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Chapter

Introductory Chapter: Factors 
Influencing the Wettability of 
Nanomaterials
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1. Introduction

Surface wetting, capillarity, adhesion, and surface tension-related processes 
across solid-liquid interfaces have been the focus of extensive theoretical and 
experimental research in fields such as natural sciences, agriculture, geophys-
ics, technology, water management, biological, and environmental sciences. 
Intermolecular interactions play a key role in the ability of a liquid to maintain 
contact with a solid surface, and a balance between cohesive and adhesive forces 
determines the overall wetting behavior of the system. Some of the wettability 
applications include superhydrophobic surfaces, dynamics of oil spills, ground 
water flows, disease transmission, chemical leaching, nanotechnology, and several 
other real-life applications [1, 2].

The wetting behavior of nanomaterials such as carbon nanotubes (CNT), gra-
phene, graphyne, nanoparticles, and nanoengineered surfaces is an area of intense 
experimental and theoretical research activity [3–5]. Intermolecular interactions 
are of crucial importance for controlling nanoscale material behavior in various 
aspects of nanotechnology, nanodevices, and their applications. Other areas of 
research include the flow of liquids inside nanochannels, tuning of nanotube forests 
and arrays for modifying wetting characteristics, development of nanogrippers for 
manipulating carbon nanotubes for electro-mechanical devices, nanoscale surface 
treatments for producing hydrophilic or superhydrophobic surfaces [6].

Several advanced optical or microscopic experimental techniques are being 
used for nanoscale wetting investigations. While the macroscopic contact angle at 
the solid-liquid interface can be measured using conventional optical techniques, 
advanced microscopic or indirect techniques are required for micro and nanoscale 
investigations. It is also a common practice to determine an “effective contact angle” 
at nanoscale distances due to limited/poor contact at the liquid meniscus, confine-
ment issues, and the influence of long-range forces [7].

A brief overview of measurement techniques is provided next. Surface forces 
technique determines the influence of separation distance on forces (±10 nN) 
between two surfaces with the help of capacitive sensors or springs; distances can 
be controlled down to 0.1 nm with help of piezoelectric positioners. Wilhelmy 
method measures the force exerted during contact of liquid with a solid specimen 
for an indirect determination of contact angle [8]. This technique has been used to 
determine the wetting behavior of nanowires (500 nm dia.) and nanoneedle probes. 
Widely used sessile drop technique determines contact angle directly from the 
profile of a liquid drop atop a solid substrate with help of video cameras or tele-
scopic arrangements. This technique can be used to continuously monitor dynamic 
changes in contact angles as a function of various system variables [9].
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Interference microscopy technique computes contact angles (15–30°) from the 
3D contours and profiles of liquid droplets by using interference fringe patterns 
formed at the solid/liquid and liquid/vapor interfacial region [10]. Atomic force 
microscopy scans the sample surface with a sharp tip to monitor surface topology 
while maintaining a constant interaction force through feedback loops; a modified 
nanodispenser tip is used for micro- and nanodroplets [11]. Scanning Polarization 
Force Microscopy uses electric polarization forces for mapping topography contours 
for distances in the range 10–20 nm, thereby minimizing the risk of surface contact 
by probing tip, an aspect especially valuable for soft and liquid specimens [12].

Extensive theoretical research is also being carried out using theoretical model-
ing, analysis, Monte Carlo, and molecular dynamics computer simulation on a 
variety of relevant issues. Some of the problems being investigated include the 
influence of nanoscale confinement on surface tensions, wetting behavior inside 
small capillaries and nanochannels, effect of line tension, liquid adsorption on 
capillary walls, and precursor films, the role of nanoscale surface roughness on 
confinement and wetting among others [13, 14].

In this chapter, a brief overview on the nanoscale wetting behavior of graphene 
and carbon nanotubes is presented along with factors influencing the wetting 
phenomena and basic system characteristics of nanomaterials.

2. Graphene

Remarkable technical developments, based on carbon’s ability to bind to itself 
in a variety of hybridized states, have seen the emergence of synthetic carbons with 
exotic and exceptional properties, e.g., fullerenes, nanotubes, graphene, graphyne, 
nanorings, etc. Graphene, the ultimate thin material, is composed of a single sheet 
of graphite, and is currently one of the most investigated 2D carbon allotrope [15]. 
Its existence was considered to be purely theoretical for a long time. Single gra-
phene layers were prepared in 2004 by a simple mechanical exfoliation of graphite 
using a Scotch tape. Graphene is finding extensive applications in nanotechnology, 
optoelectronics, water desalination, dispersion in polymers, etc. Several of these 
applications, such as capacitive energy storage and heat transfer coefficient, depend 
strongly on graphene’s wettability and its surface-based interactions with various 
liquids [16].

With all its carbon atoms exposed to high levels of surface activity, graphene is 
a material of choice for interfacial carbon materials, especially for carbon-aqueous 
liquid interactions. Poor wettability of graphene with water and its hydrophobic 
nature can limit device contamination during fabrication; however, there are 
concerns regarding the hydrophilic or hydrophobic nature of graphene and its 
dependence on operating parameters. The contact angle of graphene with water and 
aqueous solutions has been found to vary depending upon various conditions, e.g., 
surface wrinkle morphology, extent of tensile strain, vibrational strain, etc. Other 
variables include the influence of doping, presence of defects, temperature, and 
electric field, among others. Graphene monolayer also finds application as an ideal 
coating material due its wetting transparency [17].

Vertical graphene sheets for applications, such as high-performance super 
capacitors, are presently being produced using plasma-enhanced chemical vapor 
deposition technique. During sputtering and deposition process, a number of 
defects get invariably incorporated in graphene sheets. The density of defects can be 
controlled through sputtering time. Graphene with low density of defects showed 
a hydrophobic behavior and poor wettability; significant improvements in the 
wetting were, however, observed for high defect concentrations [18]. Laser-induced 
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graphene is produced by irradiating polyimide film with CO2 laser to burn away all 
elements except carbon. Operating conditions during their production can impact 
the chemical composition of the graphene surface affecting its wettability with 
water; the presence of H2 gas in the chamber along with limited O and CO contents 
led to hydrophobic graphene [19].

Graphene, typically a zero-band-gap semiconductor, can be doped as n-type 
or p-type using sub-surface polyelectrolyte or metals, electrical voltage chemicals, 
etc., and its wetting properties can be modified with significant changes in con-
tact angles [20]. Doping can modify and regulate the surface electron density of 
graphene and its interaction with external molecules in the contact region. It may 
also help to develop a feasible route for tuning the surface wettability of graphene, 
especially for coating applications. Studies have also been reported on the conver-
sion of its surface wettability from hydrophobic to hydrophilic and vice versa with 
help of external stimuli [21]. Extensive research is being carried out in this field on 
several aspects of the wetting behavior of graphene with focus on controlled and 
reversible tuning.

3. Carbon nanotubes (CNTs)

Carbon nanotubes, seamless rolled-up graphite sheets, are tubular networks of 
sp2-hybridized carbon atoms; these 2D structures are considered to be one-dimen-
sional due to their high aspect ratio (1–2 nm dia., length in mm) [22]. Produced 
using techniques such as chemical vapor deposition, graphite evaporation, etc., 
these can either be single- or multi-walled depending on the production route [23]. 
Due to several unusual characteristics including nanoscale diameters, non-polar 
surfaces, CNTs are being investigated for nanoscale water desalination and selec-
tive transport in nanochannels. The wetting behavior of CNTs, nanotube forests 
and arrays, effects of nanoscale confinement, and tunability are areas of intense 
research [24, 25].

The effect of various conditions on the wetting behavior of CNTs with water has 
been investigated by several researchers. Key factors were found to be the structure 
of CNTs, tube’s size, the strength of van der Waals interaction between water and 
carbon, spontaneous imbibition of water in CNTs, surface energies, and tempera-
ture [26, 27]. MD simulations on SWCNTs in the temperature range 270–370 K 
showed an increase in capillary filling and water uptake with increasing tempera-
ture. This was attributed to increased wettability and reduced viscosity of water 
with temperature along with small increases in water imbibition [28].

The wetting behavior inside small capillaries or nanochannels can be very 
complex depending on intermolecular interactions between the solid and the 
liquid, van der Waals attraction, surface tension, line tensions along the radius of 
the nanotubes, tube diameter, etc. [29]. The adsorption of liquid atoms as mono/
multilayers on capillary/CNT walls can distort the meniscus profile during the fill-
ing of nanochannels and may affect the wetting behavior due to disjoining pressure 
induced by molecular interactions. Surface roughness can also play an important 
role during nanoscale confinement, especially when the characteristic variations in 
surface roughness become comparable to the channel diameters. Surface chemistry 
is another key factor affecting wettability and flow through nanochannels [30].

A number of investigations have been reported on “nanopumping” to pump 
liquids through nanotubes based on electrical or mechanical properties of CNTs 
including studies on the flow of viscous fluids, activation of fluid flow, friction 
with nanowalls, etc. [31]. The wetting behavior of CNTs has been investigated 
with a number of polymers, e.g., polyvinylidene fluoride, maleic acid anhydride, 
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polycaprolactone, polyurethane acrylate, etc. Chemical surface treatments were 
used to modify the wettability of nanochannels [32]. The wetting of nanotube for-
ests and arrays has been investigated with several liquids including water, glycerol, 
ethylene glycol, propylene carbonate, olive oil, dimethyl sulfoxide, and nitrometh-
ane with contact angles ranging between 60 and 157° [33]. CNT forests have been 
used to grow hematite nanochain arrays, as filters to capture micro/nanocontami-
nants in water, and as gas diffusion arrays with contact angles up to 150° [34].

4. Concluding remarks

A number of factors may be used to affect, control, and tune the wettability 
of nanomaterials. There is immense potential for creating materials with designer 
characteristics tailored to specific applications. The influence of wetting charac-
teristics, including contact angles, chemical composition of nanosurfaces, and 
surface roughness on the flow behavior of water, aqueous solutions, and polymers, 
is being investigated for water filtration, desalination, dispersion in polymers, etc. 
The contact angle of graphene with water has been found to depend upon doping, 
concentration of defects, temperature, electric field, surface wrinkle morphol-
ogy, tensile, and vibrational strains. Nanoscale wetting investigations on materials, 
e.g., CNTs, graphene, nanochannels, membranes, and nanostructures represent an 
area of intense theoretical as well as experimental research activity.

Author details

Rita Khanna
School of Materials Science and Engineering (Retd.), UNSW Australia, 
Sydney, NSW, Australia

*Address all correspondence to: rita.khanna66@gmail.com



5

Introductory Chapter: Factors Influencing the Wettability of Nanomaterials
DOI: http://dx.doi.org/10.5772/intechopen.86451

References

[1] Yuan Y, Randall LT. Contact angle 
and wetting properties. In: Bracco G, 
Holst B, editors. Surface Science 
Techniques. Springer Series in Surface 
Science. Berlin/Heidelberg: Springer-
Verlag; 2013. 3p

[2] Beebe DJ, Mensing GA, Walker GM.  
Physics and applications of 
microfluidics in biology. Annual 
Review of Biomedical Engineering. 
2002;4:261-286

[3] Bahrami AH, Jalali MA. Nanoscopic 
spontaneous motion of liquid trains: 
Nonequilibrium molecular dynamics 
simulation. Journal of Chemical Physics. 
2010;132:024702

[4] Jing FJ, Guo Z. Wettability of 
graphene: From influencing factors 
and reversible conversions to potential 
applications. Nanoscale Horizons. 
2019;4:339-364

[5] Khanna R, Ikram-Ul-Haq M, 
Rawal A, Rajarao R, Sahajwalla V, 
Cayumil R, et al. Formation of carbyne-
like materials during low temperature 
pyrolysis of lignocellulosic biomass: A 
natural resource of linear sp carbons. 
Scientific Reports. 2017;7:16832

[6] Costanzo PM, Wu W, Giese RF, van 
Oss CJ. Comparison between direct 
contact angle measurements and thin 
layer wicking on synthetic monosized 
cuboid hematite particles. Langmuir. 
1995;11:1827-1830

[7] Moldovan A, Enachescu M. Wetting 
properties at nanometer scale. In: 
Aliofkhazraei M, editor. Wetting and 
Wettability. Croatia: IntechOpen; 2015. 
15p

[8] Eral HB, Mannetje DJCM,  
Oh JM. Contact angle hysteresis: 
A review of fundamentals and 
applications. Colloid and Polymer 
Science. 2013;291:247-260

[9] Srinivasan S, McKinley GH, 
Cohen RE. Assessing the accuracy of 
contact angle measurements for sessile 
drops on liquid-repellent surfaces. 
Langmuir. 2011;27:13582-13589

[10] Sundberg M, Månsson A, Tågerud S.  
Contact angle measurements by 
confocal microscopy for non-destructive 
microscale surface characterization. 
Journal of Colloid and Interface Science. 
2007;313:454-460

[11] Salmeron M. Nanoscale wetting 
and de-wetting of lubricants with 
scanning polarization force microscopy. 
In: Bhushan B, editor. Fundamentals 
of Tribology and Bridging the Gap 
Between the Macro- and Micro/
Nanoscales. NATO Science Series II. 
Vol. 10. Dordrecht: Kluwer Academic 
Publishers; 2001. pp. 651-662

[12] Luna M, Rieutord F, Melman NA, 
Dai Q , Salmeron M. Adsorption 
of water on alkali halide surfaces 
studied by scanning polarization 
force microscopy. Journal of Physical 
Chemistry A. 1998;102:6793-6800

[13] Chen J, Hanson BJ, Pasquinelli MA. 
Molecular dynamics simulations for 
predicting surface wetting. AIMS 
Materials Science. 2018;1:121-131

[14] Wan JM, Wilson JL. Colloid 
transport in unsaturated porous 
media. Water Resources Research. 
1994;30:857-864

[15] Segal M. Selling graphene by 
the ton. Nature Nanotechnology. 
2009;4:612-614

[16] Taherian F, Marcon V, van der 
Vegt NFA, Leroy F. What is the correct 
contact angle of water on graphene? 
Langmuir. 2013;29:1457-1465

[17] Preston DJ, Mafra DL, Miljkovic N, 
Kong J, Wang EN. Scalable graphene 



Wettability and Interfacial Phenomena - Implications for Material Processing

6

coatings for enhanced condensation 
heat transfer. Nano Letters. 
2015;15:2902-2909

[18] Stoller MD, Park S, Zhu Y, 
An J, Ruoff RS. Graphene-based 
ultracapacitors. Nano Letters. 
2008;8:3498-3502

[19] Li Y, Luong DX, Zhang J, Tarkunde 
YR, Kittrell C, Sargunaraj F, et al. 
Laser-induced graphene in controlled 
atmospheres: From superhydrophilic to 
superhydrophobic surfaces. Advanced 
Materials. 2017;29:1700496

[20] Hong G, Han Y, Schutzius TM, 
Wang Y, Pan Y, Hu M, et al. On 
the mechanism of hydrophilicity 
of graphene. Nano Letters. 
2016;16:4447-4453

[21] Yao X, Song Y, Jiang L. Applications 
of bio-inspired special wettable 
surfaces. Advanced Materials. 
2011;23:719-734

[22] Iijima S, Ichihashi T. Single-shell 
nanotubes of 1-nm diameter. Nature. 
1993;636:603-605

[23] Lau PH, Takei K, Wang C, Ju Y, 
Kim J, Yu Z, et al. Fully printed, high 
performance carbon nanotube thin-film 
transistors on flexible substrates. Nano 
Letters. 2013;13:3864-3869

[24] Starov VM, Velarde MG, Radke CJ. 
Wetting and Spreading Dynamics. 
Surfactant Science Series. Boca Raton, 
Florida: CRC Press; 2007

[25] Dujardin E, Ebbesen TW, Hiura H, 
Tanigaki K. Capillarity and wetting 
of carbon nanotubes. Science. 
1994;265:1850-1852

[26] Holt JK, Park HG, Wang Y, 
Stadermann M, Artyukhin AB, 
Grigoropoulos CP, et al. Fast mass 
transport through sub-2-nanometer 
carbon nanotubes. Science. 
2006;312:1034-1037

[27] Vaitheeswaran S, Rasaiah JC, 
Hummer G. Electric field and 
temperature effects on water in the 
narrow nonpolar pores of carbon 
nanotubes. The Journal of Chemical 
Physics. 2004;121:7955-7965

[28] Ebrahimi F, Moghaddam MG. 
Temperature-dependence of wetting 
properties of carbon nanotubes. Physica 
A. 2016;453:271-277

[29] Rossi MP, Gogotsi Y, Kornev KG. 
Deformation of carbon nanotubes by 
exposure to water vapor. Langmuir. 
2009;25:2804-2810

[30] Joseph S, Aluru NR. Why are carbon 
nanotubes fast transporters of water? 
Nano Letters. 2008;8:452-458

[31] Gong X, Li J, Lu H, Wan R, Li J, 
Hu J, et al. A charge-driven molecular 
water pump. Nature Nanotechnology. 
2007;2:709-712

[32] Liu M, Jia Z, Liu F, Jia D, 
Guo B. Tailoring the wettability of 
polypropylene surfaces with halloysite 
nanotubes. Journal of Colloid and 
Interface Science. 2010;350:186-193

[33] Cho WK, Choi IS. Fabrication 
of hairy polymeric films inspired by 
geckos: Wetting and high adhesion 
properties. Advanced Functional 
Materials. 2008;18:1089-1096

[34] Stuckey P, Lin J, Kannan A, 
Ghasemi-Nejhad M. Gas diffusion 
layers for proton exchange membrane 
fuel cells using in situ modified carbon 
papers with multi walled carbon 
nanotubes nanoforest. Fuel Cells. 
2010;10:369-374


