Kim J.-S.; L1 T., L1 Y., Liecatt K. M., Lu N., PArRk H. S., REeD E. J.,
WANG P., YAKOBSON B. 1., ZHANG T., ZHANG Y.-W., ZHOU Y. and ZHU Y., Eztreme
Mech. Lett., 13 (2017) 42.

[16] SADER J. E., Rev. Sci. Instrum., 70 (1999) 3967.

[17] CooPER R. C., LEE C., MARIANETTI C. A., WEI X., HONE J. and Kysa J. W., Phys
Rev. B, 87 (2013) 035423.

[18] CASTELLANOS-GOMEZ A., PooT M., STEELE G. A., VAN DER ZANT H., AGrRAIT N. and
RUBIO-BOLLINGER G., Adv. Mater., 24 (2012) 772.

[19] Liv K., YAN Q., CHEN M., FAN W., SUN Y., SuH J., Fu D., LEE S., ZHOU J., TONGAY
S., Ji J., NEaTON J. B. and WU J., Nano Lett., 14 (2014) 5097.



