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7. X-ray Diffraction

8. Marcellus

9. Eagle Ford
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1. Molecular Dynamics (MD)

2. Monte Carlo (MC)

3. Density Function Theory (DFT)

4. CaCO, Polymorphs

5. Spera and Franco

6. Non-Equilibrium Molecular Dynamics (NEMD)
7. Grand Canonical Monte Carlo
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1. Periodic Boundary Condition
2. Lennard Jones

3. Mixing Rule

4. Lorent_Berthelot

5. LAMMPS

6. Tail Correction

7. Ensemble
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1. Nosé-Hoover Thermostat
2. Metropolis
3. National Institute of Standards and Technology
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Introduction

Unlike conventional reservoirs, there are three types
of gas stored in shale reservoirs: free gas, adsorbed gas
on the surfaces of solid materials, and dissolved gas
within kerogen. [ 1,2]. However, 20 to 85% of the fluid
in shale reservoirs can be adsorbed in nanopores [3].
Therefore, understanding the adsorption mechanisms
for estimating the gas-in-place (GIP) and more
accurate exploration decisions is crucial. To date,
few studies have investigated adsorption mechanisms
in Iranian shale gas reservoirs where calcite is an
abundant mineral [4]. Therefore, understanding the
adsorption mechanism in calcite is important for
estimating the GIP of Iranian shale gas reservoirs.
Unfortunately, the lack of accessibility to proper
laboratory instrumentation to measure adsorption at
high pressures can be overcome through molecular
simulation studies, particularly in nanopores [5].
Moreover, molecular simulation can directly measure
the excess and absolute adsorption isotherms [1,2,
making it suitable for studying methane adsorption in
calcite. In this study, adsorption was calculated in slit-
like pores with 4 nm in size, temperatures of 30 and 90
°C, and a pressure range of 0-50 MPa.

Materials and Methods
Methane adsorption into calcite was studied using the

Accepted: May/18/2022

LAMMPS software [6] with hybrid grand canonical
Monte Carlo/molecular dynamics (GCMC/MD)
simulations [1,2]. A Monte Carlo cycle was employed
every 1000 time steps in the NVT ensemble, including
500 insertions/deletions and 500 translation moves. To
reduce the computational cost, calcite was considered
rigid. TraPPE-UA [7] and Xiao et al. [8] force fields
were selected for methane and calcite, respectively.
The cut-off radius is 1.4 nm, and periodic boundary
conditions are used in the x- and y-directions. The total
simulation time was considered 10 ns, where the first
5 ns was considered for system equilibration and the
last 5 ns to generate data. Finally, the performance of
the Langmuir adsorption model [9] in estimating the
absolute adsorption isotherm was investigated.
Results and discussion

This study obtained the methane density profiles,
adsorbed densities, excess adsorption, and absolute
adsorption isotherms using GCMC/MD simulations.
The methane density profile showed that in a pore size
of 4 nm, there was both adsorbed and free fluid, and two
adsorbed layers were formed on each side of the wall.
Also, the adsorbed density obtained from the GCMC/
MD simulations shows this parameter is a function of
pressure and temperature, while as the temperature
and pressure increase, the adsorbed density decreases
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and increases, respectively.

Conclusions

Molecular simulations can be used as an efficient tool
to study adsorption within the nanopores of shale gas
reservoirs, especially for GIP estimations. This study
investigated methane adsorption in calcite with a pore
size of 4 nm using GCMC/MD simulations. From this
study, the following results are obtained.

According to the methane density profile, two layers
of adsorbed gas were formed on each side of the wall.
This was contrary to the assumption in the Langmuir
model, which only allows for single-layer adsorption to
exist in the adsorbent. In addition, using the Langmuir
model to estimate the absolute adsorption isotherm can
lead to underestimation, and the difference increases
with increasing pressure. Additionally, temperature
and pressure positively and negatively affected the
adsorption amount, respectively. Collectively, this
study suggests using molecular simulation to convert
the excess to absolute adsorption isotherms.
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