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Abstract

An increased demand for hydrogen as energy-carrier and as fuel for clean power
generation is expected during the 21st century. The Kyoto-protocol states that the
world has to decrease it’s CO;-emissions to the atmosphere. A concept combin-
ing hydrogen production and sequestration of CO; is the sorption enhanced steam
methane reforming (SE-SMR) process. This is an alternative to the traditional
steam methane reforming (SMR) for production of hydrogen. SE-SMR is a con-
cept that has received increased attention in recent years. The process utilizes a
solid CO»-acceptor to capture CO, in the reforming reactor and thereby change
the normal thermodynamic limitations of steam methane reforming.

The work in this thesis has focused on simulation of hydrogen production by
sorption enhanced steam methane reforming in a fixed bed reactor. A robust tran-
sient one dimensional model has been formulated and implemented for the sim-
ulations of the reforming reactor. Three main models have been formulated, one
pseudo-homogeneous model and two heterogeneous model that account for intra-
particle mass and heat transfer. The two heterogeneous models are different in the
way the solid materials are placed in the reactor. The 1-particle model considers
one type of pellet in the reactor consisting of both catalytic and sorbent material,
while the 2-particle model considers two separate pellet types with catalytic and
sorbent material.

Kinetic models for all major reactions must be formulated to simulate the sorp-
tion enhanced steam methane reforming reactor. The steam methane reforming
reactions have been extensively studied earlier, and the kinetic model of Xiu and
Froment was used in the simulations. Different solid synthetic materials for the
high temperature CO, capture have been studied, and kinetic models for capture
of CO; on these materials have been formulated in this thesis. Two of the materi-
als, nanocrystalline lithium zirconate and sodium zirconate have been synthesized
at NTNU, while the lithium silicate was obtained from Toshiba. The materials
synthesized at NTNU showed quite similar kinetic properties, and the capture rate
of CO, was described by a first order rate reaction with respect to fractional con-
version of the solid. However, while the shape of the rate expression was similar
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for the two zirconates, the reaction rates did differ substantially. The lithium zir-
conate had the slowest capture rate of the materials; with a kinetic constant about
100 times lower than the one for sodium zirconate, which showed the fastest ki-
netics. The capture rate on lithium silicate was found to be between the two other
materials.

The reactor simulations of SE-SMR show that it is possible to produce hy-
drogen with purity above 80 % on a dry basis in a fixed bed reactor with the in-
vestigated sorbents. The reactor performance are highly dependent on the capture
kinetics and while hydrogen with over 80% purity could be produced with a super-
ficial velocity of 2 m/s and a steam to carbon ratio of 3 with Na;ZrOs3 as sorbent,
a superficial velocity of 0.3 m/s and a steam to carbon ratio of 5 was necessary
for Li,ZrO3. The performance of LisSiO4 is between these two materials. In all
reactor simulations it was found that there will be large temperature gradients in
the reactor even if the total reaction is not very endothermic. If a fixed bed re-
actor is operated without external heating, the temperature close to the inlet will
decrease dramatically, while the outlet temperature will increase. This means that
temperature control could be necessary during hydrogen production, and that heat-
ing/cooling not only has to be supplied during regeneration.

The results from the reactor simulations have been incorporated in computer
simulations of the whole process of producing pure hydrogen by SE-SMR. Sorp-
tion enhanced reforming, regeneration of sorbent, heating and cooling of the reac-
tor bed, CO, compression, H, purification by presure swing adsorption, and heat
integration of the process are the main parts of the hydrogen production process.
The data on regeneration has been limited and the process sizing and performance
is mainly based on the reforming being the limiting factor. The efficiency is very
dependent on the amount of heat that must be supplied to the reactor in the regen-
eration step and the CO;-sorption kinetics of the sorbent. A thermal efficiency of
0.71 was calculated for an SE-SMR process with Na;ZrOs as sorbent with a gas
velocity of 2 m/s, a 10 m long reactor, a pressure of 10 bar, a reforming temper-
ature of 848 K and a steam to carbon ratio of 3. The heat for regeneration was
in this case supplied by combustion of methane in pure oxygen and yielded high
CO; removal (= 100%). The thermal efficiency is comparable and better than for
autothermal reforming with CO, removal by an amine process.

The temperature of regeneration used for Li,ZrOs as sorbent were only 52 °C
higher than the reforming temperature, while it was 325 °C higher for Na,ZrOs.
When Li,ZrOj3 replaced Nay;ZrO3 as CO;-acceptor, the lower temperature increase
for regeneration, which lead to less heat supplied, did make up for some of the
disadvantages of LipZrOs3, but in total the slower kinetics make it a less promising
sorbent for SE-SMR. With all other parameters equal the thermal efficiency fell
from 0.71 to 0.67 when using Li,ZrO3 as acceptor instead of Na,ZrOs. At the



same time the cross-section area of the reactor had to be increased almost 10 times
to get the throughput that was necessary to have equal production of hydrogen.
Producing hydrogen with a total lower heating value of 700 MW the necessary
reactor cross-sectional area was about 20 m? for the simulation with Na,ZrO3 as
sorbent, while the necessary crossectional area for Li,ZrOs were 173 m?.

The possibility of not producing pure hydrogen, but a mixture of hydrogen and
methane by SE-SMR with Na,ZrOj3 as sorbent has also been investigated. With the
low conversion of methane, the CO,-capture simulated for this process was only 62
% when the methane content in the product is calculated as CO;-equivalents. The
thermal efficiency of this process was about 0.83, compared to the 0.71 for the case
with pure hydrogen as product. If the kinetics of CO;-sorption could be increased,
giving higher hydrogen content in the product, an increased CO, removal can be
reached without lowering the thermal efficiency.
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Chapter 1

Introduction

1.1 Global warming and CO;-capture

The intergovernmental climate panel’s IPCC) report Climate Change 2007 states
that ”"Most of the observed increase in globally-averaged temperature since the mid
20th century is very likely due to the observed increase in anthropogenic GHG
(green-house gas) concentrations”.” Among the anthropogenic green-house gases,
which mainly includes methane, nitrous oxide, carbon dioxide and fluoride com-
pounds, CO, is the most important. Of the total emissions, CO, has a share of
76.7 % estimated in CO,-equivalents and 74 % of this comes from the use of fossil
fuel. From pre-industrial times (1750) the CO;-concentration in the atmosphere
has increased from about 280 ppm to 379 ppm (2005). It is acknowledged that
a decrease in the world’s CO, emissions is necessary to decrease and ultimately
reverse the global warming due to anthropogenic green-house gas emissions. The
importance of this work was underlined by the presentation of Al Gore and the
IPCC as winners of the 2007 Nobel Peace Prize.

Different strategies can be employed to mitigate the CO;-emissions, and as the
world shows no desire to reduce its energy consumptions other strategies should be
investigated. One strategy is carbon capture and storage. Fossil fuels is the main
energy source in the world and by capturing carbon from the hydrocarbons and
store it, less CO, will be emitted to the atmosphere. CO,-sequestration processes
can be divided into three main categories.

e Post-combustion systems separate the CO, from the combustion flue gas.
This is the most mature CO,-removal technology in the world and chemical
absorption is the dominating process. CO; is absorbed in a liquid, typi-
cally an amine-solution, and by heating the amine solution the pure CO» is
stripped off. Other possibilities for post-combustion systems are the use of
solid sorbents and membranes.



2 Introduction

e Pre-combustion systems separate out the carbon from the fuel before the
combustion. This is done by converting the fuel into hydrogen and carbon
dioxide and/or carbon monoxide. This produces a high energy carbon free
fuel (hydrogen) which can be used both for large power generation facilities
and smaller mobile units which will only emit water.

e Oxy-fuel systems use pure oxygen for the combustion of natural gas and
with mainly CO; and water as the combustion products this minimizes the
need for downstream separation equipment. The disadvantage is that large
volumes of expensive pure oxygen are needed and that combustion in pure
oxygen yields very high temperatures.

For the carbon sequestration to have any meaning, the CO, has to be stored in a
closed environment which is secure for a long timescale. The primary possibility
for this is to store it underground and the concept is already well proven. Three
large scale industrial projects are presently in operation; the Sleipner project in
Norway, the Weyburn project in Canada and the In Salah project in Algeria.*®
Depleted oil fields are suitable places for CO;-storage because of the cap rock in
these formations. CO, can also be injected in oil fields that are still in operation to
maintain the pressure and thereby enhance the oil recovery (EOR).

1.2 The hydrogen economy

Hydrogen is by many viewed as the energy carrier for the future.! Today the use of
hydrogen is mainly for ammonia/urea and methanol production and for hydrogena-
tion of heavy hydrocarbons. About 95% of the current global hydrogen production
is made and consumed on the same site in these chemical processes. This is ex-
pected to change dramatically, as hydrogen moves from being primary a reagent in
production of other chemicals to being an energy carrier. This change is foreseen
because hydrogen has several properties which makes it an attractive fuel:

o It has a high lower heating value per mass, 2.4, 2.8 and 4 times higher than
methane, gasoline and coal, respectively.

e Combustion of hydrogen does not lead to CO;-emissions or in the case
of low temperature fuel cells, no nitrous oxide, sulphur dioxide or carbon
monoxide.

e Fuel cells have high energy efficiency compared to traditional combustion
(~ 50%, with a possibility to reach 60% vs. 20-38 % for internal combus-
tion*©)
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e Compared to electricity it can be stored without significant losses.

Although there are strong initiatives to make hydrogen the fuel of the future,
there are several obstacles to overcome. Storage is a key issue for the use of hy-
drogen in the transport sector. As a gas the volume is far too large for practi-
cal use, hence it has to be pressurized or stored in other ways. Currently pres-
surized tanks at 350-700 atm permit storage of liquid H, but is very expensive
(~ $ 3000/kgH,).%® The transport of pure hydrogen also pose a large explosion
risk and other options for storage, such as storage in solid materials, seems to be
necessary for moving units. Another obstacle on the road towards a hydrogen
economy is that the fuel cell technology is not mature enough to compete with
internal combustion. Technology breakthrough is needed to reduce the price, and
improve the reliability and cost. !

For the production of hydrogen several different processes is possible and they
are shown in table 1.1, and it is expected that a combination of these technologies
will be used for the worlds hydrogen demand. It has to be pointed out that, in any
scenario, hydrogen is an energy carrier, like electricity, and not an energy source.
It has to be converted from natural hydrogen sources, typically hydrocarbons or
water, and when reacting with oxygen by the exothermic reaction 1.1 it can be
returned to nature as water.

1
H, + 502 — HyO AHyg = —286kJ/mol (1.1)

When the earth’s fossil fuel reserves dries out, both the energy and the hydrogen
must come from other sources, but during a slow transition to the hydrogen society
reforming of natural gas will have to play a major role. The price of hydrogen
produced from natural gas is still much lower than from other sources and the
economics is the major driving force in industrial processes. *®
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Table 1.1: Summary of hydrogen production technologies
Hydrogen production technology Description

Electrolysis Water is split to hydrogen and oxygen
in an electrolytic cell

Reforming and gasification Natural gas is converted to hydrogen
and carbon dioxide, or higher hydro-
carbons and coal can be gasified using
oxygen.

Biomass Biological materials such as corn,
sugar canes, sunflower and sawmill
residues are transformed to hydrogen
and CO,. Biomass is called CO,-
neutral since it contributes to small net
CO;-emissions.

Thermochemical cycles Using waste heat from nuclear reactors
one can use a cycle involving e.g. sul-
phur and iodine compounds to extract
hydrogen from water.

Biological production Algae or bacteria can produce hydro-
gen from water

1.3 Steam methane reforming

Steam methane reforming (SMR) is the prevailing process for hydrogen production
and accounts for more than half of the world production.* Natural gas is fed to a
reactor with excess of steam, and with methane as the main component in natural
gas, the main reactions in steam methane reforming are:

CH4+H)O <+ CO+3Hy AHjg = 206kJ/mol (1.2)

CO+Hy0 <> COy+Hy AHys = —41kJ /mol (1.3)

Equation (1.2) is the reforming reaction and equation (1.3) is the water-gas shift
reaction.
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In conventional SMR the hydrogen and CO/CO, are produced over a nickel
catalyst at high temperatures. The catalyst is contained in reformer tubes, which
are located in a box type fired furnace, where combustion of natural gas provides
the heat. To get high conversions high temperatures are needed, and the conver-
sion is favoured by low pressure. A high steam-to-carbon (S/C)-ratio will increase
the conversion of methane but decreases the energy efficiency of the process and
higher volumetric flow will increase the equipment cost. Typical operation tem-
peratures for SMR are 800-950 °C, a pressure of 20-40 bar and S/C-ratio about
2.5. An overview of the steps in an SMR-process with CO,- capture is shown in
figure 1.1

Natural\| Sulphur Pre- .
. Reforming
gas removal reforming

1

Shift co2 PSA Hydrogen
::> removal I::> >

Figure 1.1: An overview of the steps in an SMR-process with CO,-capture and
hydrogen purification by pressure swing adsorption(PSA).

If the natural gas contain sulphur compounds, a pre-treating of the gas is nec-
essary to remove the sulphur which deactivates the reforming catalyst. After the
pre-treatment some processes uses a pre-reformer where heavier hydrocarbons are
converted to methane. The main reforming reactions are carried out in the fired
reformer where methane is converted to mainly hydrogen, carbon monoxide and
carbon dioxide. Equation (1.3) is thermodynamically favoured at low temperatures
and the high temperature reformer is followed by one or usually two shift reactors
operated at lower temperatures, typically 300-500 °C, to convert CO and steam to
hydrogen and CO,. To get pure hydrogen a pressure swing adsorption (PSA) unit
can be installed. If CO, sequestration is to be employed this is done before the
PSA and can be done by an amine process.

Autothermal reforming and partial oxidation

Other routes to hydrogen production by converting natural gas are autothermal
reforming (ATR) and partial oxidation (POX). Partial oxidation utilizes reaction
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1.4 for the production of hydrogen:
CH4+0.50, <» CO+2H,; AHyog = —38kJ /mol (1.4)

The reaction can be carried out with or without a catalyst at high temperatures
(1250-1400 °C). As with SMR the gas is cooled, shifted (1.3) and CO, removed
from the mixture after the high temperature reformer. The efficiency of POX is
lower than for SMR, because less hydrogen is extracted from water, but the range
of fuels that can be processed is much wider as it also can be used for hydrogen
production from coal and heavy hydrocarbons.*3

Autothermal reforming is a combination of partial oxidation and steam methane
reforming. Steam, natural gas and oxygen are fed to the reactor, and the energy
needed for the reforming reactions is provided by combustion of natural gas. This
is done in a burner upstream to the catalytic section of the reactor, and typical re-
actor temperatures are 950 - 1050 °C. Because all the energy is supplied internally
in the reactor the expensive furnace for the SMR is not needed, which can make
ATR more cost-effective than traditional SMR. The oxygen can be supplied either
by air or by pure oxygen. Pure oxygen requires an expensive air-separation-unit,
but if CO; sequestration is wanted, combustion with pure oxygen can make the
expensive amine-absorption unit obsolete.

Hydrogen purification

The hydrogen purity from the different production routes are typically 70-80% and
for applications as fuel cells higher purity hydrogen is required. This process is
usually performed in a pressure-swing adsorber (PSA). The PSA operates at 1-60
bar and at high pressure the impurities CO, CO,, CHy, etc adsorbs at a solid ma-
terial, e.g. activated carbon, zeolite or silica gel, and an essentially pure hydrogen
stream is produced. At a lower pressure, typically ambient or sub-atmospheric,
the adsorbed species are desorbed and the PSA tail gas produced. The tail gas
from the PSA-unit in a steam methane reforming process is mainly consisting of
methane and un-separated hydrogen and this gas can be combusted for heat supply
to the process. Typical PSA-processes consist of 4 to 16 beds dependent on the
flow rate,%? and H,-recovery of 80-90% is possible with today’s technology and
the purity of the product hydrogen is typically ~99.999%.74

1.4 Scope of the work

Sorption enhanced steam methane reforming (SE-SMR) is an emerging technol-
ogy for hydrogen production with CO;-capture. The traditional steam methane
reforming is modified by installing a CO, acceptor in the reactor bed together with
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the catalyst. The CO; is thus captured in situ and the thermodynamical limitations
of the process changed. Pure hydrogen can be produced for use in fuel cells or
combustion turbines. To gain insight in the process and how it can be optimized,
reactor modelling can be a useful tool. By describing the reactor mathematically
it can be simulated under different operating conditions and one can observe the
effect in changing different paramaterers. The goal of this work has been to de-
scribe a fixed bed reactor with reactor models, both heterogeneous, where the intra-
particle transport is modelled, and pseudo-homogeneous where the reactor species
concentrations and temperatures are averaged over the solid and the gas. The het-
erogeneous models can be used to study if the gas-partical mass transfer and/or the
intraparticle mass transfer is a limiting step in the process and affectivity factors
can be found and used in the less time-consuming pseudo-homogeneous models.
The reactor models should be robust, e.g. tolerate large variations in operating
conditions, be fast and accurate. Contrary to most other chemical processes mass
is removed from the gas-stream in SE-SMR, and this has to be taken special care of
in the modelling. For simulations of chemical reactors, the reaction kinetics is an
important piece, and the kinetics have to be described matematically for the reac-
tor simulations. The kinetics of the reforming reactions in SMR has been studied
intensively and are well formulated, but in SE-SMR the CO,-capture kinetics must
be described and this has to be done specifically for each sorbent. By analyzing
experimental data of uptake of CO, on the acceptors under different conditions it
is possibile to descibe the capture process mathematically, and these expressions
can be used in the reactor simulations. Different materials can be used as CO5-
acceptor but the main focus in this work has been on novel synthetic metal oxide
CO;-acceptors. When all the kinetic expressions are in place, the reactor models
are used to simulate the chemical reactor performance and the possible conver-
sions that can be achieved under different conditions can be studied. These results
are also important in the sizing of a real reactor system, where the necessary space
times to get the wanted conversions can be found. The goal of this work has been
to study the performance of fixed bed reactors with different materials as CO,
acceptors.

The performance of the reactors can then be used for simulations of the process
of producing hydrogen by sorption enhanced steam methane reforming, and how
the process is dependent of the properties of the CO, acceptor can be evaluated. By
doing this, the thermal efficiency and the CO, capture for the process at different
conditions can be studied.
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1.5 Outline of the thesis

In chapter I the motivation and some of the background for this thesis have been
described.

Chapter 2 describes the sorption enhanced steam methane reforming technology,
and the published literature on the subject is presented.

Chapter 3 describes the CO;-capture kinetics for the materials Li,ZrOs3, LisSiOy,
and Na;ZrOs, and mathematical relations are fitted to experimental data.

Chapter 4 describes the reactor models used to model the fixed bed SE-SMR re-
actor. One pseuso-homogenous model and different heterogeneous models are
presented. All relations for the parameters used in the models are given, and the
solution method for the set of partial differential equations is shown.

Chapter 5 presents the results of the reactor simulations on SE-SMR fixed bed
reactors. It is divided in results from simulations with Li,ZrO3;, LisSiO4 and
NayZrO3 as CO;,-acceptor.

Chapter 6 presents the results from process simulations of the SE-SMR process,
and thermal efficiencies for the process are reported. Process design and sizing of
reactors are also looked into.

Chapter 7 gives the conclusions and the proposed further work.



Chapter 2

Sorption enhanced steam
methane reforming

2.1 Thermodynamics of SMR

The traditional steam methane reforming is a mature technology with high en-
ergy efficiency and relatively low capital investment. However, the reaction ther-
modynamics requires severe operating conditions for high conversion of methane.
The reforming reaction is thermodynamically favoured at high temperatures, hence
temperatures above 900 °C are necessary to get high conversion of methane. High
temperature together with high concentrations of CO also leads to problems with
coking in the reactor, which can lead to lower catalyst efficiency, higher pressure
drops and in a worst case scenario, blocking of the reactor. Equilibrium methane
conversion calculated from the equilibrium constants from Twigg’® for SMR at 20
bar as function of temperature and steam to carbon - ratio is shown in figure 2.1. To
reach conversions of 80-90 % at low S/C-ratios (2-3), it is seen that temperatures
above 900 °C is needed. Low S/C-ratios give higher thermal efficiencies, hence
SMR-processes are usually designed for S/C-ratios of about 2.5. Equilibrium dry
hydrogen mole fractions that correspond to the methane conversions in figure 2.1
are shown in figure 2.2. As seen in figure 2.2, hydrogen purities just above 0.7
can be reached for a S/C - ratio of 2.5 at 900 °C. By using shift reactors at lower
temperatures the hydrogen content can be increased, but the methane conversion
will be almost unchanged. SMR produces a net amount of moles, hence low total
pressures favours high conversion. However, to get lower investment costs total
pressures in the range of 20-40 bar are common. Figure 2.3 shows the equilibrium
conversion of methane as function of temperature and total pressure at a S/C-ratio
of 3.

Up until today CO,-sequestration has not been a main issue in the develop-

9
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Figure 2.1: Contour plot of equilibrium SMR-conversion as function of tempera-
ture and S/C-ratio.

ment of hydrogen production processes, but with the increased awareness on global
warming, this is an issue that has to be addressed. Simbeck states that hydrogen
production from fossil fuels with CO,-capture is the essential bridge to the hydro-
gen economy. > One possible process for hydrogen production with CO,-capture
is enhanced steam methane reforming.

2.2 Enhancing the SMR

The concept of sorption enhanced reaction processes is not new, and Rostrup-
Nielsen® reports that du Motay and Marechal proposed to add a CO,-acceptor
to hydrocarbon steam reforming as early as 1868. However, the process has not
received big attention until the last 20 years and first and foremost in this decade.
Bruun-Tsekhevoi et al.(1988) described a continuous process using dolomite as
sorbent 2, and Han and Harrison (1994) used calcium oxide to capture CO; in a
fixed bed reactor??. Air products developed a process in the 1990s they called
sorption enhanced reaction process (SERP).%%82 Sorption enhanced reaction pro-
cess or more precisely sorption enhanced steam methane reforming (SE-SMR)
utilises a solid CO, acceptor, typically a metal oxide, to capture CO, in situ and
thereby change the thermodynamical limitations.

MO(s) +CO(g) <> MCO;3(s) @.1)
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Figure 2.2: Contour plot of equilibrium dry hydrogen mole fraction as function of
temperature and S/C-ratio at a pressure of 20 bar.

The total reaction for SMR, reforming reaction + water-gas shift, is:
CHy(g) +2H,0(g) <> CO2(g) +4H>(g) (2.2)
Combining equation (2.2) and equation (2.1) the total reaction for SE-SMR is:
CHy(g) +2H,0(g) + MO(s) <> 4Hy(g) + MCO5(s) (2.3)

By removing CO, from the gas phase, the equilibrium limitations changes as de-
scribed by le Chateliers principle and the reactions yield more hydrogen. This
means that hydrogen can be produced at lower temperatures and with CO;-capture
in one step. The lower temperatures and the low partial pressures of CO, also make
shift reactors redundant. Figure 2.4 shows the equilibrium methane conversion at
20 bar and a S/C-ratio of 3 as a function of temperature and partial pressure of CO;.
The equilibrium compositions is calculated from the equilibrium constants given
by Twigg.”® The CO, equilibrium partial pressure over CaO is also shown in fig-
ure 2.4, and it is observed that a conversion of about 0.75 can be reached at ~600
°C in SE-SMR with CaO as CO;-acceptor. At the same conditions the conversion
of SMR is only just above 0.3 and to reach a conversion of 0.75 a temperature of
about 800 °C is needed. With lithium zirconate as acceptor a conversion of 0.45
is possible. This observation shows that low partial pressures of CO, are neces-
sary at these conditions for high conversions, and the equilibrium partial pressure
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Figure 2.3: Contour plot of equilibrium SMR-conversion as function of tempera-
ture and pressure at a S/C-ratio of 3.

of CO, on CaO at 600 °C corresponds to a mole fraction of only 150 ppm. The
equilibrium CO-fraction at these conditions is about 100 ppm.

The equilibrium dry hydrogen mole fraction at the same conditions is shown
in figure 2.5: It is observed that a dry hydrogen mole fraction of 0.92 can be
reached at a temperature of 600°C at these conditions with CaO as acceptor. For
lithium zirconate a dry hydrogen mole fraction of 0.75 is possible, still significantly
higher than the corresponding equilibrium SMR dry hydrogen mole fraction of
about 0.52. Because high hydrogen purity is possible in one reactor with SE-SMR,
the shift reactors that are used in SMR are not necessary.

The high hydrogen and low CO-content together with the lower temperature
in SE-SMR also minimizes coking, which can be a serious problem in SMR. The
total enthalpy of the reforming section of SE-SMR will be slightly endothermic or
energy-neutral, dependent of the CO,-acceptor, but the total energy requirements
of the reactors will be the same as for SMR. The solid acceptor has to be regen-
erated, hence the heat gained from the exothermic capture must be supplied in the
endothermic regeneration.
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Figure 2.4: Contour plot of equilibrium SE-SMR-conversion as function of tem-
perature and partial pressure CO; at a total pressure of 20 bar, the equilibrium
partial pressure of CO, over CaO?> (— —) and the equilibrium partial pressure of
CO, over Li,ZrO333 (— - —) is also shown.

2.3 SE-SMR literature

Sorption of CO, on different materials has been studied extensively since the early
1950s. However, in most cases it has been done at low temperatures (273 - 400 K)
and ambient pressures. Zeolites have good CO,-adsorption properties under these
conditions, but for temperatures in excess of 500 K the capacity is negligible. !4
For SE-SMR it is necessary to work at higher temperatures because of kinetic
considerations, hence high temperature CO,-sorbents have to be looked into. The
CO,-acceptor for SE-SMR has to fulfill certain requirements:

Fast kinetics To get high conversions in a reasonable reactor volume, the CO,-
capture rate kinetics has to be fast, particularly at low partial pressures of
CO,.

Suitable thermodynamics The material should have low equilibrium partial pres-
sure of CO; at temperatures from 450-650 °C. The temperature gap between
capture and regeneration must not be too high, or it must be possible to re-
generate the material by pressure swing.

Stability The material must have good stability, the capture-regeneration must be
reversible and it must be mechanical (Especially for fluidized bed operation)
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Figure 2.5: Contour plot of equilibrium SE-SMR dry hydrogen mole fraction as
function of temperature and partial pressure CO,, the equilibrium partial pres-
sure of CO, over CaO?® (— —) and the equilibrium partial pressure of CO, over
Li»ZrO33 (— - —) is also shown

and thermal stable. The more expensive material, the more cycles must the
material be able to withstand.

High capacity Particularly for fixed bed operation it is important with high ca-
pacity to get longer cycle times

Hydrotalcite

In Air Products SERP hydrotalcite was used as CO;-acceptor and at temperatures
of 450 °C and pressures of ~ 5 bar they could produce high purity hydrogen (>95
dry mole%) with methane as the main impurity. The CO content was as low as
~50 ppm. For the regeneration of the sorbent it was used a pressure swing process
with depressurization to sub-atmospheric pressure (0.3-0.7 bar) and purge with
steam. 82 Hydrotalcite-materials have been used in several studies of SE-SMR, and
it is an anionic clay consisting of positively charged layers of metal oxide (or
metal hydroxide) with inter-layers of anions, such as carbonate.'* Hydrotalcite
has quite low capacity of CO,, Ding and Alpay reports of a working capacity of
about 0.45 mol/kg, which is about 2 weight%.'* They also studied the kinetics of
CO;-capture on hydrotalcite and modelled the sorption using a linear driving force
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(LDF) - model. To get high conversions with hydrotalcite as CO;-acceptor a high
steam to carbon ratio (6) has been used. '>-2

Limestone and dolomite

Natural occurring metal oxides as limestone and dolomite have been considered
promising and cheap candidates for high temperature CO,-capture. They are both
sedimentary rocks, mainly consisting of the minerals calcite (calcium carbonate)
and calcium magnesium carbonate, respectively. As the natural occurring minerals
already are in a carbonized state, they must go through calcination before being
used as CO;,-sorbents, and are precursors and not sorbents. Calcium oxide reacts
with carbon dioxide as described in equation (2.4).

CaO +CO; <> CaCOs  AHpog = —178kJ /mol (2.4)

A group at Louisiana state university (USA) has done extensive research on calcium-
based sorbents with dolomite and limestone as precursors and report that sorbents
based on dolomite are superior to those based on limestone. Although the theoret-
ical maximum uptake on limestone (pure calcium carbonate) is higher, in reality
the dolomite-based sorbents (also containing magnesium oxide) show better kinet-
ics, higher maximum fractional conversion and better multicycle performance.??
Silaban et al., also from Louisiana state university, attribute the advantages of
dolomite-based sorbents to the presence of MgO which does not take part in the
carbonization and thereby stabilizes the sorbent.”> The same group reports that
high purity hydrogen can be produced with SE-SMR using dolomite-based sor-
bents. With a S/C-ratio of 4 they reached a dry hydrogen mole fraction >95% at a
temperature of 650 °C and a pressure of 15 atm.** Johnsen et al. used dolomite as
sorbent-precursor and investigated SE-SMR in a bubbling fluidized bed reactor.
At 600 °C and atmospheric pressures they reached equilibrium dry hydrogen mole
fractions (>98 mole%) at S/C-ratios of three. The main problem with sorbents
from natural CaO-sources have been the cyclic stability and Johnsen et al. report
that the maximum conversion after 25 cycles is only 30 % of the initial maximum
conversion (~46 weight %).

Synthetic sorbents

Because of the poor multi-cycling stability of dolomite and limestone it has been
tried to make synthetic calcium-based sorbents. Li and Cai report that they have
made a sorbent based on calcium oxide and calcium aluminate (75/25 wt%) which
have better stability than dolomite and limestone.*?> After 60 cycles the maxi-
mum conversion was about 40% of the initial maximum conversion while dolomite
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could reach about 20% of the maximum conversion after 60 cycles. In SE-SMR
with the synthetic sorbent they reached hydrogen purity >95 mole% at 650 °C,
atmospheric pressure and a steam to carbon ratio of 4.

Other metal oxides than the cheap and natural occurring calcium oxide have
also received attention as possible CO,-acceptors for SE-SMR and specially lithium
oxides have interesting properties. Nakagawa and Ohashi from Toshiba reported
in 1998 that lithium zirconate (Li,ZrO3) powder can capture CO, up to 550 °C.>!

LirZrO3+CO; <> LiCO3 +ZrOy  AHpog = —160kJ /mol (2.5)

Ohashi and Nakagawa also found that the kinetics of lithium zirconate could be im-
proved by doping it with potassium. A group at the University of Cincinnati(USA)
has also worked on lithium zirconate as CO,-acceptor and have done CO;-uptake
experiments on pure and modified lithium zirconate.?”?%34 They also described
the kinetics of the CO;-capture by an unreacted shrinking core model.

The group from Toshiba have also studied lithium ortho-silicate as CO,-acceptor.
They found that it has better kinetic properties, could capture CO, at lower partial
pressures and because silicate is cheaper than the expensive zirconia, the sorbent
would be cheaper. 3!

Li4SiO4 + C02 <~ Li2C03 +Li2Si03 AHzgg = — 143k]/mol (26)

Lithium ortho-silicate have a very high theoretical maximum uptake, as Li;SiO3
could react with CO», but it is believed that it is mainly the ortho-silicate that reacts
with CO,, making the theoretical maximum uptake 36% on weight basis. !° Kato
et al found that lithium silicate could capture CO, at as low CO, concentrations
as 2% at 500°C while lithium zirconate showed no significant weight change at
these conditions.?' Venegas et al. have synthesized lithium silicate by three dif-
ferent techniques, the solid state reaction, precipitation, and sol-gel method. Only
the two first gave a satisfying material and the CO,-capture on these have been in-
vestigated. The different methods gave different particle sizes, which in turn gave
different sorption characteristics. The precipitation method gave particles sizes
about a tenth of the ones with the solid state method (3um compared to 36um),
and this gave significantly faster kinetics, and higher maximum conversion.”’

Lopez-Ortiz et al. tested several different synthetic sorbents with sodium ti-
tanate (Na; TiO3), sodium antimoniate (Na3SbO,4) and sodium zirconate (Na;ZrOs3)
in addition to lithium zirconate and lithium silicate.* Sodium zirconate showed
the best kinetic properties of the tested sorbents, and could be a candidate to com-
pete with the lithium oxides. It showed faster kinetics, but was harder to regener-
ate. Since lithium is more expensive than sodium it can also have lower cost.

NaZZr03 +C02 4 Na2C03 +Zr03 AHzgg = — 149/(]/1710[ (2.7)
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Ochoa-Fernandez>? has described the properties of the different candidates
for high temperature CO,-capture as outlined in table 2.1. The capture capacities

Table 2.1: An overview of the properties of different high temperature CO, accep-

tors.>2
Acceptor Capacity Stability  Kinetics Regeneration
(gC0yL/g) tempera-
ture[K]¢
Dolomite 0.46 Poor Good 1173
Limestone 0.79 Poor Good 1173
CaO/CajpAlj40533 045 Fair - 1173
CaO/y-Al,03 0.033 Good - 1173
LiyZrO3 0.29 Fair Fair/Poor 1020
Na,ZrO3 0.24 Fair Good 1050
LisSiOy4 0.36 Fair Fair 990
Hydrotalcite 0.029 Fair/Poor Good PSR?

“Equilibrium regeneration temperature at 1 bar and 100% CO,
bpressure swing regeneration

given in table 2.1 are the theoretical maximum and in all practical applications the
capacity will be less. The volume change because of sorption will block pores and
limit mass transfer, and this will reduce the capture rate or even stop the capture
completely.

2.4 Reactor concepts

Two reactor concepts that are widely used in the chemical industry have been pro-
posed for SE-SMR.

e Fluidized bed reactors
e Fixed bed reactors

Both reactor concepts offer their advantages and disadvantages for the process.
The SERP process by Air Products,?® was carried out in a fixed bed reactor sys-
tem, while the early process described by Bruun-Tsekhovoi was carried out in a
continuous fluidized bed process. 12
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Figure 2.6: A fluidized bed reactor system.

Fluidized bed

The fluidized bed reactor had it’s breakthrough in 1942 when Standard Oil started
with catalytic cracking of gasoil in a fluidized bed unit.?? Because the catalyst de-
activates rapidly in catalytic cracking it must be regenerated continuously and until
today catalytic cracking has been the main application of fluidized bed reactors.
Though, other applications have also been introduced, like the phtalic anhydrid
and ethylene dichloride synthesis. A typical fluidized bed reactor configuration is
shown in figure 2.6. The solid flows between the two reactors, where two different
reactions are carried out and different temperatures can be employed.

The flow of solids is the main difference between a fluidized and fixed bed.
This also leads to the advantages and disadvantages compared to a fixed bed re-
actor. The positive and negative aspects of a fluidized bed reactor system for SE-
SMR are:

+ The sorbent can be continuously regenerated

+ Dependent on the sorbent an eventual small need for energy in the reforming
reactor can be supplied by hot particles.

+ Large temperature gradients that can lead to material problems are avoided
in a fluidized bed.

+ Low pressure drop compared to fixed bed.
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- Pressure swing operation is very difficult
- It is more complex to design and operate a fluidized bed than a fixed bed.
- The mechanical strength of the particles must be high.

A fluidized bed reactor can be operated in different modes dependent on gas veloc-
ity and particle properties. In the bubbling bed regime the particles are fluidized
but there is no total movement of particles through the reactor and the gas moves
through the particles in bubbles. When the gas velocity is increased the bed will go
into a turbulent regime, where the mixing of solids is more intense and the bed is
more uniform. When the gas velocity is further increased the particles will start to
blow out over the top of the reactor and we have a net entrainment of solids. If the
velocity is further increased, the transport regime is reached, with a steep decline
in the solid volume fraction and a large net entrainment.

Continuous operation is possible in all the regimes, even if the bubbling bed
and turbulent bed does not have a “natural” transport of solids. If net transport
of solids is wanted in these modes special installations have to be made so that
particles are removed from the reactor bed. However, some particles and fines
will be carried with the gas also in the lower velocity regimes, and these have to
be separated and sent back to the bed using a cyclone. For the regimes with net
entrainment of solids a cyclone will be placed on the top to separate the product
gas from the particles, which are sent to the other reactor. The regime a process
is operated in, depends on different properties of the process, with the reaction
kinetics as one important variable. Higher velocity will both give shorter residence
times and lower solid fraction in the reactor, hence the kinetics have to be fast for
the fast fluidization and transport regimes to be employed.

For a sorption process the continuous regeneration is the major advantage of a
fluidized bed, and for such a process all the regimes could be employed dependent
on the properties of the reactions and the particles. A reactor concept could be a
combination of two reactors operated in different regimes, e.g. the sorption in done
in a transport reactor and the regeneration in the bubbling bed regime. One sorption
process based on the fluidized bed reactor that is already commercially proven is
the Lurgi CFB process where SO, is removed from flue gas using limestone. >*

The fluidized bed has, as mentioned, some advantages for the process and it
is claimed that for SE-SMR in an industrial scale a fluidized bed reactor system is
the only alternative.°

Fixed bed reactor

The fixed bed reactor is used for the majority of the chemical processes in the
world, and it is normally used for steam methane reforming. Different types of the
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fixed bed reactor are the multitube reactor, the multibed reactor, and the single bed
reactor. Figure 2.7 shows the main types of fixed bed reactors.

Reactants Reactants Reactants

T

Heat out

} ' FEn H H I Heat in
Reactanis / HHIN 3 H \
Catalyst i 4 B
AR HIBHARE :j ¢
Product
|
Product Product
Single-bed Multi-bed Multi-tube
Reactor Reactor Reactor

Figure 2.7: Different fixed bed reactor concepts.

The reactor or reactor tubes is packed with the catalyst which can be installed
as catalyst pellets or as a structured packing. For the traditional SMR where indi-
rect heating is used, the multitube reactor is employed and the heating is supplied
by firing natural gas outside the tubes. For the more novel autothermal reactors
a single bed reactor is used, with firing of natural gas directly inside the reactor.
For the SE-SMR the selection of fixed bed reactor configuration is based on the
heat supply. The regeneration of the sorbent demands heat and this has to be trans-
ferred to the reaction zone. The positive and negative aspects of a fixed bed reactor
system are:

+ The fixed bed reactor has a simple and well-known design.
+ Pressure-swing operation can be employed.

+ The higher solid density in the fixed bed reactor can lead to lower reactor
volumes.
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- The pressure drop can be large
- Large temperature gradients can lead to material problems

- The process must be operated in a cyclic manner and the cycle-times of
reforming and regeneration must be matched

The pressure drop is mainly dependent on the shape/size of the pellets and the
gas velocity. In SMR there are steep concentration gradients inside the catalyst
pellets, which mean that most of the reaction is occurring close to the outer sur-
face of the pellet. To get a better utilization of the catalyst, smaller pellets would
be favourable, but this would lead to higher pressure drops, which make the size of
the particles an important trade-off in the fixed bed reactors. Typical effectiveness
factors for the catalyst in SMR are below 0.1 and less than 5% of the catalyst bed
loaded into a conventional reformer is not utilized.? To get higher effectiveness
and reducing the pressure drop different particle shapes have been tried. A particle
design from Haldor Topsoe is seen in figure 2.8. The shape and size of the pel-

Figure 2.8: Catalytic pellets from Haldor Topsoe. %

lets may also be of importance in SE-SMR, where there are two active materials
with different properties. In this case the distribution of the CO;-acceptor and the
catalyst will also be an important process parameter. Both properties can be in-
corporated in one particle, or two different particles with one property in each can
be employed. In addition, the reactor could be divided into zones with different
fractions of the materials to optimize the process.

A fixed bed reactor system for SE-SMR must be operated in a cyclic manner
and Waldron et al. have described the pressure swing process as follows: 82

1 The reactants consisting of steam and methane at the high pressure and re-
acting temperature is passed through the bed until the carbon oxide levels in
the outlet reach a preset level.
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2 The reactor is depressurized to ambient pressure.
3 The reactor is evacuated to sub-atmospheric pressure and purged with steam.
4 The reactor is pressurized to the high pressure using steam.

In case of temperature swing operation this could be implemented with or without
in combination with pressure swing. In a combined temperature/pressure swing
the temperature has to be increased in step 2 to the wanted desorption temperature,
and the temperature have to be decreased in step 4 back to the wanted reaction
temperature. The gas used for desorption could be steam or other gases, but it
should be easy to separate it from the product CO, stream, for the CO, to be
transported to storage. Flue gas from combustion of hydrogen/methane in pure
oxygen could supply the needed heat to the reactor and the CO,/steam used as
purge gas.

2.5 Modelling of SE-SMR

The reactor modelling work on SE-SMR with actual sorbent kinetics is sparse,
and limited to calcium oxide and hydrotalcite as CO;-acceptor. For fixed bed re-
actors, the most detailed work has been done by a group at the university of Porto,
resulting in several papers.®-3¢-87-8% They used hydrotalcite as CO,-acceptor and
adopted the sorption-kinetics from Ding and Alpay'#. The models used for sim-
ulations are transient 1-D axial dispersion models, formulated both for pseudo-
homogenous®-37 and heterogeneous® cases. They analyzed both the possibility
of different reactor configurations and the effect of intraparticular diffusion. Ding
and Alpay have also done reactor simulations with their own kinetics on hydro-
talcite, and compared the simulation results from a fixed bed reactor model with
experimental data on SE-SMR, which gave good fit to the experimental data us-
ing the found capture kinetics and the SMR-kinetics from Xu and Froment.3° The
simulations and experiments were done with quite low residence times, which with
the low capacity of hydrotalcite lead to a pure transient operation of the reactor.
No pseudo-steady state with enhanced reforming was obtained. However, an en-
hancement of the reforming were obtained in the first 3-4 minutes of operation. 1

A temperature swing concept for SE-SMR with hydrotalcite as CO,-acceptor
has been simulated by Lee et al. and they found that the temperature swing pro-
cess showed favourable characteristics to the pressure swing.*' The reforming was
carried out at 490 °C and the regeneration at 590 °C. With an S/C-ratio of 4 and a
pressure of 1.5 bar hydrogen fraction of 0.9999 was obtained(!). The model used
for the simulation was a transient pseudo-homogeneous CSTR-in-series model.
Koumpouras et al. have proposed a reactor system based on a monolith catalytic



2.5. Modelling of SE-SMR 23

reactor with the sorbent pneumatically conveyed through the reactor.3® They mod-
elled this using a steady state plug flow model. Hydrotalcite was used as acceptor
and with a temperature of 450°C and a S/C-ratio of 6 a methane conversion of
0.75 was reached. The same group has also done simulations of a fixed bed reactor
looking at the effect of sorbent characteristics and state that an ideal sorbent has
the capacity of lithium zirconate and the kinetics of hydrotalcite. 3

Another Lee found an expression for the kinetics of CO;-capture on calcium
oxide in 20043 and have used this for simulations of a fixed bed reactor® and
a moving bed reactor.*’ The fixed bed reactor was simulated using a transient
pseudo-homogenous plug flow model. It was found that inlet temperatures above
650 °C had to be used to get a satisfying conversion. In the moving bed reactor,
the solid flows counter-current to the gas at a fixed circulation rate and it was used
a steady state pseudo-homogenous plug flow model. For the simulations of both
reactor types it were used an efficiency factor of 0.3 for the carbonation. In both
reactors hydrogen purities above 0.97 was obtained.

Johnsen et al. used calcined dolomite as CO,-acceptor and simulated a flu-
idized bed model using a steady state two-phase model for the reformer. The
cyclic process with calcination was simulated, but for the regenerator no actual ki-
netics was used, and it was assumed that the regeneration was at equilibrium. Only
heat and mass balances were solved for this reactor. The reforming was performed
at 600°C and the regeneration between 850 and 900 °C. For an S/C-ratio of 3 at
600°C a hydrogen purity of 0.97 was obtained.

Li and Cai have synthesized CaO/Ca;>Al14033 and modelled the CO,-capture
kinetics and the regeneration kinetics.*> Using these kinetic models they have sim-
ulated the SE-SMR cycle for a thermal swing process in a fixed bed reactor. The
reactor model used was a transient pseudo-homogeneous plug flow model, and
the reforming temperature 650 °C and the regeneration temperature about 900 °C.
Argon was used as purge gas for the regeneration.

Zagoruiko and Okunev °'have also simulated SE-SMR with Calcium Oxide as
sorbent, with the regeneration method as the novelty. 1% methane in air was fed
to the regeneration reactor and the combustion heat used to supply the heat for
the endothermic calcination. The simulations show that this way of regeneration
is possible and the highest efficiency is obtained when feeding the combustion
mixture counter-currently to the feed direction used for the reforming step. The
material balance was formulated as a quasi-steady state plug flow model, while
the heat balance was formulated in terms of a transient enthalpy balance. No data
was given on the product gas composition from the reforming reactor.

Table 2.2 shows an overview of some of the modelling work done on SE-SMR.
It is observed that for both hydrotalcite and calcium oxide purities above 0.9 can be
reached, and both in fluidized bed and fixed bed reactors. The working temperature
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for hydrotalcite is lower than for the calcium oxide, but it does not show quite as
fast kinetic as the pure calcium oxide. The main difference is, as earlier mentioned,
the capacity, and it can be produced significantly more hydrogen per mass of solid
with calcium oxide as sorbent.
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Chapter 3

Kinetic modelling

To be able to simulate SE-SMR by reactor models all major chemical kinetic rate
expressions must be formulated mathematically. A steady state kinetic model for
reforming reactions have been given by Xu and Froment®, and it was confirmed
by Ding and Alpay !® that this model is applicable to transient reactor model, both
in the presence and absence of a sorbent. This means that the kinetic rate ex-
pression for the CO;-capture is the missing part in the chemical reaction kinetics
in SE-SMR. By measuring the transient weight uptake on a sorbent as function
of operating parameters such as CO;-partial pressure and temperature, a kinetic
model can be fitted to the experimental data.

Gas-solid reaction chemistry has been studied extensively but still there are dif-
ficulties in understanding and modelling the actual reaction rates. This is because
the mechanisms are complex, with the overall reaction rates influenced not only by
chemical reactions but by physical adsorption, mass and/or energy transfer. These
mechanisms are also affected by changes in morphology, crystallite orientations,
crystallite size, impurities, etc.

For many gas-solid reactions the rate is determined by the rate of physical
adsorption on the surface, and a common way of modelling this is by a linear
driving force (LDF) model. The LDF-model is expressed as in equation (3.1)

%0 k(g ) (3.1)
Where q is the mass uptake per pass of sorbent. For physical adsorption, there
are several different isotherms that can describe the equilibrium between the gas
phase and the adsorbed species (¢;?), e.g. the linear, Toth and Langmuir isotherms.
Ding and Alpay found that the CO,-capture on hydrotalcite was well described by
the LDF mode with a Langmuir isotherm. !* The sorption capacity was strongly
dependent of the partial pressure of CO,, which indicates that physical adsorp-
tion is the rate limiting step. Ding and Alpay reports that there are indications
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that there is some strong irreversible chemisorption on fresh material, followed by
weak physical adsorption.

For the other materials described in section 2 other models have been used to
describe the kinetics. In most cases of kinetic modelling of gas-solid reactions the
starting point is the general diffusional mole balance:

gda_ 10 (rmpeac“> —(=ra) (3.2)

ot rmor or

The m takes different values dependent of the geometry (0 for slab, 1 for cylin-
der, and 2 for sphere) A concept frequently used to model gas-solid reactions is
the shrinking unreacted core model.®* A schematic representation of a spherical
sorbent particle is shown in figure 3.1. The largest section in figure 3.1 is a repre-

Figure 3.1: A schematic representation of a particle, showing a particle reacting
with the shrinking core model, and in one segment grains reacting by the grain
model.

sentation of a spherical particle reacting by the shrinking core model. The model
considers a spherical particle where a fluid reacts with the solid (gray) to produce
a porous solid product layer(white). The unreacted solid is impervious to the fluid,
and the reaction occurs at the front between the unreacted and reacted solid. For
the unreacted shrinking core model the term (—r,) in equation (3.2) is set to zero
because all reaction happens at the front between the unreacted and reacted solid,
and the reaction rate is accounted for in the boundary conditions between the solid
phases of unreacted solid and reaction product. With a first order reaction with
respect to gas concentration, Johnsen solved equation equation (3.2) analytically
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for the fractional conversion (x) and got the result: 3

dx _ 3 (1 _x)2/3é%(Pa _pa,eq)

di it r,,((lfxfg;(lfx)w) SRR

(3.3)

kg

Shieh and Lee have solved the shrinking core model for slab, cylindrical and sphere
geometry for a random reaction order.’! They also included an induction period to
account for nucleation at the surface. The resulting equation was on the form:

B 2V, eq
= gl0) + 5 (14 1/K)PY B4
Where "
Vka, i

thx = C!'— C9)(t — typg (1 — e "/tind (3.5)

(€= —tua(1 =)
gx)=1—(1—x)"e (3.6)

1-3(1-x)?34+2(1—x) f,=3 for a sphere

P(x) = x+(1—x)In(1—x) fe =2 for along cylinder (3.7)

X3 f¢ =1 for an infinite slab

Except the term for the induction period (—#;,q(1 — e~ / fina)) this model is similar
to the shrinking core model in Szekely.’® Two alternatives to the shrinking core
model are the pore model and the grain model proposed by Szekely and Evans.”
Referring to figure 3.1 the pore model assumes that the diffusion through the pores
is rate-limiting and the pore structure changes with reaction. The grain model
assumes that the rate limiting step is in the smaller solid grains, but is in many
ways similar to the shrinking core model. The diffusion in the grains is solid state
diffusion contrary to the shrinking core model which accounts for pore diffusion.

The shrinking core model and the grain model can also be combined, then the
grain kinetics is employed in the r,.

In general terms the kinetics of a gas-solid reaction can be described as:?!

& Kf(RIF ) (3.8)
t

Some of the different expressions for F(x) in equation (3.8) given by Gomez-Barea
et al. are listed in table 3.1.%! Here, the kinetic expression is divided in two parts,
i.e. one part that is dependent on the fractional conversion of the solid material
(F(x)), and one part that is dependent of the gas partial pressure. The kinetic
constant (K), will in most cases be dependent of the temperature. The formulations
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can be based on a mechanical explanation, or they can be purely empirical with no
attempt to explain how the reaction occurs. The advantages of a mechanistic based
model can be that it can be used outside the intervals where the experiments were
conducted, but still there are risks that the kinetic mechanisms can change. Models
that explain the mechanism can also be of use in the synthesis of new and improved
materials. If the mechanisms of kinetics are known, the materials can be made in
such a way that the known limitations are minimized. However, the mechanistic
based models need more detailed testing of the materials because more parameters
have to be determined, and in reactor modelling the most important aspect is that
the model give the correct reaction kinetics and not that the model describes the
reaction mechanisms, even if it ideally does both.

Table 3.1: Some expression for F(x) in equation (3.8)2!.
Name F(x) Reference
Volumetric model (1—x) Szekely 70
Grain model (1—x)3/3 Szekely 70
Random pore model (1 —x)(1— yyln(1—x))"/> Bhatia and Perlmutter®
Avrami-Erofeev n(1—x)(=In(1—x))"=D/"  Ayrami-Erofeev*>%2*
Traditional (I—x)" —

3.1 A Kinetic model for the CO,-capture on Li»ZrO;

The kinetics of the gas-solid reaction between lithium zirconate and carbon diox-
ide has earlier been modelled by Ida and Lin with a double-shell unreacted core
mechanism.?’ After an initial stage the dense Li,ZrO; core is covered by two lay-
ers, an inner layer with ZrO, and an outer layer of Li;COj3. The rate-limiting step
was found to be the diffusion of CO, in the Li;COs-layer. The lithium zirconate
from Ida and Lin was made by the solid state method, and the pure lithium zir-
conate needed >24 h to reach a 18% weight gain in a CO, atmosphere at 500 °C.
Nair et al. states that lithium zirconate made by sol-gel procedures are superior in
terms of sorption properties.’® Using a novel soft-chemistry route our group have
synthesized nanocrystalline lithium zirconate and by that minimizing the grain
sizes. The detailed synthesis method is presented by Ochoa-Fernandez et al.>° The
COs-capture properties of this lithium zirconate material were evaluated using a
tapered-element oscillating microbalance (TEOM). A TEOM calculates the mass
change in the fixed bed by measuring the changes in natural frequency of an os-
cillating quartz element containing the sample and has short response times which
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ZrO,

Li,CO,

Li,ZrO,

Figure 3.2: Illustration of the particle used in Ida and Lins shrinking core mecha-
nism for Li,ZrO3

make it suitable for measuring fast sorption reactions. While exposing lithium zir-
conate to gas flows with different partial pressures at different temperatures, the
uptake of CO, was measured, and on the basis of these data a kinetic rate ex-
pression was determined. To avoid the influence of external mass transfer, the
gas flow was increases until no change in initial uptake rate was observed. The
uptake of CO; is measured at three temperatures, 530, 550 and 575 °C and at par-
tial pressures in the range of 0.3-1 bar. The experimental setup and procedures
of the TEOM measurements are described in detail by Ochoa-Fernandez et al.>®
The double shell shrinking core model from Ida and Lin is based on equation (3.2)
and the description of the particle is shown in figure 3.2. By defining y as L/R the
weight uptake on LiZrO3 by the double shell shrinking core mechanism could be
expressed as:

Aw

=29(1—y?) (3.9)
wo
where y is the solution of the cubic equation:

20Cco,t +1 _

5 0 (3.10)

Y =3/ +

When trying to fit the model from Ida and Lin to the experimental data, it was
evident that it could not explain the uptake measurements and the same applied for
variations of the shrinking core model, like the grain model of Szekely. Figure 3.3
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shows the best fit of two of the experimental data at 848 K and partial pressures
of CO; of 1 and 0.7 bar. The fit is not satisfying, and other kinetic expressions
had to be looked into. Szekely describes a model he calls the volumetric model,

N
o
N
o

Weight change [%0]
H
o

Weight change [%]
(I
o

o
o

0 5 10 0 5 10 15
t [min] t [min]
(a) T=848 K, pco, = 1 bar (b) T=848 K, pco, =0.7 bar

Figure 3.3: Experimental data (---) and the fitted shrinking core model from Ida
and Lin?’(—) for capture of CO; on lithium zirconate.

where the uptake rate is a function of (1 —x), where x is the fractional conversion
of the acceptor.”® The small crystal sizes in the material can make the kinetics
limited by nucleation and crystal growth. These processes have been described by
the Avrami-Erofeev model where the function of conversion in general terms is
formulated as: +>6-24

F(x) = n(1 —x)(—In(1 —x))=1/n (3.11)

The n in the Avrami-Erofeev model can take the value of 1, 2, and 3, and forn =1
the model describes random nucleation and reduces to:

F(x)=(1-x) (3.12)

The fractional conversion, x, is 1 at full saturation of the CO;-acceptor and defined
by:
q

Qmax

x= (3.13)
q is the mass of CO, captured per mass of lithium zirconate, g4, 1S ¢ at maximum
capture and is found to be 0.22 for this sample of Li;ZrOs. The experimental
data showed good fit to this model which can be called random nucleation by
the Avrami-Erofeev model or the model which Szekely just calls the volumetric
model without giving a mechanistic explanation. The Avrami-Erofeev model was
originally used to describe phase transformations of steel, later on it has been used
for several other chemical processes, like the oxidation of nickel.?* The measured
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data show a dependency of the partial pressure of CO, close to 2, a number which
can indicate that the chemical reaction rate can be a limiting step or it can mean
that the rate limiting step changes with changes in partial pressure. Because of
the good fit to the experimental data, the expression chosen for the dependency of
partial pressure was on the form:

f(pco,) = (pco, — Pcoseq)’ (3.14)
The total expression for the capture rate is then given as:
dx
= K(pco, = pcos.eq)*(1-%) (3.15)

The equilibrium partial pressure of CO», pco,,eq. i1s modelled using thermody-
namical data.? K is the effective reaction rate constant for which an Arrhenius
expression is used for the temperature dependence.

K =Kpe ®4-%)
= Koe (3.16)

Tp in equation (3.16) is set as 848 K. The fitted parameters in equation 3.15 and
3.16 are given with standard deviations in table 3.2. An in-house Matlab code for

Table 3.2: Parameters fitted to equation (3.15)

Ko(s7h)  8.07x1071B3+7x10"1
Ecqp(J /mol) 7.7 x 10*+£2 x 10?

nonlinear model fitting using a secant version of Marquardt’s*’ method of least
squares was used to determine the parameters in the model. The experimental data
and the model fit at different partial pressures of CO, and temperatures are shown
in figure 3.4. There is a short induction period at lower partial pressures which
give small discrepancy to the model, but we find the model sufficiently good to be
able to simulate the SE-SMR. A maximum in the capture kinetics is observed at a
temperature around 585 °C that this model is not able to explain, thus the model
should not be used at temperatures significantly higher than the ones used in the
measurements.

3.2 A kinetic model for CO;-capture on lithium ortho-
silicate
Contrary to the lithium zirconate material that was studied, the Li4SiO4 is a com-

mercial material obtained from Toshiba. The material is made by solid state syn-
thesis and the detailed synthesis method is reported by Kato et al.3> The kinetics of
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Figure 3.4: Experimental data (- - -) and the kinetic model (—) for capture of CO,
on lithium zirconate.

COs-capture on the LiySiO4-based material from Toshiba have been examined in a
tapered element oscillating microbalance (TEOM) at three different temperatures,
803, 823 and 848 K, and at partial pressures of CO; in the range 0.05-1 bar. The
material was grounded to a fine powder before the experiments and the flow rates
used in the measurements were high enough to assure no external mass-transfer
limitations. The experimental setup and procedures of the TEOM measurements
are described in detail by Ochoa-Fernandez et al.>’

As already reported different expressions for F(x) have been given in the lit-
erature and a selection of these is listed by Gomez-Barea and Ollero?'. A com-
monly applied model is the shrinking unreacted core model for spheres’® where
F(x) = (1 —x)*3. Other used models are the random pore model® and the vol-
umetric model’®. None of these models or variations of these, like the shrinking
core model with different geometries and including an induction period’!, showed
satisfying fit to the experimental data over the whole range of operating conditions.
Neither did any variation of the Avrami-Erofeev model. For the gathered experi-
mental data an expression with F(x) = (1 —x)" and an n-value of 2 gave best fit to
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the data. This formulation does not explain the capture mechanism, but indicates
that the rate limiting step is changing with fractional conversion, as reported by
Lee3® for the reaction of calcium oxide with CO,. A rigorous mechanistic model
for the CO;-capture should include the change in rate-limiting step during the
course of reaction and with change in temperature and partial pressure of CO,, but
for the purpose of this work, which is the modelling of SE-SMR, a simpler model
is considered sufficient. To be able to formulate a more descriptive model which
explains the different steps in the capture of CO, further experimental analysis is
needed.

After determining the expression for F(x) the reaction rate expression is given

as:

% =Kf(pco,)(1 —x)* (3.17)
Mechanistic models based on first order reaction kinetics with respect to the CO,
partial pressure use f(pco,) = Pco, — Pco,.eq» but the experimental data clearly
showed that the kinetics were not first order with respect to partial pressure. Simi-
lar to the function of fractional conversion this indicates that the rate-limiting step
changes with partial pressure. Non-linear dependencies of the partial pressure has
also been found and modelled for other gas-solid reactions, like the reaction of
CO, with calcium oxide.° The expression found for the modelling of the capture

kinetics is shown in equation (3.18).

% = K(Pco, = PCOreq)" (1 —x)? (3.18)
Experiments have also been carried out to get the equilibrium partial pressure of
CO; for the material, and this was done by finding the highest partial pressure of
CO; at different temperature which did not lead to weight-gain after several hours
in the TEOM. This was done because according to the thermodynamic data from
the literature3 equilibrium partial pressures were much higher than the partial
pressures where CO,-capture was observed, e.g. at 848 K the equilibrium par-
tial pressure from the literature is 0.1 bar, while capture was observed at partial
pressures down to 0.025 bar. From these experimental data an expression for the
equilibrium partial pressure of CO, as a function of temperature was found:

1

In(
pCOz,eq

) = —0.0066T —2.25 (3.19)

The experimental data and the equilibrium partial pressure from equation (3.19)
are shown in figure 3.5. By integrating equation (3.18) in time the expression
fitted to the experimental data was found:

1

x=1-— (3.20)
14+ K(pco, — Pcoyeq)"t
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Figure 3.5: The modelled equilibrium partial pressures (—) and the experimentally
found equilbrium partial pressures (o) as a function of temperature for lithium
ortho-silicate

x is the fractional conversion of sorbent, defined as q/q,,,x Where q is the mass
uptake of CO; per mass of sorbent, and Q4 is the maximum of q found for this
material, which was 0.20. For the kinetic constant (K) an Arrhenius expression
(3.16) is used for the temperature dependence with Ty set to 848 K.

The fitted parameters in equation (3.18) and equation (3.16) with standard de-
viations for lithium ortho-silicate are given in table 3.3. Figure 3.6 shows the

Table 3.3: Capture kinetic parameters

Ko(s™1) 1.84x 1074+ 1.7x 1073
Ecqp(J/mol) 1.1 x10°+3 x 103
n(—) 0.2640.01

experimental data and the model fit at all examined partial pressures and temper-
atures. The fit is reasonably good, particularly since the material will undergo
minor changes as it is used in several cycles. Changes in the morphology dur-
ing the capture-regeneration cycles will have some effect on the sorption kinetics
which will lead to discrepancies to any kinetic model. Though, the model fit is
found sufficient to model the SE-SMR with Li;SiO4 as CO,-acceptor.
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Figure 3.6: Experimental data (- - -) and the kinetic model (—) for capture of CO;
on lithium ortho-silicate.

3.3 A Kkinetic model for CO,-capture on sodium zirconate

The last material that has been investigated experimentally is sodium zirconate.
Because it had promising thermodynamic properties and it was reported by Lopez-
Ortiz et al.® that it could compete well with the lithium oxides as CO»-acceptor,
a sodium zirconate material was synthesized. Because of the superior properties
of the lithium zirconate made with the novel soft-chemistry route®’ compared to
other lithium zirconate powders, the sodium zirconate was also synthesized using
this method and it is described in detail by Zhao et al.®?

The CO;-capture properties were measured in the TEOM at partial pressures
in the range 0.05 - 0.14 bar and temperatures in the range 753-848 K. Because the
material is made in the same way as the lithium zirconate, it could be expected
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that it followed much of the same kinetic mechanisms. Although the kinetics is
much faster than the capture on LipZrOs, the same kinetic expression was found
to fit well to the CO;-capture on Na,ZrO3. The other gas-solid reaction models
described, such as the shrinking core model, the random pore model, and others,
did not give satisfactory fit to the experimental data. This means that the expression
fitted to the capture data was on the form:

% = K(Pco, = PCOs,eq)* (1 —X) (3.21)
The maximum uptake, qqy, of this NayZrOs-material was found to be 0.172 and
the Arrhenius expression given in equation (3.16) with 848 K used as Ty was used
for the temperature dependence of the kinetic constant. In the same way as for
lithium silicate the experimental data showed that the equilibrium partial pressure
of CO, from the literature was higher than the partial pressures where capture was
observed. At 848 K capture of CO, were observed down to partial pressures of
150 Pa while the equilibrium partial pressure is at about 2000 Pa. The expression
found for the temperature dependency of the equilibrium partial pressure was:

1

pCOg,eq

In( ) = —0.0018T —3.5 (3.22)

The experimental data and the equilibrium partial pressure from equation (3.22)
are shown in figure 3.7. Then, using the same in-house code as earlier for model
fitting, the parameters for the model was found. These are given in table 3.4 to-
gether with the respective standard deviations. The model and the experimental
data are shown in figure 3.8. Especially the initial rates show a very nice fit to
the model, while there are some discrepancies at higher conversions for a few of
the experimental series. This could occur because the material morphology can
change during the capture-regeneration cycles and this simple model is not able
to describe these changes accurately. However, the model is found sufficiently
accurate to model the SE-SMR, and the fit is good for such a simple model.

Table 3.4: Parameters fitted to equation (3.21)

Kio(s™")  9.0x107"+1x10"12
E\(J/mol)  1.57x10°+1x10°
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Figure 3.7: The modelled equilibrium partial pressures (—) and the experimentally
found equilibrium partial pressures (o) as a function of temperature for sodium

zirconate
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Chapter 4

Reactor models

For simulations of a chemical reactor there a several different approaches, from
simple plug flow models to rigorous CFD-models. A more complex model re-
quires more computation and programming time. The goal of this work has been
to develop a model that is able to describe the SE-SMR process in a fixed-bed
reactor with large differences in operating conditions and that are stable and fast.

4.1 Transport equations

A starting point for a chemical reactor model is the general mass balance equation
for a chemical species i in reacting fluid flow with varying density, temperature,
and composition, which is written as:

Ip;
ot

The first term considers time variations in specific density of species i and the
second part describes the transport of i by convective transport. The third term
is the dispersion term which covers diffusion, transport by turbulence effects and
backmixing due to packing. On the right hand side is the source term for the
chemical species and it is typically a reaction rate term in a chemical reactor.

A transient model, i.e. a model that includes the first term in equation (4.1),
is chosen in this work because the capture of CO, has a time-dependent nature.
When the fractional conversion of the acceptor increases the capture rate decreases
and eventually the conversion in the reactor drops below a set point. Then the ac-
ceptor has to be regenerated before a new cycle of hydrogen production can start.
The model chosen is one-dimensional, but particularly if the reactor has indirect
heating through the tube walls, a 2-D model could be useful to investigate the

41
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radial temperature profiles in the reactor tube. However, this property has been ne-
glected to reduce the computational time. In traditional SMR the gas velocities are
high and modeling of this process has been done without including the dispersion
term.?° The capture kinetics on most sorbents are much slower that the reforming
kinetics, though lower gas velocities have to be used to get satisfying conversion.
Because of this, the convection does not necessarily dominate over the dispersion,
and the dispersion term is taken into account in the reactor model. The dispersion
term is described with an expression analogue to Fick’s law, using an effective
dispersion coefficient instead of the molecular diffusion:

8(0,-
Ji= Dz’ipgTZ 4.2)

After doing these assumptions a cross-sectional average of equation (4.1) reduces
the model to one dimension, and after introducing mass fractions, the transport
equation for porous media flow is given as:

8pga),- 0 . 0 a(1)1'
& P + afz(pgwlu) =0z <Ssz.,lpgaZ> +Si (4.3)

Equation (4.3) is solved for the components H,, CO, CH4 and CO,. H;0 is
the dominating component in the system and the mass fraction of H,O is obtained
from equation (4.4).

5
Y o =1 4.4)
i=1

For fast reactions in the catalyst pellet the transport to and inside the pellets
can be a rate limiting step of the process. Pseudo-homogeneous models do not
model the pellets explicitly and the reactor is modeled as one phase averaged over
the gas and solid volumes. To account for a limiting intraparticle transport, ef-
ficiency factors between 0 and 1 are introduced in pseudo-homogeneous models.
A heterogeneous model also models the transport and reaction inside the cata-
lyst pellets and with this higher resolution the computational time will be higher.
However, if the efficiency factors for the reaction in the pellets are unknown a
heterogeneous model can be used to get necessary information whether the intra-
particle transport is a rate limiting step and what effectiveness factor that has to be
used in the pseudo-homogeneous model to account for this. In this work both a
pseudo-homogeneous and two heterogeneous models has been programmed. The
two different heterogeneous models have been made to investigate the difference
in reactor performance when the sorbent and the catalyst are located in the same
particle, and when they are placed in two different particles. In the latter case the
conversions could be lower because of higher transport resistance when the CO;
is not captured close to the catalyst.
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For all the three different models, the mass balance of species i in the reactor
bed is modelled by equation (4.3), the only difference is the source term, S;, with
the expressions shown in equation (4.5). For the one-particle (1-P) and two-particle
(2-P) heterogeneous models the source term contains particle-bulk mass transfer
terms and for the pseudo-homogeneous model (P-H) S; is a reaction-rate term.

avvfmkipg(wiicat - wi) + aVycaPkipg(wis,cap - wi) 2-p

av,pkipg(w;,i - (D,‘) 1-P
S; = - (4.5)
l 111%(1 - ep,cat)pcatviri
+a ep.cap P-H

17£b
=+ 11 _tpcap (1 - gp,cap)pcapvcaprcapJ
a(]*gp,cat)

The bulk-particle mass transfer is modelled using a linear relationship between
the mass transfer and the difference in bulk and particle surface mass fractions.
The mass transfer resistance is included using a mass transfer coefficient. For the
two-particle model, the mass-transfer term considers both mass-transfer from the
catalyst and CO;-acceptor particles; hence two terms are included in this case.
There are also two terms in the source term for the pseudo-homogeneous model;
the capture rate on the CO;-acceptor and the reforming kinetics on the catalyst.
For a case with both materials in one particle, the void fractions (€, c.; and €, c4/)
will be the same and the source term can be simplified.

The general heat balance in terms of temperature yields:
aT
pCPW +pC,vV-T =V(AVT)+Q (4.6)

Using the general heat balance (4.6) as a starting point and making the same as-
sumptions as for the mass balance a one dimensional energy balance can be for-
mulated for the temperature in the fixed bed reactor:

oT oT 0 oT
(P¢Cpgtp +Pscps)§ +Pg”Cng~TZ =5 <7Lzaz> +; 4.7)

In the same way as that for the component transport, the source term (S.) is
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different for the different models, as defined in equation (4.8).

@ eal(T = T) + @ycaph(Teyy = T) + O 2-p
“v,ph(Tps ~-T)+Q 1-P
/
e ﬁ(l — € car)Pear L AHRR; . (4.8)
+ ﬁ (1= &p.cap)PeapAHcapTeap + Q

The terms are analogous to the terms in the component transport equation, with
heat-transfer terms for the heterogeneous models and a heat-of-reaction term for
the pseudo-homogeneous model. Q in equation (4.8) is the heat transferred from
the reactor walls. This term is given as:

0=—(T,—T) (4.9)

For the catalyst pellets the basis is also the general mass balance for a chem-
ical species (4.1), but the assumptions made are different. Inside the catalyst and
capture pellets convective terms are assumed not significant, because the pressure
gradients will be very small, which make the convective term obsolete. '3 It is as-
sumed spherical catalyst pellets, hence spherical coordinates is a natural choice.
The general mass balance may be reduced to one dimension due to symmetry and
using spherical coordinates the resulting equation for the chemical species i yields:

dpgw,; 1 0
at r2or
Two different models based on these equations are simulated, one model with
one particle (1-P) consisting of both the sorbent and the catalyst, and one model
with two different particles (2-P). For the model with one type of particle the term
7; consists of both the reforming reaction-rates and the capture reaction-rate. For
all components but CO;, the capture-rate is zero. The reaction-rates in the pellets
can then be expressed as:

8(0},7,-

& (r*D,.ipq 5, )47 (4.10)

1- 1—
ﬁzpcatri + ?i"pcaprmm 1-P
i 411
l (1 - 8P7cat)pcatri 2-P, cat ( )
<1 B 8P,Cap)pcaprcazp,i 2-P, cap

In the model with two types of particles, equation (4.10) is solved for both of
them. Like the equations for bulk component transport, equation (4.10) is solved
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for four components and H,O is calculated from the sum of mass fractions (4.4).
In the sorbent particle, all components but CO, are inert, and only one component
equation is solved in addition to the energy equation (4.12).

T, 10 o7,
(gppgcpg“‘(l_gp)PpCPS)TZ:’Tzar( rAp P75, =) +AHg (4.12)

The temperature equation for the particles (4.12) are solved in the same manner as
the component equations, with different AHg for the different models.

1—
ﬁzpcat 23( A[_IR )R + 1 pcaprcap, ( AHr,cap) 1-P

AHg = (4.13)

(1 - gp,cat)pcat Zl (—AHR,)RZ 2-P, Cat

(1 - gp,cap)pcaprcap,i(_AHr,cap) 2-P, cap

Steady state reactor models, which are the most common in reactor simulations,
do not usually use the full formulation of the pressure-velocity coupling. A very
common way of modelling the pressure profile in the reactor is by using the Ergun
equation:
‘Lp _ ng|M!M
dp
This formulation has also been used in models with time variations, but prob-
lems were encountered when trying to employ this model in our case. At low
gas velocities the Ergun formulation gave nice results and it is under these condi-
tions that it was used by Xiu et al.®> When the gas velocities were increased no
stable solutions were found even at very short time-steps. Due to this problem it
was decided to formulate the pressure-velocity coupling more rigorously including
the transient and convectional terms of the momentum equation. The momentum
equation for an averaged 1-D fixed-bed reactor can be given as?’:

d
)=—8& ap &f

(4.14)

d 0 pguu

E (pgu) az (

Py ufu
dp

4.15)

Viscous forces, gravitational forces and the wall friction forces are small compared
to the friction term in porous media for reactor conditions used in these simulations
and hence neglected in the momentum equation. Compared to a standard momen-
tum equation for gas flow, a porous media friction term, (—&fp,|u|u/d,), is added
to the right hand side.

The continuity equation has to be solved in addition to the momentum equation
to determine the pressure and velocity profiles. The bulk gas continuity equation
yields:

8 9Ps |

d
byt 5 (Pet) = —Reap (4.16)
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The capture kinetics, R, are accounted for in the continuity since mass in terms
of CO; is removed from the gas phase of the reactor bed.

4.2 Boundary conditions

To get a well-formulated set of equations for the reactor, boundary conditions have
to be defined. At the inlet the properties of the inlet stream are used as boundary
condition:

W, =y
T =Ty atz=0 4.17)
o =y

At the outlet the compositions and temperatures are not known, hence a differ-
ent approach has to be used. It is common to assume that there are no gradients at
the outlet and use the Danckwerts boundary condition, and this condition is used
for the temperature and the mass fractions. The pressure at the outlet is assumed
to be known, and is set as a constant pressure in the model. All the boundary
equations at the outlet are given in equation (4.18).

aCO,' —0

0z

8l:0 atz=1 (4.18)
0z

P = Pour

In the particle phase the spherical particles are assumed to be symmetric, which
means that there will be no gradients in the middle. At the outer surface, the
species mass boundary condition is set based on the mass transfer to the particle.
The diffusional transport at the surface equals the mass transport between the gas
phase and the particles. Similar conditions are applied for the temperature at the
surface.

( D,,Jaa“r”) T —ki(@p; — o) (4.19)
( pa;;”lrp = —h(T,—T) (4.20)
(Dpyiaa“r"') T 0 (4.21)
< ,,%ff’)r_o =0 (4.22)
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4.3 Thermodynamics and parameters

The gas phase modeled is at moderate pressure and high temperatures and the ideal
gas law should be sufficient to describe it, and the gas densities are calculated by

using the ideal gas law:
p

“RT %
The thermodynamic properties viscosity, heat capacity and heat conductivity
of the gases are all calculated from relations in Poling et al.®!
Gas viscosity:

3
= AT . (4.24)
T + B;
Gas heat capacity:
Cpei = AT +BT* +C.T +D;T* (4.25)
Gas conductivity:
Ai=A;+B;T+CT*+D,T? (4.26)

A, B, C and D in the relations given above are all material-specific constants. To
get the property of the gas mixture a mole weighted sum is used for the properties
listed above:

b = Yyt @.27)

In reactor modeling there are some dimensionless groups that are commonly used
in different contexts. The ones used in this work are given here:

d
Reynold number: Re), = p Z d (4.28)
g
Schmidts number: Sc = He 4.29)
PgDp
k
Sherwood number: Sh = (4.30)
D,d,
h
Nusselt number: Nu = (4.31)
Agd)
Prandtl number: Pr= Cig K (4.32)
g

Several different parameters are necessary in the model and these are based on
empirical correlations from the literature. The axial dispersion coefficient (D_ ;) is
calculated from equation (4.33): 18

0.5ud,
149.49D;y, / (ud,)

D,;=0.73Dj, + (4.33)
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The molecular diffusivities (D;,,) of component i in the gas-mixture are cal-
culated from the Wilke equation (4.34)° and the molecular binary diffusivities are
calculated from relations in Poling et al.%!

1
— Yy (4.34)
Dim ki Dki

A correlation for the mass-transfer coefficient between the gas phase and the
particle is given by:®!
Sh=241.1(S¢)"/3(Re,)* (4.35)

In equation (4.10), the effective diffusion coefficient in the particle (D), ;) is calcu-
lated from the relationship in equation (4.36).

Dp,i = D,‘mgp/f (436)

The heat-transfer coefficient between the gas phase and the particles are calcu-
lated using the analogy between heat- and mass-transfer replacing Sh and Sc with
Nu and Pr in equation (4.35).

Nu=2+1.1(Pr)'/3(Re,)*® (4.37)

A relation for the effective axial bed conductivity is given by Yagi et al.:*°

Ao N
= 22 1.0.75(Pr)(Re,) (4.38)
)’8 A’g

i—f in equation (4.38) is given by equation (4.39):

1—g
& 0,139, — 0.0339 + 2/3(Ag/A,)

(4.39)

0
el
kg
Gas conductivities (A,) are estimated from the Eucken formula°.

The void fraction in the bed is dependent of the size of the particles and a rela-
tion has been given that is valid for Z—‘[’ <0.5':

dp dp ?
& =04+40.05—+-+4+0412 | — (4.40)
d; d;
A relation for the friction factor used in equation (4.15) is given in equa-
tion (4.41).%
1— 1.2
(1=&) " p 02 (4.41)

3 p
g,

f=68
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4.4 Reaction Kinetics

The steam methane reforming and the water-gas shift reaction kinetics can be de-
scribed by three equations, two of which are independent:

1. CHy+H,0 < CO+3H, (4.42)
2. CO+H,0 CO+Hy (4.43)
3. CHy+2H,0 & CO, +-4H, (4.44)

The kinetics of these reactions have been described by Xu and Froment: %

k
R = — (pcmpmo — pi,pco/Ki) /DEN? (4.45)
H>
Ry = P (Pcopm,0 — PmyPco,/K2) /DEN (4.46)
2
k3 4 2
R3 = 3 (pcr,PH0 — Ph,Pco,/K3) /DEN (4.47)
H>
DEN is given as 1+ Kcopco + Ku2pn, + Kcn, per, + Kmopr,0/ pr, and the ki-
netic constants taken from Xu and Froment are given below: %’
ki =0.01618¢240100/R(1/T=1/648) (4.48)
ky = 2.10 - 105 ¢~67130/R(1/T~1/648) (4.49)
k3 = 0.001926¢~243900/R(1/T—1/648) (4.50)
Kcpa = 0.1790 - 103 38280/R(1/T—1/823) (4.51)
Kco =40.910- 1072 0650/R(/T1/648) (4.52)
Ko = 0.4152 1075~ 88680/R(1/T—1/823) (4.53)
K = 0.0296 - 1075 ¢32900/R(1/T—1/648) (4.54)

The equilibrium constants are taken from Twigg’®, and are given as a function
of Z, where Z = 1000/T — 1.

X 1.027- 100 455

1= £(0.251474-0.36657°—0.5810122+27.13372—3.2770) (4.55)
_ 3 2

Kg _ e( 0.293537°+0.63508Z +4.177SZ+0‘31688) (4.56)

K3 = K1K3 (4.57)
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The capture reaction-rate (r.4p ;) is given by equation (4.58) where the relation for

% is different for the different sorbents.

dx
Teap = Qmaxa (4.58)

The relationships and parameters for fl—’t‘ are given in chapter 3.

4.5 The algorithm

To solve the set of partial differential equations formulated for the reactor, they
have to be discretized and the result is a set of algebraic equations. There are in
principal three types of discretization methods: finite differences, finite element
and finite volume method. The finite volume method is chosen in this case, be-
cause it is easy to implement and the conservative form assures that the conser-
vation principle fulfilled. In this method the equations are integrated over the cell
volumes, which are subvolumes of the reactor volume. The conservative general
mass balance for a chemical species (4.1) is used as starting point in the following
discussion. After introducing the relation for J; from equation (4.2) the equation
becomes:

Ipi

ot
For the finite volume method the equation is first integrated over the cell volume
AV:

+V.-(piu)=V-(DpVw;)+S; (4.59)

/ Wiy [ V. (puav + / V.- (DpVar)dV = / SdV  (4.60)
AV Ot AV AV AV

The Gauss divergence theorem states that:

/AVV-de:/An-fdA (4.61)

The reactor is divided into cells and an illustration of one cell is shown in figure 4.1.
The area, A, is the cross-section of the reactor, and the reactor is divided axially
into subsections with length Az.

Using equation (4.61) the volume integrals in equation (4.60) can be rewrit-
ten as surface integrals and by integrating over the time interval A¢ the resulting
equation is:

/ 2 (/ pl-dv> dt+/ /(piu)-ndAdt
Ar 9t \Jav ArJA

+ /A t /A ((DpVa)) - ndAdt = /A SV (462
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AZI

Figure 4.1: Illustration of one cell volume, AV with the surface of one cell, A, the
normal vector, n, and the height of one cell, Az, specified.

w w P e E
° ° °

Az

Figure 4.2: The cell volume, with the positions used in the dicretization marked.

When performing the integration over the surface area, reducing equation (4.62)
to one dimension, and introducing mass fractions, the result becomes equation (4.63).

The time derivative is approximated by a first order forward difference, %—J; =/ z{o ,
where f? is the value in the previous time step. An implicit scheme is used which
means that all variable values except one in the time derivative, are in the new time

step. One cell volume for a one-dimensional model is shown in figure 4.5.

0,40
Pe@; — PO
%AV + (pguiA)e — (pguaiA)y,

&
d(l)l' dCO,'
= (ngngd_ZA)e - (SszPgd—ZA)w +SiAV  (4.63)

The surface areas of all cell volumes are equal and when setting AV = AAz the
area A can be cancelled out. First order upward differences is used for @; in the
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convective terms, which means that if the flow direction is from left to right in
figure 4.5 the value in point W is used for the variable in point w and the value in P

is used for the point e. Central differences are used for the dispersion term, which

do;
dz

cell faces is taken as the arithmetic mean between the nodal points. The algebraic
equation then becomes for a flow direction from left to right:

means that ‘ = QLA The mass flux pgu is written as F and the values on the

0,0
W;p— PpO;

eb—ng lPAt Pr P Az + (Fyanp — Fy )

(a)iE - (in)>

= <8szepge Az

W) FSiAz (4.64)

- (ngzwpgw

For the solution of the discretized equation the equation is rearranged on the
form shown in equation (4.65), where «j is the variable the equation is solved for.

apWip = ay Wy +agWig +S (4.65)

For the general mass balance equation the expressions for the coefficients ap,
aw,ag and S for the inner volumes are shown below for a random flow direction.

aw = D,, + max(F,,,0) (4.66)
ag = D, +max(—F,,0) (4.67)
A
S= sbpga)gJA—f 1 SipAz (4.68)
Az
ap=awy +ag+F,—F,+ €PP AL (4.69)

S; is the source term for the different models given in equation (4.5). The
energy equation is treated in the same way as the component mass balance, and
the coefficients for the energy equation (4.7) are:

aw = Ay +max(FyCpg,0) (4.70)
ag = Ayy +max(—FgCpg,0) 4.71)
Az
S = (8ppgCpg + PsCps) TQA—t + SipAz (4.72)
Az
ap =aw +ag + (ebngpg +pSCpS) KZ‘ 4.73)

The term S! is the terms in equation (4.8) evaluated in the center point, P.
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Figure 4.3: A planar projection of one cell volume AV in the solid particles.

For the catalyst pellets the procedure will be somewhat different. Contrary to
the cylindrical reactor volume, the surface area of the cell in the spherical particle
is different at different radial positions. A planar projection of one cell volume in
the spherical particle is shown in figure 4.3. In the reactor transport equations the
intercell-areas are equal and cancel out each other, while in the spherical case they
do not cancel out. The cell surface areas are functions of the radius and are equal
to 47r?. The coefficients for the species mass balance in the catalyst pellet are:

D,r2 At
w = Pepln? (4.74)
Arrp€,pep
D,r2At
Pt A (4.75)
Arrp€ppgp
At
S= )+ (4.76)
€pPgp
ap=1+ag+aw “4.77)

The parameters for the energy equation in the pellet are derived in the same
way as for the species mass balance and given as:

Apr2 At
aw = — (4.78)
Arrp(€pPgCpg + (1 —€p)PpChps)
A, r2 At
ag = — rle (4.79)
Arrp(€pPgCpg + (1 — €p)PpChps)
AHpAt
S=T+ R (4.80)

(€pPeCrg + (1 — €,)PpChs)
ap:1+aE—|—aW (4.81)
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The pressure-velocity coupling of the bulk phase is treated in a different way
than the other equations. It is used a staggered grid for the velocity, which means
that while all other variables are solved for in the ordinary nodal points, the ve-
locity nodal points lie on the cell faces, i.e. in point e and w in figure 4.5. This
is to avoid an instability called “the checker board problem” where a highly non-
uniform field can act like a uniform field in the discretized equations.3° To solve
the momentum equation (4.15) and the continuity equation (4.16) an algorithm
called semi implicit method for pressure linked equations (SIMPLE) is used.®
Because there are no own differential equation for pressure, the pressure field is
instead solved for a pressure correction. An initial pressure field is guessed and
the velocities are calculated from this pressure field. Then the pressure corrections
are found, and the pressure field and the velocities are corrected. This is done in
an iteration loop until the pressure correction terms are zero. The pressure field
that is calculated by this algorithm will only give a relative pressure field. To get
the total pressure the absolute pressure in one of the nodal points has to be known.
In this case the outlet pressure is set as the known pressure, and all pressures are
calculated relative to this outlet pressure. The momentum equation equation (4.15)
is discretized using the same method as the other transport equations, and the re-
sulting coefficients for solution of the velocity field are:

ag = max(—F,,0) (4.82)
aw = max(F,,0) (4.83)
Az
S=pw—pe+pgu’ L (4.84)
PglulAz Az

ap=aw+ag+F,—F,+&f (4.85)

_|_ —

d,At Pe Ar

A parameter called d, is used in the pressure correction equation and is calcu-

lated as 1/ap where ap is calculated from equation (4.85). The coefficients for the
pressure correction equation are:

a5 = Pordus (4.86)
aw = Pgwduw (4.87)
Az Az
_ _ 0_ = —
S=F,—F+&(p, —p;g) A Reap X (4.88)
Miyi A
ap = ay +ag + & I AL (4.89)

RT At

The pressure fields and the velocities are updated using the calculated pressure
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corrections:

anW — pold +pc (490)
u'" = M{}ld +dy (pce - pcw) 4.91)

When the algebraic equations are solved directly the change in the variables
can be large, and lead to oscillations and divergence of the solution. To avoid
divergence, under-relaxation is used for all the equations. This means that instead
of using the new calculated value, the variables is updated using partly the old
iteration value and the new calculated value. Using the species mass fractions as
an example, the iteration values are then updated like:

o = (1-B)of™ + Ba (4.92)
a)i”ld is the value from the previous iteration step, while ;""" is the value calculated
from the coefficients. 3 is the relaxation factor and is between 0 and 1.

Solution of all the algebraic equations is done using the tri-diagonal matrix
algorithm (TDMA).”” It solves one-dimensional problems directly. By using the
coefficients described in the previous section and the boundary conditions for each
equation, the value of the variables in each nodal point are calculated.

A time splitting scheme is employed to make the algorithm more efficient,
which means that not all equations are solved implicitly in each time step. At t
= ( the velocity-pressure coupling is implicitly solved without the component and
energy transport equations in an initialization procedure to start the algorithm with
consistent flow and pressure fields. For ¢ > 0O the algorithm can be sketched like:

1. The temperature and component species equations are solved implicitly in
an iteration procedure until convergence is reached. The pressure and the
velocity are held constant in these calculations while the gas density, pg, is
updated continuously with the change in gas composition and temperature.

2. The pressure-velocity coupling is solved by an adapted SIMPLE-algorithm

3. The variables are stored and the algorithm proceeds to the next time-step
with calculation of new temperature and component mass fractions.

In the heterogeneous models the particle equations are solved in step 1 simul-
taneously with the bulk transport equations using an implicit scheme. The particle
equations and the bulk transport equations are thus solved in an iteration-loop un-
til convergence is reached in the specific time-step, because the reaction rate terms
and heat of reaction are non-linear.
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Chapter 5

Simulation results

In this chapter of the thesis the results of simulations with the models described in
the previous sections are presented. The kinetic models of section 3 have been used
to simulate the capture reactions, and the results for SE-SMR with the different
CO,-acceptor materials are given in three separate sections of the chapter. The
numerical computer environment Matlab has been used for all simulations, except
for the simulations of a fluidized bed reactor used for comparison.

5.1 Simulations with Li,ZrQO; as CO;-acceptor

A tube reactor with dimensions given in table 5.1 is simulated for SE-SMR with
lithium zirconate as CO, acceptor. It is operated at a total pressure of 10 bar.
Because the reforming kinetics are fast compared to the sorption rate, a high ra-
tio between CO;-acceptor and catalyst is used. The reactor is filled with steam
(97 mole%) and a small amount of hydrogen at the desired temperature, 848K,
at startup. The input to the reactor is methane and steam, in which the steam to
methane ratio is set to 6. A high steam to carbon ratio is necessary to reach high
conversions. A typical set of reactor conditions is presented in table 5.2 and these
are referred to as standard conditions in the subsequent parts of the paper. The
inlet mass flux, which is set to 0.77 kg/m?s in the simulations, corresponds to a
superficial gas velocity of 0.3 m/s. Physical properties of the reactor and materials
are given in table 5.1. A measure used for the performance of the reactor is the
dry hydrogen mole fraction, which is the hydrogen mole fraction of the gas after
steam is removed. The dry mole fractions are calculated as in equation (5.1).

Vi

= (5.1
1 _yH20

W
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Table 5.1: Physical parameters used in the simulations

dy(m) 0.005
dy(m) 0.1
L(m) 4
€p(m) 0.5
T(—) 3

Peap.p(kg/m*) 2500
Pearp(kg/m?) 2300
A,(W/mK) 02
Cps(J/kgK) 1000

Table 5.2: Standard reactor conditions

P, (bar) 10
T/(K) 848
T,(K) 848

g (kg/m?s)  0.77
o(—) 4
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5.1.1 Assessing the need for heterogeneous models

For steam reforming, heterogeneous models or pseudo-homogeneous models in-
cluding an effectiveness factor have been used to simulate the process. The methane
steam reforming process has been found to be strongly intra-particular diffusion-
controlled?® and to check if this is the case also for the SE-SMR, heterogeneous
models have been formulated. Dry hydrogen mole fractions at t = 200 s are plot-
ted in figure 5.1 and no significant differences are observed in the reactor perfor-
mances for the pseudo homogenous, one-particle heterogeneous and two-particle
heterogeneous models. No advantage of heterogeneous models is observed at
standard conditions because the capture of CO; is the limiting step of the process.
In contrast to the steam methane reforming where the reactions are very fast, the
capture kinetics are slow compared to the diffusion processes. The search for new
and better CO,-acceptors is in progress, and with faster kinetics, heterogeneous
models or pseudo-heterogeneous with effectiveness factors may be needed. In the
present case, a pseudo-homogeneous model with effectiveness factors of one gives
satisfying results for the particle dimensions used.

With larger particles the process will move towards being controlled by intra-
particle diffusion. Figure 5.2 shows the dry hydrogen outlet mole fraction at stan-
dard conditions for both one and two particles after 50 seconds. The conversion in
the reactor decreases with larger particles. The effect is, as expected, greater for
the two-particle model and occurs at smaller particle sizes. The reason for this is
that for two particles the CO, have to diffuse out of the catalyst particle, through
the bulk phase, and into the sorbent and this becomes the limiting step. For one
particle the diffusion to and from the bulk phase becomes the limiting step at larger
particle diameters.



60 Simulation results
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Figure 5.1: Comparison in dry hydrogen mole fraction with pseudo-homogeneous

model ( ),one-particle heterogeneous model (- —) and two-particle heteroge-
neous model (— —) at t = 200 s, standard conditions, Li,ZrO3 as acceptor.
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Figure 5.2: Outlet dry hydrogen mole fraction at standard conditions for different
particle sizes from one-particle (o) and two-particle (x) heterogeneous models at t
=50 s, Li»ZrOs3 as acceptor.
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5.1.2 Effects of solving the full momentum equation

A full velocity-pressure coupling is solved for the models described in section 4.
This part of the simulation is computationally expensive and the necessity for this
model part is tested by comparing its results with other simpler model formula-
tions. The two alternative approaches used are to assume constant gas velocity
through the reactor or assume a constant mass flux through the reactor. When
the full total continuity equation is not solved, the solution might be different.
Comparisons of the velocity and hydrogen mole fraction that were obtained in the
reactor are shown in figure 5.3 and figure 5.4 respectively. As seen in figure 5.3,
the velocity in the reactor is clearly different in these cases. These phenomena

0.4 : : —r

0.38} e
0.36}
0.34}
0.32}

0.3

Superficial gas velocity [m/s]

Axial position [m]

Figure 5.3: Comparisons of velocity in the reactor with full solution of the mo-
mentum and continuity equations ( ), constant mass flux (— —) and constant
velocity (-—), reactor profiles at t = 200 s, standard conditions, Li;ZrO3 as accep-
tor.

affects the solution of all other transport equations and the impact on the hydrogen
mole fractions is seen in figure 5.4. Comparing the results from the different mod-
els, the simulation with constant velocity is more similar to the rigorous model
than the one with constant mass flux, although the difference is fairly equal with
opposite signs. The effect of removal of mass can be observed in figure 5.3. After
a decrease in velocity in the first part of the reactor due to changes in temperature
and gas composition, the velocity reaches a maximum before it slightly drops in
the last part of the reactor. An important future goal in the process development is
to find CO;-acceptors with faster kinetics than the one used in this work.
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Figure 5.4: Comparisons of hydrogen mole fraction in the reactor with full solution
of the momentum and continuity equations ( ), constant mass flux (— —) and

constant velocity (-—), reactor profiles at t = 200 s, standard conditions, Li;ZrO3
as acceptor.
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Figure 5.5: Pressure in the reactor as function of axial position, at t = 200 s, stan-
dard conditions, Li,ZrOs3 as acceptor.

In cases with faster capture kinetics the effect of not solving the continuity
equation is most likely even larger. The pressure drop in the system is dependent
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of the gas velocity and since small velocities have to be used to get satisfying con-
version, the pressure drop in the system is small. Figure 5.5 shows the pressure as
a function of axial position, Li,ZrOs3 as acceptor. It is observed that the pressure is
approximately constant through the reactor. It is known that low pressure drops in
the reactor could lead to misdistribution of flow which is not taken into account in
this model. With faster capture kinetics higher gas velocities can be used, which
will lead to significantly higher pressure gradients in the reactor and thus removing
a possible misdistribution of flow. An important drawback for the model with so-
lution of the momentum and total continuity equations is the computational cost.
The simulations with the full model can take as much as four times the computa-
tional time used for the other two cases. To calculate the pressure and velocities
a rigorous model including the transient and convective terms in the momentum-
equation (4.15) are used. Other models for transient sorption reactors contain a
simpler formulation with only the Ergun equation (4.14) to get the pressure®®, but
a full formulation was chosen because it makes the model much more robust. The
simpler Ergun formulation is sufficient in reactors with small changes in gas vol-
ume, but with changes both in gas composition, temperature and removal of CO,

these terms should be included.
dp Polu|u
ot f 8 ‘ ’
dz dp
Figure 5.6 shows the density profile in the reactor and the large changes in gas
density is seen.

(5.2)
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Figure 5.6: Gas density as a function of time and axial position, standard condi-
tions, Li,ZrO3 as acceptor.
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The Ergun equation is not on a transient form, hence the pressure will be set
up instantaneously as a function of velocity. This means that changes in density
because of variation in temperature, composition and total mass not will affect
the pressure directly as it does in the full formulation. In some cases, dependent
on the initial and boundary conditions, this will give non-physical solutions like
reversal of the flow in the reactor, solutions that are not observed when using the
more rigorous model. Therefore, the more rigorous model is chosen to be able to
handle different kind of operating conditions although it is computationally more
expensive.

5.1.3 Reactor performance

A long tube reactor of 20 meters is simulated to show the performance of the re-
actor as a function of the length. The thermodynamic upper limit of hydrogen
purity on dry basis at 10 bar total pressure and a temperature of 848 K with lithium
zirconate as acceptor is 91 mole%. Very long reactors and low space velocities
are required to reach the equilibrium composition due to the limitations of the
CO,-capture kinetics. Contour plots for the dry hydrogen fraction are shown in
figure 5.7. It is observed that a dry hydrogen mole fraction of 0.8 is reached just
after 2 meters of the reactor, but to get close to the thermodynamical limit a sig-
nificantly longer reactor is needed. At 10 meters a dry mole fraction of 0.88 is
reached, but after ten more meters the dry hydrogen fraction has only increased
by about 0.02 and equilibrium conversion is not reached. The main reason for this
is the slow capture kinetics at low partial pressures of CO,. A reaction order of 2
with respect to partial pressures of CO, in equation (3.15) makes the process slow
as it reaches the thermodynamical limitation.

The partial pressure contour profiles of CO, are shown in figure 5.8, and it
can be observed that the partial pressure is decreasing very slowly in the second
half of the reactor. The partial pressure is about 10000 Pa after 4 meters, after that
the capture kinetics decreases considerably and 16 meters of reactor are needed to
reach a partial pressure of 5000 Pa. The equilibrium partial pressure is about 3500
Pa at 848 K. The CO; content is also shown in figure 5.9, but here in terms of
dry mole fraction. This mole fraction is considerably less than for the traditional
steam methane reforming, where the outlet dry CO, mole fraction is in the region
0.10-0.15. This is obviously due to the capture of CO; in the reactor and it also
affects the CO-content, which is shown as dry mole fraction in figure 5.10. For
SMR typical values for dry CO mole fractions is 0.02-0.03, hence the amount of
CO in the reactor is considerably less for the SE-SMR. The same tendency as with
longer reactors is observed when lowering the gas velocity. Figure 5.11 shows dry
hydrogen purity as function of axial position in a 4 meter long reactor at t = 200 s,
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Figure 5.7: Contour plots of the dry hydrogen mole fraction as function of time
and axial position at standard conditions, Li;ZrO3 as acceptor.
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Figure 5.8: Contour plots of the partial pressure of CO, [Pa] as function of time
and axial position at standard conditions, Li;ZrO3 as acceptor.
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Figure 5.9: Contour plot of the dry CO, mole fraction as function of time and axial
position at standard conditions, Li,ZrO3 as acceptor.
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Figure 5.10: Contour plot of the dry CO mole fraction as function of time and axial
position at standard conditions, Li,ZrO3 as acceptor.
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Figure 5.11: Comparison in dry hydrogen mole fraction at different inlet superfi-

cial gas velocities. uy = 0.6 m/s (— —), 0.3 m/s( ), 0.1 m/s (- —) at t =200 s,
Li,ZrOj5 as acceptor.

and the conversion is strongly dependent on the gas velocity.

As mentioned, there are equilibrium limitations for the process, and with lower
steam to carbon ratios the equilibrium conversion will be lowered. A relatively low
throughput of steam is desirable to get a more energy-efficient process, but as seen
in figure 5.12 product purity is considerably lowered when the S/C ratio is lowered.
This ratio is an important aspect for the process and must be evaluated carefully
in a full design. Traditional SMR uses S/C-ratios down to 3 and has at this point
an advantage to the SE-SMR with Li,ZrOs as acceptor®’. The CO,-capture ki-
netics are dependent on the fractional conversion of the CO;-acceptor. Thus, the
sorption kinetics will be slower with time. This will lead to lower conversion in
the reactor as shown in figure 5.13. The dry hydrogen mole fraction falls from
about 0.84 in the first minute and slowly decreasing to below 0.8 after 40 min-
utes. After that the hydrogen content decreases even more, and after 50 minutes
it is down to just above 70%, which is close to the thermodynamic limit for steam
methane reforming without CO;-acceptor at these conditions. The lower dry hy-
drogen mole fraction in the reactor is due to the decreasing capture kinetics. The
decrease in kinetics is mainly due to the dependence of fractional conversion, but
also because the temperature in the reactor is lowered. The reactor is heated with
a constant temperature at the wall which is set equal to the inlet gas temperature.
As observed in figure 5.14 this is not sufficient to sustain the temperature in the
reactor. This leads to slower sorption kinetics and hence lower conversion. Fig-
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Figure 5.12: Comparison in dry hydrogen mole fraction at different steam to car-

bon ratio at t = 200 s. S/C = 6(——), 5 (---), 4 (——), 3 (— ), LipZrO3 as
acceptor.
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Figure 5.13: Dry hydrogen mole fraction as function of axial position, at 5 min

(—), 20 min (— —), 40 min (- - -), and 70 min (- —), standard conditions, Li,ZrOj3
as acceptor.
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Figure 5.14: Temperature in the reactor as function of time and axial position,
standard conditions, Li,ZrO3 as acceptor.

ure 5.15 shows the fractional conversion of the acceptor. In the timespan used in
the simulations, which is about an hour, the acceptor has reached about 80% of its
capacity.

It is observed that high conversions of methane can be reached with Li,ZrOs
as acceptor, but high steam to carbon ratios and long residence times have to be
used. The simulations show that the capture kinetics is the limiting step in the
process and a pseudo-homogenous model is sufficient for the reactor simulations.
The inclusion of the rigorous formulation of the momentum equation was found to
give significant differences in the solution of the models and the model including
this formulation is used in the following parts of the thesis.
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Figure 5.15: Fractional conversion of the acceptor as function of time and axial
position, standard conditions, Li»ZrOs3 as acceptor.

5.2 Simulations with LisSiO4 as CO;-acceptor

A 6 meter long reactor with an outlet pressure of 20 bar is simulated for SE-SMR
with lithium silicate as CO,-acceptor. The reactor is a multitube reactor with tube
diameters of 10 cm, which is a typical diameter in SMR. At startup the reactor
is filled with steam (97 mole %) and a small amount of hydrogen (3 mole %) at a
temperature of 848 K. The feed to the reactor is steam and methane at a steam-to-
carbon ratio of 5 with a temperature of 848 K. The inlet mass flux is set to 5 kg/m?s.
This gives an inlet superficial gas velocity of about 1 m/s. An acceptor-to-catalyst
ratio of 4 is used in the reactor. The operating conditions are chosen to yield a dry
hydrogen mole fraction out of the reactor above 0.85 and the highest production
capacity possible. The steam-to-carbon ratio is an important parameter for the
energy efficiency of the process. High S/C-ratios give lower thermal efficiency,
but give higher equilibrium conversion. For traditional SMR typical S/C-ratios are
about 3, but in SE-SMR with LisSiO4 as acceptor a S/C-ratio of 5 is needed to
get satisfying conversion. This gives a feed to the reactor consisting of 16.7 %
methane and 83.3 % steam on molar basis. The physical parameters of the reactor
and the materials are given in table 5.3.
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Table 5.3: Physical parameters used in the simulations

dy(m) 0.005
d;(m) 0.1
L(m) 6
&p(—) 0.5
7(—) 3

Peapp(kg/m®) 2600
Pearp kg /m?) 2300
A,(W/mK) 02
Cps(J/kgK) 1000

5.2.1 Assessing the need for a heterogeneous model

Heterogeneous models or pseudo-homogeneous models including an efficiency
factor are conventionally used to simulate the steam methane reforming. The sorp-
tion enhanced process has been simulated with heterogeneous models to see if
there were any significant intra-particular resistances. Two different ways of in-
stalling the CO,-acceptor in the reactor is looked into: one particle with both cat-
alytic and capture properties or two different types of particles with catalytic and
capture properties. Figure 5.16 shows the dry hydrogen mole fraction as function
of axial position at t = 50 s. Particles with diameter of 5 mm have been used and
the results from the heterogeneous simulations with one type of particle is about
the same as for the pseudo-homogeneous model, but for the two-particle model the
results are different. With two particles, the CO; has to diffuse out of the catalytic
particle, through the bulk phase and into the acceptor-particle and according to the
simulations this is a limiting step in the process. With one particle, this is not a
problem, since the CO» is captured in the same particle as it is produced. This is
contrary to the results with Li,ZrO3 as acceptor, where no mass-transfer limita-
tions were found for two particles. A pseudo-homogeneous model with efficiency
factors of one is used for simulating the fixed-bed reactor in the latter parts of this
article, thus one particle with both properties is assumed.
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Figure 5.16: Comparison of dry hydrogen mole fraction between pseudo-
homogeneous model (——), one-particle heterogeneous model (coo) and two-
particle heterogeneous model (— —) with LisSiO4 as acceptor, P = 20 bar, T =
848 K, S/C-ratio =5, uy = 1 m/s.
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Figure 5.17: CO;-capture kinetics for fresh sorbent as a function of partial pressure
of CO; for Li;ZrO3 (— —) and LisSiO4 (—).

The work reported in section 5.1 was with Li,ZrO3 as the CO;-acceptor and
the results show that the kinetics of Li,ZrO3 are slow, particularly at low partial
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pressures of CO,, which lead to low production capacities if a dry hydrogen frac-
tions in the range 0.8-0.85 should be reached. The kinetics of Li4SiO4 are faster,
and this can be clearly observed in figure 5.17, where the capture kinetics of both
LipZrO3 and LisSiO4 are shown as a function of partial pressure of CO,. Fig-
ure 5.18 shows the outlet dry hydrogen mole fraction as a function of time, and
the large difference in performance with the two different acceptors is seen. A dry
hydrogen mole fraction of 0.87 can be reached at the outlet of the reactor when
LisSi10y4 is used as acceptor, compared to 0.75 for the Li,ZrOs. However, it is
observed that high purity of hydrogen can only be sustained for a short period of
time in the case of LisSiOy4 as acceptor. This is because the capture kinetics is de-
creasing with fractional conversion of the sorbent and the conversion of methane
is not sustained when the kinetics is slower.
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Figure 5.18: Dry hydrogen mole fraction at the outlet as function of time for
LiyZrO3; (— —) and Li4SiO4 (—), P = 20 bar, Ty= 848 K, S/C-ratio = 5, uy =
1 m/s, LigSiO4 as acceptor.

Figure 5.19 and figure 5.20 show contour plots for inlet mass fluxes of respec-
tively 2 kg/m®s and 5 kg/m?s, corresponding to gas velocities of 0.4 and 1 m/s. It
is observed that the maximum conversion is the same in both cases, but that the
conversion is sustained for a longer period for the lower throughput. The equilib-
rium dry hydrogen mole fraction with Li4SiO4 as acceptor is just below 0.88 at the
working conditions and as observed in figure 5.18 and figure 5.20 the conversion
is close to equilibrium at low fractional conversion of the acceptor.

Figure 5.21 shows the fractional conversion of sorbent as a function of time
and space for the inlet mass flux of 5 kg/m?s, and at a fractional conversion of 0.1
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Figure 5.19: Contour plot of dry hydrogen mole fraction as function of time and
axial position at an inlet mass flux of 2 kg/m?s with Li4SiO, as acceptor, P = 20

bar, T = 848 K, S/C-ratio = 5, Li4SiO4 as acceptor.
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Figure 5.20: Contour plots of dry hydrogen mole fraction as function of time and
axial position at an inlet mass flux of 5 kg/m?s, P = 20 bar, T =848 K, S/C-ratio

=5, Li4Si04 as acceptor.
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the kinetics have decreased in such a way that the conversion of CHy reached at
the outlet of the reactor is lowered considerably. The capture kinetics is second
order with respect to fractional conversion and decreases rapidly as CO, reacts
with the sorbent. Clearly, this is also the reason why the conversion is high for a
longer period at lower gas throughput, where the sorbent is kept at lower fractional
conversion for a longer period of time. Longer reactors and/or less gas throughput
is necessary if the dry hydrogen fraction should be kept at a high level for longer
periods in a fixed-bed reactor.
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Figure 5.21: Fractional conversion of CO;-acceptor as function of time and space,
P =20 bar, Ty= 848 K, S/C-ratio = 5, uy = 1 m/s, Li4SiO4 as acceptor.

Figure 5.22 shows the temperature in the reactor as a function of time and
space for a simulation of 200 s. It can be observed that the temperature in the
reactor is dropping dramatically, especially near the inlet. A wall temperature of
848 K is used to heat the reactor but that is not enough to attain the temperature
at a constant level. The total enthalpy of reaction is positive for the process and
energy has to be supplied if the temperature in the reactor should be kept constant
and this has to be done more efficiently than in the simulations.
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Figure 5.22: Reactor temperature as function of time and space with Li4SiO4 as
COs-acceptor, P = 20 bar, Ty= 848 K, S/C-ratio = 5, uy = 1 m/s.

5.2.2 Comparisons with fluidized bed

A possible alternative to the fixed-bed reactor is a fluidized bed reactor. The flu-
idized bed offers some advantages in terms of heat integration and possibilities
for continuous regeneration of the sorbent. Simulations of a bubbling-bed reac-
tor have been carried out to compare some of the results to the fixed-bed reactor.
The model used to simulate the fluidized bed reactor is a rigorous 2-dimensional
dynamic model based on granular theory described by Lindborg et al.*} In Fig-
ure 5.23 the dry hydrogen mole fraction as function of axial position is shown for
a fixed-bed reactor and a fluidized bed reactor. The reactor beds have equal length
and the reactors are operated adiabatically at the same operating conditions. It is
observed in figure 5.23 that the conversion in the fixed-bed reactor is considerably
higher than for the fluidized bed reactor at equal bed heights. This could result
from several reasons: the bubbles in the fluidized bed reactor give inferior con-
tact between the gas-phase and the particles, the fluidized bed reactor has a higher
void fraction which give lower particle density, the fluidized bed reactor gives a
lower outlet temperature. The difference in temperature profiles can be seen in
figure 5.24 and an almost constant temperature in the fluidized bed is observed.
This could be an advantage compared to the fixed-bed reactor in terms of easier
heat supply, but in these simulations which are adiabatic, it leads to a lower outlet
temperature. This results in a lower equilibrium conversion, and the importance of
controlling the outlet temperature is seen.
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Figure 5.23: Comparison of dry hydrogen mole fraction as function of axial
position between the fixed-bed reactor model( ) and fluidized bed reactor
model(— —) with LisSiOy4 as acceptor at t = 85 s, adiabatic conditions, P = 20
bar, T =848 K, S/C-ratio = 5, uy = 0.4 m/s.
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Figure 5.24: Comparison of temperature as function of axial position between
the fixed-bed reactor model( ) and fluidized bed reactor model(— —) with
Li4SiO4 as acceptor at t = 85 s, adiabatic conditions, P = 20 bar, Ty= 848 K,
S/C-ratio =5, uy = 0.4 m/s.
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The lower particle density in the fluidized bed does not have a large effect on
the simulated composition. In the fluidized bed reactor an average void fraction of
about 0.6 is observed while the void-fraction in the fixed-bed reactor is just above
0.4. A fixed-bed reactor with the same void-fraction as the average void-fraction
in the fluidized bed was simulated to test for the effect of lower particle density.
The results from these simulations are quite similar to the results from the lower
void-fraction. This is because the actual local gas velocity is lowered when the
void fraction is increased, which weighs up for the lowered total reaction-rates
due to lower particle density, and the conversion is not affected significantly. In
figure 5.25 the outlet dry hydrogen mole fraction as a function of time is shown,
and the conversion is consistently lower in the fluidized bed reactor due to the
already listed reasons.
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Figure 5.25: Comparison of the outlet dry hydrogen mole fraction between the
fixed-bed reactor model( ) and fluidized bed reactor model(— —) as a func-
tion of time with LisSiO4 as acceptor at adiabatic conditions, P = 20 bar, T ;= 848
K, S/C-ratio = 5, uy = 0.4 m/s

Isothermal simulations for the two reactor concepts were also carried out. This
was done to see if the lower conversion was solely due to the lower outlet tem-
perature or if there is a combination of mechanisms. Figure 5.26 shows the dry
hydrogen mole fractions in the reactors at isothermal conditions. Here, it is ob-
served that the conversion in the fluidized bed reactor also is lower for the isother-
mal case. This means that the inferior gas-particle contact in the fluidized bed give
a significant decrease in the reactor performance. In a reactor design this means
that even if the heat integration is in such an efficient manner that the reactor is
close to isothermal, a longer fluidized bed reactor is needed to reach comparable
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conversions with the fixed-bed reactor. To reach more definite conclusions in the
comparison between the reactor concepts, the regeneration of the sorbent also has
to be looked into.
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Figure 5.26: Comparison of the outlet dry hydrogen mole fraction between the
fixed-bed reactor model(——) and fluidized bed reactor model(— —) as a func-

tion of time with LiySiO4 as acceptor at t = 85 s, isothermal conditions, P = 20 bar,
Tr=848 K, S/C-ratio =5, uy = 0.4 m/s

The simulations performed show that hydrogen with a purity of 0.87 can be
produced at a temperature of 848 K, steam-to-carbon ratio of 5 and a pressure of
20 bar with Li4SiO4 as CO;-acceptor. This is a significant improvement compared
to the process with Li;ZrO3 as COj-acceptor. The capture rate decreases with
fractional conversion of the sorbent and high conversion of CH4 can not be sus-
tained for more than a couple of minutes with high gas throughput in the reactor.
Simulations also show that if one type of particle with both catalytic and capture
properties is used, the capture rate is the limiting step of the process. This changes
when two particles are used, where some intra-particular diffusion resistance oc-
curs. This yields for a particle diameter of 5 mm. If a fluidized bed reactor is used
for the SE-SMR the large temperature gradients will be smaller. The simulations
also show that for larger production capacities the cycling times for the fixed-bed
reactor will be very short, a problem that will vanish using a fluidized bed reac-
tor with continuous regeneration of particles. The simulations of a fluidized bed
reactor show that a longer reactor-bed is needed to reach satisfying conversions
compared to a fixed-bed reactor. In the simulations the lower conversion in the
fluidized bed is because of the lower outlet temperature and because of inferior
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gas-particle contact due to gas-bubbles.

5.3 Simulations with Na,ZrQO; as CO,-acceptor

Simulations of a fixed bed reactor has also been carried out using Na,ZrO3 as CO;-
acceptor. The kinetic expression is taken from section 3.3 and the capture rate is
significantly faster than for LisSiO4 and Li,ZrO3. The equilibrium partial pressure
is also lower, and this means that higher gas velocities and lower S/C-ratios can be
used and still get high conversions of methane. A comparison between the capture
kinetics as a function of partial pressure of CO, with fresh sorbent is shown in
figure 5.27. Except for a small pressure interval where the kinetics of LisSiO4
is comparable, the capture kinetics on NayZrOs is much faster than for the two
sorbents used in the SE-SMR simulations in the previous subsections. It has also
much lower equilibrium partial pressure at this temperature, which means that the
maximum conversion at equal operating conditions is higher. The equilibrium
partial pressure of the sorbent is the partial pressure where 7., = 0 in figure 5.27.
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Figure 5.27: Comparison of the capture rate as function of partial pressure of CO,
on Na,ZrOs3 (—), Li4SiO4 (— —), and Li»ZrO3 (- - -) with fresh sorbent.
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Table 5.4: Standard reactor conditions for simulations with NayZrO3; as CO»-
acceptor

P, (bar) 10
T(K) 848

The simulations of the reactor are carried out under different operating condi-
tions to observe the effect of changing these, but the standard conditions are given
in table 5.4. The pressure drop in the reactor is dependent primarily on gas veloc-
ity and particle size, and with better reaction kinetics, higher gas velocities can be
used in the reactor. This leads to higher pressure drops and with a particle diameter
of 5 mm and gas velocity of 2 m/s, the pressure drop in the 10 meter long reactor
would be about 3 bar. To get lower pressure drop a particle diameter of 1 cm has
been used in most of the simulations. This gives a pressure drop in the 10 m long
reactor of about 1.2 bar. The physical properties used in the simulations are shown
in table 5.5.

Table 5.5: Physical parameters used in the simulations with Na,ZrOs as acceptor

dp(m) 0.01
d,(m) 0.1
L(m) 10
€,(m) 0.5

7(—) 3
Peap,p(kg/m*) 2000
Pear.p(kg/m>) 2300

A (W/mK) 02
Cps(J/kgK) 1000
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Figure 5.28: Comparison between a pseudo-homogeneous model ( ) and a
one-particle heterogeneous model (- - -) for simulation of SE-SMR with Na;ZrO3
as CO,-acceptor

5.3.1 Assessing the need for a heterogeneous model

For the simulations of Li4SiO4 and Li,ZrOs the simulations with heterogeneous
models showed no significant mass-transfer resistance between the bulk phase and
the particles or inside the particles with the one-particle model. The faster kinetics
of Na,ZrOs could change the rate limiting step, and simulations have been carried
out to assess if a pseudo-homogenous model is sufficient for the simulations of SE-
SMR. The equilibrium dry hydrogen mole fraction at standard conditions is about
0.92, but with the operating conditions from table 5.4 it is not possible to reach
this. In figure 5.28 a comparison between the one-particle heterogeneous model
and the pseudo-homogeneous model is shown. Figure 5.28 shows that there are
some differences in the results from the two models. Particularly after some time,
when the sorption rate drops, the transport have an effect on the results. Because
the capture rate is time dependent, a time dependent efficiency factor would be
necesarry to address this. The standard way to define the effectiveness factor is: 2%
rate of reaction with pore diffusion resistance

= - : — 5.3
n rate of reaction with surface conditions (5-3)

In figure 5.29 the CO;, mole fraction fields inside the pellets at 4, 6 and 8 minutes
are shown. Here it is observed how the capture zone moves down the reactor with
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Figure 5.29: The mole fraction of CO; as function of radial position in the particle
(r) and the axial position in the reactor (z) at 4, 6, and 8 minutes for SE-SMR with
Na,ZrO3 as acceptor with operating conditions given in table 5.4.
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Figure 5.30: The effectiveness factor () for the capture reaction in SE-SMR with
Na,ZrOj3 as acceptor as function of axial position at 100, 200 300, 400, and 500 s,
operating conditions given in table 5.4.

time. At 4 minutes the CO, is captured within the same particles as the main con-
version of methane, and there are intraparticle gradients of the CO, mole fraction
in the whole reactor. As the acceptor close to the reactor entrance is filled with CO,
the capture-zone moves, but the main production of CO, from the reforming reac-
tions is still in the beginning of the reactor. As it is seen in figure 5.29(b) and more
clearly in figure 5.29(c) it is a zone in the reactor where equilibrium of SMR has
been reached and no CO; is captured because the sorbent is filled with CO,. This
plateau with constant CO,-fraction is clearly observed in figure 5.29(c). When the
gas reaches a zone with fresh sorbent, the CO,-content decreases and hence the
conversion of the SMR reactions increases. Figure 5.30 shows the effectiveness
factor for the capture reaction as function of axial position at different times in the
reactor. This is calculated as in equation (5.4).

1 Jv reappdV
V, 1

cap

n= 5.4)
Figure 5.30 shows how the zone with transport limitations moves through the
reactor with time. Just after startup the sorbent surfaces are fresh in the whole
reactor and the surface reaction is fast. For all times, but 20 seconds, there is a
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Figure 5.31: The fractional conversion of the solid as function of radial position
in the particle (r) and the axial position in the reactor (z) at 4, 6, and 8 minutes for
SE-SMR with Na,ZrOs3 as acceptor with operating conditions given in table 5.4

zone with very high effectiveness factor downstream from the entrance, because
the acceptor-surface is saturated with CO;. This leads to a very low capture rate
and the denominator in equation (5.4) is close to zero. The zone with very high
effectiveness factor becomes longer with time as more and more solid is converted.
The area with the lowest effectiveness factor is where the capture rate is highest and
hence the diffusivity is lowest compared to the CO;-capture rate. The conversion
of the solid as function of radial position in the particle and of axial position after 4,
6 and 8 minutes are shown in figure 5.31 and the gradients in solid conversion in the
particle are seen. In the zone where the capture rate is highest, the gradients inside
the particles are highest, and this will also give the lowest effectiveness factor. The
heterogeneous simulations discussed up until now have been isothermal to isolate
the mass transfer effects. Adiabatic simulations have also been carried out, and the
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Figure 5.32: The temperature in the solid as function of radial position in the
particle (r) and the axial position in the reactor (z) at 4, 6, and 8 minutes for SE-
SMR with Na,ZrOj3 as acceptor with operating conditions given in table 5.4

change in reactor temperature does affect the reactor performance, and this will
be discussed more throughout later. However, the temperature gradients inside the
solids will be small. This is shown in figure 5.32 where the solid temperature as
a function of radial position in the solid pellets and the axial position is presented
at 4, 6, and 8 minutes. As shown in this section, there are some mass-transfer
effects that influence the performance of the reactor. It is also difficult to use a
pseudo-homogenous model with an effectiveness factor, because this factor would
change with time. The heterogeneous model with one-particle is therefore used in
the following sections.
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5.3.2 Reactor performance

The reactor have been simulated with different operating conditions and as pre-
viously shown in figure 5.28, the dry hydrogen mole fraction with the conditions
given in table 5.4 gives a dry hydrogen outlet mole fraction about 0.83-0.84. A
contour diagram of the dry hydrogen mole fraction for an isothermal simulation
is shown in figure 5.33. It is seen that a dry hydrogen mole fraction above 0.8 is
sustained for about 5 minutes. The contour plot of the CO, dry mole fraction for
the same simulation is shown in figure 5.34. It is observed that to achieve a dry
hydrogen mole fraction above 0.8 the dry mole fraction of CO; has to be below
0.003. For a steam to carbon ratio of 3 this corresponds to a wet mole fraction
of below 0.002. The outlet pressure of this reactor is 10 bar, which means that
the partial pressure of CO, has to be kept below 2000 Pa to achieve a dry hydro-
gen mole fraction above 0.8. However, this is quite far from the equilibrium CO,
partial pressure at 848 K. The equilibrium is at about 150 Pa, and the conversion
is controlled by the kinetics for the reactor conditions used in this simulation. If
equilibrium had been reached at these conditions, a dry hydrogen mole fraction of
about 0.92 would be observed.
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Figure 5.33: Contour plot of the dry hydrogen mole fraction as function of time
and axial position in an isothermal SE-SMR reactor with Na,ZrOs3 as acceptor at
standard conditions.
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Figure 5.34: Contour plot of the dry CO, mole fraction as function of time and ax-
ial position in an isothermal SE-SMR reactor with Na,ZrOj3 as acceptor at standard
conditions.

An isothermal reactor is mostly an academic exercise, specially for this pro-
cess, where there are a mixture with endothermic and exothermic reactions, an ex-
tremely high heat transport through the reactor walls would be necessary to keep it
close to isothermal. Since the total reaction is close to energy neutral, one could try
to operate the reactor without heating or cooling. This reactor would then be close
to adiabatic, with no heat transferred between the reactor and the surroundings.

When simulating the reactor as adiabatic, the performance naturally changes,
but the outlet purity of hydrogen does not change significantly. The contour plot
of dry hydrogen purity as a function of time and axial position for the adiabatic
simulations is shown in figure 5.35.

It is seen in figure 5.35 that the hydrogen purity is above 0.8 for a longer period
in the adiabatic simulations. Although the total reaction is slightly endothermic,
the temperature close to the outlet will increase because the capture is slower than
the reforming and CO; produced in the reforming will be captured downstream of
the reforming reactions. It is seen from figure 5.36 that the temperature increases
up to almost 950 K, which is 100 K above the inlet temperature, due to the exother-
mic capture reaction. The temperature in the reactor falls near the entrance because
the endothermic reforming is dominant and more CO, produced than captured.
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Figure 5.35: Contour plot of the dry hydrogen mole fraction as function of time
and axial position in an adiabatic SE-SMR reactor with Na,;ZrO3 as acceptor at
standard conditions.
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Figure 5.36: Plot of the temperature as a function of time and axial position in an
adiabatic SE-SMR reactor with Na,ZrOs3 as acceptor at standard conditions.
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Figure 5.37: Contour plot of the dry CO, mole fraction as function of time and ax-
ial position in an adiabatic SE-SMR reactor with Na,ZrOs3 as acceptor at standard
conditions.

Downstream of the inlet zone the exothermic capture starts to dominate and
the temperature increases. The SMR is thermodynamically favored at higher tem-
peratures and this effect keeps the hydrogen mole fraction at a higher level even
when the sorption rate decreases. However, the CO, content increases with tem-
perature and this is clearly observed in figure 5.37. The low CO, content is kept
for a longer time, but the even when the CO, dry mole fraction increases to 0.01
the dry hydrogen mole fraction is kept above 0.8. This is due to the thermodynam-
ics of the reforming, where more hydrogen will be produced when increasing the
temperature. But when increasing the temperature, the CO, content increases and
the CO, capture will decrease due to the higher partial pressure of CO, at higher
temperatures. Therefore, it is important to control the outlet temperature to control
the amount of CO, captured at a desired level. Temperature control is also impor-
tant to control the CO level. For the isothermal simulations at a temperature of
848 K, the CO content at the outlet will stay below 0.0015 when the dry hydrogen
mole fraction is kept above 0.8. When the temperature increases, the water-shift
reaction equilibrium moves towards the CO-side. It is noted that parts of the re-
actor with high temperature are operating outside the range where the empirical
expression for the CO;-capture kinetics was found, we expect that the given trends
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Figure 5.38: Plot of the fraction conversion of acceptor as a function of time and
axial position in an adiabatic SE-SMR reactor with Na,ZrOj3 as acceptor.

will still yield even if the numerical values may not be accurate.

The total pressure in the reactor affects the process in several ways. Because
the reactions have a total production of moles, the reactor is thermodynamically
favored at low total pressure. However, a high pressure make the gas volume lower
and make the residence times higher. These effects partially cancels out each other,
but as seen in figure 5.39 the lowest pressure gives the highest hydrogen purity.
The lower pressure gives higher gas velocity, and for 10 bar at these conditions
about 2 m/s. The superficial velocity for the 20 bar case is about 1 m/s. This
leads to low pressure drop in the system, as seen in figure 5.40. The pressure in
the reactor has to be chosen in a total evaluation of the process where the lower
pressure drop and the slightly lower conversion with higher pressure has to be
taken into consideration with other system variables. The effect of total pressure
on SMR can be seen after 12 minutes of simulation where the CO; capture effect
disappears and the resulting process is pure reforming. The hydrogen purity at this
stage is clearly lower for the high pressure case. The pressure as function of time
and axial position for an outlet pressure of 10 bar is seen in figure 5.41 and it is
seen that the pressure in the reactor is slightly dependent of time.
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Figure 5.39: Comparison in outlet dry hydrogen mole fractions with outlet pres-
sure of 20 bar (— —) and 10 bar (—) at equal mass flow with Na,ZrOj3 as acceptor.
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Figure 5.40: Comparison of pressure gradients through an adiabatic SE-SMR reac-
tor with total pressure of 20 bar (—) and 10 bar (— —) with Na;ZrOs as acceptor
at equal mass flow .
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Figure 5.41: The pressure as function of time and axial position in an adiabatic
SE-SMR reactor with Na,ZrO3 as acceptor.

The performance of the reactor will be a function of the distribution between
catalyst and sorbent in the reactor. To look at the effect of changing the ratio be-
tween the two active materials, the reactor have been simulated at different values
of o, which is the ratio between the mass of sorbent and the mass of catalyst.
A high ratio will make the rate of sorption and the CO; capture capacity higher.
Figure 5.42 shows the outlet dry hydrogen mole fraction as function of time for
different values of . The maximum performance of the reactor is at an & close to
4. When increasing it to 10 the initial hydrogen mole fraction falls from about 0.83
to about 0.82, the curve is flatter, but it does not cross the line for & = 4 before
a hydrogen fraction of about 0.75. However, the effect is not very large when the
amount of sorbent is higher than catalyst, i.e. an & above 1. When lowering the
a the effect is much more dramatic, particularly in terms of the time where higher
conversion is reached. When « is lowered from 4 to 1, the time where hydrogen
mole fraction above 0.8 is reached decreases from 7 to 5 minutes. When decreas-
ing the ratio between the materials even more, the time decreases, and for an o of
0.25 the highest dry hydrogen mole fraction reached is just above 0.8 and it drops
immediately.

Another parameter that can be changed in the simulations is the steam to car-
bon ratio. When the amount of steam is increased the thermodynamics change
and more hydrogen can be produced at equilibrium. However, a high steam to
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Figure 5.42: Outlet dry hydrogen mole fraction as function of time at different
values of «.
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Figure 5.43: Outlet dry hydrogen mole fraction as function of time at S/C-ratios
of 4 (---) and 3 — for SE-SMR with Na,ZrO3 as acceptor.

carbon ratio will have a negative effect of the overall process efficiency, which
will be more looked into in the next chapter of this thesis. Figure 5.43 shows the
dry hydrogen mole fraction at S/C-ratios of 3 and 4 and the positive effect of a
higher steam to carbon ratio on the conversion is clearly observed. The dry hydro-
gen mole fraction increases from just above 0.83 to above 0.88 at the same mass
throughput in the reactor. A lower velocity in the reactor will also increase the con-
version, and the effect of this would be about the same as having a longer reactor.
A longer residence time in the reactor will increase the conversion unless equilib-
rium is reached. When lowering the mass throughput from 5 kg/m?’s to 1 kg/m?s
the residence time is increased with a factor of 5, which will give an increased
conversion. This is observed in figure 5.44. The dry hydrogen mole fraction is just
below 0.90 in the first minutes after start-up and falls slowly when more acceptor
is filled with CO,. The other effect of lower velocity is that the time before the
conversion drops will be much higher due to the lower throughput of gas. The
time before the conversion drops dramatically would be expected to be about 5
times longer than for the case with 5 kg/m?s mass flow, and this is also observed in
figure 5.44. This means that if higher hydrogen mole fractions is desired out of the
reactor there are several ways to do this. One could have a higher steam to carbon
ratio, which will give a negative effect on the thermal efficiency of the process or
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Figure 5.44: Outlet dry hydrogen mole fraction as function of time for a mass input
of 1 kg/(mzs) for SE-SMR with Na,ZrOs as acceptor

a higher residence time in the reactor can be used. For a given inlet flow this can
be accomplished either by making the reactor diameter larger, which decreases the
velocity, or a longer reactor can be made.

5.3.3 Comparison with fixed bed experiment

The SE-SMR in a fixed bed reactor has been investigated experimentally by Esther
Ochoa-Fernandez in a small scale reactor.? The operating conditions used in this
experiment is shown in table 5.6. At these conditions the equilibrium dry hydro-
gen mole fraction is about 0.99 when using the experimentally found equilibrium
partial pressure of CO,. The equilibrium dry hydrogen mole fraction when using
literature data>? is about 0.92. Figure 5.45 shows the comparison of dry hydrogen
mole fraction between the experimental data and the simulation results.
Unfortunately there were large unknown volumes in the experimental set-up
after the reactor, which make the break-through very difficult to model. It is ob-
served that the time before a steady hydrogen production is reached is much higher
than the expected for specified length of reactor and gas velocity. The reactor was
initially filled with hydrogen and the hydrogen mole fraction gradually falls down
until a “steady-state” hydrogen production rate is reached after about 7 minutes.
With a 10 cm long reactor the expected time before the break-through of SE-SMR
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Table 5.6: Experimental reactor conditions in SE-SMR with Na,ZrO3 as acceptor

P, (bar) 5
THK) 848
T, (K) 848

o 5

g (kg/m*s) 0.0167
L (m) 0.06

d; (m) 0.016
Megp (8) 7.25
Meyr (g) 1.45

1.05

0.95
0.9
=T 085
0.8

0.75

0.7

x i
* X xxoxpoxx

0 20 40 60 80
Time [min]

Figure 5.45: Comparison of outlet dry hydrogen mole fraction for SE-SMR with
Na,ZrOj3 as acceptor between experimental data (x) and model (—).
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product should be about 7 seconds. Due to this the starting point of the two data
sets has been shifted to try to get a comparison of the reactor outlet conditions. It
is observed that the dry hydrogen mole fraction reached is relatively similar. The
experimental results give a dry hydrogen mole fraction out of about 0.973 while
the simulation results give a dry hydrogen mole fraction of about 0.968. This
must be considered a nice fit between the model and the experimental data, and
it should be noted that the dry hydrogen mole fraction is not a result of a thermo-
dynamical limit, which is at about 0.99, but a result of the kinetics and the flow
in the reactor. The dead volumes in the experiment do lead to large discrepancies
when the conversion drops, and better knowledge about the dead volumes would
be necessary to incorporate this into the model. However, it is considered that
the fit to the maximum conversion give a good indication that the reactor model
and the capture kinetics are able to describe the process well, and the error is in
a small underprediction of the conversion. The simulations and actual SE-SMR
experiment also confirms the finding in the capture experiments that the equilib-
rium partial pressure of CO, over Na,ZrO3; found in the literature is higher than
the actual equilibrium partial pressure for this material.

5.3.4 Comparison with Calcium oxide as acceptor

As discussed in section 2, Calcium Oxide is an alternative material for sorption
enhanced steam methane reforming. Li and Cai*? made a kinetic model for the
sorption and desorption of CO, on calcium oxide. This model, which was based
on the spherical grain model, has been used in simulations of SE-SMR with the
models previously described. The equilibrium partial pressure of CO, is about
the same for CaO and Na;ZrOs, but the kinetics of CaO is superior. Figure 5.46
shows a comparison between the capture rate of CO, on CaO and Na,;ZrOs3, and a
significant difference is observed. Is should be pointed out that this calcium oxide
is a synthesized product and not from dolomite, and an optimized structure of the
sorption material is very important for the capture properties.

The higher rate of capture leads to better performance in SE-SMR. The hydro-
gen dry mole fraction at the outlet for simulations with CaO and Na;ZrOs3 at the
standard conditions used in section 5.3 are shown in figure 5.47. The dry hydro-
gen mole fraction is at the equilibrium at the outlet for the simulations of calcium
oxide, and the capacity is also bigger, which means that longer cycle times can
be used. Li and Cai also claims that the calcium oxide material they use have a
good stability compared to calcium oxide materials used in previous studies. This
shows how the capture rate is very important for the SE-SMR process, and with
very similar equilibrium partial pressures of CO, a much higher conversion is seen
with faster kinetics. This means that for NayZrO3 to be competitive with CaO in
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Figure 5.47: Comparison of dry hydrogen mole fraction at outlet for simulations
with calcium oxide (—) and sodium zirconate (— —) as acceptor.
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a SE-SMR, it must either have much better cycling properties, or the structure of
the material have to be optimized to compete with the capture rate of CaO.



Chapter 6

Process design and evaluation

In this part of the thesis the whole SE-SMR process is looked at. The reactor
simulations from the previous part are used in a bigger picture with production of
hydrogen from natural gas and sequestration of CO;. The process and the back-
ground for it are covered in detail in section 2. As described there, the main reactor
concepts that could be used in SE-SMR are fixed and fluidized beds, with varia-
tions of these concepts. Here, as in the rest of the thesis the focus has been on fixed
bed reactors. For a fixed bed reactor system a minimum of two reactors which are
operated in a cyclic manner are needed for the reforming-regeneration cycle.

Using input from the reactor simulations carried out in Matlab, the process has
been simulated with the process simulation software Hysys. The main process re-
sults, and the energy efficiency in particular, have been calculated using the Hysys
simulations for different process conditions and configurations. The size of the
process has been chosen to a similar size of the largest autothermal reformers in
the world, which give a hydrogen output with lower heating value of 700 MW,
and the product specifications has been chosen equal to the specifications of the
ENCAP (Enhanced production of CO2) EU-project.?

6.1 Overall process description

The process has been based on a traditional hydrogen production by SMR as de-
scribed in figure 1.1. A clean gas without heavies and sulphur is used as feed, and
the sulphur removal and prereforming steps are not necessary for the SE-SMR pro-
cess described here. For other feed gas compositions, these steps can be included.
Because the reforming is done at a low temperature and CO; is removed from the
reaction zone, the water gas shift reaction will be shifted far to the hydrogen side
in equation (6.1).

CO+Hy0 < COr,+H, (6.1)

101
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This means that there is little to gain by installing a shift reactor in an SE-SMR
concept. For hydrogen production with CO; removal by steam methane reform-
ing there must be a process removing CO, from the reforming product, and when
the CO, is removed inside the reforming reactor, the steps in SE-SMR can be de-
scribed as in figure 6.1. Based on the steps in figure 6.1 and the reactor cycling

CO,

Natural gas ) Reforming PSA Hydrogen

seb ey

Figure 6.1: An overview of the steps in the SE-SMR-process.

described in the following section, a simplified flow diagram of the process is
shown in figure 6.3. The input to the system is natural gas (methane) and deminer-
alised water, and the output is pure hydrogen at a pressure of 60 bar and a stream
of carbon dioxide at 110 bar. The reactor must be operated in a cyclic manner and
in this figure the reactor operation is split in three steps, reforming, regeneration,
and cooling. An overview of a possible reactor cycle is shown in figure 6.2, where
the SE-SMR is operated at 575 °C and 20 bar.
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Figure 6.2: An overview of the steps in the operation of a fixed bed reactor system

The reactor is filled with a nickel-based reforming catalyst and a CO;- accep-
tor, e.g. lithium zirconate or sodium zirconate. Natural gas, parts of it recirculated
from the product purification step, and steam, are fed to the reforming reactor at the
operating temperature and pressure. Through the reforming and sorption reactions
the gas is converted to hydrogen. The product from the reforming reactor consists
mainly of hydrogen, steam, and methane. There are also small contents of carbon
dioxide (< 0.02%) and carbon monoxide(< 0.01%). The product stream from the
reforming reactor is heat-exchanged with inlet streams and are cooled down to 25
°C before it enters a knock-out drum where water is removed. After removal of
water the hydrogen is purified by pressure swing adsorption, where the hydrogen
adsorbs on a solid material, while the other species runs through. The hydrogen
recovery is typically 80-90 % dependent on feed gas composition.”* Although the
PSA unit is shown as one vessel in figure 6.3 the unit consists of several columns
and is operated in four main steps.

e Adsorption.
e Blow down.
e Desorption.

e Repressurization.
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During adsorption all other species than hydrogen are produced, while during des-
orption, a close to pure hydrogen stream is produced. By using several columns in
parallel it is possible to produce a continuous stream of pure hydrogen. Dependent
on the reactor pressure the gas entering the PSA must be compressed to the 20 bar
working pressure of the PSA. The high pressure hydrogen stream from the PSA-
unit is at 20 bar, while the low-pressure stream, mainly consisting of methane and
unrecovered hydrogen, is close to atmospheric conditions. After the purification
the hydrogen product is pressurized and cooled to the outlet specifications, here set
to 60 bar and 25 °C. The tail gas from the PSA is compressed and used for heating
in the regeneration step, or fed back as feed to the reforming reactor if the recycle
gives an excess of fuel gas.

The regeneration step of the reactor cycle can be done in different ways. In-
direct heating through the pipe walls and using a sweep gas is one possibility,
where the heating could come from combustion of natural gas/hydrogen in air. If
combustion in air is used to supply the heat of regeneration, and high CO, re-
moval is desired, the flue gas from the combustion must be treated by another pro-
cess such as an amine solution. Another possibility implies combustion of natural
gas/hydrogen in pure oxygen. In this case high CO, removal can be accomplished
without employing special CO, removal processes and the heating can be supplied
directly inside the regeneration reactor without removing the possibility of CO,
sequestration. An option would be to feed natural gas and oxygen simultaneously
to the reactor, and the natural gas is combusted directly. To release CO,, a tem-
perature which gives an equilibrium partial pressure of CO; higher than the actual
partial pressure is necessary. In the case with combustion of methane in pure oxy-
gen this means an equilibrium partial pressure larger than 0.33p;,,. The heating by
combustion in oxygen could also be supplied through the reactor walls or partly
through the walls and in the reactor bed. Combustion in oxygen can yield very high
temperatures, and although the endothermic regeneration will help controlling the
temperature, measures must be taken to avoid extreme temperature gradients in
this case.

A possibility that has been looked into by Dupont et al. is to use unmixed
combustion. The nickel-catalyst can besides acting as a catalyst also be an oxygen
carrier.!” By first feeding oxygen, the oxygen reacts with nickel creating nickel
oxide. When natural gas is fed to the reactor the oxygen is released from the
nickel and the natural gas combusted. In all process configurations with SE-SMR
in a fixed bed reactor cyclic operation of the reactors is necessary.

In the simulations of the process shown later in the chapter oxygen is used
as the main combustion medium, without taking into account if the heating is sup-
plied inside or outside the reactor bed. If the heating is supplied inside the bed, one
large reactor bed could be used, while if the heating is supplied through the walls
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the reactor must consist of several beds with smaller diameter. To avoid excessive
temperature gradients with oxygen as heating medium it could be necessary to re-
cycle some of the CO; for temperature control, but the main simulations are done
without recycling of CO;.

After the regeneration of sorbent at high temperature, the reactor bed has to
be cooled down to the desired reaction temperature. This is another challenge in
this process, where a lot of heat has to be removed in as short time as possible.
Here, steam is used for the cooling of the reactor and the hot steam from the re-
actor cooling is heat exchanged with the inlet steam to the reforming reactor. To
avoid too high volume flows in the reactor, the cooling-down should be done after
pressurization of the reactor.

The product stream from the regeneration step will consist of steam and carbon
dioxide, which is separated by cooling the stream to 25 °C. Before transportation
to storage, the CO, has to be pressurized. This is done in a step-wise compression,
with three compressors followed by cooling and water-removal. The product CO,
is at 110 bar and in supercritical state.

6.2 Process simulation of SE-SMR

The process described in the previous section is simulated in Aspen Hysys ver-
sion 2006.5 to evaluate the process performance. Hysys is a modelling tool for
process plants with the ability to simulate all common process equipment such
as reactors, compressors, heat exchangers, pumps, vessels, etc. The process has
been simulated using the Peng Robinson fluid property package with a hypothetic
component defined for the solid material. The input and the desired output of the
process are shown in table 6.1. The specifications are the same as used in the
ENCAP project, and was also used in by Langgrgen et. al.?” In the report by
Langgrgen et.al hydrogen were produced by autothermal steam methane reform-
ing and CO; removed from the reforming product by an amine process giving an
hydrogen product of 700 MW LHV. For the regeneration of the sorbent, pure oxy-
gen is used for the combustion which is fired either with natural gas or a mixture
of natural gas and hydrogen. A 3% stoechiometric excess of oxygen is used for
the combustion. An air separation unit is used to supply oxygen, this unit is not
modeled, but the cost for oxygen production was set to 1.0 MJ/kg.!! The PSA was
set as a component splitter, and the hydrogen recovery set to 90%.* All compres-
sors and pumps in the process are modeled with a 75 % adiabatic efficiency. For
the regeneration combustion it has been assumed that the fuel must be at 2 bar,
and predominantly waste gas from the PSA is used as fuel. If there is excess waste
gas for fuel, the rest is pressurized to the reformer pressure and recycled back to
the process. If the waste gas from the PSA not gives enough fuel for the regenera-
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Table 6.1: Feed and product specifications:

Natural gas feed
Pressure 70 bar
Temperature 10 °C
Composition:
Methane 100%
Hydrogen product
Pressure 60 bar
LHV 700 MW
Composition:
H; >99.99%
CO; product
Pressure 110 bar
Composition:
CO, >90%

H,O <500ppm
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tion, additional natural gas is fed to the combustion. The SE-SMR is operated as a
thermal-pressure swing process, using a reformer pressure of 10/20 bar and a tem-
perature of 575 °C. Due to the pressure drop in the reactor the feed is pressurized
to 11 bar. The regeneration with sodium zirconate as acceptor is done at 900°C
and 1 atm.

Because there are no complete equilibrium data for the Na;ZrOs- material, the
regeneration temperature is an estimate based on regeneration data at lower tem-
peratures. It is assumed that the equilibrium partial pressure of CO; at 900 °C is
above 1 bar, and that there are no thermodynamic limitations at this temperature.
With an equilibrium partial pressure of CO, higher than the total pressure in the
reactor, there will be a driving force for regeneration with any CO; content in the
stream. When direct combustion is used as heating the CO; from the combustion
would make a maximum CO, content of about 33% on molar basis. This means
that the minimum temperature that the regeneration temperature, if the combus-
tion is carried out inside the reaction bed or the combustion products is used as
sweep gas, would be the temperature corresponding to a partial pressure of 0.33
bar for regeneration close to atmospheric conditions. To ensure a reasonable driv-
ing force, the regeneration should be operated at a temperature corresponding to
a partial pressure considerably higher than this, and an atmospheric equilibrium
partial pressure is used as a guideline in the simulations. For the simulations with
lithium zirconate as acceptor the equilibrium data from Knacke et al.3* were used
in the same way as in section 3.1, and the regeneration temperature were set to the
temperature where the partial pressure of Li»ZrO3 is 1 bar.

The reactors are modeled as conversion reactors and the conversions based
on the Matlab simulations of the fixed bed reactors. In general, the reforming
reactions are fast compared to the CO;-sorption; hence the reforming reactions
will be in equilibrium, while the state of the sorption reaction is dependent on the
operating conditions.

CH4+H,0 <+ CO+3H; (6.2)
CO+H0 <4 COy+H, (6.3)
MO +CO;y <+ MCO3 6.4)

The main reactions in the reactor are given in equation (6.2), (6.3), and (6.4) and
the conversion of these three reactions is the input to the Hysys simulations. Equa-
tion (6.2) is the main reaction and the one that is most affected by changes in
simulation parameters. Equation (6.3) and (6.4) is close to 100 % conversion in
the cases looked at, and it is equation (6.2) that gives how much hydrogen that is
produced. Equation (6.3) mainly affects the amount of CO in the product, while
equation (6.4) mainly affects the amount of CO, in the product. A reactor with
length of 10 meters is used as a base-case, and the mass flow through the reactor is
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Figure 6.4: How the solid regeneration cycle is implemented in Hysys

adjusted to get a satisfying conversion. A low steam-to-carbon ratio gives higher
thermal efficiency, but it was found that for the faster sorbent (Na;ZrOs) a lower
S/C-ratio than 3 was not possible without considerably lowering the conversion.

The simulations in Hysys are done in steady state, and because the process is
of a non steady-state nature some approximations have been done. For the internal
solids that are heated in the regeneration step, this is approximated by using a
pseudo solid stream defined by the total mass in the reactor divided by the cycling
time. For the cooling of the solid this stream is heat exchanged with a steam
stream. A sketch of this setup is shown in figure 6.4. This means that the flow of
the pseudo stream is calculated as in equation (6.5).

. Vreacmrpsol id
Wsolid = (65)
tcycl e

The volume of the reactor is calculated from the actual inlet gas volume flow (ng)

of the reforming reactor, the superficial gas velocity used in the reactor simulations
(v), and the height of the reactor (L), as shown in equation (6.6):

Vea
Ly (6.6)
1%

Vreactor =

In the simulations the regeneration is split in three steps. One reactor is covering
the heating of bed to the regeneration temperature where the outlet gas temperature
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is set to 575 °C. For the regeneration the outlet gas temperature is set to the tem-
perature of regeneration, and for the cooling down the outlet steam temperature is
set equal to the temperature of regeneration.

6.2.1 Thermal efficiency

The thermal efficiency is calculated for the process, and used as a main figure
for comparison. Gross efficiency is calculated as the ratio between lower heating
value (LHV) of the natural gas feed and LHV of the hydrogen product. The net
efficiency is the overall efficiency, calculated as in equation (6.7).

LH VProd uct

= 6.7
et = TH Vieed — pOWer input ©.7)

There are large quantities of energy transport in the system, and to make use of
the heat in an efficient way a simplified pinch methodology has been employed in
Hysys. The basic concept of pinch methodology is that heat can only be transferred
from hot to cold streams and there must always be a driving force in terms of
temperature gradient between the hot and cold streams in a heat exchanger. Typical
minimum temperature gradients are 5-20 K and the point where this minimum
temperature difference is found is called the pinch temperature. To get an optimum
heat recovery for the process, no heat should be transferred across this temperature.
With lower minimum temperature gradient the driving force in the heat exchangers
will be smaller, which means that higher heat transfer area has to be used. This
means that there will be a trade-off between a low minimum temperature gradient,
which maximizes the heat recovery, and a higher minimum temperature gradient
to minimize the heat transfer area. By grouping the streams in the system into cold
and hot streams and drawing a graph based on the total heat in the hot and cold
streams at different temperatures, the composite diagram can be made.

In Hysys, the LNG exchanger unit operation, several streams can be combined
in one heat exchanger, the hot and cold streams are grouped, and the pinch temper-
ature can be specified. In the simulations, a hot or cold utility stream is routed to
this multistream exchanger to balance the heat transfer, and the outlet temperature
of the hot streams is specified so that the pinch temperature is 10 K. The cooling
that must be supplied to the hot streams below the pinch point is done outside the
multistream heat exchanger in Hysys and is done by water cooling the streams to
a temperature of 25°C. This means that one main unit operation can be used for
the heat exchanger network shown in figure 6.3 except the low temperature cool-
ing which is done by single heat exchangers to simplify the control of the process
simulation.

In a majority of the simulations there is excess heat above the pinch temper-
ature. If this cooling is supplied as low temperature cooling water with a small
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Figure 6.5: An overview of the steam turbine cycle used as cold utility.

temperature increase the heat would be lost. This means that an other cold utility
must be supplied in a way that the heat can be recovered. This is done by using
a steam turbine cycle, where the excess heat creates high pressure steam, which
in turn is expanded in a steam turbine creating power which can be used for the
power requirements of the plant or exported. This is the same way as excess heat
was accounted for by Langgrgen et. al. The steam turbine cycle is shown in fig-
ure 6.5. If there is no excess heat, but heat must be supplied to the reactor, this is
added by steam at 20 bar. This is accounted for in the calculations by assuming
an 85 % efficiency of the steam boiler based on the LHV, and then the necessary
fuel gas for the boiler can be calculated. A screenshot from the Hysys simulations
is shown in figure 6.6 with the streams named as in figure 6.3. It is used separate
reaction vessels for the reforming methane conversion, CO, removal, regeneration
heating and regeneration. It is in the reforming and CO, removal vessels where
the conversions found from the Matlab simulations are specified.
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6.3 Process simulation results

6.3.1 Sodium Zirconate as CO; acceptor

Earlier work on thermal efficiencies in SE-SMR has not taking the kinetics of the
reactions into consideration.’> When taking this into account, the possible pro-
cess designs and thermal efficiencies can change significantly. The process per-
formances using the capture kinetics found in section 3 with lithium zirconate and
sodium zirconate as acceptor in SE-SMR have been looked at here. The reactor
sizes have been based on the performance of the reforming, because there has not
been enough kinetic data available for the regeneration. The main process param-
eters for the process simulation with Na,ZrOs3 as acceptor are shown in table 6.2.

Table 6.2: Simulation parameters for SE-SMR with Na,ZrO3 as CO;-acceptor.

Reforming temperature (K) 848
Reforming pressure (bar) 10

Regeneration temperature (K) 1173

Regeneration pressure (bar) 1.013
Reactor length (m) 10
Gas velocity (m/s) 2
S/C- ratio 3

The parameters in table 6.2 have been used in reactor simulations with the
models described in section 4. The conversion of methane at these conditions
is shown in figure 6.7. From figure 6.7 it is observed that a maximum methane
conversion of about 55 % is reached in the reactor and this corresponds to a dry
hydrogen mole fraction of about 0.83. The CO, dry mole fraction will be about
0.002. In the Hysys models the conversion of the main reactions are found from
the reactor simulations and the whole process is then simulated with the input to
the conversion reactors from the Matlab simulations. The length of a cycle then
determines the reaction conversions, and it also gives the solid flow as given by
equation (6.5). A shorter cycle time gives a higher conversion, but it will give
a higher pseudo solid flow, which increases the heat that has to be added to the
reactor to heat it from reforming temperature to regeneration temperature. For
Na,ZrOs3 as acceptor two different cycle times have been used in the simulations,
4 and 8 minutes. As observed in figure 6.7, at 4 minutes the conversion of methane
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Figure 6.7: The conversion of methane in SE-SMR with Na,ZrOs as sorbent at
575 °C, 10 bar and a S/C ratio of 3.
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Table 6.3: Physical properties of the pseudo solid flow.

Density (kg/m?) 1230
Heat capacity (J/kgK) 1000

is only slightly lower than at the initial conditions, while at 8 minutes the rate of
decrease in conversion is high. The average values over the cycle times are used
for the conversions in the simulations, and the methane conversion is 0.55 for the
simulations with a 4 minute cycle, while it is 0.5 for an 8 minute cycle.

A pseudo-solid was defined in Hysys with the properties for the mixture of
Na,ZrO3, catalyst and support material given in table 6.3 based on the properties
used in the reactor simulations in section 5.3. For the simulations with Na,;ZrO;
as CO; acceptor with main conditions given in table 6.2, the properties of the main
streams as named in figure 6.6 are given in appendix A.l1. The process thermal
efficiency for the 4 and 8 minute cycle has been calculated based on the Hysys
simulations, and the main numbers are given in table 6.4. In this table the natural
gas feed is the sum of the feed for the reforming, the feed for regeneration and
possible natural gas feed for the additional steam boiler in the case where there are
no excess heat in the heat exchanger network. All the numbers are based on lower
heating value, and the simulations are adjusted to give a lower heating value of
the Hydrogen product of 700 MW. Even if the conversion is lower in the 8 minute
cycle, the thermal efficiency is much higher. This is due to the large amounts of
heat that must be added when heating the bed to regeneration temperature and the
large amounts of heat that must be removed when cooling the bed to reforming
temperature. Not all the heat can be recovered, and when increasing the rate of
heat flow in the systems as in the 4 minute cycle, more heat is lost. Some of the
heat is recovered in the steam turbine cycle, 97.4 MW for the 4 minute case, but
still there is a lot of low temperature heat that can not be utilized. The higher
conversion have a positive effect on the waste gas compression, because less gas
is recycled, but more oxygen must be produced for the higher heat flow that is
needed, and more fuel is needed, leading to higher fuel compression. The product
compression consists of both compression of the product to 20 bar before pressure
swing adsorption, and the compression of the hydrogen product.

The reactor cross-section area can be calculated based on the volumetric flow
in the reactor and the superficial velocity in the reactor. This is given in table 6.5
together with the thermal efficiency. For the setup used here, the CO, removal
will be close to 100 %. All CO; is captured, except the small amounts that are not
separated from H; in the PSA unit and the CO, soluble in the water separated from



116

Process design and evaluation

Table 6.4: Process thermal efficiency for simulations with Na,ZrO3 as CO, accep-
tor at a reformer pressure of 10 bar and S/C ratio of 3 for cycle times of 4 and 8

minutes.
Cycle time 4min 8 min
Natural gas feed (LHV) MW 11149 948.0
Hydrogen output (LHV) MW  700.8  700.5
Fuel compression MW 1.3 0.9
Oxygen production MW 223 18.9
Waste gas compression ~ MW 1.8 5.6
Product compression MW  20.7 20.9
Pumps MW 1.6 0.5
CO2 compression MW 209 17.7
Power input MW  68.5 64.4
Power out turbine MW 974 22.1
Net Power MW 200 424
Gross efficiency 0.63 0.74
Net efficiency 0.65 0.71
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Table 6.5: Main process simulation results for SE-SMR with Na;ZrOs as acceptor
at 10 bar and S/C =3 for cycle times of 4 and 8 min.

Cycle time 4 min 8 min

Reactor cross-section area  m? 21.0 19.5
Pseudo solid flow kg/s 1001 539
Thermal efficiency - 0.65 0.71

the combustion product. Table 6.5 shows the large difference in pseudo-solid flow
for the two cycle times, which gives a large difference of heat flow in the system,
directly affecting the thermal efficiency. In figure 6.8 and figure 6.9 the composite
diagrams for the heat exchanger network for the 8 and 4 minute cycles are shown.

As observed in the figures, there is much higher total heat flow in the 4 minute
cycle, and more heat is removed by the steam turbine cycle, shown as the constant
line above 300 °C on the cold composite curve for both cycle times. Because more
heat is removed in the 4 minute cycle, the constant level is longer for this cycle
time. The largest difference between the two cycle times is the amount of heat
on the hot composite curve above 575 °C. Due to the large amount of heat that
must be transferred to the bed by combustion in the regeneration part, this high
temperature heat is reflected in this area of the hot composite curve. When there
are more mass that must be heated, as in the 4 minute cycle, more heat must be
removed in this temperature area in the heat exchanger network.

Earlier works on hydrogen production by steam reforming have been with tra-
ditional steam reforming and amine scrubbing of the flue gas. The thermal effi-
ciency reported for this process is 67.5 % with equal basis and methods of simu-
lation.3” The thermal efficiency calculated for SE-SMR with the given parameters
is then comparable and higher than the thermal efficiency for SMR with CO, re-
moval with equal boundary conditions. Metz et al. reports figures of 61.2% and
68.1 % net plant efficiency from two studies on hydrogen production by SMR with
a 90% CO, removal, but with slightly different conditions.
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Figure 6.8: Hot and cold composite curves for the heat exchanger network for SE-
SMR with Na,ZrO3 as acceptor at a pressure of 8 bar an S/C-ratio of 3 and a cycle
time of 8 minutes.
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Figure 6.9: Hot and cold composite curves for the heat exchanger network for SE-
SMR with Na,ZrO3 as acceptor at a pressure of 8 bar an S/C-ratio of 3 and a cycle
time of 4 minutes.
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6.3.2 The effect of regeneration temperature

The temperature of regeneration will have an impact of the efficiency of the pro-
cess. As seen for the 4 and 8 minute cycles with NayZrOs as sorbent, lower heat
flows leads to higher efficiencies. As the regeneration kinetics and equilibrium is
not known exactly is has been assumed that with a regeneration temperature of 900
°C, the equilibrium partial pressure of CO, would be above 1 atm and desorption
is ensured. If the regeneration temperature can be lowered, it would be an advan-
tage. The effect of this has been simulated, and the figures for thermal efficiencies
for regeneration at 800, 850, and 900 °C are shown in the table below.

Table 6.6: Process thermal efficiency for SE-SMR with NayZrOs as acceptor at a
reformer pressure of 10 bar, an S/C ratio of 3 at different regeneration temperatures
for a cycle time of 8 minutes.

Regeneration temperature (K) 1173 1123 1073
Natural gas feed (LHV) MW 948.0 911.8 898.7
Hydrogen output (LHV) MW 700.5 699.3 700.4
Fuel compression MW 09 0.8 0.7
Oxygen production MW 189 182 17.6
Waste gas compression MW 56 6.0 6.5
Product compression MW 209 209 209
Pumps MW 0.5 0.2 0.1
CO2 compression MW 177 17.0 163
Power input MW 644 63.1 62.1
Power out turbine MW 221 7.7 0.0
Net Power MW 424 554 621
Gross efficiency 074 077 0.78

Net efficiency 071 072 0.73
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It is for all these figures assumed that there are no kinetic or equilibrium lim-
itations for the regeneration. As observed in table 6.6 a lower temperature has a
positive impact on the thermal efficiency, but not as high impact as the longer cy-
cles times shown previously. A positive effect is that for the 1073 K regeneration
temperature there is no excess heat, and the steam turbine cycle is unnecessary.

Table 6.7: Main process simulation results for SE-SMR with Na;ZrOs as acceptor
at 10 bar and S/C =3 for different regeneration temperatures for a cycle time of 8
min.

Regeneration temperature (K) 1173 1123 1073
Reactor cross-section area m? 195 209 21.6
Pseudo solid flow kg/s 539 535 552
Thermal efficiency - 0.71 072 0.73

As observed in table 6.7 the pseudo-solid flow is not significantly different for
the three different temperatures, not giving any difference in the heat that must be
supplied to the process. But when the same mass must be heated from 575 °C to
900 °C instead of 800 °C the heat for heating the reactor bed will be significantly
less, resulting in the difference in natural gas feed shown in table 6.6. This is
directly affecting the thermal efficiency, giving the higher figure for regeneration
at 800 °C.

6.3.3 Lithium Zirconate as CO,-acceptor

The thermal efficiency of SE-SMR is dependent of steam to carbon ratio and the
conversion in the reactor. With Li;ZrO3 as CO,-acceptor the process performance
is affected by the dramatic change in sorbent kinetics and thermodynamics. In
section 5.1 the SE-SMR reactor was simulated with Li;ZrOs as CO, acceptor. As
described in section 5.1 a high steam to carbon ratio must be used to get satisfying
conversion, and a ratio of 5 is used in the simulations. The main parameters in
the simulations are given in table 6.8, and as seen; the regeneration temperature in
addition to the superficial gas velocity and the S/C-ratio are the main differences.
The regeneration temperature is set to the temperature where the equilibrium par-
tial pressure of CO» is 1 bar, and because of the higher equilibrium partial pressure
at equal temperature, the regeneration temperature with Li,ZrO3 as sorbent will be
significantly lower than for Na;ZrO3. The conversion of methane from the reactor
simulations at 10 bar, a temperature of 575 °C and an S/C ratio of 5 are shown in
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Table 6.8: Simulation parameters for SE-SMR with Li,ZrO3; as CO,-acceptor.

Reforming temperature (K) 848
Reforming pressure (bar) 10

Regeneration temperature (K) 900

Regeneration pressure (bar) 1.013
Gas velocity (m/s) 0.3
Reactor length (m) 10
S/C- ratio 5

figure 6.10. The conversion reached here is marginally higher than for Na;ZrOs,
but the gas velocity is lower and the steam to carbon ratio is higher. As seen in fig-
ure 6.10 the conversion is kept at a high level much longer than for the Na,ZrOs3,
which means that the cycle time will be longer. The CO;-capacity of Li,ZrOs is
marginally higher than for Na,ZrO3 (0.22 compared to 0.17 kg CO2/kg acceptor),
but the main reason for a longer cycle time is the lower throughput in the reactor
which means that the rate of CO,-production is lower. In the Hysys simulations 50
and 100 minute cycles have been simulated. For the 50 minute cycle an average
methane conversion of 60% has been used, and 55% conversion has been used for
the 100 minute cycle.

The conversions from the Matlab simulations were in the same way as for
the simulations with Na,ZrO3 used as input to the Hysys-simulations. The main
stream data from the Hysys simulations with the 50 minute cycle are given in
appendix A.2. The largest difference from the simulations with Na;ZrOj3 is the
higher fraction of CO; in the outlet of the reactor, and the higher steam content
in most streams due to the higher steam to carbon ratio. In the same way as for
the simulation with NayZrO3 as sorbent, the thermal efficiency of the process has
been calculated. The main figures are shown in table 6.9. It was observed in the
simulations with Na,ZrO3 as sorbent that the lower temperature of regeneration
did not have a large effect on the thermal efficiency and it is other properties of
Li,ZrO5 that make the thermal efficiency with this sorbent lower. Contrary to the
simulations with Na,;ZrO3 the longer cycle time gives a lower thermal efficiency,
which means that there are other effects than the pseudo solid flow that has the
largest effect on thermal efficiency. It is also observed that for this set-up of the
Li,ZrO3 process there is no excess heat for the turbine cycle. This is due to the
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Table 6.9: Process thermal efficiency for SE-SMR with Li»ZrO3 as acceptor at 10
bar and S/C =5 with 50 and 100 min cycles compared to the thermal efficiency of
the 8 minute cycle with Na,ZrO3 as sorbent.

Cycle 50 min 100 min 8 min
LizZl’O3 LizZl’O3 NaQZrO3

Natural gas feed (LHV) MW  985.9 1012.0 948.0
Hydrogen output (LHV) MW  699.2 700.1 700.5
Fuel compression MW 0.7 0.5 0.9
Oxygen production MW 16.7 15.8 18.9
Waste gas compression MW 4.8 6.7 5.6
Product compression MW 204 20.7 20.9
Pumps MW 0.2 0.2 0.5
CO2 compression MW 155 14.6 17.7
Power input MW  58.2 58.4 64.4
Power out turbine MW 0.0 0.0 22.1
Net Power MW 58.2 58.4 42.4
Gross efficiency 0.71 0.69 0.74
Net efficiency 0.67 0.65 0.71
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Figure 6.10: The conversion of methane in SE-SMR with Li,ZrO3 as sorbent at
575 °C, 10 bar and a S/C ratio of 5.

large amounts of steam that must be heated with a S/C ratio of 5. Instead of a gas
turbine cycle it is in this case used steam at a pressure of 20 bar as heating medium
in the heat exchanger network, and this is accounted for in the feed gas flow. It is
not assumed that this steam boiler is of an oxyfuel type, thus a CO, removal below
100 % is calculated. The main results from the process simulations are shown in
table 6.10. As observed, the thermal efficiency of the 50 minute cycle is higher
than for the 4 minute cycle with NayZrO3, but lower than for the 8 minute cycle.
The pseudo-mass flow for Li;ZrO3 as sorbent is 711 kg/s while it is 539 kg/s for the
8 minute Na,ZrOj3 cycle. For the 100 minute cycle the pseudo-solid flow is lower
than for the NayZrOs cycle, but it is not reflected in the thermal efficiency. The
heating of the reactor from reforming temperature to the regeneration temperature
require significantly less heat for the Li,ZrOj3 cycle than for Na,ZrO3, specially for
the 100 minute cycle, where the pseudo solid mass flow is lower and the change in
temperature is only 52 °C compared to 225°C. However, there are no excess heat
in the heat integration in the 50 minute cycle, and the even lower heat rates in the
100 minute cycle does not lead to lower heat losses in the process. This means
that the main reason for the lower thermal efficiency with Li;ZrO3; compared to
Na,ZrO3 as CO; acceptor for these conditions is the higher steam to carbon ratio.

The lower thermal efficiency of the 100 minute cycle is due to the lower con-
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Table 6.10: Main process simulation results for SE-SMR with Li,ZrO3 as acceptor
at 10 bar and S/C = 5 compared to the results for Na,ZrO3 at S/C = 3, 10 bar and
with a 8 min. cycle.

Cycle 50 min 100 min 8 min
Li;ZrO; Li,ZrO; Na,ZrO;

Reactor cross-section area m?> 173 186 21

Pseudo solid flow kg/s 711 388 539

Thermal efficiency - 0.67 0.65 0.71

CO, removal - 0.86 0.79 1

version in the reactor and more gas is recycled from the PSA. The hot and cold
composite curves for the Li,ZrO3 cycle for the 100 minute and 50 minute cycles
are shown in figure 6.11 and figure 6.12.
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Figure 6.11: Hot and cold composite curves for the heat exchanger network in the
100 minute LipZrO3; SE-SMR cycle.

Differently from the 8 minute Na,ZrO3 cycle at 10 bar and S/C of 3, there is
no excess heat in the SE-SMR cycle with Li,ZrOs. This means that steam heating
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Figure 6.12: Hot and cold composite curves for the heat exchanger network in the
50 minute Li,ZrO3; SE-SMR cycle.

is added in the heat integration, seen as the constant level just above 200 °C in the
hot composite curve. The vaporization of steam for the reforming is reflected in
the constant line just below 200 °C in the cold composite curve, and it is seen that
more heat is required for the 100 minute cycle than for the 50 minute cycle in the
vaporization. This is due to the lower conversion which means that more methane
must be fed to the reactor for the equal amount of product, resulting in a higher
steam rate. This directly affects the amount additional heat that must be put into
the heat exchanger network.

The other main difference for the process with lithium zirconate is that a much
larger reactor has to be used for Li;ZrO3 as sorbent for equal hydrogen produc-
tion capacity. The necessary crossectional area of the reforming bed for the most
effective cycle time is 173 m? compared to 21 m? for Na,ZrO3, and not to forget
that this is only one of the beds where there must be three or more in parallel. The
lower change in temperature from hydrogen production to regeneration will lead
to easier operation, and lower temperature can lead to less expensive materials of
construction. These are effects that not have been incorporated into the models,
and which should be looked at when doing a complete analysis of the process, but
the slow kinetics of Li,ZrO3z does not make it at attractive sorbent for SE-SMR.
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6.3.4 The effect of higher methane conversion

Higher conversion in the reactor without changing the other operating conditions
should increase the process performance. Without changing the acceptor proper-
ties or the operating conditions, higher conversion can be reached by using a longer
reactor. Higher conversion could also be achieved by having a faster sorbent, e.g.
CaO as shown in section 5.3.4. A case with Na,ZrO3 at equilibrium conversion
has been simulated with all other process parameters as given in table 6.2. The
equilibrium conversion of methane at equilibrium is 0.77, which is at a partial
pressure of CO; of 152 Pa. The main stream data for the process simulations are
shown in appendix A.3. With higher conversion, the thermal efficiency increases,
in this case from about 0.74 to 0.78. The figures for the calculation of thermal
efficiency are shown in table 6.11 for a cycle time of 8 minutes. The regeneration
has been done at a temperature of 1173 K. It is still assumed a 10 m long reactor
which means that for these simulations looks at the effect of having improved CO,
capture kinetics on NayZrOs.

It is observed that the thermal efficiency at equilibrium conversion is signifi-
cantly higher than for the conversion from the Matlab simulations. The thermal
efficiency for the 8 minute cycle with kinetic limitations on the reforming and a
regeneration temperature of 1173 K gave thermal efficiency of 0.71 compared to
0.74. The pseudo-solid flow and the reactor cross section for the simulations with
equilibrium reforming conversion are shown together with the thermal efficiency
table 6.12. The change in conversion both means that less natural gas must fed
to the process for the production of the necessary amount of hydrogen, and the
lower volume flow also reduces the pseudo solid flow in the reactor. The change
in pseudo solid flow is 487 kg/s for the high conversion compared to 539 kg/s for
the simulated reactor. This has an effect on the thermal efficiency, due to that less
heat is lost in the cooling of the reactor bed. It is seen in table 6.11 no power for
waste gas compression is required for the equilibrium simulation, also increasing
the efficiency. This is due to that with a high conversion the purity of the product
stream for the reforming section is high, and less tail gas from the PSA produced.
This means that all tail gas is used in the regeneration heating.
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Table 6.11: Process thermal efficiency for SE-SMR with Na,ZrOs3 close to equi-

librium, at 10 bar and S/C = 3.

Regeneration limitation

Equilibrium Kinetic

Natural gas feed (LHV) MW 932.2 948
Hydrogen output (LHV) MW 699.7 700.5
Fuel compression MW 1.0 0.9
Oxygen production MW 17.7 18.9
Waste gas compression MW 0.0 5.6
Product compression MW 19.7 20.9
Pumps MW 0.5 0.5
CO2 compression MW 17.4 17.7
Power input MW 56.5 64.4
Power out turbine MW 38.4 22.1
Net Power MW 18.1 424
Gross efficiency 0.75 0.74
Net efficiency 0.74 0.71

Table 6.12: Main process simulation results for SE-SMR with Na,;ZrO3 as accep-
tor close to equilibrium at 10 bar and S/C =3 for a cycle time of 8 min compared

to the results with kinetic limitation.

Regeneration limitation

Equilibrium Kinetic

Reactor cross-section area

Pseudo solid flow

Thermal efficiency

m2

kg/s

14.3

487

0.74

19.5
539
0.71
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6.3.5 The effect of higher reformer pressure

With a high pressure in the reformer the cross-sectional area of the reformer could
be lowered if the superficial velocity is kept constant. However, the thermody-
namics is favored at a lower total pressure. Therefore, it has been looked at a case
where the pressure in the reactor is increased to 20 bar. In figure 5.40 in section 5.3
the effect on dry hydrogen mole fraction is observed at a constant mass input. It
is seen that the initial dry hydrogen mole fraction falls from 0.83 at 10 bar to 0.80
with a pressure of 20 bar, and this corresponds to a fractional conversion of 0.5. A
cycle time of 8 minutes has been used for the simulations which gives an average
methane conversion of 0.47. The results for the 20 bar simulations is compared
with the results from the simulations at 10 bar. The superficial velocity at 20 bar
is lower, but the conversion of methane is lower because of the thermodynamics.
Because the PSA is operated at 20 bar the compression before the PSA-unit is
also avoided. The figures for the thermal efficiency for the simulation of the 20
bar process are shown in table 6.13 together with the figures for the process with
Na,ZrOs3 for a cycle time of 8 minutes.

It is observed that a lower product compression power is needed, but more
power for the waste gas compression is necessary due to lower methane conver-
sion, leading to higher flow of waste gas, and higher differential pressure. It is seen
that even if the net power for the 20 bar case is lower than for the 10 bar case, the
net efficiency is lower. This is due to that more feed must added to get a 700 MW
LHYV product because of the lower conversion, leading to higher pseudo-solid flow
and more heat for feed heating. However, the effect of a higher pressure is not very
large, and it must be looked at more closely to make definitive conclusions. The
compressor in front of the PSA can be removed which will give a positive impact
on cost, but the reactor could be more expensive because of higher pressure.
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Table 6.13: Process thermal efficiency SE-SMR with Na,ZrO3 as sorbent at 20 bar
and S/C=3

Reactor pressure 20 bar 10 bar

Natural gas feed (LHV) MW  967.6 948
Hydrogen output (LHV) MW  699.9  700.5

Fuel compression MW 0.9 0.9
Oxygen production MW 193 18.9
Waste gas compression MW 8.2 5.6

Product compression MW 114 20.9

Pumps MW 0.7 0.5

CO2 compression MW  18.1 17.7
Power input MW 585 64.4
Power out turbine MW 2938 221
Net Power MW  28.7 42.4
Gross efficiency 0.72 0.74
Net efficiency 0.70 0.71

Table 6.14: Main process simulation results for SE-SMR with Na,ZrOj3 as accep-
tor at 20 bar compared to the results at 10 bar for cycle times of 8 minutes.

Reactor pressure 20 bar 10 bar
Reactor cross-section area  m? 234 19.5
Pseudo solid flow kg/s 600 539

Thermal efficiency - 0.7 0.71
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6.3.6 The effect of higher steam to carbon ratio

Previously, the performance of SE-SMR with Li;ZrO3 as acceptor was looked at,
and the results was a lower thermal efficiency than with Na,ZrOs, partly because of
higher steam to carbon ratio. If the S/C-ratio is increased with NayZrO3 as sorbent,
the conversion can be increased. The effect this has on the thermal efficiency has
been looked at. All other parameters are the same as given in table 6.2 and when
the S/C-ratio is increased to 4, the conversion of methane increases. Figure 5.43 in
section 5.3 shows that the dry hydrogen mole fraction at maximum conversion is
about 0.88. This corresponds to a methane conversion of 65 %. For an 8 minute cy-
cle the average dry hydrogen mole fraction is 0.87 which corresponds to a methane
conversion of 62%.

Table 6.15 shows the overview of the thermal efficiency of the process at an
S/C-ratio of 4 and a cycle time of 8§ minutes. The conversion in the reactor is
higher but the increased amount of steam has a negative effect on the thermal
efficiency. By increasing the S/C-ratio from 3 to 4 the thermal efficiency of the
process decreases from 0.71 to 0.70. The difference in thermal efficiency for this
case is not large, but the difference is due to that with higher steam to carbon ratio
a more steam must be heated and there is also a slightly higher pseudo-solid flow
due to that higher steam to carbon ratio gives a higher total gas flow through the
reactor, even if the amount of recycled gas from the PSA tail gas is lower. The
results shows that a low S/C ratio is favorable, but not to a dramatic extent. The
increased heat of vaporization is nearly made up for by the increase in conversion.
If there were no excess heat for the steam turbine cycle the effect of increasing the
steam to carbon ratio would be much more dominant, as for Li,ZrO3 as sorbent.
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Table 6.15: Process thermal efficiency SE-SMR with Na,ZrO3 as sorbent at 10 bar

and S/C=4

S/C-ratio 4 3
Natural gas feed (LHV) MW 952.1 948
Hydrogen output (LHV) MW 699.3  700.5
Fuel compression MW 1.0 0.9
Oxygen production MW 19.0 189
Waste gas compression MW 2.3 5.6
Product compression MW 203 209
Pumps MW 04 0.5
CO2 compression MW 177 177
Power input MW 60.7 644
Power out turbine MW 15,6 221
Net Power MW 451 424
Gross efficiency 0.73 0.74
Net efficiency 0.70  0.71

Table 6.16: Main process simulation results for SE-SMR with Na,ZrO3 as accep-
tor with S/C-ratio of 4 compared to the results with an S/C-ratio of 3.

S/C-ratio 4 3

Reactor cross-section area m?  21.5 19.5
Pseudo solid flow kg/s 550 539
Thermal efficiency - 0.7 0.71
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6.3.7 Air as regeneration combustion medium

To get a high CO, removal, the regeneration has to be done with pure oxygen if not
another process for CO,-removal is included. An air separation unit, which is nec-
essary to make pure oxygen, is expensive both in investment cost and energy-wise.
If a lower CO, removal can be tolerated, combustion in air for the regeneration of
the sorbent is an option. In that case the combustion product and the CO, from
regeneration can not be mixed if CO; removal is wanted. Only the captured CO,
from the reforming is sent to injection and the design of the reactor must be equal
to a traditional reforming reactor, with firing of the natural gas outside the tubes.
When simulating this process it has been assumed that the combustion products
exits the regeneration at 900 °C and this stream is used for heating of the air and
fuel feed to the regeneration reactor. Table 6.17 shows the thermal efficiency of
the process when air is used instead of pure oxygen for the case with Na;ZrOs as
sorbent, and all other parameters as shown in table 6.2. Surprisingly it is seen that
combustion in air gives a much lower thermal efficiency than the combustion in
oxygen. The zero power for oxygen production gives a positive impact, but the net
result is negative. The main reason for this is the large amount of low temperature
heat that is lost. Due to the 79% nitrogen content in air, the mass flow with high
temperature from the regeneration will be much higher. As observed in table 6.17
some of the heat is recovered in the steam turbine cycle, but it is impossible to
recover all the heat. This means that the total input of heat to the system is much
higher for the case with air than for oxygen as combustion medium. The pseudo-
solid flow is in this case more or less equal for the two cases that is compared, and
differently from many of the other cases looked at, not the significant factor for the
difference in thermal efficiency. The other main drawback with air as combustion
medium, in addition to the low efficiency, is that only 55% of the CO; is captured.
The results here show that oxygen should be more attractive for the regeneration
heating than air. The cost of an air separation unit is large, but the changes in CO,
removal and thermal efficiency is quite dramatic.



6.3. Process simulation results

133

Table 6.17: Process thermal efficiency SE-SMR with Na,ZrOj3 as sorbent, regen-

eration heat from combustion in air

Combustion medium Air  Oxygen
Natural gas feed (LHV) MW 1156.1 948.0
Hydrogen output (LHV) MW  699.6 700.5
Fuel compression MW 1.3 0.9
Oxygen production MW 0.0 18.9
Waste gas compression MW 2.8 5.6
Product compression MW 210 20.9
Pumps MW 1.7 0.5
CO2 compression MW 114 17.7
Power input MW 382 64.4
Power out turbine MW 1053 22.1
Net Power MW  -67.1 42.4
Gross efficiency 0.61 0.74
Net efficiency 0.64 0.71
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Table 6.18: Main process simulation results for SE-SMR with Na,ZrO;3 as accep-
tor at 10 bar and S/C = 3 in 8 minute cycles with a comparison of regeneration
firing in air or pure oxygen.

Combustion medium Air Oxygen
Reactor cross-section area m?  21.3 21
Pseudo solid flow kg/s 555 539
Thermal efficiency - 0.64 0.71
CO; removal - 0.55 1

6.3.8 Mixed methane hydrogen product

If the product stream is used in a combustion power plant and not in fuel cells,
there is no specific limit on the hydrogen purity, and the unconverted methane
can be burned with hydrogen in gas turbines. The degree of methane conversion
in SE-SMR would then mostly be dependent on how high CO, removal rate that
is desired. In this case the PSA-unit would be obsolete and the stream before
the PSA unit in figure 6.3 is the product stream going to the power plant. The
product hydrogen pressure is here set to 30 bar, a typical fuel pressure for gas
turbines. The process has been simulated for the case described, and it naturally
leads to an increased efficiency of the process. But because non-converted methane
is not recirculated the fraction CO, captured will be less, when the CO; in the
product methane is calculated as CO,-equivalents. The main stream data for the
simulations without H,-purification are given in appendix A.4.

For the case where pure oxygen is used for regeneration the figures for the cal-
culation of thermal efficiency are shown in table 6.19. The figures for the thermal
efficiency show that there are several places where energy is saved compared to the
case with purification of hydrogen. There is of course no need for waste gas re-
compression or fuel compression, because all fuel is taken from the high pressure
inlet natural gas. The reason that less hydrogen is produced is because methane
here is included in the LHV of the product. The power for CO;-compression will
also be less in this case, due to that less CO; is captured and compressed. The frac-
tion of CO; captured is shown together with the other main results in table 6.20.
As seen here, the thermal efficiency for this process will be significantly higher
than for the one with pure H; as product, but it comes at the cost of lower fraction
of CO, sequestrated. If a higher CO, removal is desired the solution would be
to have a higher conversion in the reforming, which could be done by increasing
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Table 6.19: Process thermal efficiency of SE-SMR without H,-purification with

NayZrOs; as sorbent.

Product Hz +CH4 H2
Natural gas feed (LHV) MW 818.2 948.0
Hydrogen output (LHV) MW 700.6 700.5
Fuel compression MW 0.0 0.9
Oxygen production MW 12.6 18.9
Waste gas compression MW 0.0 5.6
Product compression MW 12.3 20.9
Pumps MW 0.2 0.5
CO2 compression MW 9.2 17.7
Power input MW 344 64.4
Power out turbine MW 9.2 22.1
Net Power MW 25.2 424
Gross efficiency 0.86 0.74
Net efficiency 0.83 0.71

Table 6.20: Main process simulation results for SE-SMR with Na,ZrOs3 as accep-

tor without Hj-purification.

Reactor cross-section area

Pseudo solid flow

Thermal efficiency

CO; sequestration

m?2

kg/s
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the residence time in the reactor or having a faster CO, acceptor. The volume
flow through the reactor will be much smaller because less feed is needed to get
the specified LHV of product, and no gas is recycled back to the reforming. The
product hydrogen in this case is about 80 mole% and the majority of the rest is
methane. The carbon in the methane is also accounted for in the CO;-removal
given in table 6.20.

6.3.9 CO; recycle for combustion temperature control

As mentioned earlier in this chapter, excessive temperatures could be a problem
with O, as combustion medium even if no detailed analysis have been carried out
on this subject. One solution to this could be to recycle CO, to lower the concen-
tration of fuels and oxygen in the combustion. Two different ways of doing this
have been investigated. A cold CO, stream at about 130 °C after the integration
could be used, or the high temperature CO; content stream directly from the re-
generation could be recycled. To be able to recycle this a fan has to be installed
and it has been assumed a 2 bar exit pressure from the recycling fan. A 50% re-
cycle of the CO, stream has been assumed in the simulations. It is not considered
if a fan operating at a temperature above 800 °C is practically feasible. The fig-
ures for the thermal efficiency are given in table 6.21, where the CO, recycle fan
power has been added to the CO, compression power. The figures in the table
above give a similar thermal efficiency for the hot recycling as without recycling,
while the cold recycle gives a significantly lower thermal efficiency. The reason
for this is that when a cold recycle stream is introduced in the regeneration more
fuel must be added to keep the high temperature, which results in a higher total
fuel consumption. For the hot recycle the gross efficiency actually is higher than
for the simulation without the recycle. The reason for this is that heat is added to
the stream when it is pressurized and this heat will reduce the amount of fuel that
has to be added in the regeneration. However, the effect of this naturally lost on
the net efficiency, when the fan power is taken into account. This means that if
COa is to be recycled it should be done at as high temperature as possible to avoid
losses of thermal efficiency, but naturally the effect on temperature control in the
combustion would be higher with a colder stream. These effects has to be weighed
against each other together with the feasibility of having a fan operating with a hot
gas when evaluating the recycling of CO; in the regeneration heating.
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Table 6.21: Process thermal efficiency of SE-SMR with CO, recirculation at low
(LT) and high temperature (HT) with NayZrOs as sorbent compared to the process
without recirculation. All simulations at S/C =3, 10 bar reforming pressure and 8
minute cycle time

CO; recirculation HT LT None

Natural gas feed (LHV) MW 908 1046 948
Hydrogen output (LHV) MW 700.6 699.8 700.5

Fuel compression MW 0.8 1 0.9
Oxygen production MW 182 209 189
Waste gas compression MW 59 4.2 5.6
Product compression MW 207 210 209

Pumps MW 05 1.1 0.5

CO2 compression MW 332 282 17.7
Power input MW 793 765 644
Power out turbine MW 159 656 221
Net Power MW 634 108 424
Gross efficiency 0.76  0.67 0.74

Net efficiency 0.71 0.66 0.71
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6.3.10 Concluding remarks on the reactor simulation results

The simulations carried out in this part of the thesis shows that it is possible to
reach high thermal efficiencies when using actual kinetics for the CO, capture.
This can be done without using too large reactors, a typical reactor size for the
process with NayZrO3 as acceptor would have a length of 10 meters and a diame-
ter of about 4.5-5 meters if the heat of regeneration is supplied inside the bed. To
have a high CO;-removal(85 %) the heat for regeneration must be supplied from
combustion in pure oxygen. When a lot of high temperature heat must be supplied
the oxygen alternative is also more efficient than with air. It is also shown that the
capture-kinetics of sorbent is important, and to have high thermal efficiency the
kinetics must be fast enough for SE-SMR with relatively low residence times and
steam to carbon ratios, and if the kinetics of sorption on NayZrO3 could be im-
proved further, this would increase the thermal efficiency of SE-SMR. The heating
of the bed from reaction temperature to regeneration demands a lot of heat and
this heat is dominating the heat flow in the system and the thermal efficiency of
the process. As long as there are excess high temperature heat in the system it is
advantageous to have a longer cycle time and a lower conversion. For optimization
of the process it should be set up in a way that the necessary heating and cooling
above the pinch point are as much in balance as possible. For this optimization
more reliable data for the regeneration is necessary, and both the thermodynam-
ics and kinetics have to be looked at in detail. The change in temperature from
reforming to regeneration can also lead to difficulties with construction material.
However the relative change is not that high compared to e.g. dehydration with mol
sieves where typical changes in temperature is from 30 °C to 250 °C with similar
cycle times used for the simulations here. Perhaps the most promising process
seems to be a process with a production of a mixed methane/hydrogen product.
This increases the thermal efficiency of the process dramatically, and if a faster
sorbent were used the CO, removal could be in the region of typical SMR with
an amine CO; removal process(85-90%). With some methane in the product this
also eases the design of gas turbines for power production because the combustion
would yield lower temperatures. The necessary reactor area for this process would
also be about half of the area for a production of a pure hydrogen product.



Chapter 7

Conclusions and proposed
further work

7.1 Conclusions

The work in this thesis has focused on simulation of hydrogen production by sorp-
tion enhanced steam methane reforming in a fixed bed reactor. A robust transient
one dimensional model has been formulated and implemented for the simulations
of the reforming reactor. Three main models have been formulated, one pseudo-
homogeneous model and two heterogeneous model that account for intraparticle
mass and heat transfer. The two heterogeneous models are different in the way
the solid materials are placed in the reactor. The 1-particle model considers one
type of pellet in the reactor consisting of both catalytic and sorbent material, while
the 2-particle model considers two separate pellet types with catalytic and sorbent
material.

To simulate sorption enhanced steam methane reforming reactors, kinetic mod-
els for all major reactions must be formulated. The steam methane reforming reac-
tions have been extensively studied earlier, and the kinetic model of Xiu and Fro-
ment was used in the simulations. Different solid synthetic materials for the high
temperature CO, capture have been studied and kinetic models for the capture of
CO; on these materials have been formulated in this thesis. Two of the materials,
nanocrystalline lithium zirconate and sodium zirconate have been synthesized at
NTNU, while the lithium silicate was obtained from Toshiba. The materials syn-
thesized at NTNU showed quite similar kinetic properties, and the capture rate of
CO, was described by a first order rate reaction with respect to fractional con-
version of the solid. This can indicate that the kinetics are limited by nucleation
as described by the Avrami-Erofeev model. Others have also used the first order
model, without using it to describe a specific mechanism. The two zirconates had
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been synthesized by the same method, and it is reasonable to believe that this is the
reason for why the same formulation could be used to model the capture kinetics
on both materials. Contrary the lithium silicate material showed a CO, capture
rate which were dependent on the squared fractional conversion. This does not
indicate any specific mechanism, but can be the result of changes in mechanism
during the course of reaction. However, while the shape of the rate expression
was similar for the two zirconates, the reaction rates did differ substantially. The
lithium zirconate had the slowest capture rate of the materials, with a kinetic con-
stant about 100 times lower than the one for sodium zirconate, which showed the
fastest kinetics. The capture rate on lithium silicate was found to be between the
two other materials.

The simulations of SE-SMR show that it is possible to produce hydrogen with
a purity above 80 % on a dry basis in a fixed bed reactor with the investigated
sorbents. The conversion is very dependent on the kinetics of the sorbent and the
steam to carbon ratio. With lithium zirconate as acceptor a steam to carbon ratio
of 5 had to be used to reach a dry hydrogen purity above 80%. The superficial
velocity used for the simulations with Li,ZrOs was 0.3 m/s for the base case and
a dry hydrogen mole fraction of about 0.86 was reached after 10 meters at this
velocity. This is low compared to traditional SMR, which often uses gas velocities
above 2 m/s, and a very large reactor would be needed to produce the same amount
of hydrogen as traditional SMR with Li,ZrOj3 as acceptor in SE-SMR.

The capture kinetics on Li»ZrO3 are slow, and no need for heterogeneous mod-
els were found for the pellet size used in the simulations. However, if the pellet size
was increased there would be mass transfer effects, and a simple pseudo homoge-
neous model would over predict the conversion of methane. The model used in the
simulations incorporates the effect of mass removal from the gas phase due to CO,
capture. The effect of including this part was looked at, and it showed that there
was significant difference in the solutions when compared to models with constant
mass flow or constant gas velocity. When comparing the results with lithium sili-
cate as acceptor to the results with lithium zirconate, it was seen that much higher
gas velocities could be used at equal steam to carbon ratios, and still obtain dry
hydrogen mole fractions at the outlet of the reactor above 0.8. For the simulations
with LisSiOy4 it was observed that a pseudo homogenous model gave the same re-
sults as the heterogeneous model when the acceptor and the catalyst were localized
in the same pellet. When two different pellets were used, a difference in reactor
performance was observed due to mass transfer limitations. This shows that the
distribution of the active materials has an effect on the overall performance, and if
possible, one particle should be used for best possible performance. A comparison
with a fluidized bubbling bed reactor has also been done, and it showed that while
the temperature gradients in the fluidized bed were much smaller, a longer reactor
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was needed to reach the same conversion as in a fixed bed reactor.

Sodium zirconate was the last acceptor where a kinetic expression for the cap-
ture rate was found from in-house experimental data. This acceptor showed clearly
better performance in SE-SMR than the previous two, due to both superior kinet-
ics and lower equilibrium partial pressure. The change in properties meant that
hydrogen with above 80% purity could be produced with as low steam to carbon
ratios as 3, and with gas velocities up to 2 m/s in a 10 meter long reactor. The
simulations with a heterogeneous model showed that there would be mass transfer
limitations with the pellet size used, and the one-particle heterogeneous model was
used for the simulations.

An important result from all simulations is that it is seen that there will be large
temperature gradients in the reactor even if the total reaction not is very endother-
mic. If a fixed bed reactor is operated without external heating, the temperature
close to the inlet will decrease dramatically, while the outlet temperature will in-
crease. This means that temperature control could be necessary during hydrogen
production, and that heating/cooling not only has to be supplied during regenera-
tion.

The simulations of the SE-SMR with Na,ZrO3 ere also compared to experi-
mental data. The simulations showed that the models gave a good prediction of the
conversion in the reactor. However, the experimental set-up had too large dead vol-
umes to be able to predict the whole cycle until the sorbent was fully saturated. The
results from the simulations with Na,ZrO3; were finally compared to results from
simulations with a synthetic CaO as sorbent. It showed that even if the NayZrOs
has very good properties compared to LisSiO4 and Li;ZrO;3 the kinetics of CaO
were superior.

The SE-SMR process as a whole has been studied, from the inlet stream of
natural gas to production of hydrogen and compression/injection of CO,. This has
been done by incorporating the results from the reactor simulations in simulations
of the whole process. The analysis ware done using the conversion results from the
reactor simulations and it has been shown that a process thermal efficiency com-
parable to and higher than SMR with CO, capture can be reached. The efficiency
is very dependent on the amount of heat that must be supplied to the reactor in
the regeneration step and the kinetics of the sorbent. A thermal efficiency of 0.71
was calculated for an SE-SMR process with Na,ZrO3 as sorbent with a gas veloc-
ity of 2 m/s, a 10 m long reactor, a pressure of 10 bar, a reforming temperature
of 848 K and a steam to carbon ratio of 3. The heat for regeneration was in this
case supplied by combustion of methane in pure oxygen and yielded high degree
of CO;-removal (= 100%). The temperature of regeneration used for Li,ZrO3 as
sorbent were only 52 °C higher than the reforming temperature, while it was 325
°C higher for Na;ZrOs. When Li;ZrO3 replaced Na,ZrO3 as CO;-acceptor the
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lower temperature increase for regeneration, which lead to less heat supplied, did
make up for some of the disadvantages of Li,ZrO3, but in total the slower kinetics
make it a less promising sorbent for SE-SMR. With all other parameters equal the
thermal efficiency fell from 0.71 to 0.67 when using Li;ZrO3 as acceptor instead
of NapZrOs. At the same time the cross-section area of the reactor had to be in-
creased almost 10 times to get the throughput that was necessary to have equal
production of hydrogen.

The process efficiency can be increased for Na,ZrOs if better kinetics or a
longer reactor are used. If the conversion of methane could reach equilibrium the
thermal efficiency of the process would increase from 0.71 to 0.74. High degree
of CO, removal is only reached if the heat of regeneration is supplied by combus-
tion in pure oxygen and the simulations show that only about 55 % of the carbon
can be captured if the combustion is carried out in air. In this case the only cap-
tured carbon is from the reforming and not from the combustion of methane for
regeneration heating.

The possibility of not producing pure hydrogen, but a mixture of hydrogen and
methane has also been investigated. With the low conversion of methane the CO,
capture simulated for this process was only 62 % when the methane content in the
product is calculated as CO,-equivalents. The thermal efficiency of this process
was about 0.83, compared to the 0.71 for the case with pure hydrogen as product.
If the kinetics of CO;-sorption could be increased, giving higher hydrogen content
in the product, an increased CO; removal can be reached without lowering the
thermal efficiency.

7.2 Proposed further work

This work has focused on the reforming reactor and the kinetics of capture and has
shown that it is possible to produce hydrogen with high purity by SE-SMR. There
has not been enough data available for the regeneration kinetics to be modeled and
simulated, and this should be the main focus in further work on SE-SMR. The
regeneration could pose a challenge when large amounts of heat has to be supplied
to release the CO,. Accurate models of this will help in the work of finding the
optimum operating point and the way of doing the regeneration. The heating to
the regeneration could be done indirectly through the pipe wall or by combustion
inside the reactor volume. In any case it is important to describe the heat transfer
and reactions in the regeneration reactor. Nay;ZrOs had the best properties of the
materials that was characterized, and had kinetics properties which make it an
interesting challenger to CaO. A comparison with a synthetic CaO material showed
that Na,ZrO3; was not as fast as CaO, and for the more expensive materials like
zirconates to be alternatives they have to have better properties than CaO or MgO.
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Even if the Na;ZrO3 showed lower performance the problem with CaO has been
that it does not withstand thousands of cycles, and how the material performance
declines after cycles should be incorporated into the models to get a complete
picture.

There are problems with operating the fixed bed reactor that could be difficult
to overcome. Large changes in temperature between cycles and internal temper-
ature gradients are problems that could be diminished by using a fluidized bed
reactor concept. The temperature gradients in a fluidized bed reactor are much
smaller and when using one reactor as reformer and the other as regenerator the
cycling in temperature is removed. The small endothermic heat of the reforming
section can then be supplied as hot regenerated particles. Though, the challenge
in supplying the heat to the regenerator is still there, and modelling of the whole
reforming-regeneration cycle in a fluidized bed reactor with the possibility of in-
corporate different type of heat sources, both indirect and combustion inside the
reactor volume is something that should be looked into.

For a fixed bed reactor system unmixed combustion could be a concept that
would make it easier to control temperature and CO, release. This is something
that could an alternative for the heat supply during regeneration. By first feeding
oxygen that reacts with nickel in the catalyst and then the methane for combustion,
it could be possible to lower the temperature of combustion. For fixed bed reactor
concept it is important to control the temperature at a level as low as possible while
CO;, still is released at a reasonable rate.

As the comments here suggests, most of the work on SE-SMR has been on
the reforming, and now it is time to go deeper into detail on the regeneration, and
to combine the modelling of the reforming and the regeneration, with special care
given to how the heat is supplied during regeneration.
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Appendix A

Simulation mass balances

A.1 SE-SMR with Na,ZrO3, 10 bar, S/C = 3, 8 minute
cycle.
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Simulation mass balances
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2ZrQ03, 10 bar, S/C = 3, 8 minute cycle.
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158 Simulation mass balances

A.2 SE-SMR with Li,ZrO3, 10 bar, S/C = 3, 50 minute
cycle.



A.2. SE-SMR with Li;ZrOs, 10 bar, S/C = 3, 50 minute cycle.
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18| Mole fraction [-] (Methane) 1.0000 0.0000 0.0000 0.0000 0.1607
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44| Pressure (kPa) 2000 101.3 101.3 101.3 131.7
45| Molar Flow (kgmole/h) 1.445e+004 6564 6564 2.557e+004 4045
46] Mass Flow (kg/h) 6.714e+004 2.165e+005 2.165e+005 2.559e+006 4.616e+004
47| Actual Volume Flow (m3/h) 1.796e+004 5.110e+005 2.256e+005 609.3 7.530e+004
48] Mole fraction [-] (Methane) 0.1306 0.0000 0.0000 0.0000 0.4665
49| Mole fraction [-] (CO2) 0.0157 0.5713 0.5713 0.0000 0.0561
50| Mole fraction [-] (H20) 0.0033 0.4200 0.4200 0.0000 0.0116
51| Mole fraction [-] (Nitrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
52| Mole fraction [-] (Hydrogen) 0.8471 0.0000 0.0000 0.0000 0.4539
53] Mole fraction [-] (CO) 0.0034 0.0000 0.0000 0.0000 0.0120
54] Mole fraction [-] (Oxygen) 0.0000 0.0086 0.0086 0.0000 0.0000
55] Mole fraction [-] (Solid*) 0.0000 0.0000 0.0000 1.0000 0.0000
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= Case Name: SESMRFIX10BARNAZR700MWWPOWERLNG750KGSxmI8mineq.HSJ
12| NORWEGIAN UNIV SCI&TECH
13 ] aspen Calgary, Alberta Unit Set: Sl

4 CANADA
? Date/Time: Thu Feb 04 21:27:56 2010
6|
7| Workbook: Case (Main)

8

9 .
m Material Streams Fluid Pkg: Al
11| Name Added fuel CO2 for injection Cold solid Condensate Feed

12| Vapour Fraction 1.0000 1.0000 0.0000 0.0000 1.0000
13| Temperature (©) 25.00 25.00 575.1 25.20 574.0
14| Pressure (kPa) 7000 101.3 101.3 1200 1100
15| Molar Flow (kgmole/h) 203.2 4410 1.746e+004 1.193e+004 1.603e+004
16| Mass Flow (kg/h) 3260 1.894e+005 1.747e+006 2.150e+005 2.809e+005
17| Actual Volume Flow (m3/h) 62.45 1.073e+005 416.0 2134 1.023e+005
18| Mole fraction [-] (Methane) 1.0000 0.0000 0.0000 0.0000 0.2482
19| Mole fraction [-] (CO2) 0.0000 0.9476 0.0000 0.0000 0.0000
20| Mole fraction [-] (H20) 0.0000 0.0312 0.0000 1.0000 0.7518
21| Mole fraction [-] (Nitrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
22| Mole fraction [-] (Hydrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
23| Mole fraction [-] (CO) 0.0000 0.0000 0.0000 0.0000 0.0000
24| Mole fraction [-] (Oxygen) 0.0000 0.0212 0.0000 0.0000 0.0000
25| Mole fraction [-] (Solid*) 0.0000 0.0000 1.0000 0.0000 0.0000
26| Name Natural Gas 0-1 P-1 P-2 Product Hydrogen
27| Vapour Fraction 1.0000 1.0000 1.0000 0.8189 1.0000
28| Temperature ©) 10.00 25.00 575.0 112.0 157.7
29| Pressure (kPa) 7000 200.0 1000 1000 6000
30| Molar Flow (kgmole/h) 3978 3249 1.909e+004 1.909e+004 1.041e+004
31| Mass Flow (kg/h) 6.381e+004 1.040e+005 1.463e+005 1.463e+005 2.100e+004
32| Actual Volume Flow (m3/h) 1124 4.020e+004 1.348e+005 5.005e+004 6336
33| Mole fraction [-] (Methane) 1.0000 0.0000 0.0479 0.0479 0.0000
34] Mole fraction [-] (CO2) 0.0000 0.0000 0.0001 0.0001 0.0000
35] Mole fraction [-] (H20) 0.0000 0.0000 0.3103 0.3103 0.0000
36] Mole fraction [-] (Nitrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
37| Mole fraction [-] (Hydrogen) 0.0000 0.0000 0.6415 0.6415 1.0000
38] Mole fraction [-] (CO) 0.0000 0.0000 0.0001 0.0001 0.0000
39] Mole fraction [-] (Oxygen) 0.0000 1.0000 0.0000 0.0000 0.0000
40| Mole fraction [-] (Solid*) 0.0000 0.0000 0.0000 0.0000 0.0000
41] Name PSA feed Regen gas Regen-2 Warm solid Waste Gas

42| Vapour Fraction 0.9984 1.0000 1.0000 0.0000 1.0000
43| Temperature ©) 25.00 814.5 112.0 900.0 22.36
44| Pressure (kPa) 2000 101.3 101.3 101.3 131.7
45] Molar Flow (kgmole/h) 1.321e+004 8391 8391 1.746e+004 2800
46| Mass Flow (kg/h) 4.033e+004 2.612e+005 2.612e+005 1.747e+006 1.933e+004
47| Actual Volume Flow (m3/h) 1.645e+004 7.489e+005 2.639e+005 416.0 5.221e+004
48] Mole fraction [-] (Methane) 0.0692 0.0000 0.0000 0.0000 0.3268
49| Mole fraction [-] (CO2) 0.0002 0.4983 0.4983 0.0000 0.0010
50| Mole fraction [-] (H20) 0.0033 0.4906 0.4906 0.0000 0.0153
51| Mole fraction [-] (Nitrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
52| Mole fraction [-] (Hydrogen) 0.9271 0.0000 0.0000 0.0000 0.6562
53] Mole fraction [-] (CO) 0.0002 0.0000 0.0000 0.0000 0.0008
54] Mole fraction [-] (Oxygen) 0.0000 0.0112 0.0112 0.0000 0.0000
55] Mole fraction [-] (Solid*) 0.0000 0.0000 0.0000 1.0000 0.0000
56

|57

58]

|59

Jeo]

e

|62

63|

64|

Jes|

Jes|

67

68

69] Hyprotech Ltd. Aspen HYSYS Version 2006.5 (21.0.0.6924) Page 1 of 2

Licensed to: NORWEGIAN UNIV SCI&TECH



A.3. SE-SMR with N

2ZrOj3 at equilibrium.

163

aspen

NORWEGIAN UNIV SCI&TECH

Case Name: SESMRFIX10BARNAZR700MWWPOWERLNG750KGSxmI8mineq.HSJ

Calgary, Alberta Unit Set: Sl

CANADA

Date/Time: Thu Feb 04 21:27:56 2010

Workbook: Case (Main) (continued)

SRR

Material Streams (continued)

All

Name

Water WG-2

Vapour Fraction

0.0000 -

Temperature

25.00 -

Pressure

101.3 1200

Molar Flow

6051 0.0000

Mass Flow

1.090e+005 0.0000

Actual Volume Flow

108.2 -

Mole fraction [-] (Methane)

0.0000 0.3268

Mole fraction [-] (CO2)

0.0000 0.0010

Mole fraction [-] (H20)

1.0000 0.0153

Mole fraction [-] (Nitrogen)

0.0000 0.0000

0.0000 0.6562

Mole fraction [-] (CO)

0.0000 0.0008

Mole fraction [-] (Oxygen)

0.0000 0.0000

[
[
[

Mole fraction [-] (Hydrogen)
[
[
[

Mole fraction [-] (Solid*)

0.0000 0.0000

=
3

Hyprotech Ltd.

Aspen HYSYS Version 2006.5 (21.0.0.6924)

Page 2 of 2

Licensed to: NORWEGIAN UNIV SCI&TECH



164 Simulation mass balances

A.4 SE-SMR with Na,ZrO; with mixed product.



A.4. SE-SMR with N

2Zr(Q; with mixed product.

165

= Case Name: SESMRFIX10BARNAZR700MWWPOWERLNG750KGSxmI8mineq.HSJ
12| NORWEGIAN UNIV SCI&TECH
13 ] aspen Calgary, Alberta Unit Set: Sl

4 CANADA
? Date/Time: Thu Feb 04 21:27:56 2010
6|
7| Workbook: Case (Main)

8

9 .
m Material Streams Fluid Pkg: Al
11| Name Added fuel CO2 for injection Cold solid Condensate Feed

12| Vapour Fraction 1.0000 1.0000 0.0000 0.0000 1.0000
13| Temperature (©) 25.00 25.00 575.1 25.20 574.0
14| Pressure (kPa) 7000 101.3 101.3 1200 1100
15| Molar Flow (kgmole/h) 203.2 4410 1.746e+004 1.193e+004 1.603e+004
16| Mass Flow (kg/h) 3260 1.894e+005 1.747e+006 2.150e+005 2.809e+005
17| Actual Volume Flow (m3/h) 62.45 1.073e+005 416.0 2134 1.023e+005
18| Mole fraction [-] (Methane) 1.0000 0.0000 0.0000 0.0000 0.2482
19| Mole fraction [-] (CO2) 0.0000 0.9476 0.0000 0.0000 0.0000
20| Mole fraction [-] (H20) 0.0000 0.0312 0.0000 1.0000 0.7518
21| Mole fraction [-] (Nitrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
22| Mole fraction [-] (Hydrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
23| Mole fraction [-] (CO) 0.0000 0.0000 0.0000 0.0000 0.0000
24| Mole fraction [-] (Oxygen) 0.0000 0.0212 0.0000 0.0000 0.0000
25| Mole fraction [-] (Solid*) 0.0000 0.0000 1.0000 0.0000 0.0000
26| Name Natural Gas 0-1 P-1 P-2 Product Hydrogen
27| Vapour Fraction 1.0000 1.0000 1.0000 0.8189 1.0000
28| Temperature (©) 10.00 25.00 575.0 112.0 157.7
29| Pressure (kPa) 7000 200.0 1000 1000 6000
30| Molar Flow (kgmole/h) 3978 3249 1.909e+004 1.909e+004 1.041e+004
31| Mass Flow (kg/h) 6.381e+004 1.040e+005 1.463e+005 1.463e+005 2.100e+004
32| Actual Volume Flow (m3/h) 1124 4.020e+004 1.348e+005 5.005e+004 6336
33| Mole fraction [-] (Methane) 1.0000 0.0000 0.0479 0.0479 0.0000
34] Mole fraction [-] (CO2) 0.0000 0.0000 0.0001 0.0001 0.0000
35] Mole fraction [-] (H20) 0.0000 0.0000 0.3103 0.3103 0.0000
36] Mole fraction [-] (Nitrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
37| Mole fraction [-] (Hydrogen) 0.0000 0.0000 0.6415 0.6415 1.0000
38] Mole fraction [-] (CO) 0.0000 0.0000 0.0001 0.0001 0.0000
39] Mole fraction [-] (Oxygen) 0.0000 1.0000 0.0000 0.0000 0.0000
40| Mole fraction [-] (Solid*) 0.0000 0.0000 0.0000 0.0000 0.0000
41] Name PSA feed Regen gas Regen-2 Warm solid Waste Gas

42| Vapour Fraction 0.9984 1.0000 1.0000 0.0000 1.0000
43| Temperature ©) 25.00 814.5 112.0 900.0 22.36
44| Pressure (kPa) 2000 101.3 101.3 101.3 131.7
45] Molar Flow (kgmole/h) 1.321e+004 8391 8391 1.746e+004 2800
46| Mass Flow (kg/h) 4.033e+004 2.612e+005 2.612e+005 1.747e+006 1.933e+004
47| Actual Volume Flow (m3/h) 1.645e+004 7.489e+005 2.639e+005 416.0 5.221e+004
48] Mole fraction [-] (Methane) 0.0692 0.0000 0.0000 0.0000 0.3268
49| Mole fraction [-] (CO2) 0.0002 0.4983 0.4983 0.0000 0.0010
50| Mole fraction [-] (H20) 0.0033 0.4906 0.4906 0.0000 0.0153
51| Mole fraction [-] (Nitrogen) 0.0000 0.0000 0.0000 0.0000 0.0000
52| Mole fraction [-] (Hydrogen) 0.9271 0.0000 0.0000 0.0000 0.6562
53] Mole fraction [-] (CO) 0.0002 0.0000 0.0000 0.0000 0.0008
54] Mole fraction [-] (Oxygen) 0.0000 0.0112 0.0112 0.0000 0.0000
55] Mole fraction [-] (Solid*) 0.0000 0.0000 0.0000 1.0000 0.0000
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Ind. Eng. Chem. Re2007,46, 4435-4443 4435

Numerical Investigation of Sorption Enhanced Steam Methane Reforming Using
Li»ZrO 3 as CO»-acceptor

Hans Kristian Rusten,* Esther Ochoa-Fernandez, De Chen, and Hugo Atle Jakobsen

The Norwegian Uniersity of Science and Technology (NTNU), NO-7491 Trondheim, Norway

A fixed-bed reactor for the production of hydrogen via sorption-enhanced steam methane reforming (SE-
SMR) is investigated. Pseudo-homogeneous and heterogeneous models have been formulated and used to
simulate the process performance. The capture kinetics of @OLi,ZrO; have been characterized
experimentally for determination of a kinetic model that is used in the simulations of SE-SMR. The simulations
show that hydrogen with purities of87 mol % can be produced at a temperature of 848 K and a total
pressure of 10 bar, but with long reactors and low production capacities. To make SE-SMR an industrial
alternative, materials with better capture properties are required.

1. Introduction spheric pressure. Recently, there has been increased attention
to high-temperature acceptors. High-temperature, Galid

tHyldrogendls étm m:)ortant ravt\(tmaterlal |ndthetﬁhem|calf ar:d sorbents in SE-SMR should fulfill certain requirements: high
petroleum Industries; large quantities are used In thé manutac ur(':'capacity, fast sorption rate, good multicycling stability, relatively
of ammonia and methanol and in a variety of petroleum

hvdrotreating processes. In addition. hydroaen might become alow temperature for regeneration, and inert for steam reforming
V' gp ’ » nydrog 9 - catalysts® Carbon-based materials, metal oxides, zeolites, and
new generation clean energy source for transport, especially for,

fuel cell application, which would cause a huge increase in hydrotalci'te—like materials are potlen_tial acceplto'rs forzc_o
hvd demand ’ Recently it has been reported that lithium-containing materials
ydrogen h : formi ) v th . (mainly Li>ZrOs; and LiSiO,) are promising candidates with
Steam methane reforming (SMR) is currently the major high CQ;, capture capacity and high stability.The regeneration
process for the large-scale production of hydrogen. The processtemperature is also much lower than that for other oxides such
involves multiple steps and severe operating conditions in which

the reformer is normally operated at 8B50°C and 26-35 aslr??r?sav:grygv?é study the reactor performance using- Li
bar, followed by high and low-temperature shift reactors. For 210 th éQ ); B At g | t 0 ?
hydrogen production with CQOcapture, another cost-effective rs t?sl e h ﬁccep or. df elﬁere elf ment oscilla Intg
process is desirable. Within the past few years, the concept of Mcro re]lancz as ekgn used for e_z@@fta T]measuremkgn S-
multifunctional reactors that combine reaction and separation, From t ese ata, a |n_et|c expression for the capture kinetics,
especially the concept of the sorption-enhanced reaction proces§ls a function of C@partial pressure and temperature, has been

) h ) developed.
(SERP), have received increased attention. A &€eptor can ' .
be installed, together with a catalyst, to remove,@@m the Previous modeling work on SE-SMR has been performed for

gas phase, normal equilibrium limits of reforming and shift nydrotalcite and CaO as G@cceptors, using simpler modéf.

reactions are changed, and a product that contains more than "€ Objective of this work has been to develop a model to
98% H (dry basis) is possible.Sorption-enhanced steam describe the SE-SMR process in a fixed-bed reactor that is easily

reforming can be performed at a much lower temperature-{450 2dapted for different types of G@apture kinetics. Different
630°C) than normal steam reforming, which will significantly reactor models have been_ assesse_d and a model with full solu-
lower investment and operation cost. The primary impurity is ton Of the pressure velocity coupling has been chosen based
methane and relative low levels of carbon oxides.lower on an evaluation of various model formulations. Hetero-
concentration of CO and higher concentration of hydrogen will 98n€ous and pseudo-homogeneous reactor models have been
reduce the coking potential, which is a serious problem in formulated to study the integration between the catalyst and
normal steam reforming. the sorbent.

The capture is an exothermic reaction, which is contrary to
the endothermic steam reforming, and the heat of sorption will 2. Kinetics of the CO, Acceptor
make the need for external heating less than that for the

traditional steam reforming process. Nanocrystalline lithium zirconate has been synthesized by a

novel soft-chemistry route presented by Ochoa étTdle CQ
CH, + 2H,0 + Li,ZrO4(s) < 4H, + Li ,CO4(s) + ZrO,(s) capture properties of this material has been investigated in a
(AHgugc= 15 kd/mol) (1) tapered element oscillating microbalance with flow rates high
enough to ensure no external mass-transfer limitations. The
The net change of enthalpy for the reaction, calculated at the uptake of CQis measured at three temperatures (530, 550, and
working temperature, is positive; hence, energy still must be 575 °C) and at partial pressures in the range of-Gl3ar. A
supplied, but the quantity required is considerably less than thatmathematical model for the capture kinetics is needed to enable
for the traditional SMR process. utilization of the kinetic data in reactor simulations. Several
There has been extensive research on the equilibrium ef CO models for gassolid reactions have been proposed in the
capture on different solids at ambient temperature and atmo-literature? and for the sorption of gas on solid, the shrinking-

10.1021/ie0615250 CCC: $37.00 © 2007 American Chemical Society
Published on Web 05/27/2007
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Table 1. Parameters Fitted to Eq 2 zirconate, an@jmaxis the value ofy at maximum capture and is
parameter value determined to have a value of 0.22 for this sample @Zt®s.
Kio(s ') 8.07x 1034 7 x 1015 Ky s the effective reaction rate constant for which an Arrhenius
E1 (J/mol) 7.7x 100+ 2 x 10 expression is used for the temperature dependence.

core model is commonly appli€d.The model has been used K. = K.. ex _(% 1 1
to explain the mechanism of G@apture on LiZrOz 1t where 1 10 T T,
the diffusion of CQ in the product LiCO;s shell is observed to

be the rate-determining step._However, thg shrinking-core mpdel-l—o was chosen as 848 K and the fitted parameters in egs 2 and
gnd several} other models_fz_illed to_ex‘plaln the result; o_btalned4 are given with standard deviations in Table 1.

in our experiments. The original shrinking-core model is linearly . . - .
dependent on the partial pressure of£nd some modified Ar_1 in-house code ff)r nonlinear model fitting using a secant
versions have a dependency Réo, between 0 and 1.The version of Marquardt's mgthod of least squares was used to
measured data show a dependency of the @tial pressure determine the parameters in the mc_JdeI. The experimental data
close to 2, which is a number that is not explained by the @nd the model fit at different partial pressures of Cand
shrinking-core model or other proposed mechanistic models. temperatures are shown in Figure 1. A short induction period
With respect to fractional coverage)(a linear function of (1 1S observed at lower partial pressures, which gives a small
— X) gives the best fit to the data. The higher-order dependency discrepancy between the experiments and the predictions;
of the partial pressure of GOndicates that the limiting step is ~ however, the model is considered appropriate, in regard to
the chemical reaction itself, however, further work is needed Simulating the SE-SMR process. The model is not able to
to derive a detailed kinetic model that explains the actual reproduce the maximum in the capture kinetics that is observed
reaction mechanism. The primary objective of this work is to at ~585 °C; thus, the model should not be used at higher
model and simulate the SE-SMR process, and, in this context,temperatures.

a simpler model was determined to be sufficient. The work on

developing more detailed kinetics is continuing as well. Because 3 The Reactor Models

no mechanistic model that explained the experimental results

was found, an empirical model was chosen. This relation is  Transient one-dimensional reactor models with axial disper-

4

given in eq 2. sion have been developed to simulate a fixed-bed reactor. A
transient model is chosen because the capture gth@®a time-
%X= Kl(pCOZ_ Peq,co)z(l— X) %) dependent nature, and axial dispersion is included because

relatively low gas velocities are used in the simulations. Three

different models have been developed: two heterogeneous
The equilibrium partial pressure of GQpeq,cq) is modeled  models and a pseudo-homogeneous model. The difference
using thermodynamic datéx is the fractional conversion and  petween the two heterogeneous models is the manner in which

has a value of 1 at full saturation of the g@cceptor. the sorbent is installed in the reactor. One model considers that
Li»ZrOs and the reforming catalyst are separated in two different

X= a9 3) particles, whereas, in the other case, there is one particle with

Omax both catalytic and capture properties. The SMR and the water-

gas shift reaction kinetics can be described by three equations,
Here, q is the mass of C@® captured per mass of lithium two of which are independent:

1 1 1

Tos T=828K [ Zos| / T=82K | Zos T-823K
F'co2 =1 bar Pcoz =0.7 bar Pc02 =0.5 bar
0 0 0
0 5 10 0 5 10 15 0 10 20 30
t [min] t [min] t [min]
1 1 1
Tos T=848K { L o5 T=848K | L o5 T=848K
x x x
PCO2 =1 bar P002 =0.7 bar Pcoz =0.5 bar
0 0 0
0 5 10 0 10 20 0 10 20 30
t [min] t [min] t [min]

T T y
< 05 T=848K < 05/, T=803K
PCO2 =0.3 bar PCO2 =1 bar
0 0
0 50 100 0 10 20
t [min] t [min]

Figure 1. (- - -) Experimental data and~) kinetic model for CQ capture on lithium zirconate.
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1. CH,+H,0< CO+ 3H, ()
2. CO+H,0<CO,+H, (6)
3. CH,+ 2H,0< CO,+4H, @

The kinetics of these reactions are described by Xu and
Froment!3

k| PenPro T (prpcc/ K1)]
Ri=—%5 DEN? J ®
PH,
R, ﬁ[ PcoPh,o — (Pszpcoz/ K2) ©
Py, DEN
ks pCH4pH202 - (pH:pCOZ/ Ks)]
Ry=—%3 > (10)
Py, DEN

DEN is given as 1+ Kcopco + Krp, + KchabPen, +
Kn,0PH,0/PH, and all constants are taken from Xu and Froniént.

3.1. Bulk Gas Equations.The general mass balance equation
for a chemical speciesin reacting fluid flow with varying
density, temperature, and composition is written as

o Vou) + V-3 =R

(11

A cross-sectional average of eq 11 reduces the model to one

dimension, and after introducing mass fractions, the transport
equation for porous media flows is given as
apgwi
ot

a
0z

a do;
+ gz(pgwiu) = €sz,ing + S (12)
Equation 12 is solved for the components, €O, CH,, and
CO,. H.0 is the dominating component in the system, and the
mass fraction of KO is obtained from eq 13:

5

;=1

(13)

The source term§) is different in the various models, with
the expressions shown in eq 14.

av,cakipg(wcs:ati —w)+ av,capkipg(wzapi —w) (2-P)

av,pkipg(w;i - w\)
(1-P)
§= 1-¢ B
1+ (X(Gp,ca,!sp,cap)(l ep.ca)pca!ri - (P H)
1-¢,

(1 — €, cadPeadi
1- [ép,ca((ép,cat+ 6p,ca;p')]\ p,ca|) caprl,cap

(14

For the one particle (1-P) and two-particle (2-P) heteroge-
neous models, the source terms contain partibldk mass-
transfer terms. For the pseudo-homogeneousHPmodel, S
is a reaction-rate term.

For the two-particle model (2-P), the mass-transfer term
considers both mass transfer from the catalyst angl&@eptor
particles; hence, two terms are included. There are also two

Ind. Eng. Chem. Res., Vol. 46, No. 13, 2004437

terms in the source term for the pseudo-homogeneous model:
one for the reforming reactions and one for the ;G@pture
kinetics. For all components but GQhe capture rate is zero.
The parametent is the ratio between the mass of the £O
acceptor and that of the catalyst. For a case with both materials
in one particle, the void fractiongcatand ey cap Will be the
same and the source term for the pseudo-homogeneous model
can be simplified.

An averaged one-dimensional energy equation is formulated
in terms of temperature:

aT T _ 9/, d
(pgcpgeb + pscps) ﬁ + pgucpg& - 372 (izai—;) + S (15)

In the same way as that for the component transport, the
source termg, is different for the different models, as defined
in eq 16.

g =
av,cah(T - Tiaa + av,ca;h(Tzat - (2-P)
a, (T~ 1) 0P

1—¢, 5
Toae o 337 AHLR +

1+ O”(EP,Car(ep,ca)( ep,ca)PCat Z RR'

(P-H)
1—¢,
(1— H
1= [€pcal€poat ep,ca;!l)]\ €pcapPea®Head cap

(16)

The source terms are analogous to the terms in the component
transport equation, with heat-transfer terms for the heterogeneous
models and heat-of-reaction terms for the pseudo-homogeneous
model.

For the 1-D model, a momentum equation and a continuity
equation are solved to predict the presstrelocity coupling
in the reactor. The continuity equation is given by eq 17:

dpg

€5 17)

0 -
+ ;Z(pgu) - _Rcap

The capture kineticsR:ap are taken into consideration in the
continuity, because mass, in terms of £@ removed from

the gas phase of the reactor bed. The cross-sectional average
momentum equation for a fixed-bed reactor can be givéh as

3 9 [Pt} _
atlPe) az( e

Viscous forces, gravitational forces, and the wall shear forces
are small, compared to the friction term in porous media for
reactor conditions used in these simulations and, hence, are
neglected in the momentum equation. Compared to a standard
momentum equation for gas flow, a porous media friction term,
(—enfpgluju/dy), is added to the right-hand side. Relations for
the friction factor and the others parameters used in the
simulations are given in Table 2.

3.2. Particle Equations. Inside the catalyst and capture
pellets, convective terms are assumably not significant, and the
balance equation for the chemical components is expressed by

pglulu
dP

ap

= iy, (18)

—&f

0wy,

apgwp,i ) -
€ — T + r;

1
P ot 2

r

9
g(rsz,ipg (19)
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Table 2. Relations for Parameters Used in the Model

parameter equation/comments
o . - 15 b — 07D + 0.5ud,
Axial dispersion coefficientD, : 23 = 07D + 77 9.493“/(”%)

whereDjn is calculated from the Wilke equati#firand the molecular
binary diffusivities are calculated from relations in Poling et’al.
The effective diffusivities in the particles are calculated from

_ Dinp
piT g
Mass-transfer coefficient between particles and Béilk: Sh=2+ 1.1(8()1/3(Rep)°'6

u D d pg
whereSc=—"—, Sh= andRe, = ——
P¢Prm kd;
The analogy between heat and mass transfer allow us to use a similar
expression for the heat-transfer coefficient, repladhandSc
with NuandPr:

Heat-transfer coefficient between particles and bulk Nu=2+1. 1(pr)1/3(Rep)0-6
A
Pr= ;‘ﬂ andNu= h—g
0 d
Effective axial bed conductivity? . ;}g
/Tg = /Tg +0.75P1)(Re)
whereﬂio =ec+ 1-e
Ky 0.139 — 0.0339+ 2/[3(44/2,)]
Gas conductivitied are estimated from the Eucken forméfa.
The bed void fraction is calculated from a relationship valid for _ % % 2
(dyd) = 0521 6, =0.4+ 0.0%dt) + 0.412(d
Friction factor for flow in porous medi& — fn)
f= Re %2
Eb

Two different models, based on these equations, are simulatedthe same manner as the component equations, with different
one model that has one particle (1-P), consisting of both the AHg values for the different models.
sorbent and the catalyst, and one model with two different

particles (2-P). For the model with one type of particle, the AHgp=
termT; consists of both the reforming reaction and the cap- 1-¢ 3
ture reaction rates. For all components but,Cthe capture Pca z AHR)Ri +
rate is zero. The reaction rates in the pellets can then be l —e ! (1-P)
expressed as p
pcaJi,caL{_AHr,ca;)
T = 1-[1/(1+ )] (22)
1-¢, 3
1 Ta pcaL 1- U1+ ) Pead i ,cap (1-P) 1- Ep,ca)pcatz (_AHRI)Ri (2-P, catalyst)
]
2-P, catalyst
(1 Z:sl:’i:;l cap EZ'P acce;to)r) @- ep'ca‘)pcad’i'ca'{_AHmal) (2-P, acceptor)
(20) 3.3. Boundary Equations.The inlet boundary conditions are
In the model with two types of particles, eq 19 is solved for given by
both of them. The catalyst particle equations are solved for all ®; = ¢
components, with the reforming kinetics. Similar to the equa- T=T,
tions for bulk component transport, eq 19 is solved for the same u=uy atz=0 (23)
four components and 4@ is calculated from the sum of mass m=m

fractions (eq 13). In the sorbent particle, all components but
CO; are inert, and only one component in eq 19 is solved, in Boundary conditions at the outlet are also needed, and are given

addition to the energy equation (eq 21). as
aT, _1a aT, % =0
[€504Cpg + (1 — €5)0pCpd = 3 2o r lp e + AHg 9z
(21) E =0 atz=1L (24)
0z

The temperature equation for the particles (eq 21) is solved in P =Py
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Table 3. Physical Parameters Used in the Simulations Table 4. Standard Reactor Conditions
parameter value parameter value
dp 0.005m Pout 10 bar
d 0.1m Tr 848 K
L 4m Tw 848 K
& 0.5m Iy 0.77kgnm2s?
T 3 o 4
Peap,p 2500 kg/nd
f{ca(,p 2300 kg/rff i desired, to save investment costs. The reactor is operated at a
0.2WnrtK- ; inati
P
Z, 1000 J kgL K- total pressure of 10 bar. Because the reforming kinetics are fast,

compared to the sorption rate, a high ratio between the CO

Boundary conditions for the particle phase are as follows: acceptor and the catalyst is used. The reactor is filled with steam
(97 mol %) and a small amount of hydrogen at the desired

ow; temperature (848 K) at startup. The input to the reactor is

Pi oy = = _ki(wp,i - ) (25) methane and steam, in which the steam-to-methane ratio is set

B to 6. A high steam-to-carbon (S/C) ratio is necessary to reach

aT, high conversions. A typical set of reactor conditions are
P ar Jrer = 7h(Tp7 m (26) presented in Table 4, and these are referenced as standard
’ conditions in the subsequent parts of the paper. The inlet mass
dw; flux, which is set to 0.77 kg m? s in the simulations,
ar Ji=o = @7 corresponds to a superficial gas velocity of 0.3 m/s. Physical
properties of the reactor and materials are given in Table 3.
(ﬂp) 28) A measure used for the performance of the reactor is the dry
ar Jr=o hydrogen mole fraction, which is the hydrogen mole fraction

) ) ) ) ) of the gas after steam is removed. The dry mole fractions are
3.4. The Algorithm. The governing equations are discretized calculated as in eq 29:

using a finite volume scheme with uniform cell sizes and a

staggered grid. This means that pressure, temperature, mass \
fractions, and density are evaluated at ordinary nodal points, }’.d 1=y . v (29)
whereas the velocity is solved on a staggered grid centered HO

around the scalar cell faces. First-order forward differences are 41 A ing the Need for Het Modefn
used for the discretization in time, which gives an implicit set - ASSessing the Need lor heterogeneous Moderor
of equations. The pressurgelocity coupling is solved using steam reforml_ng, heterogene_o_us meodels or pselido-homageneous
the semi-implicit method for pressure-linked equations ”?Ode's that include an efficiency factor have been used to
(SIMPLE) and a time splitting scheme is used to make the simulate the pracess. The SMR has been determined to be
algorithm more efficient. Att = 0, the pressurevelocity strongly |n}rqpartlcular diffusion-controlléd, and to check
coupling is implicitly solved without the component and energy whether this is also the case for the SE-SMR, heterog_eneous
transport equations in an initialization procedure to start the mi)dels have been fqrmqlated. pry hydroger? .mole ffac“o"s at
algorithm with consistent flow and pressure fields. For 0, t=200sare pI_otted in Figure 2, and no significant differences
the algorithm can be sketched as follows: are observed in the regctor performances for the pseudo—
(1) The temperature and component species equations ar{omogeneous, onz—plamcle heterogeneous, and two-particle
solved implicitly in an iteration procedure until convergence is eteroggneous mof is' dels is ob d und
reached. The pressure and the velocity are held constant in theset N?j advantz:\jgtg o beterogentﬁous ntw els g(ﬂ?n slgryte; under
calculations while the gas densityg] is updated continuously standard conditions, because the capture of € limiting

with the change in gas composition and temperature step of the process. In contrast to the SMR, where the reactions
(2) The pressurevelocity coupling is solved by an aﬁapted are very fast, the capture kinetics are slow, compared to the
SIMPLE algorithm diffusion processes. The search for new and betterd@@eptors

(3) The variables are stored and the algorithm proceeds tois in progress, and with faster_ kineti_cs_, heterogeneous models
the next time step with calculation of new temperature and or pseudo-heterageneous with efficiency factors could be
component mass fractions. necessary. In the present case, a pseudo-homogeneous model

In the heterogeneous models, the particle equations are solved
in step 1 simultaneously with the bulk transport equations, using
an implicit scheme. The particle equations and the bulk transport
equations are thus solved in an iteration loop until convergence
is reached in the specific time step, because the reaction rate
terms and heat of reaction are nonlinear. For all the transport
equations, the TDMA algorithm is used to solve the discretized
algebraic equations.

1

o
®

0.6

0.4

0.2

Dry hydrogen mole fraction [-]

4. Results and Discussion

=]
o

1 2 3 4

A tube reactor with dimensions given in Table 3 is simulated. Axial position [m]

The dimensions chosen are based on the regular SMR, whe

r
N . . . Figure 2. Comparison in dry hydrogen mole fraction witk)the pseudo-
reactor tUbe:S with a diameter of 10'cm 1S ,typlcal' The length of homogeneous model—(- —) the one-particle heterogeneous model, and
the reactor is a case chosen for this particular project, becausq- - - two-particle heterogeneous modetat 200 s,P = 10 bar,T; = 848

shorter reactors than those used in the conventional SMR arekK, steam-to-carbon (S/C) ratis 6, us = 0.3 m/s.
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Figure 3. Outlet dry hydrogen mole fraction at standard conditions for Figure 5. Comparisons of hydrogen mole fraction in the reactor with full
different particle sizes fromQ) one-particle andx) two-particle hetero- solution of () the momentum and continuity equations, {~-) constant
geneous models at= 50 s. mass flux, and (- - -) constant velocity; reactor profiles=at200 s, standard
conditions.
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Figure 4. Comparisons of velocity in the reactor with full solution efX Axial position [m]

the momentum and continuity equations; {—) constant mass flux,
and (- - -) constant velocity; reactor profiles tat= 200 s, standard con-
ditions.

Figure 6. Pressure in the reactor as function of axial positiort,at200
s; standard conditions.

it slightly decreases in the last part of the reactor. Without the
removal of mass, the results from the rigorous model would be
very similar to the model with constant mass flux. An important
future goal in the process development is to find,@@ceptors
with faster kinetics than those used in this work. In cases with

with an efficiency factor of 1 gives satisfying results for the
dimensions of particles used.

With larger particles, the process will move toward being
controlled by intraparticle diffusion. Figure 3 shows the dry
hydrogen outlet mole fraction under standard conditions for P - h o
both one and two particles after 50 s. The conversion in the aster_capture klnf)thS, the effect of not solvmg_the contmmt_y
reactor decreases with larger particles. The effect is, as expectedequanon IS _most likely larger, and a model that includes this is

. : ! ., éven more important.
greater for the two-particle model and occurs at smaller particle X . . . .
sizes. The reason for this is that, for two particles, the @Ost An important drawback associated with requiring solution
diffuse out of the catalyst particle, through the bulk phase, and ©f the momentum and continuity equations is the computational
into the sorbent, and this becomes the limiting step. For the COSt: The simulations with the complete model can require as
one-particle model, the diffusion of the reacting species to and much as four times the computational time used for the other
from the bulk phase becomes the limiting step at larger particle WO cases.
diameters. The pressure drop over the porous bed is determined by the

4.2. Effects of Solving the Momentum Equation.The friction factor in eq 18. The overall pressure drop in the reactor
pressure-velocity coupling is solved for the models described is small, because small velocities must be used to obtain
in section 3. This part of the simulation is computationally Satisfactory conversion. Figure 6 shows the pressure as a
expensive, and the necessity for this model part is tested byfunction of axial position. It is observed that the pressure is
comparing its results with other simpler model formulations. approximately constant through the reactor. It is known that
The two alternative approaches used are to assume constant gd§W pressure drops in the reactor might lead to a misdistribution
velocity through the reactor or assume a constant mass flux of flow; nevertheless, this effect is not taken into account in
through the reactor. Comparisons of the velocity and hydrogen the model. With faster capture kinetics, higher gas velocities
mole fraction that were obtained in the reactor are shown in can be used, which will lead to significantly higher pressure
Figures 4 and 5, respectively. As seen in Figure 4, the velocity gradients in the reactor and, thus, remove a possible misdistri-
in the reactor is clearly different in these three cases. Thesebution of flow.
phenomena affect the solution of all other transport equations To calculate the pressure and velocity profiles, a rigorous
and the impact on the hydrogen mole fractions is observed in model that includes the transient and convective terms in the
Figure 5. There is a 10%15% discrepancy between the momentum equation (eq 18) are used. Other models for transient
rigorous model and the others for the output mole fractions. sorption reactors contain a simpler formulation, with only the
The effect of removal of mass can be observed in the results Ergun equation for the pressurépwever, a complete formula-
from the rigorous model in Figure 4. After a decrease in velocity tion was chosen, because it makes the model much more robust.
in the first part of the reactor, because of changes in temperatureThe simpler Ergun formulation (eq 30) is sufficient in reactors
and gas composition, the velocity reaches a maximum beforewith small changes in gas volume; however, with changes both
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Figure 7. Gas density as function of time and axial position; standard
conditions.

Figure 9. Contour plots of the partial pressure of €fPa], as a function
of time and axial position, under standard conditions.
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Figure 10. Contour plot of the dry C@mole fraction, as a function of
time and axial position, under standard condtitions.
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Axial position [m]

Figure 8. Contour plots of the dry hydrogen mole fraction, as a function
of time and axial position, under standard conditions.

in gas composition, temperature, and removal of,CBese '
terms should be included. ®
ul SE
oglulu g =]
do_ al (30) £ S
dz = d, e s
£ 0w
:
Figure 7 shows the density profile in the reactor, and the large S
changes in gas density are observed. The Ergun equation is not o
on a transient form; hence, the pressure will be set up 003
instantaneously as a function of velocity. Because the pressure, 0 2 4 6 8 10 12 14 16 18 20
in reality, has a fast but dynamic nature, the simplifications in Axial position [m]

the Ergun equation can lead to numerical problems. With certain Figure 11. Contour plot of the dry CO mole fraction, as a function of

combinations of initial and operating conditions, nonphysical time and axial position, under standard conditions.

solutions such as a reversal of the flow in the reactor may

occur: these are solutions that are not observed when usingpartial pressure contour profiles of G@re shown in Figure 9,

the more rigorous model. Therefore, the rigorous model is and it can be observed that the partial pressure is decreasing

chosen to be able to handle different types of operating very slowly in the second half of the reactor. The partial pressure

conditions, although it is computationally more expensive. is ~7000 Pa after 4 m; thereafter, the capture kinetics decreases
4.3. Reactor Performance.A tube reactor of 20 m is  considerably and 14 m of reactor are needed to attain a partial

simulated to show the performance of the reactor as a function pressure of 7000 Pa. The equilibrium partial pressure3s00

of length. The thermodynamic upper limit of hydrogen purity, Pa at 848 K. The C@content is also shown in Figure 10, but

on a dry basis at 10 bar total pressure and a temperature of 84dere, it is shown in terms of dry mole fraction. This mole

K, using lithium zirconate as an acceptor, is 91 mol %. Very fraction is considerably less than that for the traditional SMR,

long reactors and low space velocities are required to reach thewhere the outlet dry C&mole fraction is in the region of 0.10

equilibrium composition, because of the limitations of the,CO ~ 0.15. This is obviously due to the capture of J@the reactor,

capture kinetics. Contour plots of the dry hydrogen mole fraction and it also affects the CO content, which is shown in terms of

are shown in Figure 8. It is observed that a dry hydrogen mole dry mole fraction in Figure 11. For SMR, typical values for

fraction of 0.8 is attained just aft&€ m of thereactor; however, ~ dry CO mole fractions is 0.020.03; hence, the amount of CO

to get close to the thermodynamic limit, a significantly longer in the reactor is considerably less for the SE-SMR.

reactor is needed. At 10 m, a dry mole fraction of 0.86 is  The same tendency as that experienced with longer reactors

reached, but after 10 more meters, the dry hydrogen moleis observed when the gas velocity is reduced. Figure 12 shows

fraction has only increased by0.02 and equilibrium conversion  the dry hydrogen purity as a function of axial position in a 4-m-

is not reached. The main reason for this is the slow capture long reactor att = 200 s, and the conversion is strongly

kinetics at low partial pressures of GQA reaction order of 2, dependent on the gas velocity.

with respect to the partial pressure of £i@ eq 2, makes the As mentioned, there are equilibrium limitations for the

process slow as it reaches the thermodynamic limitation. The process, and with lower S/C ratios, the equilibrium conversion
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Figure 13. Comparison in dry hydrogen mole fraction at different steam- and axial position.

to-carbon (S/C) ratios at= 200 s: S/C= (—) 6, (--*) 5, (---) 4, and

(=73 temperature at the wall, which is set equal to the inlet gas
temperature. As observed in Figure 15, this is not sufficient to

E g'z sustain the temperature in the reactor. This leads to slower
£ 07 sorption kinetics and, hence, lower conversion. Figure 16 shows
£ o6 Z the fractional conversion of the acceptor. In the time span used
3 05 in the simulations, which is approximately an hour, the acceptor

= 04 has reached-80% of its capacity.

%03

20

g 02 5. Conclusions

< 01 ]

a o Heterogeneous and pseudo-homogeneous models with cal-

0 05 1 15 2 25 3 35 4

Axial position [m] culation of the pressurevelocity coupling in the reactor have

Figure 14. Dry hydrogen mole fraction as a function of axial position at been formUIate-d' SI-mUIatlons show that the S9IUtlons are

different times: £) after 5 min, (- - -) after 20 min.(-) after 40 min, and dePendent on including the pressurelocity coupling. Dry

(- —) after 70 min). hydrogen mole fractions of 87% can be obtained in sorption-

. . . enhanced steam methane reforming (SE-SMR) witiZi0s;

will 'be reduced. A relatively low throlughput of steam is g4 CQ acceptor, but they require long reactors and low gas

desirable to obtain a more energy-efficient process, but as,e|qcities. The work on new acceptors with improved kinetics

observed in Figure 13, the product purity is reduced considerably i i, progress and it is very important for improving the process.

when the S/C ratio is reduced. This ratio is an important aspect gimulations show that the kinetics of the cenpture is the

for the process and must be evaluated carefully in a complete 516 _qetermining step in the process under the given conditions

design. Traditional SMR uses S/C ratios as small as 3 and hasqng ingicate that there are no significant intraparticular resis-

at this point, an advantage, compared to the SE-SMRwith Li ances. This means that a pseudo-homogeneous model with an

Zr0s as an acceptdr. . efficiency factor of 1 can be used instead of more rigorous
The CQ-capture kinetics are dependent on the fractional heterogeneous models. For particke§ mm in diameter, an

conversion of the C@acceptor. Thus, the sorption kinetics will efficiency factor must be included in the pseudo-homogeneous

become slower with time. This will lead to lower conversion model or heterogeneous models should be used.

in the reactor, as shown in Figure 14. The contour plot shows

that a dry hydrogen mole fraction 6f0.83 only is reached in

the first minutes. The hydrogen content then decreases, and,

after 70 min, it is down to just above 70%, which is close to a, = surface area of particles (1)

the thermodynamic limit for SMR without a G@cceptor under ~ C = concentration (mol/)

these conditions. The lower dry hydrogen mole fraction in the C, = heat capacity (J mot K1)

reactor is due to the decreasing capture kinetics. The decreasel = diameter (m)

in kinetics is mainly due to the dependence of fractional d; = diameter of reactor tube (m)

conversion, but it is also attributable to a reduction in the D = dispersion factor or diffusivity (fis)

temperature in the reactor. The reactor is heated with a constanE = Arrhenius activation energy (J/mol)

Notation
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f = friction factor

h = bulk-particle heat-transfer coefficient (WThK 1)
—AH = heat of reaction (J/kg)

J = mass flux vector (kg/®)

k = mass-transfer coefficient (m/s)

K = constant in capture kinetics®

L = length of reactor (m)

m = mass flux (kg m*s?)

n = constant in capture kinetics

p = pressure (Pa)

g = mass of CQ per mass of acceptor

r = radius (m)

r = reaction rate of components (kg Kgs)
R = reaction rate (kg m? s™%)

R = gas constant (J ® mol™?)

S = component mass source term (kghs 1)
S = heat source term (JTAs ™)

t = time (s)

T = temperature (K)

u = superficial space velocity (m/s)

x = fractional conversion

y = mole fraction

z = axial position (m)

Greek Symbols

o = ratio between the volume of the acceptor and the volume

of the catalyst

= void fraction

= conductivity (J m? s
u = viscosity (Pa s)

p = density (kg/nd)

T = tortuosity

w = mass fraction

>om

Subscripts

b = bed

cap= capture, CQ acceptor
cat= catalyst

eq = equilibrium

f = feed

g =gas

i = component
m = molar

max = maximum
p = particle

s = solid

w = wall

z = axial direction
Superscripts
d=dry

s = surface
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Hydrogen Production by Sorption-Enhanced Steam Methane Reforming Using
Lithium Oxides as CO,-Acceptor

Hans Kristian Rusten,* Esther Ochoa-Fernandez, Havard Lindborg, De Chen, and
Hugo A. Jakobsen

The Norwegian Uniersity of Science and Technology (NTNU), NO-7491 Trondheim, Norway

The kinetics of C@-capture on LiSiO, has been examined experimentally and described by a mathematical
reaction-rate model. Sorption-enhanced steam methane reforming has been simulated with a fixed-bed reactor
model using the formulated capture kinetics. At working conditions of 20 bar, 848 K, a steam-to-carbon ratio
of 5, and a superficial inlet gas velocity of 1 m/s, a dry hydrogen mole fraction at the outlet of 0.87 can be
reached. The performance of the process witisi, is compared to that with LZrOz; as CQ-acceptor.

Li4SiO, gives higher conversion and production capacity at lower steam-to-carbon ratios. A drawback for the
process with LiSiO, as acceptor is that high conversion is only reached at low fractional conversion of the
acceptor. This is due to the fact that the capture kinetics is second order with respect to unreacted solid. The
total reaction is endothermic, and effective heat exchange is necessary to avoid a dramatic drop in the reactor
temperature. A fluidized-bed reactor has also been simulated, and the results have been compared to those of
the fixed-bed reactor. The fluidized-bed reactor has some advantages in terms of easier heat integration and
continuous regeneration of G@cceptor, but compared to the fixed bed, a longer reactor is needed to reach
the same conversion.

1. Introduction was simulated. The performance of the process witZriQs

An increased demand for hydrogen as an energy-carrier andIS compared fo the process withsEi0; as acceptor.

as a fuel for clean power generation is expected during the 21st rfogz gz(egrb?g er eaf;gésssan%gﬁ;d;éidgei‘:)edﬁfés : a(;/sall)een
century. The Kyoto protocol states that the world has to decreaseP" P P ’

its CO, emissions to the atmosphere. A concept combinin fluidized bed using calcium oxide as G@cceptor. Xiu et at.
. phere. P . 9 simulated a fixed-bed reactor using hydrotalcite as sorbent. The
hydrogen production and sequestration of,@£the sorption-

enhanced steam methane reforming (SE-SMR) process. This iSﬂwdlzed—bed reactor offers some advantages in terms of heat

an alternative to the traditional steam methane reforming (SMR) integration and continuous operation. For this reason, a fluidized-
] b : 9 SMR)- hed SE-SMR reactor has been simulated in this work for
SE-SMR is a concept that has received increased attention in : . )
- h comparison with the fixed-bed reactor.
recent years. The process utilizes a solid@€ceptor to capture
CO; in the reforming reactor and thereby change the normal
thermodynamic limitations of steam methane reforming. As a

consequence, the SE-SMR can be run at lower temperatures The kinetics of C@-capture on a LiSiO;-based material from
than the traditional SMR process, which will reduce energy Toshiba have been examined in a tapered element oscillating
consumption, coking and sintering of the catalyst, and invest- mjcrobalance (TEOM) at three different temperatures, 803, 823,
ment costs. Different metal oxides have been proposed as high-and 848 K, and at partial pressures of O®the range 0.051
temperature C@acceptors for SE-SMR, and lithium-containing  par. The synthesis method of the lithium orthosilicate material
materials have shown promising properties. Lithium zirconate ysed is reported by Kato et &lThe material was ground to a
and lithium silicate are two potential candidates as,CO  fine powder before the experiments, and the flow rates used in
acceptors at high temperatures having high capacity andthe measurements were high enough to ensure no external mass-
relatively low regeneration temperatdf&The total reaction for  ransfer limitations. The experimental setup and procedures of

2. Apparent Kinetic Model for the CO, Capture

SE-SMR with LikSiOs as CQ-acceptor is shown in the TEOM measurements are described in detail by Ochoa-
. . Fernandez et al.
CH, + 2H,0 + Li,SiO,(s) = 4H, + Li ,COy(s) + To be able to utilize the experimental data in a mathematical

Li,SiO4(s) AHgyg = 45 kd/mol (1) reactor model, a kinetic rate expression for the,€@pture on
Li4SiO4 has to be found. A typical model for gasolid reactions
In the SE-SMR process, the solid @@cceptor will be is given by eq 2.
regenerated by temperature swing or pressure swing and a

product stream of COcan be transported to storage. dx _ KF(P)F(x) %)
In this paper, a kinetic model for the capture of £ Lis- dt
SiO;, is presented and mathematical reactor models are used to
study the performance of the SE-SMR with,8iO4 as CQ- Different expressions fdf(x) have been given in the literature,

acceptor. In a previous papea, relation for the capture kinetics ~ and a selection of these is listed by Gomez-Barea and Cilero.
of CO, on Li»ZrOs was found, and a fixed-bed SE-SMR reactor A commonly applied model is the shrinking unreacted core
modeP where F(x) = (1 — x)?3. Other used models are the
*To whom correspondence should be addressed. Pheird? random pore mod#l and the volumetric modéINone of these
73550359. Faxt-47 73594080. E-mail: hans kristian.rusten@chemeng.ntnu.no. models or variations of these, like the shrinking core model

10.1021/ie070770k CCC: $37.00 © 2007 American Chemical Society
Published on Web 11/02/2007
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with different geometries and including an induction peribd,
showed a satisfying fit to the experimental data over the whole
range of operating conditions. For the gathered experimental
data, an expression witf(x) = (1 — x)" and ann-value of 2
gave the best fit to the data. This formulation does not explain
the capture mechanism, but it indicates that the rate-limiting
step is changing with fractional conversion, as reported by3. ee
for the reaction of calcium oxide with GO A rigorous
mechanistic model for the GQOcapture should include the
change in the rate-limiting step during the course of the reaction
and with the change in temperature and partial pressure gf CO
but for the purpose of this work, which is the modeling of SE-
SMR, a simpler model is considered sufficient. To be able to
formulate a more descriptive model that explains the different
steps in the capture of GOfurther experimental analysis is
needed.

After the determination of the expression fiefx) in eq 2,
the reaction rate expression is given as

dx_
dt

Mechanistic models based on first-order reaction kinetics with
respect to the C@partial pressure usépco,) = Pco, — Pcosea
but the experimental data clearly showed that the kinetics were
not first order with respect to partial pressure. Similar to the
function of fractional conversion, this indicates that the rate-
limiting step changes with partial pressure. Nonlinear depend-

Ki(peo) (1 — %2 ®
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encies of the partial pressure have also been found and modeled

for other gas-solid reactions, like the reaction of GQvith
calcium oxide! The expression found for the modeling of the
capture kinetics is shown in eq 4:

& K(peo, ~ Peoyed( — X )

Experiments have also been carried out to get the equilibrium
partial pressure of COfor the material, and this was done by
finding the highest partial pressure of g different temper-
atures, which did not lead to weight gain after several hours in
the TEOM. From these experimental data, an expression for
the equilibrium partial pressure of GQas a function of
temperature was found.

")

To get the values of the parameters in the kinetic model, an
in-house code for nonlinear model fitting based on Marquardt’s
secant model was used. By integrating eq 4 in time, the
expression fitted to the experimental data was found:

1
1+ K(Peo, ~ Peo, )"

—0.0066I — 2.25

(©)

(6

xis the fractional conversion of sorbent, definedjép.ax Where

g is the mass uptake of G@er mass of sorbent amphaxis the
maximum ofq found for this material, which was 0.20. For the
kinetic constantK), an Arrhenius expression (eq 7) is used for
the temperature dependence.

K=K, exy:{—EcaF(R(%_ - Tlo)]

The fitted parameters in egs 4 and 7 with standard deviations
are given in Table 1.

@)

(2) T=803K. pco, =1 bar (B) T=803 K. peo, =0.5 bar

Figure 1. Experimental data{-) and kinetic model) for the capture of
CO;, on lithium orthosilicate.
Table 1. Capture Kinetic Parameters

Ko (s 1.84x 104+ 1.7x 105
Ecap(J/mol) 1.1x 106 £ 3 x 10°
n 0.26+0.01

Figure 1 shows the experimental data and the model fit at all
examined partial pressures and temperatures. The fit is reason-
ably good, particularly since the material will undergo minor
changes as it is used in several cycles. Changes in the
morphology during the capturegegeneration cycles will have
some effect on the sorption kinetics, which will lead to
discrepancies to any kinetic model. However, the model fit is
found to be sufficient to model the SE-SMR with,8i0, as
COz-acceptor.

3. Reactor Models

Transient one-dimensional reactor models with axial disper-
sion have been developed to simulate a fixed-bed reactor. A
transient model is chosen because the capture gt@®a time-
dependent nature, and axial dispersion is included because
relatively low gas velocities are used in the simulations. Three
different models have been developed, two heterogeneous
models and a pseudo-homogeneous model. The difference
between the two heterogeneous models is the manner in which
the sorbent is installed in the reactor. One model considers that
the acceptor and the reforming catalyst are separated in two
different particles, whereas, in the other case, there is one particle
with both catalytic and capture properties.

The steam methane reforming and the water gas shift reaction
kinetics can be described by three equations, two of which are
independent:

(1) CH, + H,0 = CO+ 3H, 8)



179

Ind. Eng. Chem. Res., Vol. 46, No. 25, 2008731
(2) CO+H,0<CO,+H, 9)
(3) CH, + 2H,0 <= CO, + 4H, (10)

The kinetics of these reactions have been described by Xu and Fréient:

— ky 3 2
Ry = —&(PchPro — P, Pcd/K1)/DEN (11)
H2
k, )
R,= E(pCOpHZO ~ Pu,Pco,/K2)/DEN 12)
2
- ks 4 2
Ry= ﬁ(pCH4szo = Py, Pco/K3)/DEN (13)
HZ

DEN is given as 1 Kcopco + Ku,ph, + KcnPer, + Kropr,o/ph, and all constants are taken from Xu and Froniént.
3.1. Bulk Gas Equations.The general mass-balance equation for a chemical speaiesacting fluid flow with varying density,
temperature, and composition is written as

30
S V(o) + V-9 =R (14)

A cross-sectional average of eq 14 reduces the model to one dimension, and after introducing mass fractions, the transport equation
for porous media flows is given as

e, L D0 oy = ﬁ(e D %) + (15)
b4t AP 22\ 0ziPa g, S

Equation 15 is solved for the components BO, CH, and CQ. H.O is the dominating component in the system, and the mass
fraction of HO is obtained from eq 16.

iw‘ =1 (16)

The axial dispersion coefficienDg;) is calculated from eq 1%

0.5ud,

Dy = 0.7y + 77 9.4D,,/(ud,)

an

The molecular diffusivities@im) of component in the gas mixture are calculated from the Wilke equatfoand the molecular

binary diffusivities are calculated from relations by Poling et®alhe source termS) is different in the various models, with the
expressions shown in eq 18. For the one-particle (1-P) and two-particle (2-P) heterogeneous models, the source term contains particle
bulk mass-transfer terms, and for the pseudo-homogeneous moeld),(B is a reaction-rate term.

a/,cakipg(wis,cal_ w\) + av,ca;kipg(wﬁcap_ wi) 2—-P
av,pkipg(w;i - w) 1-P
§= 1—¢, 1-¢ (18)
1—e¢ (1- fp,cappcatru + 1—e¢ (1- Ep,caapcad'cap; P—H
1+ a—2 14— Po
1- €p,cap a(l- ep,ca;

For the two-particle model, the mass-transfer term considers mass transfer from both the catalyst andaitee@6r particles;

hence, two terms are included. There are also two terms in the source term for the pseudo-homogeneous model: one each for
volume of CQ-acceptor and of catalyst. For a case with both materials in one particle, the void fraetiepar(de, ca) Will be the

same and the source term can be simplified. The capture reactiom&gieig given by eq 19 where the relation fox/dt is found

in Section 2.

dx

rcap = qmaxa (19)

The mass-transfer coefficient between the gas phase and the particle is given by
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Sh=2+1.169"%(Re)** (20)
From the Sherwood numbe8lf, the mass-transfer coefficient can be found from eq 21.

Sh=Cm (21)
kd,

An averaged one-dimensional energy equation is formulated in terms of temperature:
aT aT _ 9(, @
(pgCogeb + PCpd) ot + ngCng - aiz(j'za;lz') +5 (22)

A relation for the effective axial bed conductivity is given by Yagi et'8l.:

A, A3
=2+ 0.75PN(Re) 23)
9 “g
22/kg in eq 23 is given by eq 24:
}.2 1—¢
Z=ct (24)
k, " 0139 - 0.0339+ 2/3¢/%,)

Gas conductivities/() are estimated from the Eucken forméfa.
In the same way as that for the component transport, the source$gtimdifferent for the different models, as defined in eq 25.

av,cah(T - Tiaa + a/,ca;h(Tiap - T) 2—P
av,ph(Tf) =T 1-P
1—¢, 3 1-—¢
= 25
S ﬁ(l - 6p,ca)pca\t Z AHRRi + 17_%(1 - Ep,ca\;)pca[AHcaJcap P_H ( )
1+o0——m 1+—m—
1- €p,cap a(l— 6p,ca;)

The terms are analogous to the terms in the component transport equation, with heat-transfer terms for the heterogeneous models
and a heat-of-reaction term for the pseudo-homogeneous model. The heat-transfer coefficient between the gas phase and the particles
is calculated using the analogy between heat and mass transfer, ref@aand Scwith Nu and Pr, respectively, in eq 20.

Nu= 2+ 1.1(r)"*(Re)*° (26)
/19
Nu= e, @7

For the 1-D model, a momentum equation and a continuity equation are solved to predict the pnessaity coupling in the
reactor. The continuity equation is as given in eq 28.

9y, B
€p ﬁ + ;Z(pgu) - _Rcap (28)

The capture kineticsR.ap are accounted for in the continuity since mass in terms of 8@emoved from the gas phase of the
reactor bed. The momentum equation for an averaged 1-D fixed-bed reactor can be &lven as

Kl pguu) p pg\u\u
82( 6| Pz éf d,

o) + @9)

Viscous forces, gravitational forces, and the wall shear forces are small compared to the friction term in porous media for reactor
conditions used in these simulations and, hence, are neglected in the momentum equation. Compared to a standard momentum
equation for gas flow, a porous media friction termeffpg|uju/dy), is added to the right-hand side. A relation for the friction factor

is given in eq 3G

f=6.8——Reg *° (30)
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3.2. Particle Equations.Inside the catalyst and capture pellets, convective terms are assumed to be insignificant and the balance
equation for the chemical components is expressed by

apgwp,i 1 3( 2, awp,i) =
€ 7()'[ = ?g r Dp,\pg 78[' + T (31)

In eq 31, the effective diffusion coefficient in the particlgyf) is calculated from the relationship in eq 32.
Dp; = Dime/T (32)

Two different models based on these equations are simulated: one model with one particle (1-P) consisting of both the sorbent
and the catalyst and one model with two different particles (2-P). For the model with one type of particle, thetersists of both
the reforming reaction rates and the capture reaction rate. For all components hubh€E€apture rate is zero. The reaction rates
in the pellets can then be expressed as

1-¢, 1-¢
1+ apcalrl 1 Pead capi 1-P
= 1+ @ (33)
(1 - ep,ca)pca{i 2—P, catalyst
(l - Ep,ca;)pcad'capi 2—P, acceptor

In the model with two types of particles, eq 31 is solved for both of them. The catalyst particles are solved for all components, with
the reforming kinetics. Similarly to the equations for bulk-component transport, eq 31 is solved for four component®asd H
calculated from the sum of mass fractions (eq 16). In the sorbent particle, all componentslaue@@rt, and only one component
equation is solved in addition to the energy eq 34.

C,+(1-— C3 1"2/18T"+AH 34
(€PgCog + (1~ €p)PCod 7 7237 P or R (34)

The temperature equation for the particles (eq 34) is solved in the same manner as the component equations, withldiffierent
the different models.

1-¢,
1+a pca(z( AHR)R + lpcal;capl( AHrcal)
1+—
AHg = 5 a (35)
(1- ép,ca)pcal Z(_AHRI)Ri 2—P, catalyst
T
(1 - ep.caapcap”capi(iAHr,cap) 2—P, acceptor

The given set of equations is discretized using a finite volume scheme, and the resulting algebraic equations are solved using a
TDMA solver. The algorithm is described in detail by Rusten €t al.

4. Results and Discussion

A 6 m long reactor is simulated with an outlet pressure of 20 bar. The reactor is a multitube reactor with tube diameters of 10
cm, which is a typical diameter in SMR. At start-up, the reactor is filled with steam and a small amount of hydrogen at a temperature
of 848 K. The feed to the reactor is steam and methane at a steam-to-carbon ratio of 5 with a temperature of 848 K. The inlet mass
flux is set to 5 kg/(m s). This gives an inlet superficial gas velocity-efl m/s. In the reactor, an acceptor-to-catalyst ratio of 4 is
used. The operating conditions are chosen to yield a dry hydrogen mole fraction out of the reactor above 0.85 and the highest
production capacity possible. The steam-to-carbon ratio is an important parameter for the energy efficiency of the process. High S/C
ratios give lower thermal efficiency but higher equilibrium conversion. For traditional SMR, typical S/C raties3atmit in SE-

SMR with LisSiO4 as acceptor, a S/C ratio of 5 is needed to get satisfying conversion. This gives a feed to the reactor consisting
of 16.7% methane and 83.3% steam on a molar basis. The physical parameters of the reactor and the materials are given in
Table 2.

A measure used for the performance of the reactor is the dry hydrogen mole fraction, which is is the hydrogen mole fraction of

the gas after steam is removed. The dry mole fractions are calculated as in eq 36.

Y
W= 1= VYuo @6)
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Figure 2. Comparison of dry hydrogen mole fraction between pseudo- Figure 4. Dry hydrogen mole fraction at the outlet as function of time for
homogeneous model;—) one-particle heterogeneous modelq©O) and Li>ZrOs (— —) and LisSiO4 (—), P = 20 bar, Ty = 848 K, S/C ratio= 5,
two-particle heterogeneous model () with Li4SiO4 as acceptor? = 20 U= 1m/s.
bar, T = 848 K, S/C ratio= 5, iy = 1 m/s.
10 &
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P: . . ) .
pCOQ[ 2 x 10* Figure 5. Contour plot of dry hydrogen mole fraction as function of time
and axial position at an inlet mass flux of 2 kg/rs) with Li;SiOs as
acceptorP = 20 bar,T; = 848 K, S/C ratio= 5.

Figure 3. CO-capture kinetics for fresh sorbent as a function of partial
pressure of C@for Li»ZrOs (— —) and LiSiO4 (—).

Table 2. Physical Parameters Used in the Simulations Earlier work on SE-SMR from our group has been with
dp (M) 0.005 Li»ZrOz as the CG@-acceptor, and the results show that the
d (M) 0.1 kinetics of LpZrOs are slow, particularly at low partial pressures
L (m) 6 of CO,, which leads to low production capacities if a dry
ip g.s hydrogen fractions in the range 6:8.85 should be reachéd.
peapp(Ka/me) 2600 The kinetics of LiSiO, are faster, and this can be clearly
peat p(Kg/m?) 2300 observed in Figure 3, where the capture kinetics of both Li
Ap (WI(m K)) 0.2 ZrOz and LisSiOy4 are shown as functions of partial pressure of
Cps (J/(kg K)) 1000 CO..

4.1. Assessing the Need for a Heterogeneous Model. Figure 4 shows the outlet dry hydrogen mole fraction as a
Heterogeneous models or pseudo-homogeneous models inclugfunction of time, and the large difference in performance with
ing an efficiency factor are conventionally used to simulate the the two different acceptors is seen. A dry hydrogen mole fraction
steam methane reforming. The sorption-enhanced process ha8f 0-87 can be reached at the outlet of the reactor when Li
been simulated with heterogeneous models to see if there were>iOs IS used as acceptor, compared to 0.75 for theiQs.
any significant intraparticular resistances. Two different ways HOWever, itis observed that a high purity of hydrogen can only
of installing the CG-acceptor in the reactor are looked into: be sustained for a short period of time in the case gBidsas
one particle with both catalytic and capture properties or two acceptor. Th|§ is dug to the fact tlhat the capture kinetics is
different types of particles with catalytic and capture properties. decreasing with fractional conversion of the sorbent and the
Figure 2 shows the dry hydrogen mole fraction as function of conversion of methane is not sustained when the kinetics is
axial position att = 50 s. Particles with diameters of 5 mm  Slower.
have been used, and the results from the heterogeneous Figures 5 and 6 show contour plots for inlet mass fluxes
simulations with one type of particle are about the same as thoseof, respectively, 2 and 5 kg/(fs), and it is observed that the
for the pseudo-homogeneous model; for the two-particle model, maximum conversion is the same in both cases but that
the results are different. With two particles, the £ias to the conversion is sustained for a longer period for the lower
diffuse out of the catalytic particle, through the bulk phase, and throughput. The equilibrium dry hydrogen mole fraction
into the acceptor particle, and according to the simulations, this With LisSiO4 as acceptor is just below 0.88 at the working
is a limiting step in the process. With one particle, this is not a conditions, and as observed in Figures 4 and 6, the conversion
problem, since the CQs captured in the same particle as it is is close to equilibrium at low fractional conversion of the
produced. This is contrary to the results with,21iO3 as acceptor.
acceptor, where no mass-transfer limitations were found for two ~ Figure 7 shows the fractional conversion of sorbent as a
particles® A pseudo-homogeneous model with efficiency factors function of time and space, and at a fractional conversion of
of 1 is used for simulating the fixed-bed reactor in the latter 0.1, the kinetics has decreased in such a way that the conversion
parts of this article; thus, one particle with both properties is of CH, reached at the outlet of the reactor is lowered
assumed. considerably. The capture kinetics is second order with respect
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Figure 10. Comparison of temperature as function of axial position between
the fixed-bed reactor modet) and fluidized bed reactor modet-(—)

with Li4SiOs as acceptor at= 85 s, adiabatic condition®, = 20 bar,T¢

= 848 K, S/C ratio= 5, uf = 0.4 m/s.

by Lindborg et af? In Figure 9, the dry hydrogen mole fraction

as a function of axial position is shown for a fixed-bed reactor
and a fluidized-bed reactor. The reactor beds have equal length,
and the reactors are operated adiabatically at the same operating

2 -
Time [min] 1 ‘U\/'/ 2 conditions.
_ Auial position [m] o It is observed in Figure 9 that the conversion in the fixed-
Figure 8. Reactor temperature as function of time and space wii8iOj bed reactor is considerably higher than that for the fluidized-

as CQ-acceptor = 20 bar, Ty = 848 K, S/C ratio= 5, u = 1 m/s. bed reactor at equal bed heights. This could result from several

reasons: the bubbles in the fluidized-bed reactor give inferior
with the sorbent. Clearly, this is also the reason why the contact between thg gas phAase anld the par@icles, the fluidilzed—
conversion is high for a longer period at lower gas throughput, bed reactor has a hlghler void fraction that'glves lower particle
where the sorbent is kept at lower fractional conversion for a density, and the fluidized-bed reactor gives a lower outlet
longer period of time. Longer reactors and/or less gas throughputtémperature. The difference in temperature profiles can be

are necessary if the dry hydrogen fraction should be kept at aS€en in Figure 10, and an almost constant temperature in
high level for longer periods in a fixed-bed reactor. the fluidized bed is observed. This could be an advantage

Figure 8 shows the temperature in the reactor as a function compared to the fixed-bed reactor in terms of easier heat supply,
of time and space for a simulation of 200 s. It can be observed but in these S|mulat|on_s, which are adiabatic, |t_|9a_ds to a lower
that the temperature in the reactor is dropping dramatically, o_utlet tempergture. This results in a_lower equilibrium conver-
especially near the inlet. A wall temperature of 848 K is used Sion, and the importance of controlling the outlet temperature
to heat the reactor, but that is not enough to attain the S S€€n.
temperature at a constant level. The total enthalpy of reaction The lower particle density in the fluidized bed does not have
is positive for the process, and energy has to be supplied if thea large effect on the simulated composition. In the fluidized-
temperature in the reactor should be kept constant; this has tobed reactor, an average void fraction-d.6 is observed, while
be done more efficiently than in the simulations. the void fraction in the fixed-bed reactor is just above 0.4. A

4.2. Comparisons with Fluidized BedA possible alternative  fixed-bed reactor with the same void fraction as the average
to the fixed-bed reactor is a fluidized-bed reactor. The fluidized void fraction in the fluidized bed was simulated to test for the
bed offers some advantages in terms of heat integration andeffect of lower particle density. The results from these simula-
possibilities for continuous regeneration of the sorbent. Simula- tions are quite similar to the results from the lower void fraction.
tions of a bubbling-bed reactor have been carried out to compareThis is due to the fact that the actual local gas velocity is lowered
some of the results to those of the fixed-bed reactor. The modelwhen the void fraction is increased, which weighs up for the
used to simulate the fluidized-bed reactor is a rigorous 2-di- lowered total reaction rates due to lower particle density, and
mensional dynamic model based on granular theory describedthe conversion is not effected significantly.

to fractional conversion and decreases rapidly as @acts
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Figure 11. Comparison of the outlet dry hydrogen mole fraction between
the fixed-bed reactor modet) and fluidized bed reactor modet(—) as

a function of time with LiSiO4 as acceptor at adiabatic conditioRs= 20
bar, T; = 848 K, S/C ratio= 5, uf = 0.4 m/s.
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Figure 12. Comparison of the outlet dry hydrogen mole fraction between
the fixed-bed reactor modeH) and fluidized bed reactor modet(—) as

a function of time with LiSiOs as acceptor at = 85 s, isothermal
conditions,P = 20 bar,T; = 848 K, S/C ratio= 5, us = 0.4 m/s.

In Figure 11, the outlet dry hydrogen mole fraction as a
function of time is shown, and the conversion is consistently
lower in the fluidized-bed reactor for the already listed reasons.

of the process. This changes when two particles are used, where
some intraparticular diffusion resistance occurs. This yields a
particle diameter of 5 mm.

Energy needs to be supplied to the reactor, and a wall
temperature of 848 K is not sufficient to keep the temperature
from dropping dramatically. To attain the temperature in the
reactor, better heating or another reactor concept is needed. A
fluidized-bed reactor is an alternative for this process, presenting
the mentioned advantages. The large temperature gradients will
be smaller, and heat can be added to the reactor by recirculating
the particles. The simulations also show that, for larger
production capacities, the cycling times for the fixed-bed reactor
will be very short, a problem that will vanish when using a
fluidized-bed reactor with continuous regeneration of particles.
The simulations on a fluidized-bed reactor show that a longer
reactor bed is needed to reach satisfying conversions compared
to a fixed-bed reactor. In the simulations, the lower conversion
in the fluidized bed is because of the lower outlet temp-
erature and because of inferior gas-particle contact due to gas
bubbles.

Notation

Roman Symbols

a, = surface area of particles (1/m)
C = concentration (mol/f)
C, = heat capacity (J/(mol K))
d = diameter (m)
di = diameter of reactor tube (m)
D = dispersion factor or diffusivity (#ts)
E = Arrhenius activation energy (J/mol)
f = friction factor
h = bulk—particle heat transfer coefficient (W/(m K))
—AH = heat of reaction (J/kg)
J = mass flux vector (kg/f)
= mass-transfer coefficient (m/s)

Isothermal simulations for the two reactor concepts were also K = constant in capture kinetics (1/s)
carried out. This was done to see if the lower conversion was L = length of reactor (m)

solely due to the lower outlet temperature or if there is a

m = mass flux (kg/(m s))

combination of mechanisms. Figure 12 shows the dry hydrogenn = constant in capture kinetics

mole fractions in the reactors at isothermal conditions. Here, it

p = pressure (Pa)

is observed that the conversion in the fluidized-bed reactor alsod = mass of CQ per mass of acceptor

is lower for the isothermal case. This means that the inferior

r = radius (m), or reaction rate of components (kg/(kg s))

gas-particle contact in the fluidized bed gives a significant R = reaction rate (kg/(fhs)), or gas constant (J/(K mol))
decrease in the reactor performance. In a reactor design, thisS = component mass source term (kgf(s))

means that, even if the heat integration is in such an efficient S = heat source term (J/(1s))

manner that the reactor is close to isothermal, a longer fluidized- t = time (s)

bed reactor is needed to reach comparable conversions with thel = temperature (K)

fixed-bed reactor. To reach more definite conclusions in the

u = superficial space velocity (m/s)

comparison between the reactor concepts, the regeneration ok = fractional conversion

the sorbent also has to be looked into, and this work is in
progress.

5. Conclusions

The simulations performed show that hydrogen with a purity

y = mole fraction
z = axial position (m)
Greek Symbols

o = ratio between volumes of acceptor and catalyst
€ = void fraction

of 0.87 can be produced at a temperature of 848 K, a steam-] = conductivity (J/(m s))

to-carbon ratio of 5, and a pressure of 20 bar withSiO, as
COy-acceptor. This is a significant improvement compared to
the process with LZrOs; as CQ-acceptor. The capture rate

u = viscosity (Pa s)
p = density (kg/nd)
T = tortuosity

decreases with fractional conversion of the sorbent, and high» = mass fraction

conversion of CH cannot be sustained for more than a couple
of minutes with high gas throughput in the reactor. Simulations
also show that, if one type of particle with both catalytic and

Subscripts
b = bed

capture properties is used, the capture rate is the limiting stepcap= capture, C@acceptor
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cat= catalyst
eq = equilibrium

f = feed

g =gas

i = component
m = molar

max = maximum
p = particle

s = solid

w = wall

z = axial direction

Superscripts

d=dry
s = surface
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