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Résumé — Modélisation rigoureuse de la séparation réactive multiconstituant : prise en compte
des phénomènes de diffusion-réaction — Cet article concerne la première étape du développement
d’un modèle rigoureux pour la séparation réactive multiconstituant. Ce type de modèle est indispensable
pour optimiser les procédés de captage des gaz acides (captage de CO2, traitement des gaz, etc.) en
termes de taille et de consommation d’énergie, lorsque les solvants chimiques sont classiquement utilisés.
Dans un premier temps, les deux grandes approches de modélisation sont présentées : le modèle
d’équilibre et le modèle de non-équilibre. 
Dans un deuxième temps, un modèle de non-équilibre avec une approche rigoureuse  des phénomènes de
diffusion-réaction est proposé. La théorie de double-film et les équations généralisées de Maxwell-Stefan
sont utilisées afin de caractériser les interactions multiconstituants. La chaîne complète des réactions
chimiques est prise en compte. Les réactions peuvent être cinétiquement contrôlées ou à l’équilibre
chimique, et elles sont considérées à la fois dans le film liquide et dans le bulk liquide.
Dans un troisième temps, la méthode de résolution numérique est décrite. Le couplage des équations
généralisées de Maxwell-Stefan avec les équations d’équilibre chimique engendre un système d’équations
algébro-différentielles fortement non-linéaire connu sous le nom DAE index 3. Les DAE sont
discrétisées avec des différences finies, car leur intégration sous leur forme différentielle selon la méthode
de Gear est complexe. Le système algébrique résultant est résolu numériquement en utilisant l’approche
de Newton-Raphson. Enfin, le modèle et les méthodes associées de résolution numérique sont validés
avec l’exemple de l’estérification du méthanol. Ce système non-électrolytique permet une analyse
intéressante de l’impact de réaction sur le transfert de masse, surtout à l’interface des phases. La
résolution numérique du modèle par la méthode de Newton-Raphson donne des bons résultats en termes
de temps de calcul et de convergence. Les résultats de simulation montrent que l’impact des réactions à
l’équilibre chimique et celui des réactions cinétiquement contrôlées avec une cinétique élevée sur le
transfert de masse est relativement similaire. En outre, la loi de Fick est moins adaptée pour les mélanges
multiconstituants où certaines anomalies comme la contre-diffusion ont lieu.
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NOTATION

Ac Cross section of column (m2)
aI Specific area for a gas-liquid contact (m2 m-3)
Ci Concentration of component i (mol m-3)
D°ij Binary diffusion coefficient for a dilute (ideal) phase (m2 s-1)
di Characteristic driving force of diffusion (m-1)
Dij Binary diffusion coefficient of the i-j pair (m2 s-1)
D’ij Correlation constants between the composition

gradients and the molar diffusion fluxes
DiM Diffusivity of component i in the mixture (m2 s-1)
E Heat flux (J m-2 s-1)
Ea Activation energy (J mol-1)
Ei Enhancement factor
Ei

eff Efficiency factor of Murphree
F Faraday constant
G Gas molar flow rate (mol s-1)
Gt Total Gibbs free energy
H Molar enthalpy (J mol-1)
H Molar enthalpy (J mol-1)
hi Partial molar enthalpy (J mol-1)
Ji Molar diffusion flux (mol m-2 s-1)

Ji
* Molar diffusion flux in electrolytic solution (mol m-2 s-1)

k0 Constant of kinetic for esterification reaction (L mol-1 s-1)
ki

L Mass transfer coefficient (m s-1)
Ki

th Dimensionless gas-liquid equilibrium constant
Kk

ch,a Chemical equilibrium constant, correlated by activities
L Liquid molar flow rate (mol s-1)
nc Total number of components in the mixture
Ni Molar flux of component i in film (mol m-2 s-1)
ni Mole number (mol)
ni

0 Initial mole number (mol)
nrc Number of kinetically controlled chemical reactions
nre Number of instantaneous equilibrium reactions
P Pression (Pa)
Q Heat loss flux (J m-2 s-1)
R Constant of ideal gas (J mol-1 K-1)
rk Reaction rate (mol m-3 s-1)
T Temperature (K)
u Average velocity of components (m s-1)
vi Component velocity (m s-1)
xi Liquid mole fraction (mol mol-1)
yi Gas mole fraction (mol mol-1)
yi

* Gas mole fraction in equilibrium with liquid (mol mol-1)
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Abstract — Rigorous Multicomponent Reactive Separations Modelling: Complete Consideration of
Reaction-Diffusion Phenomena — This paper gives the first step of the development of a rigorous
multicomponent reactive separation model. Such a model is highly essential to further the optimization of
acid gases removal plants (CO2 capture, gas treating, etc.) in terms of size and energy consumption,
since chemical solvents are conventionally used.
Firstly, two main modelling approaches are presented: the equilibrium-based and the rate-based
approaches. 
Secondly, an extended rate-based model with rigorous modelling methodology for diffusion-reaction
phenomena is proposed. The film theory and the generalized Maxwell-Stefan equations are used in order
to characterize multicomponent interactions. The complete chain of chemical reactions is taken into
account. The reactions can be kinetically controlled or at chemical equilibrium, and they are considered
for both liquid film and liquid bulk. 
Thirdly, the method of numerical resolution is described. Coupling the generalized Maxwell-Stefan
equations with chemical equilibrium equations leads to a highly non-linear Differential-Algebraic
Equations system known as DAE index 3. The set of equations is discretized with finite-differences as its
integration by Gear method is complex. The resulting algebraic system is resolved by the Newton-
Raphson method.
Finally, the present model and the associated methods of numerical resolution are validated for the
example of esterification of methanol. This archetype non-electrolytic system permits an interesting
analysis of reaction impact on mass transfer, especially near the phase interface. The numerical
resolution of the model by Newton-Raphson method gives good results in terms of calculation time
and convergence. The simulations show that the impact of reactions at chemical equilibrium and that
of kinetically controlled reactions with high kinetics on mass transfer is relatively similar. Moreover,
the Fick’s law is less adapted for multicomponent mixtures where some abnormalities such as
counter-diffusion take place.



z Diffusion axis (m)
z’ Column’s height axis (m)
zi Ionic charge
εm Molar liquid hold-up (mol)
ε* Dimensionless hold-up (liquid volume per unity of reactor

volume)
νik Stoichiometric coefficient of component i in kinetically

controlled reaction k
ν’ik Stoichiometric coefficient of component i in the instanta-

neous equilibrium reaction k
μi Chemical potential of component i (J mol-1)
δij Symbol of Kronecker
χk Conversion rate of the instantaneous equilibrium reaction

k per unity of volume (mol m-3 s-1)
γi Activity coefficient
λ Thermal conductivity (J s-1 m-1 K-1)
δL Liquid film thickness (m)
δG Gas film thickness (m)
ξk Molar conversion due to instantaneous equilibrium

reaction k (mol)
Φe Electrical potential (V)

Index & Subscripts

f Film
G Gas
I Phase interface
J Discretization pass
L Liquid
n Solvent
t Total

INTRODUCTION

The wide interest in multifunctional unit operations involving
reactive separation arises from the world’s industrial tendency
towards process intensification. Combining reaction and
separation mechanisms brings several advantages such as
increasing reaction yield and selectivity, overcoming
azeotropes and thermodynamic restrictions, and important
reductions in energy, water and solvent consumption. Major
examples of reactive separations are reactive absorption and
reactive distillation.

The introduction of a separation function within the reac-
tion zone leads to complex interactions between gas-liquid
mass transfer, chemical kinetics and gas-liquid equilibrium.
One famous example of multicomponent reactive separation
is the acid gases removal from flue gases emitted by power
plants. New efficient processes of gas purification contain
more complex physico-chemical phenomena which demands
as well higher accuracy in terms of process modelling.

The multicomponent interactions can be interpreted as the
diffusional competitions of components. Therefore in such
systems, the diffusion has to be characterized accurately
using generalized Maxwell-Stefan equations. For electrolytic
solutions, the impact of ionic charges on diffusion can be
considered using the gradient of electric potentials as the
second driving force of diffusion.

The use of chemical reactions in separation units can
enhance the mass transfer by shifting the physical equilib-
rium to the product side. This reduces significantly the size of
separation units and maintains an intensified process with
less cost and more efficiency.

Using more complex solvents in reactive separation units
in order to obtain higher efficiencies, deal eventually with a
huge chain of chemical reactions of different natures and
velocities. In this case, any simplification in terms of reaction
mechanism such as considering just one apparent chemical
reaction would cause a loss in accuracy. Hence, the present
work considers complete chain of chemical reactions. The
reactions could be kinetically controlled or at instantaneous
equilibrium.

A combined diffusion-reaction model with the possibility
of application in ionic mixtures is then needed to ensure the
required accuracy for an industrial application.

The first part of this article describes the two major
modelling approaches to simulate homogeneous reactive
separation: the equilibrium-based and the rate-based
approach. Both models are applied to mass and energy
transfer, as well as to chemical reactions.

The following parts of the article explain the characterisa-
tion of multicomponent interactions and diffusion phenomena
in electrolytic and non-electrolytic solutions, as well as the
influence of chemical reactions on diffusion and mass transfer.

Afterward, a rigorous rate-based model based on the two-
film theory, with almost no simplification in terms of chemi-
cal reactions and multicomponent interaction, is argued. The
heat transfer is not neglected and is determined by conductive
and convective heat flows through the liquid and gas films.

It has to be noticed that the final objective of the present
model is to simulate CO2 capture and gas treatment plants.
To reduce greenhouse gases emissions, CO2 must be
removed from flue gases emitted by power plants. To further
exploit gas fields with increasingly severe environmental
rules, acid gases (CO2, H2S, COS, etc.) must be removed
from natural gas with very high efficiency. This emphasizes
the necessity to develop such accurate modelling.

1 MODELLING APPROACHES

1.1 Equilibrium-Based Approach

The equilibrium stage model has been generally applied to
the conventional distillation, where the system is either
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non-reactive or associated with a simple chemical reaction
(Seader and Henley, 1981). Its application for reactive
distillation has been discussed afterwards by Taylor and
Krishna (2000).

The equilibrium stage model divides the column into
artificial segments. Figure 1 gives a schematic diagram of an
equilibrium stage, where vapour from the stage below is
brought into contact with liquid from the stage above.
Equilibrium-based model assumes that the leaving liquid and
vapour streams are at thermodynamic equilibrium for each
stage. The MESH-equations (Material, Equilibrium, Summation
and Heat equations) are known to model equilibrium stages.

Reactive separation processes rarely operate close to
thermodynamic equilibrium. Dudukovic and Lee (1998)
propose a stage efficiency factor in order to rectify the
equilibrium assumption and to tend towards non-equilibrium
real conditions of distillation. The non-ideal behaviour of the
phase in terms of mass transfer can be taken into account via
the Murphee efficiency (Lockett, 1986):

(1)

where ⎯yi,J: average mole fraction of gas leaving the stage;
yi,J+1: mole fraction of gas entering the stage; y*

i: gas
composition in equilibrium with liquid leaving the stage.

For packed columns, the Height Equivalent to Theoretical
Plate (HETP) is commonly used, where its behaviour is
closely related to the behaviour of stage efficiency.

Taylor and Krishna (1993) have stated that for the
distillation of multicomponent systems with three or more
species, component efficiencies are usually very different.

E
y y

y y
i nci

eff i J i J

i i J

=
−

−
=+

+

, ,
*

,

( , )1

1

1

Some of them have values greater than unity and some less
than zero.

Some authors propose methods in order to predict
multicomponent efficiencies, but there is no fundamental
method for estimating efficiencies or HETPs in reactive
distillation of multicomponent mixtures especially when
systems contain complex chain of chemical reactions. For
example in reactive absorption operations, chemical reactions
can lower reactant concentrations, resulting in component
efficiencies greater than one.

Gorak et al. (1999b) as well as Chakravaty et al. (1985)
have explained the low accuracy of an equilibrium approach
for reactive absorption modelling where more complex
reactive behaviours, multicomponent interactions and
thermodynamics interfere. 

1.2 Rate-Based Approach

The rate-based models for reactive separation follow the
principle of non-equilibrium stage, implying that actual rates
of chemical reactions and multicomponent mass and mass
transfer between phases are taken into account directly. Mass
transfer at the phase interface could be described by the two-
film theory or the penetration theory (Danckwerts, 1951;
Higbie, 1935). This work adapts the two-film theory because
of its simplicity. 

Figure 2 illustrates a non-equilibrium stage in separation
column. The non-equilibrium stage represents a tray or a
cross section of a packed column. Regarding Figure 2, bulks
are assumed to be well mixed, with no gradient of
concentration. The thermodynamic equilibrium at the
interface is considered as well. 

The consideration of diffusion resistance is realized by
means of the film’s thickness (δG, δL). Film thickness can be
estimated by simplification, as the ratio between mass
transfer coefficient and diffusion coefficient:

(2)

The impact of hydrodynamics and internals (e.g. in a
packed-column) is summarized to the estimation of film
thickness (Gorak et al., 1999a; Taylor and Krishna, 2000).
Regarding to Equation (2), in multicomponent mixtures there
are as many film thicknesses as the number of binary pairs.
An average by mole fractions has to be applied to obtain just
one film thickness for each phase.

The model balances liquid and gas phases separately
considering mass and heat fluxes across the interface. In each
bulk phase, the model is expressed by component balances,
thermal balances and summation equations. 

The influence of chemical reaction on mass transfer is
conventionally considered by using the enhancement factor,

δij
ij

ij

D

k
=
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Figure 1

The equilibrium stage in a separation column.



Ei (Eq. 3). This factor is the ratio of mass transfer with and
without chemical reaction:

(3)

Versteeg et al. (2007, 1989), Gorak et al. (2001), Hikita et
al. (1972) and DeCoursey (1982) have provided analytical
expressions of enhancement factor for few simple reaction
schemes .  To  app ly  the  enhancement  f ac to r  fo r
multicomponent reactive separation modelling, multiple
assumptions are necessary. These assumptions are for
example the equality of all binary diffusion coefficients, or
the consideration of only one transferring component. For a
complex chain of chemical reactions the estimation of
enhancement factor is not simple and does not maintain the
desired accuracy.

The molecular diffusion is generally characterized by
Fick’s law. However Fick’s law is strictly valid for binary
mixtures or for diffusion of infinite dilute specie i in
multicomponent mixture, and in the absence of external
forces.

Authors such as Toor (1957) and Valerio et al. (1995)
have proposed to generalize Fick’s law for multicomponent
mixtures, in order to consider the effect of all composition
gradients on each molar diffusive flux (Eq. 4). However, the
resulting D’ij coefficients do not reflect the physical sense of
diffusion coefficient:

(4)J C D xi
Lf

t
L

ij i
f

j

nc

= − ∇
=

−

∑ '
1

1

N k E x xi
L

i
L

i i
f

I i= −( )

2 DIFFUSION IN MULTICOMPONENT MIXTURE

2.1 Non Electrolytic Solutions

The Maxwell-Stefan (MS) equations make available a
rigorous modelling of molecular diffusion when the mixture
contains three or more components with different sizes and
natures. MS equations take into account the accurate
interactions in non-ideal phase, as well as the possible
presence of other external forces such as electrical forces.
Wesselingh and Krishna (1997) have done a complete study
on diffusion in multicomponent mixures. The MS equations
connect diffusion fluxes of components to the gradients of
their chemical potentials (Taylor and Krishna, 1993):

(5)

Dij are the binary diffusion coefficients. For a non-ideal
liquid phase, the binary diffusion coefficient is related to a
gradient of chemical potential. Considering an ideal gas
phase, Dij is related to a gradient of mole fraction which is
similar to the Fick’s law. Then, binary diffusion coefficients
can be used for Maxwell-Stefan relations, and there is no
need to correlate new diffusion coefficients.

The effect of non-ideality on the binary diffusion coefficient
can be translated by composition-dependency of the binary
diffusion coefficient in non-ideal phase. The non-ideal binary
diffusivities are estimated from their value for an ideal dilute
phase (D°ij), and by adding the composition impact. The

x
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C D
i
f
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j
f

i
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t
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μ
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non-ideal correction can be realized via Vignes relationship
(Vignes, 1966):

(6)

The liquid phase is considered as a non-ideal phase. It is
commonly recommended to write the Maxwell-Stefan
equations in terms of mole fraction gradients (Slattery, 1981).
For an isothermal isobaric diffusion we have:

(7)

with, δij as the Kronecker symbol:

(8)

Taylor and Krishna (2000) replace one Maxwell-Stefan
equation by the summation of mole fractions. In this case, the
mole fraction of the last component is obtained by the
summation equations for both phases. The difficulty is then
to choose a reference component. In contrast with this
approach, we take into account all the Maxwell-Stefan
equations. It is because, by integrating all the nc Maxwell-
Stefan equations, the vanishing sum of compositions’
gradients signifying the constant summation of mole
fractions through the film, is obtained:

(9)

Therefore, there is no need to rewrite the constant sum of
molar fractions as a new explicit equation. Keeping the
nc-equations structure of Maxwell-Stefan equations, a
coherent numerical resolution of model can be realized.

The gas phase is considered as an ideal phase. So the
terms containing the gradient of activity coefficient can be
neglected. The gradient of chemical potential is reduced to a
gradient of mole fraction in an ideal phase. Therefore, the
Maxwell-Stefan equations for the gas phase take the
following form:

(10)

2.2 Electrolytic Solutions

According to the Maxwell-Stefan equations (Eq. 5), the left
part describes the gradient of chemical potential which is
considered as the only driving force for diffusion in absence
of other external forces such as gravity. It is a more accurate
representation of driving forces, because it considers likewise
the non-ideality effects of  the chemical potential expression.
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In electrolytic mixtures, the gradient of electrical poten-
tials due to the presence of ionic species has to be integrated
in MS equations as the second driving force for diffusion
(Newman, 1991). Hence, the generalized driving force takes
the following form:

(11)

The diffusive molar fluxes (Ji) are described with respect
to the mobile Cartesian coordinate of velocity reference. For
a non-electrolytic mixture, reference velocity is the average
of components’ velocity with respect to their molar fraction

. In this case, total diffusive fluxes are vanished.

(12)

(13)

On the contrary, for an electrolytic solution, the reference
velocity is usually the solvent velocity (vn). So, new diffusive
molar fluxes with respect to the solvent’s movement have to
be introduced:

(14)

(15)

The generalized Maxwell-Stefan equations could be
similarly expressed in term of diffusive molar fluxes:

(16)

Regarding Equation (16), due to the presence of a second
driving force, the constant sum of mole fractions through the
film is not verified as it has been verified for non-electrolytic
systems (Eq. 9).

Two approaches exist. Either to introduce explicitly the
constant sum of mole fractions, or to introduce the vanishing
sum of the second driving force (gradient of electrical
potential) which would be simplified as the electroneutrality
condition:

(17)

We take into account the latter approach. So, the last
Maxwell-Stefan equation describing the neutral solvent (zn = 0)
is replaced by the electroneutrality condition.

The electroneutrality condition which is in fact a simplified
form for the sum of external electrical forces would be
physically justified for an isobaric system at mechanical
equilibrium, where there is no temporal derivative of
velocities.
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3 PHYSICAL AND CHEMICAL EQUILIBRIUM

The classical approach of determining thermodynamic
equilibrium conditions of several phases in equilibrium with
each other, which is addressed by Walas (1985), is not suffi-
cient when the chemical equilibrium exists similarly at the
phase interface. Hence, a combined problem of determining
equilibrium points in a multiphase mixture at chemical equi-
librium conditions has to be studied. 

The effect of chemical equilibrium reactions on a two-
phase equilibrium has been argued at length by Doherty
(1990). In their first paper (Barbosa and Doherty, 1987a), the
influence of a single reversible chemical reaction on a
vapour-liquid equilibrium has been represented. Furthermore,
in their second paper (Barbosa and Doherty, 1987b), they
have introduced a set of transformed composition variables
that are particularly useful to construct thermodynamic
diagrams for reacting mixtures. In this case, actual flows and
compositions are replaced by transformed ones. The
advantage of this method is that the chemical and physical
equilibrium problem in a reactive mixture is identical to a
strictly physical equilibrium model, and the existing
algorithms can be used to solve the equation. However, this
approach could not be applied to kinetically controlled
chemical reactions and its use is limited for chemical
reactions at instantaneous equilibrium.

In multicomponent mixtures when several reactions take
place, the chemical equilibrium has to be described sepa-
rately in the model. Hence, the model is not the same and it
has to take into account the chemical equilibriums as new
algebraic equations, which make the numerical resolution of
the model more complex.

The chemical equilibrium is characterized by the
minimization of Gibbs free energy (Smith, 1980). The
mathematical problem is the minimization of non-linear
system of equations under constraints:

(18)

(19)

As described in Equation (19), the change in mole number
is a function of molar conversion due to instantaneous
equilibrium reactions. The Gibbs free energy is then an
indirect function of instantaneous molar conversion (ξk) and
its minimization leads to the chemical equilibrium equations
as shown below:
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4 CHEMICAL REACTIONS AND HEAT TRANSFER

As discussed in Section 1.2, the enhancement factor approach
is not adapted for multicomponent reactive systems. The
present work proposes to take into account the complete chain
of chemical reactions.

The continuity of molar fluxes at phase interface is
applied, if there is no instantaneous equilibrium reaction at
gas-liquid interface:

(21)

For instantaneous equilibrium reactions at interface, the
inequality of molar fluxes at phase interface has to be
applied. In this case, the difference between gas and liquid
molar fluxes at phase interface is due to the rate of interfacial
instantaneous equilibrium reaction which is characterized as
a new set of variables χ1

k:

(22)

Chemical equilibrium equation has to be written as well,
whenever an instantaneous equilibrium reaction takes place.
This is ensured by means of components’ activities at phase
interface:

(23)

If chemical reactions are sufficiently fast, they could take
place in the liquid film. They can be kinetically controlled or
at instantaneous equilibrium, and their impact on mass
transfer is formulated in partial material balances:

(24)

The former term (rf
k) represents the rate of a kinetically

controlled reaction. The latter term (χf
k) is the rate of an

instantaneous equilibrium reaction.
If chemical reactions at instantaneous equilibrium exist in

film, the chemical equilibrium equation has to be verified as
well within the reactive film:

(25)

The molar fluxes remain uniform in the gas film as this
phase is considered non-reactive:

(26)

Coupling Maxwell-Stefan equations (Eq. 7) and partial
mass balance (Eq. 24) with the presence of instantaneous
chemical equilibrium (Eq. 25), we get a highly non-linear set
of Differential and Algebraic Equations, which has to be
solved numerically.

∇ = =N i nci
Gf 0 1( , )

K x k nrek
ch a

i i
f

i

nc ik

,

'

( . ) ( , )= =
=

∏ γ
ν

1

1

∇ = + =
= =

∑ ∑N r i nci
Lf

ik k

k

nrc

ik k
f

k

nre

ν ν χ. ' . ( , )
1 1

1

K x k nrek
ch a

i i
f

I
i

nc ik

,

'

( . ) ( , )= =
=

∏ γ
ν

1

1

N a N a i nci
Lf

I

I
i
Gf

I

I
ik k

I

k

nre

. . ' . ( , )− + = =
=

∑ν χ 0 1
1

N N i nci
Lf

I i
Gf

I
= =( , )1

A Ahmadi et al. / Rigorous Multicomponent Reactive Separations Modelling:
Complete Consideration of Reaction-Diffusion Phenomena

741



Oil & Gas Science and Technology – Rev. IFP Energies nouvelles, Vol. 65 (2010), No. 5

Most studies on rate-based modelling of homogeneous
reactive separation make numerous assumptions either on
multicomponent mass transfer or on reactive events, in order
to simplify the model’s system of equations. The present
work does not use these simplifications and solves the
model’s set of equations using some numerical strategies.

The heat balance within the film is described by the
continuity of heat fluxes in the absence of external heat
sources. The heat of reaction does not appear in the heat
balance since enthalpies are referred to their elemental state:

∇ELf = 0 (27)

∇EGf = 0 (28)

Heat fluxes ELf and EGf are expressed as the integration of
conductive and convective heat flows through the films:

(29)

(30)

5 RIGOROUS RATE-BASED MODEL
FOR MULTICOMPONENT REACTIVE SEPARATION

Reactive separation operations have generally a multicompo-
nent nature. The non-ideal thermodynamics and the diffu-
sional competitions in film are accompanied by chemical
reactions. A rigorous model consists of sub-models for
thermodynamics, hydrodynamics, reactions and simultaneous
mass and heat transfer.

Here, the mass transfer between phases is described as the
combination of the two-film theory (Sect. 1.2) and the
Maxwell-Stefan formulation of molecular diffusion (Sect. 2).
The diffusion is assumed to be one-dimensional through the
film’s thickness. For each phase, a molar averaged film
thickness is used as the “overall” film thickness.

The simplifications according to the present model concern
the process’s hydrodynamics. The model does not apply the
equations of momentum; and the necessary hydrodynamic
parameters have been estimated using empirical correlations.

Regarding the non-equilibrium stage of separation column
(Fig. 2) for a packed-column, the steady-state balance
equations including the reaction source terms are:

(31)
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The dimensionless hold-up (ε*) depends on the flows and
is calculated via empirical correlations. The term rk indicates
the rate of a kinetically controlled chemical reaction, and the
term χB

k corresponds to the taux of an instantaneous equilibrium
reaction in liquid bulk for which the chemical equilibrium
equations have to be included:

(33)

The energy balances for the gas and liquid bulk-phases are
as follows:

(34)

(35)

The set of equations describing film’s simultaneous mass
and heat transfer (film model) associates Maxwell-Stefan
equations (Eq. 7, 10), differential mass balances within the
film (Eq. 24, 26) and chemical equilibrium equations in the
film (Eq. 25) in order to maintain concentration and molar
flux profiles in the film, and in order to determine
concentrations (xi, yi) and molar fluxes: (Ni

Lf⏐δL
, Ni

Gf⏐δG
) at

the boundary of the film region.
The film model contains in addition the differential heat

balances in the film (Eq. 27, 28) and the energy contribution
equations through the film region (Eq. 29, 30) in order to
give temperature and heat flux profiles in film, and in order
to determine the temperatures (TLf⏐δL

, TGf⏐δG
) and heat fluxes

(ELf⏐δL
, EGf⏐δG

) at the boundary of the film region.
The differential equations of the film model should be

completed by the boundary conditions relevant to the film.
The boundary conditions specify the values of the mixture at
both film boundaries. We maintain finally a vector-type
boundary value problem in order to obtain the film’s profiles
as functions of the film co-ordinate. The boundary value
problem has to be solved in conjunction with all other film
model equations such as the MS equations and the chemical
equilibrium equations, to determine the component fluxes.

The boundary conditions of the film model at film’s
thickness (z = δG, z = δL) near the bulk-phase have been listed
as follows:

Ni
LB – Ni

Lf⏐δL
= 0 Ni

GB – Ni
Gf⏐δG

= 0 (i = 1,nc) (36)

xi – xi
f⏐δL

= 0 yi – yi
f⏐δG

= 0 (i = 1,nc) (37)

TL – TLf⏐δL
= 0 TG – TGf⏐δG

= 0 (38)

ELB – ELf⏐δL
= 0 EGB – EGf⏐δG

= 0 (39)

According to the phase interface boundary-condition, The
G-L phase equilibrium is considered:
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Ki
th values are evaluated at the pressure, temperature and

composition of the interface from appropriate thermody-
namic models, which would be the same models used for an
equilibrium-based model. 

For interfacial instantaneous equilibrium reactions, the
inequality of molar fluxes (Eq. 22) is assumed. In this case,
chemical equilibrium equations at gas-liquid interface have
to be involved (Eq. 23).

The continuity of heat fluxes and temperature are
considered at the interface as follows:

ELf⏐
I
– EGf⏐

I
= 0 (41)

TLf⏐
I
– TGf⏐

I
= 0 (42)

The summation of mole fractions is written at the
interface.

(43)

Regarding the vanishing sum of compositions’ gradients
(Eq. 9), the constant sum of mole fractions remains verified
through the film region and in the bulk phase.

When the chemical reactions are at instantaneous
equilibrium, the chemical equilibrium conditions have to be
considered. In this case, we introduce the conversion rates of
instantaneous equilibrium reactions (χ) in order to provide
the coherent number of variables and equations in model.
Adding the chemical equilibrium equations, the model’s
system of equations becomes a set of Differential-Algebraic
Equations (DAEs).

For the simulation of multicomponent reactive separation,
two coupled sets (models) of Differential-Algebraic
Equations have to be solved. The first set of Differential-
Algebraic Equations (film model) describes simultaneous
mass and heat transfers accompanied with all the reaction
events and equilibrium considerations through the film
regions. The second set of Differential-Algebraic Equations
(bulk model) describes partial balance equations and the
possible chemical equilibrium conditions in bulk phases for
each segment (stage) of column. Figure 3 represents the
conjunction between these two models at the film’s
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boundary-conditions. δ in Figure 3 represents the film
thickness.

The DAE set of equations of film model can be solved
analytically or numerically, regarding the nature and the
degree of non-linearity of equations. Table 1 shows different
resolution strategies according to the rate-based modelling of
multicomponent reactive separation.

Analytical resolution of film model is possible considering
lots of physico-chemical assumptions. Hikita et al. (1972)
propose an analytical solution for two-step instantaneous
chemical reaction between the dissolved gas and a liquid-
phase reactant. Their analytical approach has been based on
the following considerations: the chemical equilibrium
constants of the first and second step reactions are very large;
diffusivities of all species are equal; and reaction factor is
given with an approximate expression.

The numerical approaches are also applied for various
case studies. The recent works are generally based on
effective diffusivities in order to overwhelm the problem of
highly non-linear Maxwell-Stefan equations. In addition,
recent numerical approaches use an enhancement factor to
characterize the reactions’ effect. Therefore our rigorous
approach to rate-based modelling, means the complete
consideration of physico-chemical effects in models
involving all multicomponent diffusional and reactive events,
is original.
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TABLE 1

Different approaches to rate-based modelling of multicomponent reactive separation

Authors Hydrodynamic model Reaction in film Nature of reaction Strategy of resolution Heat transfer

Taylor and Krishna (1993) Two-film + Kinetically controlled Numerical film discretization +

Dudukovic and Lee (1998) Two-film – Kinetically controlled Analytical +

Pagani et al. (2001) Two-film + Kinetically controlled/Equilibrium Numerical effective diffusivity –

Gorak et al. (1999a) Two-film + Kinetically controlled/Equilibrium Numerical effective diffusivity +

z’

z
G L

Interface

δ

Figure 3

Coupled transfers in rate-based model (film versus bulk).
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The conversion rate of instantaneous equilibrium reactions
(χ) is in fact an algebraic variable of DAE system of
equations, whose differential terms is hidden in the equation
of chemical equilibrium. To make appear these hidden
differential terms, it is necessary to differentiate frequently
the algebraic equations of chemical equilibrium in order to
obtain a pure system of differential equations. The number of
necessary differentiations to transform the DAE system into
a pure differential system of equations is known as the index
of differentiation. With respect to the DAE system of film
model, the index of differentiation is 3. The high index of
differentiation in film model signifies the complex relation
between conversion rate of instantaneous equilibrium
reaction (χ) and algebraic equation of chemical equilibrium
(Eq. 25).

For a high index of differentiation, the DAE system
integration using the Gear method (Gear, 1971) through the
axis of independent differential variable is complex. This
leads to discretize the film regions by finite differences with a
backward-difference approximation, in order to transform the
DAE system of equation into a pure algebraic set of
equations. Figure 4 gives a schematic picture of liquid film
discretization.

The bulk model forms a DAE system of index 2, while the
instantaneous chemical equilibrium conditions exist. The
bulk model can be similarly discretized by finite differences
in order to generate a set of pure algebraic equations. 

Newton-Raphson is the widely used approach to solve
nonlinear set of algebraic equations describing conventional
separation processes. To overcome the convergence problem,

it is necessary to limit the changes in increment in the vari-
able values. Limiting variable regeneration in each iteration
is particularly important when the values of variables conflict
with their expected physical magnitude. 

The Newton-Raphson method demands the evaluation of
partial derivatives of all the equations with respect to all
variables. Because of the difficulty in the estimation of partial
derivatives of thermodynamic properties with respect to
temperature and composition, almost all derivatives are
obtained analytically. The resulting Jacobian matrix with a
block tridiagonal structure can be solved using the Thomas
algorithm (Seader and Henley, 1981). This numerical
approach ensures a quadratic convergence as well as a
reasonable calculation time, using a proper initial guess. 

In the present model, an accurate estimation of mass
transfer coefficients, interfacial areas, liquid hold-ups, etc. is
needed. The thermodynamic properties are used not only for
the calculation of phase equilibrium but also to estimate the
driving forces in mass transfer for taking into account the
effects of non-ideality.

The effect of non-ideal thermodynamics manifests in the
composition-dependency of activity coefficients (γi). Generally
used relations such as Margules and Van Laar are less accu-
rate to reflect the composition impact on activity coefficients,
however they are considered as the simplest approaches with
respect to the newer ones, e.g. Wilson, NRTL and UNIQUAC.
For electrolytic solutions some recent approaches as SOUR-
WATER (Edwards) or UNIQUAC multisolvent electrolytic
(UQMS) can be applied. 
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6 TESTING NUMERICAL CONCLUSIONS
FOR ESTERIFICATION OF METHANOL

The introduction of instantaneous equilibrium reactions,
accompanied by chemical equilibrium equations, makes more
complex the numerical resolution of a model. This is due to
the formation of the DAE system of equations. The instanta-
neous reactive behaviour of a mixture is often observed in
reactive absorption operations with electrolytic systems, in
which we face more complexities such as ion formation,
existence of electrical driving force of diffusion, different
number of real species in each phase, and lack of some
empirical physico-chemical properties.

Therefore, the first step to validate the present model is to
simulate a basic example of non-electrolytic system
assuming a fictive instantaneous equilibrium reaction. The
esterification of methanol has been previously studied by
Doherty et al. (2003) and Agreda et al. (1990) and has been
well documented. So, this example is retained to validate all
numerical conclusions according to our rigorous approach of
rate-based modelling.

The liquid-phase is governed by the following equation:

C2H4O2 + CH4O ↔ C3H6O2 + H2O

The equilibrium constant of reaction is given by Doherty
et al. (1998) as a function of temperature:

(44)

Agreda et al. (1990) as well as Sawistowski and Pilavakis
(1979) propose the following expression (Eq. 45) to estimate
the reaction rate of esterification of methanol. The necessary
parameters have been given in Table 2.

(45)

TABLE 2

Reaction rate parameters for the esterification of methanol

Ea = 10 000 cal mol-1

k0 = 1.2 × 106 L mol-1 s-1

R = 1.989 cal mol-1 K-1

The UNIQUAC model (Prausnitz et al., 1999) is taken to
estimate the activity coefficients.

Table 3 gives binary parameters of UNIQUAC model for
this system.

The binary diffusivities in liquid phase are first estimated
for infinite dilution phase using Wilke and Chang method
(Reid et al., 1987). Then they are corrected by Vignes
relation (Reid et al., 1987) in order to take into account the
non-ideal effects. The estimation of binary diffusion
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coefficients in gas phase is realized by Fuller equation (Reid
et al., 1987) assuming the phase as ideal. Tables 4 and 5 give
some values of binary diffusivities in dilute liquid and gas
phases.

Methanol (MeOH) is the main component of the inlet gas
(98% vol). It is absorbed by Acetic Acid (AA) at 76 wt.% in
a packed column. Corresponding operating conditions have
been given in Table 6. The column is divided into 30 non-
equilibrium stages. The last stage (stage 30) represents the
bottom-column where the initial gas enters and the first stage
(stage 1) represents the top-column where the liquid solvent
is fed.

Figure 5 gives the component mole fractions in the
column. Almost all the methanol is absorbed between stages
30 and 20. The Newton-Raphson method provides a
quadratic and quick convergence in less than ten iterations.

Two regimes of chemical reaction (reaction at instantaneous
equilibrium and reaction with high kinetics) have been studied
in order to show clearly the impact of chemical reaction rate
and nature on mass transfer especially at the gas-liquid
interface.
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TABLE 3

Binary parameters UNIQUAC:
MA (Methyl Acetate), MeOH (Methanol), W (Water), AA (Acetic Acid)

aij (cal mol-1) j = MA j = MeOH j = W j = AA

i = MA 0 585.4818 789.9959 806.8436

i = MeOH –54.3376 0 95.2593 –40.7254

i = W 117.2113 –10.3767 0 –305.4517

i = AA –467.1250 –51.0491 427.7405 0

TABLE 4

Binary liquid diffusivities in dilute phase at T = 365.7 K
and P = 1 atm (Wilke and Chang)

D°L
ij (m

2 s-1) j = AA j = MeOH j = MA j = W

i = AA 3.511E-09 4.665E-09 9.940E-09 3.116E-09

i = MeOH 4.470E-09 5.939E-09 1.266E-08 3.967E-09

i = MA 2.987E-09 3.969E-09 8.456E-09 2.651E-09

i = W 3.173E-09 4.216E-09 8.983E-09 2.816E-09

TABLE 5

Binary gas diffusivities in dilute phase at T = 365.7 K
and P = 1 atm (Fuller)

DG
ij (m

2 s-1) j = AA j = MeOH j = MA j = W

i = AA 9.836E-06 1.397E-05 8.370E-06 2.189E-05

i = MeOH 1.397E-05 1.921E-05 1.196E-05 2.963E-05

i = MA 8.370E-06 1.196E-05 7.126E-06 1.868E-05

i = W 2.189E-05 2.963E-05 1.868E-05 4.574E-05
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If we increase sufficiently the kinetics of a kinetically
controlled chemical reaction, its behaviour would be similar
to a chemical reaction at instantaneous equilibrium. So, a
simple way to analyze the results of simulation based on an
instantaneous equilibrium reaction is to compare them with
the results of a similar simulation based on kinetically
controlled reaction with a sufficiently high kinetic constant.

Figure 6 shows the similarity between the two approaches.
In this figure, composition profiles through the column’s
height have been illustrated for two different regimes of
reaction: reaction at instantaneous equilibrium, and kineti-
cally controlled reaction with high kinetics. The differences

appear at intermediate stages where the maximum reaction
rate is observed. Increasing the reaction rate for a kinetically
controlled reaction is numerically limited, that’s why two
reaction approaches do not fit totally according to Figure 6.

To focus on mass transfer in film, Figure 7 gives Acetic
Acid (AA) molar flux profiles in a film for a fixed stage.
Results show the progressive shape of change in molar flux
through the interface, from a moderated kinetically controlled
reaction to an instantaneous equilibrium reaction.

Regarding Figure 7, for a kinetically controlled reaction,
the model respects the continuity of interfacial molar fluxes.
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Simulation results of esterification column based on Maxwell-Stefan formulation within films: a) Bulk liquid; b) Bulk gas.
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On the contrary, for an instantaneous equilibrium reaction,
the model applies the discontinuity of molar fluxes. This
assumption tries to rectify explicitly the difference between
liquid and gas interfacial molar flux for extremely fast
chemical reactions. 

Figure 8 gives composition profiles in film for a fixed
stage. Acetic Acid’s (AA) composition gradient is positive
while its molar flux is also positive. This phenomenon is
known as counter-diffusion and can not be described with
Fick’s law. 

Some phenomena such as osmotic diffusion (diffusion of
component despite the absence of a driving force), the
counter/reverse diffusion (diffusion in a direction opposite to
that dictated by its driving force) and the diffusion barrier
(zero diffusion flux despite a large driving force) can take
place in multicomponent mixtures where components are of
different size and nature. It would be inadequate to describe
these abnormalies with the Fick’s law. That’s why the
Maxwell-Stefan formulation is more adapted for
multicomponent mixtures.
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Figure 8

Counter-diffusion of Acetic Acid (AA) in liquid film. a)
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TABLE 6

Operational conditions for reactive separation column

Initial gas rich in MeOH

mol.s-1 x (mol.mol-1)

AA 0 0

MeOH 2.4769E-2 0.98 T = 65 °C

MA 0 0 P = 1 atm

W 5.0550E-4 0.02

Total 2.5275E-2 1

Initial liquid solvent

mol.s-1 x (mol.mol-1)

AA 1.5257E-2 0.4872

MeOH 0 0 T = 95 °C

MA 0 0 P = 1 atm

W 1.6060E-2 0.5128

Total 3.1317E-2 1
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CONCLUSION

The paper reviews rigorous rate-based modelling of multi-
component reactive separation. The integration of chemical
reaction and separation results in high yield and efficiency of
the separation unit. That is why attentions are mostly focused
nowadays on the rigorous modelling of such processes.

According to the rigorous rate-based approach, a direct
consideration of multicomponent diffusion and chemical
reactions is provided. A detailed description covers simulta-
neous mass and heat transfer, and reaction events including
reaction-diffusion coupling under steady-state conditions.

Film transfer is described, on the basis of the two-film
theory, while all chemical reactions are taken into account.
The use of enhancement factor has been avoided since this
approach is limited to simple reactive systems. Generalized
Maxwell-Stefan equations have been retained in order to
describe multicomponent diffusion complexities.

A rigorous rate-based model consists of rigorous sub-
models for thermodynamics, hydrodynamics, reactions and
simultaneous mass and heat transfer. Our first approach
towards rigor in terms of modelling concerns the modelling
methodology for complex diffusion-reaction conditions. In
this case no physicho-chemical simplification is considered
with regard to diffusion and reaction. Here, the limitations
are mostly due to the hydrodynamics simplifications. 

The resulting model generates a highly non-linear DAE
system of equations of index 3, whose integration under
differential form using Gear method is not realistic. Therefore
the model has been discretized with finite differences in order
to transform the system of equations into a pure system of
algebraic equations, to be resolved numerically by Newton-
Raphson method.

Here, the model and the associated methods of numerical
resolution are validated for the example of esterification of
methanol. This archetype non-electrolytic system permits an
interesting analysis of reaction impact on mass transfer,
especially near the phase interface. The numerical resolution
of the present model by Newton-Raphson method provides a
fast and quadratic convergence in less than ten iterations. 

The simulations show that the impact of reactions at chemical
equilibrium and that of kinetically controlled reactions with
high kinetics on mass transfer is relatively similar. Moreover,
Fick’s law is less adapted for multicomponent mixtures where
some abnormalities such as counter-diffusion take place.

The present model will also be applied to reactive separation
units with electrolytic solutions such as the multicomponent
absorption of acid-gases in amine electrolytic solvents.
Calculations will be compared with experimental data
obtained with a small pilot plant which is under construction.

REFERENCES

Agreda V., Partin L., Heise W.  (1990) High-purity Methyl acetate
via reactive distillation, Chem. Eng. Prog. 86, 2, 40-46.

Barbosa D., Doherty M.F. (1987a) Theory of phase diagrams and
azeotropic conditions for two-phase reactive systems, Proc. R. Soc.
Lond. A 413, 1845, 443-458.

Barbosa D., Doherty M.F. (1987b) A new set of composition
variables for the representation of reactive phase diagrams, Proc. R.
Soc. Lond. A 413, 1845, 459-464.

Chakravaty T., Phukan U.K., Weiland R.H. (1985) Reaction of acid
gases with mixtures of amines, Chem. Eng. Prog. 81, April, 32-36.

Danckwerts P.V. (1951) Continuous flow systems. Distribution of
residence times, Chem. Eng. Sci. 2, 1-13.

DeCoursey W.J. (1982) Enhancement factors for gas absorption
with reversible reaction, Chem. Eng. Sci. 37, 10, 1483-1489.

Doherty M.F. (1990) Topological theory of phase diagrams for
reacting mixtures, Proc. R. Soc. Lond. A 430, 1880, 669-678.

Doherty M.F., Huss R.S., Chen F., Malone M.F. (2003) Reactive
distillation for methyl acetate production, Comput. Chem. Eng. 27,
12, 1855-1866.

Doherty M.F., Song W., Venimadhavan G., Manning J.M., Malone
M.F. (1998) Measurement of residue curves maps and
heterogeneous kinetics in methyl acetate synthesis, Ind. Eng. Chem.
Res. 37, 5, 1917-1928.

Dudukovic M.P., Lee J.H. (1998) A comparison of the equilibrium
and nonequilibrium models for a multicomponent reactive
distillation column, Comput. Chem. Eng. 23, 1, 159-172.

Gear C.W. (1971) Simultaneous Numerical solution of differential-
algebraic equations, IEEE T. Circuit Theory 18, 89-95.

Gorak A., Kenig E.Y., Schneider R. (2001) Reactive absorption:
Optimal process design via optimal modelling, Chem. Eng. Sci. 56,
2, 343-350

Gorak A., Kreul L.U., Barton P.I. (1999a) Modelling of homoge-
neous reactive separation processes in packed columns, Chem. Eng.
Sci. 54, 1, 19-24.

Gorak A., Schneider R., Kenig E.Y. (1999b) Dynamic modelling of
reactive absorption with the maxwell-stefan approach, T. I. Chem.
Eng. A 77, 7, 633-638.

Higbie R. (1935) The Rate of Absorption of a Pure Gas into a Still
Liquid during Short Periods of Exposure, T. Am. Inst. Chem. Eng.
31, 365-389.

Hikita H., Asai S., Takatsuka T. (1972) Gas Absorption with a
Two-Step Instantaneous Chemical Reaction, Chem. Eng. J. 4, 1,
31-40.

Lockett M.J. (1986) Distillation tray fundamentals, Cambridge
University Press.

Newman J. (1991) Electrochemical systems, 2nd edition, Prentice-
Hall, Englewood Cliffs, NJ.

Pagani G., d’Arminio Monforte A., Bianchi G. (2001) Transfer-
based models implementation in an equation oriented package,
Comput. Chem. Eng. 25, 11-12, 1493-1511.

Prausnitz J., Lichtenthaler R., Gomes de Azevedo E. (1999)
Molecular thermodynamics of fluid-phase equilibria, 3rd edition,
Prentice Hall PTR, New Jersey.

Reid R.C., Prausnitz J.M., Poling B.E. (1987) Properties of gases
and liquids, 4th edition, McGraw-Hill, New York.

Sawistowski H., Pilavakis P.A. (1979) Distillation with chemical
reaction in a packed column, Inst. Chem. Eng. Symp. Series No. 56,
London, 49-63.

748



Seader J.D., Henley E.J. (1981) Equilibrium stage separation
operations in chemical engineering, Wiley, New York.

Slattery J.C. (1981) Momentum, energy and mass transfer in
continua, 2nd edition, Krieger publishing company, Huntington, NY.

Smith W.R. (1980) The computation of chemical equilibria in
complex systems, Ind. Eng. Chem. Fund. 19, 1-10.

Taylor R., Krishna R. (1993) Multicomponent mass transfer, Wily
series in chemical engineering.

Taylor R., Krishna R. (2000) Modelling reactive distillation, Chem.
Eng. Sci. 55, 22, 5183-5229.

Toor H.L. (1957) Diffusion in three component gas mixture, AIChE
J. 3, 198-207.

Valerio S., Vanni M., Baldi G. (1995) The role of non-ideal phe-
nomena in interfacial mass transfer with chemical reaction, Chem.
Eng. J. 57, 2, 205-217.

Versteeg G.F., Bosch H., Kuipers J.A.M., van Swaaij W.P.M.
(1989) Mass transfer with complex chemical reactions, Gaz
Separation Purification 3, 2, 75-83.

Versteeg G.F., Huttenhuis P.J.G., Agrawal N.J., Hogendoorn J.A.
(2007) Gas solubility of H2S and CO2 in aqueous solutions of
N-methyldiethanolamine, J. Petrol. Sci. Eng. 55, 1-2, 122-134.

Vignes A. (1966) Diffusion in binary solutions, Ind. Eng. Chem.
Fund. 5, 189-199.

Walas S.M. (1985) Phase equilibria in chemical engineering,
Butterworth, Stoneham, MA.

Wesselingh J.A., Krishna R. (1997) The Maxwell-Stefan approach
to mass transfer, Chem. Eng. Sci. 52, 6, 861-911.

Final manuscript received in February 2010
Published online in September 2010

A Ahmadi et al. / Rigorous Multicomponent Reactive Separations Modelling:
Complete Consideration of Reaction-Diffusion Phenomena

749

Copyright © 2010 IFP Energies nouvelles
Permission to make digital or hard copies of part or all of this work for personal or classroom use is granted without fee provided that copies are not made
or distributed for profit or commercial advantage and that copies bear this notice and the full citation on the first page. Copyrights for components of this
work owned by others than IFP Energies nouvelles must be honored. Abstracting with credit is permitted. To copy otherwise, to republish, to post on
servers, or to redistribute to lists, requires prior specific permission and/or a fee: Request permission from Documentation, IFP Energies nouvelles,
fax. +33 1 47 52 70 78, or revueogst@ifpenergiesnouvelles.fr.



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (Europe ISO Coated FOGRA27)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends false
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Remove
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile (None)
  /AlwaysEmbed [ true
    /Courier
    /Helvetica
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 240
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.20000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages false
  /GrayImageMinResolution 240
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.20000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages false
  /MonoImageMinResolution 960
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.20000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects true
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<
    /FRA <>
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
    <<
      /AddBleedMarks true
      /AddColorBars false
      /AddCropMarks true
      /AddPageInfo true
      /AddRegMarks true
      /BleedOffset [
        8
        8
        8
        8
      ]
      /ConvertColors /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /ClipComplexRegions true
        /ConvertStrokesToOutlines true
        /ConvertTextToOutlines false
        /GradientResolution 300
        /LineArtTextResolution 1200
        /PresetName <FEFF00410070006C006100740069007300730065006D0065006E0074002000480044>
        /PresetSelector /UseName
        /RasterVectorBalance 1
      >>
      /FormElements true
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles true
      /MarksOffset 8
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PageMarksFile /RomanDefault
      /PreserveEditing false
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [2834.646 2834.646]
>> setpagedevice


