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Abstract: Adsorbed gas storage has been demonstrated to be an interesting alternative to the currently adopted storages
modes. However, the thermal effects inherent to the sorption phenomena tend to reduce gas storage and recovery capabil-
ities. This effect can be minimized if an effective thermal design is conducted. In this context, computational simulations
can be of great assistance. Nevertheless, the complexities associated with modeling the heat and mass transfer that occur
within adsorbed gas processes can lead to formulations that require a great computational effort. This paper shows that
a complex multidimensional formulation can be reduced to a simple lumped formulation via an averaging procedure.
Naturally, this simpler formulation cannot represent accurately a significant number of cases. Hence, a comparison be-
tween the simpler lumped formulation with a one that considers spatial dependence is provided, showing the range of
applicability of the simpler form.
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1. NOMENCLATURE

Bi  Biot number t  time

Cp constant pressure specific heat T temperature

C*  thermal capacity ratio V  reservoir volume

Fo  Fourier number Greek Symbols

i specific enthalpy p  specific mass

isor  heat of sorption €  porosity

J mass flux coponent o  Darcy equation coefficient
k thermal conductivity Subscripts

H*  dimensionless heat transfer coefficient e effective or apparent

m mass g  gas phase

m mass flow rate 1 inter-particle voids

M}  adsorbed fraction [ adsorbed (liquid) phase
D pressure s solid phase

q heat flux component w  reservoir wall

R*  thermal resistance ratio T  isothermal operation

U specific internal energy

2. INTRODUCTION

When looking into the current widely adopted natural gas storage modes, namely Compressed Natural Gas (CNG)
and Liquified Natural Gas (LNG), two clear disadvantages associated with each of these modes are seen. Compressed
gas, has the disadvantage of working with high pressures (generally around 25 MPa), which naturally require heavy
reservoirs. On the other hand, liquified gas require cryogenic temperatures and special as well as specialized equipment
for re-gasification. In this scenario, Adsorbed Natural Gas (ANG) becomes an attractive option, since it has none of the
previously mentioned problems. Nevertheless, the adsorption process is exothermic, and the resulting heating effect can
significantly diminish storage capacity. A cooling effect also occurs during desorption, reducing the amount of gas that
can be recovered during discharge. In spite of the inherent problem associated with the thermal effects of adsorption,
the undesired heating and cooling can be greatly minimized if an adequate design is proposed. Naturally, this would



require a proper understanding of the transport phenomena involved during charge and discharge operations. Because
of this, a number of mathematical models have been proposed to simulate the mechanics of adsorbed natural gas. The
works of Barbosa Mota et al. (1997a,b) provided a formulation for evaluating charge and discharge dynamics of adsorbed
methane. In (Vasiliev et al., 2000), the authors employed a model that takes into account temperature variations in
radial and axial directions, but gas concentration variations were considered only in the radial direction. Bastos-Neto
et al. (2005) considered a model similar to the one used in (Barbosa Mota et al., 1997b); however, no intra-particle
diffusion effects were considered. Another similar heat and mass transfer model was employed by Basumatary et al.
(2005); however, in that study, the thermal conductivity of the adsorbent medium was allowed to vary with temperature.
Different from the above mentioned studies, Walton and LeVan (2006) presented a one-dimensional mathematical model
for examining the influence of non-isothermal effects and impurities contained in natural gas during storage-cycles, and
Zhou (1997) employed a simple lumped formulation for natural gas storage. Recently, Hirata et al. (2009) presented a
one-dimensional model for gas discharge and employed a hybrid analytical-numerical methodology for the solution of
the governing equations. A one-dimensional formulation was also employed by Santos et al. (2009). Very recently, a new
lumped formulation was proposed in da Silva and Sphaier (2010).

Working with complex mathematical formulations unavoidably leads to a harder computational effort for simulating
transport phenomena. As a result, one always seeks simplifications to the equations. Probably one one the most used
simplifications is that of lumped-capacitance formulations, in which gradients in one (or more) directions are assumed
small, thereby reducing the number of spatial dimensions needed to characterize the problem. Nevertheless, for using
lumped formulations one needs to ensure that the small gradient conditions are actually met for a given physical problem.
For simple decoupled heat diffusion problems without heat generation, this is usually given by the magnitude of a single
parameter — the Biot number; however in more complex situations, a single parameter is not enough. This paper presents
an analysis for determining the suitability of lumped formulations for the coupled heat and mass transfer that occur during
the discharge of ANG reservoirs.

3. MATHEMATICAL FORMULATION

The problem of mono-component ideal gas storage in reservoir filled with adsorbent material can be described by
different formulations (Barbosa Mota et al., 1997a,b; Vasiliev et al., 2000; Bastos-Neto et al., 2005; Hirata et al., 2009);
however, when usual simplifying assumptions such as ideal gas behavior and no intra-particle diffusion effects are consid-
ered, a common formulation is obtained. By introducing the dimensionless groups developed in (Sacsa Diaz and Sphaier,
2010), the following normalized version of the problem arises:

M szj IRVE ()
(M py + ¢y My pf +C¥) ?;: + 45 (V*'T*) = —Fo" V*-q* + Mj i, Zﬁ + Mjw gf: )
where C* is the added contribution of the thermal capacity ratios
C* = CF 4 Oy (3)
The dimensionless boundary conditions are given by, at S; (inlet/outlet surface)':
TP = Jin, “4)
g =~k (V°T*)-a = Bif, (T° — T},). )
and at S, (remaining surface):
g =0, (©6)
qg-n = —kX(V'T")n =Bi(T"-1) + ﬁ %, @)
The initial conditions are given by
p*(t" = 0) = pp, (" =0) = 1, (®)

in which pg = 1 for discharge and pfj = 0 for charge.

I where the situation of prescribed mass influx (or outflux) is considered.



3.1 Dimensionless groups
The first dimensionless groupings represent the fractions of gas that are stored in gaseous form and in adsorbed form,

being defined as

_ ApgeV ApV

M = A M; = A where Ampmax = (Apge +Ap) V. 9
and the Ap differences are given by:
Apg == pg,max - pg,mina Apl == pl,max - pl,mina (10)

The next parameters comprise thermal capacity ratios between different capacities and the thermal capacity of the
amount of gas charged (or discharged) under isothermal conditions. In this context, the thermal capacity ratios of the
adsorbent material, the reservoir wall and the minimum gas contained in the reservoir are respectively defined as:

S V w w
C: = L, CZ} = &7 (11)
Cp, AMpax Cp,, AMpax
€Cp, Pg,min + Pl,min Vv
;in — ( Pg g ) ] (12)
Cp, AMmax
9
The Fourier number for the bed is defined as
t k
FO = ab f 5 Wlth Oéb - b 9 (13)
L? PbCs
where &y is the bed conductivity. A modified Fourier number is also defined:
+
v, - M tr : + _ ky Y
Fo = Cs Fo = L2 5 with O{b = m. (14)
Biot numbers are given by
hL hin L . . .
Bi = T Bi;, = P Bi}, = Bij, + j;,/Fo®. (15)

The dimensionless heat of sorption and the ratio between specific heats of gaseous and adsorbed phases are defined as:

Cy . iso’r

* * _

c, = —, loor = . (16)
Cpg Ocpg

Another parameter related to the gas behavior is the thermodynamic ratio w, which is reduced to the following
expression for ideal gases:
R k—1

w = ; =— where /s:cpg/cvg. 17

3.2 Dimensionless variables

The dependent and independent variables are normalized by introducing the following dimensionless forms:

3 T P — Pmin
tf ) TO ) p Ap ) ( )
* Pg — Pg,min * Pl — Pl,min
Pa Apg & Apy
where Ap = prax — Pmin-
The dimensionless nabla operator is defined as:
V* =1LV (20)
And the dimensionless mass flux vector is given by:
-1/
- )t
J ! 21

" A L)V’



such that dimensionless versions for the inlet mass flux, the mass inflow rate, and the total mass stored in the reservoir are

obtained:

i, Ly e Min Ty .

j* o Mreal
mn ’ in )
Ammax L/V A'rnmax

*

Ammax '
With the dimensionless variables, the dimensionless mass flux in the gas phase can be written as:

i Apty .
Jy = My (py + pymin) 0" VD, where o =0 §2f7 * min = pme.
Pg

Finally, the heat conduction vector is also written as a dimensionless flux:

g = kKT, with ko= te
ky
4. LUMPING PROCEDURE

Before beginning the lumping procedure, a space-average quantity is defined:

- 1
= — d *
¢ % v*¢ v

(22)

(23)

(24)

(25)

The lumping of the differential formulation given by equations (1) and (2) consists of integrating these equations
within the reservoir volume, V* (in dimensionless form). However, it is first convenient to write the energy equation in in

conservative form:

0
at*
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Then, the energy and mass conservation equations are volume-integrated, leading to:

dg* 5"
(gt + g )V = = [ amax

9 de* ot*

d
dt*
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As usually considered for natural gas, ¢, = 1 is assumed, such that the integrated energy equation is simplified:

d * * % * _k * * e AL A *
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*
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Then, by introducing the boundary conditions, the surface integrals involving the heat and mass fluxes are given by:
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Substituting the surface integrals into the space-integrated equations gives:

o7
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The mass conservation equation above is already in the final lumped form, an needs no further work. The energy equation
requires some more manipulation. One then considers the classical lumped approximation:

T ar =~ T*a: = T* (35)

However, this approximation cannot be applied to the advective term, which must be treated separately. Two different
situations must be considered, as described below:

/ (G2 T")-RdA"

/ GoT7) A dA™ = —j;, T"

_j:n T

A Al =~ —jf TE AT for charge (36)

ar Aj = =i T AT for discharge (37)

Considering a discharge operation, the energy equation is then rearranged as:

Fot Ax '\ dT*
(M**+Mlp7+c*+ 2 ) =

Fo, R*V* ) dt*
Fot BiA* Fo't Bi;, AF - dpy dp*
= =) - — M; i M 38
V* ( ) P ( ) + 1 Ysor dt* + di ( )
Using the relation
Fot K Vo L AeL
Fo, R* = LAy here Ky, = —— ~ 2~ = K, 39
° Cr, W V G V (39)
recalling the dimensionless heat transfer coefficient defined by da Silva and Sphaier (2010)
hAct .
H* = 27— BiFot K,, where K, = A, L)V = A/V*, (40)
Cpy AMimax
and introducing a similar parameter for the inlet heat transfer coefficient:
hin -Ae t .
Hj, = —~20 = Biy, Fot Kin, where Ky = Am L)V = A% V", (41)
Cpy AMimax
then the lumped energy equation can be written as:
dr* — — dp dp*
(Mg pg +M; p +C" +C)—— = —H" (I" = 1) — H, (T" = T},) + Mjig,, A + Mjw (42)
de* de* dt*
Finally the following dimensionless lumped formulation is obtained:
dp; dpr
M* g M* l — ¥ 43
g dt* + l dt* m”“ ( )
k —k * —k * d * * % * * TI% * dp* * ek dﬁ?
(M +Mj pf +CYL )dt* _H(1_T)+Hm(Tio_T)+Mngt*+lesordt*a (44)
where C7 is the added contributions of the thermal capacity ratios, including the reservoir wall contribution:
CL =C"+C, = C,+ C + Cp,. (45)

5. TEST CASE

In order to compare the fully-lumped formulation with a model that takes into account local effects, a test-case
problem, consisting of gas discharge at a constant mass flow rate (as usual for vehicular consumption applications) from
a long cylindrical reservoir is considered. The resulting problem is a one-dimensional version of the multidimensional
formulation being given by:
op; 1 0

N _
ot* r* i Or*

g at*

+ M (475 da ) (46)
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where the heat and mass fluxes are given by:

3 * * * * ap*

Jgr = —Mg (pg + Pgmin) O I (48)
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and r* and r;,, are defined as
Ly (50)
Tex — Tin
oo Tin 51)
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The boundary conditions are given by:
Jgr =0, at rt=1, (52)
oT™* 1 oT*
-k =Bi(T" -1 _— t =1 53
¢ g = DIl T Rem o T =h 3
Jaw = Jins at =0, (54)
oT*
gm = Bl (T"=T%), a1 =0, (55)
"

in which, since a discharge operation is considered, j;,, < 0. Also, an insulated inlet condition (Bi; = 0) is considered,
following other studies that simulate this discharge case (Barbosa Mota et al., 1997b; Hirata et al., 2009).

In the previously presented forms, the proposed formulations have four unknowns (pg, p;’, T* and p*) and only
two equations. Nevertheless, this is naturally overcome by introducing an equation of state for p, and an adsorption
equilibrium correlation (or adsorption isotherm) for p;. An ideal gas equation of state is employed for expressing p, in
terms of temperature and pressure:

p

pg = pg(T,p) = 75, (56)
and, for p;, the Langmuir isotherm used in (Barbosa Mota et al., 1997a,b; Hirata et al., 2009) is adopted:

pL bp

— = {m ) 57

M Ttbp 57)
in which

Gm = 5.592 x 10 T723, b =1.0863 x 10~ exp(806/T). (58)

6. RESULTS AND DISCUSSION

This section presents the results obtained from numerically solving the previously presented dimensionless formu-
lations. Table 1 presents the data used in the simulations. The formulations are compared by evaluating differences
between space-average temperature histories. Average pressure histories were also compared, but for the simulated case
no noticeable difference was seen between the formulations, and the results need not be shown.

Figure 1 shows the evolution of the average temperature calculated with the one dimensional formulation (solid line)
and the fully lumped formulation (dashed line), for Fo = 0.1 and different values of the Biot number. As can be seen,
there is little variation among the three shown cases (Bi = 0.1, 1.0 and 10). Also, it is clear from these results that the
lumped formulation underestimates the temperature decrease as gas is discharged.

As the Fourier number is increased to 1 (as displayed in figure 2) the case with larger Biot number shows a more sig-
nificant variation when compared to Bi = 0.1 and Bi = 1. In addition it is seen that the lumped formulation approximates
the one-dimensional one for the smaller Biot values.

For even higher values of the Fourier number, as seen in figure 3 (for Fo = 10) and in figure 4 (for Fo = 100),
the results obtained with the different formulations become even closer. In fact, for Fo = 100 there is perfect graphical



Table 1. Input data used in the simulations

gas constant, R 518 J/(kg K)
ambient temperture, T 293.15 K
minimum pressure, Pumin 0.1 MPa
maximum pressure, Pmax 4 MPa
specific heat ratio, c; 1
thermodynamic ratio, < 1.3
conductivity coefficient, k 1
maximum adsorbed fraction, M7 0.7
sorbent capacity ratio, C} 2
minimum capacity ratio, C} ;| 0.15
wall capacity ratio, C}, 5
inlet Biot number, Bi;, 0
dimensionless heat of sorption, i}, 1.5

(a) Bi = 0.1 and Fo = 0.1

(b) Bi=1and Fo =0.1

(¢) Bi=10and Fo = 0.1
Figure 1. Comparisons between lumped and 1D formulation for Fo = 0.1.
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Figure 2. Comparisons between lumped and 1D formulation for Fo = 1.

agreement between the results obtained with the lumped and one-dimensional formulations, regardless of the value of the
Biot number. For all other cases where there is no perfect agreement between the lumped and the 1D formulations, if
the Fourier number is held fixed, smaller Biot values lead to better agreement between the two formulations. This means
that for slower processes, the lumped formulation is more accurate than for faster discharge operations. Also, if the heat
transfer at the outer interface is increased the lumped formulation can also be used; however, the process speed will have a
more strong impact on the accuracy of the lumped model, such that for very low processes, the lumped formulation could
be used regardless of the convective heat transfer. Also, for fast process the lumped formulation cannot be employed
accurately, even for a minor heat transfer coefficient at the interface.

As final comments, one should mention that, despite the different formulations, one clearly notices that as the Fourier
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Figure 3. Comparisons between lumped and 1D formulation for Fo = 10.
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Figure 4. Comparisons between lumped and 1D formulation for Fo = 100.

number and the Biot number are increased, the solution approaches an isothermal process. As a matter of fact, for
Fo = 100 and Bi = 10 the solution is, apparently, totally isothermal. The closer to isothermal operation a gas discharge
process is more gas can be recovered. This shows how large Fourier and Biot numbers can improve performance. In
this context, by taking a final look at all figures, one sees that, since the lumped formulation tends to underestimate the
cooling effect, it would end up overestimating the performance of a gas discharge operation if employed for inappropriate
conditions.

7. CONCLUSIONS

This paper was aimed at determining the suitability of a lumped capacitance formulation for the simulation of ad-
sorbed natural gas storage processes. The analysis was conducted by comparing the results of the lumped formulation
with those calculated from a formulation with spatial dependence, which naturally considers heat and mass transfer as
local phenomena. Before comparing the formulations it was shown that the lumped model can in fact be obtained from
a multidimensional formulation by an averaging process followed by an approximation which considers small tempera-
ture and pressure gradients. A test-case problem of constant mass flow rate gas discharge operation was select for the
comparisons, and a one-dimensional problem was employed for comparing results with the lumped formulation. The
comparisons were carried out by varying values for dimensionless parameters and comparing the average temperature
histories calculated from both formulations. Pressure histories were also calculated but theses were not shown since per-
fect agreement was found for all cases. The temperature histories calculated with both formulations were shown to present
very different results for both cases under some situations. In general, the disparities were larger for smaller values of the
Fourier number and higher values of the Biot number, indicating that the lumped formulation should not be employed for
faster processes or if with a high convective heat transfer at the outer surface. It was also seen that the Fourier number
had a more pronounced effect than the Biot number, such that for large Fourier numbers the Biot number has practically
no effect on the disparity between the formulations. As a final remark one should mention that, despite the relevance
of these findings, these results are still preliminary and further investigation should be carried out. For instance, other
dimensionless parameters could be varied to verify if there are any other variables that can impact the applicability of a
lumped formulation.
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