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Abstract

With the increased focus on detaining a more environmental friendly industry,
biological processes have been given more attention over the last years. Such a
biological process is single cell protein (SCP) production, which can use bacteria
to utilize methane or methanol in the production of protein.

In SCP production, the methanotroph bacteria Methylococcus capsulatus, with
its high protein content of approximately 70%, is a well suited bacteria for
the process. With the bacteria being an aerobic bacteria, the mass transfer
of oxygen to the cells is crucial. Methanotroph bacteria utilize single-carbon
compounds, typically methane, as their sole carbon and energy source. It is
therefore necessary with sufficient mass transfer of methane and oxygen in order
to obtain a large bio-protein production.

Previous literature have stated that the SCP process is limited by mass transfer.
The objectives of this work were to model SCP process operated in a vertical
three phase (slurry) bubble column reactor. Emphasis was placed on evaluating
the mass transfer limitations and the sensitivity to choice of correlation for the
mass transfer coefficient. Additionally, a model of a single bubble rising in a
tube was derived. The purpose was to obtain a model that can be used as a
basis for choosing the best mass transfer coefficients for SCP production based
on experimental data.

The reactor simulation results showed that with an average bubble diameter of
2 mm and with an initial biomass fraction of 3 wt%, the bio-protein produc-
tion was limited by mass transfer. Reducing the diameter with a factor of 5,
resulted in the process being limited by the kinetics. It was found that the mass
transferred was affected by the choice of mass transfer coefficient.

In order to provide precise representations of the bio-protein production in SCP
production, it should be prioritized to find an accurate correlation for the mass
transfer coefficient. Design of bio-reactors should have the aim of keeping the
bubble size low in the reactor, as this will result in a higher mass transfer.







Sammendrag

Med et stadig gkende fokus pa en mer miljovennlig industri, gis biologiske pros-
esser stadig mer og mer oppmerksomhet. En slik biologisk prosess er encellet
protein (SCP) produksjon, der man kan bruke bakterier til & nyttegjore seg av
metan eller metanol.

I SCP produksjon er den metanotrofe bakterien Methylococcus capsulatus, med
dens hgye proteininnhold pa omlag 70%, en vellegnet bakterie. Bakterien er en
aerob bakterie, og massoverfgring av oksygen til cellen er dermed kritisk. Metan-
otrofe bakterier benytter seg av enkelt-karbon komponenter, typisk metan, som
deres eneste karbon- og energikilde. Det er derfor ngdvendig med tilstrekkelig
masseoverfgring av metan og oksygen, for 4 oppna en stor proteinproduksjon.

I litteraturen har det blitt hevdet at SCP prosessen er begrenset av masseoverfgring.
I denne oppgaven er det blitt laget en modell for SCP produksjon operert i
en vertikal trefase boblekolonnereaktor. Det ble lagt vekt pa evaluering av
masseoverfgringsbegrensninger og sensitivitet til valg av masseoverfgringskoeffisient.
I tillegg ble en modell for en enkelt boble stigende i en kolonne utledet. Hen-
sikten med dette var a kunne lage en modell som kan brukes som basis nar den
mest ngyaktige masseoverfgringskoeffisienten i SCP produksjon skal bestemmes
ved hjelp av eksperimentelle data.

Resultatene fra reaktorsimuleringene viste at med en gjennomsnitlig boblestgrrelse
pa 2 mm, og en initiell massefraksjon av biomasse pa 3 vektprosent, var biomasse-
produksjonen begrenset av masseoverfgringen. Ved a redusere boblestgrrelsen
med en faktor pa fem, ble prosessen kinetikkbegrenset. Det ble funnet at
masseoverfgring var sterkt pavirket av valg av masseoverfgringskoeffisient.

For a kunne gi presise representasjoner av biomasseproduksjonen i SCP produk-
sjon, bgr det prioriteres a finne en ngyaktig korrelasjon for
masseoverfgringskoeffisienten. Design av bioreaktoren bgr ha som formal &
holde boblestgrrelsen nede i reaktoren, ettersom dette vil resultere i en hgyere
masseoverfgring.
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Chapter 1

Introduction

With the increase in human population, the food and resource demands in the
world increases, which again is a large contributing factor to environmental
degradation. Examples of such degradation is the removal of rainforest for use
for agricultural purposes and overfishing.

In 2015 it was estimated that 143 billion cubic meters of natural gas was flared
globally [2]. The burning of natural gas at oil production sites, is approximated
to annually emit 350 million tons of COy to the atmosphere [2]. The burning
of fossil fuels is a very large contributor to global warming. Finding ways to
utilize some of this natural gas would be beneficial.

In some cases, an alternative to flaring natural gas is biological conversion with
use of methanotroph bacteria. Methanotrophs are bacteria which can utilize
single-carbon as their carbon and energy source under aerobic conditions. Aer-
obic conditions means environments with access to oxygen. Such a bacteria, in
the group of methanotroph bacteria, is Methylococcus capsulatus. With methane
being the main component in natural gas, this is a more harmless way of con-
verting the natural gas.

A bio-process where bacteria is used in the conversion of methane, is in single cell
protein (SCP) production. In SCP production methanotroph bacteria can be
used to utilize methane to produce bio-protein. Methanotroph bacteria are well
suited for SCP production with its high protein content of 70%. Under growth
conditions the bacteria, referred to as cells, will start to replicate, resulting in an
increase in the cell volume and in the end a cell division. The bacteria experience
the fastest growth at optimal growth conditions. Optimal growth conditions
means an environment with optimal temperature, pH, and with unlimited access
to nutrients. The cell division process can be divided into different stages. First,
a growth stage where the volume is doubled, then the cell reach an intermediate
stage where the cell functions are replicated, before the cell finally is divided
into two identical daughter cells. The process where a cell divides into new cells
is called cell growth, and the division is better known as binary fission |11].




Due to too high amino acid contents and limiting EU-regulations, the bio-protein
is not approved for use in food for human beings. With increased interest in
the bio-process, it is hope that the development of the process will lead to
development of bacterial strains suitable for human consumption.

With its high protein content, SCP can serve as a good alternative to soy pro-
tein and fish meal for use in animal feeds, for aquaculture and livestock. This
will lead to less strain on the environment, in addition to resulting in less waste
of natural gas. Companies that have been working on this specific process are
Norferm, now owned by Calysta, and Unibio. Unibio is a company collaborat-
ing with the Technical University of Denmark (DTU) and The University of
Trinidad and Tobago. At both universities pilot plants are installed, and both
universities have published papers on the modeling of the process. In the Unibio
pilot plant, a patented U-loop reactor is used. Static mixers are placed in the
vertical legs of the reactor to increase the gas-liquid mass transfer. The U-loop
is equipped with heat exchangers for heat removal of the heat produced in the
process. In 2016, Unibio opened its commercial plant.

Norferm operated the first industrialized plant of its kind for production of
SCP at Tjeldbergodden in Norway. The process plant at Tjeldbergodden is
illustrated in Figure to show an example of a plant used for SCP produc-
tion.
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Figure 1.0.1: Process diagram for the BioProtein process located at Tjeldbergodden,
Norway. The diagram includes all steps from the reactor to the final
protein is taken from Arild Johannessen .

Bacteria, referred to as biomass, and water from the reactor is sent to a cen-
trifuge, where the biomass concentration is increased, Figure [I.0.1] The salt
and mineral containing water, known as fermentation broth, is recycled back to
the reactor and the biomass is sent to ultra filtration. Here the biomass con-
centration is further increased. The biomass is sent to heat treatment before
the last step where it is dried to powder. In the Norferm process the reactor
was constructed with both a vertical and a horizontal part. To enhance the
mass transfer static mixers were placed inside the tube. The methane and oxy-
gen were introduced several places along the reactor, in order to avoid critical
methane-oxygen ratios, which could potentially result in explosions.

In the current literature it is stated that SCP production is limited by mass
transfer. There are only a few sources that have modeled the process with use
of a U-loop reactor, Olsen et al. , Wu et al. , Prado-Rubio et al. and
Taweel et al. , and it is therefore of interest to derive a model that evaluates
the validity of the stated mass transfer limitations. In this work a U-loop reactor
will be modeled for SCP production, where it is assumed that modeling only
one leg of the reactor is sufficient. The objectives of the work is to model




SCP production with a focus on investigating the mass transfer limitations,
and sensitivities in the choice of mass transfer coefficient. Additionally, optimal
operating parameters will be evaluated. It is of interest to derive a model for a
single bubble rising in a column, to investigate the mass transfer on a smaller
scale. The model of a single bubble can be used as a basis for improving the
mass transfer representation in SCP production. Based on the findings from the
reactor simulations, recommendations for further improvements will be given.




Chapter 2

Theory

In this chapter transport mechanisms for mass transfer and the kinetics used in
SCP production will be presented.

2.1 Transport Mechanism

Aerobic cells are organisms that depend on oxygen in order to survive and
grow. The rate of oxygen consumption by the bacteria determined how fast the
oxygen needs to be transferred to the cells. The mass flux is therefore of great
importance both for the production of biomass and for the existence of the cells.
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Figure 2.1.1: Vertical bubble column containing bacteria and salt and mineral con-
taining water. The methane and oxygen gas is fed in the bottom of
the column, and divided into bubbles by a sparger. Ammonia is intro-
duced in a liquid stream in the bottom. The biomass, carbon dioxide
and water produced is taken out in the top. Note that the bacteria is
much smaller than indicated in the figure.

The reactor is modeled as a three-phase (slurry) vertical bubble column and is
shown in Figure[2.1.1] Initially the column contains bacteria and a fermentation
broth. The fermentation broth (liquid solution) consist of water and a salt-
mineral solution, where the salt and minerals are added to facilitate the bacterial
growth. The bacteria occupies 2 —3% of the reactor volume. In SCP production
possible reactants are pure methane (= 99%), purified or oxygen-enriched air
and liquid ammonia. In the bottom of the reactor, methane and oxygen gas is
inserted as bubbles by a sparger. Depending on desired initial bubble size, the
sparger can be adjusted. Ammonia is inserted in the bottom as a liquid stream
and is assumed to stay in liquid phase throughout the column. The gas dissolves




in the liquid phase (fermentation broth) and the molecules are transported into
the bacteria through the cell walls, where they are utilized by the bacteria. The
reactor is operated continuously and the biomass, carbon dioxide and water, is
taken out in the top of the column. It should be noted that the bacteria are
much smaller than what the figure indicates.

In this work the stoichiometric reaction from the study of Taweel et al. [42] is
used:

CHy4 + 0.104NH3 + 1.4509 — 0.52CH; §Og.6Ng.o + 0.48CO4 + 1.69H,0 (211)

Bacteria Oxygen Demand

In order to provide optimal growth conditions for the cells the oxygen concen-
tration in the solution must be over a critical concentration, C;;. The oxygen
available for the cells depends on the solubility of oxygen in the solution, which
dependens on the pressure and the temperature. At ambient pressure and tem-
perature the solubility of oxygen in water is < 10 ppm. In other words, the cells
consume the oxygen very fast and the oxygen needs to be introduced continu-
ously.

The specific oxygen uptake rate is the rate of oxygen consumption per cell [12].
In Figure the specific oxygen uptake rate is shown as a function of the
dissolved oxygen concentration in the liquid.
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Figure 2.1.2: Specific oxygen uptake rate as a function of the dissolved oxygen con-
centration. Above the critical oxygen concentration the cell function
optimally, and below the specific value the cell is limited by the oxygen
concentration. The figure is taken from Doran [12].

From Figure [2.1.2] it can be seen that when the dissolved oxygen in the liquid
is higher than the critical oxygen concentration, C.,;+, the oxygen uptake rate
for a cell is at a constant maximum. This means that the cell metabolism is
optimal. Below this critical concentration, the specific oxygen uptake rate is
close to linearly dependent on the dissolved oxygen concentration. A reduced
specific oxygen uptake can result in the bacteria either going into sleep, produc-
ing undesired products, or ultimately dying. The numerical value of the critical
oxygen concentration depends on the organism. There are several factors that
can affect the oxygen demand. The most important ones are cell species, growth
phase of the culture, and the carbon source (substrate) present [12].




2.1.1 Mass Transfer Models

When modeling gas-liquid mass transfer, choosing a suitable correlation for the
mass transfer coefficient can be very challenging. The mass transfer coefficient
expresses how fast a component is moving over an interphase. Figure [2.1.3
shows the transport mechanism of a compound from a gas bubble to a cell.
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Figure 2.1.3: Oxygen transfer from a gas bubble to a cell. All the steps from the
gas bubble to the bacteria is shown. The steps all contribute with a
resistance in the mass transfer. An individual cell and a cell clump
is shown to illustrate possibility of different cells. The figure is taken
from Doran [12].

In Figure a stagnant liquid film surrounds the gas bubble and the cell.
On the gas side of the gas-liquid interface there exists a gas film. This film is
not included in Figure as the diffusion and thus mixing in the gas phase
is usually much faster than in the liquid, resulting in the gas inside the bubble
being perfectly mixed and the thickness of the gas film, lg, approaches zero,
ZG — 0.

In the transport of an oxygen molecule all steps marked (1 — 8) in Figure
will represent a resistance. As described above the diffusion over the gas film,
(step 1) in Figure is neglected as the diffusion and thus mixing is much
faster than in liquid. The transport over the gas-liquid interface (step 2) is
negligible due to the interphase being much thinner than the liquid film. If




the solution is assumed to be well mixed the concentration gradients in the
liquid bulk are negligible (step 4). Oxygen has a low solubility in aqueous
solutions. The main resistance in the transfer is considered to be the liquid
film surrounding the gas bubble [12] (step 3). The liquid film surrounding the
bacteria (step 5) also contributes with a resistance. However, as the bacteria
are smaller than the bubbles, they have a higher contact area per volume, and
the resistance is negligible compared to that of the bubbles. The resistance over
the interface and the intracellular diffusion (step 6 and 8) are also neglected.
In figure an individual cell and a cell clump are shown. If the cell density
is high the cells can flocculate, which means they form large clumps of cells.
The flocculation might give a significant intra-particle resistance (step 7) and
the additional resistance needs to be taken into consideration. For a well mixed
solution the frequency of cell clumps is reduced [12].

Based on the assumption of the liquid side stagnant film surrounding the gas
bubble to be the main resistance to mass transfer, the following standard relation
is used to express the mass flux of a component:

Ni = kpkalpf, — k) (2.1.2)

where N}, is the mass flux for component £, ky,  is the liquid side mass transfer
coefficient, a is the gas-liquid contact area, pf, is the liquid density of component
k in equilibrium with the gas phase at the interface, and Pk is the bulk liquid
density of component k. The derivation of equation is given in Appendix
A5

To ensure that the reader have the different mass transfer models fresh in mind,
the models used as basis for the mass transfer coefficients in this project will be
briefly outlined.

Film Theory

In the film theory, which is the simplest model for interfacial mass transfer, it is
assumed that there exists a thin stagnant film on both sides of the interface. A
schematic view of the film theory is shown in Figure The figure is based
on the figure of film theory in the book by Jakobsen [22]. The concentration
differences occur over the gas and liquid film, s and I;, respectively, shown in
Figure The bulk is assumed to be perfectly mixed. The flux is assumed
to be caused by molecular diffusion in the direction normal to the interface [22].
At the gas-liquid interface there exist a hypothetical equilibrium, thus the flux
across the film can be given as a steady diffusion flux.
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Figure 2.1.4: Two-film theory, where the pressure stays constant on the gas side,
drops over the gas film, the concentration over the liquid film decrease,
and the concentration in the liquid is constant due to the assumption of
perfect mix. The figure is based on the figure in the book by Jakobsen
[22].

Figure shows that the partial pressure and concentrations are constant over
the bulk phase due to perfect mixing, and the partial pressure and concentration
drop occur over the films.

The film theory is in most cases an inaccurate description of real systems. How-
ever, it is a simple method for calculating the interfacial mass fluxes and is
therefore a widely used method [22].

Penetration Theory and Surface Renewal

In the penetration theory formulated by Higbie [20], it is assumed that small
fluid elements existing in the liquid surface are present close to the bubble
surface for a period of time. The time the element stays close to the interface
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is defined as the surface contact time, 7.. This contact time between the fluid
elements and the bubble surface is assumed to be the same for all the elements.
After this exposure time the fluid element penetrates into the liquid bulk and is
replaced by a new element [22]. Depending on the flow properties, laminar or
turbulent, different correlations for the contact time are used. For small contact
times there will be an unsteady diffusion. For large contact times the diffusion
process will reach a steady state and the penetration theory predictions will then
correspond to the limiting case in the film theory described previously [22].

An alternative and improved description of the gas-liquid mass transfer com-
pared to the film theory, is the surface renewal theory. The penetration theory
can be regarded as the original surface-renewal theory. The surface renewal
theory is based on the elements, or eddies, being renewed due to the turbulent
properties of the flow. In the surface renewal theory the elements stay close
to the interface with varying time. The turbulent motions are characterized
by eddies of different size. Mass exchange will occur between the fluid element
present on the liquid side and the gas bulk due to unsteady diffusion processes
[22]. A schematic view of an eddy present close to the interface, based on the
figure of surface renewal in the book by Jakobsen [22], is shown in Figure m

12
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Figure 2.1.5: Principle of surface renewal, where an element in the bulk transport
to near the gas-liquid interface. Mass transfer takes place, and the
element transport out in the well mixed region. The figure is based on
the figure in the book by Jakobsen [22].

In Figure the element moves from the liquid bulk to near the surface of
the gas bubble. A concentration gradient occurs across the interfacial element
and mass will exchange between the two phases. After a time the element is
replaced with a new element resulting in a change in the diffusion flux [22].

Boundary Layer Theory

Boundary layer theory is divided into laminar- or turbulent boundary layer
theory. Boundary layer theory connects the momentum balance with the heat
and mass transfer. In these theories the result is analytical solution, and could
by this be regarded as more accurate representations than the film theory or
the surface renewal theory [22].

13



2.1.2 Mass Transfer Coefficient

In order to increase the mass flux, it can be seen from equation that either
the mass transfer coefficient, the contact area must increase or the driving force
must increase. To increase the contact area the bubble size can be reduced as
small bubbles have a larger contact area per volume of gas than larger bubbles.
In addition, small bubbles have a lower rising velocity, leaving the bubbles to
stay in the solution for a longer period of time, resulting in more time for the gas
components to move from the gas bubble to the liquid phase. Doran [12] states
that it is desired to have bubbles not smaller than 2 —3 mm, as the bubbles will
act as rigid spheres and the gas circulation inside the bubbles will be negligible.
If this is assumed to imply no mixing the concentration in the gas-film will
equilibrate very fast with that in the liquid and the driving force will approach
zero. With no mixing inside the bubble, the rest of the gas components will be
transported by molecular diffusion to the surface. This could be a slow process
and could result in the oxygen not being fully utilized. Doran [12] further state
that k; will decrease with decreasing bubble size below 2 mm. To verify these
statements experiments should be performed to investigate the transfer of gas
components for bubbles < 2 mm.

There are several factors affecting the mass transfer coefficient, among them are
the presence of surfactants. Surfactants are surface active components which
will immobilize the interface. According to Olsen et al. [29], systems can be
characterized as clean, partially contaminated or contaminated. Usually, only
distilled water is considered as clean. If the concentration of contaminants in
a solution is low the solution is considered to be partly contaminated [29]. If
the system is partly contaminated, the large bubbles will be able to shed the
surrounding layer of contaminants and large bubbles will behave as in a clean
system, while the smaller bubbles will behave as in a contaminated one.

If the the coefficients dependent on the bubble size, the mass transfer coefficient
will change over the tube. In the simulations of the SCP production, the bubbles
are assumed to be homogeneous. In the second part of the thesis, where a single
bubble rising in a tube is modeled, the variation in bubble size is taken into
account. The mass transfer coefficients will then be a function of the time. In
order to find a proper mass transfer coefficient several correlations given in table
[2.13] will be investigated.
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Table 2.1.1: Correlations for the mass transfer coefficients, where C denotes a clean
system, PC denotes a partly contaminated sytem, Co a contaminated
system, sb and Ib means small and large bubbles, respectively, L denotes
laminar flow, T is turbulent flow, and Sm and Lm are small- and large
eddy model, respectively.

Source Flow State Correlation Based on model
Higbie |20] L C kr = 7712/2 (ReSc)'/? <§)—b‘) Penetration
] 1/2
Calderbank et al. [9] L C,sb  kr=0.31 (%) Sc=2/3 Empirical
L
1 1/3
Calderbank et al. [9] L C,Ib kp=042 (%) Sc=1/2 Empirical
L
Brauer |[7] L C kr, =2+ 0.015Re%395c07 (%’) Boundary layer
Clift et al. |10] L PC kp = —25Re'/25c/? (%) Penetration
(1 . 2.89 )1 2
(max(2.89,(Rel/2)))
Brauer |7] L PC ki =2+ 0.015Re%895¢0-7 (%) Boundary layer
Bird et al. |3] L Co kr = (44 1.21Re?/35c2/3)1/2 (gl) Boundary layer
Hughmark [21] L Co kp =2+ 0.95Re!/2Sc!/3 (%) Boundary layer
Brauer |7] L Co ki =2+ 0.015Re%895¢0-7 (%) Boundary layer
Froessling [16] L Co kr =24 0.6Re'/28c1/3 (%’ Boundary layer
Rzehak (32] T kr = 0-71% (U’T(i“)("sg Surface renewal,
Sm € by wall friction
Rzehak [32] T kr = 1.7% (2 ”)0'46 Surface renewal,
Lm € by wall friction

Additional theory on the contact time and the turbulent dissipation is given
in appendix where the mass transfer coefficients suggested by Rzehak [32]
have been derived from the correlation for mass transfer suggested by Higbie
[20]. The mass transfer coefficients are derived when the turbulent dissipation
energy is dominated by wall friction only.

As can be seen from Table the equations are functions of the bubble
Reynolds number, Rep, which is a function of the terminal velocity, v, and
the drag coefficient, C'p. There are different expressions for the drag coefficient
depending on the system; clean, partly contaminated, or contaminated, thus
there will be different correlations for the terminal velocity and the bubble
Reynolds number. To solve these dependent equations fixed point iteration has
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been used.

The bubble Reynolds number is given as:

_ oy
M

Rey, (2.1.3)

where p; is the dynamic viscosity of the liquid and the terminal velocity, vy,
will vary with type of system. The bubble Reynolds number is dependent on
the system and can be denoted as Reciean; Repartial, OF Recont for clean, partly
contaminated, or contaminated systems, respectively.

On a general form the terminal velocity, which is the relative velocity between
the bubble and the liquid, is given as:

Agdy pr—pp\"*
= =-= 2.14
v (3 Cp m ( )

where Cp is the steady drag coefficient, given in table

When a bubble starts to rise in a tube, the bubble rises with an unsteady
velocity. This means that the sum of all the forces does not equate to zero in
the momentum balance. After a while all the forces are balanced and the bubble
reaches a steady velocity, the terminal velocity.

The drag coefficient, Cp, used in (2.1.4), is the steady drag coefficient which is
based on the relative velocity being a steady velocity. The drag coefficient for
clean, partly contaminated, and contaminated systems are given in table

Table 2.1.2: Steady drag coefficient [29)

System Steady Drag Coefficient

Clean Cp = max{min[£ (1 + 0.15Re%87), 88 EEXA}
Partly Contaminated Cp = max{min[2(1 + 0,15300‘687), 2], %E+4}
Contaminated Cp = max{2L(1+ 0.15Re™%7), %EOEM

E6tvos number, E,, in table is given by equation [2.1.5

(p1 — pv)gd?
g

Ey = (2.1.5)

where ¢ is the surface tension and py is the bubble density.
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Figure 2.1.6: Steady drag coefficient and terminal velocity varying with the bubble
diameter for clean, partly contaminated, and contaminated systems.

From Figure[2.1.6]it can be seen that for bubbles < 2—3 mm the drag coefficient
and the terminal velocity will be affected by the presence of surfactants. The
sharp shift is due to the bubbles shifting from being spherical to non-spherical.

As described above, the expression for the mass transfer coefficient will change
with type of system, and for some correlations the coefficient will be a function
of bubble size. To see the variation with bubble size the correlations given in
table have been plotted, shown Figure and Figure [2.1.8] These plots
are reproductions of the figures in the article by Olsen et al. [29]. Experimental
data found in Heijnen et al. and additional correlations have been added
to the original figures by Olsen et al. . The data taken from the article
by Heijnen et al. are extracted by using the WebPlotDigitizer which is an
opensource program for working with plots and images .
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Figure 2.1.7: Mass transfer coefficient as a function of bubble size for clean systems.
Mass transfer coefficients are shown with lines and experimental mea-
surements are shown with points.

Figure shows that for clean systems there are large variations in the mea-
surement data. As are the variations for the different correlations. Comparing
the experimental data and the correlations, it can be seen that the relation by
Brauer [7] used on clean systems seems to fit the measurement data by Calder-
bank et al. ﬂgﬂ around bubble size 0.8 — 2.0 mm relatively well. The correlations
suggested by Calderbank et al. Eﬂ for small and large bubbles are independent
of the bubble size.
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Figure 2.1.8: Mass transfer coefficient as a function of bubble size for partly contam-
inated and contaminated systems. Lines indicate models and points
indicate measurements.

For partly contaminated- and contaminated systems Figure shows that
for several of the coefficients the variation with the bubble size is small. In
particular the relations by Hughmark and Froessling are approximately
constant with varying bubble size. As can be seen from table the mass
transfer coefficients for small and large eddy-dominating surface renewal are
independent of bubble size. Figure 2.1.8|shows that the coefficient suggested by
Clift et al. fits the measurement data by Motarjemi et al. quite well as
an average for the data for bubbles of size 0.5 — 1.0 mm. The correlation by
Brauer [7] for partly contaminated systems seems to fit the measurement data by
Calderbank et al. ﬂgﬂ around 0.8 — 2.0 mm. For a contaminated system, neither
of the suggested relations seems to fit the experimental data. However, in the
article by Olsen et al. it was found that the correlation for mass transfer by
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Hughmark [21] reproduced the experimental results obtained by Olsen et al. [29)
very well. In the article the correlation by Hughmark [21] was recommended for
a contaminated system.

By Figure 2.1.7] and 2.1.8] and from the recommendation for a contaminated
system by Olsen et al. [29], the suggested correlations for the mass transfer
coefficient are:

Table 2.1.3: Suggested mass transfer coefficients for a clean, partly contaminated
and a contaminated system.

System Mass Transfer
Coefficient
Clean Brauer [7]
Partly Contaminated Clift et al. [10]
Contaminated Hughmark [21]
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2.2 Kinetics

The cell growth dynamics can be divided into different phases; lag-, acceleration-
, growth-, decline-, stationary-, and death phase. In Figure the stages of
the cell growth in a batch culture are shown.

Stationary
phase

Decline

phase Death

. / phase
g
.
|
|
|

Growth phase

In (viable cell concentration)

Acceleration phase

Time

Figure 2.2.1: Change in cell concentration in a batch culture as a function of time.
Cell growth stages are shown in the figure, which are taken from Doran
[12].

When exposed to new environments, the cell population remains unchanged for
a short time as they adapt to the new environment. In the growth phase the
cells start to replicate at a constant rate. The kinetic expressions for cell growth
in a continuous medium are applied in this phase. When the bacterial growth
is inhibited by substrate limitations or other limiting growth conditions, the
stationary phase or the death phase is reached. In the stationary phase the cells
may replicate but growth is balanced by cell death. When cells die they can
lyse and provide a source of nutrients to other cells. [26] This means that an
empty carbon source does not necessarily result in a total stagnation in the cell
growth. Even in the death phase there may be cells dividing but there is a net
loss.
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The rate of cell growth is regarded to be a first order reaction given by:

rx = ,UJCX (221)

where rx is the volumetric rate of biomass, u is the specific growth rate, and
C'x is the concentration of biomass.

To express the specific growth rate, the Monod equation can be used:

Cs

_ 2.2.2
Ks+Cg ( )

U = Umax

where fi;,q, 1S the maximum specific growth rate, Kg is the saturation constant
for the substrate, and Cy is the substrate concentration. Equation is an
unstructured model where it has been assumed balanced growth. This means
that the growth rate is independent of the biomass concentration. The growth
phase in Figure [2.2.1] is considered to be balanced growth, and the Monod
equation could be applied to this stage. For the other phases in Figure 2:2.1]
models which takes into account the variations in biomass needs to be applied.

The saturation constant, Kg, in equation is the concentration of sub-
strate where the specific growth rate is half of its maximum value, i.e. where
W = lmaz/2. From the Monod equation it can be seen that when Kg << Clg,
the specific growth rate will approach its maximum. As the substrate is con-
sumed by the bacteria, the substrate concentration will approach the value of
the affinity constant and the growth stagnates. The specific growth rate and
the substrate saturation constants are said to be cell-substrate specific, meaning
they are dependent on the specific cell and substrate.

In cell growth with several substrates present it is common that one of the
substrates behave as the growth-limiting substrate. There are however cases
when more than one substrate limit the growth and equation needs to
be extended. The extended Monod equation used in the SCP simulations is

given by equation (2.2.3)):

h=p Cs1Cs,2
— Mmaz,l
(Ks1+Cs1)(Ks2 + Cs,2)

(2.2.3)

where fmqz2 = 1 as oxygen is assumed to reach 100% of its maximum value,
Cs1 and Kg; are the concentration and affinity constant for methane, and
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Cgs2 and Kgo are the concentration and affinity constant for oxygen. In the
extended Monod equation the kinetics for both methane and oxygen have
been included, and the subscripts 5,1 and 5,2 denotes methane and oxygen,
respectively.

Substrate uptake

The substrate present is taken up by the cells. The substrate uptake rate can
be given by:

rs = Ix +mgCx (2.2.4)
Yxs

here Yxg is the theoretical yield coefficient of biomass from substrate and mg
is the maintenance coefficient.

In SCP production the maintenance is neglected, i.e. mg is neglected, equation

2.2.5] becomes:

rXx
rg = — 2.2.5
S = Vs (2.2.5)

Neglecting the maintenance means that it is assumed that all the energy goes
to the production of the desired product.
Cell Death

The rate of cell death can be described by the first order reaction:
rq = kqCx (2.2.6)
where kg is the specific death constant. When comparing k; to the specific

growth rate, u, a common case is that kg << p. The cell death is neglected in
SCP production.

23






Chapter 3

Mathematical Model

In this chapter the model equations used in SCP production will be given. The
solution method and the implementation of the equations will be presented.

In reactor simulations of SCP production in this work, a vertical bubble column
is used. Figure in section shows a system with bubbles of equal size.
In a real system the bubbles will be of different size along the tube due to
coalescence and breakage. As a simplification the column is assumed to contain
homogeneous bubbles, meaning bubbles of equal size. Even though this is a
rough assumption it gives a good idea of how the parameters will change along
the reactor tube.

The bubble column is modeled as a steady-state one-dimensional axial dispersion
model, with a pseudo-homogeneous model description for the slurry phase. Mass
and energy balances are formulated for the gas and the liquid (slurry) phase and
are solved with the orthogonal collocation method. To describe the evolution
of the gas velocity the continuity equation, conservation of mass, is solved with
respect to the gas velocity. The gas is assumed to be ideal. It is assumed that
axial pressure is dominated by static pressure of the liquid phase, and the gas
pressure is assumed to be that of the liquid. The ammonia is assumed to stay
in liquid phase throughout the reactor length. It is assumed that the substrate
only contribute with energy to growth of the cells, and the maintenance has
the therefore not been included in the model. The fermentation broth exhibit
Newtonian fluid properties, meaning the viscosity of the fluid is independent
of the shear stress and the velocity. The main convection as assumed to be in
the axial direction, thus the r- and 6-coordinates are negligible. Maintenance
requirements and cell death are neglected in the model.

The inlet values and the operating conditions used in the simulations are based
on values from the patented U-loop technology by Larsen [24] and from the
article by Taweel et al. [42]. The inlet operating conditions are given in table

EIT
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Table 3.0.1: Operating conditions in SCP simulations.

Parameter Value Unit

Pi,out 3 Pa
Ty, Ty 298 K
Tyall 316 K

vy 0.05 ms !
A4 0.40 ms !
g 0.11 -

€l 0.89 -
Zona 12 m

de. 0.2 m

dy 0.002 m

The inlet mass fractions used in the simulations are given in table [3.0.2

Table 3.0.2: Initial mass fractions for the components.

Component  w; 4 Wi 1
kgikgy,:  keikg

CHy4 0.23 0.0000
(02} 0.77 0.0000
NHj3 0.00 0.0049
CO, 0.00 0.0000
X 0.00 0.0300
H>O 0.00 0.9651
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3.1 Pressure and Velocity

Pressure

The pressure in the liquid phase can be expressed as:

dpr

=— p 3.1.1
e ELpPLy ( )

where g, is the acceleration due to gravity working in the opposite direction
relative to the gas flow, and ¢; is the liquid hold-up.

Velocity

To describe the behavior of the gas velocity along the reactor length, the conti-
nuity equation is used:

s
osve) _ S kel (3.12)
where v, is the superficial gas velocity, pg is the gas density, kr,; is the mass
transfer coefficient of component i, p7 ; is the gas liquid equilibrium density of
component ¢ at the interface, and pr is the density in the liquid bulk. The
negative mass flux is due to the gas leaving the bubble. The gas-liquid contact
area a is given as:

68(;
=— 3.1.3
= (3.13)
where dj, is the gas-bubble diameter assumed to be 2.0 - 10~3m.
Solving for the gas velocity, equation becomes:
opa o
S G _ . x )
Lchrw + P =~ Zi:kL,za(PL,i pL.i) (3.1.4)
(3.1.5)

The superficial velocities are given by the hold-up and the local velocity for the
phase:
vy = epvr and vE = equg (3.1.6)

where v, and vg are the local velocities.
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The gas- and liquid hold-up are calculated from the superficial liquid- and gas
velocities:

v o8
ngﬁ ,EG:ﬁ (317)
vy + U3 vy + V3

It should be noted that the equation used to solve the superficial gas velocity
only depends on the gas density and mass flux, as the bubble size is assumed
to be constant, and the the forces acting on the rising bubbles is not taken into
account.
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3.2 Species Mass Balances

Species mass balances are solved for methane, oxygen, ammonia, carbon dioxide,
water, and biomass. The reaction occurs in the liquid phase and the reaction
term is only included in the liquid phase.

Liquid (Slurry) Phase

The species mass balance in the liquid phase can be written as:

Fofpa) = 4 (DB iy ) bR (G20

dz dz

where Dg‘ffL is the effective axial dispersion coefficient in liquid phase and p; 1,
is the component density in liquid phase given by:

Pi,L = PLWi,L (3.2.2)

where w; 1, is the mass fraction of component ¢ in the liquid phase. Rewriting
Eq. gives the following equation for the species mass balance in liquid
phase:

de; e dzw,- «
USPLWL = ELDZ?LPL?Q’L + kLa,(pi’L - Pi,L) + ELRZ' (323)
To express the interfacial gas-liquid equilibrium, Henry’s law is used:
* w; Gpa M,
f= L W 3.24
pz,L Hz ( )

where Mw,g is the molar mass of the gas mixture, and H; is Henry’s constant
for component 7. The values used for Henry’s constant and the mixture molar
mass are given in Appendix The Henry’s law on mass basis is derived in

Appendix [A74]

When choosing the value for the effective axial dispersion coefficient, several
sources have been investigated. Olsen et al. [29] suggested the effective disper-
sion coefficient to be D.sy = 103.68 m?/h. Wu et al. [47] stated that the value
suggested by Olsen et al. [29] was too large for SCP production. In this specific
process, the liquid velocity is higher than the gas velocity and it is desired to
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have an effective dispersion coeflicient that holds for large liquid velocities. The
relation for the effective dispersion coefficient by Swarnendu et al. [41] holds for
processes with high liquid- and low gas velocity:

0.5
Dj§:5om€dc(£> (3.2.5)

here d. is the column diameter. f is the Darcy friction factor, which holds for
Reynolds numbers 2100 < Re. < 10° and is given by [22]:

f =0.3164Re_ /* (3.2.6)

where Re, is the column Reynolds number. The Darcy friction factor is assumed
to hold for the Reynolds number in the SCP simulations being 1.33 - 10°.

There are several correlations for the mass transfer coefficient in the literature
and choosing a mass transfer coefficient, kr, can be quite challenging. For the
SCP simulations the correlation by Calderbank et al. [9] for large bubbles has
been used:

2/3
kp = 0.42 (ApuLng> NGH? (3.2.7)
L

where Ap = pr, — pg is the difference in density between the slurry and the gas,
and py, is the liquid viscosity. Ng. is the Schmidt number given by:

M
Nge = —— 3.2.8
) ( )

where D; is the mass diffusivity. The molecular diffusivities are given in ap-
pendix

It should be noted that the correlation for the mass transfer coefficient proposed
by Calderbank et al. [9] was found from experiments where clean water was
used. As the fermentation broth in the SCP process contains salts and minerals,
choosing a mass transfer coefficient based on a clean system could be misleading.

The reaction rate, R;, which is a function of the biomass reaction rate, rx, is
expressed as:

R; = -YixMrx (3.2.9)
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here Y;x is the theoretical yield coefficient, meaning the stoichiometric coeffi-
cients, and the subscript X indicates the yield of component i per biomass X
produced. M; is the molar mass of component i. The yield coefficients can be

found in appendix [AZ6.2]

The biomass reaction rate on mass basis is given as:

PLWX,L

The specific growth rate is given by the Monod equation described in section

Pstl,L/Msl prsz,L/MS2

3.2.11
*Ks, + prws,,./Ms, Ks, + prws, 1./ Ms, ( )

n= Mmax,Slﬂmax,S

The values for the affinity constants and the maximum specific growth rate used
in the SCP simulations are given in table

Table 3.2.1: Kinetic Parameters

Symbol  Value Unit Source

fmax,s, 1.03-107% 7! Olsen et al. [29)
Ks 1 2.11-107%  kgs1/kgior  Taweel et al. [42]
Ks.o 6.46-1078  kgsa/kgiot Olsen et al. [29)

The affinity constant for Oz found from Olsen et al. [29] was based on an experi-
ment where methanol was used as substrate and with Methylococcus capsulatus.
As the same bacteria is used in this work, it is assumed that the affinity constant
from Olsen et al. [29] can be used.

Gas Phase
The species mass balance for the gas phase can be expressed by equation [3.2.12

d d erfdpic .
@(ngi’g> = % (EGDZ’fgde> — kLa(pLL — Pi,L) (3212)

where the component density in gas phase is given as:

Pi.G = PaW;iG (3.2.13)
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The total gas density, pg, is calculated from the ideal gas law:

PG

2S Nt (3:2.14)

PG =

here pg is the total gas pressure and M, ¢ is the molecular mass of the gas
mixture. The effective axial dispersion coefficient in the gas phase is taken from
Sehabiague et al. [34] to be:

d2‘5
eff __ 6}‘f b

here d§05 is the smallest diameter of the larger bubbles. With the assumption
of homogenous gas-bubbles, d’> = d3-5.

Rewriting Eq. 3:2.12] gives:

s Owig d(pcvg)

2wi G
VGPG + w; a

off 0w,
2 —D GEGPG 022 (3.2.16)

Opa Ow; ¢
9z 0z
88@‘ (“)wi,G
0z 0z
—kra(p; L — pi,L)

+DM e

+D2G G

The second term on left hand side can be replaced by the continuity equation
The component mass balance for the gas phase becomes:

S awz G

eff 8211}1‘)0
elde; 9z ZkL ia pLz PL, Z) = Dz,GEGpG

072
Opa Ow;
0z 0Oz
866* 6wi,g
0z Oz
—kra(p; L — pi,L)

(3.2.17)

+D2G G

+D2G PG ——
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3.3 Temperature Equations

With the reaction occurs in the liquid phase and the reaction being exothermic,
heat will be transferred from the liquid to the gas phase and to the surroundings.

Liquid (Slurry) Phase

The temperature in the liquid phase can be given by equation [3.3.1}

AT, d [ edly
pLC ’vaﬁ = % <€LkLﬁ‘d2) — hLa(TL — TG) (331)
+er Y (AH,)R.y (3.3.2)
4U
_T(TL - Teff)
C

where C), 1, is the mixture heat capacity of the liquid, sz '/ is the effective thermal
conductivity, hy, is the convective heat transfer coefficient, T7, is the temperature
in the liquid, T is the gas temperature, T,,4;; is the wall temperature, AH,. is
the reaction heat, and U is the overall heat transfer coefficient. The negative
heat flux form liquid to gas, and from liquid to the wall is due to the heat being
transported out of the liquid phase. It is assumed that the wall temperature is
constant due to cooling medium surrounding the reactor. The cooling medium
is not included in the model. The mixture heat capacity of the liquid, Cp 1, is
expressed as:

Cp7L = Z Cp,i, LW; L » 1= HgO,NHg,X (333)
i

The specific heat capacities, ¢, ; 1, are given in Appendix

The effective thermal conductivity, k‘if s given by:

k$T = DS pCy L (3.3.4)

The convective heat transfer coefficient from liquid to gas, hy, is taken from
Calderbank et al. [9]:

KL Cpopr *
_ . b,
hL = ka‘LC L ((pL L)2/3) ( )\L ) (335)
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where )7, is the thermal conductivity of water and ky, is the average heat transfer
coeflicient given as:

kL= krxwer (3.3.6)
k

where Ky j, is the mass transfer coefficient of component £.
The overall heat transfer coefficient, U, is given by:

1_ 1ty 1
U_hL kcff hcﬁ

(3.3.7)

where kgteel is the thermal conductivity of the wall material. The wall is assumed
to be of stainless steel, and the thikness of the wall, t,, = 1 cm. hcoo is the heat
transfer coefficient of the cooling medium surrounding the column, assumed to
have a constant temperature of T,q; = 43°C. Doran [12] suggested that in
aerobic reactions a good estimate is that consumption of one mole O releases
460 kJ, i.e. AH,, ~ —460 kJ per mole Os consumed. This was also suggested
by Villadsen [45] in the Norferm process and has been used in this work.

Gas Phase

The temperature in the gas phase is given by equation [3.3.8
dT d dT

sdTa (EG sett 4T

PGCp, = =G 0,

where Cp ¢ is the mixture heat capacity in gas phase and /\‘Z’ffG is the effective
thermal conductivity in gas phase. The positive heat flux is due to the heat
being transferred from the liquid to the gas phase.

The effective thermal conductivity of the gas phase is given as:

Aeffza = DapaCra (3.3.9)

The heat capacity of the gas phase is calculated as:

CP,G = Z cw-?Gwi,G 5 7= CHA;L7 02, C02 (3.3.10)
i

where the specific heat capacities for the gas components, ¢, ; 4, are given in

Appendix
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Inserted for the effective thermal conductivity, the temperature balance for the
gas phase can be written as:

dTg

dT. d
pGCp,Gugd—ZG = ea D ceff <pgcp7gdz) +hra(Ty, —Tg)  (3.3.11)

where the heat capacity and the density in the gas phase changes with temper-
ature.

3.4 Boundary Conditions

To be able to solve the species mass balances and the temperature equations
boundary conditions are needed. The equations are solved with the standard
Danckwerts boundary conditions.

Species Mass and Temperature

At the inlet z = 0, the boundary conditions for for the species mass and temper-
ature for the phase k = [L, G] are given by equation and respectively:

dwi 0
(0 011 4(0) — 2 @pe 0D 0) LY — 5 i (34)

dTy(0)
dz

P (0)v5 (0)Cp 1 (0)T (0) — £ (0) k5 (0) = U3 kPinkCpe,inTinge  (3.4.2)

At the outlet, z = L, the boundary condition is given by:

dwp(z=1L) dI'(z=1L)
= =0 (3.4.3)

Pressure and Velocity

Initial conditions are required for the pressure and velocity. The initial condition
for the pressure is given by:

DI = Pout at z = L (3.4.4)
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where P,y = 3 bar is the outlet pressure and L is the length of the tube.

The initial condition for the gas velocity is given by:

Vg = Vg0 at z =0 (3.4.5)

where v49 = 0.05 ms— L.

3.5 Solution Method

The chosen solution method for the SCP reactor simulations is the orthogonal
collocation method.

The following section is based on the theory presented in Solsvik et al. [35]. To
solve the model equations the equations have been implemented in MATLAB
and solved numerically by the orthogonal collocation method. The orthogonal
collocation method is in the family of the weighted residual method and is a
higher order solution method. The weighted residual methods give accurate
solutions with little computational time. Orthogonal collocation is a spectral
method.

The spectral method representation of the solution function is based on the
entire domain, through a truncated series expansion. In order to solve the
system of equations the domain needs to be discretized. The discretization in-
cludes choosing a set of nodal points, which are the points where the solutions
are approximated. In the spectral method all the nodal points are considered
when approximating a solution point. The nodal points are referred to as col-
location points if they are taken as zeros of an orthogonal polynomial in the
family of Jacobi polynomials. The Legendre polynomials have been chosen in
this work. In this specific problem the boundary conditions are enforced as
additional constraints as they are implemented on the strong form. Boundary
points are chosen in both ends in addition to all the internal points. This node
configuration is called the Gauss—Lobatto—Legendre configuration.

The solution function can be expressed by the following approximation:

P
fea(§) = F(§) =D a;of (6) (3.5.1)
j=0
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where Qﬁf (&) is the basis function of order P, a; are the basis coefficients and &
is the collocation point.

The basis functions are chosen to be the Lagrangian basis polynomials:

§-&
AGEN| s (3.5.2)
i=0,i#£j > ¢
where Lf is the Lagrangian basis polynomial of order P.

The Lagrange polynomial has the following property:

R
Lf(@-)—{o i (3.5.3)

For a one-dimensional problem, the solution function approximation can be
expressed by the following taylor series expansion:

P
fea(§) = F(§) =D HLY(€) (3.5.4)
j=0

where the basis coefficients a; = f;, which are solution function values at the
collocation points.

In the weighted residual method the minimization of the inner product can be
written in the following generalized way:

| RGH AT o fEY (a2 =0 (3.5.5)

where R is the residual, w; are the weighting functions taken as the Dirac delta
function, w; = §(§ — &;), in the orthogonal collocation method. The residual is
defined as the error between the analytical and the numerical solution:

»
R=Y [/ ZLL](¢) - g() (3.5.6)

Jj=0
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where £ is a linear operator and g(§) is the source vector.

The Dirac delta function has the following property:

1=
0(€ —¢&)de = 3.5.7
G {0 fioe (3.5.)

The differential equation is exactly satisfied when £ = &;.

This results in the inner product being simplyfied to the following expression:

[wa.i, Ra) :/wQ,iRQdQ (3.5.8)
Q

[0(£ = &), RE (& fos s fiy o fP)] = /QRS (& for s fis - fP)O(E — &)dE (3.5.9)

= R (& for s fi,fP)| (3.5.10)
P

= HLLT(&) - 9(&) (3.5.11)
§=0

=0 (3.5.12)

The equation above may be presented on the form Af = F, where A is a matrix,
f is the solution vector, and F is the source vector.

[A]ij = ij(fz) = [L]ij (3.5.13)
[F]; = 9(&) (3.5.14)
£=[fo, f1.-, fP]" (3.5.15)

The species mass balance in gas phase for component k, equation (3.2.16|), can
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be expressed as:

z>
vg(z)pa(z) Zw Zwk 0. ch,Jij = (35.16)
J

OL}(2:)
Despgec(zi)pa(zi) wk,g,j#
j

+ea(2i)Defrg Y PG 5, D Wi e
J J
+pc(2i)Desrg Z%ﬁ D Wk, 5z

zz Zwkgj+ZkLk ) PLWr,1

where ¢ is the collocation point, j is the polynomial, and % is the component.

In MATLAB the algebraic equation system is placed in the following way:

An A Az ... A | A Iy
Agi Agp Az ... Aoy | fo Iy

An example on how the parts of the gas species mass balance could be stored
in the A—matrix and the F-vector is shown below.

A, §) = vapaderz(i, j) + I'(i)Lagz(i, 5) (3.5.17)
—ea(1)Deyjgpa(i)der2z(i, j)
= €6(i)Deg,qdpg (i)derz(i, j)
= pa (i) Degg gde(i)derz(i, j)

(

ki (i, k)a(i) P(i)Laga(i, j)
M (i) H (k)

+

F(i) = pikr (i, k)a(i)w (i, k) (3.5.18)

39



where lagz(i, j) is the Lagrange polynomial, derz(i,j) and der2z(i,j) are the
first derivative and the second derivative in z—direction, dpg = > j derz(i,j) pg
and the solution vector f contains the mass fractions in gas phase, w;. I' =

—> i kLka (wk}{i’ij — lek,l)- Here p, and T is found from the previous iter-

ation.
Equation (3.5.19) shows how the A—matrix should be multiplied with the f-
vector:

> Aijfi=F (3.5.19)
J

By equation it can be seen that for every row, i, in the A—matrix, each
column, j, should be multiplied with the corresponding row, j, in the solution
vector. This will then give one value in the source vector for the given collocation
point. Le. for the first row, i = 1: Ay1f1 + A1ofo+ A13fs+ ...+ A fn = F1

The solution vector is obtained by multiplying F with the inverted A-matrix,
f = FA~! which in MATLAB is written on the form:

f=F\A (3.5.20)

The orthogonal collocation method is chosen due to its easy implementation
and its sufficiently accurate results. However, a problem that may arise when
using the orthogonal collocation method is the sensitivity to large values in the
A-matrix. In this method the matrix should be central dominant, meaning the
largest values ought to be on the diagonal of the matrix. If the equation includes
large values for the derivatives, problems may arise as the derivatives fills the
whole matrix and not only the diagonal. A central dominant matrix has a low
condition number, which indicate that a perturbation in the input will give a
small error in the output. For a ill-conditioned problem a perturbation in the
input can lead to a large error in the output [43].

In addition to a well-conditioned matrix, the values in the F-vector should be
smaller than, or with the same magnitude as the values on the diagonal of the
A-matrix. For large values in the F-vector and small values on the diagonal
of the A-matrix, important digits may be lost. By this the placement of the
different parts of the equation solved should be done with great caution. When
this is ensured, the orthogonal collocation method give solutions relatively easy.
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3.5.1 Implementation
Due to the sensitivity of the A-matrix several options regarding the placement
of the parts of the equations were tested.
Component Mass Balance
For the species mass balance in gas phase, the following was tested:
- The mass flux in the F-vector and all other parts in the A-matrix.

- A split component mass flux, where the gas phase part of the mass flux
was placed in the A-matrix and the liquid part in the F-vector.

- For the total mass all the derivatives were written out.
- The total mass were expressed by the continuity and placed in A

In the gas phase there were some challenges in finding the most central dominant
A-matrix. The most proper placement of the gas component balance was found
to be the convection and the dispersion term in A, where the total mass was
expressed by continuity. The component mass flux was divided into two parts,
where the gas part was placed in A and the liquid part in F.

For the species mass balance in liquid phase, the placement of the equation was
relatively easy compared to the gas phase, as the density in liquid phase is large
and assumed constant, and results in larger values on the diagonal.

Placement of the terms in the liquid component balance:
- The convection and the dispersion term were placed in A.

- The mass flux was divided, where the liquid part was placed in A and the
gas part in F.

- The reaction term was placed in the F-vector.

Due to small errors in the equations, the mass fractions are not summing to one.
A solution to the problem one of the components in each phase is calculated by
the other components.

In the gas phase the oxygen component was calculated as 1 — wen, — wco,-
This results in a small error in the oxygen-component. In the liquid phase the
water-component is calculated from the other components. The mass fraction of
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water is initially large, thus it is expected that the small error will have smaller
effect on the water compound than for the oxygen in gas phase.

Temperature

The temperature equation for the liquid phase includes both heat transfer from
the liquid to the gas and from the liquid to the surroundings. The advection-
and conduction terms were placed in the A-matrix. Heat transfer from the
liquid to gas was divided, where the liquid part was placed in A and the gas
part was placed in F. The heat transfer from liquid to the walls, the term is
included in F. In addition the reaction term is included in the F-vector.

For the gas phase the advective and conductive terms were placed in A. The
heat transfer from the liquid to the gas was divided, where the gas part was
included in A and the liquid part was placed in F.

In order to avoid fluctuations the solutions were under-relaxed by using a part
of the new solution and a part of the previous solution.
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Chapter 4

Results Single Cell Protein

In this section the results from the SCP bio-reactor simulations will be presented.
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Figure 4.0.1: Change in gas densities for methane, oxygen, and carbon dioxide over
the reactor length with the initial values based on the values by Taweel

et al. [42] and Larsen [24].

When the gas bubbles rise in the tube it is expected that some of the reactants
will dissolve in the water. The dissolved reactants will transfer to the bacteria,
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the reaction will take place, and biomass, carbon dioxide and water is produced.

From Figure it can be seen that the methane and oxygen densities in gas
phase decrease as the gases dissolve. The methane and the oxygen densities in
the gas phase does not approach zero over the reactor length. This is due to
the mass transfer rate being too low for all the gas to dissolve. Due to a higher
density of oxygen than methane, the driving force is larger. With oxygen having
a higher solubility in water than methane, in addition to the larger driving force,

result in more of the oxygen dissolving in the water.

The concentration of carbon dioxide is initially zero as can be seen from Figure

Over the reactor length the carbon dioxide gas density increases as the
reaction occur in liquid phase and carbon dioxide transfers to the gas phase.
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Figure 4.0.2: Change in liquid density of the components over the reactor length

with the initial values based on the values by Taweel et al. and

Larsen .
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From Figure [4.0.2] it can be seen that as the methane and oxygen dissolve in
the liquid the concentration of the components increases. In the beginning of
the column the methane concentration in liquid phase increases rapidly before
it starts to decrease. The decrease is due to more methane being consumed
than what dissolves. The ammonia concentration decreases as the reaction oc-
curs. Regarding oxygen in liquid phase, more of the oxygen is dissolved in the
liquid than what is consumed by the bacteria, and the concentration increases.
From Figure it can be seen that methane is the limiting component as the
methane approaches zero in the top of the reactor, while the oxygen density
increases. As the reaction take place, the concentration of biomass and car-
bon dioxide increases. Initially the liquid phase contains 3 wt% biomass, thus
the biomass concentration is not zero initially. From Figure the water is
approximately constant over the column. The water component is calculated
from the other components. When solving the equations small errors may arise.
With the water being calculated as 1 — ). w; 4, where ¢ # Hy0, these small
errors will be stored in the water mass fraction and result in an error in the
component.

The mass fractions are given in appendix
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Figure 4.0.3: Reaction rate of biomass with the initial values based on the values by
Taweel et al. [42] and Larsen [24].

As seen from Figure 4.0.3] at the reactor inlet, where the methane and oxygen
densities are high, the reaction rate is at its highest. The reaction rate decreases
with decreasing methane concentration along the reactor.

It is found that the biomass production is 2.45 kg/h. To increase the biomass
production, methane could be fed into the reactor several places. In the pro-
cess at Tjeldbergodden and in the U-loop operated by UniBio, the feed gas is
introduced at several points along the column. Additional suggestions for how
to introduce the feed gas is described in section [7]
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Figure 4.0.4: Gas pressure and velocity along the reactor length with the initial
values based on the values by Taweel et al. and Larsen [24].

The pressure decreases linearly with increasing height, as seen from Figure[£.0.4]
With the gravitational force and the liquid density being assumed constant, in
addition to the change in liquid hold-up being small, the pressure varies with
the column height, seen from equation (3.1.1).

The gas velocity profile in Figure shows that the superficial gas velocity
decreases along the reactor. This is due to the change in gas density as the
gas dissolves in the liquid. With the assumption of constant bubble size, the
gas velocity decreases to over half of its initial value. This is a weakness in the
model as the bubble size will change over the reactor length and thus affect the
velocity.

In Figure the gas and liquid temperatures are shown.
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Figure 4.0.5: Temperature of the gas- and liquid phase in the reactor with the initial
values based on the values by Taweel et al. [42] and Larsen [24].

As the heat exchange is efficient, the temperature is approximately constant for
both the phases.
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4.1 Optimization of the inlet values

To investigate the possibility for increased biomass production, the inlet value
of methane and biomass, the superficial velocities and the bubble size have been

adjusted.

4.1.1 Inlet Values of Methane and Oxygen

To investigate how the methane-oxygen ratios affects the reaction rate, the
initial mass fractions of methane and oxygen have been adjusted. The profiles
shown in this section is only a selection of the simulation results.
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Figure 4.1.1: Gas densities for methane, oxygen and carbon dioxide with varying
inlet methane fractions, wen, = 0.07, wer, = 0.23, wem, = 0.30
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A higher initial methane density results in the concentration differences between
the gas and liquid phase being higher. This results in an increased driving
force, seen from Figure With more methane and oxygen transferred,
more carbon dioxide is produced in the liquid and transferred to the gas phase.
When increasing the mass fraction of methane from 0.23 to 0.30 the production
of carbon dioxide does not increase, seen from Figure [f.I.1] To explain this
trend it is necessary to investigate the liquid component densities, shown in

Figure
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Figure 4.1.2: Component liquid densities with varying inlet methane fractions,
wen, = 0.07, wen, = 0.23, wem, = 0.30

Figure [4.1.2 shows that when increasing the inlet mass fraction of methane,
the biomass density increases due to more available substrate. For wop, =
0.07, there will be less substrate available and the biomass concentration is
lowered. When wop, = 0.30 the density of methane is increased such that
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oxygen limits the reaction. This can be seen from the large increase in methane
concentration and the low oxygen concentration in Figure The biomass
density is approximately the same when weo g, = 0.23 and weog, = 0.30.

-3 Reaction Rate of Biomass
T

3
RxX [kg/sm’]

Figure 4.1.3: Reaction rate of biomass with varying inlet methane fractions, wen, =
0.07, wen, = 0.23, wem, = 0.30

Figure [£.1.3] shows that in the beginning of the reactor, where the methane
concentration is at its highest, the reaction rate is at its maximum. From|3.2.11
both the methane and oxygen densities are included in the reaction kinetics.
This means that an optimal feed results in both the methane and oxygen being
limiting substrates. In table the biomass flow in the top of the reactor is
listed for five methane inlet values, showing that the ideal inlet mass fraction is

WCH, = 0.26.

o1



Table 4.1.1: Bioproduction with five methane inlet values.

Parameter Mass Fraction wp, x

[kgx /h]
W cH, 0.07 0.82
Wy.CH, 0.18 1.99
wy.cH, 0.23 2.45
Wg,CH, 0.26 2.68

Wy,CH, 0.30 2.46




4.1.2 Superficial Gas Velocity

A selection of the simulation results are showed in the profiles with varying
superficial gas velocity.
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Figure 4.1.4: Component gas densities with varying superficial gas velocity, vy =
0.04, v¢ = 0.07, vy = 0.1.

The liquid- and gas hold-up is given by equation . When increasing the
superficial gas velocity more gas will be introduced to the system, resulting in
a larger driving force, thus it is expected that more gas is dissolved over the
reactor length. Figure [{.1.4] shows that an increase in the gas velocity from
vy, = 0.04 to vy = 0.07 will give a slight increase in the transferred reactants.
This is shown in the density of carbon dioxide in Figure where the density

is the highest when vy = 0.07.
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Figure 4.1.5: Component liquid density with varying superficial gas velocity, vy =
0.04, v4 = 0.07, vg = 0.1.

With more gas dissolved, the methane and oxygen densities in liquid phase is
increased. Over the reactor, approximately all the methane is consumed by the
bacteria and the methane density approaches zero. With methane being the
limiting substrate the oxygen concentration approaches the same value for all
the gas velocities when the methane concentration is approximately zero. The
effect of changing the superficial gas velocity on the biomass reaction rate is

shown in Figure
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Figure 4.1.6: Reaction rate of biomass with varying superficial gas velocity, vy =
0.04, v¢ = 0.07, vy = 0.1.

For higher superficial gas velocities, the reaction rate will stay high further up
in the column. With vj = 0.07 initially, the superficial gas velocity profile seems
to be divided into two regions, seen from Figure In the first part of the
column, 0-6 m, the reaction rate is approximately constant. This means that
between 0-6 m, the reaction is limited by the cell loading. After 6 m, the reaction
rate decreases. From Figure the methane density approaches zero at this
position. Limited access to methane results in the reaction rate dropping, and
the reaction is said to be limited by the mass transfer. When vy = 0.04 the
low concentration of dissolved methane gives a decrease in the biomass reaction
rate after approximately 1 m.

In table the percentage biomass increase and the biomass production flow
are given, where it is seen that the superficial gas velocity giving the highest
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outlet biomass flow is vy = 0.07.

Table 4.1.2: Change in biomass production, and gas- and liquid hold-up with varying
superficial gas velocity, vy = 0.04, v4 = 0.07, vy = 0.1.

Parameter Fraction wy, x €] €g
[-] kex/b] [-]  [-]
vy 0.03 1.40 0.93 0.07
vy 0.05 1.98 0.89 0.11
v, 0.07 2.44 0.85 0.15
v 0.08 3.02 0.83 0.17

Even though it is desired to increase the superficial gas velocity, there are physi-
cal factor that needs to be taken into account. When increasing the gas velocity
larger bubbles will be formed due to coalescence. It is difficult to avoid coa-
lescence in a system with higher velocities. An increase in the bubble size is
undesirable as larger bubbles will give a lower contact area. If increasing inlet
superficial gas velocity, undesirable challenges that may arise, such as slugging,
needs to be taken into consideration.
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4.1.3 Superficial Liquid Velocity

Varying the superficial liquid velocity will affect the gas hold-up.
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Figure 4.1.7: Component gas densities over the tube with varying liquid velocity,
v; =04, v; =0.6, vy =0.7

It is expected that the mass transfer of methane and oxygen will be higher for
lower superficial liquid velocities, as this will result in a higher gas hold-up. From
Figure it can be seen that for lower superficial liquid velocities the transfer
of methane is increased. The gas density profile for oxygen shows the opposite
trend compared to that of methane. For the oxygen in gas phase the profile
shows that more of the component is transferred for higher superficial liquid
velocities. The explanation is that the mass fraction of oxygen is calculated as
1 =3, wgr, where k # Oz. When the oxygen component is calculated out of
the other component, the small errors from the equations are gathered in the
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mass fraction of oxygen.
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Figure 4.1.8: Component liquid densities with varying liquid velocity, v; = 0.4, v; =

0.6, vi =0.7

With more substrates present it is expected that more ammonia is consumed,
and that the biomass and carbon dioxide concentration is increased. From the
component liquid densities shown in Figure it can be seen that more
methane and oxygen is dissolved for the lowest velocities. In the liquid phase
the small errors are gathered in the water component, as described earlier.
The expected effect of the increased gas hold-up is shown for the liquid oxygen
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concentration, which is higher for lower liquid velocities.
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Figure 4.1.9: Reaction rate of biomass with varying liquid velocity, v; = 0.4, v; =
0.6, vi =0.7

More methane and oxygen is available for lower liquid velocities, and the biomass
production is the highest for v, = 0.4, as seen in Figure[£.1.8] The temperature
and pressure is approximately independent for different superficial liquid veloc-
ities and is approximately equal to the temperature and pressure profiles given
in Figure 4.0.5| and Figure [4.0.4] respectively. These profiles have therefore not

been included.

In table [f.1.3] the effect on the biomass production, the gas- and liquid hold-up,
and the Reynolds number is given, where it is given that the biomass production
on an hourly basis is increased with decreasing superficial liquid velocity.
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Table 4.1.3: Change in biomass production, gas- and liquid hold-up, and Reynolds
number with varying liquid velocity, v; = 0.4, v; = 0.6, v; = 0.7

Parameter Fraction wy, x €] €g Re-107°
(-] kex/h] [-]  [-]  [-]

v 0.4 2.45 0.889 0.111 1.33

v 0.6 1.28 0.923 0.077 1.99

] 0.7 0.98 0.933 0.067 2.33

Based on the simulations, the superficial liquid velocity giving the highest
biomass flow in the outlet is v = 0.4.

There are additional restrictions that needs to be taken into account when
changing the liquid velocity. In order to sustain a turbulent flow the Reynolds
number needs to be high enough. From table [f.1.3] it can be seen that the
Reynolds numbers are in an acceptable interval for all the superficial liquid.
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4.1.4 Inlet Values Biomass

It is by now found that SCP production is mass transfer limited. However, it is
of interest to investigate the effect on the biomass production when increasing

the concentration of bacteria present.
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Figure 4.1.10: Component gas densities with various inlet biomass, wx = 0.02,

wx = 0.04, wx =0.1

It is expected that the increased inlet biomass will not affect the reactants in gas
phase, as the bacteria are only present in the liquid phase. Figure shows
that the mass transfer from gas to liquid phase is not affected by the increased
initial biomass density. A hypothesis was that when the cell concentration is
increased the dissolved gas is consumed faster, thus the driving force will increase
due to the low methane and oxygen concentration in liquid phase. However,

based on Figure this seems not to be the case.
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Figure 4.1.11: Liquid component densities with various inlet biomass, wx = 0.02,
wx = 0.04, wx = 0.1

Increasing the cell loading will result in more bacteria present to utilize the
substrate. From the previous liquid density profiles it has been seen that in the
beginning of the column, the reaction kinetics limited the production. Increasing
the initial biomass density, it is expected that this increase in the methane
density in the beginning of the column will diminish. From Figure it can
be seen that when increasing the initial cell loading to wx = 0.1, the methane
is utilized very rapidly. When the cell loading is decreased to wx = 0.02, the
kinetics is limiting the biomass production, and the methane concentration is
high. Correspondingly, the oxygen concentration is the highest for wx = 0.02.
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Figure 4.1.12: Reaction rate of biomass with various inlet biomass, wx = 0.02,

wx = 0.04, wx =0.1

Figure shows that when increasing the initial biomass there is an increase
in the reaction rate. Figure showing the biomass concentration is mis-
leading as there seems to be no increase in biomass over the reactor length. This
is only due to the scaling of the axis in the figure. The biomass reaction rate
when wx = 0.02 is approximately constant over the first 9 m. This is due to
the kinetics limiting the production, as described above. After 9 m the produc-
tion is limited by mass transfer, and the reaction rate drops. The biomass flow
out of the tube for various initial biomass concentrations is presented in table
[4.1.4] Table [4.1.4] shows that for an increase in the initial biomass, the overall
production is approximately equal. This can be explained by the mass transfer
limitations in the system.
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Table 4.1.4: Change in biomass production with various inlet biomass, wx = 0.02,
wx = 0.04, wx = 0.1

Parameter Fraction wr pio [kgx /h]

Wy, BIO 0.02 2.45
Wy, BIO 0.04 2.46
Wi, BIO 0.10 2.46

If the concentration of bacteria is too high the bacteria might start to flocculate
and hindering mass transfer, as discussed in section [2.1.1} This is an additional
factor that needs to be taken into account before considering increasing the cell
loading.
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4.1.5 Reduced Bubble Size

The bubble size is one of the variables affecting the mass transfer. With the
process being limited by mass transfer, it is desired to investigate the effect on
the biomass production when changing the bubble size.
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Figure 4.1.13: Component gas densities with different average bubble diameter, dy =
2,dp =2/5,dp =25

It is expected that more methane and oxygen is transferred with reduced bubble
size due to increased contact area and thus increased mass flux. From Figure
[£1:13] the methane transferred is the highest with the reduced bubble size. The
oxygen gas density profile shows the opposite trend as that for methane. As
described when discussion Figure [{.1.7] this trend is due to the error gathered in
the oxygen component in gas phase. If not limited by the kinetics, it is to expect
that the carbon dioxide concentration in gas phase will increase with increased
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transfer of the substrates. This can seen from Figure where the largest

carbon dioxide concentration is obtained for a reduced average bubble size.
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Figure 4.1.14: Change in liquid densities with different average bubble diameter,
dy =2,d, =2/5,dp =25

The expected increase in dissolved methane and oxygen for a reduced bubble
size is shown in Figure With an increased mass flux more of the gas is
transferred to the liquid phase. As described earlier, the process is limited by the
transfer of methane. When increasing the mass flux, the methane is no longer
fully utilized over the reactor length, seen from Figure This means that
the process is no longer limited by the mass transfer, but the reaction kinetics.
If increasing the bubble size the mass flux is decreased, and the concentration
of biomass and carbon dioxide is lowered.
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Figure 4.1.15: Change in reaction rate of biomass with different average bubble di-
ameter, dp = 2, dp = 2/5, dp =25

For a high substrate concentration, the biomass reaction rate stay high over
the reactor, seen from Figure and the process is limited by the kinetics.
The low substrate concentration with increased bubble diameter results in the
biomass reacting rate staying low. In table [£.1.5] the biomass production with
varying bubble size is given, showing that the decrease in bubble size gives a
significantly higher biomass production.
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Table 4.1.5: Biomass produced with different average bubble diameter, d, = 2, dp =
2/5, dp = 25

Parameter wr, pio [kgx /h]

dp 2.45
dp -5t 3.81
dy-5 0.70
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4.2 Mass Transfer Coefficient

In order to obtain an accurate prediction of the mass transfer, it is of interest

to investigate the sensitivity to the choice of correlation for the mass transfer
coefficient. Depending on the surfactants present, there are three different sys-
tems of interest; clean-, partly contaminated-, and contaminated systems. The
correlations included are those presented in table 2.1.1] in section 2.1.2]

Clean System

For a clean system four different correlations for the mass transfer coefficient

are implemented.

CH 4 (gas)
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— - - - Higbie

— - - = Brauer, clean

2 4 6 8

CO2 (gas)

0, (gas)

Figure 4.2.1: Gas density for the components for a clean system with use of different

mass transfer coefficients.
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Figure shows that there are deviations in the components transferred with
use of different correlations. The coefficient proposed by Higbie gives the

largest mass transfer, whereas the coefficient by Calderbank et al. ﬂgﬂ for small
bubbles gives the lowest. As discussed earlier, the error is gathered in the
oxygen component in gas phase. It is assumed that that the shift in trend for
the coefficients is caused by this calculation of the oxygen component. With
more substrate transferred to the liquid phase the carbon dioxide concentration

in gas phase increases.
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Figure 4.2.2: Liquid density of the components for a clean system with use of dif-
ferent mass transfer coefficients.

From Figure the small error is gathered in the water component and not
in the oxygen, and result in the correlation by Higbie giving the largest
mass transfer of oxygen. With use of the coefficient by Higbie [20], the methane
concentration is higher in the beginning than what the bacteria can consume.
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Coefficients by Brauer [7] and Calderbank et al. ﬂgﬂ for large bubbles gives a low
mass flux, thus the mass transfer is limiting the production after approximately
2 and 3 m, respectively. The oxygen concentration can be seen to be approx-
imately equal with the coefficient by Calderbank et al. ﬂg[] for small bubbles
and Brauer [7]. With small amount of methane dissolved with the coefficient
proposed by Calderbank et al. ﬂgﬂ for small bubbles, the biomass production is
low. Over the reactor length the methane is approximately fully utilized for all
the correlations.

The effect of the different correlations on the reaction rate of biomass is shown

in Figure [1.2.3]
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Figure 4.2.3: Reaction rate of biomass for a clean system with use of different mass
transfer coefficients.

With the use of correlation by Calderbank et al. ﬂgﬂ on large bubbles and Higbie
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[20], the biomass production is limited by kinetics for the first 3 and 6 m re-
spectively, before the mass transfer starts to limit the process. Use of the mass
transfer coefficients by Brauer [7] and Calderbank et al. [9] on small bubbles,
results in the process being mass transfer limited almost immediately. It should
be noted that even though the methane concentration is very low, shown in
Figure there is still production of biomass. In table the biomass
production on an hourly basis is given, and it can be seen that the choice of
mass transfer coefficient strongly affects the production.

Table 4.2.1: Biomass production for a clean system with use of different mass transfer
coefficients.

System  Mass Transfer Coefficient wy, x [kg'X/h]

Clean Calderbank, small 1.00
Clean Calderbank, large 2.54
Clean Higbie 3.01
Clean Brauer 2.24

Partly Contaminated System

In the SCP process the fermentation broth contains salt and minerals. The
system will therefore most likely be a partly contaminated or a contaminated
system.
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Figure 4.2.4: Component gas densities in gas phase for a partly contaminated system
with use of different mass transfer coefficients.

Figure shows that the mass transfer of methane is highest with the use
of the expression by Clift et al. [10]. More carbon dioxide is transferred to the
gas phase with use of the coefficient by Clift et al. , as more substrate will
be available in the liquid phase. The shift in the correlations for the oxygen

component is explained earlier.
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Figure 4.2.5: Liquid component densities for a partly contaminated system with use
of different mass transfer coefficients.

The coefficient suggested by Clift et al. |10] gives the highest concentration of
methane and oxygen, shown in Figure [£:2.5] Therefore, with the process being
limited by methane dissolved, the biomass concentration is the highest with
use of this correlation. The difference in biomass concentration for the two
coefficients is small, however significant regarding the overall production.
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Figure 4.2.6: Reaction rate of biomass for a partly contaminated system with use of
different mass transfer coefficients.

The reaction rate of biomass is higher with the expression by Clift et al.
compared to that by Brauer due to the substrate concentration in liquid
phase. From Figure it can be seen that the mass transfer limit the produc-
tion after approximately 7 m, with coefficient by Clift et al. . The biomass
flow rates are given in table showing that choosing one coefficient over
the other could potentially under/over estimate the bio-production.
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Table 4.2.2: Biomass production in a partly contaminated system with use of differ-
ent mass transfer coefficients.

System Mass Transfer Coefficient wp x [kgx/h]
Partly Contaminated Clift 2.85
Partly Contaminated Brauer 2.17

Contaminated System

Four different correlations for the mass transfer coefficient for a contaminated
system have been included in the simulations.
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Figure 4.2.7: Component gas densities with different correlations for the mass trans-
fer coefficient for a contaminated system.

76



It can be seen from Figure that the methane transfer from gas to liquid
phase is highest with use of the correlation by Brauer . The other correlations
shows a very similar mass transfer of methane. Regarding the oxygen density
profile, it is approximately the same for all the correlations. The carbon dioxide
concentration in gas phase is the highest for Brauer due to more methane
dissolved.
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Figure 4.2.8: Component liquid densities with different correlations for the mass
transfer coefficient for a contaminated system.

For a contaminated system, the highest concentration of dissolved methane is
obtained with used of the coeflicient by Brauer (7], seen in Figurem Thus the
coefficients by Brauer [7] results in the highest production biomass and carbon
dioxide. The methane has not been fully utilized with either of the correlations,
however the concentrations are low. Regarding the oxygen component in liquid
phase, this shows that Hughmark gives the largest oxygen concentration.
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Based on the trends for the clean and contaminated system, where the coefficient
giving the highest mass transfer of methane also gives the highest mass transfer
of oxygen, this is a deviation.

-3
x 10
25 T T T T T
Bird

N Hughmark

1 N .

' S~ - - - - Froessling
: S - - - - Brauer, cont
-
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Figure 4.2.9: Reaction rate of biomass with use of different mass transfer coefficients
for a contaminated system.

In Figure there are deviations in the biomass reaction rate due to the
varying substrate concentrations. Notice that the highest value for the reaction
rate for Bird et al. is lower than the lowest value for the reaction rate by
Brauer . This clearly affects the biomass production given in table
where the production is over three times higher with use of the correlation by
Brauer [7] as that by Bird et al. [3].
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Table 4.2.3: Biomass production with use of different mass transfer coefficients for
a contaminated system.

System Mass Transfer Coefficient wp, x [kgx/h]
Contaminated Bird 0.58
Contaminated Hughmark 1.31
Contaminated Froessling 0.89
Contaminated Brauer 1.88

Coefficient for Turbulent Flow

Mass transfer coefficients for turbulent flow have been implemented in the SCP
reactor model, when it has been assumed that the turbulence is caused by wall
friction. The profiles for the gas- and liquid densities, and the biomass reaction
rate are given in appendix [A-2]

From the reactor simulations it was found that the mass transfer with use of the
coefficient when small eddies dominates the surface renewal, gave significantly
higher mass transfer. With much higher substrate concentrations available for
the bacteria, the coefficient for the small eddies gave a larger biomass produc-
tion, given in table ?7.

Table 4.2.4: Biomass production with varying mass transfer coefficients for turbulent
flow.

Turbulence by Mass Transfer Coeflicient wp, x [kgx /h]

Wall friction k1, smatl 2.400
Wall friction K targe 0.560

Based on the large differences in mass transferred for the assumption of the
small or large eddy domination, knowledge about the domination is needed in
order to choose the most proper coefficient. It should be noted that there are
coeflicients in the literature that takes into account the surface renewal by both
small and large eddies. A correlation when both eddy types are taken into
account is proposed by Han et al. [17].

Choice of Mass Transfer Coefficient
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For each of the water systems the highest and lowest percentage biomass pro-
duction for each system is given in table

Table 4.2.5: Highest and lowest biomass production obtained with use of different
mass transfer coefficients for a clean, partly contaminated, and contam-
inated system.

Production System Mass Transfer WL, x
Coefficient [kgx /h]
High Clean Higbie 3.01
High Partly Contaminated  Clift 2.85
High Contaminated Brauer 1.88
Low Clean Calderbank, small 0.996
Low Partly Contaminated Brauer 2.17
Low Contaminated Bird 0.58

Table shows that the variations in the biomass production are large. From
the process simulations the coefficients resulting in the largest biomass pro-
duction for a clean, partly contaminated, and contaminated system are, re-
spectively; Brauer 7] on a clean system, Clift et al. [10], and Brauer [7] on a
contaminated system.

If comparing these three correlations to the measurement data in Figure [2.1.
and Figure [2.1.8] it can be seen that the coefficient by Brauer [7] on a clean
system fits the measurement data by Calderbank et al. |9] relatively well for
bubble sizes 0.8 — 2.0 mm. As the bubbles in this specific process is assumed to
have an average value of 2 mm, this correlation is concluded to be suitable for
a clean system.

From Figure it can be seen that the correlation by Clift et al. [10] fits the
measurement data by Motarjemi et al. [28] quite well for bubbles of size 0.5—1.0
mm. For a partly contaminated system the correlation by Clift et al. [10] gave
the highest biomass production. The coefficient by Brauer [7] used on a partly
contaminated system gave a high production, but the coefficient did not fit the
experimental data in Figure 2.1.8

In the case of a contaminated system, the process simulations showed that
the coeflicient by Brauer 7] used on a contaminated system gave the highest
biomass production. However, as can be seen from Figure this correlation
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deviates from the experimental values. In the article by Olsen et al. [29] it
was found that for a contaminated system the correlation by Hughmark [21]
did fit the measurement data by Olsen et al. [29] well. Table shows that
the production rate of biomass is relatively high with the use of the coefficient
by Hughmark [21]. The experimental data are found in laminar flow, thus
the coefficients for turbulent flow is not compared to the measurement data.
As described above, choosing one of the coefficients for turbulent flow used in
the reactor simulations, demand knowledge about the eddy domination of the
surface renewal. In addition, in this work the coefficients for turbulent flow are
based on the turbulence being caused by wall friction.

81



4.3 Conclusion SCP

Based on the SCP reactor simulations it is found that the process is strongly
mass transfer limited. Keeping the contact area high by ensuring small bubbles
in the reactor, will give an increased mass transfer. Optimization of variables
such as the inlet gas and liquid superficial velocities will increase the mass
transferred as the bubbles will stay in the solution for a longer period of time.
Investing time on optimizing the operating parameters can therefore be benefi-
cial.

In order to have an accurate model for SCP production the mass transfer co-
efficient and the bubble size should be well represented. It is found that there
are larger variations in the mass transferred with various choices of the mass
transfer coefficient. Many of the correlations implemented in the SCP model
in this work is dependent on the bubble diameter. Assuming constant bubble
size therefore introduces a potentially large weakness in the model. A precise
representation of the bubble size distribution in the reactor should be included.
With the sensitivity to the choice of the mass transfer coefficient in SCP simu-
lations, experimental data for the specific process is necessary in order to find
a representative coefficient.
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Chapter 5

Modeling of a Single Bubble

The SCP reactor simulations showed that the process is limited by mass transfer.
This means that the mass transfer is the most critical part of the bio-reactor
model. To improve the accuracy of the mass transfer model it is necessary to
develop a model that takes into account the time rate of change in the bubble size
and the mass transfer coefficient. In this part the mass transfer in a single bubble
rising in a column containing water of different qualities, will be modeled. By
different water qualities means water with different concentration of surfactants.
The aim is to develop a model that can be used as a basis when choosing or
developing mass transfer coeflicients based on experimental data.
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Figure 5.0.1: Single gas bubble rising in a vertical tube containing water. The wa-
ter types used will vary from being clean, partly contaminated and
contaminated

Figure[5.0.1| shows a schematic of a single gas bubble rising in a vertical column
filled with water. The column has a length of 2 mm and an inner diameter
of 0.14 m. In the beginning of the tube there is a nozzle which inserts the
single bubble. The temperature is assumed to be constant at 25° C, and the
outlet pressure is 1 bar. As the bubble rises the bubble size will change due
to components transferring between the phases. Additionally, there will be a
pressure drop over the column affecting the bubble size. It is assumed that a
low bubble rise velocity will result in the bubble not breaking up into smaller
bubbles.

The bubble will be introduced to three different water systems; clean, partly
contaminated and contaminated. Four different gases will be used; CHy, Oa,
COg3, and Nj. The choice of mass transfer coefficient for the clean, partly
contaminated and contaminated system, is based on the results from the SCP
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reactor simulations. Several of the correlations for the mass transfer coefficient
is dependent on the bubble size and is therefore varying with time. The mass
transfer coefficients used in the simulations are given in table

Table 5.0.1: Correlations for the mass transfer coefficients used in the single bubble

simulations.
System Mass Transfer Coefficient
Clean kp =2+ 0.015Re%895¢c0-7 (d%,)

Partly Contaminated k= —Z5 Re'/2Sc!/? (5’;)

2.89 1/2
(1 o (maw(2.8§,(Rel/2))))
Contaminated kr =2+ 0.95Rel/2Sc1/3 (%)

In addition, to investigate the sensitivity of the system to the time dependent
mass transfer coefficients, the correlations for the coefficient presented in section
table for a laminar system, are going to be simulated for an air bubble.

The following four cases will be investigated:
- CHy (g) and N (g)
+ 02 (g) and N (g)
- CO3 (g) and No (g)
- N3 (g), CO2 (1) and HyO (1)

5.1 Mathematical Model

In the SCP simulations an Eulerian model description was used where only a
fixed control volume in a given point was studied. For the rising single bubble
a Lagrangian model description is used where the control volume follows the
bubble as it rises. Mass balances are formulated for the gas- and the liquid
phase, and the time dependent bubble velocity is described by the momentum
balance. The liquid phase will only be included in the model when there is
dissolved gas in the liquid initially. It is assumed that the liquid velocity is zero,
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the liquid density is constant, and the liquid pressure can be expressed by the
static pressure, where the pressure will only vary with the height of the column.
The gas inserted into the system is assumed to be ideal. As the bubble rises in
the axial direction, the r- and 6 coordinates are neglected. With a low rising
velocity it is assumed that the single bubble does not break up into smaller
bubbles.

Initial values for the rising bubble is given in table

Table 5.1.1: Initial values used for a gas bubble rising in a column.

Parameter Value Inlet Unit

Win 0.0 Hl/S
dp,in 1073 m
Vgiin 5.24 10710 m?
Piout 105 Pa

5.1.1 Pressure

The liquid pressure in the column does only change with the column height, z.
To express the liquid pressure, pr,, the static pressure equation is used:

dpr
— = —¢ 5.1.1
Ep LPLY (5.1.1)
It is assumed that the liquid velocity is approximately zero, thus €7, ~ 1. Inte-
grating equation ([5.1.1]) over the column length where the pressure at the top of
the tube, pou: = 1 bar results in the following expression for the liquid pressure:

prL(2) = pout + prgz (5.1.2)

The liquid and gas pressure can be related through the Young-Laplace equation
[22):
—20
Ap = - (5.1.3)

where Ap is the difference between the gas and the liquid pressure, o is the
surface tension, and r is the bubble radius. Solving for the gas pressure in
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equation ([5.1.3)) gives:

Pg— DI =—— (5.1.4)

where dp is the bubble diameter.

For the bubble size range used in the simulations, the right hand side of equation
[(.1.4)is very small compared to the liquid pressure, and it is assumed that the
gas pressure equals the liquid pressure:

Pg =P (5.1.5)

5.1.2 Total Mass

To express the change in total mass, the following equation can be used:

d .

p (pr) = —mpA (5.1.6)
Here it has been assumed that the density inside the bubble is uniform, that
there is mass transfer out of the bubble, and that there are no concentration
gradients along the surface. These assumptions are also made for the species
mass balance and the momentum balance. The mass flux can be expressed as:

. " k. ww M
my = ZkL,k:(pk,l = Pr1) = Z (L’k]k{’ipgg - Pzwk,l) (5.1.7)
K k

If it is assumed that the concentration of component k in the liquid phase is
negligible the total mass flux becomes:

. . kr rw M,
Ty, = Z kL kpri = Z = ]k{ipg ’ (5.1.8)
k k

Assume ideal gas results in the following equation for the volume:

V. AV {Mgdpg " Pngg] (5.1.9)

dt - p, pgs |[RT dt = RT dt

The complete derivation of the total mass is given in Appendix
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5.1.3 Species Mass Balance

The species mass balance is formulated for the gas- and liquid phase.
Gas Phase

The change in mass of component A can be given by the following equation:

d .
o (pagV) = —1haA (5.1.10)

dw d dv ;
Vg d?g +Vwa, ;tg T pAg at —rmad (5.1.11)

The mass flux of component A can be expressed as:

ha =kpa(pay — pat) (5.1.12)

An assumption of negligible concentration of component A in liquid phase, re-
duces 5113 to: _
kp,awa,gpg My

i (5.1.13)

ma =krapa, =

Solving for the species mass the following equation is obtained for the rate of
change of specie A in gas phase:
de,g —mAA wAmbA

= .1.14
ik Ve, TV (B-114)

where the total mass flux is given by equation (A.9.45)).

For the full derivation of the species mass balance for the gas phase see appendix
1A.9.2)

Liquid Phase

The change in mass of component A in the liquid phase can be written as:

d .
7 (PaaV) = 1A (5.1.15)

where the gas is transported from the gas phase to the liquid phase, thus the
positive mass flux given by equation 5.1.13] The derivation of the mass change

88



in liquid phase is the same as for the gas phase, only that the liquid density and
the liquid volume is assumed constant, in addition to the positive mass flux.
Thus the change of mass in liquid phase can be expressed as:

Vipi—2* = 1haA (5.1.16)

with the liquid volume, Vj, given by the volume of the column:

w:%ﬁl (5.1.17)

where d, is the diameter and [ is the length of the tube.

5.1.4 Momentum Balance

An assumption of uniform density inside the bubble and no concentration gradi-
ents along the surface, gives the following equation for the momentum balance:

d(mgwy)

T —myg — MgV, A+ (Fp + Fp)A (5.1.18)

where mgyg express the gravity force, Fp is the drag forces, Fg is the buoyancy

forces, v, = wy, and the gas mass flux is out of the bubble.

The drag forces are given by:

1
Fp = iCDpl|wT|wTA (5.1.19)

where the relative velocity, w,., is given by:

Wy = Wy — Wy (5.1.20)

As the liquid velocity is assumed to be zero, the relative velocity is equal to the
gas velocity.

The bouyancy forces are given by:

FB = Vplg (5121)
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With the expressions for the drag force and bouyancy forces from equation
A9.35] and [5.1.21] respectively, the expression for the change in velocity be-
comes:

W
kR ek (5.1.22)

From equation[5.1.22]it can be seen that when the forces are in equilibrium there
is no change in the velocity. The total derivation of the momentum balance is
given in appendix

5.1.5 Bubble Diameter

When deriving the equation for the change in bubble diameter, the same as-
sumptions regarding the density inside the bubble and the concentration gradi-
ents can be done as for the total mass, component mass and the velocity. This
gives the following equation for the change in bubble diameter:

d(db) - 7277"11,14 db dpg

= - 5.1.23
dt ndip,  3pg dt ( )

Inserting for the change in gas density, equation (A.9.14)), found when deriving
the change in volume in appendix gives:

d(db) o —27’hb _ db (pg dMg + ]\Zgldpg>

dt ~  p,  3py, \RT dt ' RT dt

(5.1.24)

where the gas pressure is expressed by equation (5.1.5)).

It should be noted that equation (|5.1.24)) is not an independent equation. As an
alternative the bubble size could be found by using the volume obtained from
the total mass balance and inserted into the following equation for the bubble
volume:

V= %df; (5.1.25)

5.1.6 Implementation

The solution method used in the simulations of a single bubble is the same
as for the SCP production, the orthogonal collocation method. In this section

90



the placement of the terms in the equations presented above will be given. In
addition the experienced implementation difficulties will be discussed.

Momentum Balance

The time derivative and the drag coefficient were placed in the A-matrix. The
gravitational forces and the buoyancy forces were placed in the F-vector. This
was found to give the most diagonally dominant A-matrix. In order to place
the drag force in the A-matrix it had to be linearized, where the last iteration
value for the velocity was used.

Species Mass Balance

Species mass balances for the components were solved separately. The change
in the mass fraction and the component mass flux were placed in the A-matrix.
The total mass flux was placed in the F-vector.

Total Mass

In the total mass balance the time derivative of the volume and the change in
gas density were placed in the A-matrix. The total mass flux was placed in
F-vector.

Maximum Time

The time it takes the bubble use to move from the bottom to the top of the
column varied for the different systems. The length traveled was compared to
the time used, and the the maximum time was adjusted if needed such that the
time corresponded to the bubble traveling 2 m.

Implementation Difficulties

There were initially some problems when solving for the velocity. This was
found to be due to the initial guess being equal to the inlet value, w;, = 0. As
the bubble accelerates very fast in the beginning of the column, the solution
was far away from the guessed value. Numerically the solution reaches a local
minimum and gives the wrong solution value. To solve this, the guesses should
be different from the initial value for the internal solution points.

In the simulation of the carbon dioxide and nitrogen bubble, the initial mass
fractions was first chosen to be wco, = 0.4 and wy, = 0.6. With these initial
values the mass fractions did not sum to one. The initial mass fractions were
changed to be wco, = 0.1 and wy, = 0.9. This gave solutions where ), wy, 4 =
1. The reason for the mass not being conserved can be explained by the solubility
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of carbon dioxide in water. With the carbon dioxide dissolving very fast in the
liquid, approximately all the gas transfers from the bubble over the column.
This means that when using the initial value of wco, = 0.4 as guess for all the
solution points, the solution value will be far away from the guess. If it is desired
to increase the initial mass fraction of carbon dioxide, it is necessary to guess
solution values with care. This was done for the carbon saturated water-case,
where the change in mass fraction of carbon dioxide in gas phase was large.
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Chapter 6

Results Single Bubble

In this section, the results of the single bubble model will be presented. The
section will start out by noting an error with the implementation.

When the single bubble model was implemented in MATLAB, a mistake were
made in the expression for the area of a bubble. The area was written as
A = nd? /4, instead of A = wd?. It should be noted that the model equations
themselves given in section [5.1| are not wrong. Thus the contact area used in
the reactor simulations included a mis-scaling by a factor of 4. It is expected
that this will not affect the comparison between the water systems, as all the
systems will be affected by the same mis-scaling. Due to the detection of the
bug at a late stage, the single bubble model is not simulated with the correct
implementation. However, to show the effect of using the correct bubble area, a
bubble containing 20% methane and 80% nitrogen was simulated by use of the
correct and incorrect bubble area.
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Figure 6.0.1: Oxygen and nitrogen gas densities with use of the correct and incorrect
bubble area. The profiles with the correct bubble area are denoted
as CHy,system,new, where system = clean, partly contaminated and
contaminated. The profiles with the incorrect bubble area are denoted
as CHy,system,old, where system = clean, partly contaminated and
contaminated.

With an increase in the contact area with a factor of 4, it is expected that more
of the gas is dissolved. From Figure [6.0.1] it can be seen that with the correct
expression for the bubble area, more of the oxygen is transferred for all the
systems. The nitrogen component for all the systems regardless of the right or
wrong bubble area, shows the opposite trend regarding the mass transfer as that
of oxygen. Figure [6.0.1] shows that especially the partly contaminated system
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Figure 6.0.2: Bubble diameter and terminal velocities with use of correct and incor-
rect bubble area. The profiles with the correct bubble area are denoted
as clean,new, partly contaminated,new and contaminated,new. The
profiles with the incorrect bubble area are denoted as clean,old, partly
contaminated,old and contaminated,old.

With more of the gas transferred for the correct bubble area, the bubble size
decreases, as shown in Figure For the wrong bubble area, the mass transfer
is smaller than the change in in pressure and composition, thus the diameter
increases, seen from equation . For the partly contaminated system the
mass transfer is approximately equal to the pressure and composition change,
thus the bubble diameter is approximately constant. From Figure [6.0.1] it can
be seen that the mass transfer is much larger than for the old bubble area. With
the bubble diameter decreasing for the new bubble area, this means that the
mass transfer is larger than the change in pressure and composition. The change
in bubble size affects the drag coefficient, thus affecting the velocity. With the
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decrease in bubble size seen in Figure the velocity is decreased.

From Figure and Figure[6.0.2]it is seen that the correct implementation of
the bubble area affects the result. Thus new simulations with the new bubble
area should be performed. Nevertheless, it is expected that the overall trends
of the presented results is still valid.

6.1 Oxygen and Nitrogen

Initially the column is filled with water of different qualities and an air bubble
containing wo,,q = 0.21 and wy, g = 0.79 is introduced.
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Figure 6.1.1: Change in gas velocity and bubble size over the tube for a bubble
containing initially 21% oxygen and 79% nitrogen.
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The bubble size is expected to decrease as the gas is transported out of the
bubble. However, as the bubble rises there will be a pressure drop over the
column resulting in the bubble expanding. The change in bubble size can be
seen from Figure With the net increase in bubble size this indicates that
the the pressure loss and change in composition is larger than the mass flux,
seen from equation . From Figure the bubble diameter for the
partly contaminated system is approximately constant, which can be explained
by the same principle as above.

It is expected that the velocity for a rising bubble in water will decrease with
increasing concentration of surfactants. In figure the bubble accelerates
fast in the beginning of the column. This is due to the forces not being in
equilibrium in the first part. When the drag force and the gravitational force,
which is working in a downwards direction, and the buoyancy forces lifting the
bubble, are in equilibrium, a terminal bubble velocity is reached. If the bubble
size changes the system adjust and a new terminal velocity may be reached.
The volume change in the clean system causes the terminal velocity to increase
slightly. As expected, the velocity in the contaminated system, with the highest
concentration of surfactants, is the lowest. For the partly contaminated system
the bubble velocity is increased compared to the contaminated one, due to
less surfactants present. With no surfactants present in the clean system, the
velocity is the highest.
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Figure 6.1.2: Component gas densities for a bubble containing initially 21% oxygen
and 79% nitrogen.

In a partly contaminated and a contaminated system, the surfactants can accu-
mulate near the bubble and by this hinder mass transferring. It is therefore to
be expected that more of the gas will dissolve for a clean system compared to
the contaminated systems.

As seen in Figure the mass transfer of oxygen is the highest for the partly
contaminated system. For the clean and contaminated system the difference in
oxygen transfer is relatively small. The hypothesis was that the clean system
would give the highest mass transfer rates. However, when surfactants are
present in the solution this will reduce the bubble velocity, as shown in Figure
This results in the bubbles staying in the column for a longer period of
time and there will be more time for the gas to dissolve. By this explanation
the contaminated system should have a larger mass transfer than the clean
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system and the partly contaminated one. In a contaminated system there will
be more surfactants present than in a partly contaminated one. Even though
this will result in a lower rise velocity this will also result in more surfactants
surrounding the bubble. By these physical explanations, the result of the partly
contaminated system giving the highest mass transfer of oxygen seems to be a
valid result.

For the nitrogen component in Figure [6.1.2]it can be seen that the partly con-
taminated gives the lowest mass transfer of the three systems. This was not
expected, as the largest mass transfer of oxygen was obtained in the partly con-
taminated system. Figurel|6.1.3|shows that the coefficient for nitrogen is slightly
smaller than for oxygen. However, the coeflicient is larger than for the clean and
contaminated system, thus the transfer of nitrogen for the partly contaminated
system is expected to be the largest. Seen from Figure[6.1.2] this is not the case.
A possible explanation to this trend is that the mass transfer coefficients used
for the clean and contaminated systems are relatively similar, when Re — 0,
k;, — 2. The mass transfer coeflicient used for a partly contaminated system,
proposed by Clift et al. [10], is deviating from those by Brauer [7] and Hugh-
mark [21], where an additional part is included in the correlation. There could
be that when using the coefficient by Clift et al. [10] in this specific model, the
coefficient is not physical. Further investigation of the coefficient for a partly
contaminated system is therefore needed.

99



<10 Mass Transfer Coefficient

7 T T T T T T T T T
’> ________________________________________ kL,OZ’ clean H
kL,Oﬁ’ part
o kL,OZ‘ cont
e kL,N , clean
A k|
o kL,N , cont
Y S e e e e 3
£
-&j 3 _
20 _
1 _
0 I I I I I I 1 1 1
0 0.2 0.4 0.6 0.8 1 1.2 1.4 1.6 1.8 2

z [m]

Figure 6.1.3: Mass transfer coefficients for a bubble containing initially 21% oxygen
and 79% nitrogen.

From Figure the mass transfer coefficient for the partly contaminated sys-
tem is found the be significantly larger than those for the clean and contaminated
system.

Table 6.1.1: Oxygen and nitrogen transferred from an air bubble containing 21%
oxygen and 79% nitrogen for different water systems.

System Oxygen Nitrogen Volume
transferred [%] transferred [%] change [%)]
Clean 20.7 15.5 114
Partly Contaminated 27.0 14.0 0.03
Contaminated 21.3 15.2 10.0
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Table shows that the percentage transfer of the oxygen is affected by the
system, whereas the transfer of nitrogen is very similar. Note that this is the
percentage transfer of the 21% oxygen and 79% nitrogen in the bubble.

As described above, the trend of the partly contaminated system could be due
to use of the mass transfer coefficient by Clift et al. . To investigate the
effect of using the same correlation on all systems, the coefficient proposed by
Brauer [7] has been used on all the systems. The systems will deviate from each
other through the expressions for the drag coefficient.

It was found that the gas transferred is approximately equal for all the systems
with use of the same correlation, for both the components. Profiles for the
component gas densities, velocity, and bubble diameter with use of the same
coefficient are given in appendix
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Figure 6.1.4: Mass transfer coefficients with use of the correlation by Brauer H
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Using the correlation proposed by Brauer [7] for a partly contaminated system
result in a reduced value for the coefficient compared to that by Clift et al. [10].
The component densities is found to be approximately equal for all the systems,
which deviates from the results obtained by use of the coefficient proposed by
Clift et al. [10]. This shows the importance of using an accurate correlation
for the specific process in order to obtain a precise representation of the mass
transfer. Additional figures for the gas volume, pressure and mass fractions for
the air bubble are given in appendix

6.1.1 Constant and Varying Volume

From table[6.1.1]it was found that the change in the volume was relatively small
for the systems. In the article by Bishof et al. [4], where the oxygen transfer of a
single bubble for different water systems was investigated, it was assumed that
the gas volume is constant over the column. Assuming constant volume means
that the mass transfer coefficients dependent on the bubble size, will lose this
representation.
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Figure 6.1.5: Component gas densities for a bubble containing initially 21% oxygen
and 79% nitrogen, for both constant and varying bubble volume.

From Figure the change in the component gas density is seen to be in-
dependent of the bubble volume. This means that the volume changes for the
clean and contaminated systems, given in table[6.1.1] are insignificant, and does
not affect the mass transfer. It should be noted that this conclusion is made for
bubbles in the size range as the one in this work, for other bubble sizes this is
not necessarily the case.
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Figure 6.1.6: Bubble velocity and diameter for a bubble containing initially 21%
oxygen and 79% nitrogen, for both constant and varying bubble vol-
ume.

It should be noted that the points for the clean and partly contaminated system
does not show in Figure[A-3.2] as they lie under the profile for the contaminated
system. With the component gas densities being equal, it is the change in
volume that causes the variations between the systems for the terminal velocity.
For a clean system the terminal velocities are deviating, due to the increase
in volume being of a significant value. A slight increase is also seen for the
contaminated system. In the discussion of Figure [6.1.1] it was stated that the
change in velocity of the air bubble was due to the change in both gas density
and volume. By Figure[A.3.2]it seems that for this specific system, the increase
in terminal velocity is due to the change in volume.
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Mass transfer coefficients for a bubble containing initially 21% oxygen

and 79% nitrogen, for both constant and varying bubble volume.

With the mass transfer coefficient being dependent on the terminal velocity
and the bubble size, it is to be expected that the variation in bubble size and
velocities will cause deviations for the constant and varying volume assumptions.
Figure[6.1.7|shows that there are only deviations in the coefficient for the clean
system. This can be explained by the terminal velocity, seen in Figure
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Table 6.1.2: Oxygen and nitrogen transferred from a bubble containing initially 21%
oxygen and 79% nitrogen, for both constant and varying bubble volume.

System Oxygen Nitrogen
transferred (%] transferred [%]
Clean 20.7 15.5
Partly Contaminated 27.0 14.0
Contaminated 21.3 15.2
Clean, AV =0 20.8 15.5
Partly Contaminated, AV =0 27.0 14.0
Contaminated, AV =0 21.5 15.2

Seen from table [6.1.2] the percentage oxygen transferred is not affected signifi-
cantly with the assumption of constant gas volume. Based on these findings, for
the bubble size range used in this work, the assumption of constant gas volume
is a good assumption. However, it should be noted that the change in bubble
size will only be caused by mass transfer, pressure variations and change in com-
position, as only one bubble is modeled. In a multi-bubble system additional
mechanisms like coalescence and breakage can cause the bubbles to change size.
This means that the bubble sizes can be much larger and smaller than the size
range in this work. Assuming a constant gas volume could therefore poten-
tially induce weaknesses in the model. The mass fractions, pressure and volume

profiles are given in appendix

6.2 Methane and Nitrogen

A rising bubble containing methane (40%) and nitrogen (60%) has been sim-
ulated. The mass transfer of methane and nitrogen was found to result in the
same trends as the air bubble in section[6.1] and the profiles are therefore given
in appendix The solubility of oxygen is higher than that of methane, and
it is expected that less methane dissolve compared to oxygen. However, as the
inlet methane density in the bubble is higher than for oxygen in the O9-Na-
case, the driving force will be larger. The nitrogen component shows the same
trend as the air bubble, however, less nitrogen is dissolved due to lower initial
component density.
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In the clean and contaminated system the bubble diameter increases. The
bubble size in the partly contaminated system decreases over the column, as
the mass flux is larger than the pressure loss and change in composition, given
by equation [5.1.24

The decrease in the bubble diameter is of a size that cause the terminal velocity
to decrease. In addition the gas density could affect the terminal velocity, even
though this was not the case for the air-bubble. The increase in bubble diameter
for the clean and contaminated system results in the terminal velocity increasing.

Table 6.2.1: Methane and nitrogen transferred from a bubble containing 40%
methane and 60% nitrogen.

System Methane Nitrogen
transferred [%] transferred [%]

Clean 19.2 13.4

Partly Contaminated 23.2 8.5

Contaminated 19.4 13.1

Table [6.2.1] shows the percentage methane and nitrogen transferred. Note that
this is the percentage transfer out of the initial 40% methane and 60% nitrogen.
The component gas densities, mass fractions, the pressure, and volume profiles

are given in appendix

6.3 Carbon dioxide and Nitrogen

A bubble containing 10% carbon dioxide and 90% nitrogen has been simulated.
Carbon dioxide has a much larger solubility in water than methane and oxygen.
It is therefore expected that more of the component dissolves during the time in
the column. The simulation results showed that carbon dioxide dissolves very
rapidly, and after 2 m there is little carbon dioxide left in the bubble. For a
partly contaminated system, approximately all the carbon dioxide is transferred.
The carbon dioxide containing bubble shows the same trends as the O3-Ny and
CH4-Ng bubble. However, in the beginning of the column the nitrogen density
for the partly contaminated system shows a jump before it starts to decrease.
An explanation to this could be the unphysicality discussed in section [6.1} and
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as stated the coefficient for a partly contaminated system needs to be given
extra concern in future modeling work. Examples on further investigation is to
look at the effect of the Reynolds number. Investigating individual effects of
the terms in the correlations could reveal underlying causes.

Table 6.3.1: Carbon dioxide and nitrogen transferred from a bubble containing 40%
carbon dioxide and 60% nitrogen.

System Carbon dioxide Nitrogen
transferred [%]  transferred [%)]

Clean 84.0 4.1

Partly Contaminated 99.1 3.0

Contaminated 87.4 3.7

Table [6.3.1] shows that approximately all the CO5 dissolves in the water for
the partly contaminated system. The profiles for the bubble containing carbon
dioxide and nitrogen are given in appendix

6.4 Nitrogen Bubble in Carbon dioxide Satu-
rated Water

Initially the column contains water saturated with carbon dioxide, wco,,; =
0.0015. A bubble containing nitrogen is then introduced. As the carbon dioxide
will transport between the phases, both phases are taken into consideration in
the simulations.
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Figure 6.4.1: Component gas densities for a bubble containing initially 100% nitro-
gen rising in a tube with carbon saturated water.

With the initial concentration of carbon dioxide in the gas being zero, the driving
force will be very large. This results in the carbon dioxide transferring from the
liquid to the gas phase rapidly. Figure shows that the largest transfer
of carbon dioxide and nitrogen is obtained in the partly contaminated system.
With the water only staying in the liquid phase at 25° C, the evaporation is
neglected.
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Figure 6.4.2: Component gas densities for a bubble containing initially 100% nitro-

gen rising in a tube with carbon saturated water.

As the carbon dioxide transfer to the gas phase, the mass fraction of carbon
dioxide increases. The mass fractions in the clean and the contaminated system
are approximately equal. With higher mass transfer of the carbon dioxide and
nitrogen for a partly contaminated system, the mass fractions increases and

decreases the most for this system, shown in Figure [6.4.2
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Figure 6.4.3: Bubble diameter and velocity profiles for a bubble containing initially
100% nitrogen rising in a tube with carbon saturated water.

The carbon dioxide transferring into the gas phase results in the bubble size
increasing. Compared to the cases with oxygen, methane and carbon dioxide in
the gas phase initially, the bubble diameter is increased largely due to carbon
dioxide transferring from the liquid to the gas phase.

In section the reproduced profiles by Olsen et al. [29], Figure shows

the variation in the terminal velocity and the drag coefficient with varying bub-
ble size. With the increase in the bubble diameter being relatively large for
the N2-COx(1)-H30-case, compared to the O2-No, CHy-N3, and CO3-Na-cases,
this will cause a larger effect on the velocity. The terminal velocities in Figure
6.4.3] shows the same trends for a clean and partly contaminated system as the
terminal velocity in Figure Note that Figure shows the velocity over
the column length, whereas Figure [2.1.6] shows the the velocity as a function
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of bubble size. Comparing the bubble size at 0.5 m to the velocity in Figure
for the clean system, it can be seen that the bubble diameter being ap-
proximately 1.3 mm matches the bubble diameter for the shift in Figure
The shift in the terminal velocity is due to the bubbles transforming from a
spherical to a non-spherical shape. For a contaminated system there is no shift.
Regarding Figure the shift from spherical to non-spherical bubbles for a
contaminated system found by Olsen et al. , occurs for d, > 3 mm. The
bubble size for the contaminated system is 1.5 mm in the end of the column,
thus the bubbles will not exhibit this transformation.

<10 Mass Transfer Coefficient

8 T T T T T T T T T

0 02 04 0.6 0.8 I 12 1.4 1.6 1.8 2
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Figure 6.4.4: Mass transfer coefficients for carbon dioxide and nitrogen initially
100% nitrogen rising in a tube with carbon saturated water.

The effect of the change in terminal velocity is shown in the mass transfer
coefficients in Figure With a shift in the terminal velocity there will be
a shift in the mass transfer coefficient. Additional profiles for the liquid mass
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fractions, velocity and pressure are given in appendix

6.5 Various Mass Transfer Coefficients

With the sensitivity to the choice of correlation for the mass transfer coefficient
in section[6.1] it is of interest to simulate the air bubble with various expressions.
The correlations for laminar flow from table 210 will be used.

Clean System

The profiles for various mass transfer coefficients shown in Figure [6.5.1] can
be seen to give significantly different mass transfer of oxygen. Comparing the
highest mass transfer obtained by use of coefficient proposed by Higbie [20] to the
coefficient giving the lowest transfer proposed by Calderbank et al. [9] for small
bubbles, the percentage oxygen transferred is 26.1% and 17.7%, respectively.
The nitrogen density profile shows the opposite trend as that of oxygen, as
described in section [6.1]
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Figure 6.5.1: Mass transfer coefficients for oxygen and nitrogen for a clean system.

With approximately the same value for the coefficient by Brauer [7] and Calder-
bank et al. ﬂgﬂ for large bubbles, the driving force is equal and thus the compo-
nent densities in Figure [6.5.1] are equal. As the mass transfer coefficient only
occurs in the mass flux, the variations in the bubble diameter, volume and ve-
locity is expected to be the same for the two correlations. The coefficient by
Higbie is significantly larger than the other correlations, which explain the
larger oxygen transfer.

With the relatively constant bubble size for Higbie 7 the bubble reaches a
constant terminal velocity. For the other relations, where the volume is vary-
ing, the velocity increases. There are relatively large deviations in the gas
transferred for the correlations, as seen in table [6.5.1] where the coefficient by
Higbie gives a much higher mass transfer than that by Calderbank et al. ﬂgﬂ
for small bubbles. This means that choosing the wrong correlation could result
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in misleading information regarding the mass transfer.

Table 6.5.1: Oxygen and nitrogen transfer with various correlations for the mass
transfer coefficient for a clean system.

System  Mass Transfer Oxygen Nitrogen
Coefficient transferred [%] transferred [%)]

Clean Calderbank, small 17.7 16.2

Clean Calderbank, large 21.0 15.6

Clean Higbie 26.1 14.2

Clean Brauer 20.7 15.5

Partly Contaminated System

Two correlations for the partly contaminated system have been simulated, one
proposed by Clift et al. [10] and one by Brauer [7] used on a partly contaminated
system.
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Figure 6.5.2: Mass transfer coefficients for oxygen and nitrogen for a partly contam-
inated system.

With the use of the correlation by Clift et al. the largest mass transfer of
oxygen is obtained. The coefficient proposed by Clift et al. has the largest
value for the coefficient. This will give the largest mass flux and following the
largest oxygen transfer, as shown in Figure [A:3:23] The correlation by Clift et
al. gives an approximately constant bubble size, seen in Figure With
the increasing bubble diameter for the coefficient by Brauer , the velocity
increases over the column. The differences in bubble diameter result in different
contact areas. Followingly the mass flux will not only differ due to different
values for the mass transfer coefficient, but also due to different contact areas.
Table [6.5.2] shows that the modeled mass transfer with use of coefficient by Clift
et al. [10] is much higher than with the coefficient by Brauer [7].
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Table 6.5.2: Oxygen and nitrogen transfer with various correlations for the mass
transfer coefficient in a partly contaminated system.

System Mass Transfer Oxygen Nitrogen
Coefficient transferred [%] transferred [%)]

Partly Contaminated Brauer 21.3 15.8

Partly Contaminated Clift 27.1 14.0

Contaminated System

Four different correlations for the mass transfer coefficient have been used in
the simulations.

The oxygen transfer is approximately the same for the correlations by Brauer
|7] and Hughmark [21]. The expressions for the coefficient by Bird et al. |3] and
Froessling |16] give approximately the same oxygen transfer. Nitrogen shows the
oposite trend regarding mass transferred compared to the oxygen, as explained
earlier.
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Figure 6.5.3: Mass transfer coefficients for oxygen and nitrogen for a contaminated
system.

From Figureit can be seen that the coeflicient by Brauer [7] and Hughmark
are very similar. This explains the approximately equal mass transfer of
oxygen. The deviations between the coefficient by Bird et al. and that of
Froessling explains the difference in mass transferred. It should be noted
that the oxygen density profiles for Bird et al. and Froessling are very
similar.

The percentage transfer of oxygen and nitrogen for a contaminated system is
given in table where it can be seen that the oxygen mass transfer is very
similar for the different coefficients.
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Table 6.5.3: Oxygen and nitrogen transfer with various correlations for the mass

transfer coefficient for a contaminated system.

System Mass Transfer Oxygen Nitrogen
Coefficient transferred (%] transferred [%]
Contaminated Bird 18.9 15.9
Contaminated Hughmark 21.3 15.2
Contaminated Froessling 19.5 15.7
Contaminated Brauer 21.1 15.3

Additional profiles for the mass fractions, volume, and pressure for the clean,
partly contaminated, and contaminated system are given in appendix [A-3]
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6.6 Conclusion Single Bubble

The rising bubble simulation results showed that the choice of mass transfer co-
efficient has a large significance on the behavior of the bubble. Especially for the
clean and partly contaminated systems, the correlations gave large differences
in the modeled mass transfer. It was found that for a contaminated system,
the correlations implemented in the simulations gave very similar mass transfer.
Using the same correlation as Brauer [7], resulted in the mass transfer being
approximately equal, regardless of the system. This shows that choosing an im-
proper mass transfer coefficient for a specific process can give very misleading
information regarding the mass transfer. For the mass transfer coefficient in
SCP production, experiments should be performed in order to find or derive a
suitable correlation to be used for further modeling.

The mass transfer for varying and constant volume was found to be a approx-
imately equal. Assuming constant volume can therefore be concluded to be a
good approximation. It needs to be clarified that this is only stated to be a valid
assumption in this specific bubble size range. For smaller or larger bubbles this
may not be the case.

Based on the simulations with different correlations for the water systems, it
is clear that a bad choice of mass transfer coefficient can give very misleading
information of the mass transfer in a specific system. In section [6.1] it was
stated that the mass transfer coefficient by Clift et al. [10] should be further
investigated due to the opposite trend for the mass transfer of oxygen and
nitrogen. From simulating the rising bubble with various correlations for the
mass transfer coefficient, it was found that the coefficient giving the highest
transfer of oxygen, gives the lowest transfer of nitrogen. There is no evident
explanation to this trend, thus this should be prioritized for the investigation
of the mass transfer coefficients.

The calculated values for mass transfer in the simulation results cannot be used
in further work, due to the bubble area being implemented wrongly in MAT-
LAB. However, the model itself is correct, and could be used as a basis when
developing a correlation for the mass transfer coefficient for SCP production
based on experimental data.
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Chapter 7

Suggested Improvements

In this chapter possible further improvements of the bio-reactor and the model
of single bubble rising in a column will be given.

Prediction of the Mass Transfer

To be able to model the mass transfer in the SCP production in more precise way,
the accuracy in the mass transfer coefficient needs to be improved. Experiments
should be performed of a single bubble rising in a column. The model of the
single bubble in this work could be used as a basis when simulating the mass
transfer. By measuring the concentration of the gas in the bubble at several
points in the column, the mass transferred could be calculated. The simulation
values should be compared to the experimental data. Several mass transfer
correlations from the literature should be used in the model simulations. The
choice of mass transfer coefficient will be based on the best fit between the
simulation results and the experimental data. If none of the coefficients give
representative simulation results compared to the experimental data, a new mass
transfer coefficient needs to be derived. The experiment should be performed
with different water qualities, mimicking that of a bio-reactor, such that the
most proper mass transfer coefficient for SCP production is found.

Bubble size

In order to overcome the mass transfer limitations in the reactor it is necessary
to keep the bubble size low. A relatively new method for ensuring small bubbles
is to cut the bubbles by use of wire meshes. In the numerical study by deen,
wire meshes in a micro-structured bubble column (MSBC) have been found to
cut the bubbles into smaller ones and enhance surface renewal by deforming the
bubbles. The wire-bubble interactions will enhance the interface dynamics and
by the increased surface renewal rates give higher mass transfer coefficients. By
introducing wire meshes in the reactor for SCP production the bubble sizes can
be kept low and the mass transfer rates kept high over the column.
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Distribution of Gas

The methane and oxygen concentration should be kept at a desired level at
all times in order to obtain high biomass production. In the process plant at
Tjeldbergodden and in the U-loop by UniBio, the gas is fed directly into the
reactor at certain points in the reactor. Another suggested way of inserting
methane is by using thin membrane tubes incorporated in the reactor column.
This ensures that whenever the methane concentration decreases to an undesir-
able value, the concentration differences over the semipermeable membrane will
cause the methane inside the tubes to transfer over to the reactor. In addition
to obtaining sufficient amounts of methane in the reactor, this reduces the risks
of explosion as the methane and oxygen is not inserted at the same points.

Model Improvements SCP

The present model for SCP production in this work contains various errors due
to simplifications. In order to make the model more reliable the largest errors
should be detected and reduced. In the present model the oxygen in gas phase
and the water in liquid phase, is calculated by the other components. Further
models should calculate the components independently.

To achieve a more accurate representation of the change in bubble size, the
population balance taking into account the bubble breakage and coalescence,
should be included in the SCP model. The change in the pressure dependent
variables should be included, as the pressure changes from 4 — 3 bar over the
column
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Appendix A

Appendix

A.1 Contact Time and Turbulent Dissipation En-
ergy

In this section the contact time for the different flow regimes and the turbulent
dissipation energy will be outlined when surface renewal is dominated by small-
and large eddies. The mass transfer coefficient is varying inversely of the root of
the time of exposure and it is therefore common to refer to the inverse contact
time. The contact times will be outlined, and the mass transfer coefficients
for these regimes are found by inserting into the correlation for mass transfer
obtained by Higbie [20]:

(Dar; )2 (A.1.1)

kLOé ¢

xl/2
where D4 denotes the diffusion coefficient of component A.
Inverse Contact time for Turbulent flow

For a turbulent flow the surface renewal will occur due to both small and/or
large eddies. When modelling the mass transfer it is common to assume that
either the small or the large eddies dominate the surface renewal. Depending
on the assumptions there will be different expressions for the exposure time. It
should be noted that there exist models where both the eddy-types are included,
such a correlation is proposed by Han et al. [17].

Large Eddy Domination

Fortescue et al. [15] suggested based on dimension analysis that the largest
eddies dominate the surface renewal with the following expression for the inverse
contact time:

T la S (A.1.2)

¢ K
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where € is the turbulent dissipation- and  is the turbulent kinetic energy.

The turbulent dissipation energy can be related to the integral length scale, A,
and the kinetic energy, where the integral length scale is given by:

3/2
A=" (A.1.3)
€
Solving for the dissipation energy the following relation is obtained:
13/2
= — Al4
€= (A.14)

Inserting the relation for the dissipation energy (A.1.4]) into equation (A.1.2)
gives:

1/2 1/2
' a H:A e HT (A.1.5)

It is necessary to find an expression for the turbulent kinetic energy. By di-
mension analysis the kinetic energy can be related to the second order velocity
structure function, proposed by Kolmogorov [22]:

< [60)2 >= C1(eA)¥/? = 262/30%/3 (A.1.6)

where C7 =~ 2.0 is the Kolmogorov parameter value.

In the book by Jakobsen [22], the second order velocity structure function is
defined as the covariance of different velocities between two points in space.

By dimension analysis the following relation for the kinetic energy is obstained:
kY2 < [6v]? >1/2 91213 AL/3 (A.1.7)

Inserting for equation (|A.1.7)) into equation (A.1.5)) the inverse contact time for
a large eddy dominated surface renewal can be expressed as:

e K1/2 91/2,1/3

PR S ¢ (A-L1.8)

where € is the turbulent dissipation energy, x is the turbulent kinetic energy,
and A is the integral length scale given in equation (A.1.3).
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Small Eddy Domination

For small eddies dominating the surface renewal, the following correlation is
used for the inverse time:
. en1/2
r~la (f) (A.1.9)
v
where v is the kinematic viscosity of the liquid.

The contact time in equation [A-T.9]is derived from the Kolmogorov’s micro scale
which is the smallest scale in turbulent flow.

Turbulent dissipation

In order to apply the surface renewal mass transfer models, an expression for the
turbulent dissipation energy, €, is needed in equation (A.1.8)) and (A.1.9). Tur-
bulence can be caused by various reasons, and in this case it has been assumed
that wall friction is the only contributor to turbulence.

Turbulent Dissipation Energy by Wall Friction

In the following the turbulent dissipation energy will be derived when it has
been assumed that wall friction is the only contributor to turbulence.

Jakobsen |22] stated that the global energy dissipation function can be approx-
imated as:
pderfV = v AAp = uypgar HA (A.1.10)

where p is the kinematic viscosity, ¢.ys is the effective global dissipation func-
tion, v; is the liquid superficial velocity, H is the dispersion height, A is the
cross sectional area of the column, V = HA is the dispersion volume, and Ap
is the pressure drop.

Dividing the dissipation function by the liquid mass results in the global specific

energy dissipation rate:

U2
c ~ persV v AApy UZA(4fFPﬁ71) 20} R
mr, pV pAL Dy

(A.1.11)

where my, is the total liquid mass and Dy is the hydraulic diameter.

In equation (|A.1.11]) the Darcy-Weisbach relation for the pressure has been used,

which is given as:
Lvl2

Apy =4frp 5D

(A.1.12)
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where fr is the Fanning friction factor, L is the length of the tube and D is the
column diameter.

fr in equation (A.1.12) is the Fanning friction factor where Blasius’ correlation
for Darcy’s friction factor, fp, has been used [22].

The Fanning friction factor is given as:

Jr= %D (A.1.13)

The Blasius’ correlation for the Darcy’s friction factor is given by:

0.316

o= R

(A.1.14)

where Re is Reynolds number. The Blasius correlation applies to fully turbulent
flows and low gas fractions [32].

It should be noted that the relation for the pressure drop in equation (A.1.12))
is valid for duct flows, i.e. the column diameter, D, can be replaced by the
hydraulic diameter, Dy, and is valid for both laminar and turbulent flow.

The turbulent dissipation can be further extended:
QU?fF 2vl3fp Qv?fp 2Redv fr  2ReZV3 fr 0.16Re2™ V3
€~ ~ ~ ~ ~ =~ 0. ez —
Dy Re.- Recv Re.vD%, D%, ¢ D%,
(A.1.15)

where Re. is the column Reynold’s number. This relation for the turbulent
dissipation energy is based on the wall friction being the only contributor to
turbulence.

Now that expressions for both the inverse contact time and the turbulent dissi-
pation energy are known, the mass transfer coefficients for the small and large
eddy model can be derived.

Mass Transfer Dominated by Large Eddies

In the following, it is assumed that the large eddies dominate the interfacial
renewal and equation is a proper representation of the dissipation en-
ergy. Inserting the dissipation energy in equation into the expression
for the inverse contact time given in gives:
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21/2¢1/3 21/2 (0.16363751/3)1/3 21/20.16'/3 Re ™y

e TR~ (0.2d,)2 7 0.22/342
(A.1.16)
Inserting 7. ! in equation (A.1.16)) into equation (A.1.1)) gives:
2 —1\1/2
T
2.75/3 \ 1/2
2 [ D42Y20.16'/3Rec ™" v
~— T (A.1.18)
D 1/2 dc 0.46
~ 1.7% <”l> (A.1.19)
. v

Mass Tranfer Dominated by Small Eddies

For the assumption of the small eddies dominating to the interfacial renewal,

the dissipation energy (A.1.15) is inserted into (A.1.9):

1/2 2.75/2
e (0-16363'7"’1/3’)/ 0162 Rez ™"y (A.1.20)

Te 00—~
4 2
K div d?

The mass transfer coefficient for the small eddies assumption is obtained by
inserting equation (A.1.20) into (A.1.1):

b0 i (Dar ) (A1)
9 [ DA01672Re2™2,\ "
~ = z (A.1.22)
2 1201614 (ud, 7
D 1/2 dc 0.69
~ 0.71% (”l) (A.1.24)
. v
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A.2 SCP Production

Original Values

CH 4 (gas) O2 (gas)
0.23 0.77
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0.2

0.19 0.755
12 0

CO2 (gas)

Figure A.2.1: Mass fractions of the components in gas phase with the initial values
based on the values by Taweel et al. [42] and Larsen [24].
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Figure A.2.2: Mass fractions of the components in liquid phase with the initial values
based on the values by Taweel et al. and Larsen [24].
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Turbulent Flow
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Figure A.2.3: Change in gas density of the components with varying mass transfer
coefficient for turbulent flow.
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Figure A.2.4: Change in liquid density of the components with varying mass transfer
coefficient for turbulent flow
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Figure A.2.5: Reaction rate of biomass with varying mass transfer coefficient for
turbulent flow

A.3 Additional Figures Single Bubble

Oxygen and Nitrogen
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Figure A.3.1: Mass fractions for a bubble containing initially 21% oxygen and 79%
nitrogen, for constant and varing volume.
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Figure A.3.2: Pressure and volume change over the column for a bubble contain-
ing initially 21% oxygen and 79% nitrogen, for constant and varing
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Oxygen Gas Density Nitrogen Gas Density
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0.29 - - - - 0,, Contaminated | 7 - -- - N, Contaminated

0.24
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Figure A.3.3: Component densities in gas phase with use of correlation by Brauer
for the mass transfer coefficient. The same coefficient is used on

all the systems.

Methane and Nitrogen
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Figure A.3.4: Component gas densities for a bubble containing initially 40%
methane and 60% nitrogen for varying water systems.
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Mass fractions for a bubble containing initially 40% methane and 60%
nitrogen for varying water systems.
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Figure A.3.6: Change in the bubble diameter and velocity for a bubble containing
initially 40% methane and 60% nitrogen for varying water systems.
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Figure A.3.7: Change in bubble volume and gas pressure over the column for a
bubble containing initially 40% methane and 60% nitrogen for varying
water systems.

Carbon dioxide and Nitrogen
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Figure A.3.8: Mass fractions for a bubble containing initially 10% carbon dioxide
and 90% nitrogen for varying water systems.
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Figure A.3.9: Component gas densities for a bubble containing initially 10%
dioxide and 90% nitrogen for varying water systems.
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Figure A.3.10: Mass fractions for a bubble containing initially 10% carbon dioxide
and 90% nitrogen for varying water systems.
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Figure A.3.11: Mass fractions for a bubble containing initially 10% carbon dioxide
and 90% nitrogen for varying water systems.
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Figure A.3.12: Mass fractions in gas phase with use of the same mass transfer coef-
ficient for all systems.
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Figure A.3.13: Change in volume and pressure with use of the same mass transfer
coefficient for all systems.
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-3 Bubble Size Gas Veloci
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Figure A.3.14: Velocity and bubble diameter with use of the same mass transfer
coefficient for all systems.
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Figure A.3.15: Mass transfer coefficient for oxygen and nitrogen with use of the
same mass transfer coefficient for all systems.

Water Saturated with Carbon dioxide
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Figure A.3.16: Mass fractions in the gas phase for bubble containing initially 100%
nitrogen, rising a carbon dixoxide saturated water.
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Figure A.3.17: Pressure and volume profiles for bubble containing initially 100%
nitrogen, rising a carbon dixoxide saturated water.
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Figure A.3.19: Component gas density with use of different mass transfer coefficients
for a clean system.
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Figure A.3.20: Change in velocity in bubble size with use of different mass transfer
coefficients for a clean system..
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Figure A.3.21: Volume and pressure profiles with use of different mass transfer co-

efficients for a clean system.
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Figure A.3.22: Mass fractions of the gas phase with use of different mass transfer
coefficients for a partly contaminated system.
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Figure A.3.23: Component gas density with use of different mass transfer coefficients
for a partly contaminated system.
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Figure A.3.24: Change in velocity in bubble size with use of different mass transfer
coefficients for a partly contaminated system.
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Figure A.3.25: Volume and pressure profiles with use of different mass transfer co-
efficients for a partly contaminated system.
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Figure A.3.26: Mass fractions of the gas phase with use of different mass transfer
coefficients for a contaminated system.
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Figure A.3.27: Component gas density with use of different mass transfer coefficients
for a contaminated system.
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Figure A.3.28: Change in velocity in bubble size with use of different mass transfer
coefficients for a contaminated system.
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Figure A.3.29: Volume and pressure profiles with use of different mass transfer co-
efficients for a contaminated system.

A.4 Henry’s Law on Mass Basis

On a mass basis the equilibrium can be derived by starting out with the following
equation:

n; m; PiL
Yi,GPT = HiCiL = szl = Hzﬁ =H; ]\241 (A4.1)
The mole fraction can in terms of mass fraction be expressed as:
m; 1
vig = Mmim“’l (A.4.2)
Z’i M; miot

165



where equation has been multiplied by 1/my. in the numerator and de-
nominator to obtain the mass fraction.
w;

M,
Yi,g = 0 (A.4.3)
2 3

Insert equation[A-4.3]into equation[A-4.1] to obtain the equilibrium liquid density
of component i: ~
w; apeM

piL = lT (Ad.4)

7

where the mean molar mass M is given as:
1

> 3t

i M;

i

M:

(A.4.5)
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A.5 Mass Flux

The rate of mass transfer for a component A, N4, over a gas boundary layer
can be given as:
NA = kga(CA’g — CA,g,i) (A.5.1)

where kg is the gas-side mass transfer coefficient, a is the gas-liquid interfacial
area per unit volume of fluid, Cy 4 is the concentration of component A in the
gas phase, and C4 g4, is the gas concentration at the interface.

For a component A, the rate of mass transfer over a liquid boundary layer can
be expressed by:

Na=kra(Car;—Car) (A.5.2)

where kp, is the liquid-side mass transfer coefficient, C4 1 is the liquid bulk
concentration of component A and Cy4 1, ; is the liquid concentration of A at the
interface.

If we assume that the gas and the liquid are in equilibrium at the interface, then
we have the following relation:

Assuming the gas and the liquid to be at equilibrium at the interface the fol-
lowing relation between the gas and liquid concentration is valid:

Cagi=HaCua (A.5.3)
where H 4 is Henry’s constant.

Combine equation and [A’5.2] and relate the gas and liquid concentrations
through equation [A75.3}

1 H4
Ny|—+— )| = —H A54
A <k,ga + kw) Cag—HaCar (A.5.4)
o 1 1 C
N _ — Ag — A5,
4 <HAkga + kLa) Hy CA’L ( g 5)

167



The overall gas-phase mass transfer coefficient, K, can be expressed as:

1 1 Hy
= — + —= A5,
Kga  kga + kra (A-56)

The overall liquid-phase mass transfer coefficient, K, can be give as:

1 1 1

Kra  Hakya | kra

(A.5.7)

By this it follows that the rate of mass transfer in gas-liquid systems can be
written as:
NA :KGa(C’A,g —HACA,L) (A.5.8)

or

NA = KLCL (C CA L) (A.5.9)
Hy

If the main resistance lies in either the gas-phase or the liquid-phase interfacial
film, equation[A.5.8 and [A75.9 can be simplified. For a component A that is very
soluble in the liquid, there will only be a small resistance over the liquid-phase
interfacial film and k;a in equation becomes large. Kga is approximately
equal to kga and the mass flux can be expressed as:

Ny = kga(CA’g — C‘Z’g) (A.5.10)

where C% g = HaCa  is the hypothetical gas concentration that would be in
equilibrium with the liquid bulk. For a component A that is poorly soluble in
the liquid, the resistance over the gas-phase interfacial film will be small, and
kga in equation becomes large. Kja is then approximately equal to kja
and the mass flux can be expressed as:

Ny = k:La(CﬁLL — CA,L) (A.5.11)

where C | = Ca,q/Ha is the hypothetical liquid concentration that would be
in equilibrium with the gas bulk.
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A.6 Constants SCP

Table A.6.1: Ammonia mineral salt solution. The table is adapted from Eriksen et

al. [13].

Component Mg per liter
NH; 10
MgH3PO, 75
MgSO4~7HQO 380
CaCl;y-2H50 100
K550, 200
FBSO4'7H2 O 75
CuSO4'5H20 1
ZnSO4-7TH,O 0.96
CoCly-6H50 0.12
MHCIQ-4H20 0.048
H3BO3 0.036
NiCl;-6H,O 0.024
NaMoO4-2H,0O  0.0012

Table A.6.2: Yield coefficients and molar masses of each component.

Component Y;
i mol(7)mol(X)~1 kgmol™1

]

M,, - 103

CHy4
O,
NH;
COq
H>O
X

-1.000/0.52 16.04
-1.454/0.52 32.00
-0.104/0.52 17.03
0.480/0.52 44.01
1.688/0.52 18.02
1.000 24.63
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Table A.6.3: Specific heat capacities, ¢; = a + bT - 1073 4+ ¢T? - 1072 4+ dT2 - 1073,

[Jmol™'°K™]

Component Source
i a b-102  ¢-10° d-10°

CH, -0.703  108.47 -42.52 5.863  [36]
(O 31.32  -20.235 57.86 -36.51 [37]
NHj3 19.99 49.771 -15.38 -15.38 [3§]
COq 24.99 55187 -33.69 7.945 (39
H,O -203.6  1523.3  -3196 2474 [40]
BIO -203.6 1523.3 -3196 2474 [40]

Note: The specific heat capacity of biomass is assumed to be that of water.

Table A.6.4: Henry’s constant for components interacting in gas-liquid mass transfer

[42).

Component H -1072

i m3Pa mol !
CHy4 1000.9

O9 1199.81
COq 47.39

Table A.6.5: Molecular diffusivity of component 7 in water at T' = 45°C for compo-
nents interacting in gas-liquid mass transfer.

Component  D,, - 10  Source

1 m?s~1

CH, 2.41 Witherspoon et al. [46]
02 3.05 Han et al. [18]

COq 3.50 Cadogan et al. [§]

No 3.47 Han et al. [1§]
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Table A.6.6: Properties of water at T' = 45°C and p = 3 bar.

Property Value Unit Source

PH,0 990.24 kgm 3 Kestin et al. [23]
HH,0 5.96-10~* Pa-s Kestin et al. [23]
AH,O 0.638 WK~'m~!  Vargaftik et al. [44]

A.7 Constants Single Bubble

Table A.7.1: Diffusion coefficients for gases in water at 25° C.

Lydersen [25]
Witherspoon et al. [46]
Lydersen [25]

Solute Dap -10° [m?/s]  Source
Carbon dioxide 1.92
Methane 1.89
Oxygen 2.10
Nitrogen 2.01

Ferrell et al. |14]

Table A.7.2: Henry’s constant for components interacting in gas-liquid mass transfer

[33).

Component 7

7

H-1072
m3Pa mol~?!

CHy
O,
COy
No

714
769

29
1562.5
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Table A.7.3: Properties of water at T'= 25°C and p = 1 bar.

Property Value

Unit

pHQO
/’LHQO
UHzO

997.1 [5]
8.9-107% [5]
0.072 [6]

kgm—3
Pa-s
Nm™!
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A.8 Leibniz Rule and Gauss Theorem for a Vol-
ume Integral

The following theorems are found in the book of [27].

The Leibniz theorem of a surface can be given as:

d
%/Vfd”: —dv+/va ndA (A8.1)

where 1 is a unit vector, f is any function, v, is the speed, V is the volume,
and A is the surface.

Gauss theorem on a volume integral can be given by:

/V Afdv = /A funda (A.8.2)

where f is a scalar.

/ Audv = / n-uda (A.8.3)
14 A

where u is a vector.

The continuity is given by the following equation:

dﬂk

o A () =0 (A.8.4)

where k is the phase.

A.9 Modeling Equations Single Bubble

A.9.1 Total Mass

Start out with the total mass:

m(t)z/vpddv (A.9.1)
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where m is the total mass of the gas bubble, p, is the density of the dispersed
phase and V is the volume of the dispersed phase.

Using the Leibniz rule [A:81] the following equation is obtained:

dm d dpq
mol /V o = [ S+ fs Pty 1y + 7{9 po(vy —v) - mdS (A.9.2)

where v; is the velocity at the interface, v, is the velocity of the bubble, ny is a
unit vector normal to the interface, and fﬁs is the surface integral of the bubble.
The mass flux can be expressed as:

Ty = pa(vy — V) (A.9.3)
As the velocity at the interface is unknown ([A.9.44)) it replaced with:
iy =Y k(i) — puk) (A.9.4)
k

Using Gauss theorem for a scalar on the second term in equation (A.9.44)),
and the continuity equation equation (A.9.46)) reduces to:

dm
am _ f A9,
i fgmbs (A.9.5)

where it has been assumed that there is uniform density inside the bubble. If
there is assumed to be no concentration gradients along the surface equation

(A.9.47) becomes:
d

a (pr) = —Tfle (A.9.6)
dp, awv
V% + pga = —mbA (A97)

where the relation my, = p,V has been used, and it has been assumed that the
gas leaves the bubble.

Assume ideal gas, PV = nRT:
mRT
Mgpy

(A.9.8)
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Taking the derivative of the volume in equation (A.9.8) gives:

dVv d RT
e e (A.9.9)
dt dt \ Mypg
1 d -1\ d —1 '\ dM,
_ RT | — mg+mg(2)pg+mg — | =2 (A9.10)
Mgp, dt M, \ p; ) dt Py \ M, dt
1 dp dv mg, dp m
— RT | — <V9_|_p>_ _9 79 g A9.11
M,p, da " at Myp2 dt  p M, ( )
AV () poBRTY _ RIVdpy  pVRT dpy  pgVET dMy o o)
dt Mgpg a Mgpg dt Mgp2 dt pgM, 2 dt -
(A.9.13)

Insert equation (A.9.8]) for the gas density on the left hand side in equation
(A.9.12)) leaves the left hand side to equal to zero. Solving for the gas density
results in the following equation:

dpy _ My dpy , py dM,
dt RT dt RT dt

(A.9.14)

Inserting equation (A.9.14) into equation (A.9.7) gives the following equation
for the change in volume over time:

dV
Pg—7 —
dt

ki xWr,gpg Mgy ) [Mg dpg | Py dMy]
- ( H,, RT dt RT dt
(A.9.16)

(A.9.15)

—1pA—V {]\Igdpg erngg}

RT dt ' RT dt

If it is assumed that the concentration of component k in the liquid phase is
negligible equation reduces to:

dav kr xwg gngg Mg dpg Py dMg
kR MR TRGPITTG A 429 4 9 A9.1
Paat Zk: H, V9Ngra TR @ (A-9.17)
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where the change in gas pressure over time is given by:

dpq dx
= —pg— A9.1
dt P19 i (A.9.18)

The change in length over time is expressed as:

dx
— = A9.1
il (A.9.19)

where x is the length and v is the velocity.

A.9.2 Species Mass Balance

Start out with the mass of component A:

ma(t) = / pA,adv (A.9.20)
1%
where m 4 is the mass of component A, p4 4 is the density of component A, and
V' is the volume of the dispersed phase.
Using the Leibniz rule the following equation is obtained:

dmy d PAD
W = % /VPA,bd"U = /V de + figPA,bYd ‘g +]{9PA,I;(Y1 - Yb) -npdS
(A.9.21)
where vy is the velocity at the interface, v, is the velocity of the bubble, ny is a

unit vector normal to the interface, and fs is the surface integral of the bubble.

The mass flux of component A can be expressed as:

ha = pap(vy — V) (A.9.22)

As for the total mass the velocity at the interface is unknown. Equation (A.9.22)
can be replaced by:
ma =k a(pa, — pai) (A.9.23)

Using Gauss theorem for a scalar on the second term in equation (A.9.44)),
and the continuity equation equation (A.9.46) reduces to:

dma _ }{ iadS (A.9.24)
Fraa
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where it has been assumed that there is uniform density inside the bubble. If
there is assumed to be no concentration gradients along the surface equation

(A.9.24) becomes:
d .
p (pa, V)= —rmsA (A.9.25)
de, d \% .
Vg 7t L 4 Vwagg—2 o Lt pawag—— T —maA (A.9.26)
Inserting equation (|A.9.15)) into equation (A.9.25)):
dw 4 —mg,A  Vdp )
v 94V 9= — 29 ) = —mpA A.9.27
pg dt + wA,Q dt +pgwAg< pg pg dt ma ( )
de’ d . d .
Vg pn L+ Vwy, o wa,gMmgA —wa QVE =—1masA (A.9.28)
(A.9.29)
Solve for the mass fraction of component A gives:
d k M,A
Vi, ‘2‘;"9 - _ ( L,wa‘}fpg g _ plwA,l> +wa gy A (A.9.30)
k

For an assumption of negligible concentration of component A in the liquid
phase, equation [A:9.30| reduces to:

d k M,A
Vo, 12?75, _ L,Awix’jpg 95 4wy grip A (A.9.31)
k

The total mass flux can be given by equation

A.9.3 Momentum Balance

The time derivative of the momentum, using the Leibniz rule is given by:

d
7(77;9;”9) = dt/ PV gdv —/ Opay ddv+% dede'nddS-F% pava(vr—vg4)nadS
5
(A.9.32)
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Using Gauss theorem for a vector on the second term in equation (A.9.44)),
and the continuity equation equation (A.9.46)) reduces to:

d(mgwy)

p; = —mgyg + % (mgv, + 04 -ng)dS (A.9.33)
t s

where o, includes all the forces in addition to the gravity, and the positive
direction is directed upwards, i.e. negative sign for the gravity.

Assuming uniform density inside the bubble and no concentration gradients
along the surface, equation ({A.9.33)) becomes:

d(mgwy)

= Med mgv, A+ (Fp + Fp)A (A.9.34)

where m,g express the gravity force, Fp is the drag forces, and Fg the bouyancy
forces, vy = wy, and the gas moves out of the bubble.

The drag forces are given by:

1
FD = §CDpl|wT|w,,A (A935)

where the relative velocity, w,., is given by:

Wy =Wy — Wy (A.9.36)

The bouyancy forces are given by:

Fg=Vpyg (A.9.37)

Inserting the expressions for the drag and bouyancy forces gives:

dw dp av . 1
pgV =t F VW=t 4 pgWy e = —mgg — 1wy A+ Vg — SCppiw|w, |A
(A.9.38)

The expression for the time derivative of the volume given by equation (|A.9.15))
is inserted into equation (A.9.38)) to obtain:
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v, _ Wy dV. Wydpy  mev,A g 1CprlwlA oo
dt Vdt  p, dt Vpg  pg 2 Vg
_ W [zmeA  Vidpg) Wydpy  theweA  p 1 Cpprg | |A
V| pg  pgdt]  p, dt Vg pg” 2 Vpg
(A.9.40)
_ e oA 1 Copudy|w |4 (A.9.41)
Vpg Vpg 109 2 Vpg
1 Cppwy|w,|A
_ g, LCpprfw A (A.9.42)

Pg 2 Vg

A.9.4 Bubble Diameter

It should be noted that the bubble diameter can be found directly from the
bubble volum, V = djn /6, when the volume is known.

Start out with the total mass:
m(t) = / padv (A.9.43)
1%

where m is the total mass of the gas bubble, p, is the density of the dispersed
phase and V is the volume of the dispersed phase.

The mass flux can be expressed as:

1y = pa(vy — V) (A.9.44)
As the velocity at the interface is unknown (|A.9.44)) it replaced with:

rin, = D kn (i — pui) (A.9.45)
k

Using the Leibniz rule the following equation is obtained:

dm d dpq
E = % /V pde = \/‘; Edv + ﬁ PdVg g + %9 pb(yl - Yb) . nde (A946)
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where vy is the velocity at the interface, vy is the velocity of the bubble, ny is a
unit vector normal to the interface, and fs is the surface integral of the bubble.

Using Gauss theorem for a scalar on the second term in equation (A.9.44)),
and the continuity equation equation ([A.9.46) reduces to:

dm
am _ f A94
i }{Smbs (A.9.47)

Insert the following relations my, = p,V and V = nd3 /6p, into equation (?7):

d ﬂdg’pg
— | —— ] =—mpA A.9.48
dt ( 6 e ( )
T d(dy) m 5dp .
L3342 Za3N — g A A94
63 bPs g T ey my (A.9.49)
(A.9.50)
Divide all the terms by md; gives:
Pg d(db) —mbA db dpg A
fg = ] 9.51
2 dt wd? 6 dt ( )
d(d —2mpA  dy d
() _ —2ind - d dpg (A.9.52)
dt wdy pg 3pg dt
Insert equation (A.9.14) into equation (A.9.51):
d(d —2rprd?  d dM, M,d
(o) _ —Ziwrdy v (py dMy \ My dp (A.9.53)
dt ~ wddp, 3p, \RT dt ' RT dt
—2r d dM, M, d
_ 2w dy <pg - M’g) (A.9.54)
ps 3p, \RT dt ' RT dt

The total mass flux can be given by equation
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