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Executive Summary

Recent years have seen the development of vanous treatment methods for the purification of
industrial wastewaters due to the increased demand for reducing pollution loads 1n effluents.
Aqueous waste streams containing 10Xic organic compounds are of special interest, since
conventional treatment methods such as biological waste treatment can not always be used.
Other popular treatment methods are often ineffective. The catalytic oxidation of water
containing organic waste has been investigated since the 1960s with varying degrees of
success. A major problem associated with this method is the high temperatures and pressures
required to improve the activation energies involved. According 1o the literature,
electrochemical oxidation has become a popular method for treating these wastes, since the
apphied voltage determines the activation energy and. therefore, the process can ofien be
performed under ambient conditions,

The main objectives of the project were the following:

e Development of a multi-family water-treatment system that sterilises water and removes
undesirable organics.

e Obuining a water treatment svstem that should also be capable of treating industrial
effluents.

¢ Investigation of different types of cell designs as alternatives 10 current cell design for
efficiency improvements.

This led to the investigation of a unique reactor system for the treatment of such wastes. The
reactor utilises proton-exchange membrane technology to eliminate the requiremenmt of
conductivity in wastewater streams to be treated: thus the membrane serves as a solid
clectrolyte. The reactor system is therefore referred 10 as a solid-polymer-¢lectrolyte (SPE)
reactor. Novel metal oxide anodes are responsible for the oxidation of the organic molecules.
Metal oxide catalysts are useful in the treatment of a wide vanety of organic wastes.

Mixed metal oxide stannates were prepared by the sol-gel method and coated onto solid
titanium substrates as thin films, using spin and dip coating methods. Metal oxides such as
S$b,0¢, ZrO;, CuO, MnO, and PdO; were introduced into a SnO; host matrix using the sol-gel
technique. Dopants were added to the catalyst 1o improve properties such as catalytic activity
and conductivity and to produce dimensionally stable electrocatalyst materials. These mixed
metal oxides were cast as thin film electrodes. then charactenised by a range of spectroscopic
techniques 1o establish surface morphology. They were also characterised by electrochemical
techniques for elucidation of clectrocatalytic ability. A SnO; catalyst doped with Zr(); was
used as anode in this study.

Experimental data were obtained by operating the reactor in two different modes of operation.
Phenol was selected as model contaminant due 10 its resistance to oxidation. Galvanostatic
operation (constant current) was used 10 test the influence of flow rate, current density and
membrane-electrode-assembly (MEA) compression factor. The effect of separating the
clectrolytes in the two compartments of the reactor was also investigated in this mode.

Potentiostatic operation (constant voltage) was employed to compare the current efficiencies
of the two different modes of operation. According to reports from the literature, fouling via
the formation of a polymeric film may have a detrimental influence on the oxidation
efficiency. The polanty of the clectrodes was reversed in order 10 remove such films during
operation. These expenments were also performed under potentiostatic operation.




In addition. nickel-plated aluminium and titanium curremt collectors were tested. The nickel-
plated aluminium current collectors were significantly cheaper than the titanium current
collectors. Typical reactor lengths were calculated for 99% phenol combustion using the
expenimental data. The results are summansed in Table 1.

The results showed that the phenol oxidation reaction rate depended on both the flow rate and
the current density. It was found that some optimum current density existed at each flow rate
(Revnolds number) that was investigated. This optimum corresponded to a maximum reaction
rate for low flow rates, but in the case of high flow rates the optimum current density
corresponded to a minimum reaction rate. Separation of the two compartments of the reactor
had a noticeable effect on the efficiency of the reactor. This was anributed 10 the reversible
reaction between hydéroquinone and p-benzoquinone, two breakdown products of phenol. The
MEA compression factor was found not to influence the oxidation reaction rate in the range
of values investigated.

Table |: Reactor lengths and current efficiencies for 99% conyversion of phenol
K .

|ch : ) Separated ' =
[mA [m] _ [%]

| Nickel-plated current collectors R
650 20 No 6159 6.23

| 650 38 No 2878 10.04
650 S0 No 1606 576

| 650 50 Yes 1803 10.13

11516 SO | Yes |30 1397
litanium current collectors
796 | 20 No 6124 l 48.82
1784 | 20 No 2045 | 59.84
1784 30 No 1067 | 30.50
1784 | 40 No 3964 34.28
1784 | 50 No 2987 | 48.71
2583 20 No 1160 | 30.08

Typical indicator organisms (Emterococcuy faccallis, Excherishia coli and Salmonella) were
used to determine the reactor’s disinfection capability. Afier four hours of electrolysis,
complete destruction of all microorganisms was observed. This was verified by allowing a 24-
hour penod after cach experiment, in which no regrowth was observed.

A requirement of the study was the accurate determination of the vanous oxidation
breakdown products of phenol. This led to the refinement of an HPLC analytical method in
order 1o quantitatively determine these products.

A basic cost analvsis was performed for a typical reactor svstem treating 186 / h. This would
relate 10 a daily allowance of 20 / per person per day (200 persons), the minimum
recommended quantity as specified by the World Health Organisation. This cost amounted 10
approximately R2.50 per day (R75 per month). The water provided as such would be
completely disinfected with up to 75% removal of organic content.

A detailed sensitivity analysis was performed to determine the influence of the major
parameters on the phenol conversion in the reactor. It was found that the intema! surface arca
of the catalvst substrate as well as the reaction rate constant was the most imponant factors. It
was also found that the recycle ratio did not influence the conversion greatly.

An analysis was performed to determine the actual physical requirements of the system 10
make 1t competitive with existing water treatment technologies. These requirements were
compared with improvements that were physically possible. It was found that the required
improvements were physically impossible to attain with present technology.
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The following major conclusions were drawn from the results of the study:

The SPE reactor system is only partially successful in removing organic matenials from
waste water. It does however, completely destroy all living organisms.

Due to the complex interactions between the various parameters in the reactor system, the
experimental data could not give any indication as 10 what the limiting process was. A
theoretical evaluation of the syvstem in chapter 6 indicated however that intemal mass
transfer was the limiting factor regarding the reaction rate.

Despite the higher current efficiencies observed under potentiostatic control, it was found
that galvanostatic control, due to the much higher rate of charge transfer, was the better
choice for the mode of operation of the reactor. Reductions in the length of the reactor of
up to an order of magnitude were obtained.

The reactor system, using the current catalyst and reactor set-up, is not economically
viable for treating contaminated water due 1o high costs of materials and operation.

The required length for the reactor can be reduced by up 10 an order of a magnitude when
treating waste streams that are only contaminated with micro-organisms.

Titanium must be used for the current collectors. Nickel-plated current collectors showed
corrosion, even afier the first run. Although nickel may be cheaper initially. more frequent
maintenance will be needed. The presence of nickel 1ons in the efMuent is also undesirable.
The HPLC analytical method that was developed for the quantitative detection of phenol
and s breakdown products was accurate and successful. However, there is still much
information that needs to be obtained regarding the exact breakdown products. Only a few
of these products have been identified to date.

The svstem developed 10 date is not economical compared 1o other water treatment
technologies. Also, the projected improvements recommended in the various properties of
the reactor, such as catalyst substrate, reaction rate constant and mass transfer coefficients
are physically impossible. For example, the rate of the limiting step in the process needs 1o
be improved from the current value of approximately 1.1x107 m/s 1o at least 5x10% m's.

The following recommendations are made for future work in this field of research:

High overpotentials are observed for the electrode reactions. One of the main reasons for
the high overpotential may be the contact between the electrode and the membrane. If the
catalyst and membrane can be combined into one pan, then two contacting surfaces would
be removed.

It is not possible to identify and quantitatively analyse all of the intermediates of phenol
oxidation. Accurate measurement of the oxygen and carbon dioxide generated in the
reaction will however give an indication of the selectivity and extent of the oxidation
reaction. If reliable methods can be obtained to measure the concentrations of these gases,
more accurate assumptions can be made about the oxidation reaction mechanisms
involved.

When considening future work, the results in chapter 6 should be taken into account. The
tvpes of improvements that are necessary before this type of technology (electrochemical
combustion of organics) would be feasible are recommended and discussed.
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1 1ntroduction

The need for reduced or zero-pollutant effluents from chemical and petrochemical industries
has increased in the last few decades due to increasingly stnngent legislation and pressure
from environmental groups. Many of these industries have effluent streams containing
quantities of organic compounds that are too low in concentration to recover economically,
but high enough in concentration to be harmful 10 the environment. Thus, the need for a
reliable system for the removal of such organics has resulied in much research focussing on
water punfication, especially in the electrocatalytic oxidation of organics in dilute aqueous
solutions.

1.1 Water Treatment Techniques

Varnous methods of oxidative water treatment technigues have been developed with different
levels of success. The most popular techniques used for both organic oxidation and
disinfection includes the following [0]:

Ozone treatment

Wet-air oxidation

Catalytic oxidation

Oxidation with high-frequency ultrasound
Ultraviolet radiation

Adsorption on activated carbon

Activated sludge

Coagulation

Flocculation

Electrochemical treatment methods can also be used. This technique is discussed in more
detail in the next section,

1.2 Electrochemical Oxidation

Electrochemical oxidation utilizes specific electrodes that show activity towards the oxidation
of organic molecules. Electricity 1s provided as the driving force for the oxidation reaction
that would under normal circumstances not take place at the conditions present in the
clectrochemical reactor (low temperature).

In the last two to three decades significant advances have been made in the field of
electrocatalysts [2, 3, 4] — they are used as catalysts in electrochemical oxidation; a popular
treatment method for the oxidation of dilute aqueous organic wastes.

In electrocatalysis the success of the process seems 1o depend largely on the type of catalyst
that is used. Therefore a wide vanety of catalysts have been tested in other studies in an
attempt 10 improve the catalvtic activity. Traditional catalysts, such as the noble metals P, Pd
and Ir, show limited use for the oxidation of aromatic compounds (see section 2.2), since they
promote the reaction only up 10 the formation of quinones. These metals have thus been used
as substrate matenials for the more exotic metal oxide films that show a much higher
selectivity toward the complete combustion of organic molecules. Due to the cost of these
noble metals, they are ofien substituted by tianium substrates, Titanium is known as a valve-
metal, which, among other things, provide the required properties for good catalyst adhesion.




in dioxide is a very popular metal oxide catalyst [5. 6. 7. 8]. since it shows promise in the
Tin dioxid y popul 1al oxide catalyvst [5. 6 I

complete breakdown of organic molecules to carbon dioxide and water (the desired final
products of combustion). Additional reasons for the use of tin dioxide are as follows [9]:

e high chemical and electrochemical stability
e high clectric conductivity when combined with selected dopants
e high overpotential for the oxygen evolution reaction

Lead dioxide has shown similar activity [10, 11, 12). but the possible leaching of toxic lead
ons into treated drinking or natural water makes it an unfavourable choice. It has been shown
that adding dopants as metal oxides can improve the catalytic activity of the catalyst film
[13]). SnO; powders doped with a wide vaniety of dopants such as Cu [14], Ir. Mb [15]. Mn
[16]. Pd. Rh, Ru, Sb [17] and Zr [14] have been produced and tested for their catalwvtic
activity.

The present study follows on from the work of Grimm, who used TiySn(),'Sbh-O« electrodes
[13]. A parallel study was carmed out by Baker [18] to address issues regarding the
electrochemical properties of a vanety of electrocatalysts. It was found that the Ti SnO, ZrO,
system showed the best catalytic activity and was therefore chosen as the catalyst for use in

this project,

The need for reducing energy cost requirements was an important consideration in the
development of these novel metal oxide catalysts, since they show promise in lowering the
activation energies. Therefore, the 10tal energy expenditure of converting a 1oxic molecule to
ecither less toxic molecules, or completely destroving the molecule to carbon dioxide, would
require significantly less energy. A related disadvanmage is however the high cost of some of
the precursors needed to prepare these metal oxides.,

1.3 Problem Statement

Ever-increasing demands on water resources as well as environmental legislation require
water of very high quality. Organic molecules, especially toxic cyclic organic molecules, tend
to act as biocide, preventing the successful application of biological treatment methods,
Biological methods of treatment must sometimes be combined with chemical treatment
methods 1o provide water of the necessary quality. In the case of small rural communities in
remote areas, the need for a municipal water treatment sysiem does not outweigh the
economical aspects associated with the cost and operation of such a plant

I'herefore, 1t would be ideal if a system could be developed that is capable of both
disinfection and unwanted organic content removal. Low cost and low maintenance
requirements are vital aspects of such a reactor system for such communities. Indusinal
applications of such a system would be the post-treatment of process streams for the removal
of toxic organic molecules that are harmful to the emvironment and show resistance to
treatment by conventional means.,

I'he objectives of the present project. based on the statements made in the above paragraphs.,
are the following.
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1.4 Objectives

The main objectives of the project were:

1. Development of a multi-family water-treatment system that sterilises waters and removes
undesirable organics.

Obtaining a water treatment svstem that should also be capable of treating industrial
effluents,

Investigation of different tvpes of cell designs as altematives to current cell design for
efficiency improvements.
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More specifically, the following were addressed:

1. As a limited amount of information is available on the exact kinatics of the

electrochemical oxidation process, additional data regarding this aspect of electrochemical

combustion were required. The necessary model parameters could then be extracted from

this data,

As reported on in the literature, only current density and catalyst type have been

investigated as process variables 10 date, the effect of other important parameters such as

flow rate, necessary for a robust model needed 10 be determined.

. A simple kinetic model for the breakdown of typical organic contaminanis was to be
formulated. This would then be incorporated into the reactor model.

4. A typical water treatment unit for both the industrial and sterilisation applications, based

on the model, was to be designed.

A full economical evaluation 1o determine the feasibility of this type of reactor system was

to be performed.

1
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1.5 Realising the Objectives

Most of the work that was done with these electrocatalysts to date was based on systems that
contained supporting electrolvies, cither in the form of altered pH or salinity [4, 5, 19). The
main problem associated with a practical implementation of electrochemical water treatment
technologies requinng a supporting electrolyte, 1s the requirement of regular maintenance 1o
resupply the reactor system with fresh electrolyte. It would be ideal if a system could be
designed that does not require post-treatment to restore the onginal pH and salinity
conditions.

Therefore, a new system was developed in which the requirement of the supporting
clectrolyte was eliminated and substituted with a solid polymer electrolyte (SPE) that served
as conductive medium for proton transfer. A disadvantage of these systems is however the
contacting of the electrodes to the membrane in order 1o obtain an evenly distributed current
density. Some work has been done (especially in the development of fuel cells) on
impregnating the membrane with catalyst panticles, although catalvst loading then becomes a
factor, as well as the lifetime of the membrane-catalyst assembly,

The work reported here focuses mainly on the investigation of such a system to determine its
feasibility in two fields of water treatment. The primary focus was, as explained above, the
removal of unwanted organic compounds from water. Phenol, or some substituted form of
phenol, has almost exclusively been used as model contaminant in all the literature to date
and will also be used here, Since the active agent in the breakdown of the organic molecules
is @ hydroxyl radical, it was realised that this system could potentially be used in the
disinfection of especially rural water sources in disadvantaged communities. The secondary
focus of this project therefore deals with disinfection.




As mentioned. this research follows on from the work of Grimm [13). whose research focused
mainly on the electrochemical aspects of the metal oxide catalysts. Pnincipally, the same
reactor was used for this rescarch — with the exception of the flow channels. Grimm's work
showed promise in the removal of high concentrations of phenol. but the experiments that
were descnibed showed only the concentration-time data. No additional analyses were
performed and therefore no information was given about the actual rates of combustion
These values are considered to be cntical in the accurate design of larger reactors and were
therefore addressed in this report.

1.6 Scope of the Report

In this report, the use of novel metal oxide catalysts in electrochemical reactors is investigated
for the removal of organic matwenals from water. Chapter 2 provides a discussion of
electrochemical reactors in general and the accepted mechanism of electrochemical oxidation
of organic molecules. Chapters 3 and 4 contain the information gained from the experimental
testing and engineering analysis of the catalyst performance. In an attempt 10 compare the
economic viability of systems employing these catalysts, chapter 5 presents the results of an
economical analvsis of our system. In chapter 6 the actual requirements of our reactor svstem
and what would be required of the system to make it economically feasible. The chapter also
considers the actual limiting process at the electrode. Finally, the conclusions drawn from the
research, together with suggestions on future improvements of the technology, are supplied 1n
chapter 7

An expanded appendix 1s added to the report, contaming additional information. This
information includes relevant theory, the initial work preceding the work discussed in chapter
3, and typical calculations performed. Appendix B describes the research performed by
P.G.L. Baker regarding the development of metal oxide catalysts. Other appendices include
growth curves for the indicator organisms measured dunng the expenmental work regarding
disinfection and detailed technical drawings of the reactors used during the project




2 Electrochemical Oxidation of Organic Molecules

2.1 Introduction

A reasonable amount of work has been done in the area of electrochemical combustion of
organic molecules. This chapter is subdivided into two parts addressing the most important
research taken from the literature as well as a discussion on the general principles involved in
SPE reactors.

The accepted reaction mechanism of the oxidation reaction is discussed in section 2.2.
Comninellis [2] suggested a general reaction mechanism where two reaction pathways were
discussed. A summary of this mechanism is provided in section 2.2.1. The research camed
out in the present project however, required additional information on the actual breakdown
products formed during oxidation. This additional information is presented in sections 2.2.2
and 2.2.3,

A bnef discussion of the processes that take place in the SPE reactor as well as the major
parts of such a reactor are described in section 0. The imponance of the PEM is also
explained, together with some of the advantages and disadvantages associated with its use.

During the past few decades a fair amount of research into the electrochemical oxidation of
organic molecules has been done utilising a variety of metal oxides catalysts. The most
important research, according to the author, is summansed in section 2.4. This summary
includes the work of Gimm, who was the principal researcher in the project. WRC Project '=
852, from which the presemt one follows on. In conclusion, all of the researchers’ work is
discussed and compared (section 2.4.3).

2.2 Reaction Mechanics

2.2.1 Overview of reaction mechanism

According 1o Comninellis [2]), there are two main reaction pathways for the oxidation of
phenol that are dependent only on the type of catalyst chosen as anode. In the electrochemical
conversion method, ¢velic organic molecules are converted by ring opening to aliphatic acids,
which can be treated using biological methods for further purification. This method requires
post-treatment 1o completely remove all organic carbon, Electrode materials that have a high
selectivity towards organic ring opening but a low selectivity towards reaction with the
formed aliphatic acids are preferable. Typical electrode matenals are Pr, Ti1rO; and Ti RuO,.

The electrochemical combustion reaction on the other hand completely oxidises the organic
molecules into carbon dioxide and water. Electrode matenals must have high catalvtic activity
towards the combustion of all organic molecules 10 CO;. Comninellis found that Ti'SnO,
gives the best results for this 1ype of reaction. It also shows higher current efTiciencies than
the previously mentioned electrode matenals.

The first and most important step in the oxidation reaction pathway is the formation of the

active site on the catalyst surface. The active site is formed by discharge of a water molecule
on the catalyst surface to produce an adsorbed hyvdroxyl radical as shown in equation 2.1,

MO, +H.0 - MO _("OH)+H" +¢° 2.1)




This may or may not be followed by the interaction of the hydroxyl radical with the oxygen in
the metal oxide lattice. The hydroxyl radical absorbs into the lamice 1o form a higher oxide:

MO "OH)=» MO __ ~H +¢” (2.2)

This is only possible if the metal has higher oxidation states. Therefore the “active oxvgen™
can take two forms: physisorbed “active oxygen™ (hydroxyl radicals, "'OH) and chemisorbed
“active oxygen” (lattice oxvgen, MO, ;). If an organic molecule is available when a reaction
site is formed, the following oxygen transfer reactions can take place:

R+MO ("OH). = nCO, +zH" +z¢” + MO, (2.3)
R+ MO, . — RO+ MO, (2.3)

where n 15 dependent on the number of carbon atoms in the onginal organic molecule and =,
to a certain extent, is dependant on the breakdown pathway that is followed. The
corresponding acid formed in reaction 2.4 is nommally treated by biological methods to
convert it to carbon dioxide

RO—"5CO0. (2.5)

In the absence of an organic molecule, oxygen is formed as a side reaction:

MO

— MO, »%(_). (2.6)

.uo_l'om—»éo_. +H +¢ +MO Q2.7

1f the potential of the reaction is kept below the potential for oxygen evolution by hvdrolysis,
equation (2.7) represents the only competing side reaction.

2.2.2 Phenol oxidation

Equation (2.3) offers a very simplified view of the overall reaction mechanism. In reality,
several imermediate steps take place before the phenol molecule is completely converted to
carbon dioxide and water. The most complete reaction pathway reported for the oxidation of
phenol has been sourced from work pertaining to the wet-air oxidation of phenol [20]

Although the process does not operate with electrodes. it still uses a catalyst and 1s believed 10
follow a free radical mechanism. The reaction scheme is presented in Figure 2.1.

Rescarchers examining the use of electrodes for the combustion of organic molecules
observed some of the breakdown products given in the reaction scheme. Using Ti'Sn0,
electrodes, Comninellis (3, 7] found the aromatic dihvdroxy-benzenes and p-benzoquinone. o-
Benzoquinone may have been present. but no standards for analysis could be obtained due 10
its instability. Maleic. oxalic and formic acid were also found in the reaction mixture,
together with some unidentified intermediates. With Ti'TrO; electrodes. Comninellis ¢r af
[21] found only the aromatic intermediates. Shanifian and Kirk [11]. and Tahar and Savall
[12]. detected benzoguinone and maleic acid as intermediate products.

In Figure 2.1 only the breakdown products are shown, with no information on the formation
of the hvdroxyl radical intermediates or the number of electrons involved. In the literature,
both Comninellis ¢ af. [5, 21] and Petrov et al. [6] found that the complete combustion of
phenol requires a total of 28 electrons and the discharge of |1 water molecules

H
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Thus., the total hydroxyl formation reaction can be written as

VO +11H.0 = MO _("OH), +11H" +11¢e (2.8)
The reaction for the oxidation of phenol to carbon dioxide and water may then be written as

C.HOH+MO ("OH)., 2 6CO. +17H" +17¢ +MO (2.9)

Combining (2.8) and (2.9) the overall reaction for the breakdown of phenol can be obtained

C.HO+IIH.O = 6C0O, +28H" + 28¢ (2.10)

It must be noted that the reactions of 1.2- and 1. 4-dihydroxvbenzene 1o form o- and p-
benzoquinone are reversible reactions and take place withowt the requirement of active

oxXvgen

CHO,&CHO, +2H +2 (2.11)
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According to Comninellis, the metal oxide catalysts, especially the SnO; and doped SnO,
films, are resistant to the formation of this passivating film. This theory has however not been
proven yet. For instance, in this study, the phenol concentration was found to decrease with
time, but none of the aliphatic acid intermediates were detected. This could imply the removal
of phenol by the formation of a polymeric film

2.3 Principles of the SPE Reactor

A simplified representation of a tvpical SPE reactor is given in Figure 2.2, A cross-section of

the membrane-clectrode assembly and the top current collector is shown to give a view of the

flow channels.
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Figure 2.3: Parts of an SPE reactor.

lhe most important part of the reactor is the membrane-¢lectrode-assembly (MEA). This is
the structure in the reactor where all of the half-reactions take place. It consists of the proton-
exchange-membrane (PLEM) sandwiched between the two electrodes. According to the
literature. Nafion is the first choice of material for use as the proton exchange membrane for
the SPE reactors. Nafion (a trademark of E.I. du Pont de Nemours Company) is a copolyvmer

of tetrafluoroethylene and sulphony! fluoride vinyl ether. Hence, Nafion contains functional
SO; groups that inmeract with the protons and allows for the proton conductivity, The

charactenstics that make Nafion such a good choice for the PEM are summarised below:

high ionic conductiviny

outstanding chemical and thermal stability

vl

good mechanical streng
Usually the Nafion membrane 1s used in the H -ionic form, although it can also be used in

other 1onic forms such as K and Na

As mentioned in chaprer 1. the reactor system needs 10 operate without the need for any
additional electrolvtes. Typically, some form of onising compound (in the form of acidity,
salinity or alkalinity) is added to the water 1o improve the conductivity of the system. This has

been done in almost all of the cases in the literature that have been studied [19, 10, 8, 27]. The

add:tion of such compounds to the svstem, although they would eliminate the need for the
PEM. would lead 10 the requirement for regular maintenance of practical electrochemical

rcactors. This can be undesirable in cases where the reactor svstem 15 used in water

purification, for a number of reasons




e poor accessibility to remote areas, which can prevent scheduled maintenance checks of the
treatment reactors, resulting in the reactor not being operational for penods of time

e the potential hazard 1o the environment and residents in the area in the case of a reactor
leak

e the cost involved in periodically resupplying a reactor with the appropriate chemicals.

The use of a PEM membrane eliminates the possible dangers and expenses involved with any
of the above issues. The one disadvantage of the PEM membrane is however the relauvely
high cost, but this is balanced against the stability and long lifetimes of these membranes.

As mentioned, protons and water molecules travel through the PEM. In this way it basically
serves as a solid electrolyte, hence the name SPE. In this case, protons are generated at the
anode according to the reactions given in equation (2.1) and equation (2.3). These protons
then migrate into the membrane and interact with the functional SO,™ groups. The protons in
the membrane at the cathode are consumed in the cathodic reaction which, in this case, 1s the
hvdrogen evolution reaction.

2H* +2¢” = H, (2.12)

Electrons pass through the external circuit as they are generated at the anode and are
consumed at the cathode.

One of the problems with the Nafion membrane is that impurnities present in the clectrolvie
can have a negative influence on the functioning of the membrane. Metal ions such as Mg’

and Ca’ ions may replace the H -ions in the polymer, thus changing the morphology and
functionality of the membrane. These ions bond permanently with the Nafion membrane, thus
reducing its capacity for protons and increasing the specific resistance of the membrane.
While the electrochemical cell is operational, the membrane absorbs protons in favour of the
other heavier 1ons. It is only when no potential is applied on the cell that any of the ions can
interact with the membrane. It has also been observed that the Nafion membrane absorbs
organic molecules. This may have a significant influence on the efficiency of the membrane.

Another limitation of the membrane is the maximum current density. It has been found that
high current densities can dehydrate the membrane, thereby reducing the proton conductivity
and increasing the resistance to charge transfer. Very high current densities can even cause
the membrane to burn, causing permanent and irreversible damage. This only occurs at very
high current densities, in the order of 1000 A/em”.

The reactions take place close 10 or at the membrane-electrode interface. Therefore, good
contacting between the membrane and electrode is vital for uniform current distnbution. This
is normally accomplished by bolting the two current collectors together. They are then
connected to the power source via an external circuit. The cathode is connected to the
negative terminal and the anode to the positive terminal.

The flow channels are machined into the current collectors. The contaminated water flows in
through the inlet in the current collector, travels through the reactor, and leaves by the outlet.
In this way the liquid in the cathodic and anodic sides of the reactor can be separated if
desired. The water in the flow channel diffuses through the electrode 10 the membrane-
electrode inerface where the reaction will take place
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2.4  Review of Previous Work

Several researchers have done a significant amount of work using metal oxide electrocatalvsts
for the oxidation of phenol. A fair vanety of catalysts (and model contaminants) have been
tested for their activity towards the oxidation reaction. This section will be subdivided into
two parts. The first is a detailed description of work carried out by Grimm. since all of the
work in the present study is based on his findings. The second section is a short overview of
the most important research done by other authors in the field of electrocatalvtic oxidation of
organics. In most cases SnO.. PbO, or Ir0; were used, sometimes with the addition of
dopants. Several researchers emploved the solid-polymer-electrolyte system. as used in this
study, but with the addition of supporting electrolyvies for improved conductivity,

2.4.1 Grimm's rescarch

A detailed account of the oxidation results reported by Grimm will be given first (all of the
facts in this section were 1aken from his PhD thesis [13])

As in the present study, one of the major hurdles was the determination of the phenol and
intermediate  concentrations. Grimm  chose a simple and casy-to-use method for the
determination of these compounds (it is described in section E.2.3). The method entails the
reaction of phenols with 4-aminoantipynidine to form a coloured antipyrine dve that can be
analysed spectrophotometrically at 510 nm. In effect. a phenol index is obtained that is a
comparative measure of the content of the phenolic compounds. Mention is made of the
inherent problems in this method of analvsis, since several distillation steps are required to
ensure that only phenolic and substituted phenolic compounds are detected. Also. no
differentiation can be made between different phenolic compounds. Several other types of
interference can also affect the obtained phenol index.

The electrochemical cell utilised was identical 1o the one used in the laboratory-scale work in
this study, with the exception of the flow channels. Grimm's reactor was initially used for
water hydrolysis and therefore the current collectors were machined to optimise the hydrogen
and oxvgen vields. The problem with the shape of these current collectors was that it was very
difficult to charactenise the flow without the use of computational methods.

Grimm conducted expenments at two different phenol concentrations. The first expenment
used a very high phenol concentration (1 g//) while the second used a very low concentration
of phenol (1 mg/). This comresponded with molar concentrations of 10.6 and 0.011 mM
phenol. He used two different reaction volumes for the different experiments. In the high
concentration expeniment, only 100 m/ was used and in the low concentration expenment,
500 m/ was used.

The analysis of the results showed that for the high concentration experiment the
concentration was reduced from | g/ to 0.22 g/ after 960 minutes of electrolysis. This
reaction time corresponded with a specific charge of 320 Ah/dm and a conversion of 78%.
With the low concentration experiments the phenol concentration was reduced to 0.02 mg /
after 240 minutes of electrolysis. This corresponds with a specific charge of 8 Ahdm’. He

T T E t\‘ “l“

also observed very low current efficiencies, ranging from 22.3
2.4.2  Other research
Some of the first work done in the field of electrochemical oxidation of ¢velic organic

molecules was by Kirk ¢r &/, [10]. using a packed bed reactor. Lead particles were converned
1o PhO- to act as anodic matenal and a stainless steel plate served as cathode. Analine was

[ ]




chosen as model contaminant. As a result, a Y8% conversion of analine after the passage of 25
Ah'dm’ was obtained. Sulphuric acid (pH 2) was used as supporting electrolyte. The cell was
operated at a current density of about 9 mA cm” and current efficiencies in the range of 42 10
18% were obtained.

They also 1ested the reactor system in the electrolysis of phenol [11] and obtained a 98.4%
conversion of the phenol to intermediates afier the passage of 25 Ah/dm’. The supporting
electrolyte was 1.0 M sulphuric acid.

Stucki et al. [4) studied the performance of high overpotential anodes in the treatmemt of
waste waters. A wide variety of organic compounds were evaluated. These compounds were
dissolved in a base electrolyte of 0.5 M Na,SO; and adjusted 1o the desired pH by addition of
either NaOH or H;S0,. It was found that after the passage of a specific charge of 74.7 Ah/dm’
all of the TOC carbon was removed. The model contaminant in this specific case was benzoic
acid. An electrochemical oxidation index (EOI), which is a measure of the reactivity of a
particular compound with regards 1o oxidation by electrogenerated hydroxyl radicals, was
calculated for cach compound. Comninellis defined this EOI as [27):

EOI=1£$ r (2.13)
T

"

The EOI 1s determined by the measurement of the evolved oxvgen (v) during an experiment
in the presence and absence of the organic compound. They observed the highest EOI value
for benzoic acid (EOI = 0.79). The next lowest value for the EOI was 0.8 for nitrobenzene,
while the lowest EOI value was 0.02, which was obtained for triaminotriazin.

Murphy ¢r al. [28]) performed similar experimemts using a PEM as electrolyte in an
electrochemical cell. The anode (with a geometric surface area of 6.25 cm®) consisted of a
platinum-10% iridium mesh that was pressed onto the Nafion 117 PEM. This membrane
mesh assembly was then sandwiched between two titanium current collectors coated with
platinum. Experiments were conducted on a mixture of 12 organic compounds that was being
circulated through the reactor at 2 /'h. These experiments showed that at a current density of
1.2 Alem’, 97.3% of the TOC present in the solution was completely removed afier the
passage of a specific charge of 3703 Ah/dm’. The long times reguired for TOC removal may
be due solely to the resistance that some organic molecules have to electrochemical oxidation,
especially acetic acid — which had the highest TOC concentration. In these studies, using
wet-air oxidation, acetic acid has been shown to be particularly resistant to oxidation [20).

Petrov er al. [6] prepared anodes by hot-pressing Teflon bonded (10 wt%) SnO; onto a fine
titanium mesh. The membrane ¢lectrode assembly was prepared using a technique employed
in proton-exchange-membrane fuel cell (PEMFC) technology. This enhanced the energy
efficiencies and power densities. The electrodes were then impregnated with Nafion solution
(0.6 mg/cm®) and hot pressed 10 the Nafion membrane at 130°C, which is slightly above the
glass transition temperature of Nafion. The cathode material was platinum gauze. The
electrodes were tested on the same cocktail of organics as used by Murphy o7 /. [28]. All of
the total organic carbon was removed afier the passage of 1050 to 2100 Ah'dm’, depending
on experimental conditions.

Comninellis and co-workers used a two-compartment cell for the oxidation of organics. In the
initial work [S, 7). SnO; coated titanium was used as anode and a platinum spiral was used as
cathode. Oxidation of phenol was carried out in the reactor at a current density of 50 to 57
mA‘cm’, a temperature of 70°C and pH 2. The initial concentration of the phenol was 21 mM.
The removal of the phenol, as well as the TOC in the solution, was measured and compared.
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The analvsis showed that after 25 1o 30 Ahdm™ (2.125 to 3.75 h), complete elimination of
phenol had occurred. Longer oxidation times were necessary to reduce the TOC 1o 1(#¢ of the
original value (50 Ah'dm” or 6.25 h).

The effect of NaCl on the rate of removal of organics was also tested [19]. Using T: IrO;
electrodes they observed an improvement in the removal rate in the presence of Cl, Cell
conditions were the following: current density 100 mA em-. pH 12.2 and 1emperature 50°C
After 20 Alvdm , using only Na,SO, as electrolyte, a 40%: conversion of the phenol was
obtained. For solutions with both Na.SO; and NaCl. 95% conversions were obtained. The
removal rate seemed independent of the C1 concentration (which was 433, 85 and 17 mM
respectively).

Final expernments [21] involved the testing of the TiIrO: syvstem for conventional aromatic
removal. Phenol was used as model pollutant in a solution with a pH of 2. The temperature of
the solution was S0°C and current densities of between 2.5 and 28 mA/‘cm® were maintained.
Full conversion of the phenol 10 intermediate molecules was obtained after the passage of 3§

Ah'dm’

lahar and Savall [12] prepared PbO). electrodes on & tamalum surface for the oxidation of
phenol. Thev prepared the lead dioxide by oxidation of a lead mitrate solution. Theyv are some
of the few researchers that mention the possibility of the formation of polymenc oligomers.
They also used sulphunc acid (pH 2) to increase the conductivity of the solution. The
oxidation experiments were performed at temperatures ranging from 60 to 90°C and they
managed to convert all of the phenol to intermediates afier the passage of between 31.6 and
15.2 Ah'dm™ respectively. However, only 92.1% of the TOC carbon was removed after 100
Ahdm’ (initial TOC = 1500 ppm). It was found that maleic acid was difficult 10 oxidise 10
breakdown products.

Polcaro er al. [8] also used a parallel plate reactor with a SnO- coated sheet of titanium as
anode. They used Na:HPO; and H:PO; as supporting electrolyte at different pH values (7 and
3). 2-chlorophenol was used as organic pollutant. In some of the experiments chlornides were
added 1o investigate their effect on the combustion of the chlorophenols. It was found that
98.1%, of the chlorophenol was removed after the passage of 2.13 Ah/dm’

2.4.3  Analysis of literature review

Phenol concentratson vs charge
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To shed some perspective on all of the data given in this section, the experimental data of
some of the researchers mentioned has been converted into a nommalised form and plotied.
The researchers are indicated in the key of the graph. This data is presented in Figure 2.4,

The x-axis of the plot is given in terms of specific charge (Ah'dm’}), as the extent of an
electrochemical reaction is normally proportional to the amount of charge passed according 10
equation 2.14.

Q It
ey e

Also, since the number of moles of reactant present in the solution determines the required
charge, the charge is divided by the volume of the solution. All of the curves given in Figure
2.4 are based on phenol concentration. Therefore, the number of moles of electrons that are
required for the combustion of one mole of phenol is constant for all of the cases (v, = 28).

An efficient oxidation reaction will be one represented by a sharp gradient. On the other hand,
lines with low gradients will represent an inefficient reaction. This can be explained by the
specific charge. An efficient reaction will ensure that a larger fraction of the applied current is
applied towards the oxidation reaction. This will in effect reduce the nominator of equation
2.14 since a smaller total current needs to be apphied.

Another way of Jooking at an efficient process is by examining the number of moles of
reactant that can be converted for the applied charge. I a larger fraction of the applied current
is spent on converting phenol, more moles of phenol can be convented, corvesponding to
cither a higher concentration of solution or a larger volume of solution with the same 1mtial
concentration. This in effect increases the denominator of the specific charge, leading 10
smaller values of the specific charge for higher conversions.
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3 Phenol Oxidation

3.1 Introduction

Initially, the present project was supposed to immediately scale-up the reactor based on the
results of Gnmm [13] and bench-scale experiments were 10 be performed in order for a pilot
plant 10 be built. This scale-up reactor was bigger than the laboratory-scale size that Grimm
used (reaction volume S0 / vs 1 /). The reactor did not work due to very low conversions
obtained. Major shortcomings in the reactor system were the small surface-arca-to-volume
ratio as well as the high initial concentration used. These cntical parameters were
subsequently adjusted and additional laboratory-scale experiments were performed. The
details of the initial work are descrnibed in appendix E.

A number of researchers have used Nafion as proton-exchange membrane in conjunction with
vanous catalysts in different forms. Gatrell and Kirk used lead and lead dioxide pellets in the
oxidation of phenol. They did however use sulphuric acid as suppornting electrolyte. Murphy
et al. [28] also employed a PEM in their reactor but used no supporting electrolyte in their
feed solutions.

3.2 Experimental

3.2.1 Instruments and specifications

The experimental set-up used the same reaction volume as that used by Grimm [12]. The
reservoir consisted of a 1/ glass bottle that could be sealed 10 prevent the relatively volatile
organics from escaping into the atmosphere. Flow control was maintained by a ball valve,
since only three flow rates were chosen for the experimental work. The experimental set-up is
shown in Figure 3.1.

Preliminary work on the laboratory-scale reactor was done using a penstaltic pump (with a
maximum flow rate of 21.8 /'h). Later a small, magnetically driven centrifugal pump with a
maximum flow rate of 37.2 /'h was used (Schmitt-Kreisel, 7505). This did not correspond
with the maximum flow rate capacity of the pump due to the high pressure drop through the
reactor. Since the pH measurements in the initial experiments remained constant over the
duration of the experiments, the pH measurements were abandoned and only the phenol
concentration was measured. In later experiments, pH, conductivity and temperature were
measured.
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Figured.1: Experimental set-up used for the laboratory-scale experiments
[he pH and temperature were measured on-line using a ~GF+ Signet 2714 pH e¢lectrode
obtained from Indecx, South Africa. The pH probe was connected to a pre-amplifier (+=GF+
2720) and the readings were displayed w 1 =GF= Signet 8750-1 transmitter. The
Ivity was measured using a Genway 4071 conducuvity meter
sen for the currer ectors in the laboratory-scale reactor
ING COITOsSIONn resistance S rnee "i-. nmn Ll L \“g"?lll; Is \‘l,!.\g'\i

that the pH of the solution leaving the reactor remained virtually constant (pH = 4.5). i1 was

decided that nickel, which has good resistance to mild acidic s s. could be
used as current collector matenal. Nickel, although possessing a relatively good electronic
CONAUCTIVITY, ha i resSiStance 1hree umes gréater than utar and adbout six 1t ¢S grcaler
1an aluminiun
\... ninmw ‘ CANINOSUTS s Nl L INOT 1 aCls et ' T nag ooy
erefore not be used in pure current collector matenial. One advantage of using
aluminium was its relatively casy machinability. Therefore aluminium discs were obtained
'\*"\".‘.\\lu"'\ LCape 1own. S 1 \ od) DOnNn W h a single flow channel of 7.'_'"
S48 was machined (see schematic Appendix ( Ihe inle d the outlet of eaxl
current collector were situated 1n the back of each current collector. Sta ¢ss steel 316 flow

West Beach Instrumentation, Cape Town, South Afnica) used to provide




connections to the extemal fluid circuit. The aluminium current collectors were then
¢ k\lf";‘:\”('\i with nickel 10 provige .1.&\;‘..1“' clectne conductiv Y and cormosion resislance

The electroplating was done by Metana Surface Coatings cc, Cape Town, South Afnca

Four nickel-plated alumimium pins attached to the back of the current collectors supplied
electrical contact. On the edges of each current collector, facing the opposite current collector

lip was machined. On the edges of ecach current collector facing the opposite current

Ip was mach A Viton gasket was placed onto this edge 10 provide a seal for
the reactor. The current collectors were once again housed in a PVC frame., which was
fastened with eight M8 mild

meter 1o ensure that the stack pressure was constant for each experiment. Detai

collector, a |

steel bolts, The nuts for these bolts were fastened ing a torque
led drawings
of the laboratory-scale reactor are given in Appendix G. Photographs of the vanous pans of

the reactor are given in Figure 3.2 (a) to (d).

~\I”:t‘l.;."" the cost of this expenmemal SCT-up was sign T-I“!II'.I} less than the cqu valent
ttanium reactor (approximately 10 tumes), it was found that some corrosion still ook place
Most of the corrosion was believed 10 take place due 10 the anodic oxidation of the nickel 10
nickel oxide, since very high potentials (between 20 and 30 V) were required 10 obtain the
working current densities. Another reason for the use of nickel was to ensure that sufficient

funds remained for the construction of a pilot plant if the need arose.

(b) Top view of curremt collecton

(¢) Assembly of electrochemical cel (d) Assembly with anode

Figurei.2: Photographs of the laboratoryv-scale electrochemical cell.

Once 1t was found that the process was not economically viable (see chapter §), a titamum
reactor was constructed to see if this would have any significant effect on the observed

reachion rates
3.2.3  Analysis of phenol and breakdown products

Since the use of total organic carbon (TOC) analvsis of the samples required a large sample

volume (20m /) relative to the reactor volume (1 /), the use of high-pressure liquid

)



chromatography (HPLC) for the determination of the breakdown products was investigated. It
was later determined that the method used by the CSIR (Stellenbosch) for TOC determination
was inadequate for the determination of the TOC for the phenolic samples. The method used
was ideal for TOC determination of natural water sources, but due to the refractory
charactenistics of phenol and phenolic compounds, inaccurate results were obtained. Using
HPLC, it was found that two different columns were required for the quantitative analysis of
the suspected breakdown products.

The column used for the determination of the phenolic compounds was a conventional CI8
column (Phenomenex, LUNA Su CI8(2) 150x4.6 mm). The column used for the
determination of the aliphatic acids was a PL Hi-Plex H Ligand Exchange Column (300x7.7
mm). The separation and analvsis were performed using a Thermo Separation SpectraSystem
HPLC with an UV-detector.

10 wl of the samples containing phenolic compounds were injected. using 50%e methanol 50%
water as mobile phase. The detector was set at @ wavelength of 280 nm for these compounds.
A chromatogram of the phenolic standards 1s shown in Figure 3.3 and the retention times for
the vanous compounds are given in Table 3.2.

An imponant fact to note is the 1oxicity of phenol compared to the toxicities of the breakdown
products. The following table summanses the lethal dose for oral ingestion of phenol and the
two main breakdown products. p-benzoquinone and hydroquinone. The tests were performed
on rats.

Table 3.1: Toxicity of phenol and the main breakdown products [29]
_Compound . LDS0 [mg kg)

Phenol ’ 414 ,
p-Benzoquinone 120
Hydroguinone 320 '

These values imply that the breakdown products formed by the oxidation reaction have
greater toxicity than phenol (lower lethal dose). Therefore, if the oxidation reaction produced
these products, albeit in lower concentrations, the product stream would have a similar level
of toxicity
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Figure 3.3: HPLC chromatogram of the standards for phenolic compounds (mobile phase: 0%,
MeOH S0% HLO, Detector: 280 nm).

Table 3.2: HPLC retention times for the phenolic compounds (see Figure 3.3)

Compound Retention Fime
. fmiml 000

Hydroguinone 1.927

Resorcinol 2.223

Benzoguinone 2.445

Catechol 2.760

Phenol $.167
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For the analysis of the organic acids, a 0.0] N H,;SO, mobile phase was used. Detection of the
acid peaks was done at 210 nm. The chromatograms produced in the analysis of the organic
acid standards showed tailing on all of the peaks, but these peaks were still usable. A
chromatogram of the organic acid standards is given below in Figure 3.4, The acids tested
were maleic. fumaric and oxalic acid. Formic acid was also tested. but did not show a well-
defined peak. The residence times of the individual acids are given in Table 3.3,

The samples taken during the experiments were analysed with both columns. Examples of the
chromatograms of initial and final samples are given in Figure 3.5 1o Figure 3.7.
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Figure 3.4: HPLC Chromatogram of acid standards (mobile phase: 0.01 N H,S0,, Detector: 210
nm).

Table 3.3: Retention times for the aliphatic acids

Compound Retention Time
min]
Formic acid 4467 and 9. 348
Oxalic acid 4.830
Maleic acd ‘ 5.890
_Fumaric acid 19963

Two strange peaks were noted in the chromatograms obtained with the column used for the
aliphatic acids, Figure 3.7. The initial sample was taken before the solution was pumped
through the reactor and therefore should only have comained phenol as comaminant. Thus,
the peak observed could be due to the presence of phenol in the sample. However, as the
experiment progressed, an additional peak was observed before the ‘phenol’ peak

One possible explanation for the strange peaks is the formation of aliphatic organic
intermediates with other functional groups, such as alcohols and ketones. This i1s possible
since the reaction involves the formation of the highly reactive hydroxyl intermediate, which
can react with organic molecules in any number of ways, Note however, that none of the
aliphatic intermediates that are popularly believed 10 be formed (oxalic, maleic and fumaric
acid) were present in the samples.
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Figure 3.5: HPLC chromatogram of initial acid sample (example 1).
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Figure 3.6: HPLC chromatogram of initial acid sample (example 2). o

Figure 3.7: HPLC chromatogram of final acid sample
I'herefore, the samples could be accurately analvsed by HPLC for the phenolic compounds,
but total organic carbon analvsis must still be used to account for the contnbution of the

aliphatic intermediates
3.3 Results and Discussion

3.3.1 Determination of apparent reaction rate constants

I'he following sections discuss the results of the experiments. The discussion is mostly based
on the apparent reaction rate constant which 1s obtained from a lin¢ar regression fitted 1o the
expenmental data, This section discusses the procedure followed to extract the apparent
reachon rale constan
In zall of the expenments, the concentration-time data i1s measured. Thus, we have an

expression of the form

( B C el (X.1)
I ) " M ndacis A8 ; A i ! ey Frape I

us, 5 1s the one cocfficient of regression. An exponential cunve was chosen because first-
rder aaa — onad in the mads]l Aseivatins [he final form of the reactor model
Order AINCUICS Was assumed ne mMoae! denvatiy ¢ nna orm « ¢ reacior OUel,
expre ¢ the final concentration in terms of the intial concentration. 1s
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The detailed derivation of equation 3.2 is provided in section C.] in the appendices. The
relationship between the regression coefficient, B, and the apparent reaction rate constant, &,
can be obtained from equations 2.1 and 3.2 after some mathematical manipulation:

»
k=-—In(Br +1 (3.3)
WL (ﬁ )
where v isthe flow rate through the reactor
ALY is the width of the flow channel
L Is the length of the reactor
T Is the residence time of the solution in the reservoir,

This expression was used 1o determine & in all of the experimental work
3.3.2 Results — galvanostatic operation

Effect of current density

The choice of current densities 10 be 1ested depended on the power supply used. Due 1o the
high overpotential at the electrode, only relatively low current densities could be maintained
without pushing the operating potential above the maximum for the power supply. Therefore,
currents of between 20 and 50 mA were selected. The exact parameters, including the
calculated current densities of the current experiments are given in Table 3.4, The conversion
in the table is based on the complete combustion of phenol.

Table 3.4: Expennmental parameters for current density expeniments

| Apphed current _j Flow Rate Cren Volume Conversion
I [mA] 1[Acm ] {Ih] [ppm Ph] | [1] (phenol)

| 20 | 0382 1936 S0 1.0 0.0623
35 | 0.617 9.36 S0 1.0 0.100

|50 | 0.881 | 9.36 50 1.0 0.0877

The breakdown curves for the three currents are presented in Figure 3.8, From the graph it
can be seen that the intermediate current value results in the highest reaction rate compared to
both the low and high current densities. The values for the are shown in Table 3.5, In all cases
the experimental values were lower than the theoretical values. These theoretical values were
obtained from the mass transfer correlation given by equation A.46 (see appendix A).

Ihis correlation was set up for solid duct walls, while in the experiments the electrode was
porous. The correlation was therefore only an estimation of the external mass transfer 1o the
surface of the electrode. It nonetheless provided a measure against which the experimental
values could be compared.
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Effect of current
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¥ ig?mr 1.8: Effect of current densiry on reaction rate.

One of the side effects of the phenol oxidation reaction is oxvgen evolution, whether by water
clectrolysis or by the reaction, as shown in equation 2.7. This means that if the process is
externally mass-transfer limited. higher expenimental rate constants than the theoretical values
shown in Table 3.5 would be observed (as explained in section A.1.4). Therefore, based on
these results. one would assume that the process could not be externally mass-transfer limited
More information is required to make a better judgement of the exact limiting conditions
prevalent in the reactor. Therefore, the results of both the current and flow rate experiments
will be discussed in the next section

Table 3.5: Reaction rate constants for current experiments

| Current -8 | I | 2 — R 95% cont
| AmA | ) .im s | (ms] . menval
| 20 86210 193 %10 | $.92 « 10 77.2 33710
35 254 x 10° 1.16 x 10* £92 « 107 91.0 43 x 107
| 50 203 x 10* 9.26 = 10 S92« 10° 90,3 4.80 = 10

Also note that, because of gas formation increasing the mass transfer. the Revnolds number as

calculated is only a quantification of the flow and not necessarily a good characterisation of

the flow.

The intermediate current value of 35 mA comresponded with the highest reaction rate constant
The reaction rate should be proportional to the applied current and therefore it is expected that
the highest reaction rate constant would be associated with the highest current (50 mA).

This effect could pantly be explained by the covering effect. caused by the formation of gas
bubbles on the surface and in the pores of the catalyst. This phenomenon effectively reduces
the fraction of the electrode surface available for reaction. Low current densities may force
the selectivity of the reaction 1o be c¢loser 10 the oxidation reaction due to lower applied
potentials, but also causes the reaction to take place more slowly due 10 a lower current
density.

I'he high current density on the other hand speeds up the oxidation reaction. but also causes a
larger fraction of the electrode surface to be covered. resulting in a lower overall oxidation

-
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rate. Some inmermediate value of the current therefore maximises the oxidation rate whilst
minimising the formation of gas bubbles, resulting in a high overall reaction rate.

Effect of flow rate

Experiments 10 determine the effect of mass transfer were conducted at two different flow
rates. both being in the laminar region of flow due to the limitations of the pumps available.
The pressure drop in the reactor was very high because of the small equivalent diameter (d, =
4 mm), thus limiting the maximum flow rate. The values for the experimental parameters are
given in Table 3.6. The normalised concentration-charge data are presented in Figure 3.9,

Table 3.6: Experimental parameters for flow rate experiments

| Flow rate i | Flow Rate Cra Volume | Comversion |
lih]  TRe ! [mA] [ppmPh] 7] | (phenol)
19.36 ' 630 S0 50 1.0 0.101
| 21.8 | 1516 50 50 1.0 | 0.140
r 1
. Effect of flow rate
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Figure 3.9: Effect of flow rate on reaction rate.

The reaction rate constants were calculated for both of the flow rates and are given in the
table below,

Table 3.7: Reaction rate constants for flow rate expenments
S |

Re B — kesowsea |RK | 95%conf. |
[s"'] | [ms] | [m's] | % interval

650 3.50 % 10° | 1.59 « 10° £92 x 10° 96.1 566 %10

1516 S50x10* | 281 x10* 788 x 10° 986 496 x 107

In both cases the experimental rate constants were lower than the theoretical rate constants,
However, 1t must be noted that the ratio between the values for the high and low flow rate
were almost the same (1.32 for the theoretical and 1.49 for the experimental values). The
same apphes in these experiments as for the current experiments. The gas evolution would
cause the mass transfer to be higher than theoretically predicted if external mass-transfer
conditions limited the rcaction.




It is realistic to assume that an increase in flow rate will cause a decrease in covering effect
due to an increase in the bubble removal rate. From the expenmental results presented in this
section and the previous section. due to the dependency of the reaction rate on both the
current density and the flow rate, it seems that the reaction is in some intermediate limiting
regime. This is entirely possible for electrochemical reactions and can be accounted for in the
Butler-Volmer equation according 10 Wendt and Krevsa [30].

This of course complicates the extraction of the experimental paramcters significantly,
especially since very little information is available on the exact current density-potential
relationships. In this case, the best approach would probably be to assume that the kinetics are
similar to those encountered in chemical Kinetics, assume a reaction order and obtain at least a
reasonable estimation of the reaction order and reaction rate constants, as discussed in section
AlS

Effect of the MEA compression factor

important role in the current distribution. If the reactor is not fastened tightly enough, high
local current densities can exist, thereby changing the overpotential and thus the reaction.
Therefore two different stack pressures were 1ested 10 observe the effect of this parameter.
I'he values for the expenmental parameters are given in Table 3.8 and the breakdown curves
for the two expenments are given in Figure 3.10.

Fable 3.8: Experimental parameters for MEA compression experiments

Torque Flow rate | Applied current Chu Volume Conversion
{Ib-mn] Re I mA] [ppm Ph] [1] (phenol)
15 650 | 50 S0 1.0 0.0577

25 650 S0 50 1.0 0.0533

I'he reaction rate constants for the two different stack pressures are given below. They are
eiven in terms of torque applied to the nuts used to fasten the frame of the reactor. The
constants obtained for the two expeniments were similar, differing by 15%., but with the lower
rate constant associated with the higher stack pressure. This was unexpected. but the R value
of the second exponential fit was only 86% and may cause the constant to be slightly
inaccurate. It was observed in the expenmental work that lower potentials were obtained, for
higher compression factors. This would imply a better distribution of current across the
electrode, Since no real conclusive information could be extracted from this experiment, it
was decided 1o at Jeast keep the stack pressure constant for all the other experiments in order
to eliminate anv additional effects.
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Figure 3.10: Effect of MEA compression on reaction rate. .
Table 3.9: Reaction rate constants for stack pressure experiments -
" Torque B  O— R’ 95%, conf. ]
[lb—lnl l.\. |1 [m \J %o interval
18 2.03 = 10° 926 % 107 90.3 | 480107
25 (206x10° | 940x107 | 724 | 685x107

Anolyte-catholyte separation

One of the intermediate steps in the oxidation of phenol is the reversible reaction between o-
and p-benzoquinone and their respective dihydroxybenzene structures. Therefore, the
following can be expected: if the reverse reaction is somehow suppressed, an increase in the
reaction rate should be observed. For the reverse reaction to take place, benzoguinone must be
reduced — a reaction that takes place at the cathode. Thus, the easiest way of preventing the
reverse reaction from taking place, is by the separation of the catholyte and the anolyte.

In these experiments, penistaltic pumps were still used to pump the phenol solution through
the reactor. An identical peristaltic pump was obtained and used to pump distilled water
through the cathodic side of the reactor. As a result, the phenol solution was only pumped
through the anodic side of the reactor. The results obtained for this are presented in Figure
3.11 in normalised form and the calculated rate constants are given in Table 3.10.
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Figure 3.11: Effect of &fectrol_nc separation on reaction rate.
Fable 3.10: Reaction rate constants for separated electrolytes -
B | S R" 95% cont
Cfs7] ms] % | nterval
Unscparated 203 = 10" 9.26 « 10 90.3 480 « 10
Separated 3,50« 10" 1.60 = 10 1961 Se6x10 |

It can be seen that the rate constant for the case where the electrolvtes were separated is wo
times greater than that for the unseparated case. This will have a marked influence in the final
design of the reactor. The cost of having an additional system responsible for pumping the
catholyte must therefore be weighed up against the improvement in reaction rate. The
remainder of the expeniments, especially those done in the reactor using titanium current
collectors, were done unseparated (no additional pumps were available). The effect of
scparating the catholyte and anolyte is compared economically in chapter §

3.3.3 Results - potentiostatic

Due to the low conversions obtained in the galvanostatic expenments, 1t was decided to
perform experiments in which the potential was kept at a constant value, below that required
for the side reaction but above the potential required for the oxidation of the phenol. The
theoretical potential that corresponds with this value 1s about 1.4 V, whereas the ohmic losses
due 1o the membrane and current collectors must still be accounted for. The phenol oxidation
potential and the water hydrolysis reaction differ by 0.3 V (water hvdrolysis being 1.7 V) and
therefore a fixed potential vialue of 2.0 V was chosen, The potential for the hyvdrogen
evolution reaction is between -0.2 to 0.4 V. Thus. the chosen potential, including the
potential drop across the membrane, will be sufficient for the phenol oxidation but still less
than the oxygen evolution potential

The graph in Figure 3,12 shows the concentration versus time profiles of phenol. and some of

the identified breakdown products. The phenol concentration is read off the left-hand axis and
the concentrations of the breakdown products are read off the nght-hand axis. Figure 3.13
shows the same concentration profiles, but uses normalised charge as the x-axis. This was
done 10 show the theoretical extent of the reaction at the different sampling points. Note that




after 55 hours of reaction, almost 80% of the theoretical charge had been supplied 10 the

svstem, with only 23% conversion of the phenol.

The breakdown products that were analysed were p-benzoguinone and hvdroguinone. These
breakdown products formed quickly (before the first sample point) and then seemed to reach
an equilibrium concentration. The concentrations were still very low and, in some instances,
the analvtical method used was not sensitive enough to discern between the corresponding
peak and the baseline, especially in the case of p-benzoquinone. Typical concentrations
obtained were below 1.8 ppm. Since none of the acid intermediates were detected (section
3.2.3), it was assumed that they were either broken down preferentially or not even formed.

Concentration vs time (Potentiostatic)
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Concentration vs normalised charge (Potentiostatic)
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Figure 3.13: Normalised potentiostatic experimental results.

I'he obtained conversions were compared to the theoretical conversions as calculated with
Faraday's law. The total organic carbon was calculated based on the concentrations of the
compounds in the samples and compared to the theoretical conversion (Figure 3.14). Notice
that after approximately 30% of the required charge was supplied 10 the system. the

conversion slowed down significantly,

Theoretical vs practical conversion based on TOC
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Figure 3.14: Theoretical vs practical conversion.
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Due to a suspicion that a polymenic film of polyphenol might be forming, an experiment was
camied out in which both the anode and the cathode were a titanium electrode coated with the
Sn0, ZrO; catalyst. The experiment was run for a set period of time (8 hours) after which the
polarity was changed. This was done 1n an attempt 10 remove the polymeric film, a process
that could take place in a couple of ways:

e by reversing the polymeric reaction, or
e by regencrating the catalyst surface by breaking up the film due to hydrogen evolution

Concentration vs time (Potentiostatic)
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Figure 3.15: Potentiostatic breakdown curve (polarity changed).
Concentration vs normakised charge (Potentiostatic)
e B T N - |
T ‘
& —— s
—— e
| g, — — e a o P B “1.‘
| g ' & - Fytreuncs | |
\“ .._--"‘.~ - | -—- - ghacr ‘
Sl —— == ——-= i
|

Normaised charge [OG e wud!

Figurt 3.16: Normalised potentiostatic breakdown curve (polarity changed).
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Because no analvtical methods for determining the presence of a polvmenc film were
available, at this stage it could not be said which one of these two phenomena were
responsible for film removal, or even whether the film was removed. The concentration-time
profiles for these experiments are given in Figure 3.15. The normalised graph is given in
Figure 3.16.

Despite an experiment duration of 60 hours, only 33% of the theoretical charge was supplied.
with a conversion of 21% with respect 10 phenol. This was only 1% more than the
expenments without the polanty change - except that here the current, and hence the charge
transfer, was considerably lower. If the two graphs are compared at the same normalised
charge however, it could be seen that similar phenol conversion was obtained. Therefore,
these experiments need to be repeated for a longer penod of tume to be able to see if the same
trend 1s followed. as is the case of the expenments without the polanity changes. If, even with
the lower rate of charge transfer, some regeneration of the surface takes place, then this mode
of operation may be used in a practical reactor to eliminate the need for electrode
maintenance,

From the graphs it was seen that the concentration of the breakdown products remained below
2 ppm. It was also seen that certain cyclic intermediates reacted more favourably than others.
e, catechol (1.2-dihyvdroxy-benzene) reached its apparent maximum concentration much
carlier than hydroquinone (1,4-dihydroxy-benzene) did. The benzoquinone concentration
seemed 10 reach a constant value at 1.1 ppm. This could be explained by examining the
reactions in Figure 2.2, The first reaction was the formation of the dihydroxy compounds.
followed by a reversible reaction in which these dihvdroxy compounds altemated between
their hydrogenated and non-hydrogenated forms, Therefore, the benzoguinone reached some
equilibrium concentration. In the experiments where the polamty was changed. the
benzoquinone only reached a maximum of 1.l ppm compared 10 1.§ ppm in the first
experiment. This could simply mean that the catalyst as cathode had a higher potential for the
reverse reaction

The 1wotal organic carbon values for phenol and the individual breakdown products were
calculated and the conversion based on this was plotted versus time (see Figure 3.17). From
this graph. the overall current efficiency was calculated 1o be just below 35%, This is a greal
improvement on the current efficiencies observed in the galvanostatic experiments — which
averaged between 6 and 14%
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i"igure 31.17: Theoretical vs practical conversion (polarity change)

Whereas the experiments conducted under galvanostatic operation normally ranged from
about 8 hours (50 mA) to 20 hours (20 mA) for 100% theoretical charge applied, these
experiments 100k place at a much slower rate (60 hours) — with anvthing from 35 1o 80%
charge applied. This could however, be justified with the much higher current efficiencies
obtained. A full analysis of the data should prove which mode of operation would be the best.

Table 3.11: Reaction rate constants for potentiostatic experiments — with and without polarity
change

'ﬂ &- cvpermereal F Viqsno conf.
s pms) % Lioenal |
No polarity change 153x10° | 69810 924 391 x 10" |

'inlml)' change L 108 x10° | 403x10° | 985S | 10Rx 107

The reaction rate constants calculated for the two separate experiments are given in Table
3.11. The R’ values indicate that the experimental values are predicted reasonably well with
the exponential curve. In both cases, the initial poimt deviated significantly from the
exponential curve. This could again imply the rapid initial deactivation of the catalyst 1o some
steady-state value.

3.3.4 Results < titanium current collectors

Despite the precautions taken, it was still found that some of the nickel leached into the
solution, thereby altering the conductivity of the water and also the subsequent reaction rates.
From the analysis of the results (see chapter 5), it was still determined that the phenol
oxidation process would not be economically viable. Therefore, titanium current collectors
were constructed to determine whether current efficiency could be improved, since they
would not corrode in the same way.

Three sets of experiments were conducted at differemt flow rates. Each set was carmed out at
four different current values of 20, 30, 40 and 50 mA. No real differences between the
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potential-current values for the nickel-plated and titanium current-collectors were observed
Although the potential was not constant during an experimental run, values for both the

nickel-plated and titanium current collectors are nonetheless shown in Table 3.12

Table 3.12: Typical potential values for different currents

. Potennal
Current Potential (micke!l)
(namum)
. - -y
o R N ) R 1 .,
20 I8 14
0 7 4

If these potential values are broken down into the separate contnibutions, as discussed in the
additional theory eguation A.332) in appendix A, then 1t is seen that most of the potential 15
anributed 10 the overpotential and ohmic losses. As mentioned in section 3.2.3, the value of
I'min was approximately 1.4 V. If the potential drop in the current collectors and extermnal
circuit 18 assumed to be neghigible. this means that most of the potential is required in the
overpotential to drive the reaction.

This would then suggest that the kineties of the reaction must be hindered causing high
overpotentials. Hindered kinetics such as these would mean that if the process was operated
galvanostatically, a limited fraction of the applied current would be used in the oxidation
reaction — with the rest of the current wasted on side reactions. One solution to this 15 having
very high aspect ratio flow channels, thereby increasing the electrode area to flow rate rato.

Each experiment conducted with the titanium current collectors was run for a total of four
hours. Using Faraday's law, this expernnmental time did not comrespond with a 100%
theoretical conversion time but had 10 be chosen due 1o time constraints. For the current
values of 20 and 50 mA, this corresponded with a theoretical conversion of 20.1 and 50.2%
respectively. Samples were taken every |5 minutes, to obtain accurate information closer to
the stant of the experiment when most of the deactivation was assumed to take place.

Normaksed concentration vs normakised tme (11.5 L)

Normalised concentration: C/Cs

Figure 3.18: Concentration vs time curves for a flow rate of 11.5 /h using titanium current
collectors.
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The breakdown curves for each set of experiments are given in Figures 3.18 10 3.20. Only the
phenol concentrations were measured, since it was found in the previous analysis (section
3.3.3) that the quinones and dihydroxy-benzenes were present in very low concentrations.
Also, the conversions in these experiments were much lower due to the short reaction times.
As explained in section 3.2.3, for very low concentrations of the intermediate products,
especially benzoquinone, inaccurate concentration values were measured. Therefore, it was
not deemed useful to analyse the intermediates, since the accuracy of the measured
concentrations could not be accepted as meaningful,
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Figure 3.19: Concentration vs time curves for a flow rate of 25.7 ['h using titanium current
collectors.
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Figure 3.20: Concentration vs time curves for a flow rate of 37.2 /h using titanium current
collectors.




For all of these curves the reaction model was fitted and the appropriate reaction rate
constants extracted. Once this was done some empirical correlation for the value of the
reaction rate constants could be obtained. This could then be used in design equations for
larger scale reactors (chapter 5).

Reaction order experiments

Notwithstanding all the experimental results obtained 10 date, sull very little was known about
what processes took place and their relative kinetics. Therefore more information needed to
be gathered to attempt to answer these questions. The reaction order can sometimes give a
clear indication of the limiting step in a reaction, For instance, if a reaction order other than
unity is obtained, one can normally assume that the reaction 1s not mass-transfer limited.

The method of numencally differentiating the concentration versus time data is used for the
extraction of the reaction orders of constant volume systems as explained in section A.1.5.
The system in this application 15 not exactly a batch reactor, but the conversion per pass is
very low — hence one can assume that it is similar to a batch reactor. The exact derivation of
the method. using a numerical example, is given in Appendix D.

I'he expenments were conducted with nitial concentrations of 40, 50 and 60 ppm phenol.
The concentrations were kept relatively close together 1o prevent any passivation effects from
influencing the results. An applied current of 30 mA was chosen, because high conversions
were expected with this current value, and thus an improvement in the accuracy of the results.
Both a 2nd and 3rd-order polynomial was fitted to the concentration time data, differentiated.
and evaluated according to the differential method in order to determine the reaction orders.
The results obtained are summarised in Table 3.13.

The reaction orders obtained in this fashion varnied widely. with no clear pattern to the data.
Variation in the concentration-time data could be responsible for the wide range of observed
values — although, taking deactivation into account, a similar dependence of the reaction rate
on the concentration could be observed. If deactivation of the catalyst takes place rapidly,
with the catalyst activity reaching some steady-state value, this would also cormrespond with a
similar profile. This profile would exhibit 2 rapid decrease in concentration at the start of the
experiment while the concentration of phenol 1s high. Once the steady-state value 1s attained.
the reaction rate will decrease, becoming independent of the activity of the catalyst. and so
reflecting a lower dependence of the reaction rate on the concentration,

Table 3.13: Reaction orders determined from the differential method
Potential (nickel)

Concentranon
. Potential (titanium)

[ppm] AUV NV
30 154 1.2
50 7.27 L08
60 292 422

Earlier in this chapter, the reaction was assumed to be influenced by both charge transfer and
mass transfer. This implies that the effect of mass transfer on the reaction rate is comparable
1o the effect of charge wransfer. Exiernal mass transfer effects always exhibit a first-order
dependence of the reaction rate on concentration and therefore assuming a first-order
dependence of the apparent reaction rate on concentration can be accurate. Regardless, the
exponential curves that were fitted to the data presented good statistical properties, with the
calculated 95% confidence intervals being smaller than the coefficient in the exponent in all
cases. Once again, the number of contributing factors complicated the accurate modelling of
the system and. therefore, some simplifications, such as these, had to be made.
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3.4 Conclusions

From the results obtained in the various experimental sections a number of conclusions were
drawn:

Too little information is available 1o make any assumptions about the limiting process.

The reaction 1s first-order with respect 10 phenol.

Passivation effects are negligible.

An economical evaluation is required to determine in which mode to operate an envisaged
industrial scale plant.

da W 1D v

The results discussed in both section 3.3.2 and section 3.3.4 showed that the reaction rate 1s
dependent on current density and flow rate. Due to this interaction, no conclusions will be
made here about the exact electrode processes. The effects of the vanous processes in the
reactor are evaluated in greater detail in chapter 6.

The hypothesis that the reaction is first-order with respect 1o phenol is derived from the
statistical data of the various functions fitted against the data. Both the second and third-order
polynomials gave 95% confidence inmervals greater than the respective polynomial
coefficients. This was not the case with the exponential fit, implying that the exponential
curve resulted in a stable model of the data. This, in tum, means that the coefficient would not
change markedly with the removal of one or two data points.

From these results it can also be said that the effect of passivation is negligible. The catalyst
may undergo a brief period of catalytic deactivation until some steady-state level is reached,
thereby accounting for the higher reaction rates at the stan of the experiments. Ofien, the first
two or three data points are found 1o be significantly higher than the exponential fit — a trend
that supports this hypothesis.

A factor that must be taken into consideration is that the surface where the oxidation is then
taking place is not the metal oxide surface any more, but rather the polyphenol film, which
would then act as the catalyst.

Everything said, it seems that the above-mentioned statements adeguately explain the
expenmental data sufficiently. However, it must be said that in this particular system there are
too many interactions to be able to separately investigate one single aspect of the process.

Simply by determining the reaction rate constants do not give information that is necessary in
the design of an industrial unit. Although potentiostatic operation showed high efficiencies.
the reaction rate constants were lower than that observed for galvanostatic operation. Further
analysis was carmed out 10 determine the most suitable mode of operation as described in
chapter §.




4  Disinfection

4.1 Introduction

The desired reactor system, besides the requirement of being able 1o purify selected industrial
waste waters, also needs 1o be capable of disinfecting rural water supplies. Since the catalvsts
used in electrochemical combustion of organic matenials form highly reactive hydroxyl
radicals similar to the reactive intermediates formed in ozonation systems, it was realised that
the same system could probably be very effective in the treatment of comtaminated water
sources. In response 10 this, some basic expenments were conducted 10 test the efficiency of
the reactor with selected contaminated samples.

4.2 Experimentsl

4.2.1 Pathogen selection

With the help of the Department of Microbiology at the University of Stellenbosch, three of
the more commonly occurring pathogenic micro-organisms were chosen, based on their
doubling times. These pathogens included the following:

o Enterococcus faccallis (strain 92) — an opportunistic pathogen with a doubling time of
approximately 35-40 minutes that is generally found in most types of faccal matter. It
causes diarrhoea and nausca when excessive quantities are present in the human body.

o Salmonella cholevacsius (strain 10398) — a pathogen with a doubling time of
approximately 20-30 minutes that onginally comes from the digestive tracks of birds and
can be found in raw meat (especially chicken and eggs). It causes abdominal pains,
diarrhoea, vomiting and fever. It has an incubation period of 48 hours.

o Escerishia coli (strain k88) — a pathogen with a doubling time of approximately 20
minutes that 1s generally found in contaminated water and food (especially beef). It causes
severe diarrhoeal discases, vomiting and fever, and has an incubation period of 24 hours.

The main reason for which the three above mentioned micro-organisms were chosen was:
availability, safety and ease of analysis. Experiments were carried out 10 determine whether
the SPE reactor could be used in the destruction of these and similar micro-organisms.

4.2.2 Experimental method

In an attempt to imitate typical contaminated water from water sources, a dilute solution of
tryptone soy broth (TSB) was used. This is simply a solution of a specific sugar (tnvptone),
peptones and NaCl that is used by the above-mentioned micro-organisms 1o sustain life and
multiply. A 1% solution of TSB was used. which equates to 0.05 g/ NaCl and 0.25 g7 of
other agents such as peptone and sugar. Chemical oxygen demand (COD) measurements of
the solution were taken and a value of 850 mg O,/ was found.

The experiments themselves emtailed the initial setting up of growth curves for the
corresponding micro-organisms to determine the required mimmum duration of the
experiments. It was decided that the experiments would be run until the microorganisms
reached their respective stationary phases. Once a certain species of microorganism reached
its stationary phase its rate of death and rate of multiplication becomes the same due 10 toxins
formed by the microorganism and availability of nutnients. This will correspond to the
maximum ‘concentration’ of microorganisms that can possibly survive in a certain growth
medium. If the reactor has not decreased the numbers of the micro-organisms by this stage, it
is most likely inefficient in the treatment of water supplies containing these micro-orgamsms.

37




A 10 m/ 100% solution of the growth medium was made up and inoculated with the
pathogens. It was then lefi for a penod of time. which comesponded with the specific
pathogens’ time to reach stationary phase. | m/ of this inoculum was then used to infect the
test and control volume, which consisted of | 7 of the 1% growth medium. The control
volumes were used to compare the efficiency of the reactor on disinfecting the test volume,

In all the experimental results reference is made to the ‘concentration” of the solution. This is
a very loose term and refers here to the number of living cells per unit volume. This must not
be confused with chemical concentration. In the case of a solution containing these living
organisms, the organisms form colonies that tend to clump together. This often causes spatial
inconsistencies in the cells per unit volume. Due to this characteristic, obtaining accurate
representations of the cell count at any given time in the expenment is difficult. In an effort to
negate this effect the solutions were always well stirred.

Initially highly concentrated samples were used which created unrealistic test environments,
The concentration of cells was then reduced to typical contamination levels found in the
literature (typically between 10° and 10° cells per 100 m/). At these low concentrations,
analysis of the samples became difficult and a different technique had to be used. This
involved filtering the entire test volume and therefore only initial and final sample points
were available. One option would have been 1o increase the test volume, but then the nisk of
flooding the electrodes with too many cells was higher.

Even with this method. inaccurate results were obtained. Eventually, it was decided to use the
plate count method 10 determine the cell count. Usually 100 &/ was taken as a representative
sample. If only this quantity was plated out, it would correspond 1o a maximum cell count
resolution of 1000 cells per 100 m/, which was in the middle of the typical contaminated
range. It was therefore decided to increase the sample size being plated out to | mi. This
would correspond to a maximum resolution of 100 cells per 100 m/, generally the maximum
cell count that uncontaminated water may have [21, 32].

Since this was still fairly inaccurate, 1t was decided to let the final reaction volume grow for
24 hours. If there were any living organisms left in the solution after disinfection, they would
grow 10 a significant measurable quantity. Another sample was therefore taken 24 hours afier
the expennment was completed and plated out 10 determine if any micro-organisms were
present.

Two types of electrodes were tested in the disinfection experiments: the metal oxide catalys!
and graphite clectrodes. The graphite electrodes are inert — they do not produce the active
hydroxyl radicals. and are ideal to use 10 test for any other possible influences accounting for
the disinfection of the test volume. The graphite clectrodes were obtained from LeCarbone
(Cape Town, South Africa) and had the same dimensions as the ttanium substrate (85 mm
diameter. | mm thick). The graphite of grade 2112 was chosen for high conductivity and
mechanical strength,

4.3 Results

As mentioned carlier. the response of the electrochemical combustion system towards three
different species of pathogens was investigated. Two sets of experiments were conducted
using different levels of contamination. The first experiment was done using very high
concentrations of organisms. The results of these experiments are discussed in section 4.3.1.
More realistic levels of contamination were also tested and the results of these experiments
are presented in section 4.3.2.




4.3.1 High-concentration experiments

The results of the experiments conducted with a high concentration (20 x 10°) of cells are
given in Figure 4.1, The reactor system effectively removed the micro-organisms from the
test volume to a significantly lower concentration. The reactor rapidly removed the cells up to
a certain concentration of about 1 x 10" cells and then steadily continued decreasing the cells

Disinfection of high concentration E. Faecallls
1% TSB solution

Cell count
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Figure 4.1: Disinfection of high concentration samples.

It was noted duning the experimental runs that gas was being developed in the anodic
compartment. This may have been carbon dioxide resulting from the high organic carbon
content of the solution being combusted, or chlorine from dissolved NaCl. Thus the question
arose as to whether 1t was the reactor itself killing the organisms or the chlonne gas acting as
disinfectant. It must also be noted that for these experiments 100 TSB solutions were used
which contained high levels of chlorine ions. This was later adjusted to the level stated in the
experimental method (section 4.2.2).

On completion of the expenment, the test volume was removed from the reactor system and
left for a period of 24 hours, after which the cell count was observed. It was found that the
cell count had retumed to its initial value. Thus, no residual effect was obtained from the
reactor itself. It is therefore vital that the reactor system decreases the number of micro-
organisms to a significant level, at which no growth will be observed for a period of at least
one week, 10 ensure that stored water remains uncontaminated.

4.3.2 Low-concentration experiments

Additional experiments with initial concentrations of micro-organisms closer to realistic
values (section 4.2) were conducted. Despite the precautions taken in the preparation of the
inoculum, variations of up 10 two orders of magnitude in the initial concentration were still
obtained. In all cases the initial concentration was higher than the maximum observed
contamination levels stated in the literature.



Despite these slightly higher concentrations. the reactor svstem still successfully removed all
the micro-organisms. As discussed in section 4.2, the samples were left for an additional
period of time, corresponding with the times of the individual micro-organisms exponential
growth phase. Afier this period of ime no living orgamisms were detected in the samples, The
cell counts of these experiments are given in Figure 4.2. Note that a period of only four hours
was required for the climination of all living cells

Although the time required 1o obtain the stated disinfection was only four hours, it compared
unfavourably with water treatment methods such as ozonation, chlonnation and UV radiation.
These processes are virtually instantancous when their disinfection capabilities are
considered. Also. treatment with chlonine has the added benefit of introducing residual
disinfectant agents, ensuning that water that has been treated does not become contaminated
for a period of days after treatment
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Figure 4.2: Disinfection of various micro-organisms.

Additional expeniments were carried out to assign a pscudo-rate constant to the disinfection of
the samples. The same approach as that used for phenol was used for the determination of
pseudo-reaction rate constants in the disinfection expenments. Unfortunately, the results
obtained from the £ coli experiments were contaminated and the results could not be used.
The results for Sa/monella and Enterococcus faecallis are given in Figure 4.2 and 4.4,

The individual values obtained for the coeflicient of regression. . together with the
41

respective R™ values and 95% confidence interval values, are given in Table 4.1

Table 4.1: Reaction rate constants for microbiological experiments

Species g A R- 95% cont.

_ ) s ] Ims] e interval .
E. Faecallis 200« 10% 965 « 107 £9.7 §.02 %10
Salmonella 817 = 10" 3 88 = 10° 933 249 107
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F{m 4.3: Disinfection of Salmonella.
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Figure 4.4: Disinfection of E. faecallis.

The coefficients obtained for the disinfection of the above micro-organisms were, on average,
two orders of magnitude greater than those obtained for the oxidation of phenol. These
coefficients are used in chapter 5 as companson when the lengths of the reactors are
considered.

It was suspected that the formation of the hydroxyl radicals might not be directly involved in
the destruction of the micro-organisms. and that the potential difference in the reactor might
disrupt the functioning of the cell membranes, thereby killing the micro-orgamisms. To
determine which of these two processes were responsible, inert electrodes (electrodes that do
not produce hydroxyl radicals) were tested with E. coli. The inent electrodes were graphite
electrodes (see section 4.2),
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Expenmentation tmes and conditions were identical 10 those used in the previou

experiments. Analysis of the samples showed that the concentrations of organisms in all of
the samples exceeded the top limit of the resolution of the analvsis method. This meant that
during the entire experiment the cell count in the solution was higher than 300 000 cells per
100 m/. This i1s 30 umes greater than the acceptable limat. Therefore the disinfection could be

directly attributed to the action of the catalyst

4.4 Conclusions

The results show that the electrochemical system can be successfully used for the removal of
microorganisms. The three organmisms were chosen in such a way that it could be considered
that if the reactor svstem could successfully remove them from water, the svstem should be
capable of removing most harmful microorganisms. Prokaryotes, such as Giardia and therr

cysts, were not included. These organisms are most often effectively removed by the proper

use of filters

The removal of the microorganisms can be annbuted 10 the formation of the hydroxyl
radicals. These radicals, due 10 their reactive nature, are short-lived. and therefore 1t is
possible that no residual agents are created in the water to prevent regrowth. Although no
regrowth was observed after 24 hours, this does not necessarily mean that introduction of
sted. Additional
expeniments must still be conducted to determine whether any residual agents are created by
this method.

microorganisms after treatment will ensure that the water remains uncontam

9
v




S Application of Experimental Data

5.1 Introduction

In this chapter the experimental data presented in the previous sections are used in the
derivation of a simple model for the oxidation process. This model is then used to design a
hypothetical pilot plant 10 test the viability of the reactor sysiem. The detailed derivation of
the model is shown in Appendix C. The experimental data is discussed in greater detail in
section 5.2 and used 10 design a scaled up version of the reactor, described in section 5.3. This
will be followed by a brief economic evaluation of the reactor system in section 5.4,

5.2 Discussion of Experimental Work

A simple relationship between the phenol concentration at any time, ¢, and the initial phenol
concentration was obtained, as mentioned in section 3.3.1. This relationship was then used 10
determine the rate constants for the various experiments, which in tum could be used 10
determine typical reactor lengths, A detailed denivation of the appropriate expressions has
been provided in Appendix C, together with an example of the calculations involved in
appendix D. The final equation used 1o extract the reaction rate constants from the
expenmental data is:

’
b TR 13
ulln(ﬂr +1) (2.3)

For a description of the symbols in equation 3.3, please refer to section 3.3.1,

The lowest and highest rate constants for the various expenimental sections were calculated
and are provided here for companison, followed by the implication of the results for the
design of a pilot plant. The current efficiencies presented here were calculated for the
complete combustion of phenol 1o carbon dioxide. A total of 28 electrons need to be supplied
by the external power source to completely convert a phenol molecule to carbon dioxide. In
the case of the disinfection experiments, the exact number of clectrons required 10 eliminate
one cell is not known and possibly varies from cell to cell. Therefore the current efficiencies
for the microbiological experiments were omitted. The disinfection experiments were all
conducted with the same values for the experimental parameters and therefore only one value
for k is listed.

Table 5.1: Comparison of experimental reaction rate constants for different experiments
Lowest value . +lhgt1gsl value |
| & L

Expenment t 1 ‘ ] N
| [ms 1% my) % |

Oxidavon - Nickel-plated current collectors

Galvanostatic | 7.16 x 107 | 533 247x10° 14.0

Potentiostatic 493x107 1324  698x107 | 543

Oxidation - titanium current colleciors

Galvanostatic | 1.56 = 10" | 172 |3.16 » 10* 1 30.1 |
_Microbiological — titanium current collectors , — o ]
E. Faccallis — | — 9.65 % 10° ? |
Salmonella — | —  |3x8x10* ? |
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[able 5.1 shows that potentiostatic operation corresponded with significantly higher current
cfficiencies — thus, on the surface, it scemed that potentiostatic operation would be the best
mode of operation. The titanium current collectors were all operated galvanostatically and
vielded significantly higher current efficiencies. the highest of which almost equalled those
obtained for potentiostatic operation

Due to the complexity of the system and the many factors influencing the reaction rate
constants, it would be the best course of action at this stage to find some empirical correlation
between the reaction rate constant and the main parameters. Thercfore, some relationship of
the following form could be fitted to the data,

k" =fnliv,) (5.1)

I'his expression states that the apparent reaction rate constant is some unknown function of
the current density, /., and the flow rate through the reactor, 1y.

Rate constants
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Figure 5.1: Reaction rate constants for titanium and nickel-plated current collectors.

The reaction rate constants obtained from the experiments utilising titanium current collectors
are shown in graphical format in Figure 5.1. The apparent reaction rate constants were plotted
versus current for various values of the flow rate. The exception was the constants obtained
for a Reynolds number of 650 that were shightly below the other curves. These constants were
obtained using nickel-plated current collectors. Rate constants obtained with the nickel-plated
current collectors were lower due 10 the nickel that was assumed to take pant in a separate
reaction, thereby lowenng current efficiencies.

Nonetheless, a definite trend could be observed in the data. For the low and high current
values. the reaction rate constant appeared 1o have a strong dependency on the flow rate,
whereas for the intermediate values almost no change was observed for the reaction rate. In
the next section, these values will be used to perform rough scale-up calculations,




5.3 Scale-up Calculations

The scale-up calculations were done for a MEA and current collector set-up similar 1o that
used in the experimental reactors. This prevented any errors that could possibly be introduced
due to changes in the flow channel dimensions. The cross-sectional area available to flow was
changed, to accommodate larger flows.

In order to quanufy this scale-up, practical sizes for the substrate were obtained. The largest
porous titanium sheets obtained were from Mott Corporation in America. The maximum
dimensions of these porous titanium sheets were 0.5 m by 0.25 m. The length of the reactor
directly influences the conversion obtained in the reactor (as shown in appendix D), whereas
the width of the electrode merely determines the output of the reactor. Due 10 this, the length
of the reactor was chosen 10 be 0.5 m long. As mentioned, the flow channels in the reactor
would have the same dimensions as those in the experimental reactors, and thus a total of 30
flow channels could be fitted onto one electrode. This value was used consistently throughout
the rest of the scale-up calculations.

To determine the length of the reactor required 1o obtain a certain conversion X, the same
approach was used as in section 5.2. The only difference was that L in this case was the
unknown, and k£ was known or could be calculated. The expression for L then becomes

=_‘._" il <9
L "_kln(l X) (5.2)

The detailed denvation of this equation is once again provided in appendix C. The predicted
reactor lengths were calculated for all of the experimental values, and are given in Table 5.2
(nickel-plated current collectors) and 5.3 (titanium current collectors) for the highest and
lowest conversions. In comparison, reactor lengths for the potentiostatic and microbiological
experiments are given in Table 5.4,

Table 5.2: Calculated reactor lengths — nickel-plated current collectors

Re ] Separated | Liow | Lyeos |
[mA] | electrolvie {m]
650 |20 | No 6159 | 9270
650 |35 | No |28 4332
650 %0 | Neo 606 | 5428
650 | 50 Yes | 1803 | 2714
1516 | 50 Yes 3011 | 4532

Table 5.3: Calculated reactor lengths - titanium current collectors

Re ' / J_i v l.. “t ]
| [mA] | [m]
9 |20 6124 9218 |
% |30 7623 1147
9 |40 | 5406 | 8137 |
% | S0 6130 9227 |
1784 20 | 2945 4432 |
s |30 3067|6122
1784 ': 40 f 1994 6012 |
1784 50 | 2987 4497
2583 | 20 1160 174.5
2483 0 1929 2903
2583 |40 1745|2627 |




Table £.4: Calculated reactor lengths - potentiostatic and microbiological experiments
}’ol:zﬂm(;_:h; expenments

Ly..w|m Lygos[m]
No polanity change 17044 2565
Polanty change | 24131 | 3632
_Microbiological expeniments o ; -;
D ————— Ly.ow|m 1_,_ rrJ |
Salmonclla 1233 IR 6
_E. Faecallis 30.7 46 |

The values given in the table were calculated using the flow rate at which the expenments
were conducted, since no expression had vet been obtained to express the reaction rate
constant in terms of the flow rate. Also note that the flow rate as calculated here was 30 times
that of the experiments. This factor of 30 was introduced because of the number of flow
channels that the larger reactor had. The Revnolds number in the individual flow channels
was still the same as in the expenments

I'he reactor lengths calculated for the potentiostatic expenments. compared to those for the
galvanostatic experiments, showed that the mode of operation for the pilot reactor would be
galvanostatic. Despite the lower current efficiencies observed for galvanostatic operation, the
lengths were more than an order of a magnitude less compared to the lengths obtained for
potentiostatic operation.

It was seen that the reactor lengths for the oxidation of phenol were unrealistic, especially il a
large volumetric flow rate of waste needed to be treated in a single-pass reactor system
Therefore, introducing a recycle stream that retumed a fraction of the effluent 10 the inlet
could reduce the required length of the reactor. The proposed flow diagram for such a pilot
plant reactor is given in Figure 5.2,

For a desired flow rate, an economical evaluation of the reactor system could be performed.
This is described in the next section where the results are presented in graphical form
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Figure 5.2: Proposed flow diagram for pilot plant.

5.4 Economic Evaluation

For a practical reactor, the most important factors that contribute to the overall cost involved
in building and operating the reactor are the following:

1. Capital cost - the price of the matenals, cost of construction and installation,

2. Operating cost - the cost involved in keeping the reactor running. This includes
electricity costs, and any chemicals required on a continuous basis.

3. Maintenance cost - the cost involved in maintaining the final reactor. This  includes
cost of training personnel, paving salaries, general maintenance, etc.

)

The maintenance cost will not be evaluated at this stage since it requires more information on
the practical lifetimes of the membrane and catalyst. No long-term experiments have vet been
done to determine the long-term response of the catalyst and membrane under electrolysis
conditions.

I'he major contnbuting factors to the capital cost are the porous titanium support, titanium
current collectors and membrane. To determine the cost of a typical small pilot scale reactor,
quotes were obtained in June 2003. It was found that a reactor consisting of 20 units in series
would require porous titanium substrates that would amount to approximately RS0 000,

The cost of such a reactor was evaluated per meter length of reactor. Pressure drop through
the reactor was an important consideration due 10 the small flow channels in the current
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collectors. The pressure drop in the reactor will determine the pump size required. and
therefore influence the pumping costs involved and also the initial capital cost.

I'he final capital cost of the reactor is therefore mainly dependant on the reactor length and
the selected recycle ratio. The recyele ratio in this case 1s the ratio between the volumetnc
flow rate of the recycle stream and volumetnic flow mate of the product stream. Two possible
extremes exist in the selection of values for the length and recyele ratio. A high recycle ratio
would comrespond with a decrease in reactor length and vice versa. This principle is
demonstrated graphically in Figure 5.3, In the figure a conversion of 73% was chosen

High recycle ratios comrespond to an increase in the pumping cost since larger pumps would
be required. The capital cost associated with the matenals of construction for the reactor ntself
would be reduced though. Low recyele would introduce a reduction in pumping costs. but the
increased reactor length required would raise the capital cost of the reactor. Therefore, some
trade-off can be found between the two parameters where the 1otal cost is a minimum. The
capital cost of the reactor based on a meter length is shown in Table 5.5,

Reactor length vs recycle ratio (X = 0.75)

L

Recyclerano Y[

l-’iénre 53: Reactor length versus recycle ratio for X'= (.75,

Fable 5.5: Estimated capital costs of reactor per meter length (June 2003)

Pan = Cost|lRm]
Elecrode 5860
Membrane 930
Matenals 1650
Total 8440

Other factors contributing to the 1otal capital and operating cost were also calculated. The
exact expressions for these factors can be found in Appendix C. The overall cost of the
reactor can be expressed in terms of these factors. This 1s shown in equation 5.3,

Y| S | B (
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The 10tal cost 1s dependent on the applied current (electricity required for operation). the total
flow through the reactor (and therefore the recycle ratio) and the length of the reactor. The
costs involved in the reactor are graphically presented in Figure 5.4,
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Figure 5.4: Cost of various parts of a typical reactor (June 2003),

It can be seen that for the current costs of the reactor parts, the running cost and capital cost of
the reactor overshadow the pumping costs. This implies that the mimimum cost mentioned
earlier can be found at very high recvcle ratios and therefore at the moment it is more cost
effective 10 have a very large pumping system and a shon reactor.,

In future, as more research is done on matenals, and the prices of the construction matenals
are reduced. the reactor capital and running cost will become comparable to that of the
pumping cost. The minimum cost will then shift to lower recycle ratios, and some
intermediate recycle ratio will give the minimum cost for the reactor system.

This analysis was performed for a flow rate of 186 /'h. Although this may be high enough to
supply a small rural community with water, it must be remembered that the analysis was done
for a conversion of 0.75 and therefore not all of the harmful chemicals will be destroved.
Fortunately, the system is very efficiem in the destruction of the micro-organisms, and
therefore no pathogens will be present in a reactor of that length.

Increasing the conversion to 99% will increase the length of the reactor significantly, and thus
increase both the capital cost and running cost of the reactor significantly. Therefore, it can be
said that the reactor system using the current technology available for this kind of water
treatment 15 not economically viable. Other water treatment methods exist that are currently
more efficient at disinfecting and punfving water (such as UV treatment and the use of
ozone).

5.5 Conclusions

The reactor lengths calculated in this section must not be thought to be impossible to attain. A
thousand metre reactor is probably difficult to realise, but in the case of this reactor system
such a length can be compacted into a small reactor since the flow channels are only 4 x 4
mm. The pressure drop through the reactor must be taken into account though. For the typical
flowrates calculated in the cost evaluation, pressure drops varying from 140 kPa to 900 kPa
were obtained.
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6 System Requirements for Future Applications

6.1 Introduction

In the previous chapters, the electrochemical oxidation process was discussed and analysed.
and it was shown that the process is not vet cconomically competitive with current water
treatment techniques. This lead to the next consideration: Determining what would be
required of such a system in order for such a system to compete with existing techniques.

I'he chapter will begin with a detailed sensitivity analysis which will include:

e calculations determining the influence of individual parameters, as well as
e a more fundamental approach to determining the rate-limiting step in the reaction.

Results of the sensitivity analysis are summansed in the subsequent section, which will
discuss the actual requirements of the system 10 make it economically feasible. Finally, the
major conclusions drawn from the information that was gathered are made.

6.2 Sensitivity Analysis
6.2.1 Reactor model revisited

I'he reactor model had 1o be modified slightly 10 take the specific surface area into account.
This was necessary because the effect of the specific surface area would be investigated in the
sensitivity analysis. The model was changed (the detailed derivation can be found in section
C.4 in appendix C) and the final form of the expression relating the conversion to the major
parameters could be written as:

epr— KAWL |
oL wlren)]
-X= —r— (6.1)
" A WL
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The symbols in equation 6.1 are based on the diagram of the pilot plant shown in Figure 5.2
The major parameters in the equation are shown in Table 6.1:

Table 6.1: Major parameters for sensitivity analysis

| Symbol Parameter - - 1
. k The apparent reaction rale constant j'

A Specific surface arca of the catalyst substrate i
' Y I'be recyele ratio defined as ¥ = =

The other variables that appear in equation 6.1 are constants and will be specified in the next
section.

6.2.2 Effect of parameters
The effect of the most important parameters on the operation of a pilot plant (descnibed in

chapter 5) can be determined. In this section, the influence of the following parameters was
investigated:




e Recvele ratio — strictly speaking, it was the effect of an increase in the flow rate through
the reactor that was determined here, since the recyele ratio is directly dependant on the
flow rate,

e Reaction rate constant — both the current density and the flow rate influenced the apparent
reaction rate constant. therefore the change in conversion was determined for a change in
the apparent reaction rate constant

e Specific substrate surface arca.

In this section, when reference 1s made to the reaction rate constant it is the “apparent”
reaction rate constant that is implied

Effect of the apparent reaction rate constant

The effect of a change in the apparent reaction rate constant is shown in Figure 6.1, The data
points were calculated using the following values for the constant parameters:

Table 6.2: Constant values used to determine other parameters (effect of apparent reaction rate

constant)
| Parameter _____ Symbol Value |
Specific surface area S, 0.7 [m".g cat.} : |
Reactor length l 10 [m])
Recycle ranio Y | '
| Flow rate I I SR i ¢ ) () ) I

Conversion vs reacton rate constant
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Figure 6.1: Effect of reaction rate constant on conversion.

I'he data point indicated by a square in the graph corresponded to the experimental value of
the reaction rate constant that was observed for the experiments with the titanium current
collectors. Notice the two asvmptotical values of the conversion for two limiting conditions.
As the apparent reaction rate constant approaches zero (K < 0). A" = 0. This value for the

i

conversion was obtained by considering equation 6.1. The recyvele ratio appears in the

denominator of the nght-hand side of the equation, so that for a recvcle ratio of one (Y = 1)
and an apparent reaction rate constant of zero (£ = 0). equation 6.1 reduces 10




explo} I

I-A.'—' » » | |= » »
Y+1-Yexpi0; Y+1-1}

Or
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This result is what one would expect if the reaction rate constanmt approached zero, since no
phenol would have reacted.

The other limiting condition was where the apparent reaction rate constant was very high (&
— x), in which case the conversion became unity (X" — 1). A conversion of unity means that
all of the phenol is combusted in a reactor with a length of 10 metres. The reactor length
could then be reduced up to a point where sufficient combustion is obtained (e.g. X' = 0.999).

It should be noted from the graph however, that the apparemt reaction rate constant
comresponding 10 such a value fell just under | x 10° [m/s], almost three orders of magnitude
greater than the measured experimental values. This was a significant increase, which in all
likelihood 1s not physically attainable.

There are a couple of ways in which to improve the reaction rate constant. The first method is
the development of new and improved catalysts, more suited 1o the electrochemical oxidation
of phenol in aqueous media. The second way would be to increase the current density since
the reaction rate is dependant thereon (section 3.3.2).

Both ways have associated disadvantages. An increase in the curremt density, although
improving the reaction rate constant, increases the running cost of the reactor due 1o increased
electricity consumption. The increased reaction rate constant will shorten the required reactor
length, but the reduction in cost for a shorter reactor may not be greater than the increase in
running costs.

Physical limitations also prevent an indefinite increase in the current density. The proton
exchange membrane can only be operated up 10 a maximum current density before sustaining
damage, hence eliminating proton conduction. Also, high current density ensures high
operating potentials, which promotes the oxygen-evolution side reaction, introducing an
additional inefficiency.

Altemnative catalysts therefore show the most promise in increasing the reaction rate constant,
but the effectiveness of the catalyst is normally proportional to the cost of the catalyst. For
instance, although the tin dioxide catalysts are capable of oxidising phenol, iridium oxide
catalysts reputedly show greater effectivity in the combustion of phenol. The trade-off is the
cost, which in the case of indium is significantly higher.

Thus, although improved catalysts can be used and the current density can be optimised for a
particular system, an increase of even one order of magnitude in the reaction rate constant
seems unlikely. One may observe an improvement of a factor of two to three.

Effect of specific surface area

The same analysis as in the previous section can be done for the specific surface area of the
catalyst substrate. Before the calculations are done, it should be clear that the curves will have
exactly the same shape. Both vanables occur only in the numerator of the exponential term in
equation 6.1. Conversion was calculated for a range of likely surface areas and the resulting
curve is presented in Figure 6.2.
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Conversion vs specific area
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Figure 6.2: Effect of specific surface area on conversion

Ihe constants 1 » used I he determination of the curve are presented in Table 6.3
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in which case the conversion is only dependamt on the parameters discussed earhier in this
section.

This can be clearly seen in graphical form in Figure 6.3 and Figure 6.4, The constant values
substituted for the other parameters are presented in Table 6.4,

Table 6.4: Constant values for other parameters (effect of recycle ratio)

Parameter | Symbol Value
Apparent rate constant k 1% 10 [ms)
Specific surface arca | & 07 lm: gcat.)
Recycle ratio Y 1l

Flow rate vy 186 [/ h]

Notice that the recyele ratio does not play such an important role on the conversions obtained
for differemt reaction rate constants. In all of the cases, however, an increase in the recycle
ratio decreases the overall conversion. This i1s undesirable, and therefore, the optimum value
for the recycle ratio is zero. In chapter 5. the results show that the lowest cost can be obtained
by maximising the recycle ratio. This contradicts the previous statement. The reason for this
contradiction is the inherent assumptions made in both analyses.

Conversion vs recycle ratio
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Figure 6.3: Effect of recycle ratio on conversion.
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Figure 6.4: Effect of recycle ratio on conversion: importance of reaction rate constant.

In chapter 5, the rate constant increased as the recvele ratio increased (as observed in the
experimental results, chapter 3). Therelore, the cost reduction gained by an increase in the
it}

10 and the associated reduction 1in reactor length decreased the overall cost of the

recvele rat

reactor

In this section, 1t was assumed that the current density was reduced when the recyele matio

1

increased (constant réaction rate constant) and in such a case an increase 1n the recvele rato

does not benefit the reaction rate and thus the conversion as in the previous case

6.2.3  Mass transfer effects

Up to this point no information could be extracted from the experimental data to determine
exactly what the rate-limiting step 1s. Therefore, a closer ook was taken at the exact processes

taking place in the reactor and which of these processes may pose restrictions on the reaction

rate. This 1s reported on here
Con tration boundar aver
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Figure 6.5; Schematic representation of reactor for mass transfer study,
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A schematic representation of the flow in the reactor is shown in Figure 6.5. Nommally. to
determine the exact concentration profiles within the bulk flow and the substrate one needs to
solve the differential form of the species balance. This equation takes the following form for
some infinitesimally small volume element:

- - - - =2 -3 -2

cC o cC oC oC, 0C, oC
A 4_‘.' - A +V, A +‘.; - A =D', - ‘\ \ - A

a ox oy 7 \ &x° o & )

This expression cannot be solved analvtically without simplification and generally
computational techniques are employed to find a solution. The area of particular interest in
this case is the catalyst substrate. A number of assumptions ¢an be made to simplify equation
6.3. Since the reactor under consideration is a flow-through reactor. it is not unreasonable to
assume that it is operating at steady-state. Therefore, the transient term in equation 6.3 can be
se1 10 zero:

oC,

=0 (6.4)
a .

Since the element under consideration is inside the catalyst substrate, it is generally safe to
assume that the primary means of mass transfer is due to diffusion. In such a case

=0 v, =0 v. =0 (6.5)

¥ )

-

From the discussion in chapter 3. the apparent reaction rate constant was measured and found
1o be in the order of 1 x 10° [m's]. This implies that the rate of phenol removal is slow. In
such a case, one may assume that the change in concentration in the x-direction is negligible
compared to that in the y-direction. Also, if for the moment the concentration change in the =-
direction is also assumed to be negligible compared 10 that in the y-direction, one may write

and — << = (6.6)

Taking these simplifications into account, the working form of the differential equation can
be written as:

d_(; +R, =0 (6.7)
|

D

¢

The gencration term, R,, is present 10 account for any generation of species A per unit
volume. In this case, the reaction takes place on the interface between the membrane and the
substrate material. Therefore, the generation of species A can be specified as a boundary
condition rather than accounting for it in the differential equation. Rewriting equation 6.7 and
specifying the boundary conditions. vields:

d’C
 —=0 (6.8)
dy*
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and boundary conditions

dC,

-D,—2 =-k'Cp

dy

where Cy, refers to the phenol concentration on the surface of the substrate exposed 10 the
bulk fluid flow and Ca. ., refers 10 the phenol concentration on the surface of the membrane.
The negative sign in front of the term on the nght-hand side implies that phenol is being
removed at the membrane

In all of the equations, the “effective diffusivity™ is used instead of the binary diffusivity, Day
(where A refers to phenol and B to water), In catalysts, it is often observed that the apparent
diffusivity 1s less than the binary diffusivaty. This 1s due to the reduced area available normal
10 the mass flux of the species under consideration (phenol in this case). Fogler [32] defines

the effective diffusivity as

D.ctc o

D (6.9)
& 15 the substrate POrosity
o ts the constriction factor

15 the tortuosity

and proposed typical values for the three properties. These values are 0.8 for the constriction
factor, 3 for the tortuosity and 0.2 for the porosity. The minimum value for the tortuosity is |
and the maximum value for the constnction factor and the porosity is 1. Therefore. note that

the effective diffusivity is always less than or equal to the binary diffusivity

Equation 6.8 can be readily solved to produce an expression for the concentration profile in

¢ derivation is given in section 0. The expression reads:

the substrate. The detail of ¢}

- ‘ (6.10)

Fhis implhies that the concentration profile in the substrate i1s a straight line that is only
dependant on the surface concentration, reaction rate constant and effective diffusivity. The

concentration at the surface can be found by letting vy =0

(

(l . |l'_]t:|

hm -
A
.

I'he molar flux at the surface of the membrane can be wnitten as:

dc,

’ =) (
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Two limiting conditions commonly observed in catalytic reactions can be investigated with
the use of equation 6.12. The first is the case when the rate of diffusion to the surface is
significantly faster than the rate of reaction, or

— &L ] (6.13
D )

L

in which case equation 6.12 becomes:
N (0)=-k'C,,, (6.14)

This means that the rate of diffusion 1s so fast that the concentration at the surface of the
membrane is the same as the concentration at the surface of the substrate.

On the other hand, if the surface reaction 1s significantly faster than the rate of mass transfer
10 the surface, or

ok
—_—>> (6.15)
D,
then equation 6.12 becomes:
. DC
Np(0)= —— (6.16)

which implies that the concentration at the membrane is zero (all phenol transported is
combusted) and that the molar flux 1o the surface is only dependamt on the effective
diffusivity and surface concentration. This is a very important observation, because if one
considers the measured apparent reaction rate constants, they correspond closely 1o the factor
I . ~ ’

— which, in this case, can be seen as a sort of an internal mass transfer coefficient. The two

values are compared below in Table 6.5. The ‘direction column® refers to the direction in
which the calculation was made. This means that for the theoretical value, the diffusivity was
approximated and the value of & was calculated.

Table 6.5: Practical vs theoretical reaction rate cocflicients

D, [m"x) Direction ke 5 (i)
Theoretical maximum | 9.415 = 107" - 9415 %107
Practical (best) 3.77 = 10° - 377 = 10°
| Pracuical (worst) | 487 = 10" = 4.87 x 107 J

The values presented in Table 6.5 show that the measured values for the apparent reaction
rate constant are very close 10 the internal mass transfer coefficient as discussed. This most
likely implies that the limiting step of the reaction is intemal diffusion in the substrate, The
practical values shown in the table were based on the experimental values measured in the
oxidation experiments, described in chapter 3.

In order for the external mass transfer 10 the substrate surface 10 be limiting. the measured
mass transfer coefficient would, in the first place, be dependant only on the flow rate.
Secondly, the measured coefficient would be close to the theoretical determined values for the
mass transfer coefficients, as determined by the mass transfer correlation (equation A.46). In
all of the cases the measured mass transfer coefficient is less than the theoretical mass transfer
coefficient. In some cases this difference is greater than an order of magnitude (see chapter 3).



The difference between the experimentally measured values and the theoretical values as well
as the dependency on the current density can be explained by the gas evolution side reaction
as well as the water hvdrolysis reaction. The formation of gas bubbles in the pores may clear
the pores of liguid. Once a bubble escapes into the bulk flow, the void is replaced with fresh
fuid. thereby increasing the effective mass transfer coefficient (section A.1.4).

I'he reduced mass transfer coefficient can be explained at the hand of the effective diffusivity.
In the case where the additional mass transfer due 10 bubble formation is negligible, the
internal mass transfer is dependant only on the effective diffusivity. The effective diffusivity
is always less than the liquid phase binary diffusion as shown earlier in this section (equation
6.9). Typical values for the constriction factor and tortuosity (Fogler [33]) were used to
calculate the effective diffusivity. These values, 1ogether with the effective diffusivity are
presented in Table 6.6.

Table 6.6: Typical values for the effective diffusivity

| Quantity  * Value B
Day | 9415x10"
~ L 0.8

|

K 3.0

bR | 0.45

| D, | L13 = 10"

Although the value for the effective diffusivity calculated in Table 6.6 is less than the worst
value shown in Table 6.5, the effect of the mass transfer due to bubble formation must still be
taken into account, thereby altering the mass transfer,

It 1s unlikely that the external mass transfer to the surface of the substrate is the limiting step
since the calculated mass transfer coefficients must still be adjusted with the additional mass
transfer due to the gas evolution. This would place the theoretical values (which lie in the | x
10” range) up to one order of magnitude greater than the internal mass transfer coefficient.

The possibility exists that the surface reaction itself may be limiting. However, at this stage
no experimental set-up can be constructed with which the surface reaction rate constant can
be measured accurately, Reactions involving radical species generally 1end to be rapid due to
the reactivity of radical species and therefore it 15 not expected that the surface reaction 15 the
limiting step. This is purely speculative, and experimental data need to be obtained before
such an assumption can be verified.

6.3 Requirements for a Practical Application

The effect that a change in a specific parameter can have on the overall conversion in the
reactor was discussed in section 6.2. Now the actual physical requirements of a successful
svstem will be compared with what is believed by the author to be physically attainable,

6.3.1 Reactor specifications

This section focuses on the capital cost associated with the reactor itself. The entire cost will
not be evaluated because of the dependency of the reaction rate constant on the flow rate as
well as the current density — two factors that influence the overall cost. The second reason
can be justified if one considers Figure 5.4 Notice that the capital cost for the reactor is the
main contributing factor to the overall cost of the reactor.

Thus. the capital cost for the reactor will be calculated for vanious flow rates and values of the
different parameters. This analysis therefore assumes the following:
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e The cost of the reactor, being the major factor, will have the greatest impact on the overall
cost if it can be changed.

e The current density can be altered to such an extent that it compensates for any change in
the reaction rate constant induced by a change in the flow rate (which the reaction rate
constant is also dependant on).

The analysis will be based on an overall conversion of 99%.

The effect of the recycle ratio will not be taken into accoumt. This is based on the
discussion in shown in section 6.2.2 that showed that the optimum value for the recycle
ratio 1s zero.

e The capital cost of the reactor is only dependant on the length of the reactor and the flow
rate

The final assumption above needs to be clarified somewhat. It should be apparent that the cost
of the reactor will be dependent on the length of the reactor alone. The cost analysis in
chapter 5 was based on a fixed-width reactor (30 flow channels). In order to reduce the effect
that an increase in flow rate will have on the pumping cost, a constant linear velocity in the
flow channels will be maintained. This will require the width of the reactor 10 change, which
in turn influence the size of the catalyst substrate (and hence the cost).

The estimated capital costs for various recycle ratios were calculated based on a flow rate of
100 //h. The results are presented in Figure 6.6, Note that the label on the x-axis refers only 10
a “transfer coefficient™. The reason for this is the lack of information about the exact limiting
process at the specific value, It merely reflects the required value of the coefficient for the
limiting process.

| Estmated reactor capital cost
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Figure 6.6: Effect of recycle ratio on reactor capital cost.

Notice that the lowest cost is obtained for no recycle. Increasing the recyele ratio effectively
increases the flow rate through the reactor. In order to maintain a linear velocity of 2 m's in
the flow channels, the width of the reactor needs 10 be increased, thereby increasing the cost
per unit length, This trend was observed for all product flow rates and therefore only the
results corresponding 10 a recycle ratio of zero will be considered in the rest of the
discussion .
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The effect of an increase in the product flow rate on the cost was also investigated. The
capital cost for the reactor was estimated for various product flow rates and the results are
presented in Figure 6.7. As seen from the graph. an increase in the flow rate causes a
proportional increase in the reactor cost. This is due to the necessary increase in the width of

the reactor.,

I'vpical values for the capital cost of water treatment plants were obtained. It was found that
water treatment, on average, costs USS 0.5 per cubic meter per day for municipal water
treatment plants and USS 1.5 per cubic meter per day for water treatment plants utilising
ozone [34. 35, 36]. For the flow rates chosen in this analysis. the typical capital cost of these
plants would range from about R 10 to R2 000, These values mav seem unrealistic. but this
reflects the low cost for the already well-established conventional water treatment methods.
As a conservative estimate for the rest of this analysis a base capital cost for 2 water treatment
plant was chosen as R 10 000 for a flow rate of 100 /'h._

Estimated reactor capital cost
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Figure 6.7: Effect of product Nlow faﬁ—on—r;acl(;c_apﬁ cost.

Figure 6.7 shows that for a reactor cost in the order of R 10 000, the transfer coefficient must
be between § x 10” and § x 107 [m's). Assuming that the effective diffusivity cannot be
altered significantly, these values require the values of 6 10 be 1.88 gm and 18.83 nm
respectively.
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Figure 6.5: Analogy of mass transfer resistance to electrical systems
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At this point, consider Figure 6.8, representing the analogy between electrical circuits and the
main processes in the reactor, These processes, from left to night, are:

o External mass transfer
e Intemnal mass transfer
e Surface reaction

For an electrical circuit, the total resistance to the electrical current, /. between point 1, and
Py is:

R, =R +R,+R, (6.17)

In the case of the mass transfer in the reactor, the mass transfer coefficient is equivalent to
conductivity in the electrical system. By definition, the conductivity is the reciprocal of
resistance and therefore the overall resistance 10 mass transfer can be approximated by

|o.
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kq«m kn
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e — +

1
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k (6.18)
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Values have been estimated for the first two terms of equation 6,18 earlier in this chapter.
However, the experimental data did not give any information regarding the actual surface
reaction rate constant. Murphy et al. [28] performed a set of experiments under ideal
conditions using sulphuric acid as supporting electrolyvte. In the expeniments they measured
the reaction rate constants for a cocktail of cyclic organic molecules, which included phenol.
They reported typical reaction rate constants in the order of |1 x 10 [m/s]. This can be taken
as a practical upper limit for the reaction rate constant. Thus, the typically observed values for
the various mass transfer resistances are summansed below:

Table 6.7: Typical values for the resistance to mass transfer in the reactor
| Process | Resistance [ m)
External mass transfer ‘ 10

Internal mass wansfer 107
fw*t

Surface reaction
Table 6.7 shows that the main factor contributing to the overall resistance 1o mass transfer is
the intemal mass transfer. The other two processes only contribute 9.2% 10 the overall
resistance. According to the previous analysis, the overall resistance must be less than
— = 2000

a0t

—_—

Suppose that the resistance comresponding to the internal mass transfer can in some way be
decreased 1o this value. This still leaves the overall resistance at | x 10"+ 2000+ 1 x 10* = |
012 000. The reason for this 1s that even though an improvement has been made in the
coefficient for one of the steps, one of the other steps now becomes the limiting step. In this
case, external mass transfer now limits overall mass transfer.

Therefore, all three steps need 10 be improved up to the point where the sum of their
resistances equal 2 000. Thus, on average, each resistance must equal 666.7 or, in terms of the
coefficients, 1 x 107 [m's]. Considering that the reaction rate constant, according to the
Iiterature. can only be in the order of 1 x 10 [m's). the type of improvement that is required
to make the process work is impossible with present technology.
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6.3.2 Reactor capability

The following table summarises the maximum expecied improvements in the various
paramerers.

Table 6.8: Expected improvements in the various parameter values

| Parameter - B | Unnt | Old value ‘ New value
Effectuive diffusivity. D, [m” 5] 113 x 10" 28« 10"
Substrate thickness, & (m] 0.001 0.0002
Linear velocity. i ‘ _!ms] 20 N 10
Internal mass ransfer coefTicient m s 1.13 = 10 2¢ x 10
External mass transfer coetlicient 'm s 95« 10 239« 10

Thus, it can be seen that even with the expected improvements, the external mass transfer is
predicted 1o become the limiting factor. The transfer coefficient of 2.39 x |0 " corresponds
with a reactor cost of R 18.1m for a flow rate of only 100 /'h. An increase of the product flow
rate 10 1000 ['h increases the capital cost of the reactor 1o R 181m. This i1s unacceptable and
therefore 1t can be said that even with the expected improvements in the vanous parameters.
the reactor system will still cost far more than existing water treatment methods. For interest
sake, if the conversion in the reactor was reduced to 75%, the reactor length reduces to 25 500
m (R 2.99m).

The previous analysis was based on several assumptions that mayv not be entirely accurate
However, the analysis was done to obtain an order of magnitude estimate of the required and
current values of the vanous parameters. This has been done and it has been shown that far
greater improvements than physically possible must be achieved before the reactor cost
becomes reasonable

6.4 Conclusions
The following conclusions can be drawn from the results obtained in this chapter

e The sensitivity analysis showed the dependency of the conversion on the varous
parameters in the initial model. However, a more fundamental approach to determining the
rate-limiting step in the reactor showed that the intemmal mass transfer from the bulk flow
10 the surface of the membrane is likely 10 be the limiting step

e The consideration of possible improvements in the important parameters of the reactor
performance showed that with possible improvements, the achieved improvement will not
even approach the required improvement in the reactor cost. A small reactor (delivening
only 100 /'h of ¢clean water, 99% removal) will still cost R 8.1 million. Therefore, it can
be said that the technology is 100 expensive compared to other treatment options
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7 Overall Conclusions and Recommendations

7.1 Conclusions

The following conclusions can be drawn from this study:

The SPE reactor system is only partially successful in removing organic content from
waste water. It does however, completely destroy all living organisms present in the
samples.

Due 10 the complex interactions in the reactor system, the experimental data cannot give
any indication as 10 what the limiting process is. A theoretical evaluation of the system
described indicated that internal mass transfer was the limiting factor regarding the
reaction rate.

Despite the higher current efficiencies observed under potentiostatic control, it was found
that galvanostatic control, due to the much higher rate of charge transfer. is the better
choice for the mode of operation of the reactor. Reductions in the length of the reactor of
up to an order of magnitude can be obtained.

The reactor system, using the current catalyst and reactor set-up, 1s not economically
viable for treating contaminated water due to the high costs of materials and operation,

The required length for the reactor can be reduced by up to an order of a magnitude when
treating waste streams that are contaminated with micro-organisms.

Titanium must be used for the cumrent collectors. The nickel-plated curremt collectors
showed corrosion, even after the first run. Although nickel may be cheaper initially,
maintenance will need to be done more frequently. The presence of nickel ions in the
effluent is also undesirable.

The HPLC analytical method that was developed can be accurately used in the quantitative
detection of phenol and its breakdown products. However, there is still a large amount of
information that needs to be obtained regarding the exact breakdown products. Only a few
of these products have been identified 10 date. An unidentified peak was observed in the
HPLC analysis of aliphatic acids, and may represent some of the as yet unidentified
breakdown products,

The present system is uneconomical compared to other water purification technologies.
Also, the projected improvements required in the vanious properties of the reactor, such as
catalyst substrate, reaction rate constant and mass transfer coefficients are not physically
possible. For example, the rate of the limiting step in the process needs to be improved
from the current value of approximately 1.1 x 107 [m/s] to at Jeast 5 x 10™ [m’s).

7.2 Recommendations

The following recommendations are made for future research in this field of rescarch:

High overpotentials are observed for the clectrode reactions. One of the main reasons for
the high overpotential may be the contacting provided between the electrode and the
membrane. If the catalyst and membrane can be combined into one unit, two contacting
surfaces would be removed.

It is not possible to idemify and quantitatively analyse all of the intermediates. Accurate
measurement of the oxygen generated in the reaction will however give an indication of
the extent of the reaction. Measurement of carbon dioxide will indicate the extent of the
full reaction. If reliable methods can be obtained 1o measure the concentrations of these
gases, more accurate assumptions can be made about the mechanisms involved. Hence
such methods should be investigated.
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A  Additional Theory and Literature

Some of the theory required for the understanding of the technical aspects of the report were
deemed as 100 detailed for the main body of the report. The information does however need 10
be added to suppon some of the assumptions and derivations made. Therefore, the additional
theory and literature excluded from the main report is added here.

The first section (0) in the appendix address all of the theory pertaining to electrochemical
reactors. This includes a general description of electrochemical reactors and a discussion of
clectrode processes and phenomena. Additional background regarding alternative catalyst
preparation techniques. as well as a detail discussion of the sol-gel technigque is provided in
section A2

A.l Electrochemical Reactors

An clectrochemical reactor is defined as any device in which chemical reactions occur
directly due 1o the input of electrical energy [37). A schematic represemtation of an
electrochemical cell is given in Figure A.1. A typical electrochemical reactor consists of two
electronic conductors or electrodes immersed in some conducting liquid, namely the
clectrolyte. The electrodes are connected externally to a d.c. power supply. When a suitable
electro-motive force (emf) is applied, current flows in the external circuit and chemical
reactions take place at each electrode. This process is termed electrolysis.

d.c. power
supply

HHIECD-
/lectron\

flow

\cathode

P o o
I

anode/ /

electrolyté \diaphragm

L ]

Figure A.1: Parts of an electrochemical cell.
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Electrical conduction in the electrolyte is mainly due to the movement of charged species.
The charged species or ions are made available from the chemical components — either by
melting them or dissolving them in a suitable solvent. most commonly water. The application
of a potential difference between the two electirodes causes the negatively charged species
(anions) in solution to migrate towards the positive electrode (anode). Similarly, the positive
jons (cations) move towards the negative electrode or cathode.

According to Pickett [37], the predominant factor in the movement of ions in an
clectrochemical cell can almost always be attributed to mass transfer. Since chemical
reactions take place at the surfaces of the electrodes, concentration differences are caused
between the bulk of the solution and the solution surrounding the elecirode. This
concentration difference then supplies the main driving force for the movement of the ions.

I'he discharge of ions at the electrodes results in chemical changes and causes electnicity to
flow in the external circuit. In this circuit, electrons flow from the anode to the cathode. In a
chemical sense this implies that oxidation takes place at the anode and reduction at the
cathode.

There are normally two different modes of operation for electrochemical cells. The mode of
operation generally depends on the reactions taking place. Under galvanostatic operation, the
cell is operated under constant current. In this case, the potential is adjusted in order to keep
the applied current in the cell equal 1o the set value. In certain cases, especially where one or
more side reactions take place, this may cause the selectivity to shift towards the unwanted
side reaction. The advantage of this mode of operation is that the current density can be set to
any required value.

Under potentiostatic operation, the electrochemical cell is operated under constant applied
voltage. This mode of operation is sometimes necessary to force only some reactions to take
place, for instance in the electrowinning of metals from a solution of several metal ions. This
way, the metals can be extracted one at a time to obtain high purity metals. The disadvantage
is that there is basically no control over the current — therefore, kinetically hindered reactions
can give very low currents.

A.1.1 FElectrochemical Reaction Rates

In a homogenous redox reaction the electrons are directly transferred from a donor molecule
10 an acceptor molecule. This can be summanised by the following set of equations:

A+D- A" +D"" (A1)
D-D"" +v.e (A.la)
A+ve 3 A" (A.1b)

In an electrochemical reaction however, the reactions are heterogeneous and occur at different
sites (anode and cathode), and the electrons are transferred via the external circuit.

In equation (A.]1) cne can see that for one mole of product to form, a number of electrons
equal to v, must be consumed. Faraday discovered two laws that relate the amount of product
formed during electrolysis to the amoumt of electricity passed. These two laws can be
expressed in the following statement [27] (p. 7):

The passage of 96487 coulombs through an electrochemical reactor produces in total
one gram equivalent of products at an electrode.
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This quantity can be calculated by taking the charge of one electron (¢, = 1.602 x10"* C) and
Avogadro's number (N, = 6,022 » 10* mol”) 10 give the charge of one mole of electrons (F =
96486.69 C'mol) — known as the Faraday. If only one reaction takes place at the electrode
and the current is constant, the following simplified relationship gives the moles of product, »,
formed in an electrochemical reaction applies:

It
T o

If the mass of product formed is required, equation 2.14 can be multiplied by the molar mass
of the product to give:

M0 .M,IId!

- (A.2)
¥ v F

Here, the term © is replaced with the integral of current over time. This is typically used if the
current is not constant for the duration of the electrolysis.

According 10 Wendt and Kreysa [30]. for the more general reaction scheme,
v.R+v.e —v P (A.3)
Faraday's law can be written as

vM
m, = %Ild: (A.4)

with respect to the product, or with respect 1o the reactant:

m =—F—'I,dt (A.5)

I'he differential form of equation A.4 can be obtained by differentiation with respect to 1.

dn v/

r r
— T e— A6
d v F il

Normally, for heterogencous electrochemical reactions. the reaction rate is proportional 10 the
surface area of the electrode, and therefore equation A.6 can be normalised,

1 dn, 1 vl v

= e— = (.‘.7’

A dt A Vv F v F

where i is the current density. In practical applications, conditions are rarely this simple.
Often several reactions 1ake place simultaneously at the same electrode. For instance, in the
clectrowinning of metals the following reactions may take place:
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voltage can be separated into three potential drops — two that occur at the solution electrode
interface (1o be discussed later) and the other due 10 resistance 10 1on transfer in the solution.

I'his is schematically represented in Figure A.2(a)

If this voltage is decreased umtil the solution potential drop becomes zero. this condition of
zero current leaves the system in a state of equilibrium. The interfacial potentials are still
present although they are reduced in magnitude. This voltage is known as the minimum
electrolysing voltage or equilibnum cell potential, and is represented by Figure A.2(b). To
determine this voltage, we rewrite equation A.12 1o account for the electrons taking parn in the
separate clectrode reactions:

Ve, = VA WwB — vie, = v C+ wD - (A.15)
[ . —
Vel v Y- ' | ‘ —1Veirt

| o , . |

‘ | V.8, Vol
' | L

~—J l r-'! 'J-W
. o

(b) Zero currem

(2) Finite current
Figure A.2. Voltage components in an electrochemical cell

(¢, and ¢, being the electrons involved in the cathodic and anodic half-reactions respectively).
Since the system is in equilibrium, the free energy is at a minimum and therefore

V.H, #V U, TVllyg =V U Vi TV U, (A.16)
Substitution of equation A.13 into equation A.16 then vields

v, - M, )= AG (A.17)
At equilibrium, the chemical potential of an electron is equal to the chemical potential of an
electron in the adjacent power supply terminal, thus

M, =u
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Substituting equations A.26 and A.27 into equations A.13 and A.20 and ignoring deviations
from ideality, one obtains

'EV._,#,,. *R"""(n. S o,

o (A.28)
nen \"F

or, for the species A, B, C and D in equation A.13,

Vein =l'.l;..-£-lna—‘.i’f— (A.29)
vl afay

where the activities are given by equation A.22 or equation A.23 depending on the phase of

the reactants and products. Often it is assumed that the activity and fugacity cocfficients are

one, especially at low concentrations. It then follows that the concentrations and partial

pressures can replace the activities.

Now that the minimum voltage required to run an electrochemical process has been defined, a
brief discussion of the elements of practical voltage requirements will be given. The
equilibrium voltage in a typical electrochemical cell is given by the relationship

Vi =V, =(=7.) (A.30)

During non-equilibrium operation, the potential drop due to the solution resistance becomes
important. Also, the electrode potentials stant 1o deviate from their respective equilibnium
values. If the electrode processes were thermodynamically reversible, one would be able to
pass a large current through the solution without these potentials varying notably, The
solution drop would then be

VeV, +V.. (A.31)

where J',,., is the solution potential drop. Such electrodes are referred 10 as “non-polarizable™.
Most practical electrodes exhibit polansation and this deviation in potential is referred to as
the overpotential. In such a case. the electrolysing voltage can be represented by

Vel —(-V)+v,. (A.32)
1" and 1" are the non-equilibrium electrode potentials.

To obtain an expression for the practical voltage drop in the case of polanzable electrodes,
equation A.30 is subtracted from equation A.32, giving

V by + 07 V)=V )- (V) Vo
VaV_, +n,-n +V.. (A.23)

where 1, and 1, are known as the anodic and cathodic overpotential. These values are defined
as the difference between the electrode potential at non-equilibrium and equilibrium

operation:




n, =V, -V, (A.34)
n. ;—.‘-l".l-(l"] (A.35)

According to convention, the cathodic overpotential 1s generally negative, but causes an
increase in the total operating voltage, Therefore, equation (A.33) is ofien written as

V=V _ +n +n|+V_ (A.33a)

Many phenomena may be associated with the overpotential. Up to five different effects may
cause this overpotential according 10 Kortiim [38]. The most important of these phenomena
may be associated with the solution (concentration overpotential): and processes taking place
at the actual site of the reaction on the electrode surface (activation overpotential).

Concentration overpotential is caused by the depletion or accumulation of species taking pan
in the reaction close to the surface of the electrode. The electrode is thus surrounded by a
solution with a different concentration than that of the bulk solution, causing a shift in the
potential away from the equilibrium value. Keeping the solution concentration as close as
possible to the bulk concentration will thus reduce the overpotential. This is typically done by
increasing the mass transfer from the bulk to the electrode surface by stirring or increased
flow of the solution.

Activation potential on the other hand, arises due to the phenomena associated with the
clectrode reaction. In any electrochemical reaction electrons are transferred across the
electrode interface to the reactant molecule. This normally takes place in a sequence of steps
of which adsorption and desorption of the reactants, intermediates and products, surface
diffusion and surface reactions are all a part. Only one of these steps is the rate-limiting step

it is this step that requires a certain input of energy. the activation energy. to take place.
This step represents the state of maximum energy of the system and is necessarnily higher than
the original state of the system. Once the system has accumulated enough energy it proceeds
to the final state of energy which is greater than the onginal state, but lower than the
maximum. A portion of the onginal activation energy is thus lost and this imeversibility gives
rise to the activation overpotential. This energy is lost at the expense of a higher potential

A.1.3 Electrode Kinctics

Ihe rate of an electrochemical reaction
A+ve =B (A.36)

has been shown in section A.1.1 to be determined by the applied current. Differentiation of
equation 2,14 gives

dn cl
P OB o — T — (i=A) (A7)

dt v F ;

with £ being the current efficiency for the considered reaction. As is convention, the rate can
be normalised with respect to surface area, and current density can be used 10 represent the
reaction rate

1 dn B e
= e e I e——— IZ — '\ -d'
A4 dr 1 v F v F
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According 10 Wendt [30] (p. 41). it is an experimental fact that if mass transfer limitations are
climinated, the rate of charge transfer varies exponentially with the overpotential. For
reactions that have both a forward and a backward reaction, such as the one in equation A.36,
both are changed in an opposite sense by the applied overpotential. Thus, according to the
Butler-Volmer equation, one obtains the effective current density as the difference between
the cathodic and anodic partial current densities:

4 ’a l.- ) - ,.- \‘
l ,“q [-a, ’7}‘ (A.28)

= i,,l\cxp1TJ> = CXP‘l RT |

s
where i, is called the “exchange current density™ and basically equals the current that is
exchanged back and forth between the two electrodes under equilibrium. a, and @, are the
anodic and cathodic charge transfer coefficients and determine the response of the partial
current densities towards a change in overpotential. The sum of these two charge transfer
reactions must always equal the stoichiometric electrons, v, of the potential-determining
electrode reaction, but even this only hold for conditions close 10 equilibrium.

If the overpotential is high enough for one of the reactions, equation A.38 can be simplified as
follows:

o a Fn) a Fn
= [ exp ——— ¥ 4 >> A39
i=i, g\pl RT | for RT l (A.39)
or
- -a Fn } -a Fn
1 =7 €X - fi . >>] A40D
, P{ RT | or RT ( )

Normally the Tafel equation is derived from these equations:

n=a+blogi (A4])
with
(RT
a=-=2302 — |logi, A42)
taFJ : (
/ \
b= 2.302( A (A.43)

\

with & known as the Tafel slope. The graphical determination of these values is schematically
represented in Figure A3,
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mdre AL Semilogarithmic plot for determination of i, and the Tafel slope.

For the system used in this study, the use of @ membrane makes the system too complex to
accurately derive values from the Tafel slope. The use of a membrane 10 separate the
electrolyte in an electrochemical cell makes the system imeversible, and therefore
conventional methods cannot always be used 1o accurately determine Tafel values in such a
system. Also, due to all the breakdown products formed in the oxidation of phenol. the
accuracy of the values will be suspect.

Often it is found that the value #, is dependent on the concentration of species in the reaction
solution [30] (p. 49). Therefore i can be expressed as a function of the concentration of
different reactants and their respective reaction orders.

Rl n‘"‘ (A.43)

This approach is similar to that followed by Pickett [37] (p. 52). where the reaction rate can
be direetly related to current density and often assumed to have similar Kinetics to chemical
kinetic equations:

i
f=— k" A5
v F b

This methodology will also be assumed in this work, since very little information is available
on the exact current-potential relationship. The derivation of the exact equation used in the
reactor model is discussed in chapter §

A.1.4 Flectrode Mass Transfer Phenomena

In chapter 5, a simple model is derived that takes into account the reaction taking place at the
membrane-electrode interface. This reaction is quantified in terms of a reaction rate constant
that is determined from the experimental results in chapter 3. Generally. there are two desired
tvpes of limiting conditions in chemical reactors: mass-transfer limited and reaction rate
limited operation.

In the experimental work. in order to determine which limiting condition prevails, one needs
to have some 1dea of the mass transfer from the bulk of the solution in the flow channel to the
surface of the electrode. Several mass transfer correlations exist in the literature that describes
the mass transfer coefficient in dimensionless form (Sherwood number) for a vanety of
electrode configurations [39]. The mass transfer coefficient for a parallel plate electrode of
finite width can be calculated from the following correlation [39] (p. 80)
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This correlation can then be used to determine the coefficient for external mass transfer.

Another important process that ofien 1akes place at electrodes in aqueous solutions is gas
evolution. According to Wendt and Kreysa [30] (p. 103), it has been proven that an additional

mass transfer element 1s introduced due 10 bubble formation. The effective mass transfer is
quantitatively described by the following equation:

ko= k2 ) (A47)

- -~ e T -~ NG
with the mass transfer element attributed to bubble formation given by

kn,w 'dp - 2.76
D  C

(ReSc)”“(1-0)" (A.48)

where © is the degree of gas bubble coverage of the electrode and d, is the average bubble
diameter. The Reynolds number as given in equation A.48 is proportional 1o the volumetnic
flow rate of gas evolution per unit electrode surface area, i.e.

Rom ke 8 (A49)
-

C 1s a factor that accounts for the bubble shape. C = 1.59 for hemispheres and C = 2 for
spheres,

A.LL5 Analogy to Chemical Kinetics
As mentioned in section A.1.3, one can make the general assumption that an electrochemical
reaction follows kinetics analogous 10 those observed in chemical reactors [37). In such a

case, the rate of the reaction is given by equation A 45,

i

re—
v F

= kC" (A.45)

In order for this equation 10 be used in the final model of the process, values for the reaction
rate constant, &, and the reaction order, n, must be obtained. A number of methods exist that
can be used to obtain these values from concentration-time data.

A method that is ofien used in the extraction of the reaction order is the differential method of
rate analysis, as described by Fogler [33]. For a given reaction

A = products
the rate law is given by

-r, =kC, (A.50)
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For a constant-volume batch reactor, performing the appropnate mass balance and combining

1t with the rate law, one obtains

-~
M

After taking the natural loganthms on each side of equation A.51, one obtains

n
1J

Inl =—— | =Ink+nInC, (A.

Notice that the slope of a plot of ln‘— %l versus InC, i1s the reaction order. Therefore. the
concentration-time data must be differentiated, either graphically or numenically. Graphical
methods can be iterative and prone to error, and thus only the numencal methods will be

discussed here.

I'he rate of change of the concentration-time data can be obtained 1n two wavs. The first 1s the
three-point  differentiation formulae for equally spaced data points. For a set of data
containing N points:

Time [ _ I . I

b —— — e ——

Concentration Ca e ) Can

where m 15 some imtermediate value (0 < m < N). The formulae 10 determine the rate of

change of the concentration at vanous points are
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T'he other popular method used is 1o fit a polynomial expression through the data points

e A

(A56

anc 1

A.56 can be differentiated with respect 10 ime

i then finding appropriate values for the constants «.. Once this has been done equation

dC,

—— =g, - 2aJg+3a. 1" ---+na_t (AST)

dr

and used to obtain the rate of change of the concentration at any time . The logarithm of the

rate of change of concentration can then be plotted against the loganthm of concentration

I'he slope of a straight line fitted through the data will give the order of the reaction




Another method is 10 assume a value for the reaction order. The concentration-time data is
then lineansed according to the assumed reaction order and a straight line is fitted through
this data. If the fit is statistically sound, the correct reaction order has been assumed. This
method will be described shortly with reference to typical graphs that can be obtained for
cach reaction order. One rarely finds reaction orders higher than two and therefore the
discussion will only be extended to reaction orders of two.

With this method. one does not have to have only constant-volume batch reactor data and the
kinetic expression can be directly incorporated into the reactor model. thereby accounting for
other possible effects playing a role in the reactor.

If one assumes 0-th order kinetics. equation A.S1 can be writien as

_9Cn _ k (A.58)
dr

integrating vields

Cow =kt + K (A.59)

In this case, one would plot values of the concentration versus time, and fit a straight-line
through the data points, If the straight line fits the data well in a statistical sense of the word,
the order of the reaction is zero. The slope of this line is equal 1o the reaction rate constant, &.
K in eguation A.59 equals the intercept of the straight line at time r = 0. This would
correspond with a calculated value for the initial concentration Cy . The procedure for
obtaining the parameter values for 0-th order Kinetics is shown in Figure A 4(a).

The same can be done for first and second order kinetics. The quantity used for the v-axis and
the integrated equations are summarised in Table A.1.

Table A.1: Summary of method for determining reaction order

‘xaxs | vans | Slope  Intercept I quanon
| ¢ Ca k Cao Ca=Cpo—kt
| In(C,) ' k In(Ca) C, = Caexpl-kr)
| 1 - L& - C. = (
G | L™ L N P
Ca | ’ <. &
& ’ }

C.

- ' iﬂ_i | =

(a) 0-th order (b) 1-st order (c) 2-nd order
Figure A.4: Determination of reaction rate constants for differemt reaction orders.,

If none of the plots based on these three reaction orders are statistically valid, some other
effect is taking place in the reaction and a more sophisticated approach must be tried.
Especially in the case of reactions on a catalytic surface, adsorption and desorption often
influences the reaction kinetics.




A.2 Flectrode Preparation

In general. the preparation of the electrode involves the deposition of a metal oxide layer onto
a substrate matenal. In most cases the substrale matenial used is titanium. because of its
excellent resistance to corrosion.  Another reason is that the metal oxide catalysts often lack
the mechanical strength 1o be used as clectrodes. Titanium therefore serves as the backbone
for these types of electrodes. Titanium has been the substrate matenal most widely used and
described in the lnerature [40).

Vanous methods have been developed for the formation of the oxide layer such as chemical
vapour deposition, thermal decomposition. reactive sputtering. spray pyrolysis and the sol-gel
technique. Since the sol-gel technigue is emploved for the preparation of the catalysts in this
project. it i1s discussed in detail in section A2.3. while shont discussions of the other
techniques are given in sections A.2.1 and A.2.2 as background.

A.2.1 Spray Pyrolysis

With this technique [40, 9, 41, 17, 42]. an appropriate solution is made with suitable
precursors (exclusively inorganic salts) and solvents (typically ethanol). The solution is then
spraved through a2 nozzle from a fixed distance onto the pre-heated substrate. Typical
temperatures of the substrate at this stage of catalyst preparation are about 400-700°C. This is
sometimes followed by a heating period of about 10 minutes afier which additional coatings
of the solution are applied to the substrate. After all the necessary coatings are completed, a
final heat treatment is applied in some cases. It appears that S$50°C resulted in films with the
best electrical conductivity.

A.2.2 Thermal Decomposition

In this technique (43, 44], a paste or solution containing the desired ratios of precursor salts
are prepared. When using the paste, a brush is used to apply the mixture onto the substrates,
whereas in the case of a solution the coating film can be applied by brush. spray or dipping
onto the substrate. This process is followed by an initial dryving step at low temperature
(50°C), followed by the annealing stage. which typically 1akes place at 400-550°C.

A.2.3 Sol-gel Dip-coating

The sol-gel method of catalyst preparation is claimed to have several advantages over the
aforementioned methods. Excellent homogeneity, easy control of film thickness. ability to
coat large surfaces and simple and low-cost processing are some of the most important
advantages [46]. The sol-gel process has been studied extensively and has been used to
prepare a wide variety of metal oxide catalvsts,

According to Hench and West [46). three approaches are used 10 make sol-gel monoliths:

e gelation of a solution of colloidal powders,

e hvdrolvsis and polvcondensation of alkoxide or nitrate precursors. followed by
supercnitical dryving. and
hydrolysis and polvcondensation of alkoxide precursors, followed by ageing and drving
under ambient atmospheres.

In this project. the third approach was used for the preparation of the doped tin dioxide

catalyst. The first method requires the use of collowdal powders. This can be difficult to obtain
in some cases, especially where the more exotic dopants are used. The second method
requires the use of supercritical fluid drying. which utilises high pressure and temperature
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vessels. The third method is relatively easy when compared to the first two and was chosen
for this reason. The precursor salts are very easy 10 obtain (Merck, Sigma-Aldrich) and no
complicated instruments or machinery are required in the process,

Firstly, important terms in the sol-gel process need 10 be defined. A sol is defined as a
dispersion of colloidal particles in hiquid: colloids being solid particles with diameters of 1-
100nm. A gel is an interconnected, rigid network, containing submicrometer size pores and
polymeric chains with average lengths greater than a micrometer [46).

Once simultancous hydrolysis and polycondensation form the interconnected 3-D network of
the gel, the pore liquid must be removed as a vapour phase 10 leave behind the gel.
Supercritical drying of the gel may be employed 10 remove the excess pore liquid [47]. Due to
the supercritical conditions, the network does not collapse and a low-density acrogel is
formed. Pore volumes as high as 98% and densities as low as 80 kg'm’ have been reported.

When conventional drying at ambient pressure is used to remove the pore liquid, the network
collapses due 10 shrinkage and a xerogel is formed. These xerogels have been termed alcogels
if the pore liquid is primanly alcohol based. A dnied gel can be obtained by removing all
physically adsorbed water. This occurs between 100-180°C.

Due to the very large surface concentration of chemisorbed hydroxyls on the surface of the
pores, heat treatment in the range S00-800°C is used 10 desorb these hydroxyls. This reduces
the number of pores and connectivity substantially, due 10 viscous-phase sintering
(densification). This results in a stabilized gel. Complete densification results in the
elimmation of all pores and takes place at temperatures between 1000-1500°C nis
dependent on the surface area and pore size of the gel.

In the preparation of a gel, up 10 seven steps may have 10 be followed 10 form a gel with the
desired properties. Only the most important steps for the preparation of the tin dioxide
catalysts will be presented here.

Step 1: Mixing. Generally a liquid alkoxide precursor is used to prepare the sol, but according
1o Ward and Ko [48] a wide variety of precursors may be used. The liquid alkoxide precursor
(M(OR),) is hvdrolvsed by mixing with water. Hvdrolvsis and condensation reactions then
1ake place in the solution (according 10 Ward and Ko [48]) as follows:

hydrolysis:

~-MOR + H:0 = -MOH + ROH (A.60)
condensation:

~MOH ~ ROM~ = -MOM- + ROH (A.60a)
or

~MOH = HOM- < -MOM- = H.O (A.60b)

These hydrolysis and condensation reactions continue until sufficient interconnected M-O-M
bonds are formed. at which time they begin responding as a sol. The size of the sol particles
depends on the pH and the ratio of alkoxide to water in the initial solution.

Step 2: Gelation. Given enough time, the colloidal particles will link together and form the 3-

D network. The size of the particles and the extent of cross-linking before the gelation step
determine the physical properties of the network. At this stage, the viscosity increases greatly.
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Step 31 Agcing. Also known as symeresis, ageing involves the continuation of
polycondensation. Localised solution and reprecipitation of the gel network also takes place,
increasing the strength of the gel. Porosity of the gel network decreases with increased ageing

ume.

Step 4: Dring. During drving. whether by the conventional or supercritical technique, the

pore liquid is removed from the interconnected network

Step §: Densificarion, Through the heating of the porous gel at high temperatures, the pores 1n
the network are eliminated and. in the case of coated substrates, the catalyst is fused to the
substrate

Ward and Ko [48] suggest several parameters that are responsible for the final properties of

the layer. Of these. the type of precursor, type of solvent, water content, acid or base content,
precursor concentration and temperature are important.

In the literature, preparation of SnO. films has almost exclusively been done using inorganic
precursor salts. These salts were always hydrated salts, 1.e. SnCl:-5H,0 [47] or SnCl.-2H 0O
[4S. 50, 51. 52]. In one instance Tin(IV)-ethylhexano-isopropoxide (Sn(OOCH,<):(OC,H-);)
was used as precursor [45]. It is assumed that the water required for the hydrolysis reaction

comes from the adsorbed water in the precursor salt, since no water 1s added at any stage of

the process. The precursor salts are then dissolved in a suitable solvent (ethanol or
isopropanol) and heated under reflux at temperatures up to 80°C in a closed vessel.

Different steps are followed at this stage of the process. In some cases the solvent was
evaporated until a fine powder was lefi behind, while some researchers allowed the solution
10 undergo gelation for up to § days. The same procedure was followed for any dopants that
were 10 be added 1o the tin solution. In the case of the powders, the desired level of dopant
was added and the mixture was redissolved in the solvent. This solution was then heated
under reflux, in an open vessel, for 2 hours.

The substrates were then immersed in the solution and withdrawn slowly at a constant rate.
Ihis rate vaned from 3 10 |1 cmmin. These films were then dried in air at 60 w0 110°C for
between | and 2 hours. This process was repeated for each coating of the catalyst. The
substrates were then subjected to a final heat treatment at temperatures ranging between 500
and 600°C for 10 minutes to | h, at a heating rate of 2°C per minute,




B Catalyst Development

by Priscilla G.L. Baker
B.1 Preparation of Mixed Metal Oxide Catalysts
B.1.1 Sol-gel preparation of mixed metal oxide clectrodes

Sol-gel involves hydrolysis of organic or inorganic precursors, followed by condensation and
ageing. A schematic representation of the sol-gel process is given below (Figure B.1). The
cationic precursors in sol-gel preparation were either chlonide salts (Shb, Pd) or organic
derivatives (Cu, Zr). In the case of manganese doping. citrate derivatives of manganese and
tin were preferred. The manganese citrate derivative was freshly prepared before sol-gel
synthesis, from MnCO; by precipitation and filiration.  The organic solvent in all cases was
absolute ethanol, except for zirconium doping, where the solvent was methanol.

e

l MCI, or MOR precursors + |
tin chlonide + organic solvent

|
. Condensation by refluxing at
70 to 80°C, 1 hour

SnO,-MO, sol

i Ageing in open vessel at
room temperature

i
1 Sn0,-MO, gel
|

i-'igurr B.1: Schematic of the sol-gel process.

The doping ratios were kept as low as possible, using literature references as a guideline
(Table B.1). The doping ratio was determined according to the following formula:

n
Doping ratio = Z" (B.1)

Where #, is the number moles of dopant atom and n is the 1otal number of moles (SnO;
dopant)




Table B.1: Doping ratios for mixed metal tin oxides

| Starting materials . - _Dopamt | Rano

| SaCl-SH-O: Cu(CH.CO0)-HO GO 2.5 w1 %
SnC1-2H-O: ZnOC H-), 21O | mol *s

~SnCl. 2H.0: PICI. Pd I mol %
cine acid, tun citrate, ethyvlene glveol, MnO, S mol %
nitnic acid. manganese citrate
SnC1.2H.0: ShCls B 7 T Sh.O, 10 mol *s

In all cases the solutions were well stirred and refluxed before being left to age at room
temperature for the respective amount of time (12 10 24 h).  The obtained gel was evaporated
to dryness to produce a powder. The powder samples were submitted for XRD analysis.
For the purpose of casting the thin films, the gels were retained in the liquid form.  They
were found 1o be stable at room temperature for up 10 6 months when stored in the absence of
direct light

B.1.2 Preparation of thin-film clectrodes

I'hin films were prepared by dip coating sol-gel techniques. The major advantages of this
technique over other techniques such as spray pyrolysis, chemical vapour deposition and RF
sputtering (radio frequency electromagnetic wave energy (e.g.. 13.65 MHz, etc.) is utilised to
energise the sputtering operation) are: high purity starting matenal. easy coating of large and
complex shaped substrates and low cost [30].
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Figure B.2: Design of mived metal tin oxide coated clectrode.

This technigue produces high quality mixed metal SnO; thin films as far as structure and
morphology are concerned.  Experimental conditions can be readily controlled to ensure
reproducibility. The dip coating mechanism is similar to that descnibed by Grnimm et al [S2].
The effect of spin coating the mixed metal oxides onto the titanium substrates. as opposed to
dip coating, was also investigated. The films were coated once, allowed to dry at 100°C for 30
minutes in a standard laboratory oven, before the second coating was applied.  All the films
prepared by dip coating and spin coaung were annealed 1in a wbe fumace (LABOFURN,
quartz tube) with 2 model 7 temperature controller. The samples were heated at a ramp rate
of 60°C per hour and kept at 600°C for one hour, before being allowed 10 cool again to room
temperature



B.2 Characterisation of catalysts

The mixed metal tin oxide materials prepared via the sol-gel route were extensively
charactenised. TGA analysis was performed 1o confirm that at 600°C  (the calcination
temperature) no further structural changes due 10 mass loss occur. UV spectroscopy of the
gels allowed the determination of the band gap energy. The surfaces of the thin film
clectrodes were characterised by Xeray diffraction (XRD), atomic force microscopy (AFM),
scanning electron microscopy (SEM), Rutherford backscattering (RBS) and particle induced
X-ray emission (PIXE) analysis provided some insight into the chemical composition of the
mixed metal tin oxides.

B.2.1 Experimental
Thermogravimetric analysis

Small sample masses are used in TGA to ensure uniform heating of sample and to reduce
exchange of gas with the surrounding atmosphere. A concentrated gel matenal was prepared
for TGA by evaporating the solvent of a small volume of the original gel. The sample was
analysed on a Perkin Elmer TGA (7 series). The heating rate was 1°C/'min up 10 @ maximum
of 600°C and nitrogen was used as purging gas.

UVvis spectroscopy

A Unicam, Helios Gamma, UV spectrophotometer and Aurora 1.1 scanning software version
was used for the collection of the data. The instrument was used in single beam mode.
Absolute ethanol (solvent used in preparation of mixed metal oxide gels) was used as a
reference. The gel samples were diluted 1:1 with absolute ethanol to obtain absorbance
readings on an appropnate scale. The band gap energy (¢V) was measured by extrapolation of
the first absorbance peak. usually observed between 300 10 400 nm.

X-ray diffraction

Samples of the mixed metal tin oxide gels were evaporated to dryness and the resulting
powders were analysed by X-Ray diffraction (XRD). Measurements were made on a Siemens
advanced DS diffractometer (Bruker AXS) with primary (Cu tube, vanable divergent slit) and
secondary (Nal(Th)) scintillation, variable anti-scatter slit) detectors. The incident angle was
set as 2°, for all measurements. Energy dispersive X-ray flourescence (EDXRF) was useful in
the quantitative analysis of the Cu doped thin film composition, in particular.

Scanning electron microscopy

SEM pictures of the surfaces were obtained at 300x and 5000x magnification using a Topcon
scanning electron microscope, model ABT60. The microscope was operated in secondary
¢lectron detection (SED) mode at an accelerating voltage of 20 kV. The working distance was
10 mm, the samples were tilted 20° and they were not coated for viewing.

Atomic force microscopy
AFM micrographs were taken at two different positions on each film that was prepared using

a Topometrix Explorer TMX 2000. Two measurements on the same sample were done to
improve representation of the entire surface morphology, since the sample surface is not
homogencous. The samples were scanned in non-contact mode (i.¢. the probe is oscillated in
the antractive regime). A low resonance frequency cantilever was used and the force spring
constant was 35-65 N'm.

88




Particle induced X-ray emission’ Rutherford backscattering

Compositional analvses of the mixed metal oxides cast as thin films were obtained by the
combination PIXE RBS technique. The sample was bombarded with protons and the energy
of the beam was kept at 3 eV. A selected section of the surface (5 pm x § um) was
bombarded with protons and taken to be representative of the total surface composition (5
mm x 5 mm), The backscattered energy was recorded using an X-ray detector, Semi-
guantitative on-line imaging was made possible by the use of the GEO-PIXE suite of
programmes. Compositional analysis (ppm of element) is based on matrix determination and

the nuclear microprobe facility at Ithemba Labs, Faure, South Afnca
B.2.2 Results and discussion

Thermogravimetric analysis
The TGA profiles obtained for the synthesized gels are in good agreement with published
TGA profiles for Zr, Pd and CuQ doped Sn(); [53, 54, 55]). In all cases, an imitial 10 to 20%
weight loss was assigned 10 the evaporation of the organic solvent. Subsequent major weight
loss between 100 1o 200°C is ascribed to evaporation of water, ions and organic compounds.
The most stable phase of all transition metal doped tin oxides is formed by PdO. SnO. at
around 180°C, Cu(), ZrO, and Sb,O« doped tin oxide show very gradual weight losses
(=10%) between 180 10 400°C. where afier a stable phase is reached (Figure B.3). CuO and
MnO, doped tin oxide follow a similar pattern, but there is shightly more weight loss, All
mixed metal un oxides form stable phases before the calcination temperature used in the
preparation of thin films, i.e. 600°C.
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UVivis spectroscopy
The band gap energies for all mixed metal tin oxides were determined to be between 2.37 10
3.27 ¢V (Table B.2).

The band gap energy (¢V) for each mixed metal oxide was determined from the onset of the
absorption in the UV region, as illustrated in Figure B.4. PdO,/'Sn0O; was the only mixed
metal tin oxide which gave a band gap energy lower than that of undoped tin oxide. The
MnO, Sn0O; sample was in the form of a dispersion, rather than a clear solution and this
complicated the absorbance measurements, even afier dilution. It was therefore not possible
1o determine the band gap energy for this composition.

Table B.2: Band gap energy values of the mixed metal tin oxide gels prepared

Gel composition Ey,
[eV]
Sﬂ(): 3.30
Sn(y CuO 3.03
Sn0. PAO, 2.37-2.47
Sn0s Sb.0O 3.34
Sn0Os Z1O; (2002) 3.30
SnO, 710, (2003) 3.37
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Figure B.4: An example of how band gap energy was measured for SnOy/Zr0,,

Three samples of Zr(O),'Sn0. gels were collected over time 1o observe the effect of long term
ageing on the absorbance response of the gels. Two samples of the zirconium doped tin oxide
which were prepared a year apart (March, 2002 and September, 2003) showed distinctly
different absorptions at 340 nm (Figure B.5). The absorption peak for the 2002 sample was
at least |1 absorbance unit bigger than that of the 2003 sample. As the sample ages with time
the extent of cross-linking increases and the gel becomes more dense or crystalline. This
increase in cross-linking of the sample due 10 the ageing process is reflected in the larger
absorbance for the aged samples.
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Figure B.5: The effect of ageing on Sn0), ZrO),.

2.3  X-ray methods

XRD was able 1o confirm the characteristic peaks for SnO; when compared to the JCPDS file

number 21-1250 (Cassitente syn Sn0);) for the mixed metal oxide powders (Figure B.6)
Peaks for the identification of the dopant atom were however not alwayvs observed since the
very low dopant ratio of 1 mol®e 1s bevond the capability of the instrument used. In a study of
SnO; ZrO, prepared as 95:5 w1 composition. XRD could only confirm the crystalline
cassitente structure, Thus at 5 wt% ZrO; doping the refinement of the lattice parameters were

in good agreement with that of bulk SnO; [56]. XRD of ZrO. thin films grown by photo

induced chemical vapour deposition, showed weak intensity bands at 30.4 and 25 A wl
. Cl

could be assigned to ragonal and m ed ths
ZrO, lavers grown in this manner stan ' 250°C
[57]. Energy dispersive X-ray fluoresc 1y e

pper in CuO SnO-. XRD could not ¢
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l"iiure B.6: XRD pillern for I,r-.\n(—): pmad;r showing ohl} the characteristic peaks for Sn0),,

Scanning electron microscopy

Scanning electron micrographs reflected well coated surfaces in most cases for spin coating as
well as dip coating. The Cu-doped surfaces (spin coated) showed a lighter and a darker area at
500x magnification which could be due 10 an uneven concentration distribution (Figure B.7a).

Ihe Zr-doped spin coated surface showed dramatic fragmentation a1 500x magnification.
Increase in the doping level of Zr in the tin oxide host matenal gave nise to clusters or island
formation as a result of exclusion (Figure B.7b). Pd-doped spin coated surface produced a
cauliflower like surface as a result of agglomeration of metal oxide panticles (Figure B.7¢).
Noble metals like palladium. readily oxides in air forming a laver of touching oxide particles.
These oxide particles can be reduced back to metallic palladium by further heating (up to
500°C) in a reducing atmosphere, giving rise 1o the agglomeration of metal oxide and metallic
particles observed [58].
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Figure B.7: Scanning clectron micrographs of mixed metal oxides.

The agglomeration observed for zirconium and palladium doped 1in oxide, was confirmed by
repeat coatings and is therefore charactenistic of the coating composition. The spin coated thin
films showed greatly enhanced surface roughness compared to dip coated films of the same
composition.

The scanning electron micrographs of manganese and antimony doped tin oxide also confirm
good surface coatings (Figure B.7d, e).

Atomic force microscopy

Atomic force micrographs of Sb;0: doped thin films showed greater surface roughness for
the dip coated than the spin coated surfaces. The dipping process leads to the formation of
regularly repeating tnangular patterns on the thin film electrode surfaces. These regularly
repeating surface pattemns confirm that the dopant atoms are included in an interstitial fashion
so that the octahedral arrangement of the host matenal 1s maintained 1.¢. cassiterite syn SnQ,
(Figure B.8 ab.c.d.e). The difference in surface roughness between spin and dip coated thin

films observed. is as a result of the forces that act upon the film duning the coating process 1.¢

the drag during the dipping process and centrifugal forces during spin coating. The spin
coated surfaces showed less surface roughness and appear smoother. The atomic force
microscope that was used, was not able 10 detect much more than surface morphology. It was
possible to get pictures at atomic level and investigate molecular or atomic bond structure
using a more advanced AFM instrument than the one used in these experiments. Information

of this nature would enable structural analysis of thin film surface composition




(d) o (¢)
Figure B.8: Atomic Force microscopy of mixed metal oxides.

Rutherford backscattering

The RBS spectra show that the substrate that was used (solid titanium) and the coated metal
oxide thin films give well separated peaks for simulation and fitting purposes. This confirms
the suitability of RBS as an analytical tool for compositional analysis. Simulation was done
using the Rutherford Universal Manipulation Programme (RUMP).

94




more abundant in the spin coated surfaces than in the dip coated surfaces. This 1s reflected in
the larger peak areas obtained by RBS for spin coated versus dip coated samples (Figure B.9
and B.10),

It should be noted however that the surfaces were not homogeneous 1n composition and hence
compositional analysis of the thin films as presented in the data is subject 1o the composition
of the specific surface area that was bombarded with a-particles (RBS) and protons (PIXE).
Usually an area Sum x 5um near the centre of the samples was selected for charactenrization

and 1aken as representative of the entire sample

The thickness of films determined by RBS was in the order of 20 to 40 nm for spin coated

films and less for dip coated films. The only exception was the Zr spin coated film which had
a film thickness of 140 nm
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Figure B.10: RBS of Zr/SnO; spin coated surfaces and the fit spectrum by RUMP.

Particle induced X-ray emission

Three sets of prepared thin films were analysed. In all cases the dopant clement was
positively identified. The spin coated samples generally gave thicker films than the dip
coated samples did. The detection of the dopant clement was consequently also more
successful for spin coated samples than for dip coated samples. For the third set of samples,
detection of the dopant clement in the dip coated samples was generally so low that no
quantitative evaluation of the dopant element was performed.

Tungsten (W) was identified as a contaminant in all samples, as determined by performing a
blank run on an uncoated titanium sample. Further tests with blank samples and standards
eliminated the detection chamber as the source of contamination. The W is thought to be
introduced at some as yet undefined stage in the preparation. Fe and Ag contaminants were
introduced as part of the composition of the starting matenals and were therefore
unavoidable. None of the contaminants however showed any interference with the catalytic
behaviour of the thin film electrodes.

By using intrinsic doping during sol-gel synthesis, a fusion of the dopant atom with the SnO,
host matenal is obtained afier anncaling the thin films. The surface composition of mixed
metal oxide thin films (expressed as a %) based on ppm quantification. will therefore not
necessarily reflect the calculated composition (Table B.3). Consistency in the estimations for
Pd, Zr, Sb and Cu is observed, at their respective levels of doping.

For detailed structural analysis. tools such as X-ray crystallography could assist in identifying
the exact location of the dopant molecules within the SnO; host structure. This would involve
the growth of good quality crystals which is time consuming and a specialized skill in its own
nght.
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Table B.3: Typical compositional analysis of mixed metal tin oxide thin films ("% composition
based on ppm analysis) as determined by PINE RBS o
Dopant  Coat  Fe Cu Ag Sa Sh W Mn Co Zs Pd Zn

Sh Dip 279 047 |- 60.1 269 968 — | — -

Sh [Spin 338 [La4 —  Tss1 122 82 — = = - —
Mn Dip 2.57 1094 (271 (721 10.00 [19.5 092 |1.24 - —

Mn Spin 033 1020 0.09 930 130 341 038 027 — - —
Zr _ Dip_ 047 011 010 953 083 239 0.3 012 065 — —

Zs Spin 1013 10.08 - 98.0 0.07 (10l 003 004 1068 |-

Pd Spin 035 [021 033 948 — 1312 028 028 — 1067 -

\Pd \Dip 33 1024 004 S41 — 413 008 0412 — 027 407
Cu Dip 472 IS.16 - 41.0 1043 487 = | b  je= e
Cu Spin 1047 934 066 S634 — 3.16

B.3 Conclusions and Recommendations
The following conclusions can be drawn from the work done on the catalyst performance:

e Intrinsically doped transition metal tin oxide gels have been prepared successfully using
the sol-gel method. Sh.O¢, PdO., CuO. Mn0, and ZrO. have been introduced successfully
into a SnO: host, at very low dopant levels to produce mixed metal oxide electrodes. Sol-
gel synthesis of mixed metal oxides was established as an efficient vet simple way to
produce intrinsically doped mixed metal tin oxide gels, reproducibly. Thin film electrodes
were produced by dip coating the gels onto solid titanium substrates, which were then
annealed to produce dimensionally stable electrodes.

e In an anempt to produce electrodes with increased surface area, surfactants were added to
the mixed metal oxide gels. However. the thin films electrodes produced from these
modified gels were not reproducible and not suitable for electrochemical evaluation. Dip
coating the mixed metal tin oxide gels onto porous titanium substrates gave the desired
thin film electrode with increased surface area.

e TGA analysis showed that PdO, Sn0O. formed the most stable phase. It also confirmed that
the calcination temperature of 600°C, was high enough to ensure that all mixed metal
oxides form stable phases. UV/vis measurements were able 1o confirm the band gap
energies for all mixed metal oxides 10 be in the range 2.37 to 3,37 eV. These values are not
significantly different from the band gap energy of undoped Sn0);.

e XRD analysis was not able 1o characterise the chemical composition of the thin films,
since the catalytic metal oxide element was introduced at very low concentration. XRD
analysis of each mixed metal oxide system., only gave confirmation of the syn cassitenite
SnO; host matenal.

e Morphological characterisation of the thin film electrode surfaces, using SEM confirmed
that the coatings were free from cracks and other surface imperfections. AFM was useful
in differentiating between thin film preparation techniques. The spin coated samples
consistently appeared smoother with lower surface roughness estimates. The morphology
of all mixed metal oxide surfaces showed regularly repeating triangular units. It was not
possible 10 relate these patterns 10 any structural parameters due to limitations of the
instrument used.

e The PIXE'RBS combination was used 1o confirm the presence of the dopant atom in the
thin film mixed metal tin oxide samples, but quantitative determination was not in good
agreement with calculated values. The mixed metal oxide samples did however provide a
challenge for the application for this combined technique. Good separation between the
titanium (substrate) signal and the signal of the thin film clements was observed.
Therefore, quantification as performed, is reliable




The following recommendations can be made based on the results obtained in this appendix:

e The electrodes evaluated in this study represents only a sample of the transition metal

oxide doped tin oxide electrodes family. Further evaluation of this class of electrodes
should include (a) varying the dopant ratio 1o find the most effective electrocatalys: within
a given combination. It has been demonstrated that the conductivity of Sn0,/ZrO; thin
films increases up to a doping level of § wt%, after which they become insulating [54).
Combinations of different dopant elements in order 1o obtain the best possible
combination for anodic oxidation, should also be investigated further. In phosphine
sensing experiments, SnQO; doped with PdO only or Zr0O, only. have shown weaker
sensitivity towards phosphine detection than a Pd activated SnO./ZrQ); thin film [59]).
CuO/ZrO; catalysts were shown 10 be effective for low temperature CO oxidation [60].

Mixed metal oxide electrodes have been and will be the focus of electrocatalyst
development and the evaluation of its applications. The control over sensitivity and
selectivity that can be achicved by the (i) combinations of metal oxides and (ii) the thin
film preparation methods, leaves this field wide open for development in future work. We
have demonstrated how these mixed metal oxides can be synthesised at relatively low cost
and characterised fully (depending on the sophistication of the characterisation tools used).
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C  Model derivations

The expressions used for the determination of reactor length and cost were omitted from the
main body of the report because they were not required for the presentation of the results
They have been included here for parties interested in the detail of the calculations. They are
also necessary for Appendix D. where 1nyvpical calculations are shown for the vanous parts of
the report.

C.1 Reactor Model
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Figure C.1: Nomenclature used in model derivation.
An overall mass balance can be performed on the reservoir as shown in Figure C.1
IN PV * PV,
OUT: PV
GENERATION: + 0
ACCUMULATION: 0 (C.1)

From the assumption that the physical properties of the inlet and outlet are the same, 1.¢. p, =
Poa the following relationship is obtained
Vi=Ew*wy, (C.2)

Performing a component mass balance on the reservoir using phenol as compound, one
obtains

IN CrnuVs +Cr¥. Mot

OUT: CuuWrMpn il

GENERATION: + 0

ACCUMULATION: . .. g ) (C.3)
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Assuming a reaction order of |:
nel 0Cp . V
j‘ E "™ — ka(’y jl d:
Cos Crh )

| Y "
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Vi
giving
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This expression must be substituted into equation C.5 10 yield:

4Comin E"‘_"(cxpj- kale ¥ L} - |7

(C.11)

dr r L | W

/
No experiments were done 1o determine the effect of catalyst deactivation and therefore the
activity of the catalyst with respect to time is always one (1). Therefore, equation C.11 can be

solved producing the final expression for the concentration at a time 7 in terms of the initial
concentration:

[ kWL

Coans = Chio exp{ —~1{exp| -—T-IU (3.2)
‘\r | \ ) J

In all of the experimental work, an exponential curve of the form
~

Coy = Cno® (3.1
with 3 being the one of the coefficients of the linear regression. Companing this equation 10

equation 3.2 one may find [ in 1erms of the reactor parameters:
iy \

ﬂ‘}[cxp . -l} (C.12)

" X
Some mathematical manipulation yields the expression relating the apparent reaction rate

constant, &, to

_— K r+ 33
"lln(ﬁ 1) (3.3)

C.2 Scale-up Calculation

Performing an overall mass balance on the system, assuming that the difference between the
physical properties of the inlet and outlet is negligible, one obtains:
Va ™) (C.13)
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Performing the same mass balance on the T-junction (see Figure 5.2) just before the inlet of
the reactor where the recvele and inlet streams meet. an expression for the total flow rate
through the reactor i1s found

Vis T (C.14)

An expression can be obtained for the concentration of the stream entenng the reactor. This

can be done by performing a component mass balance at the same junction:

S e W e T W (C.15)

Cons™ - (C.16)

1ng a component mass balance on the reactor, assuming first order reaction Kinetics,

f

the expression for the outlet concentration can be obtained in terms of the inlet concentration

\'j( —‘r‘”\_‘—”

Substituting equation C.16 into equation C.17, the final form of the expression giving Cy

terms of G s obtained

CraVe *C0n " kWL

" el LWL
- (

If ¥, the recycle ratio, is defined as
, Ky e Kl
wol Y +1-Yexpl - —— || =C\. expl -

Notice that the only independent variables in the expression are L and Y. v, 15 a sct vanable,

and will be determined by the specific application of the reactor system. The applied current

does not feature as a vanable in the expression. but determines the rate constant, A, that will

be used




In order 10 demonstrate the steps involved in the optimisation based on economic
considerations of the reactor system. a simple expression for the rate constant will be derived
for a fixed curremt value of 50 mA. This current value corresponds with the highest reaction
rate constants for all of the flow rates except one (Re = 650). As an approximation, a straight
line 1s fitted through the rate constant versus Reynolds number data to yield:

k=14621x10"Re+3.9402x10" (C.19)

The Reynolds number in equation C.19 can be converted 10 a product flow rate. Equation
C.19 will then have the following form:

k=1.4621x10" -8.33x10"(Y + 1), +3.9402x10"
k=0.01218-(Y + 1), +3.9402x10" (C.20)

Equation C.20 can then be substituted into equation C.18, in order to obtain an expression in
which conversion is only dependant on reaclor length, recycle ratio and product flow rate.
The conversion was calculated for vanous values of the recyele ratio and plotted versus
reactor length. The graph hereof is presented in figure C.3.
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Figure C3: Reactor conversion versus reactor length,

Now that the conversion has been expressed in terms of the major variables of the reactor, an
cconomic evaluation can be performed to find optimum values for these variables.

C.3 Economic Evaluation

The expressions for the capital cost of the reactor, in terms of the reflux ratio and reactor
length, can be dernived considering the following simplifying assumptions:

|. Only the pressure drop due to friction in the flow channels will be considered. This
assumes that the friction losses due to pipe fittings are negligible, relative to the reactor.

2. Only phenol will be considered as compound taking part in the reaction. This assumes that
the phenol is directly converted to carbon dioxide. This is not unreasonable considering

the low concentrations observed for the intermediate organics.
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I'he expression relating conversion 1o reactor length, recycle ratio and product flow rate was
derived in the previous section. In order to obtain optimum vzlues for the recvcle ratio and
reactor length, economic values must be assigned. The pnices calculated in this section relate
only 10 the reactor and do not reflect installed prices of such a unit

All of the major costs involved are linked to both vanables (reactor length and recycle ratio).
This will become clear as the cost of each major pant of the reactor is evaluated. The total cost
can therefore be subdivided into the following clements:

(" Y - (V‘!A'-'J . (‘r‘ ¥ v (‘lto.)i rawang ((-2] )
Each term in equation 5.3 will now be discussed and expanded upon. The first element of the
total cost 1s the capital cost of the reactor itself. This can be expressed as:

C eacior - 'C-J'- e ( memdrase | ( matcral 'L ‘VC -

e values supplied in Table 5.5 can be used directly in the above equation. The equation
merely states that the capital cost is the cost (per meter) of the titanium substrate, membrane
and construction materials, multiplied by the length of the reactor

Next. the cost of the reactor pump must be evaluated. Based on the assumption that the major
pressure drop in the system is due to the reactor, the energy balance can be simplified to
express the pump's power requirement in terms of the friction losses:

(2 fusL)

Frss = V1P ) (€.23)
he friction losses were calculated using [61] (p. 199):
Re = 24[1 -1.3553y +1.94677° =1.7012y" + 0.95647° -0.2537y" (C.24)
From this the electricity cost of the pump can be calculated:
’ - - "

(- = l(‘.l'g‘ II'( ( checinuty _—

P Mure oy p———— —i(.,(— — ‘( -‘)

07 e

The factor 1000 in the denominator was introduced to conven the pump power 1o kW, If the
lifetime of the reactor 1s measured in hours, an expression for the required power in terms of
kWh is obtained. Cy iy 18 the unit price for electricity. Equation C.25 only accounts for the
running cost of the pump — the actual capital cost of the pump can also be significant relative

to the other cosls.

The capital cost of the pump was calculated using the Marshall and Swift index as published
in Chemical Engincering [62]. The pump cost was calculated using an exponential method
[63] (p. 9-67) and a Marshall and Swift index of 1000, Thus, the cost of the pump was
calculated by

Si——— ] " q: (C.26)
o

where C___ _ .. 1s the published cost for a pump of capacity ¢.. ¢; is the desired capacity of
the pump. n 15 the exponent used to determine the new cost. The calculated value was then
adjusted using the Marshall and Swift index published in [62):
Index in vear A

Costin year A = Costin vear B (C.27)

Index in year B
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Since the values calculated by equation C.26 were based on an index of 1000, and the most
recent index was 1089.0 in 2000, the capital cost could be calculated. The total pump cost is
the sum of the pump capital and running cost.

( P (-Nno.l‘!ul * (.puv".mm (C.28)

The running cost of the reactor itself can be calculated based on the applied current density.
iwver:  C

chectnen -
C“W = 1000 (C.29)

From the vanous equations contributing to the total cost, it can be seen that the cost is
dependent on the applied current, the t1otal flow through the reactor (and therefore the recycle
ratio) and the length of the reactor.

If for an arbitrary conversion, and vanous values of the recvele ratio, the required reactor
lengths are calculated using equation C.18; a plot of reactor length versus recycle ratio for a
fixed conversion can be obtained such as the on presented in Figure 5.3, Here a conversion of
75% was chosen.

The vanous costs can now be calculated for the two values of Y and L and plotted. This has
been done for typical values, with the exception of the pump costs, since no information was
available regarding this aspect of the cost at the time of the evaluation. The graph of cost
versus recycle ratio is presented in Figure 5.4.

C.4 Sensitivity Analysis
The original form of the reactor model only accounts for the reaction rate constant &. In the
sensitivity analysis, the specific reaction rate constant & as well as the specific surface area of

the catalyst must be taken into account. In the first case, the generation term in the mass
balance can be written as:

GENERATION = —&C, WAz (C.30)

However, once the specific surface arca is taken into account, equation C.30 becomes:

GENERATION = -k C,, A WAz (C.31)






Performing & component mass balance on the T-junction vields
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Writing the flow rates in terms of the recycle ratio can be achieved with the following
substitutions
v, =Yy,

v, =Y+,

rodu ]
k" AWSL
expy - —
. P70 +)
|-X == —- (6.1)
| k" AWSL)

C.5 Internal Mass Transfer

p,[a%A 20
- d‘.
dC, (

dy D,
c C c
= 1.
A\ I)l .

Using the boundary conditions:

&
=—C,
D D
C,=kC,
and
C
C,, =L B4
D
s kC,
C,= e O
D,
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D  Miscellancous Calculations

D.1 Reaction Rate Constants

Equation 3.3 will be used in the calculation of the reaction rate constants. As an example, the
constant will be calculated for one of the experiments conducted with the nickel-plated
current collectors (50 mA, Re = 650, 15 Ib-in, not separated). In this case, the flow rate is 2.6
x 10" m"s. Thus,

V 1
r‘_B_OPO_l_:_:;MﬁS (D.1)

v 26x10
The constamt obtained in the exponemtial fit for the specific experiment was -1.82 = 10",
Substituting the appropriate values into equation 3.3:

26x |0-° - -y
= n(-1.82x10"-384.6+1)=8.30x10""m's (D.2)
0.004 0,548

D.2 Differential Method of Rate Analysis

As an example of this method. the determination of the reaction order for the 60 ppm phenol
experiment will be shown here using the technique described in section A.1.5. The first step is
the fitting of the polynomial to the experimental data. The data points are shown in Table D.1.
Both a 2nd and 3rd order polynomial was fitted 1o the data.

The coefficients obtained for the polvnomials, together with the appropriate statistical data,
arc given in Table D.2. Note that in all cases (except a;) the 95% confidence interval is
greater than the corresponding cocfficient, indicating an unstable fit to the data. This means
that the removal or addition of a point can cause large changes in these coefficients.

The loganthmic plots of the rate of change in concentration vs the concentration are given in

Figure D.1.

llble D.1: Data for the derivation of reaction orders

o B2k Bk o [wEE) (W)
| Is) [mM] [f’-] L“M ™.order | 3™-order
o 06189 438 x10° -2.50 = 10* 0.4797 -12.34 -12.90
| 900 06300 | 429x10° | -298x10° |-04606 |-1236 A2.m
1800 0.6305 | 421 x10° 339 % 10 04612 | -1238 12,59
2700 0.6223  .4.12x10" 3.72 % 10% 04743 | -12.40 -12.50
13600 | 06128 | 40sx10® |-398x10* | -04808 |-12.42 1243
4500 0.6321 395 % 10* 415%10° | -04587 | -12.44 -12.39
5400 05963 | .387x10" 426 % 10* 05170 | 1246 -12.37
6300 0.5812 -3.78 x 10° 42910 | 05427 | -1249 -12.36
| 7200 06049 | .370x 10" 424 x10* | -0.5027 ] -12.51 -12.37
8100 0.6038  .361x10° 402x10° | -05085 | -12.53 -12.40
9000 | 05846 | 353x10°  |-392x10° | 05368 | -1256 1245
L9900 | 0.5924 2344 % 10* 3,65 « 10* -0.5236 -12.58 -12.52
10800 | 0.6065 | -3.36 % 10° 330%10° | 05001 | -12.60 -12.62
11700 0.58%0 -3.27x10° 287 = 10* 05361 <1263 -12.76
12600 | 0.5786 3.19% 10° 237x 100 | 05471 | -12.66 12,95
13500 0.5702 -3.10 « 10* -1.80 = 10 05619 | -12.68 -13.23
14400 | 0.5827 Ls.o: x 10 104 % 10° | -0.5401 | -12.71 -13.68

109




Fable D.2: Statistical data for polynomial fits
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Figure D.1: Determination of reaction order - example.
D.3 Reactor Cost
I'he economic evaluation was based on a conversion of 75%. An example of the reactor cost
be shown for a I'\'\"\\l’\‘ ratio of 1. The first step is 10 determine the reactor
gether with a recyele ratio of 1, will result in a conversion of 0.75. This can be
done by solving equation C.18: yielding a value of $20.7 for the reactor length. The capnal

cost of the reactor is only dependant on the length, and can therefore be calculated using R

14 ae thhe . ——— o }
8440 as the cost per unit length

R4 394 591

*

[.‘ JL'-'.'! nine ¢ ;‘-\"‘u'\' J" Z‘ reqguired

to be determined. A product flow rate of §

the estimanon of ne A

calculated using the recvele ratio




Taking into consideration that there are 30 flow channels in the curremt collectors, the linear
velocity can be calculated:

" 3 -
Uy = ‘_' = 1.03x10 = ".2'5 [“l'S] (Ds’

A 30-0.004-0.004

corresponding to a Reynolds number of
Re. = 1000-0.004-0.21 ~S61.1 D6
. 0.001

Using equation C.24, and an aspect ratio of one, the friction factor can be determined as

0.0165. This can then be substituted into equation C.23 to obtain the power requirement of the

pump (assuming a pump efTiciency of 50%%).
(2-0.0165-0.215°520.7

4 = r -
P =1.03x107 100K o =41.2[W) (D.7)

\ /

\

This can be used 10 calculate the capital cost of the pump. The prices listed in [63] were for
North America, but a reasonable estimate of the contnbution of the pump to the cost can be
obtained in this way. Assuming an exchange rate of R 7.00 to the dollar, the capital cost can
be calculated as

41 " \n\

C._ .. =16000 —| =R2350 (DS)
T {7500,

Taking into account the Marshall and Swift index, the total cost amounts to

1089
C . = 2350—— = R2560 DY
pup capetal 1000 (DY)

To determine the running cost of the reactor, a lifetime needs to be determuned for the reactor
system. Since no experiments were done involving catalyst and membrane lifetime, no
information is available regarding the lifetime. Thus, a lifetime of § years was chosen for the
reactor. The pump running cost can therefore be calculated using equation C.25. The
electricity cost was approximately R 0.20 per kWh.

c _ 41.2-43800-0.20

- = R36] D.10)
Py 1000 (

Equation C.29 can be used to calculate the electricity cost of the power source. The width
used in this case, must be the width of the reactor, which is 0.25 m. A current density of 0.88
A'cm’ was selected.

c 8.811:0.25-520.7-25-43800-0.20

nNaIOL VAN 1000

= R251 180 (D)

All of the individual elements of the cost can now be added up:
C, . =439459] + 2560 + 361+ 251180 = R4 648692 (D.12)
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E 1nitial Work

E.l Introduction

The research regarding the electrochemical oxidation of organic molecules in the literature
tests a wide range of catalytic metal oxides for their suntability as catalyst. All of the
information presented, with the exception of one group of rescarchers [25]. present no
information regarding the kinetic performance of the catalyst with regard 10 reaction rate
conslants.

In most cases these experiments were conducted with the addition of a supporting electrolyte.
This changes the conductivity of the electrolyvie completely and would therefore also affect
the kinetic parameters involved. Therefore, it was decided to perform experiments in a reactor
similar to that used by Grimm 1o determine the Kkinetics of the electrochemical oxidation
reaction. Once this has been done, the process could be compared to an analysis of the data
found in the literature.

A larger reactor was therefore designed in order to perform a bench-scale analysis of the
process. This work will give additional information regarding scale-up that will be used in the
design and construction of a pilot plant.

E.2 Experimental

E.2.1 Instruments and specifications

Although both set-ups mentioned were similar in design, the scale of the two separate systems
was different. In the first work with the initial set-up. the scale was significantly larger
compared to the SPE reactors in the literature. It was presumed that most of the work done in
the literature could be scaled up directly 10 make a working bench-scale reactor. A schematic
of the first reactor flow system is given in Figure E.1.

Evolveo
* Gases

Catchment
Reservor

Figure E.1: Reactor flow system used in the initial work.

The initial set-up consisted of two 50 / tanks, constructed from 1.6mm stainless steel 316.
Only the bottom-most tank was filled at the beginning of each experiment. The other tank was
situated directly above this source tank. The purpose of this set-up was twofold. Firstly, the
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second tank was sealed from the environment so that any gases generated in the process could
be recovered and measured. Secondly, the process could be run in both semi-batch and
continuous fashion,

After a number of expenmental runs were ormed. the two tanks were replaced with a
single 10 / tank. These runs showed no conversion at all and therefore the volume 1o electrode
arca ratio was reduced. Also. no gas evolution was observed and therefore the need for the
scaled tank was deemed unnecessary.,

A magnetically driven centrifugal pump (Brubin, Magflo Mé6.1 SS 316) was used to circulate
the reaction solution through the system. Downstream from the pump, the solution could be
pumped through two different rotameters. depending on the desired flow. A flow range of
between 60 and 2400 /'h could be monitored by the two rotameters. Both the reactor and the
recycle line had a diaphragm control valve so that the desired flow rate could be obtained.

Other instruments included a temperature gauge situated on the inlet of the reactor, two
pressure gauges (before and after the reactor) and a pH sensor capable of measuring the
temperature on the outlet line. All of the instruments, including the rotameters were obtained
from Indecx, Cape Town. South Africa. All of the twbing, fittings and valves were PVC
products obtained from Astore Afnca, Cape Town, South Africa. The electrical current was
supplied by a d.c. power source (GW Laboratory DC Power Supply GPR-3520H).

E.2.2 Experimental reactor

In the design of the expenimental reactor, the material of construction was a very important
factor to consider. At this stage of the design it was still not known exactly what processes
took place at the electrode membrane interface. An important unknown 1n the design was
exactly what sort of conditions was present in the reactor, especially close to the current
collectors. From the generzl reaction mechanism given in section 2.2.1 it is seen that protons
were being generated. This meant that the pH in at least the anodic compartment of the
reactor should be less than 7. It was also possible that the adsorbed hvdroxyl radicals could
interact with one another 1o form hydrogen peroxide which would give a pH higher than 7.

Thus, the choice of current collector material had 10 be made very carefully so that the reactor
would show excellent corrosion resistance over a wide pH range. Titanium was therefore
chosen as the construction material for the current collectors. Titanium, upon exposure 1o
water. forms an insoluble oxide layver that is highly resistant to chemical anack. but sull
allows electrical conductivity.

Straight, rectangular flow channels were then machined into the current collectors to allow
fluid flow past the electrodes. The choice in length of the flow channel was unfortunately
fixed due 10 the limited availability of the porous titanium substrates. The porous substrates
used in the study were only 85mm in diameter. Larger substrates could be obtained from
manufacturers in Amernica (Mon Corporation). but the variation in the flatness of these larger
substrates could lead to local vanations in the current density. Since the reactor used square
current collectors, the circular discs were cut 10 fit the current collector, which measured
66mm on a side

Each current collector was machined with nine square flow channels, each flow channel
measuring 4x4mm in size. The titanium machining was done commercially by Allweld
Manne Industnal cc. (Cape Town. South Africa). The electrode membrane assembly was then
sandwiched and fitted into a PVC frame (Cape Plastics, Cape Town, South Africa). Diverging
channels were machined into the PVC frame on each side of the current collector housing to
attempt to reduce pressure drop in the reactor. Schematic drawings of the reactor are given in
Appendix G.




Electrical contact was supplied 1o the current collector through five stainless steel bolts. The
cathodic side was fixed to prevent the flow channels from shifting too far from being flush
with the PVC frame flow channel. This was done by welding five M6 holts onto a flat
stainless steel plate. This served as the secondary cathodic current collector. The EMA
(electro-membranc-assembly) rested on this plate. The anodic curremt collector was then
pressed onto the cathodic current collector plate by fastening five M8 stainless steel 316 bolts
that passed through the PVC frame and connected directly with the anodic current collector.

The reactor was secaled using a 3mm Viton o-ning that fitted in a groove around the flow
channels and EMA. A 10tal of 16 M6 galvanised mild steel bolts were used 10 provide the
required compression 10 scal the reactor.

E.2.3 Analysis

Grimm used a standard method [64) to determine what is referred 1o as a “phenol-index™. The
process entails the pre-treatment (basically distillation) and subsequent dyeing of the cyclic
organic molecules in the sample. The pre-treatment step is done to ensure that the dye reacts
only with organic molecules. The resultant dye is then measured photospectrometrically and
the concentration of the phenol is calculated by companison with a standard curve.

The method is applicable for a vanety of applications, especially where a great number of
cyclic intermediates are present and a rough estimation of the organic content of a sample is
desired. The problem with the system in this project was the formation of the cvclic
intermediate quinone and dihydroxy-benzene structures which would also react 1o form a dye.
Thus, the results would not accurately represent the organic content in the sample and a
different analysis method was required.

Total organic carbon analysis were chosen 10 determine the organic content in the sample
since it would accurately represent to what extent the original phenol was broken down 1o
carbon dioxide. The total organic carbon sample analyses were camed out at the CSIR in
Stellenbosch, South Africa.

E.2.4 Method

Each experiment was conducted over a penad of 12 hours, with samples taken every 2 hours.
The samples were refrigerated to preserve the samples until analyses could be carried out.
Distilled water and reagent grade phenol (Aldrich puris, > 99%) were used 10 prepare the feed
solution (initial concentration = § mM).

E.3 Results and Discussion

In the initial experiments, only the effect of flow rate on the reaction rate of the organic
oxidation was investigated as all of the experiments were run galvanostatically. Due to the
high overpotential of the reaction, relatively high current densities (230 mA/cm’) had 10 be
maintained in order for the potential to be high enough. This corresponded with the maximum
output for the power source and could therefore not be varied.

A 5 mM solution of phenol is used as stock solution in the experiments. This corresponds
with a concentration of about 360 ppm total organic carbon (TOC). Samples were taken
according 10 the method described in section E.2.4 and analysed. The experimental results
obtained for the initial reactor are shown in Figures E.2 10 E.4. In these graphs, the TOC is
plotted versus time and an exponential curve is fitted through the data.




I'he expenmental parameters and conditions of the mmitial expennments are summansed n
. ]

Table E.1. These conversions based on the difference between the initial and final values are

also given. The conversion i this case 1s defined as

TOC - TOC

\ - (E.1)
1OC

Both the initial concentration as well as the calculated inmtial TOC is given. In all the cases the

1)

analvses of the initial samples resulted in values close to 250 ppm TOC. This can be

attributed to the refractory nature of phenol, which gives a lower predicted value of the TOC,
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Table E.1: Experimental parameter values for initial experiments

Flow rat An Imtial concentrution Volume Conversion
h {TA r Alm mM (X 1]
L 4 : e : - 4 : 4 A 4 Ll
SO 10 230 S w60 5 | 0 .:,‘
— o — ‘ . — - & =4 o
600 10 230 50 603 | 0.034
00 0 230 S0 WD 3 I 0083

From the breakdown curves it can be seen that very low conversion of the total organic

carbon was obtained. It was only realised at a later stage 1n the project that passivation of the
electrode could have a major influence on the reaction rate. In these experiments, the

clectrode surface area to reaction volume was much smaller than in the laboratory

s(4.4 vs Sh 7 units). lY 1t

expenmenis
i

electrode became completely deactivated before sufficient combustion could 1ake :\:‘1;6
A e —— A - !

ore possible that due to the passivation reaction. the
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Figure E.2 Breakdown curve for 200 ['h caperiment,
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Figure E.3: Breakdown curve for 600 I'h experiment.
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Figure E.4: Breakdown curve for 700 /'h experiment.

Theoretically, a charge 3.2 times greater than necessary 10 convert all of the phenol to carbon
dioxide was supplied. As discussed in section 0, high current densities tend to damage and
dehydrate the membrane and this could also account for the low conversions obtained. In such
a case, the proton transfer in the membrane becomes the limiting step. with most of the
electncity converted into heat energy due 10 resistance.
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The calculated reaction rate constants are given in Table E.2 with the respective R™ values and
the 95% confidence interval values (calculated for f§) . The values for [J represent the actual
coefficients obtained in the exponential fit. & represents the apparent reaction rate constant
calculated from [ as discussed in section C.] according to the equation:

“V

k=- In(fr +1) (3.3)

Generally. if the coefficient determined by regression is much greater than the 95%
confidence interval value, the proposed model or curve estimate the experimental values
accurately. At least. the coefficient must be greater than the confidence interval value.

Table E.2: Rate constants for initial experiments.

Flow rate B & R 95%, confidence
[/h) s ] [m «) 1 | enval ()
200 1.63 = 10" £27 < 10" 0013 | 1.61 = 10°
600 T | 9.24x 100 [ 468100 0032 | 1.45 = 10°
00 ~ | 1.08 = 10° 526~ 10 0266 12.06 = 10°

Results of the experiments showed very poor fits of the exponential curve 10 the experimental
data. In all cases the 95% confidence interval was greater than the absolute value of the
coefficient f. indicating a poor fit. Also, the R* values were very close to zero, thus showing ;
significant deviation between the experimental values and the exponential fit.

If the values for the kinetic constants could be taken as is, one would assume that the process
is under mass-transfer-limited control due to the increase in the constant with an increase in
flow rate, Unfortunately, due to the vanation in the results leading to inaccurate constants,
one cannot validate this assumption.

E.4 Conclusions
I'he following conclusions can be drawn from the experimental results in this chapter:

e The scale-up experiments using the bigger reactor did not work. vielding low phenol
conversion (less than 5%)

e With the limited experimental data provided. it is assumed that the specific surface area of
the electrode substrate limits the reaction rate. The specific surface area of the catalyst is
measured as 0.7 m™ g catalyst. The surface area to volume ratio in the experiments is 287.5
em* /. The author believes that an experimental set-up wtilizing significantly higher ratios
need to be designed in order to improve the conversion.

e The high initial concentration of phenol makes 1t difficult to extract accurate kinetic data
from the expenimental results mainly due to the low conversion
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F  Growth Curves

The growth curves for the individual pathogens are given in this Appendix. The growth
curves were set up by allowing an innoculated vessel containing various concentrations of
TSB 10 grow for a period of 24 hours. At selected times, samples were taken and the
absorbance were measured using a photospectrometer. The absorbance is normally directly
proportional to the number of cells in the solution at any time. To prove this, cell counts were
obtained for Enterococcus faecallis and compared to the absorbance. This is done in Figure
F.1. Notice the excellent correlation between the absorbance and cell count. The growth
curves for E. faccallis, Salmonclla and E. coli are given in Figures F2, F3 and F4

respectively.
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Figure F.1: Growth curve for E. fuccallis: Absorbence and cell count.
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Figure F.2: Growth curve for E. faccallis at various TSB concentrations.
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Figure E.4: Growth curve for E. colf at various TSB concentrations.




G Technical Drawings

Drawings of the initial reactor are given in Figures G.1 10 G.2. The schematic drawings of the
laboratory-scale reactor are given in Figures G410 G.6.
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Figure G.1: Technical drawing showing initial reactor current collector.
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Fechnical drawing of ial reactor anodic frame
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Figure G.3: Technical drawing of initial reactor cathodic frame,
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Figure G.4: Technical drawing showing all parts of the laboratory reactor
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Membrane reactor for the electro catalytic minimization of organic matter in water
and effluents

Linkov VM: Maluleke A

Novel proton-conducting ceramic membranes for the oxidation of recalcitrant organic
material in water have been developed at the University of the Western Cape. Initial
laboratory studies show good promise. The aim of this project is the further development

and improvement of these membranes. Prototype membranes will be evaluated on
organics removal from a selection of possible effluents, such as Cape surface water
textile, power station and petroleum effluents. The scope includes the construction of a
small pilot plant from which large plants could be upscaled
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