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ABSTRACT
A Kinetic Study of Methanol Synthesis in a Slurry Reactor Using a2 CuO/Zn0/Al703
Catalyst. (May 1992)
Hamad Abdulwahab Al-Adwani, B.S., Kuwait University
Co-Chair Of Advisory Conimittcc: Dr. R. G. Anthony
Co-Chair Of Advisory Committee: Dr. A. Akgerman-

A kinetic model that desgribes the methanolb production rate over a
CuO/ZnO/Alp03 catalyst (United Catalyst- L-951 at typical industrial operating
conditions is developed using a slurry reactor. Different experiments are conducted in
which the Hy/(CO+CO») ratio is equal to 2, 1, and 0.5, respectively, while the CO/CO7
ratio is held constant at 9. At each H/(CO+CO2) ratio the space velocity is set at four
different values in the range of 3 000-13 000 Vhr kggat.

The effect of Hy/(CO+COgz) ratio and space veloci'ty on methanol production
rate, conversions, and p-roduct composition is further investigated. The results indicate
that the highest methanol production rate can be achieved at Hp/(CO+CO3) ratio of 1
followed by Ho/(CO+CO3) ratio of 0.5 and 2 respectively. The hydrogen and carbon
monoxide conversions decrease with increasing space velocity for all Hy/(CO+COj3)
ratios tested. Carbon monoxide hydrogenation appears to be the main route to methanol
at Hy/(CO+CO3) ratio of 0.5 and 2. On the other hand, carbon dioxide hydrogenation
appears to be the main route to methanol at Hp/(CO+COj3) ratio of 1. At all
Hp/(CO+CO») ratios, the extent of the reverse water gas shift reaction decreases with
increasing space velocity.

The effect of temperature on the kinetics is examined by using the same
experimental approach at 508 K. It is found that a different reaction sequence takes place

at each temperature.



Also, a time on stream study is conducted simultaneously in order to investigate

the characteristic of catalyst deactivation with time on stream. During the first 150 hours

of time on stream, the catalyst loses approximately 2/3 of its initial activity before

reaching a steady state activity.
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CHAPTER 1
INTRODUCTION

1.1 Introducdon

!Methanol is one of the basic feed stocks in the chemical industry and its demand
is increasing on a regular basis. Studies are being conducted for building new methanol
plants in different locations around the globe. It is being used as a fuel additive and as a
clean burning fuel. Moreover, methanol is the starting point for formaldehyde, methyl
tetr-butyl ether (MTBE) and other solvents.

Worldwide, most methanol is produced directly from synthesis gas, a mixrre of
Hjy, CO, and CO9, in a gas phase fixed bed reactor over a CuO/ZnO/Al70O3 caralyst.
Being the only oxygenate produced directly from synthesis gas in high selectivity,
methanol provides a single carbon feed stock for synthesizing higher oxygenate
chemicals that cannot be produced directly from synthesis gas in high selectivities, (King
and Grae, 1985). Nevertheless, methanol synthesis kinetics are complex and disagreed
upon by different researchers. In 1991, the international annual production of methanol
reached about 22 Million tons (Crocco, 1991), which makes it a 4 Billion dollar business.
Therefore, a good understanding of the kinetics of methanol synthesis will increase
profits and improve energy conservation.

Methanol is produced from synthesis gas over a CuO/Zn0, a CuO/Zn0O/Cry03, or
a CuO/Zn0/Al»O3 catalyst. The later is considered of industrial importance. The three

principal reactions that occur during methanol synthesis are:

CO+2H2 < CH3:OH AH 20sx=—21.7 kcal | mol
COz243H2 & CH3:0H+H:20 AH 20ax=-11.9 kcal | mol
CO2+H: & CO+H0 AH 203x=+9.8 kcal | mol

1This thesis follows the style and format of the AICKE Journal.



The literature is divided on which of the above reactions actually contribute to
methanol synthesis. A study by Liu et al. (1985) indicates that methanol synthesis is best
represented by the carbon monoxide hydrogenation reaction. On the other hand, Lee et
al. (1989) assert that carbon dioxide hydrogenation to methanol is the dominant reaction.
However, Schack et ai. (1989) suggest that carbon monoxide hydrogenation is the main
route to methanol at typical industrial conditions while carbon dioxide is the main route
under lower temperatures and pressures

The oil crisis in the early 1970's accelerated the need to find alternative fuel
sources. Methanol has a potential as a clean buming fuel that can be produced from coal
derived synthesis gas. Unfortunately, The coal derived synthesis gas is characterized by
low H7/CO ratios that make the majority of niethanol synthesis catalysts susceptible to
poisoning by coke deposition causing the catalyst activity to decrease.

Most methanol production plants employ the same chemical process in which a
purified synthesis gas with the H7/CO ratio of 5 to 8 is passed through a fixed bed
reactor over a Cu/ZnO catalyst at pressures and temperatures ranging from 5 to 10 MPa
and 500 to 575 K. Methanol is then cellected by condensation and purified while the
unreacted synthesis gas is recycled. The Lurgi, ICI, and Lind_e companies are all
utilizing fixed bed reactors in their methanol synthesis processes. In the Linde's process,
the reactor has a shell and tube configuration in which the shell side is filled with the
catalyst and the heat generated by the reaction is removed by injecting boiler feed water
into the tubes. The Lurgi's process is completely the opposite to the of Linde's. Fixed
bed reactors operate at near plug flow conditions and endure high space velocities. The
later characteristic is of great importance in methanol synthesis in order to minimize
synthesis of side products (Natta, 1955). Fixed bed reactors are used extensively in the
chemical industry because of their simplicity and low cost of construction, operation, and

maintenance. One of the important features of the fixed bed reactor is that, unlike slurry



and fluidized bed reactors, there are no difficulties in separating the catalyst particles
from the rcactd:' effluent stream (Hill, 1977).

Liquid phase methanol synthesis processes are also being developed by industry.
Air Products and Chemicals company with funding from the Department of Energy built
a 5 ton/day plant employing the liquid phase methanol process technique where the
catalyst is slurried with a mineral oil. The type of mineral oil used in that plant is the
same as of that used in this study. A wide range of Ho/CO ratios can be handled in this
process. Slurry reactors are used in order to avoid the main drawback of the fixed bed
reactors which is non isothermal conditions when conducing exothermic reactions like
the methanol synthesis reaction. Slurry reactors provide good heat recovery and
tsothermal conditions because of the high heat capacity of the slurry liquid. Also, fine
particles of the catalyst in the slurry increases the intraparticle effectiveness, and
therefore provide a high rate of production of methanol per urit weigh of catalyst.

Pass et al. (1990) studied methanol synthesis in a trickle bed reactor where the
feed gas and the oil flow cocurrently over a Cu®/Zn0/Al»03 catalyst at 523 K and 7.1
MPa under a wide range of space velocities and at a Hp/(CO+COp) ratio of 1.
Substantially high methanol productivities and conversions where achieved compared to
those achieved in a slurry reactor at similar space velocities due to plug flow conditions
encountered in the trickle bed reactor compared to back mixing conditions in the slurry
Teactor.

Along with the CuO/ZnO, Cu0/ZnO/Crp03 and CuO/ZnO/Al;03 catalysts,
other catalysts are being investigated for practical use. Maj et al. (1985) prepared and
characterized Na-ThO9 and NH4-ThO> catalysts for methanol production that produced
CO conversions of 3% with high selectivities. Pd/SiO7 and Rh/TiO7 catalysts were
investigated by (Poutsma et al., 1978 ; Kelly et al., 1986) showed lower activities than an
CuO/Zn0, Cu0/Zn0/CryQ3, and CuO/Zn0/Al,07 catalysts. Intermetalic catalysts like

Cu/Cey and CwThy were reported to demonstrate activity towards methanol synthesis.



Recently, Stiles et al. (1991) prepared a catalyst system (Cw/Mn/Zn/Co/Ct/(K+Cs) =
4/3/1/0.028/(15 wt. %+4.0 wt %)) with high activity for producing higher alcohols.



1.2 Objectives,

The aim of this work is to develop a kinetic model that describes the methanol
production rate over a Cu0/Zn0O/AlpO3 catalyst (United Catalyst L-951) at typical
industrial operating conditions of 523 K, and 5.2 MPa using a slurry reactor. Different
experiments will be conducted in which the Hp/(CO+CO») ratio is adjusted at 2, 1, and
0.5, respectively, while the CO/CO5 ratio is held constant at 9. At each Hy/(CO+COj)
ratio the space velocity is set at four different values in the range of 3 000-13 000
I/hr kgeqy - A slurry reactor is used in this study to eliminate variables such as wetting
efficiency, flow irregularities, and heat temperature profiles that usually occur in trickle
bed reactors.

The advantage of the proposed work is that the wide ranges of Ha/(CO+CO2)
ratio and space velocity will provide experimental data sufficient enough to produce a
general power law kinetic model that best describes methanol production using a
Cu0/Zn0/Al» 03 catalyst and to obtain information about the effects of Hz/(CO+CO2)
ratic and space velocity on methanol production rate, conversions, and product
composition.

The effect of temperature on the above mentioned parameters is investigated by
using the same experimental approach at 508 K.

Also, a time on stream study will be conducted simultaneously in order to
investigate the characteristic of catalyst deactivation with time on stream. The reaction is
operated continuously in order to simulate pilot plant conditions and avoid secondary

reactions.



CHAPTER I
LITERATURE REVIEW

2.1 Reaction Mechanism

No universal methanol synthesis reaction mechanism has been determined by

researchers yet dus to the complex nature of methanol synthesis, the different types of

catalysts used in these studies, and the different apparent rate controlling steps of these

catalysts. Rase (1990) describes the following mechanism for methanol synthesis over a

CuO/Zn0/Al» 03 catalyst:

L Adsorption of Hy on an active site.

2. Adsorption of CO on an electron deficient active site which in tum reacts with
the oxygen end of CO, forming a strongly bonded activated complex.

3 The migration of the adsorbed H to the adsorbed CO in order to form a surface
formyl species.

4. The surface formy! species is hydrogenated to form a surface methoxide.

5. The surface methoxide in tumn is hydrogenated to methanol which is desorbed

yielding the original catalyst site.

Aharoni et al., (1974) suggest different reaction steps are to be taken as the rate

- determining stage over a CuO/Zn0/Al03 catalyst, among these are:

1.
2.

Adsorption of Hy and CO on active sites.

Trimolecular reaction between adsorbed Hy and adsorbed CO.

Reaction between the adsorbed hydrogen atora and the adsorbed surface

compound CH30.
Reaction between gaseous Hy and the surface compound.

Two stage hydrogenation of adsorbed CO by adsorbed hydrogen.



2.2 Steady State Kinetics

The roles of carbon dioxide and carbon monoxide in the methanol synthesis are
surrounded by controversy. This controversy is hindering the development and
optimization of methanol synthesis industrial processes, (Lee et al.,1989).

Schack et al. (1989) studied methanol synthesis over a CuO/ZnO/Alp07 catalyst
supplied by BASF in a Berty reactor with a Hyp/CO/CO feed gas ratio range of 70/30/0
to 70/22/8. The pressure and temperature were in the range of 2.89 to 4.38 MPa and 483
to 513 K respectively. The space velocity was kept constant at 9 500 Vhr kgea. The
catalyst was reduced in-situ. Schack determined that the optimum methanol production
rate occurred at a carbon dioxide concentration of 2 mule percent in the gas feed with a
constant CO/H3 ratio of 1.0/3.9. When the carbon dioxisle mole percent in the feed was
held constant at 2% while increasing the mole percent of carbon monoxide in the feed
with the balance being hydrogen, a maximum methanol production rate occurred in the
range of carbon monoxide mole percent of 20 to 29% depending on the pressure at
488 K. When carbon monoxide was replaced with helium in the feed, methanol
production raté dropped drastically and more water was produced. Schack concluded
that carbon dioxide concentrations above 2 mole percent prevents the carbon monoxide
hydrogenation reaction, and when carbon monoxide exists in the feed, the water-gas shift
reaction proceed in the forward direction and vise versa. Schack indicated that carbon
dioxide acts as a catalyst promoter and a methanol producer. Finally Schack concluded
that carbon monoxide hydrogenation is the main reaction in methanol synthesis under
usual industrial conditions while carbon dioxide is the main source of methanol at lower
temperatures and pressures.

On the other hand, Chinchen et al. (1990) used isotopic labeling to determine the
main reaction that occurs in the methanol synthesis under the typical industrial conditions
of 523 K and 5.2 MPa. Chinchen found that the methanol produced had the same 14C as

that of carbon dioxide used in the feed gas. Therefore, he points out that methanol is



directly produced from carbon dioxide immediately whereas carbon monoxide is first
converted to carbon dioxide via the reverse water gas shift reaction, and carbon dioxide
remains the principal source of methanol. The distribution rate of 14C was slow enough
to identify the following reactions:
| 14C0 + 1200, e 14C0;, + 12CO
H,0 + 14C0 & 14C0O, + H;
12C0 + 0y = 12C0,

The catalyst used by Chinchen was a Cu0O/Zn0/Al»03 catalyst manufactured by
ICI and had a composition of 60% CuO, 30% ZnO, and 10% Al203 by weight,
(Chinchen et al. 1987). The experiments were coﬁducted in a fixed bed reactor and the
space velocity was varied between 15 000 and 120 000 hr-1 while the CO and CO2 mole
percent in the feed was varied between 9.2 to 21.7 % and 0.01 to 10 % respectively with
the balance being hydrogen. The reactor volume along with the catalyst loading were not
given,

Lee et al. (1989) investigated the kinetics of methanol synthesis in a one liter
' slurry reactor using Witco-40 mineral oil and a catalyst with particle size of 106 microns
as slurry. The pressure was set at 6.5 MPa while the temperature was varied between
478 and 523 K. Two types of catalysts where used, the first catalyst investigated was a
BASF CuO/Zn0/Al»O3 catalyst and the second was a United Catalyst
Cu0/Zn0/Alp03/SiO7 catalyst. Only methanol and water were detected at the reactor
effluent stream. Three different sets of experiments were conducted. In the first
experiment, the gas feed composition was set at carbon monoxide free synthesis gas,
while in the second carbon dicxide free synthesis gas was introduced, and in the third set,
the Ho/CO ratio was held at 0.656 while the CO/(CO+Hj) ratio was varied between
0.047 and 0.264 at five different levels. Lee, in agreement with Schack et al. (1989),
concluded that methanol production rate reaches a maximum as the mole percent of

carbon dioxide in the feed increases. After reaching the maximum value, methanol



productivity decreases as the mole percent of carbon dioxide increases. The location of
the maximum is a function of temperature. The hydrogenation of carbon dioxide was
found to best describe methanol synthesis.

The third set of experiments was conducted to investigate the catalyst activity,
which was found to decrease remarkably when no carbon dioxide was used in the feed.
Lee suggests that this drop in the catalyst activity is due to the deposition of carbon on
the catalyst by the Boudouard reaction, and not due to the absence of CO» as a vatalyst
promoter by maintaining the catalyst in the proper state of oxidation through the
following reaction:

Cu + COy < Cu0 + CO

Natta (1955) studied methanol synthesis kinetics in a fixed bed reactor over a
Zn0/Crp03 catalyst and a Cw/ZnO/Cr703 catalyst. The temperature measured over 90%
of the reactor length was at a constant value (* 1 K). The temperature and pressure were
in the range of 573 to 633 K and 20.3 to 3.04 MPa. Carbon dioxide was not used in the
feed, while the Hy/CO ratic was varied between 2 and 10 at different space velocities.
Natta indicates that equilibrium can be reached at H3/CO ratios greater than 10, because
hydrogen adsorption rate cccurs at a much slower rate than the adsorption rate of carbon
monoxide on the catalyst surface. Therefore, it is suggested to operate at Hy/CO ratio
greater than 10 in order to achieve stoichiometric Hy/CO ratio of 2 in the adsorbed
phase. The role of carbon dioxide in methanol synthesis was discussed by Natta as well.
He suggests that carbon dioxide has a favorable significance on methanol production
because it decreases the mole fraction of dimethyl ether in the gas efflusnt stream,
inhibits the conversion of carbon monoxide to carbon dioxide if water is present, and
provide a better temperature control, because the heat evolved from the carbon dioxide
hydrogenation reaction is lower than that of carbon monoxide hydrogenation reaction.

However, Natta did not discuss the effect of carbon dioxide on the catalyst activity.
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Klier et al. (1982) studied methanol synthesis in a fixed bed reactor using a
CuO/Zn0O catalyst. The temperature was in the range of 498 to 523 K, while the
pressure and the space velocity were held constant at 7.6 MPa and 6 100 Vhr kggq:
respectively. The hydrogen mole fraction in the feed was held constant while the
CO/CO5 ratio was varied in order to find the role of carbon dioxide in methanol
synthesis. The maximum methanol production rate was found at Hp/CO/CO» ratio of
70/28/2 indicating that the optimal mole fraction of carbon dioxide in the feed gas is 0.02
at 523 K. This value agrees with the results obtained by Schack et al.(1989). Klier
concluded that carben dioxide mainly plays the role of catalyst promoter. He came to
this conclusion by observing that a conversion to methanol of 47% was achieved using a
gas feed with a carbon dioxide mole fraction of 0.06. On the other hand, when using a
carbon dioxide free gas feed, 51 to 61% conversion to methanol were achieved.

Liu et al.(1984) extensively studied the effect of the feed composition on
methanol synthesis. The investigation was conducted using a constant volume batch
reactor and a CuO/ZnO catalyst. The temperature was in the range of 468 to 498 K
while the pressure was held constant at 17.2 MPa. The catalyst was reduced using an
N2/Hy mixture with a ratio of 98/2. Liu observed that methanol production rate
increased with increasing CO9/CO ratio. Methanol production rate reached a maximum
when carbon monoxide free gas was used as feed. Water had an inhibiting effect on
methanol production, because water is strongly adsorbed on the catalyst surface.
However, Liu found that small amounts of carbon dioxide or water keep the catalyst
active. Due to the inhibiting effect of water and the favorable effect of carbon dioxide on
methanol production, Liu reéched the conclusion that carbon dioxide hydrogenation is
the main route to methanol production.

Graaf et al. (1988) found that the water produced was more than what was
accounted for thermodynamically, and suggests that the extent of the water gas shift

reaction is negligible because the water gas shift reaction is relatively slow compared to
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the methanol synthesis reaction. Therefore, the carbon dioxide hydrcgenation reaction
must be the main route to water production. Graaf calculated the rate of production of
methanol from carbon monoxide and carbon dioxide respectively, and found that both
carbon monoxide and carbon dioxide contribute significantly to methanol production.
The study was performed in a spinning basket reactor using a commercial
CuO/Zn0/Aly03 catalyst supplied by Haldor Inc. The temperature and pressure were in
the range of 483 to 517 K and 1.5 to 5.2 MPa, respectively. The gas feed composition
was adjusted at different values where the hydrogen mole fraction was between 0.625

and 0.90 and that of carbcn monoxide between 0 and 0.22 with the balance being carbon

dioxide,

2.3 Kinetic Models

Chemical kinetics that describe the reaction rate will still be valid and appreciated
cven if their mechanisms were proven to be incorrect. For methanol synthesis reaction,
developing a mechanistic kinetic model is not an easy task because of the controversial
results given by previous researchers.

Methanol production rate is usually described by a power law or a Langmuir-
Hinshelwood expression. Agny and Takoudis (1985) proposed the following two-

parameter kinetic model using the Langmuir-Hinshelwood approach:

_Payon

K. ) ( Pcopgif)" (1

Fmenaat =K ( PooP?iz

Where k is the reaction rate constant and Keq) is the equilibrium constant of
carhon monoxide hydrogenation reaction. The value of the pre-exponential factor and
the overall activation erergy at 523 K are 13 600 mol/(s atm gg5;) and 34 000 cal/gm,q)

respectively.  Agny and Takoudis postulated that the adsorbed CO molecule
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dissocaitively adsorbs a hydrogen molecule to form the formyl intermediate CHO- with
Hy/CO ratio of 0.5/1 which is represented in the ( pe, py)° term where n was
determined as -1.3 empirically, The CHO- intermediate was postulated to be the
abundant surface intermediate while the rate determining step was the surface reaction
between the adsorbed hydrogen and the methoxy intermediate CH30-. Carbon dioxide
was detected at the reaction effluent stream with concentrations between trace amounts to
0.51 percent. They suggested that carbon dioxide is produced from the water gas shift
reaction and the redox reaction from the oxidized state to the reduced state of the
catalyst. The study was conducted using a U shaped fixed bed reactor and a
CuO/Zn0O/Al1;03 catalyst supplied by United Catalyst. The pressure and temperature
where maintained in the range of 0.3 to 1.5 MPa and 523 to 563 K respectively. A
carbon dioxide free synthesis gas was used as feed, therefore, no term. corresponding the
carbon dioxide was incorporated in the rate equation. The Hp/CO ratio was maintained
between 2.1 and 2.4.

Klier et al. (1982) assumed that CH30H and H7O are weakly adsorbed on the
active sites and CO7 competes with Hy and CO for active sites. As a result, Klier et al.
developed the following kinetic model based on two synthesis route terms. The first
describes methanol synthesis from CO hydrogenation while the second describes
methanol synthesis from CO7 hydrogenation. Unlike Agny et al.(1985), Klier et al. took
into consideration the effect of carbe dioxide as a catalyst promoter and a source of

methanol in the rate equation:

ky A%K%(pﬂ)s KcoK%:( Pcopih""“‘—‘p?’o”) :
Pmethanol = Peo = +k2( Peos

(1 + K2Pco, Y(1+KcoPeo+KcosPeon K Puy )

co

) Pcmonpriw) 2)

pL:KﬂF



Where Kgq, and Kng. are the equilibrium constants for CO and COj

hydrogenatidn reactions respectively and (k;A¢%), Kco» Kuz Kcoap Kz, kg are the
desorption and adsorption parameters The values of these parameters at 523 K are 4.095,
2.625, 1.584, 5.00, 1.00, 9.00, 90.00, and 3.75 respectively, where the partial pressures
are given in atmospheres.

Graaf et al. (1988) studied methanol synthesis in a spinning basket reactor over a
commercial CuO/ZnO/AlpO3 catalyst at pressures between 1.5 and 5.2 MPa and
temperatures between 483 and 518 K. The Hy/CO/CO7 ratio was varied between
67.4/26.1/6.5 and 88.5/11.5/0. Graaf indicates that methanol is directly produced from
both carbon monoxide and carbon dioxide hydrogenation reactions. Surplus amounts of
water were collected during the experiment relative to the amount predicted by
equilibrium calculations. Graaf assumed that the hydrogen molecule is dissociativly
adsorbed on the catalyst surface . After testing 48 different kinetic models based on
different mechanisms, the following dual site Langmuir Hinshelwood rate expression is

given by Graaf:

A PcoPm"'p'gﬂ") +B ( Pco:PH:'g'mz'oH—M)
PH:Kan szKm (3)

" (1 +C Peo*D Peoy) (L HE D)™ +F Puso)

T methanol

Where the rate controlling step is the surface reaction between the adsorbed Hp
molecule and the formyl species. The kinetic parameters A, B, C, D, E, and F were fit
from data, and the equilibrium constants,Keq) and Keqp were determined from
thermodynamic correlations. The kinetic parameters values are given as functions of
reaction températurc.

McNeil et al. (1989) used a Berty reactor to investigate the kinetics of methanol

synthesis over a wide range of H7/CO/CO ratios using a commercial CuO/ZnQ/Al;03
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catalyst supplied by BASF. The temperature and pressure were maintained in the range
of 483 to 513 and 2.89 to 4.38 MPa, respectively. This model takes into consideration
both carbon monoxide and carbon dioxide hydrogenation reactions. It also includes the
role of carbon dioxide as a methanol production inhibitor.

In developing the kinetic model, the following assumptions were made
1. The hydrogen molecule is dissociatively adsorbed.
2. The number of sites that contain hydrogen molecules is constant.
3. The rate determining step for the carbon monoxide reaction is the surface reaction
between the hydrogen atom and the methoxy intermediate which is the most abundant
reaction intermediate for the carbon monoxide hydrogenation reaction.
4. The raic determining step for the carbon dioxide reaction is the surface reaction
between the hydrogen atom and the formate intermediate which is the most abundant
reaction intermediate for the carbon dioxide hydrogenation reaction.
5. Hydrogen is adsorbed on ZnO while the carbon monoxide and carbon dioxide are
adsorbed on copper, where the CO» is adsorbed on Cu? sites and CO is adsorbed on
Cu*! sites.

With these assumptions, McNeil proposed the following rate equation:

PooPlia Panox Deos Pra - Pcusent Puzo

Keql 1y chz pflz 4
3712 +( 172 2 3 ) ( )
AtPcoPez TR Py *CiPe A2Pcoz Pz ¥B2Pcoz Y CaPino

rmdhmsal:(

The values of the equaticn parameters, A1, A3, By, By, C1, and C; were derived
from the experimental data, while Keqq and Keg are the equilibrium constants for the
carbon monoxide and carbon dioxide hydrogenation reactions respectively. The

parameter values at 513 K are A;=3.762%105, A,=8.939%105, B=1.536*107,
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B,=2.368*106, C;=2.993*107, and C,=7.702%105, where the partial pressures are given
in Mpa.

Natta (1955 used a fixed bed reactor to study methanol synthesis in the gas phase
over ZnO/CrpC3 and CuO/ZnO/CryO3 catalysts using a carbon dioxide free synthesis
gas. The pressure was set at 30 MPa while the temperature was varied between 573 and
633 K.

It was found that the adsorpdon and desorption steps of hydrogen and carbon
monoxide are faster than their reaction on the catalyst surface. The reaction is
trimolecular involving two Hydrogen molecules and one carbon monoxide molecule.

With these assumptions, the following kinetic :nodel was proposed:

YeoPeol YusPus) = Yenyon Petson
K.

T'methanol = (5)
( A+B YepPcot C YuaPu:t D Yeuson Penon)

The parameters A, B, C, and D were regressed from experimental data and the
values of the parameters are different for each of the two catalysts used and depend also
on the tempéfaturc. chl is the thermodynamic equilibrium constant for the carbon
monoxide hydrogenation reaction and v; is the fugacity coefficient of each component.
Natta reported thar the agreement between the calculated values and the experimental
dara were best at low CO/Hj ratios.

A l.angmuir-Hinshelwood rate equation was derived by Villa et al, (1985) in
which it was assumed that the rate determining stcp is the carbon monoxide
hydrogenarion surface reaction between the adsorbed hydrogen and carbon monoxide
molecules. The study was conducted in a Berty reactor over a CuO/ZnO/AlyO3 catalyst
at the temperature and pressure ranges of 488 to 518 K and 3.0 to 9.5 MPa. Villa

proposed the following model:
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2 _ Pcuion

PcoPu; K
= (6)
(A *B peo+C Pco tD Panon)

Pmethanat =

Where Kggq1 is the equilibrium constant for the carbon monoxide hydrogenation
reaction and the prarameters A, B, C, and D where regressed from experimental data.

Dybkjaer et al. (1981) devise& the following Langmuir-Hinshelwood rate
expression for methanol synthesis assuming that the sites that adsorb carbon monozxide

and carbon dioxide are different from the one that adsorb hydrogen and water:

Pcason
k py,(1- =<2
i Keq:pcapih \

Ymetkanol = B » (71
12 0
(1 +4 Pnf + =50
Ha

Where Keql is the thermodynamic equilibrium constaxit of the carbon monoxide
hydrogenation reaction and the parameters A, B, and k were empirically regressed from
kinetic data. The investigation was performed in a fixed bed reactor over a
Cu0/Zn0/Cry07 catalyst.

Leonov et al. (1973) studied methanol synthesis in a fixed bed reactor over a
CuO/Zn0/Alp03 catalyst using a carbon dioxide free synthesis gas. The temperature
and pressure were set in the range of 493 to 533 K and 4.0 to 5.5 MPa while the Hz/CO
ratio was held at 2. .

Leonov deduced a power law kinetic model that takes into consideration the

forward and backward carbon monoxide kydrogenation reaction:
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Where k and Keqp are the reaction rate constant and the thermodynamic
equilibrium constant of the forward carbon monoxide hydrogenation reaction,
respectively.

Weimer et al. (1987) conducted liquid phase methanol production operations in a
one liter slurry reactor at 5.2 MPa and 523 K. Space velocities were varied between
5 000 and 15 000 Vhr kgeat and the H9/CO/CO4/N7 ratio was set at either 35/51/13/1
(CO rich gas) or 55/19/5/21 (balanced gas), respectively. The catalyst particle size was
less than 10 microns.

Carbon monoxide rich gas feed was used to simulate synthesis gas derived from
coal. When carbon monoxide rich gas was fed, increasing the space velocity caused the
carbon monoxide conversions to decrease and the methanol productivity to increase. The
same trand was observed for the balanced gas case. It was shown that the mass transfer
resistances were negligible at a stirrer speed of 1200 rpm for 10 wt. % slurry. Weimer
indicates that methanol production rate is approximately proportional to pi3 and p3?

by postulating the following rats expression:

' f
ol =Wk 2 \ms 1- J CHOH o

Where k is the reaction constant, Kegq] is the equilibrium constant for the carbon
monoxide hydrogenation reaction, and the fj's are the fugacities of each component. The
value of m depends on the catalyst and for this case it was 1/3 since the data collected
indicate an overall first order behavior. The water partial pressure term was neglected

because water production rate was small.
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The other study in which methanol synthesis was investigated in the liquid phase
was conducted by von Wedel et al. (1988). A slurry reactor was used with a
Cu0/Zn0/Al»O7 catalyst. The temperature was in the range of 49G to 520 K and the
pressure was in the range of 2 to 6 MPa. The partial pressure of carbon dioxide was
increased from O to 1 MPa while the (C0+H2)‘ partial pressure was varied between 1 and
5 MPa in order to find the optimal synthesis gas composition at which maximum
methanol production rate is achieved. That composition was found at a carbon dioxide
partial pressure of 0.2. Although the effect of carbon dioxide on methanol production
was not incorporated in the suggested rate equation, von Wedel et al. indicated that the
role of carbon dioxide is to keep the catalyst in the active stat.e, and proposed the
following power law rate equatior:

Fechanat = (A1 €57 PG P’ )-(A2€®'™ Plons) . (10)

Es and Eyp, are the activation emergies for the forward and reverse carbon monoxide
hydrogenation reaction, respectively. The parameters Aj and A were derived from
kinetic data and reported as 1.97*107 and 2.51*10190 respectively, where the partial

pressures are given in MPa.

2.4 The CuC/Zn0/Al703 Catalyst

The Cu0/Zn0/Al»O3 catalyst nsed in this study was supplied by United Catalyst.
The manufacturer reports that the catalyst is 42 wt. % CuO, 47 wt. % ZnO, and 10 wt. %
Al»03 along with traces of graphite, sulfur, sodium, chlorine, and other heavy metals.
The manufacturer indicates that the catalyst surfacc area is 55 ‘m2/g with a pore volume

of 0.2 to 0.3 cc/g for peres with radius greater than 29.2 angstroms.

Natta (1955) and Chinchen et al. (1990) indicate that the activity of the catalyst

under investigation is 2 function of the copper metal area and not the wt. % of copper and
pp PP
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it is indeperdent of the support indicating that the reaction occurs on the copper. They
also indicated that alumina or chromia along with ZnO hinder agglomeration of Cu
particles, and interestingly, ZnO reacts with alumina or chromia to block the conversion
of methanol to dimethy! ether which is a thermodynamically favored reaction under
industrial operating conditions. Also, ZnQ plays the role of a sink for poisons by

reacting with chlorine and sulfur components.
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CHAPTER IiI
EXPERIMENTAL

3.1. Apparatus

A methanol production unit was‘designed and built. It consists of three zones; the
gas feed mixing, the slurry reactor, and products separation and analysis, The system
diagram is shown in figure 1. All kinetic experiments were conducted in a stirred 100 cc
Autoclave laboratory reactor model EZE-seal. The body of the reactor is made of
stainless stee! with an inner diameter of 46 mm and 13 mm thick, with a maximum
working pressure of 3 300 psi at 850 °F. The vessel has six posts, one gas inlet, and one
thermowell. One 6f the ports is used to install a U shaped thermowell to measure the
temperature of the gas phase in order to eliminate wall effects on the measured gas phase
temperature. The reactor effluent port is connected to a 5.0 micrometer filter to prevent
the catalyst entrainment. The feed gas and the recycled oil are introduced to the reactor
at two different poris. A baffle bar and a bladed imneller are connected to the stainless
steel reactor cover. The baffle bar is used in order to inhibit vortex formation. The
mmpeller is used to keep the catalyst suspended in the shurry and.cnhance the mixing of
the reactants in the slurry phase. The impeller is driven by a Magnadrive II stirrer model
0.75-1 that is capable of delivering 0.45 hp at 3 000 rpm. Cooling water is run through
the Magnadrive assembly to keep the temperature of the assembly in the permissible
range. A rupture disc with a rating of 3000 psi was supplied by the manufacturer for

safety reasons. A schematic drawing of the slurty reactor is shown in figure 2.

Feed gases, Hp, premixed CG/CO3, and nitragen, are supplied in cylinders.
Before being introduced to the system, hydrogen is passed through a molecular sieve
guard bed to remove moisture, and the CO/CO mixture is passed through two stainless
steel guard vessels in order to remove catalyst poisons like iron and nicke! carbonyls.

The first vessel contains molecular sieve and the second contains activated carbon. The
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activated carbon vessel is located behind the molecular sieve vessel in order to remove
Ni(CO)4, because commercial methanol catalysis can not accommodate carbonyi poisons
of more than 10 parts per billion (Golden et al. 1991). An activated carbon filter is

installed just before the reactor inlet in order to further remove impurities

Two mass flow controllers are provided to adjust the flow of feed gases. Roth of
the flow meters are Brooks model 5850E equipped with Brooks 5869 flow indicators.
The hydrogen mass flow controller has a range of 0 to 1 000 standard milliliters per
minute (smipm) and that of CO/CO2 have a range of 0 to 2 000 smlpm. The
manufacturer indicates that the measurement percent error range of both flow controllers
is -0.25 to +0.4. When both streams leave their designated flow controllers they are
mixed at a T fitting. The composition of that mixture ( Hp, CQ, and CO3) is checked by
introducing a high pressure inlet gas sampling port equipped with a metering valve to
reduce flow. The flow controllers are calibrated using a vertical bubble flow meter over

the entire operating range. The calibration curves for Hydrogen and CO/CO7 flow

controllers are shown in Figure 3 and 4 respectively.

Two pressure gauges are installed to monitor the pre-reactor and the reactor
pressures respectively, and the reactor outlet pressure is monitored by a pressure
transducer model 406-50051 made by Consolidated Controls and powered by a 12 volt
power supply. The pressure transducer cutput is continuousiy plotted by a Houston
Instruments strip chart vecorder. The reactor outlet pressure is reduced to atmospheric

pressure using a Tescomn back pressure regulator.

As the reactor effluent leaves the back pressure regulator it passes into an
oil/gas scparatdr which is a glass cylinder with a diameter of 4 cm and a height of 40 cm.

The upper part of the oil/gas scparator is filled with glass wool to improve separation.
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The oil level in the separator is maintained at a level of 3 ¢m from the bottom using an

Eldex A-30-S pump that recycles the collected oil back to the reactor.

After passing through the gas/oil separator, the gas is either sent to an on line
Gow Mac 550 gas chromatograph equipped with a Varian 4299 integrator for analysis, or
to an alcohol/gas separator where condensabie gases are collected using a dry ice and
acetone bath. The tail gas flow rate is measured using a 1000 cc bubble flow meter. A
sampling port located after the bubble flow ﬁleter i5 used to collect samples of tail gas to
be analyzed on a Carle gas chromatograph equipped with a Varian 4290 integrator.

Both gas chromatographs use a thermal conductivity detector (TCD).

Three Staco Variable voltage auto-wansformers are usgd to supply power to
heating tapes in order to maintain the temperature of the lines after the reactor along with
the gas/oil separator at 373 K. The reactor is heated nsing a furnace supplied by the
manufacturer which is controlled by a Thermolyne Fumnatrol I furnace controller. Type
K thermocouples are used to measure temperatures at six different locations throughout
the system along with that of the gas/oil separator.

The catalyst used in this study is a CuO/ZnO/Al;03 alcohol catalyst # L-951
supplied by United Catalyst. Surface area measurement on this catalyst was performed
~ using the BET technique in our laboratery. The surface area of the fresh catalyst was
found w be 49.1 m?/g compared to 55 m?/g as reported by the manufacturer. The oil
used in this investigation is Freezene Heavy supplied by Witco. The oil is mainly
saturated aliphatic and naphthenic hydrocarbons with a molecular weigh of 349 and a

specific gravity of 0.71 at 523 K ( Ledakowics and Nowicki, 1987).



3.2.1. Catalyst Loading

Five grams of catalyst with a particle size of 500-600 microns are loaded into the
reactor. The catalyst bulk density i 1.38 gfcc, 40 ml of oil is mansferred to the reactor
giving 2 12.4 % slurry. The reactor is then sealed and its cover top is wrapped with a

heating tape and an insulation material o control gas phase temperature.

3.2.2. Catalyst Reduction

Since the catalyst supplied by the manufacturer is partally oxidized, it must be
brought to the active state. In-simz reduction of the catalyst is carried out according to
guidelines described by Sawant et al. (1987). The reduction procedure consist of flowing
a mixmre of nitrogen and hydrogen at 2 ratio of 95/5 and a space velocity of 3 000
i/hr kgeqq through the slurry at 1.7 MPa and 298 K with the impeller speed set at 1 200
rpm. Nitrogen flow rate is controlied through CO/CO3 mass flow controller since the
two gases have the same sensor conversion facter and specific gravity. The lines after
the reactor are kept at 373 K. First, the feed gas is run at the desired rate through the
bypass and riot through the reactor in order to analyze the gas composition by taking a
sample from the inlet sampling pori and injecting it into the Carle gas chromatograph .
When the anaiysis result agree with the flow controllers readings, the flow is directed to
the reactor to seart the reduction procedure. The reactor is heated from 298 K t0 398 X at
arate of 1 K/min and kept at 398 K for one hour. The reactor is heated again to 448 K at
the same rare and held there for another hour. Then, the reactor temperamre is raised to
478 K at a rate of 1 K/min. At this point, synthesis gas is intriinced 1o the reactor at

3 000 Vhr kgeq with Hy/(CO+COy) ratio of 2/1 and kept at these conditions for six

hours.




3.2.3. Reaction Procedure

At the end of the six hours, the reactor pressure and temperature are raised slowly
and cautiously to 5.2 MPa and 523 K respectively. The temperature is increased at the
same rate of 1 K/min. As soon as these conditions are reached, the hydrogen flow is
stopped letting only nitrogen flow through the system for 15 minutes. Then, the slurry
reactor is isolated by closing the inlet and outlet valves and opening the bypass line
valve. Hydrogen at the desired flow rate is intreduced to the system through the bypass.
No flow rate fluctuations were observed. Moreover, the pressure drop across the mass
flow controller was around the permissible value of 40 psig. The manufacturer
recornmends 45 minutes warm up period before introducing flow through the mass flow
controllers. This recommendation was followed. When the desired Hy flow rate is
established, CO/CO7 mixture at the desired flow rate is also introduced to the system
through the bypass using the other mass flow controller, which exhibits the same
" characteristics as those of the flg flow controller. The total flow rate is checked by a
vertical 1 000 cc bubble flow meter. A sample is taken from the inlet gas sampling port
and analyzed on the Carle gas chromatograph to ensure that the inlet composition meets
that of the desired composition. The reaction is started by opening the reactor's inlet and
outlet valves and closing the bypass valve. |

Fine adjustments are made to the reactor's pressure and liquid and gas phase
temperatures.. On line analysis is conducted every 45 minutes to check for steady state
conditions. When no changes in pressure, temperatures, flow rate, and composition are
observed, steady étate in the reactor is reached.

Cleaned and dryed condensers are weighed, and placed in a coniainer and
connected to the system. The container is then filled with dry ice and the flow is directed
towards the condensers in order to collect all condensable producis in the tail gas leaving
the reactor for a time period of two hours. During the material balance period, gas

samples are taken twice from the outlet gas sampling port to analyze for Hop, CO, CO3,
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and any other gas product on the Carle gas chromatogzaph. At the end of the two hours
period, flow through the condensers is stopped. The condensers are dried from the
outside to remove moisture and weighed to determine the condensate production rate.
Condensate samples are injected in the Gow Mac gas chromatograph to analyze for
methanol, water, and dimethyl ether. Methanol production rate is determined marking
the end of the mass balance procedure.

At this point it is possible tc switch to other conditions by following the same
reaction procedure described above. Otherwise, the reaction is terminated by slowly
reducing the reactor's temperature and pressure and stopping the synthesis gas flow and

introducing Nitrogen instead at 200 smlpm.

3.2.4 Xinetic Data Gathering

The reaction is started at a temperature of 523 K, pressure of 5.2 MPa,
Ha/(CO+CQy2) ratio of 2, and space velocity of 5 000 Vhr kgeqt. These are considered as
the overall base line conditions for all other runs. The resction is initiated at these
conditions and lgft undisturbed until steady state conversions are reached after 175 hours
of continuos operation, during which the material balance procedure are conducted &aily.
When steady state conversions are reached at the temperature, pressure, and
Hp/(CO+CO37) ratio specified above, the space velocities are manipulated in the order of
7 500, 5 000, 3 000, 5 000, 10 000, and 5 000 Lhr kg respectively frora which kinetic
data are collected. The run with space velocity of 5 000 Vhr kgen; is alternatively
performed to establish the overall base line conditions in order to continuously monitor
the catalyst activity. )

Then the H/(CO+CO27) ratio is set to 1 at a space velocity of 5 000 Vhr kgcge,
When steady conversions are reached, kinetic data are collected by seiting the space
velocity to 8 000, 5 000, 3 000, 5 000, 13 GO0, and 5 000 Vhr kgcay, respectively, and

performing the material balance procedure described above at each space velocity. The
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run at 5 000 V/hr kgeyt i5 conducted repeatedly in order to check the catalyst activity
within the experimental series at the H5/(CO+CO3) of 1. .

After concluding the experimental series at the Hp/(CO+CO3) of 1, the overall
base line conditions run at 5 000 Vhr kgeae and Hp/(CO+CO3) ratio of 2 is perforrned
again to detect any loss of catalyst activity. Then the Hp/(CO+CO») ratio is switched to
0.5 at 5 00C I/hr kgoqq and held their until steady state conversions are achieved. Then
the space velocity is changed in the sequence of 8 000, 5 000, 3 600, S 000, 13 000, and
5 000 Vhr kggq¢ and the kinetic data are collected. The overall base line condition is
re-run after the end of this experimental series also.

The final experimental series is at a teroperature of 568 K and a Hp/(CO+CO3)
ratio of 2. The space velocity is set at 5 000, 7 500, 5 000, 3 000, 5 000 Uhr kggqt and
the same procedure is followed as described above for collecting kinetic data and
monitoring the catalyst activity. Before terminating the reaétion. the overzll base line

conditions run is performed for the last time.

3.2.5 Analytical Procedure

Two gas chromatographs are dedicated for this investigation, a Gow Mac 550 and
a Carle series S. Each gas chromatcgraph is connectad to a Varian 4290 integrator. Both
gas chromatographs use a thermal conductivity detestor (TCD).

The Gow Mac G. C. is used to anaiyze for the reaction products, methanol, water,
and dimethyl ether. It is equipped with a 1 m long Q type Porapak column which is
effective for the separation of reaction products. It is also equipped with a § port
sampling valve made by Varian. The gas chromatograph settings are as follow: the
column temperature is 392 K, the detector temperature is 473 K, the injection port
thermostat is set to 35, the detector power setting i.s 200 mA, and the carrier gas flow

rate is set at 20 cc/min.
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Since the analysis on the Gow Mac G. C. is performed using a sampling valve,

the response factor for methanol, RFy,athanof 15 given by:

RF mesrot = Vst | ACehart (11)

where Ymethanol 314 ACpethanol aT¢ the mole fraction and the area count of methanol
respectively. To find the methanol response factor, pure methane is bubbled at a rate of
10 cc/min through a three stage bubbler containing methanol. The bubbler is connected
to the sampling valve of the G. C. The methanol saturated methane is injected into the

Gow Mac through the sample loop. The mole fraction of methane is calculated by the

foliowing equation:

Ymasane = ACmesane! ACsoat (12)

the balance is Ymethanot Which is used in equation (11) to calculate the response factor of
methanol.

The same procedure is follow=d to determine the response factor of water. In the
case of dimethyl ether, pure samples are injected into the Gow Mac through the sample
loop. Nevertheless, the calcuiation procedure remains the saine.

The Carle gas chromatograph is used to determine the concentration of hydrogen,
carbon monoxide, and carbon dioxide. The Carle G. C. has the following settings: the
temperature adjustment for the hydrogen transfer tube is set to 73, the output is set to 1,
the bridge is set to thermostor, and the column temperature is 323 K. A calibration
mixture containing 51.5 % hydrogen and 48.5 % carbon moncxide is used to calenlate
the hydrogen and the carbon monoxide response factors using equation (11). the carbon
dioxide response factor is determined by using another calibration gas mixture containing

10 % carbon dioxide and 90 % carbon monoxide. The response factors on the Carl G. C.
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are updated periodically. Typical response factors for the gases involved in this

investigation on both gas chromatographs are given in table 1.

Table 1. Response factors for the Carle and Gow Mac gas chromatographs

Component . Response Factor G. C. Type

Methanol 5.7120.015(10-6) Gow Mac

Water 4.40+6.070(10-6) Gow Mac

Dimethyl ether 3.9340.011(30-6) Gow Mac
H, 19.1040.082(10-3) Carle
COy 2.5140.009(10-5) Carle
co 3.310.018(10-5) Carle
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CHAPTER 1V
RESULTS AND DISCUSSION

4.1 Time on Stream Study (Figures 5-17)

The time on stream study showed that constant catalyst activity can be achieved
for a long period of time. Continuous operation of 560 hours attests to this fact. Figure
5 indicates that the catalyst activity, represented by methanol production rate, decreases
sharply during the first 150 hours, after which it reaches a constant value of about 4.70
mol/hr kgege for the next 510 hours. On the other hand, water producton rate increases
steadily from 0.16 mol/ hr kgcq, at 8 hours of time on stream to (.67 mol/hr kgeqy at 660
hours of time on sweam as indicated in figure 6. The methanol mole fraction in the
condensate steadily decreases during the time on stream study from 0.99 at 8 hours to

. 0.87 at 660 hours, while that of water increases in from 0.011 at 7 hours to 0.12 at €60
hours as shown in figure 7, indicating that by 660 hours of continuous operation, the
water mole fracrion in the condensate increased 11 fold from its initial value while the
water production rate increased 4 fold from its initial value. On the other hand, methanol
production rate remained unchanged during the steady state portion of the time on stream
study. From this observaton, it can be concluded that the extent of the carbon dioxide
hydrogenation is increasing with time on stream.

This conclusion is also confirmed by figures 10, 11, and 12. In figure 10, it can
be observed th#t higher hydrogen % conversions than that of carbon monoxide are
achieved, for a Hz/(CO+COj) ratio of 2 the hydrogen and carbon monoxide %
conversions should be equal, indicating that more hydrogen is reacting than carbon
monoxide. Figure 11 indicates that as time on stream increases carbon dioxide %
conversion increases, implying that the extent of carbon dioxide hydrogenation reaction

increases as the time on stream increases. Morecver, the % conversion of carbon
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monoxide to carbon dioxide is increasing negatively with time on stream as illustrated in
figure 12 indicating that the extent of the reverse water gas sﬁift reaction is increasing
with time on stream, and by comparing figures 11 and 12 it can be concluded that the
extent of the carbon dioxide hydrogenation reaction is higher than that of the reverse
water gas shift reaction at H/(CO+CO3) ratio of 2 and a space velocity of 5 000
I/hr kgeat. Therefore a net increase in water production rate was observed with time on
stream.

The % conversion of hydrogen decreases rapidly during the first 150 hours of
time on stream after which it reaches a steady state value of 6.8 as shown in figure 8. On
the o.er hand, hydrogen to methanol % conversion has a steady state value of 6.4 as
shown in figure 16. The steady state hydrogen % conversion and the hydrogen to
methanol % conversion values are statistically equal, indicating that although the water
gas shift reaction is taking place as proven above, its extent is small,

The % conversion of carbon monoxide decreases rapidly during the first 150
hours of time on stream after which it reaches a steady state value of 4.5 as shown in
figure 9. On the other hand, carbon monoxide to methanol % conversion has a steady
state value of 7.2 as shown in figure 14. The steady state carbon monoxide %
conversion is lower than carbon monoxide to methanol % conversion indicating that
some of the carbon monoxide is invoived in the reverse water gas shift reaction.
Attesting to this conclusion are figures 15 and 17 in which it can be observed that the
total carbon to methanol % conveision with a steady state value of 6.4 is lower than
carbon monoxide conversion to methanol.

Finally, figure 13 shows that the steady state value of the total carbon %
conversion is 5 which is lower than that of total carbon to methanol % conversion
indicating that methanol, the feed carbon oxides, and hydrogen, undergo side reactions.
The detection of dimethy! ether in the condensate along with trace amounts of acetic acid

confirm this inference.
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4.2 Effect of Space Veiocity and Hz/(CO+CO3) Ratio (Figures 18-32)

Kinetic data were collected by adjusting the Hp/(CO+CO») ratio at 2, 1, and 0.5
respectively, while the CO/CO> ratio was maintained at 9. At each Hp/(CO+CO3) ratio
the space velocity is set at four different values in'the range of 3 000 - 13 000 I/iir kgey.

The results indicate that the highest methanol production rate can be achieved at
Hp/(CO+CQ9) ratio of 1 followed by Hy/(CO+CO3) ratio of 0.5 and 2 respectively as
shown in figure 19. Ar a.u'rau'os, methanol production rate increases as the space .
velocity increases. .

Moreover, water producton rate increases as the space velocity increases at all
Ho/(CO+CO») ratios following the same CSTR performance equation. As figure 19
shows, the highest water production rate is achieved at Hp/(CO+CO») ratio of 2 followed
by Hp/(CO+CO») ratio of 0.5 and 1 respectively. One the other hand, dimethyl ether
production rate increases as the space velocity increases for Hy/(CO+CO3) ratio of 2 and
1, while at Hp/(CO+COj3) rado of 0.5 dimethyl ether.production rate increases until
reaching a maximum at 5 000 Vhr kgea,, then it starts decreasing. This observation is
illusmrated in figure 20. ‘

Figures 21 and 22 show the opposite effect of space velocity on methanol and
water mole fractiors in the condensate. As the space velocity increases the mole fraction
of methanol in the condensate decreases while that of water increases, indicating that
methanol selectivity is inversely proportional to space velocity. At all space velocity
values, Hy/(CO+CO3) ratio of 1 has the highest methanol mole fraction foliowed by
H»/(CO+CO3) ratio of 0.5 and 2 respectvely.

The hydrogen énd carbon monoxide %-conversions decrease with increasing the
space velocity for all Hy/(CO+CO») ratios tested. This is shown in figures 23 and 25
respectively.

On the other hand, carbon dioxide % conversion increases with increasing space

velocity as illustrated in figure 24. At a Hp/(CO+CO9) ratio of 0.5, carbon dioxide %
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conversion has a negative value indicating that carbon dioxide is being produced. The
carbon dioxide hydrogenation reaction is not taking jslace while the reverse water gas
shift reaction is‘taking place, or the extent of carbon dioxids nydrogenation reaction is
lower than that of the reverse water gas reaction causing a net production of carbon
dioxide.

At H9/(CO+CQOy) ratio of 2, carbon dioxide % conversion has a negative value at
space velocities lower than 4 000 Vhr kgg,¢ indicating that there is a net production of
carbon dioxide, but as the space velocity increases carbon dioxide % conversion attains a
positive value indicating that the carbon dioxide is consumed and the extent of the carbon
dioxide hydrogenation reaction is higher than that of the reverse water gas shift reaction
which produces carbon dioxide.

At Ho/(CO+CO2) ratio of 1, carbon monoxide % conversion is always positive
and increases with increasing space velocity indicating that carbon dioxide is another
source for methano! by reacting with hydrogen. It can also be concluded that as the
space velocity increases, more methanol is being produced by the carbon dioxide
hydrogenatiorn: reaction and the extent of the reverse water gas shift reaction decreases.

Figure 26, which shows the effect of space velocity on CO to CO2 % conversion
attests to the conclusions made in the last paragraph since it is consistent with figure 25.
At all H3/(CO+CO3) ratios, the CO to CO7 % conversion decreases as the space velocity
increases suggesting that the extent of the reverse water gas shift reaction is decreasing

with increasing the space velocity.
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H7/(CO+CO27) matios.
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4.3 Effect of Tcmperature

The reaction was also conducted at 508 K and Hy/(CO+CO») ratio of 2. Lower
methanol productivities were observed as indicated in figure 27. In addition, lower %
conversions were achieved at 508K than these achieved at 523 K. In all cases, %
conversions decrease with increasing space velocity.

Total carbon to methanol % conversion and hydrogen to methanol % conversion
at 508 K decrease in a path parallel to these at 523 K. This is shown in figures 31 and 32
respectively. Unlike the 523 K case, hydrogen % conversion experienced a very small
aecrease with increasing space velocity as shown in figure 28. In the case of carbon
monoxide % conversion and iotal carbon % conversion different decreasing paths are
observed for each temperature as shown in figures 29 and 30 respectvely. The reason
behind this is the fact that 2 different reaction sequence takes place at each temperature.
This conclusion can be confirmed by the fact that at a higher temperature the reaction
with a higher activation energy is favored, and at lower temperatures the reaction with
lower activation energy is favored (Levenspiel, 1972).

The activation energy for the carbon monoxide hydrogenation reaction is 16.53
kcal/mol while that of carbon dioxide hydrogenation reaction is 11.28 kcal/mol (Klier et
al.,1982). Therefore at the higher temperature of 523 K the carbon monoxide
hydrogenation reaction is favored while at the lower temperatare of 508 K the carbon
dioxide hydrogenation reaction is favored which explains the different paths followed by
hydrogen, carbon monoxide, and total carbon % conversions at each temperature when
increasing the space velocity. Schack et al.(1989) suggest that carbon monoxide
hydrogenation is th: main route to methanol at higher temperatures while carbon dioxide

hydrogenation is the main route at lower tempratures.
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Figure 31. Effect of space velocity on total carbon % conversion to methanol at
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4.4 Comparison with Other Studies

The results obtained by this study on the effect of space velocity on methanol
production rate are compared with these obtained by other studies conducted in shury
rea--ors using a Cu0/ZnO/Alp03 catalyst. The values of the fnethanol production rate
achieved by this study were corrected to values at initial activity by multiplying the
steady state values by an activity factor of 3.

Figure 33 compares the change in methano! production rate with space velocity at
H3/(CO+CO9) of 0.5 to data by Frank and Mednick (1982) and Weimer et al. (1987).
All studies were conducted in a slurry reactor at 523 K. Frank and Mednick (1982) study
was carried out in a 2 liter autoclave with catalyst loading of 106-30 % at 7 MPa and
H2/(CO+CO3) of 0.6 while the a mount of CO5 was not specified. Weimer et al.(1987)
conducted their study in a 0.3 liter autoclave with catalyst loading of 15 % at 5.2 MPa
and Hy/(CO+CO3) of 0.55. The highest production rates were achieved by Frank and
Mednick (1982) due to higher catalyst loadings and higher pressure.

Figure 34 compares the change in methanol production rate with space velocity at
523 K and 5.2 MPa, and H/(CO+C0O2) of 1 to data by (Pass ,1990) who used the same
type of catalyst as that used in this study. Both studies were-conducted in a slurry reactor
at 523 K. Pass' study was carried out in a 0.3 liter autoclave with catalyst loading of 23
%. Similar production rates were achieved by both studies.

Figure 35 compares the change in methanol production rate with space velocity at
H,/(CO+CO3) of 2 to data by Frank and Mednick (1982) and Weimer et al. (1987). All
studies were conducted in a shurry reactor at 523 K. Franks and Mednicks study was
carried out in a 2 liter autoclave with catalyst loading of 10-30 % at 7 MPa aad
H5/(CO+CO») of 2 while the a mount of CO7 ot specified. Weimer et al. conducted
their study in a 1 liter autcclave with catalyst loading of 10-25 % at 5.2 MPa and
Ho/(CO+CO5) of 2.3. The highest production rates were achieved by Frank and
Mednick (1982) due to higher catalyst loadings and higher pressure.
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Figure 33. Comparison between methanol productivity as a function of space velocity
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Figure 35. Comparison between methanol productivity as a function of space velocity

for a slurry reactor at 523 K and Ho/(CO+CQ7) ratio of 2 to 2.3.
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The relatively low methanol production rate achieved in this study in comparison
with those achieved by the other three studizs could be related to differences in catalyst

rv :uction procedures, different catalyst types, or different catalyst loadings.

4.5 Role of Carbon Dioxide

Methanol production rate as a funct'on of mole percent carbon dioxide in the feed
is plotted in figure 36. It indicates that methanol production rate increases with
increasing mole percent in the feed up to the optimum value of carbon dioxide mole
percent in the feed of 4.7 at which methanol production rate reaches 2 maximum value,
after which methanol production rate starts to decrease with increasing carbon dioxide
mole percent in the feed.

This observation is confirmed by other studies. Lee et al. (1989) who conducted
methanol synthesis studies in a 1 liter autoclave reactor at 7.2 MPa , 6 200 Vhr kggg¢, and
different temperatures, found that methanol production rate attains a maximum value at
7.5 mole percent carbon dioxide in the feed. Lee also irndicates that the location of the
maximum is a function of temperature. Moreover, Schack et al. (1989) indicate that
methanol production rate reaches a maximum value at 2 mole percent carbon dioxide in
the feed. The study Schack conductcc_l was in a Berty reactor at 513 K, 4.38 MPa, and 8
700 Vhr kgcat- Results obtained from both studies, along with these obtzuined by this
study are shown in figure 37.

The ratio of hydrogen moles reacted to carbon moles reacted is plotted in figure
38 as a function of time on stream at 523 K, 5 000 Vhr kggat, and H3/(CO+CO2) ratio of
2. It can be seen from the figure that this ratio is near 4 which is the sto:chiometric ratio
of hydrogen to carbon in the carbon monoxide hydrogenation reacton, indicating that
this particular reaction is the main route to methanol at the specified conditions.
Confirming this conclusion is figure 39 in which the ratio of carbon uoles reacted

to oxygen moles reacted is plotted as a function of time on stream at 523 K,
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5 000 V/hr kgeae, and Ho/(CO+CO2) ratio of 2. It can be seen from figure 39 that this
ratio is near | which is the stoichiometric ratio of oxygen to carbon of carbon monoxide
in the carbon monoxide hydrogenation reaction, attesting that this reaction is the main
route to methanol at the specified conditions.

One the other hand table 2 shows the effect of Ho/(CO+CQ3) ratio on the ratio of
‘carbon moles reacted to oxygen moles reacted at 523 K. The space velocity had no
significant effect on the ratio of carbon moles reacted to oxygen moles reacted for space

velocities higher than 4000 Vhr kgga,. This is shown in figure 40.

Table 2. Effect of Ho/(CO+C029) ratio on the ratio of carbon moles reacted to oxygen

moles reacted
Hs/{CO+CQ9) ratio 0.571 1/1 2/1
CO7 mole % in feed 3.1 4.7 5.6
{C/0),npp1eq Tatio 1.2 0.66 0.94

Table Z indicates that the carbon monoxide hydrogenation reaction is the main
route to methanol at H2/(CO+CO») ratios of 0.5 and 2 since the ratio of carbon moles
reacted to oxygen mioles reacted is approximately 1. Hp/(CO+COj3) ratios of 0).5 and 2
correspond to carbon dioxide mole percent in the feed of 3.1 and 5.6 respectively.

However at Hp/(CO+CQ9) ratio of 1 which correspond to carbon dioxide mole
percent in the feed of 4.7, the main route to methanol is the carbon dioxide
hydrogenation reaction or at ieast both CO and CO7 lead to methanol production sinice
the ratio of carBon moles reacted to oxygen moles reacted has an average value of 0.66
that is close to the stoichiometric ratio 0.5 which is the stoichiometric ratio of oxygen to

carbon of carbon dicxide in the carbon dioxide hydrogenation reaction.
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4.6 Pore Diffusional Limitations

Another experiment was conducted in which the catalyst particle size used was in
the range of 250 to 300 microns instead of 500 to 600 microns. The same reduction
procedure and reaction conditions were implemented. The Hz/(CO+CQ2) ratio was set
at 2 for 360 hours of time on stream.

Figurc 41 shows a comparison between the two experiments. It can be seen that
higher methanol production rates are achieved during the experiment with particle size
range of 250 to 300 microns for the first 150 hours of time on stream. due to the
identical and continuous mixing and friction conditions in the slurry reactor between the
catalyst particles in the two experiments, the catalyst particie size eventually reduces to
an equal size. This is shown in figure 42.

Therefore, it can be concluded that there is an experirnental evidence of the
existence of pofe diffusional limitations. On the other hand, theoretical pore diffusional
limitations calculations showed that these limitations do not exist. This observation is
confirmed by Berty et al. {1983) who conducted a methanol synthesis study in a Berty
reactor at a space velocity range of 2 600 to 22 100 Vhr kgcgt and pressure of 5.2 MPa.
The temperature was in the range of 477 5o 505 K and the catalyst particle size was in the
range of 1.5 to S mm. Higher methanol production rates were achieved at smaller
catalyst sizes verifying the existence of pore diffusional limitations.

Berty suggests that the contradiction between thecretical and experimental
observations is due to fact that the Weisz- Prater criterion for diffusional limitation is
based on A <> B reaction type while the methanol synthesis reaction is a reducing mole
type, and dre to the uncertainty in the tortuosity that is used in the calculation of

effective diffusivity.
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4.7 Equilivrium Calculations

Equilibrium calculations were performed on the methanol synthesis reaction
at 523 K and 5.2 MFa. The space velocity was varied in the range of 3 000 to
13 000 Vhr kggat. the oil molar flow rate was held at 14.15 mol/hr kgeae. The
Hy/(CO+CO2) ratio was set at 2, 1, and 0.5. The two independent reactions considered
are the carbon monoxide hydrogenation reaction and the reverse water gas shift reaction.
The solution is assumed to be ideal and the liquid vapor equilibriura is governed by
Henry's law. Henry's law constants for-the components involved are determined using
reiations given by von Wedel, (1988). Thermodynamic equilibruim constants are
calculated by assumning ideal gas behavior by the mixture. Based on these assumptions,

the {ollowing set of equations are written:

Component mass balance:

Hy: VyDout+ Lxpout + 261 +E52=VyDin + L xyin {14)
CO2:  (VyJour * (L X)our + 8= (VyDin + (L xDin (1)
CO: Vydour + Lxgou + &1 -52= Vy3din*+ LxJin (16)
CH30H: (Vydout + (Lxgour- & =(Vygdin+ (L xD)in (a7
H20:  (Vyslour + (LxSour -L2=(Vyshin + (L X5)in (1)
Oil: (Vyeout * (L *g)out = (L xg)in (19)

Over all mass balance:

Vour + Low + 2 =Vouwr + Lout~ (20)

Henry's relations:
Ha: » yi/x; = ki (21)
CO3y: yoxy = k2 (22)

CO: yyx3 = k3 (23)
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CHBOH y4/x4 = k4. (24)
H0: Ys/xs = ks (25)

Summation of components mole fractions in the liquid phase:

xp+x;+txztxgtxs+xg=1 (26)

Reaction equilibrium constants:

K} = fomson/ (0w)? feo) @27
K2 = (mo0fco) / Ou2Scod (28)

Where the reactions involved are :

CO+2H, & CH30H KL g
Hy;+C0O; & CO+H0 K3, G

These fifteen equations in fifteen unknowns are soived using a IMSL Lbrary
program utilizing a Levenberg-Marquardt algorithm and finits difference approximation
to the Jacobian. The computer program is shown in appendix B. fj is the fugacity of
component i and is set equal to Hy Cr x;, where Hj is Henry's constant for component i
and Cq is the total concentration which was set equal to Density,;y/MW,,;.

Results obtained indicate that the experimental methanol production rate along
with the experimental carbon monoxide and hydrogen % conversions are about one tenth
of those determined by equilibrium calculations. On the other hand, more water is
produced experimentally than the amount determined by equilibrium calculations. These

results are illustrated in tables 2 and 4.
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Table 3. Comparison between experimental methanol and water production rates with

these obtained by equilibrium calculations

Space Velocity | Methanol Production Rate Water Production Rate
V/hr kgeat - mol/hr kgnay mol/hr kgt

Exp. Equil, Exp. Equil.

Ratio=2 3 000 3.04 23.17 0.32 6.12
5000 4.76 38.28 0.58 0.20

7 500 5.07 57.30 0.60 0.29

10 000 5.71 76.26 _0.76 0.38

Ratio=1 3000 2.44 19.33 0.94 0.52
5 000 4.99 32.02 0.28 0.089

8 000 6.2 48.21 0.40 0.12

13 000 1.5 83.48 0.47 0.21

Ratio=0.5 3000 1.99 12.60 0.15 0.027
5000 4.84 20.99 0.42 0.044

8 000 5.74 33.56 0.47 0.069

13 000 7.25 54.71 0.73 0.1
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Table 4. Comparison between experimental hydrogen and carbon monoxide %

conversions with these obtained by eguilibrium calculations

Space Velozity | Hydrogen % conversion Carbon monoxide %
Vhr kgear ) conversion
Exp. Equil. Exp. Equil.
Ratio=2 3 0600 11.16 52.07 4.34 57.01
5000 7.49 51.69 4.65 56.61
7500 2.60 51.50 5.24 56.41
10 000 3.20 51.40 3.63 56.30
Ratio=1 3000 8.96 57.83 1.78 31.79
5000 8.65 57.58 1.67 31.85
8 050 7.06 57.70 0.71 31.72
13 GO0 4.58 57.66 0.071 31.70
Ratio=0).5 3 000 9.28 53.13 404 15.69
5 7.86 55.20 5.2¢ 15.20
8 0600 7.45 55.24 4.26 15.63
13 000 6.00 55.27 4.27 15.64
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4.8 Rate Equation Development

On the basis of equilibrium calculations, it is concluded that the carbon monoxide
and carbon dioxide hydrogenation reactions are far from equilibrium and low
conversions were achieved. It is also noted that more water is produced than that
predicted by equilibrium calculations. It is assumed that the reactor is isothermal, the
carbon monoxide kydrogenaton reaction is the rate controlling step, and the water gas
shift reaction is at dynamic cquili'brium, also the liquid and vapor phases in the reactor
are in equilibrium and governed by Henry's law. Therefore an equation of the form
shown below (equadon(29)) is proposed as a kinetic model dcscrilﬁng methanol

synthesis at the industrial conditions of 5.2 MPa and 523 K.
Fmathanot =k p;h PZ'o chHJDH p;‘izo p(‘.'O: (29)

Where k is the rate constant. All six parameters are fit from experimental data
collected at three different Hy/(CO+CQO9) ratios. Flash calculations are conducted on the
tail gas leaving the reactor to determine component distribution in the gas and liquid

phase by solving the following equation:

J Xi
1= g v (30)
LI =N - Ki)]
F
Where x; and K; are the outlet liquid mole fraction and equilibrium constant (K
value) of component i respectively. F is the inlet flow rate and V is the outler gas flow
rate. Henry's law is used to find the gas phase composition:

Hic-r
P

yi= xi 31)

Where Cr is given by equarion (32) and p; is given by equation (33).



85

= pax'l 32
Cr ""—"‘Mm“ ) (32}
D= y,'P (33)

H; and Cr are the Henry's constant for component i and the total concentration
respectively. The oil vapor pressure is negligible. The calculated partial pressures are
firted to equation (29) yielding the following power law rate equation:

0.58 ~_0.78
Frettarar= 0.066 —otz Peo_ (35)

CHOH F Ha0

This equation is valid in the space velocity range of 5 000-13 000 I/hr kgeqy at 5.2
MPa and 523 K. A parity plot showing the validation of equation (35) is shown in figure
43. Methanol synthesis process simulation using equation (35) to describe methanol
production rate at 523 K and 5.2 MPa was conducted. The same set of equations used in
equilibrium calculations was used excluding equation (27) which was replaced with
equation (35). The computer process simulation results indicate the model developed has
an absolute average crror of 5.78. The computer program is shown in appendix C. A
comparison of average error percent of models proposed by several researchers is shown
in table 5. Methanol production rates obtained by process simulation are compared to

experimental production rates in table 6.

Table 5. Comparison of the average error percent of models proposed by several
researchers

Researcher Number of constants Average erTor percent

Natta et al. (1955) 8 12.0
Leonov et al. (1973) 2 20.6
Lee et al. (1984) 2 20.8
Villa et al. (1985) 8 11.3
von Wedel (1988) 7 9.8
McNeil et al. (1989) 6 18

This Study 5 5.8
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Table 6. Comparison between methanol production rates obtained by process simulation
and experimental methanol production rates

Space Velocity | Methano!l Production Rate % error
V/hr kgear mol/hr kg.q;
Exp. Predicted

Ratio=2 5000 4.76 4,86 -2.10
7500 5.07 5.48 -8.09

10 000 5.71 5.96 -4.38

Ratio=1 5000 4.99 5.43 -8.82
8§ 000 6.20 6.17 0.48

13 000 7.50 7.24 3.33
Ratio=0.5 5000 4.84 3.5 -13.63
8 000 5.74 6.36 -10.8

13 000 7.25 7.35 1.38

Due to the low conversions and production rates attained, the reverse term of the
rate equation has a negligible effect on the calculated methanol preduction rate, but at
studies where high conversions are achieved it is highly advisable to use that term.

Therefore, the final form of the rate equation developed is:

P‘},isa P%a Pcison
&= 0.066 535 [1 = = ] (35)
! ?:';fan Do Pit: Pco K

This equadon can be used for methanol rate prediction and for performing design
calculation at typical industrial conditions using 2 CuO/ZnO/AlpO3 catalyst. Kj is the
thermodynamic equilibrium constant for the carbon monoxide hydrogenation reaction.

Equadon (35) shows that methanol synthesis is a first order reaction in agreement

with Weimer et al. (1987) who indicate that the reaction data exhibit an almost first order
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behavior with respect to pressure. Also, the driving force term . (p'o, P%y) is in the
numerator in agreement with many researchers’ work.

Moreover, the Methanol partial pressure term is in the denominator, considered as
a resistance, in agreement with Natta (1955), who indicates that methanol is strongly
adsorbed , therefore inhibiting methanol synthesis. The water partial pressure term, also
considered as a resistance, is in the denominator in agreement with Liu et al. (1984), who
indicate that water is competetively adsorbed and therefore inhibiting methanol
production and the extent of inhibitition increases with increasing water partal pressure.

The main objective of this study is to deduce a kinetic mode! describing methanol
synthesis. It was not intended in this study to invesdgate the role of carbon dioxide in
methanol synthesis nor the catalyst pore diffusional kinerics, but some basic insight into
the effect of these factors were achieved. Therefore, further in depth studies on both the
role of carbon dioxide and diffusional kinetics in methanol synthesis reaction are

recommended.

4.9 Cartalyst Characterization

The catalyst surface area was measured before and after the reaction. The
measured surface area for the fresh catalyst was 49 m2/g, and that of the same catalyst
after 660 hours of continuous operation was 32 m%/g. The reduction in the surface area
could be due to coke deposition, surface metal sintering, or due to the fact that the
catalyst suffered irreversible deactivation when the reaction temperature was raised to
538 K. Also, atomic adsorption was used to analyze for iron in the catalyst after the
reaction and was found to be 0.2 wt. % iron. The manufacturer did not report that the

catalyst contains even trace of iron.
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Table Al. Effect of time on stream on condensate production rate and composition at
5 900 Vhr kgeat, 523 K, and Hp/(CO+CO2)=2.

Fun §

p—

O A th & W N

12
20
29
31
35
41

Time(hr)

16
38

65

86

106
130
157
180
328
470
493
595

Comp. Prod. Raie(mol/hr Kg)

MeOH

14.129
14.0965
9.20G244
9.728286
7.952188
7.0838703
5.750382
4.953652
4.978227
4.860547
4.87G703
4.6436%4
4.764352
4.67114%

Water

0.1591
0.161428
0.143795
0.20505
0.195%943
0.230868
0.165872
0.193407
0.205265
0.30336
0.452017
0.633291
0.581181
0.670652

DME

0.000118
0.000135
8.46E-05
8.50E-05
6.50E-06
1.24E-05
4.53E-05
3.91E-05
4.30E-05
4.35E-05
2.59E-05
5.54E-05
0.001728
0.009818

comp. Fraction in condensate

MeOH

0.98886

0.988669
0.984602
0.979349
0.975945
0.968442
0.971956
0.962416
0.560392
0.941246
0.915073
0.879981
0.850989
0.872848

Water

0.011132
0.011322
0.015389
0.020642
0.024047
0.031541
0.028036
0.037576
0.0395%9
0.058746
0.084922
0.120009
0.108688
0.125318

DME

8.27E-06
9.45E-06
9.06E-06
8.64E-06
8.08E-06
1.69E-05
7.65E-06
7.91E-06
8.29E-06
8.43E-06
4.86E-06
1.05E-05
0.000323
0.001835
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Table A2. Effect of time on stream on conversions at 5000 Vhr kgea¢, 523 K, and
Ho/(CO+C05)=2.

Run# Time

()
1 8
2 16
3 38
4 65
5 86
6 106
8 130
10 157
12 180
20 328
29 470
31 493
35 595
41

660

H2

15.877
19.725
15.63
12.899
8.494
8217
7.534
6.267
6.87
4.785
7.036
7.138
7.495
5.953

co2

5.036
5.22
1.783
1.196
2.031
2.839
11.765
2.091
11.984
17.423
7.124
6.264
6.625
15.729

co

20.94
22.48
13.803
14.151
11.379
7.777
4.944
5.051
2.852
5.936
4.662
4.287
4.656
4.17

% Conversions

COtw

COo2
-0.522
-0.541
-0.185
-0.124

-0.21
-0.294

-1.22
-0.217
-1.243
-1.807
-0.73%
-0.649
-0.687
-1.631

Carbon

19.44
20.859
12.674
12.934

10.5

7.313

5.585

4.773

3.711

7.015

4.894

4.73

4.841

5.257

COw

Cw

Ht

MeOH MeOH MeOH

20.99
20.994
13.667
14.454
11.815
10.532

8.544

7.36

7.396

7.221

7.236

6.899

7.078

6.94

19.01
18.79
12.385
13.095
10.704
9.542
'7.74
6.668
6.701
6.543
6.556
6.251
6.413
6.288

19.01
18.79
12.385
13.095
10.704
9.542
1.74
6.668
6.701
6.543
6.556
6.251
6.413
6.26388
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Table A3. Effect of space velocity on condensate production rate and composition at
523 X and different Hp/(CO+CO3) ratios.

S.V.

RATIO = 2/1
3000
5000
7500
10000

RATIO = U1
3000
5000
8000
13000

RATIO =0.5/1
3000
5000
8000
13000

MeOH

3.037
4.764
5.07006
5.7099

2.4399
4.989
6.2034
7.501

1.991
4.8387
5.7423

7.25

Comp. Prod. Rate(mol/br Kg)

Water

0.321
0.581
0.596
0.763

0.0939
0.2778
0.4021
0.472

0.1469
0.4218
0.4659
0.7354

ME MeOH
3.20E-05 0.904
0.001728  0.891
£.65E-05 0.8947

0.01196  0.8805
0.0053 0.96117
0.0076  0.94588
0.0055 0.9383
0.0318 0.937

0.0138 0.9253

0.0558 0.9101

0.0404 0.9189

0.01568 0.90614

Water

0.0958
0.1086
0.1052
0.1176

0.03674
0.05267
0.06082
0.05899

0.06829
0.07934
0.07456

0.0919

comp. Frection in condensate

DME

9.79E-06
0.000323

9.98E-06

0.001844

0.00208
0.001441
0.000836

0.00398

0.006405
0.05582
0.00646
0.00196



Table A4. Effect of space velocity on conversions at 523 K and different

H/(CO+CO3) ratios.
S. V.
Vbr kgest H CO2
RATIO = 2/1
3000 11.16 -4.93
5000 7.49 6.625
7500 2.646 8.048
10000 3.198 B8.54
RATIO = 1/1
3600 896  B8.48
5000 8.653 13.525
8000 7.06 16.47
13006 458 24.54
RATIO = 0.5/1
3000 9.28 -10.73
5000 7.86 -6.94
8000 7.455 -5.68

13000

5.998

-6.62

% Conversions

Cartbon COw Cto

co

4.34
4.65
5.244
3.63

1.78
1.67
0.705
0.079

4.04
5.29
4.264
427

CCw
CcOo2

0.5118
-0.687
0.0835
-0.885

-0.8805
-1.403
-1.71
-2.54

1.002
0.65
0.5311
0.619

3.469
4.841
5.508
4.091

2.416
2.789
2.188

2.37

2.776
4.24
3.414
3.338

MeOH
7.51
7.079
5.014
4.235

4.021
4.941
4.09
2.85

2.47
3.607
2.67
2.077

MeOH
6.804
6.413

4.54
3.837

3.643
4.477
3.705

2.58

2.258
3.3
2.44
1.898

97

Hto
MEOH
6.804
6.413
4.54
3.837

7.287
8.955
7.411

5.17

3.701
12.706
9.41
7.314
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Table AS. Effect of space velocity on condensate production rate and composition at
different temperatures and at Hy/(CO+CO2)=2.

S. V. Comp. Prod. Rate(mol/hr Kg) comp. Fraction in condensate
Vrkget MeOH ~ Waer DME  “°OM  Waer  DME

T=523 K |

3000  3.037 0321 3.29E05 0904  0.0958 9.79E-06

S000 4764 0581 0001728 0891  0.1086 0.000323

7500 507006 0.59 S.6SE-05 0.8%47 01052 9.98E-06

10000 57099 0763 00119 08805 0.117 0.001344
T=508K

3000 2.422 0.35¢ 0.00188  (.B717 0.127 0.000678
5000 3.18¢ 03886 0.00115 0.85099  0.1087 0.00323
7500 3.91 0.5416 0.00281 0.8777 0.1216 0.00063
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Table A6. Effect of space velocity on conversions at different temperatures and at
Ho/(CO+CO9)=2.

S. V. % Conversions
: COw
Vhr kgeat H C0o2 co Cartbon CQto Cto Hto
T=523K coz MeOH MeOH MEOH

3000 11.16 493 4.34 05118 3.469 7.51 6.804 6.804
5000 7.49 6.625 4.65 -0.687 4.841 7.079 6.413 6.413
7500 2.646 B.048 5.244 0.0835 5.508 5.014 4.54 454
10000 3.198 8.54 3.63 -0.885 4.091 4.235 3.837 3.837

T=508 K
3000 5.747 4723 563 -D.49 554 599 5427 5.427
5000 5.303 -8.24 4.194 0.855 3.025 4.733 4.288 4.288
7500 5.38 -8.14 437 0.845 3.201 3.866 3.503 3.503



Table A7. Percent error of the proposed equation

S.V. Rmeoh Rmeoh eg. % error
Vhrkgeat mol/hr kgeat mol/hr kgeat

Ratio=2 5000 4.87 4.74 -2.63
10000 571 5.90 3.39
5000 4.64 4.74 o 2.02
5000 4.81 4.71 -1.94
5000 4.76 4.71 -1.19
5000 4.67 4.69 0.50
5000 4.95 4.97 0.43
5000 4.98 4.99 0.19
Ratio=1 5000 5.46 5.49 0.58
13000 7.50 7.35 -1.98
5000 5.45 5.55 1.85
8000 6.20 6.21 0.12
5000 4.86 4.82 -0.82
Ratio=0.5 5000 5.44 5.45 0.08
5000 5.38 5.41 0.44
13000 7.25 7.19 -0.86

Absolute average error : 1.19
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PROGRAM LIN

COMMON/LHSCONS/C(3)

INTEGER ITMAX, N

REAL ERRREL

PARAMETER (N=15)

INTEGER K, NOUT

REAL FNORM, X(N), XGUESS(N),conv(3)
EXTERNAL FCN, NEQNF, UMACH
CHARACTER=4 NAME(15)

C
DATA NAME/' XH2’,°XC02’,? XCO’,’ IM’,* IXW’,’XDIL’,
&! YH2’,'YC02’,? YCD’,
&3 mx.) Y“'.’ eiJ.J e2!’l L’,’ v:/
ODPEN(8 ,FILE='INPUT’ ,STATUS=’0LD’)
DO I=1,3
READ(8,=)C(I)
ENDDO
OPEN (20,FILE=’GUESS’,STATUS=’0LD’)
Do I=1,N
READ (20,*)XGUESS(I)
ENDDO
write(9,=)’Initial Guess’
DO I=1,N
write(9,=)name(i) ,XCUESS(I)
ENDDO
write(9,=)’ VH2 vCco2 VCo RATIO v(IN)"

tel=c(1)/(c(2)+c(3))
te2=c(1)+c(2)+c(3)
write(9,20)c(1),c(2),c(3) ,tel,te2
20 format(2X,5F10.3)
10 format(2x,44,4x,E12.5)

ERRREL = 1.E-05

ITHAX = 600
C

CALL UMACK (2, NOUT)
C... Find the solution

CALL NEONF (FCN, ERRREL, N, ITMAX, XGUESS, X, FNORM)
c Qutput

conv(1)=100=(X(12)-X(13))/C(3)
conv (2)=100=X(12) /C(2)
conv(3)=100=(2=X(12)+X(13))/¢(1)




WRITE (9,=) ‘SOLUTION’

do k=1,n

enddo

WRITE (9,=) mame(k),X(K)

WRITE (9,=) ’'Error NORM’

WRITE (9,=) FNORM

WRITE (9,x) ’Stoping Criteria used’
WRITE (9,*) ERRREL

WRITE(9,«)’ “%CONVERSIONS:’
WRITE(9,*)'CONV CO =’,CONV(1)
WRITE(9,=*)’CONV CO2 =*,CONV(2)
WRITE(9,=)’CONV H2 =’,CONV(3)

END

User~defined subroutine
SUBRDUTINE FCN (X, F, ¥)
COMMON/LHSCONS/C(3)
INTEGER N
REAL X{(R), F(IO

F(1) = X(15)=X(7)+X(14)=X(1)+2=X(12)+X(13)-C(1)
F(2) = X(15)*X(8)+X(14)*X(2)+X(13)-C(2)

F(3) = X(15)=X(9)+X(14)=X(3)+X(12)-X(13)-C(3)
F(4) = X(15)*X(10)+X(14)*X(4)-X(12)-0.0

F(5) = X(15)*X(11)+X(14)=X(5)-X(13)-0.0

F(6) = X(14)*X(6)-6.0856

F(7) = X(14)+X(15)+2=X(12)~(C(1)+C(2)+C(3)+6.0856)
F(8) = X(1)+X(2)+X(3)+X(4)+X(5)+X(86)-1.

F(9) = X(7)-2.21=X(1)

F(10) = X(8)-91.8=X(2)

F(11) = X(9)-6.61*X(3)

F(12) = X(10)-1.92=X(4)

F(13) = X4{11)-1.37=X(5)

F(14) = X(4)~-88.17=X(3)*X(1)==2

F(15) = X(5)*X(3)-0.248785=xX(1)=X(2)

RETURN

END
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PROGRAM NONLIN

COMMON/LHSCONS/C(3)
INTEGER ITMAX, N
REAL ERRREL

PARAMETER (N=15)

INTEGER K, NOUT

REAL FNORM, X(N), XGUESS(N),conv(3)
EXTERNAL FCN, NEQNF, UMACH
CHARACTER«4 NAME(15)

DATA NAME/’ XH2',°'XCD2’,* XCO’,’ XW’,’ XW’,’X0IL’,

& ’ YH2',’YC02’,! YCO’,
g m),x Wn’s 91).1 02)': LJ’J V’/

OPEN(8,FILE=’INPUT’ ,STATUS=’0LD’)
DO I=1,3
READ(8,*)C(I)
ENDDOD
OPEN (20,FILE=’GUESS’,STATUS=’0LD’)
DO I=1,N
READ (20,=)XGUESS(I)
ENDDO
write(9,=)’Initial Guess’
DO I=1,N
write(9,=)name(i) ,XGUESS(I)
ENDDO
write(9,=)’ VEH2 vco2 veo RATIOD
tel=c(1)/(c(2)+c(3))
te2=c(1)+c(2)+c(3)
write(9,20)c(1),c(2),c(3) .tel,te2
20 format(2X,5F10.3)
10 format(2x,44,4x,E12.5)
ERRREL = 1.E-05

V(IN)’

ITMAX = 600
c

CALL UMACH (2, NOUT)
C... Find the solution

CALL NEOQNF (FCN, ERRREL, N, ITMAX, XGUESS, X, FNORM)
c Output

conv(1)=100=(X(12)-X(13))/C(3)
conv(2)=100=X(13) /C(2)
conv{3)=100=(2=X{12)+X(13))/C(1)
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WRITE (9,*) ’SOLUTION’

do k=1,n

enddo

WRITE (9,*) name(k),X(K)

WRITE (9,*) ’Error NORM’

WRITE (9,=) FNORM

WRITE (9,*) ’Stoping Criteria used’
WRITE (9,*) ERRREL

WRITE(S,*)’ Y’ CONVERSIONS:®
WRITE(S,=*)'CONV CD =!,CONV(1)
WRITE(9,*)’CONV CO2 =’,CONV(2)
WRITE(9,=*)'CONV H2 =’,CONV(3)

END
User-defined subroutine

SUBROUTINE FCN (X, F, N)

COMMON/LHESCONS/C(3)

INTEGER N

REAL (W), FQD

F(1) = X(15)*=X(7)+X(14)*=X(1)+2%X (12)+X(13)-C(1)
F(2) = X(15)=X(8)+X(14)=X(2)+X(13)~-C(2)

F(3) = X(15)*=X(9)+X(14)*X(3)+X(12)-X(13)-C(3)
F(4) = X(15)*X(10)+X(14)*X(4)-X(12)-0.0

F(8) = X(15)=X(11)+X(14)=X(5)-Xx(13)-0.0

F(6) = X(14)=X(6)~14.15

F(7) = X(14)+X(15)+2*X(12)-(C(1)+C(2)+C(3)+14.15)
F(8) = X(1)+X(2)+X(3)+X(4)+X(5)+X(5)-1.

F(9) = X(7)-2.21=X(1)

F(10) = X(8)-91.8=X(2)

F(11) = X(9)~6.61=X(3)

F(12) = X(10)-1.92=X(4).

F(13) = X(11)-1.37=X(5)

F(14) = .853823+0,582=L0G(X(7))+0.779=L0G(X(9))
-L0DG(X(12))-0.385=L0G(X(10))-0.0644=L0G(X(11))

F(15) = X(5)=X(3)-0.248785*X(1)*X(2)

RETURN
END
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