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Abstract: Surface density of adsorption sites on an adsorbent (including affinity-based sensors) is one
of the basic input parameters in modeling of process kinetics in adsorption based devices. Yet, there is
no simple expression suitable for fast calculations in current multiscale models. The published
experimental data are often application-specific and related to the equilibrium surface density of
adsorbate molecules. Based on the known density of adsorbed gas molecules and the surface coverage,
both of these in equilibrium, we obtained an equation for the surface density of adsorption sites.
We applied our analysis to the case of pristine graphene and thus estimated molecular dynamics of
adsorption on it. The monolayer coverage was determined for various pressures and temperatures.
The results are verified by comparison with literature data. The results may be applicable to modeling
of the surface density of adsorption sites for gas adsorption on other homogeneous crystallographic
surfaces. In addition to it, the obtained analytical expressions are suitable for training artificial
neural networks determining the surface density of adsorption sites on a graphene surface based
on the known binding energy, temperature, mass of adsorbate molecules and their affinity towards
graphene. The latter is of interest for multiscale modelling.
Keywords: adsorption kinetics; binding sites; graphene; multiscale modeling

1. Introduction
The development in micro and nano technologies enabled fabrication of structures whose
function depends on adsorption-desorption processes. That dependence can be favorable like in
affinity-based (bio)chemical sensors [1] including graphene-based gas sensors [2,3], or undesirable like
in microresonators whose adsorption-induced mass fluctuations provoke frequency instabilities [4].
Although the process itself is not new [5], corresponding models are still under development [6].
A requirement for models is that they need to be fast, reliable and flexible, suitable for stand-alone use
or incorporation in multiscale models of complex systems [7]. Advances of computing concepts and
algorithms based on trained artificial neural networks (ANN) enabled fast yet reliable modeling and
inspired for instance developing of ANN, trained on ab initio calculations or experimental results, used
for modeling many processes, including the adsorption process. ANN assisted modeling of kinetic
parameters and reaction mechanisms is documented in [8], ANN assisted modeling of adsorption
capacity of Cu(II) on powders as bio adsorbents for water purification in [9] and ANN assisted
modeling of uptake percentage of Pb(II) ions by rice husks as bio-adsorbents in [10]. The list is far
from complete, the quoted examples being an illustration only.
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Besides modeling of adsorption capacities and parameters for equations of adsorption kinetics
and dynamics, the employment of ANN is used to explore the effect of surface structure on the
adsorption process. In [11], a combination of molecular simulation and machine learning was used to
examine the role of various pore topological structures on the CO2 capture capabilities of MOFs (metal
organic frameworks). In [12] the effects of surface structure (disordered or ordered) on the description
of the adsorption isotherm and the isosteric heat of nitrogen and argon adsorption onto graphitized
thermal carbon black were studied and it was found that the surface structure had little effect on the
adsorption of argon or nitrogen at either 77 K or 87.3 K. All the reported works show that ANN based
modeling is feasible and that it gives reliable results. However, significant computer resources and
time are needed for good training of an ANN. Thus a simple analytical model, valid for modeling
kinetic parameters of the adsorption of an arbitrary gas or a mixture on a solid surface would be of
great advantage for the use in multiscale modeling of more complex systems but also for training of
future ANNs.
Analytical models of the rate constants for adsorption and desorption, based on the ideal gas
theory, applicable to the gas adsorption on a homogeneous crystallographic surface, are presented
in [13]. Apart from pressure, temperature, molar mass of the gas and its affinity towards the
surface, the surface density of the adsorption sites on the surface and the desorption energy are
needed for the calculation of the rate constants. The desorption energy may be determined using
computational methods at different levels of theory: density functional theory, empirical force fields,
and semi-empirical quantum mechanics. The results on the calculation of the desorption energy of
small molecules from graphene are presented in [14] along with a list of referenced experimental
data used for the verification of the method. A first principles study of gas adsorption on graphene
is given in [15], while hydrogen adsorption is explicitly studied in [16], ozone adsorption in [17],
and carbon monoxide adsorption in [18]. First-principles calculations are coupled with statistical
mechanics to study adsorption behaviour of various molecules on graphene [19]. Molecular adsorption
is reviewed in [20], some referenced experimental data are gathered in [21,22] and the estimation of
the desorption energy by using an ANN, trained on calculated or experimentally obtained data, also
feasible, is presented in [23]. However, the surface density of adsorption centers is hard to deduce
from experiments and the data on it is scarce in the literature.
This work refers to the modeling of surface density of adsorption sites with focus on graphene.
This material shows many unique features [24–27] stemming from its 2D structure. Its crucial role in
various application fields nowadays cannot be overestimated (e.g., electronics – both conventional and
stretchable, environmental protection, separation science and other applications of (nano)membranes,
biomedicine, sensors and actuators, catalysis, electrochemical devices, energy harvesting and
conversion and many more [28–33]). Adsorption of various species on graphene is important since it
affects many applications, and in many cases ensures their basic principle of operation [28,29]. Besides,
it influences and modifies the graphene properties in general, since every graphene-based structure
and device will have to be immersed in some kind of fluid environment (be it liquid or gas) and thus
exposed to adsorption and desorption effects. The influence of adsorption will be quite pronounced
in any case, the dimensions of the graphene monolayer being comparable to that of the adsorbed
species, contributing to a strong influence of the adsorbate to the physical and chemical properties
of graphene. For instance, in [34] it was observed that adsorption of hydrogen on graphene caused
bandgap opening and thus the modification of basically all of its physical and chemical properties.
Various approaches were taken to determine adatom adsorption on graphene (e.g., [35–38]). This is
only a small fraction of the pertinent literature, since literary tens of thousands of papers related to
adsorption on graphene have been published until now, which itself indicates the importance of the
problem. In the further text we quote a number of important literature sources related to the topic.
The surface density of adsorption sites is one of input parameters in expressions for the rate
constants for adsorption in models of adsorption kinetics, one valid for the first order reactions,
first introduced by Lagergren in 1898 [5], the other valid for the second order reactions [39]. Expressions
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and experimental data met in literature, such as the equation for the ’surface density of adsorption’
reported in [40], are often unrelated to the number of adsorption sites on the surface but to the
equilibrium surface density of adsorbate molecules. The expression given in [40] that refers to the
equilibrium coverage of adsorbate molecules, is used here reversely, for the calculation of the surface
density of adsorption sites on the surface of the sensing or adsorbent device in case adsorption kinetics
resembles the kinetics of the first order reactions. This agrees with the criteria investigated in [6] and is
valid for a broad range of gas adsorption applications. Hence, our work provides a practical method
to calculate a parameter that is of primary importance to theoretical and experimental determination
of adsorption-desorption reaction kinetics on graphene and other surfaces.
2. Methods
We consider the monolayer adsorption and set the starting premises and notation: the surface
is homogeneous, gas particles do not interact with each other, adsorbed particles do not collide or
interact and do not form multilayer islands. Gas molecules, A g , approach the surface, stick to it with a
certain probability αs named the sticking coefficient and with certain strength characterized by the
desorption energy Ed , become adsorbed molecules A a that occupy a previously free adsorption site
A f , remain adsorbed for some residential time with mean value τ, before desorbing and moving freely
again, becoming available for the next adsorption event. The process is reversible and stochastic,
represented by the stoichiometric Equation (1) where k a is the rate constant of the adsorption, k d is the
rate constant of the desorption and i is the index referring to the gas species in the multicomponent
gas atmosphere.
k ai
A gi + A f  A ai .
k di

(1)

Figure 1a shows a moment of that dynamic process if the adsorbate is a three-component mixture
of monatomic gases chosen to have molecules with their diameters smaller than, comparable to or
greater than the molecules on the top layer on the solid surface. The illustration is generated by
the software package ADmoND [41], written for the MathWorks MATLAB environment, capable of
calculations related to mono and multi component adsorption in the time and frequency domain.
We assume that the surface density of the adsorption centers for small molecules equals the surface
density of the molecules of the adsorbent surface. In the case of monolayer adsorption, small adsorbate
molecules cannot populate the places not provided by the surface. Large molecules, on the other hand,
cover more than one adsorption center, so the surface density of adsorption sites for them is not equal
to the surface density of molecules on the solid surface. As an illustration, the graphene structure is
shown in Figure 1b.

(a)

(b)

Figure 1.
(a) ADmoND-generated picture of a crystal surface surrounded by a mixture
of three monatomic gases moving freely, adsorbing and desorbing in a stochastic manner.
(b) Graphene structure.
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However, beside considering the adsorbate molecular sizes or orientations and the adsorbent
crystallographic structure, the calculations of the surface density of the adsorption sites on graphene
are even more complex because adsorption centers can be carbon atoms at vertices of hexagons, carbon
bonds (bridges of hexagons) or centers of hexagons [15,17,42]. The adsorption centers on graphene
located on the carbon atoms on the vertices of the hexagons are denoted with T. The adsorption centers
on the sides of the hexagons (the “bridges” between atoms) are denoted with B and the adsorption
centers located on the centers of the hexagons (above the hollow) are denoted with H. The calculations
based on the statistical mechanics performed in [19] resulted with the favored configurations of
several gases on graphene: water molecules bind favorably along the long diagonal of the hexagon,
oxygen is placed on an H site, similar to ammonia molecules that bind preferably also to H, nitrogen
atom being on a H site, carbon monoxide molecules bind preferably with their carbon atom on
B and oxygen atom on an H site and the nitrogen dioxide molecules occupy a T site by nitrogen
atom and H and B sites by oxygen atoms. The more complex the molecules, the more complex are
the ways of adsorption. Figure 2 shows the spacial orientations of carbon monoxide, chlorine and
hexane and their molecular projection areas that can be compared with the surface area of a graphene
hexagon. The molecule structure is obtained using the chemical structure information available in
the PubChem (http://pubchem.ncbi.nlm.nih.gov/) Substance and Compound database through the
unique chemical structure identifier CID. Then the molecular projected surface area was obtained
using program Marvin 5.9.3, 2012, ChemAxon (http://www.chemaxon.com).

(a)

(b)

(c)

Figure 2. Possible spacial orientations of (a) carbon monoxide, (b) chlorine and (c) hexane whose range
of molecular projection areas are (8.13–11.01), (9.62–16.70) and (21.59–40.59) angström, respectively.

The bond length between two carbon atoms in a single cell of graphene shown in Figure 1b
(single hexagon), is 0.142 nm, hence the surface density of carbon atoms in a graphene monolayer is
2 atoms per 5.24 squared angströms; the graphene layer thickness is 0.335 nm [2,43]. In the process
of adsorption, different spacial orientations cause different numbers of occupied adsorption centers
of the same gas species and in some cases may bond differently with different desorption energies.
Consequently, the number of adsorption sites on the graphene surface cannot be modeled solely by
using the information on the crystallographic structure of the surface as in the case of adsorption
of small molecules on solid surfaces and it can not be modeled solely by using the information on
the molecular structure and orientation, which is possible for modeling adsorption on homogeneous
surfaces [13].
Here we use the information on the adsorption kinetics in a reverse manner in order to deduce the
information on the surface density of the adsorption sites on graphene surface based on the information
on the adsorption capacity.
Reaction rate equations that correspond to the stoichiometric Equation (1) in case of an arbitrary
number of gases in the adsorbate mixture, r, are represented by the set of the differential equations.
dNai
α
= si
dt
nsi V

s

kB T
( N0i − Nai )
2πm0i

max
Nai

r

n
− ∑ si Naj
n
j=1 sj

!

−

Nai
τi

(2)

In every of r equations, Na refers to the number of adsorbed molecules, N0 to the overall number
of molecules of that particular component in the adsorbate mixture, V is the volume of the reaction
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chamber, k B is the Boltzman constant, T temperature, m0 is the mass of a single molecule, ns is the
surface density of adsorption centers available for molecules of the particular adsorbate and Namax is
the number of the adsorption sites. ns equals the ratio of Namax and the active surface area. Equation
set (2) is the set of second order Riccati differential equations that can be represented in a matrix form as
the matrix Riccati equation and can be solved in a closed form for the monocomponent adsorption only.
If the conditions are met that the equation set can be retarded to the set of linear differential equations,
for instance if the depletion of the number of molecules in the gas phase due to the adsorption is
negligible, then there is a solution in a closed form, as documented in [44]. The process is stable,
without oscillations [45]. Whether obtained numerically or analytically, the solutions to rate equations
represent the transient response and prove that the monolayer adsorption belongs to the natural
processes with exponential relaxation towards the steady state. According to [6], gas adsorption meets
the criteria for the validity of the linear rate equations and solutions from [44] are valid. For the
monocomponent adsorption the expression for the number of adsorbed molecules in a steady state,
written in terms of the rate constant for the adsorption, k a , and the rate constant for the desorption, k d ,
as defined in [13], is:
N max k a N0
k a N0
eq
Na = a
, neq = ns
= ns θeq .
(3)
k d + k a N0
k d + k a N0
eq

Na is the adsorption capacity of a monocomponent monolayer adsorption with the first order kinetics
given as the number of adsorbed molecules. When normalized with the surface area, it refers to the
adsorption capacity in terms of the equilibrium surface density, neq . When normalized with the number
of adsorption centers on the surface it refers to the adsorption capacity in terms of the equilibrium
coverage, θeq . As shown in [6], the adsorption capacity of a monocomponent monolayer adsorption
with the first order kinetics is close to or higher than the adsorption capacity of a monocomponent
monolayer adsorption with the second order kinetics. The criteria for the validity of the first order
kinetic model show that gas adsorption in a broad range of applications can be modeled as a first order
kinetic reaction. The adsorption capacity can be estimated based on laws of the statistical mechanics,
as reported in [19] and in that way it is possible to obtain the expression based on the use of the
information on the desorption energy only, as reported in [40]. Thus by the reverse use of these
expressions one gets the information on the number of the adsorption sites on the surface.
3. Results and Discussion
Based on the Equation (2), the rate constants for the adsorption and the desorption in the case of
monocomponent monolayer adsorption are:
s
αs
ka =
ns V

2π Ed /k B T
kB T
1
,k =
=
e
.
2πm0 d
τ
ωg

(4)

ω g is the characteristic frequency related to the mean residential time of the adsorbed molecule on the
surface, τ. In [46] it is reported that the average residence time can be from 10−13 to 10−9 for physical
adsorption and from 10−6 to 109 for chemisorption due to a high influence of the temperature and the
desorption energy. The characteristic frequency met in literature may be constant, such as in [47] where
it is 2π1013 , but as stated in [48], it is also dependent on the molecular mass and the desorption energy:
s
ωg = γ

√
5 π 10 −1
2Ed
,γ =
10 m .
m0
6

(5)

γ is the fitting parameter determined based on [40] where the expressions for the gas adsorption
density and the coverage in equilibrium are developed. The gas adsorption density and the equilibrium
coverage of monolayer adsorption are estimated using only the binding energy of gas molecules [40].
By combining them according to Equation (3), one obtains the surface density of the adsorption sites
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as a ratio of the surface density of adsorbed molecules in the equilibrium, i.e., The adsorption capacity,
and the equilibrium coverage. The resulting expression is:
s
ns = (2.5 + 71.839

Ed − Ed /k B T
ph
√
e
)
e2Ed /k B T ,
kB T
k B T 2πm0 k B T

(6)

Ratio of equilibrium coverages

h is the Plank constant. Equation (3) means that even with saturated surfaces the amounts
of gas adsorbed are always lower than the amounts needed to form a completely populated
monatomic/monomolecular layer. The adsorption capacity, neq , cannot be greater than the surface
density of the adsorption sites, ns . The number of the adsorbed molecules in the equilibrium in
Equation (3) is obtained by solving the approximate model, Equation (2) modified so that the depletion
of the number of molecules in the gas phase, N0 , due to adsorption, is neglected. Figure 3a shows the
ratio of the approximate expression from Equation (3) and the more accurate expression obtained by
solving unmodified Equation (2). The use of the expression from Equation (3) is valid for a vast range
of applications. Figure 3b shows the surface densities calculated based on the crystallographic surface
of graphene, using the molecular size and orientation and utilizing the expression from [40] based
on the desorption energy. Although the desorption energy seems to be more informative because it
depends on both the surface and the adsorbate molecule, because it characterizes their interaction,
the model has its limitations and does not always give the better result. At low temperatures and
high pressures, the assumptions used to derive Equation (6) are not valid. The model is valid for
low coverage.
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Figure 3. (a) The ratio of the adsorption capacities for the monolayer adsorption of carbon monoxide
on graphene, calculated with and without neglecting the depletion of the number of the molecules in
the gas phase. (b) Surface densities are calculated in three ways: based on the crystallographic surface
of graphene (the plane with red dots), based on the molecular size and orientation (the plane with
green plus symbols) and by using the expression from [40] based on the desorption energy (mesh).

The method based on the minimum of the surface densities calculated using the molecular size
and using the size of the crystal unit cell, applied for the estimation of the surface density of adsorption
centers on a homogeneous surfaces gave good results for the surface densities as high as 1018 molecules
per squared meter, as shown in Table 1.
Table 1. The maximum number of binding sites in 1018 molecules/m2 .
Gas

CH4

CO

N2

Ar

O2

CO2

[49], p.1390
our data

6.3
6.52

6.6
7.15

6.6
7.5

7.7
7.08

7.7
7.34

6.1
6.52

Figure 4 shows the adsorption capacity for carbon monoxide adsorption on graphene.
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Figure 4. Adsorption capacity for carbon monoxide adsorption on graphene.

The result in Figure 4 is obtained by first calculating the potential numbers of adsorption centers
using Equation (6). For every pair of (p,T), the number of adsorption centers is specified to be the
minimum of the number estimated by Equation (6), the number estimated with the respect to the
molecular structure and the number estimated with the respect to the atoms, bridges and holes
(T,B,H sites) in the unit cell of the crystallographic surface. The rate constants are calculated using
Equations (4) and (5), the number of adsorbed molecules in equilibrium is calculated by solving the
unmodified rate Equation (2). Finally, the surface coverage and the surface density of the adsorbed
molecules in equilibrium, i.e., The adsorption capacity are calculated using Equation (3). For the data
given in [40], referring to CO adsorption on graphene at room temperature and with a 1 ppm gas
concentration, (meaning that its partial pressure is 90 Pa), this method gives an equilibrium coverage
of 0.345 and the surface density of adsorbed molecules in equilibrium of 4.5 · 1013 molecules per square
meter, which is higher than 0.13 · 1013 (value estimated in [40]).
Although our work presents a practical method of calculating surface density of adsorption
sites on graphene, it does have some limitations which should be accounted for in future research.
For example, the power law decay of the substrate-adsorbate may influence the adsorption rate given
its close relation to interaction range. In low dimensional materials such as graphene, this power law
exponent was recently shown to deviate from conventional pairwise estimates due to many body
effects [50,51]. Also, graphene itself or the interplay between graphene and weakly bound layers can
produce screening effects both at the electrostatic and electrodynamic (van der Waals) levels [52,53].
In addition, gas adsorption on graphene may cause Fermi level variation or orbital distortion, with
measurable effects on graphene conductivity. This implies a a variation of the graphene response,
which may be translated into a slightly modified graphene-adsorbate interaction [54].
The aim of this paper was to complement the modeling of the surface density of adsorption sites
on the graphene layer with the equation that would take into account the fact that it is impossible to
achieve the surface density of the adsorbed molecules greater than the surface density of the centers
formed of the top layer atoms of graphene. The exact determination of the applicability range of the
models used in this paper is a matter of the future research.
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