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Zusammenfassung

Aufgrund des zunehmenden globalen Energieverbrauchs stellt die CO,- Emis-
sion aus Kraftwerken ein weltweites Problem dar. Das wihrend des Verbrennungs-
prozess von fossilen Brennstoffen entstehende CO, tragt dabei mafigeblich zur Ver-
anderung des Klimas bei. Als eines der Verbundprojekte innerhalb des deutschen
Forschungsprogramms GEOTECHNOLOGIEN hat sich das CO,-MoPa Projekt
die Modellierung und Parametrisierung eines virtuellen, subterrestrischen Raumes
zum Ziel gesetzt, in welchem verschiedene CO,-Speicherszenarien untersucht und
Methoden zur Dimensionierungs- und Risikoabschétzung erstellt werden sollen.
Neben der numerischen und prozessorientierten Modellierung sowie der Erfassung
und Validierung von bereits bekannten Daten, sollen experimentelle Laborstudien
durchgefiihrt werden. Die vorliegende Arbeit beschreibt einen Teil dieser Laborstu-
dien, in der die Ermittlung geochemischer Wechselwirkungen zwischen injiziertem
CO,, salinen fluiden Phasen und potentiellen Reservoirmaterialien vorgestellt wird.
Vier Hauptziele werden dabei verfolgt: (i) die Ermittlung des geochemischen Reak-
tionsverhaltens innerhalb eines virtuellen CO,-Speichers, (ii) die Ermittlung geo-
chemischer und/oder struktureller Verinderungen der beteiligten Reaktionspart-
ner, (iii) die Ableitung kinetischer Daten aus den durchgefiihrten Experimenten
und (iv) der Vergleich der experimentell ermittelten Daten mit Literaturwerten.

Die in der vorliegenden Arbeit dargestellten Daten und Ergebnisse basieren auf Ex-
perimenten in geschlossenen, statischen Teflonreaktoren. Alle Versuche sind in An-
lehnung an natiirliche Bedingungen eines 600 — 700 m tiefen potentiellen Reservoirs
konzipiert. Unter Anwendung von Trockeneis als Druckmedium wird innerhalb der
Reaktoren ein Gesamtdruck von 85 bar erzeugt. Die fiir die betrachtete Reservoir-
tiefe angenommene Temperatur von 35 — 40 °C wird in den durchgefiihrten Experi-
menten aus Griinden der schnelleren Kinetik und somit verkiirzten Versuchsdauer
auf 100°C bzw. 150 °C erhoht. Durch die Verwendung zweier Temperaturen kann
eine Temperaturabhéngigkeit der verwendeten Materialien in Bezug auf deren Lo-
sungsverhalten ermittelt werden.

Zur Abbildung des Formationswassers innerhalb eines Reservoirs wird in den Ex-
perimenten eine synthetische Na-Ca-K-Mg-Cl Sole (2.6 M) eingesetzt. Diese wird
in Anlehnung an ein natiirliches Formationswasser (Unterkreide) des Norddeut-
schen Beckens hergestellt. Das Reservoir an sich wird nicht durch Sandsteinpro-
ben moglicher Speicherformationen dargestellt. Zur Vereinfachung der ablaufenden
Reaktionen werden natiirliche, monomineralische Startmaterialien verwendet. Cal-
cit, Dolomit, Anorthit und Orthoklas charakterisieren daher mogliche Bestandteile
natiirlicher Reservoire. Um ein korngréflenabhéngiges Reaktionsverhalten zu un-
tersuchen, wurden je nach Ausgangsmaterial bis zu vier verschiedene Korngrofen
verwendet. Die Injektion von CO, in das Reservoir wird durch die Zugabe von
Trockeneis realisiert.



Zur Beantwortung der oben genannten Ziele werden verschiedene Analysemetho-
den und Rechenverfahren eingesetzt.

So lassen sich chemische und strukturelle Verdnderungen der festen und fluiden
Phasen mittels EMP-, REM-, u-CT und ICP-OES Analysen nachweisen. Die da-
bei ermittelten Messergebnisse sind in der Regel mit Literaturwerten vergleich-
bar. Die Oberflachen post-experimenteller Feldspat-Proben weisen beispielsweise
gingige Verwitterungserscheinungen, wie die Bildung von Stufen, Atzgruben oder
Sekundédrmineralen, auf. Auch die Ausbildung von Nadeln auf den Oberflichen
der Calcit-Proben werden durch Literaturangaben bestétigt. Des Weiteren lassen
sich die in der Literatur beschriebenen temperatur- und korngrofenabhingigen
Losungserscheinungen durch ICP-OES Analysen der post-experimentellen fluiden
Phasen sowohl fiir die Versuche mit Feldspéten als auch fiir die Versuche mit Car-
bonaten bestédtigen. Der Einsatz von EMP- und p-CT Analysen ist nur bedingt
moglich. Die chemischen bzw. strukturellen Verénderungen der eingesetzten Mate-
rialien sind zu gering, um signifikante Unterschiede zwischen Edukt und Produkt
mit diesen Methoden detektieren zu kénnen.

Die rechnerische Ermittlung kinetischer Daten, wie Losungsrate oder Aktivierungs-
energie, ist unter Verwendung der vorliegenden Messergebnissen in der Regel mog-
lich. Alle ermittelten Daten liegen im Bereich der bekannten Literaturdaten.

Zusammenfassend ist zu sagen, dass mit Hilfe der genutzten Reaktoren geochemi-
sche Verhaltensweisen einzelner Mineralphasen innerhalb eines Reservoirs nachge-
bildet werden konnen. Im Besonderen ist dabei hervorzuheben, dass innerhalb der
vorliegenden Arbeit eine Erweiterung des bisher iiblichen, beschriebenen Systems
vorgenommen wird. Wéhrend frithere Studien zur Ermittlung von Lésungs- und
Fallungsprozessen niedrige pT-Bedingungen annahmen, werden in dieser Arbeit
pT-Bedingungen @hnlich deren eines potentiellen Reservoirs genutzt. Des Weiteren
ist aus fritheren Studien die Verwendung geringkonzentrierter Solen, Sduren und
Basen oder sogar destillierten Wassers bekannt. Innerhalb dieser Arbeit kommt
hingegen eine synthetische Modellsole zum Einsatz, die ein potentielles Formati-
onswasser innerhalb des Reservoirs widerspiegeln kann. Die Auswertung der ermit-
telten Daten zeigt, dass der Einsatz unterschiedlicher pT-Bedingungen bzw. rea-
litdtsndherer Startmaterialien durchaus einen Einfluss auf das Reaktionsverhalten
hat. Die ermittelten Daten bieten daher eine Verbesserung der Giite hinsichtlich
ihrer Nahe zu natiirlichen Bedingungen.

Mit Hilfe der gewonnenen Daten ist es moglich, weitere noch komplexere Fragestel-
lungen zu beantworten, welche die Natur noch deutlicher widergeben (z.B. Einsatz
von polymineralischen Startmaterialien). Des Weiteren kénnen die ermittelten Da-
ten in Datenbanken numerischer Modelle eingespeist werden. Eine Verbesserung in
der Berechnung verschiedener Speicherszenarien durch realitdtsnahere Grundlagen-
Daten ist moglich.



Abstract

Due to the increasing global energy consumption the CO, emission of fossil
fuel burning power plants is a worldwide problem and contributes significantly
to the climate change. As one of the joint research projects within the German
GEOTECHNOLOGIEN program the CO,-MoPa project represents the aim of di-
mension and risk analyses for subterrestrial CO, sequestration by virtual scenario
investigations. In addition to numerical and process oriented modeling as well
as the compilation and validation of known data, laboratory experiments were
accomplished. Within the present work experimental studies about geochemical
interaction processes between injected CO,, saline fluids and potential reservoir
materials were accomplished in regard to four main objectives: (i) determination
of geochemical reaction behaviors in virtual CO, reservoirs, (ii) determination of
geochemical and/or structural changes of the reacting agents by using different an-
alytical methods, (iii) derivation of kinetic data from laboratory experiments and
(iv) comparison of collected experimental and existing literature data.

The data and results mentioned in the present study are generally based on closed,
static teflon autoclave experiments. To reflect natural conditions within reservoirs
of 600 — 700 m depth a total pressure of 85 bar were triggered by dry ice (solid
carbon dioxide snow). The prevailing temperature of 35 — 40 °C for these reservoir
depths is increased to 100°C and 150°C to accelerate the kinetic of the ongoing
geochemical reactions and thus to reduce the experimental run duration. Using
these two temperatures the determination of temperature dependent dissolution
behaviors of the used materials is possible.

To mimic the formation water within the reservoir a synthetic Na-Ca-K-Mg-Cl
brine (2.6 M) is used and is based on a natural formation water of a Lower Cre-
taceous sandstone in the Northern German Basin. Within the present study the
reservoir itself is not represented by natural sandstone samples of possible reser-
voirs. In contrast natural, monomineralic starting materials are used to simplify
the ongoing chemical reactions. Thus, calcite, dolomite, anorthite and orthoclase
characterize possible constituents of natural reservoirs. To determine grain size
dependent dissolution behaviors up to four different grain size fractions are used in
regard to the starting material. The injection of CO,, into the reservoir is realized
by the addition of dry ice.

To answer the objectives mentioned above different analytical and calculation
methods are applied.

Chemical and/or structural changes of solid and fluid phases are detected by
EMP-, SEM-, u-CT and ICP-OES analyses. In general the determined results
are comparable with literature data. For example, the mineral surfaces of post-
experimental feldspar samples exhibit common dissolution features like steps, etch
pits and/or mineral precipitations. Furthermore the development of needles on



post-experimental calcite surfaces can be affirmed by literature data. In addition,
temperature as well as grain size dependent dissolution behaviors as described in
literature are detected by ICP-OES analyses for both, experiments with carbonates
and feldspars. The application of EMP- and p-CT measurements is limited due
to the minor chemical and structural changes of the used materials. Significant
differences between reactants and products are therefore not detectable with these
methods.

The determination of kinetic data like dissolution rate and activation energy is
generally possible by using the measuring results mentioned above. All detected
experimental data are comparable with known literature data.

In conclusion, it has to be noted that geochemical behaviors of single mineral
phases can be simulated with the used experimental setup. In particular it is to
be pointed out that an enhancement of the commonly described system is carried
out within the present study. Previous dissolution and precipitation studies were
accomplished at low pT-conditions. In contrast all experiments accomplished in
the present study run under pT-conditions comparable with pT-conditions within
potential reservoirs. Furthermore it is known that previous studies were carried
out with low-concentrated brines, acids and bases or distilled water. Within the
present study a synthetic model brine is used and mimics the composition of natu-
ral formation water within a potential reservoir. The evaluation of the determined
data shows a clear influence of the geochemical reaction behavior by using different
pT-conditions and more realistic starting materials. Consequently, the determined
data exhibit an advanced quality in regard to their more realistic conditions.
Therefore, the collected data provide a basis for more complex scientific questions
— e.g. the use of polymineral starting materials. Furthermore the collected data
can be included into databases for the numerical modeling. An enhancement of
different storage scenario calculations is possible due to more realistic, adapted
data.
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Chapter 1

Introduction

1.1 Motivation

Due to the increasing global energy consumption the COs emission of fossil
fuel burning power plants is a widespread problem. As one of the most im-
portant greenhouse gases COy contributes significantly to the climate change.
For several years scientists as well as the energy producing industry are con-
cerned with the topic of CO, sequestration and work on methods and tech-
niques to minimize the CO, emission that is directly related to fossil fuel
burning power plants. In general CO, sequestration includes the separation
of CO, from power plants, the transport and the storage of COy in capable
reservoirs. To make the storage technique as safe as possible it is important
to study the processes in the reservoir and the surrounding rock formations
in detail. This results in quite diverse fields of scientific research. One exam-
ple is the modeling of different COs injection and expansion scenarios in the
reservoir. Therefor existing software is partly adapted or newly generated
with regard to the topic of COs sequestration. Furthermore geomechanical
and geochemical interactions between the injected CO4 and coexisting phases
in the reservoir have to be study either in laboratory experiments or with the
help of field/pilot projects. All these methods are developed with the aim
to design a new technique to reduce the emission of greenhouse gases and to
estimate the dimension, the risk and the sustainability of this technique.

As described above, the knowledge of geochemical interactions, like disso-
lution and/or precipitation processes, between injected COs and coexisting
phases (e.g. reservoir material, formation fluids) as well as the displacement
of reservoir particles during and /or after the CO5 injection is very important
for potential reservoir sites. These potential injection sites generally consist
of reservoir rocks (e.g. sandstones, coalbeds) and cap rocks (e.g. mudstones,
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limestones, shales) which include silicates like quartz, feldspar, pyroxene or
olivine, carbonates like calcite, dolomite or magnesite, and/or clay minerals
like kaolinite, montmorillonite, illite or smectite. All these natural mineral
phases exhibit different properties in contact with COq-bearing fluids. There-
fore a reliable statement about geochemical interactions in a capable reservoir
requires detailed information about kinetic processes of the individual min-
eral and possible reaction partners.

In the past numerous dissolution experiments on natural monomineralic ma-
terials like the mineral phases mentioned above were accomplished by differ-
ent research groups. A complex literature survey exhibits a high diversity of
scientific questions. In the determination of carbonate dissolution processes
the following observations can be noticed. Earlier studies for example dealt
with (i) exchange and/or replacement reactions on carbonates (Chou et al.
(1989)), (ii) relationships between active sites on strained calcites and the
dissolution rate (Schott et al. (1989))), or (iii) the understanding of simple
CaCO3-COy-H50 system processes to resolve various questions in the aque-
ous modeling (Plummer and Busenberg| (1982)). In general the aim of these
studies was to understand fundamental mineral dissolution processes at sim-
ple experimental conditions (e.g. atmospheric pressure; deionized water or
low ionized salt solutions). In contrast numerous recent publications deal
with the subject of COs sequestration. The research group of Pokrovsky
(Toulouse, France) for example studies with the characterization of the re-
activity of carbonates under elevated pressures (Pokrovsky et al.| (2005))
or the influence of inorganic and organic ligands on the calcite/magnesite
dissolution process (Pokrovsky et al.| (2009)). Other authors describe disso-
lution processes on carbonates as functions of (i) the fluid composition and
the ionic strength, respectively (Finneran and Morse (2009)), |(Gautelier et al.
(2007), (Gledhill and Morse| (2006a)), (ii) mineral impurities (Eisenlohr et al.
(1999)) or (iii) various experimental parameters like pH-value, temperature
or pressure (Druckenmiller et al. (2006)), Yadav et al. (2008)). In general the
accomplished experiments were adapted to more natural conditions (pres-
sure, temperature, fluid composition, sophisticated apparatuses) during the
last years. Furthermore the modeling of complex processes during the CO,
sequestration plays an important role in recent publications.

The described scientific questions result in a large number of various experi-
mental parameters — reactor type, experimental conditions, starting materials
to name a few — which distinguish the diverse studies and generate to some
extent very different kinetic data. This observation raises the following ques-
tions: Which experimental setups and/or conditions describe certain natural
circumstances? Which parameters influence the kinetic data and how strong
are these effects? Which literature data is suitable to compare to own data?
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One main part of the present work was to describe the differences of scien-
tific questions and the consequential changes of experimental conditions and
parameters. Furthermore the degree of influence of each single experimental
parameter as well as the influence of various parameters to other param-
eters should be estimated. The second part of this work consisted of the
accomplishment of static laboratory experiments by using existing and new
apparatuses, to improve the knowledge of dissolution and/or precipitation
mechanisms related to the subject of CO4 sequestration. With the help of
different analytical methods the changes of the solid material and the fluid
phase during the experiment were determined and placed into the context of
CO, sequestration.

1.2 Aim of the Study

The present PhD thesis was performed as part of the COy-MoPd[] project,
which is funded by the German Federal Ministry of Education and Research
(BMBF), EnBW Energie Baden-Wiirttemberg AG, E.ON Energie AG, E.ON
Ruhrgas AG, RWE Dea AG, Vattenfall Europe Technology Research GmbH,
Wintershall Holding AG and Stadtwerke Kiel AG within the framework of
the special program GEOTECHNOLOGIEN. The overall aim of the still on-
going COy-MoPa project is to investigate dimension and risk analyses for
subterrestrial CO5 sequestration on virtual scenarios. Therefor the following
objectives and main questions were established and were examined with the
help of the following approaches. The development of numerical, process-
oriented and integral model tools provides quantitative conclusions about
long-term retention of dense CO, in deep geological formations. Further-
more, in consideration of hydraulic, geometrical, geochemical and geome-
chanical processes, prognoses on the migration of COs in deep as well as in
shallow subsurfaces could be established. To support the model development
accompanying geochemical and geomechanical laboratory experiments were
accomplished. The compilation of a validated, consistent and comprehensive
database is essential (i) to provide a base for numerical modeling and (ii)
to collect and safe data, which were determined within the project. Syn-
thetic virtual-type scenario simulations depict the assessment of usable CO,
storage capacities (dimensional analyses) and possible influences of protected
resources during a CO leakage (risk analyses). All mentioned objectives and
approaches were realized by 11 sub-projects of various geoscientific institutes
in Kiel, Leipzig and Stuttgart as well as the State Agency for Agriculture,

Modeling and Parameterization of CO5 storage in deep saline formations for dimension
and risk analyses
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Environment and Rural Areas. Figure [I.1] shows the structure and linkages
between the individual sub-projects.
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Figure 1.1: Structure and linkages between individual sub-projects within the
joint project CO2-MoPa; red square: present work as part of the sub-project
E1 "Petrological/Geochemical Parameters"

The present work (red square within figure1.1)) was one part of the subproject
E1 with the working title "Experimental simulation of chemical interactions
between injected COs, saline fluids and reservoir rocks as well as the influence
of chemical interactions on reservoir rock microstructures". In relation to
experimental laboratory simulations the following objectives and approaches
were handled. To determine geochemical reaction behaviors and interactions
in virtual CO, reservoirs static laboratory experiments with COs-bearing
brines and potential reservoir materials were accomplished under p-T con-
ditions similar to CO reservoir rocks far from injection sites. Based on
these laboratory experiments the knowledge about dissolution and/or pre-
cipitation processes during the reaction progress was expanded and kinetic
data like dissolution /precipitation rates or activation energies was derived.
A summarizing comparison of collected data and literature data completed
the present work.



Chapter 2

Influencing Experimental

Variables and their Impact on
Kinetic Data

As mentioned in chapter numerous dissolution experiments on natural
monomineralic materials were accomplished in the past by different research
groups. To exhibit the high diversity of scientific questions and to estimate
the influence of individual experimental parameters on the dissolution behav-
ior, a detailed literature study was accomplished. The following comparisons
and observations are based on 30 representative publications, which present
an overview of the experimental work of the last forty years. According
to possible reservoir and cap rock materials the present literature survey
includes mineral dissolution reactions of quartz and various feldspar group
members, carbonates and clay minerals, respectively. All used references are
listed in appendix [B.1]

Publications including experiments with carbonates were chosen for a first
comparison to provide a general view about influencing parameters on dis-
solution processes. In the past this mineral group was preferred because of
the distinct solubility and therefore the fast kinetic of these minerals. Thus
numerous experimental studies result in a substantiated data base which al-
lows a detailed comparison of various influencing parameters. Furthermore
in respect to CO, sequestration processes carbonates are able to represent
mineral phases of reservoir materials as carbonates in grain assemblages and
also as part of the bonding cement. In the course of the literature study it
can be noticed that the pH-value, the temperature and the fluid composition
are the most varying parameters. Figure [2.1| shows these three parameters
as influencing factors on the dissolution rate. The most obvious dependence
is caused by the pH-value (c.f. figure ), which ranges from -1.099 to 11.7
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with most experiments in the low acid to neutral pH-milieu. The decreasing
dissolution rate with increasing pH—value is caused by the proton induced
dissolution of carbonates. During the dissolution process in a HoO-COo—
CaCOj3 system multiple consecutive and parallel reactions took place. For
example the dissociation of water and the dissociation of CO5 in water. Con-
sequently protons were released, which consumed CO3~ from the carbonate
dissolution. Compared to the pH-value the temperature (c.f. figure 2.1B)
does not show such a pronounced dependence. The commonly used temper-
atures range from 3°C to 150°C. Noticeable not all temperatures had the
same significance. Most experiments run at room temperatures (25°C) fol-
lowed by temperatures of 50 °C and 80°C. These three temperatures exhibit
a large spreading of dissolution rates. For example the temperature of 25°C
describes a spreading in the dissolution rate of about 12 orders of magnitude.
Detailed information in the literature suggest that other parameters like the
pH-value, the pressure or the experimental setup cause this wide range. The
same phenomena can be described for the ionic strength (c.f. figure )
The ionic strength used most often ranged from 0 to 0.1 M. Within this
range the dissolution rate also spread between 12 orders of magnitude. One
reason for this large difference results from varying compositions of the flu-
ids. Whereas a fluid with an ionic strength of 0 M is generally described by
deionized water, fluids with higher ionic strength can include different acids
and bases, salts or organic ligands. These varying compositions result in
different dissolution rates. Stronger solutions up to an ionic strength of 5.5
M were used considerably less.

Based on this first comparison the following observation can be made: the
wide spreading of dissolution rates for single parameters approves no clear
general information about the influence of these parameters on dissolution
rates. Dissolution experiments include a lot of variables which can be changed
because of the large number of scientific questions. Therefore it is impor-
tant to describe the influences of parameters (pH-value, temperature, ionic
strength, etc.) in more detail.
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Figure 2.1: Influence of three important experimental parameters on the car-
bonate dissolution process: A — pH-value vs. dissolution rate, B — temper-
ature vs. dissolution rate, C — ionic strength vs. dissolution rate. Detailed
information see text. References see appendix
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2.1 Experimental Setup

To utilize a capable experimental setup it is important to describe natu-
ral procedures as true as possible. In the case of COs sequestration figure
shows a schematical cross section of one possible virtual geological stor-
age scenario - the geological trapping in oil/gas deposits and saline aquifers,
respectively. Porous rock formations like sandstones build up the reservoir
where dense CO, from industrial separation processes will be injected. These
layers are surrounded by cap rock formations like mudstones, which trap the
injected COg4 in the reservoir. Based on the figure it can be noticed that
different locations in the reservoir exhibit different geomechanical, geochem-
ical and flow through regimes. At the point of injection dense CO, displaces
most of the formation water and gas/oil, respectively, and causes a disturbed
fluid flow. In contrast phases like dissolved CO5, CO, bubbles and formation
water or gas/oil dominate the reservoir far from the injection site, where a
natural fluid flow arises. With the help of various CO, sequestration pilot
projects and the knowledge of oil/gas productions information of the under-
ground can be provided. Table shows exemplary three different injection
projects and their reservoir conditions. The wide range of injection site pa-
rameters becomes apparent already on these three examples. Whereas the
Permian coalbed of the Qinshui Basin (China) resides at about 471 m depth,
the carboniferous sandstone formation in Algeria resides in a depth of more
than 1800 m. Directly related to the reservoir’s depth the temperatures var-
ied between 25 °C and 90 °C as well as the reservoir pressures ranged from 12
to 179 bar. The knowledge of these conditions already describe the spread
of possible experimental setups.

Despite the various scientific questions which have to be answered in the
literature, mainly two different reactor types were described: flow through
reactors (c.f. figure left box, e.g. after |Gautier et al.| (2000)) and batch
reactors (c.f. figure[2.2right box, e.g. present work: chapter[3.1]). Depending
on the regulated stirring rate and fluid flow, respectively, both reactor types
are able to reproduce laminar as well as turbulent fluid regimes. In the case
of CO, sequestration reactions close to the injection site can be simulated by
flow through reactors (also called mixed flow reactors in some publications).
This experimental setup permits a fluid flow (e.g. brine, gas phase or brine-
gas mixture) through a rock body (e.g. sandstone drill core, selected bulk
solids). In general flow through reactors are open systems, where unreacted
fluids were injected and reacted fluids were separated during the entire run
duration. The accomplished fluid flow rates as well as stirring rates men-
tioned in the literature range from 2.5x107* to 20 ml/min and 100 to 1000
rpm, respectively. The fluid flow is induced by various pump systems and
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the stirring is induced by impeller systems, magnetic stirrer or the rotating
disk method. For the latter method a monomineral solid or a pressed pow-
der tablet is installed in a fastener and rotated continuously. Data about
the volume of the used reactors varied between 75 and 550 ml. At suffi-
ciently small stirring rates or fluid flow rates, flow through reactors are also
able to simulate processes far from the injection site, where a natural fluid
flow regime arises (e.g. coefficient of hydraulic conductivity of sandstones:
107° to 107 m/s). In contrast to flow through reactors the also mentioned
batch reactors are only able to reproduce processes far from the injection
site. Caused by their static experimental conditions the limited exchange
between fluid and solid in a natural reservoir with undisturbed flow regime
can be simulated. In literature batch reactors with magnetic stirrer, impeller
systems or the rotating disk method are described, where the accomplished
stirring rates range from 10 to 2630 rpm. Occasionally an internal circulation
of the fluid is described. Volume data for the used batch reactors range from
30 to 550 ml. Both reactor types — flow through reactors and batch reactors
— are able to simulate high temperature and high pressure conditions. In
literature accomplished temperatures range from 2.5°C to 300 °C. The total
pressure ranges from 1 to 124 bar. The experimental parameters summarized
in this literature review cover the natural conditions mentioned in table
In consequence possible CO, sequestration scenarios could be simulated by
the mentioned experimental setups.
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tions

Table 2.1: Comparison of three injection projects and their reservoir condi-

Ketzin
(Germany)®

reservoir material
reservoir depth
reservoir thickness
reservoir temperature
pressure

injection rate
utilization

Triassic sandstone (Stuttgart Fm.)
630-650 m

80 m

34°C

73 bar

86 t/day

pilot project

Qinshui

(China)®
reservoir material Permian coal
reservoir depth 471 m
reservoir thickness 6 m
reservoir temperature 25°C
pressure 12.96 bar
injection rate 22.65 m?/day
utilization pilot project

In Salah
(Algeria)®

reservoir material
reservoir depth
reservoir thickness
reservoir temperature
pressure

injection rate
utilization

Carboniferous sandstone (Krechba Fm.)
1850 m

29 m

90°C

179 bar

3500 t/day

commercial

" @[Michael et al. (2010)

b|Canadian International Development Agencyl (2007)
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To compare literature data the knowledge of dissolution mechanism dur-
ing different flow regimes is very important. Various authors like [Plummer
et al.| (1978); | Dreybrodt and Buhmann| (1991); Raines and Dewers| (1997) and
Pokrovsky et al.| (2005)) describe these dissolution mechanisms for different
experimental setups. Following explanations describe the main mechanism
of dissolution processes in closed undisturbed systems, closed systems with
laminar fluid flow and closed systems with turbulent fluid flow without pay-
ing attendance to possible pH- or temperature effects. All listed dissolution
mechanisms are basically explained by carbonate dissolution processes, al-
though some of them can also be extended to other minerals. The starting
point (t = 0) of each experiment - regardless of the reactor type - is illus-
trated in figure 2.3

solid fluid

concentration
of solutes

concentration
of solutes

t=0
> ¥ B>
run duration

distance from
reactive surface

Figure 2.3: Starting point for a dissolution process (t = 0): solid and fluid
are in direct contact with each other. The mineral surface and the fluid
composition are well-defined. The fluid is present in its original compo-
sition and does not include solutes from mineral dissolution. The initial
concentrations of possible solutes within the original fluid are far from the
saturation concentrations of these solutes. Existing p-T conditions in the
reactor allow dissolution processes.

A solid sample (e.g. individual mineral crystal, mineral powder or pressed
mineral powder tablet) with known surface and a fluid with known composi-
tion are in direct contact to each other. At the beginning of the experiment
the fluid is present in its original composition and does not include any solutes
from mineral dissolution processes. In addition the initial concentrations of
possible solutes within the original fluid are far from the saturation concen-
trations of these solutes to allow dissolution processes. Furthermore existing
p-T conditions accomplished in the experiment permit mineral dissolution
processes. With the initiation of dissolution (t = 1) in undisturbed systems,
like batch reactors without stirring and/or fluid flow, transport controlled
processes will start (see |[Plummer et al.| (1978); Raines and Dewers (1997,
Pokrovsky et al| (2005)). After Raines and Dewers (1997) these transport
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controlled mechanisms are controlled by a five-step process, where chemical
and hydrodynamical interactions between mineral and fluid take place. At
first the reactants of the initial fluid have to reach the mineral surface. Ad-
jacent these reactants have to be adsorbed on the mineral surface to trigger
a chemical reaction between fluid and solid. As final steps the reaction prod-
ucts have to be transported and included into the initial solution. During
this perseverative and to some extent coexisting five-step process a diffusion
layer forms, where a gradient of solute concentration within the fluid devel-

ops (see figure [2.4).

solid fluid

: [~ .

distance from
reactive surface

concentration
of solutes

concentration
of solutes

run duration

Figure 2.4: Beginning of the dissolution process (t = 1) within a closed
reactor system without stirring or fluid flow: caused by a five stage dissolu-
tion process a diffusion layer builds up whereat a concentration gradient of
solutes arise (detailed information see text). The overall concentration of
solutes in the fluid increase as result of the dissolution process. The slowest
dissolution step determines the rate of the overall reaction progress.

Close to the reactive surface the solute concentration is the highest. With in-
creasing distance to the reactive surface the solute concentration decreases.
With proceeding run duration (t = 2) the concentration gradient between
the reactive surface and the fluid becomes steeper due to the ongoing re-
lease of solutes (see figure . Along with these phenomena the diffusion
layer also expands. Dreybrodt and Buhmann (1991) ascribe two inhibiting
effects of the diffusion layer: (i) thicker diffusion layers result in slower dif-
fusion velocities of reactants and reaction products, respectively and (ii) the
heterogeneity of the chemical reaction onto the reactive surface. Caused by
these limiting effects reactions within undisturbed closed reactor systems are
termed "transport controlled" processes. Even at slow diffusion velocities
in the presence of thick diffusion layers an exchange of reactants and reac-
tion products takes place and results in an increase of solutes in the total
fluid volume. Within an appropriate run duration it is possible to achieve
equilibrium conditions between solid and fluid, where the dissolution rate
approaches zero.
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Figure 2.5: Ongoing dissolution process within a closed reactor system with-
out stirring or fluid flow (t = 2): proceeding dissolution processes result
in an increase of the diffusion layer thickness. The concentration of solutes
near the solid surface increase with increasing run duration: the concen-
tration gradient gets steeper. With ongoing run duration the overall solute
concentration within the fluid increases because of diffusion effects. Reach-
ing the saturation concentration is possible.

Starting a movement process - stirring the fluid, rotating the sample or fluid
flow through - the hydrodynamic conditions in the described closed batch
reactor systems change extremely in some cases. In the case of a laminar
flow regime (Re <12.050 after Raines and Dewers| (1997)) following changes
can be observed (see figure . As a consequence of the initiating move-
ment the transport of reactants and reaction products, respectively, is not
only determined by diffusion processes but also determined by hydrodynamic
processes. Therefore Raines and Dewers| (1997) describe the interface be-
tween fluid and solid as hydrodynamic boundary layer instead of diffusion
layer. Due to the movement the mass transport of reactants/reaction prod-
ucts accelerates, which results in a decrease of the hydrodynamic boundary
layer thickness. Accompanying this fact the dissolution rate increases. Fur-
thermore the concentration gradient of solutes between mineral surface and
fluid phase becomes steeper. Within the hydrodynamic boundary layer the
transport of reactants/reaction products is still determined by diffusion pro-
cesses. Whereas a perfect mixing of reactants/reaction products beyond the
hydrodynamic boundary layer takes place by convective fluid flow (Dreybrodt
and Buhmann| (1991))). With adequate dissolution of the mineral phase the
achievement of an equilibrium state becomes faster in experiments including
stirring /fluid flow than in completely static experiments, because of higher
dissolution rates within stirred /flow through systems.
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Figure 2.6: Influence of a movement process within a closed reactor system
(t = 3): stirring and/or fluid flow induces laminar fluid flow (Re < 10.000).
Merging of the fluids results in a decrease of the hydrodynamic boundary
layer thickness. At the beginning of the movement process the solute con-
centration gradient within the hydrodynamic boundary layer is steep. The
ongoing movement effects an increase of the overall solute concentration and
therefore a flatter solute concentration gradient develops. Since the reaction
products are not removed, a saturation concentration and consequently an
equilibrium between mineral and fluid can be reached.

Various authors not only describe changes in dissolution rates between static
and stirred /flow through systems but also describe dependencies of the dis-
solution rate regarding the stirring rate/disk rotation speed/fluid flow rate.
Dreybrodt and Buhmann|(1991]), Raines and Dewers| (1997) as well as Pokrovsky
et al.| (2005)) for example describe a linear increase of the dissolution rate with
increasing stirring rate/disk rotation speed/fluid flow under laminar fluid
flow conditions (see figure 2.7). In addition [Plummer et al| (1978) as well
as |Alkattan et al. (1998) describe an influence of the dissolution rate by the
position of the sample or stirring propeller within the reactor. Similar con-
figurations resulted in linear dependencies of the dissolution rate with regard
to the stirring rate/flow rate. However, small changes in the configuration
already reflected an impact on the dissolution behavior (see figure )

A further increase in the stirring rate/fluid flow within closed batch reactor
systems induces a turbulent flow regime (see figure . This turbulent fluid
flow could cause a complete breakdown of the hydrodynamic boundary layer
which results in higher dissolution rates. |[Raines and Dewers| (1997) demon-
strated this phenomena with accomplished experiments whereat the linear
development of the dissolution rate at laminar fluid regimes changes into a
parabolic development of the dissolution rate at turbulent fluid regimes. In
the previous mentioned phases the transport of reactants/reaction products
through the diffusion layer and the hydrodynamic boundary layer, respec-
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Figure 2.7: Literature data of stirring rate depending calcite dissolution
processes in batch reactors: A — after Alkattan et al.| (1998); B — after
Plummer et al.| (1978).

tively was the limiting factor of the dissolution processes. Due to fast ve-
locities within the fluid the mass transport of reactants/reaction products is
so high, that chemical reactions on the mineral surface are the limiting fac-
tor which significantly influences the dissolution rate (Dreybrodt and Buh-|
(1991))). Therefore the occurring processes were no longer determined
as transport controlled processes but rather as surface controlled processes
(Raines and Dewers (1997)). Based on the movement process all reaction
products which are released during the dissolution process dispersed evenly
in the fluid. A solute concentration gradient between mineral surface and
fluid cannot be formed.
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Figure 2.8: Influence of a faster movement process within a closed reactor
system (t = 4): stirring and/or fluid flow induces turbulent fluid flow (Re
> 10.000). Due to the fast velocities a complete breakdown of the hy-
drodynamic boundary layer is possible. Dissolution processes change from
transport controlled into surface controlled processes. The increasing rate
of feed of the reaction products results in a faster achievement of the solute
saturation concentration within the fluid.

In regard to the above mentioned processes within closed batch reactor sys-
tems - with and without stirring/fluid flow - well defined differences of the
dissolution rate can be observed. Within a completely static reactor a diffu-
sion layer builds up and consequently decelerates the dissolution process.
Once a movement mechanism initiates, the diffusion layer/hydrodynamic
boundary layer shrinks. At laminar flow regimes the shrinking diffusion
layer /hydrodynamic boundary layer results in a linear increasing dissolu-
tion rate with increasing stirring rate/disk rotation speed/fluid flow. During
experiments with turbulent flow regimes the hydrodynamic boundary layer
disappears completely with the result of a parabolic increase of dissolution
rates with increasing stirring rate/disk rotation speed/fluid flow. The ini-
tial transport controlled dissolution processes change into surface controlled
dissolution processes. Different experimental setups exhibit different lev-
els of difficulty of the characterization of the dissolution processes within
the literature. Dreybrodt and Buhmann (1991) conclude that rotating disk
experiments are the best possibility to determine kinetic data because of
well defined hydrodynamic conditions and simple calculations. However, the
choice of sample volumes has to be taken into account. If the fluid - solid ra-
tio is too large, an increase of the experimental run duration can be observed
due to slow dissolution processes. Less suitable to determine kinetic data
are experiments where solid and fluid build up a suspension and are exposed
to a continuously stirring. In this case hydrodynamic processes are not well
defined. In contrast Raines and Dewers| (1997) see so called mixed-flow re-
actors as the method of choice to determine kinetic data. If the system has
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achieved steady state conditions dissolution rates can be directly determined
by changes of influent and effluent solute concentrations. Just as Dreybrodt
and Buhmann (1991) Raines and Dewers| (1997)) see also advantages of using
rotating disk setups due to the simple geometry as well as the well known
hydrodynamic conditions. Each scientist who uses an experimental setup -
regardless of the individual type - should be aware of differences within the
systems and adapt the own setup to the desired scientific topic or questions.

2.2 Experimental Conditions

In addition to the above mentioned experimental technique and their as-
sociated dissolution mechanisms, the knowledge of experimental conditions
is equally important to estimate their influences on the mineral dissolution
and /or precipitation process. The following three subsections will describe
the parameters temperature, COy partial pressure (pCOs), and the experi-
mental run duration as conditions that influence dissolution and/or precipi-
tation mechanisms.

2.2.1 Temperature

The parameter that will be considered first is the temperature at which min-
eral dissolution experiments take place. Within the 30 compared publications
the experimental temperatures ranged between 3°C and 300 °C, whereat a
large number of experimental studies were accomplished at standard temper-
ature (25°C). As mentioned in the first brief comparison (cf. figure [2.1B)
the values of calcite dissolution rates exhibit a large spreading of up to 12
orders of magnitude. A clear temperature dependency cannot be observed.
But a more precise comparison of dissolution rates at similar experimental
conditions (batch reactor, pH-value: 3 — 5.5, ionic strength: < 0.5 M, p: 1
bar, pCOs: <1 bar, stirring rate: <427 rpm) describes a slight temperature
dependency (c.f. figure : with increasing temperature the calcite disso-
lution rate increases. The maximum change in dissolution rates between the
lowest and the highest employed temperature is about two orders of magni-
tude.

When compared to calcite, feldspar dissolution rates show an already obvi-
ous temperature dependency with increasing dissolution rate at higher tem-
peratures (c.f. figure , although other experimental parameters (e.g.
pH-value, ionic strength, mineral composition) are not yet similar and still
influence the temperature dependence. For example even at a single temper-
ature of 25 °C the dissolution rates varies by five orders of magnitude. A fur-
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Figure 2.9: Temperature as influencing parameter for calcite dissolution
rates: all data describe batch reactor experiments at low acid pH-values
(3 to 5.5), low ionic strength (< 0.5 M), atmospheric pressure and stirring
rates < 427 rpm.

ther more precise comparison (flow through reactor, pH-value: 3 — 5.5, ionic
strength: < 0.1 M, p: <90 bar, pCOs: <1 bar, fluid flow rate: <9 ml/min)
affirms the observation of increasing dissolution rates with increasing tem-
perature (c.f. figure . These two literature compilation show different
mineral behaviors in regard to temperature variations: dissolution rates of
carbonates exhibit in general a faster kinetic, but the influence of the tem-
perature is not clearly pronounced, feldspar dissolution has a comparatively
slow kinetic, but a clear temperature dependency.
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Figure 2.10: Temperature as influencing parameter for feldspar dissolution
rates. Data represent all considered publications of feldspar experiments
regardless of other influencing parameters like pH-value, ionic strength or
mineral composition.
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Figure 2.11: Detailed description of the temperature dependency on feldspar
dissolution rates: all data describe flow through reactor experiments at low
acid pH-values (3 to 5.5), low ionic strength (< 0.1 M), total pressures up
to 90 bar and flow rates < 9 ml/min.

Regardless of the used materials various authors (Casey and Sposito
(1992), [Gautelier et al] (1999), |Gledhill and Morse| (20062), [Finneran and
Morse| (2009), [Lasaga and Liittge (2004), Lund et al| (1973), Morse and
Arvidson! (2002)) or Raines and Dewers (1997)) describe similar changes of
the minerals’ reaction behavior with increasing temperature: whereas at low
temperatures surface controlled processes dominate the mineral dissolution,
at high temperatures a change into transport controlled processes can be ob-
served. For example |Gautelier et al.| (1999)) and [Lund et al.| (1973) describe
transport controlled processes at temperatures of 100°C as dominant reac-
tion behavior. In connection with these observations|Lund et al. (1973)) noted
that an increasing temperature results also in an increasing influence of the
stirring rate implying that at low temperatures the dissolution of minerals is
limited by chemical reactions on the mineral surface, whereas at high tem-
peratures the transport of reactants/reaction products is the limiting factor.
Furthermore the temperature not only influences the transport and surface
controlled dissolution mechanisms, but also influences the dissolution of com-
plex minerals regarding their incongruent or congruent dissolution behav-
ior. Experiments with kaolinite (Carroll and Walther| (1990)) as well as
labradorite (Carroll and Knauss| (2005)) show a change of incongruent dis-
solution behaviors at low temperatures to congruent dissolution behaviors
with increasing temperatures. Although at experiments with kaolinite the
effect is not so clearly pronounced: aluminum dissolution rates are slower
than silicon dissolution rates at pH-values of two to nine and a temperature
of 25°C (Carroll and Walther| (1990)). The incongruent dissolution behavior
of labradorite can be observed at temperatures up to 60 °C where an earlier
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and faster release of sodium, calcium and aluminum takes place compared
to the silicon release. Temperatures higher than 100 °C represent congruent
dissolution mechanisms (Carroll and Knauss (2005)). However, in contrast
to these two experimental studies, Zhang et al.| (2007)) describe incongruent
dissolution behavior above temperatures of 100°C for dolomite dissolution
experiments.

In general, the derivation of activation energy values is possible based on ex-
periments with varying temperatures. After Lasaga and Liittge (2004) min-
erals with perfect surface areas exhibit the highest activation energies. With
increasing surface defects like steps, kinks or holes the activation energy de-
creases. Furthermore the complexity of the mineral composition influences
the value of the activation energy. The more complex a mineral compositions
is, the higher is the activation energy because of higher amounts of bonds that
have to be broken (Lasaga and Liittge (2004))). As mentioned above the ex-
tent of temperature gives information about the dissolution process. Equally,
the activation energy can also give information about dissolution processes.
Low activation energies up to 10 kJ/mol (in some cases 20 kJ/mol) argue for
transport controlled processes. In contrast activation energies higher than
10 kJ/mol (or 20 kJ/mol) represent surface controlled dissolution rates (de-
scribed by |(Carroll and Walther (1990)), Casey and Sposito| (1992), |Finneran
and Morse (2009)), Gledhill and Morse (2006a))).

Various authors describe the influence of the temperature in combination
with other experimental parameters. The most common combination is the
correlation between temperature and pH-value. While Casey and Sposito
(1992) and |Gautelier et al.| (1999)) only mentioned this correlation, |Car-
roll and Walther| (1990) and Chen and Brantley| (1997) even describe an
increasing influence of the pH-value on the dissolution process with increas-
ing temperature. But there are also authors like Oelkers and Schott| (1995)
who observed no pH-value dependency with varying temperatures. A fur-
ther combination of parameters were described by |Zhang et al. (2007), who
proposed a correlation between temperature and mineral grain size. Experi-
ments with dolomite and de-ionized water show a maximum dissolution rate
at 200°C for grain size fractions between 20 pym and 40 pm. In contrast
the maximum dissolution rate for experiments with larger grain size frac-
tions (40 — 60 pum/60 — 80 pm) is observed at temperatures from 100°C to
150°C. The dissolution rates decreases again at temperatures higher than
150°C. A third combination of parameters is described by |[Finneran and
Morse, (2009), who described a decreasing temperature influence with in-
creasing ionic strength of the fluid used in the experiments.
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In conclusion the parameter temperature has a positive effect on the min-
eral dissolution process. With increasing temperature the dissolution pro-
cess will be intensified. Furthermore correlations exist between temperature
and parameters like pH-value, grain size and ionic strength. With regard
to possible numerical modeling scenarios it has to be noted that increasing
temperatures influence the dissolution mechanisms. At low temperatures
incongruent and surface controlled mechanisms dominate. In contrast high
temperature milieus cause congruent and transport controlled mechanisms.
Raines and Dewers| (1997)) for example explicitly pointed out that numerical
models which were developed for low temperatures cannot easily be extrapo-
lated to higher temperatures with the help of the Arrhenius relation because
of the changing dissolution mechanisms with increasing temperatures. Also
Casey and Sposito| (1992) describe incorrect results of modeled activation
energies related to neglected influences of varying dissolution mechanisms.

2.2.2 Pressure

A second influencing — and in terms of CO, sequestration fundamental — pa-
rameter is the CO, partial pressure (pCOs). The data base regarding pCO,
and total pressure within the 30 compared publications is not as abound as
in the case of the temperature. Within eight publications neither pCO, data
nor total pressure data are described, thus a detailed comparison is not pos-
sible. It is striking that this lack of data is generally observed at feldspar,
olivine or pyroxene experiments, indicating that the influence of pressure is
either negligible for these minerals or not well investigated until now. In
contrast 12 publications include both pCO, data and total pressure data,
whereat the majority of authors accomplished experiments with carbonates
(e.g. calcite, dolomite, magnesite or siderite) at atmospheric pressure and
associated pCO,. Altogether the total pressure ranges between atmospheric
pressure and 124 bar whereas the pCO, ranges between zero and 100 bar.
Figure represents a detailed comparison of calcite dissolution rates as
function of pCOy. The comparison includes all publications that describe
batch reactor experiments on calcite at 25°C, acid pH-values (3 — 5.5), low
ionic strengths (<0.5 M) and stirring rates up to 2000 rpm. It can be ob-
served that the change of dissolution rate with pCO; is more pronounced at
lower pCOs than at higher pCO,: the dissolution rate increases by two orders
of magnitude within the first ten bar, but only by 0.5 orders of magnitude
within a range from ten to 50 bar.
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Figure 2.12: Partial CO5 pressure as influencing parameter for calcite dissolu-
tion rates: all data describe batch reactor experiments at room temperature
(25°C), low acid pH-values (3 to 5.5), low ionic strengths (< 0.5 M) and
stirring rates below 2000 rpm.

Different observations in connection with a COy atmosphere and/or pCO,
are described in the literature, whereat a well-defined, distinctive pCO, de-
pendency is not affirmed in the most of cases.

A more or less increasing dissolution rate with increasing pCOs is described
for carbonate experiments (e.g. |Gledhill and Morse| (2006a), Golubev et al.
(2009), Finneran and Morse, (2009), [Pokrovsky et al. (2005) or Pokrovsky
et al.| (2009))). The greatest change in dissolution rates regarding pCOs is
observed at calcite experiments. For example Finneran and Morse| (2009)) as
well as |Gledhill and Morse| (2006a)) describe similar dissolution behaviors: for
increasing pCO4 values from 0.1 to 1 bar a three to four fold (Finneran and
Morse| (2009))) and a five fold (Gledhill and Morse| (2006a))) increase in disso-
lution rates is observed. The research group of Pokrovsky (Toulouse, France)
even describes a five to ten fold as well as an eight fold increase in dissolu-
tion rates during an increase of pCOy from one to 50 bar and one to 25 bar,
respectively. In comparison with the results of calcite experiments dolomite
and magnesite dissolution reactions are less affected by pCOs. Up to values
of 10 bar the dissolution rates for dolomite and magnesite are increased by a
factor of 2 to 3 (Pokrovsky et al.|(2009), Pokrovsky et al.| (2005))). In contrast
to these three mentioned carbonates (calcite, dolomite, magnesite) siderite
exhibits no influence of pCO; on its dissolution rate (Golubev et al.| (2009)).
All above mentioned authors describe supplemental changes of the pCOq
effect in connection with other parameters, whereat the most important ob-
servation is made at varying pH-values. The research group of Pokrovsky
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(Pokrovsky et al. (2009), |[Pokrovsky et al.| (2005)) as well as |Golubev et al.
(2009) and |Gledhill and Morse| (2006a)) state that at low pH-values the effect
of pCO, is overlapped by the pH effect. The addition of CO, triggers a pH
decrease caused by the dissolution of COs in the fluid. At neutral to basic
pH-values another process influences the pCO, effect: within these pH mi-
lieus the addition of CO, triggers a carbonate and bicarbonate development
(Gledhill and Morse (2006al), Pokrovsky et al.| (2009)). As a consequence the
change in the dissolution rate is therefore not caused by pCO, per se but
caused by the decreasing pH-value (acid pH: advanced dissolution) and the
formation of carbonate complexes (neutral/basic pH: inhibited dissolution),
respectively. Recalculations for experiments at pH<4 to disentangle the con-
nection of pH and pCO, show an increase of dissolution rates only by a factor
of three instead of a factor of eight (Pokrovsky et al. (2005)). A further pa-
rameter that influences the pCOs effect is the temperature. With increasing
temperature the pCOy effect decreases. Both Pokrovsky et al.| (2009)) and
Golubev et al.| (2009) describe negligible pCOy effects at 60 to 100°C and
80 to 100 °C, respectively. In addition to the influence of the pH-value and
the temperature on the pCO; effect Finneran and Morse (2009) and |Gledhill
and Morse| (2006a) describe also changes of the pCOs effect by varying ionic
strengths as well as varying chemical compositions of the used fluid. How-
ever at low pCO; values the influence of the ionic strength and the chemical
composition of the fluid on the pCO, effect of the dissolution rate is smaller
than at high pCO, values.

In comparison experiments with feldspar, olivine or pyroxene minerals show
much smaller changes in dissolution rates regarding the pCO, than carbonate
experiments. The primary effect of pCOs is either very small (e.g. Hanchen
et al.| (2006)): fosteritic olivine) or even negligible in the range of the measure-
ment error (Brady and Carroll (1994)): augite, anorthite; [Berg and Banwart
(2000): anorthite; |Carroll and Knauss (2005)): labradorite; |Golubev et al.
(2005): fosterite, diopsite, wollastonite, hornblende). The majority of the
authors state that the addition of CO, triggers a pH decrease caused by
the dissolution of CO, in the fluid. Consequently, the pH effect has a far
stronger influence on the dissolution rate than the pCO; effect. Furthermore
the authors describe an insufficient disentanglement of both effects during
the experiment. A clear statement about a pCO, dependency is therefore
not possible. Other influencing parameters regarding the pCO, effect e.g.
temperature or ionic strength are not described in detail.

In conclusion a well-defined, distinctive dissolution rate dependency regard-
ing CO, partial pressures cannot be observed. Experiments with carbonates
show a slight increase in the dissolution rates with increasing pCOs values.
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In contrast most of the feldspar or olivine experiments show only negligible
changes of dissolution rates. The majority of authors point out that at low
pH-values the pCOs effect is overlapped by the pH effect as a consequence
of CO, dissolution processes in the fluid. Furthermore in connection with
parameters like temperature and ionic strength carbonate experiments show
changes in the pCO, effect on the dissolution rate. In conclusion the effect of
pCOs has a second order influence regarding the pH and/or the ionic strength
effect and can be neglected in most of cases. At temperatures, that occur in
possible COs reservoir horizons, the effect of pCOs is also of no significance.
The calcite dissolution behavior of increasing dissolution rate with higher
pCO; (see figure could be confirmed by the detailed literature sur-
vey. Furthermore the lack of information about the pCOs influence on the
feldspar, olivine or pyroxene dissolution is most likely caused by the negligible
pCO, effect on these mineral groups.

2.3 Material Properties

Just as important as choosing the right experimental setup and experimental
conditions described within the previous chapters, the choice of appropriate
materials (solids and fluids) is also significant.

The choice of solid materials on its own results in a high variability of dissolu-
tion behaviors and consequently kinetic data due to differences in the chem-
ical composition or the crystal structure of the used minerals. Furthermore
the treatment of solid materials plays an important role within dissolution
experiments. How the materials were prepared: were they polished or me-
chanically fractured and subsequently washed with different fluids? Which
grain size fractions were used in the experiments? Are the fractionated grains
pressed into tablets or are the grains available as unconsolidated components
within a fluid? A third non-negligible fact is the choice of a monomineralic
sample or a mineral association. Varying reaction agents enable to influence
the reaction behavior of identical mineral phases in different ways.

But not only solid materials have an influence, also the used fluid affects
the dissolution process. Within the literature a wide range of fluids were
described: for example deionized water, varying organic and inorganic acids
and bases or brines of different composition and ionic strength. For disso-
lution processes the bulk concentration as well as the percentages of single
components within the fluids are important and dictate the reaction progress
in different ways. In addition buffered fluids exhibit other effects on the min-
eral dissolution than non-buffered fluids.

Looking at both solid and fluid phases the ratio of solid to fluid also influ-
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ences the dissolution behavior of the studied minerals.

The following subsections describe three material properties — the pH-value
and the ionic strength of the fluid as well as the reactive surface of minerals
— as significant examples for the influencing parameters mentioned above.

2.3.1 pH - value

The first and supposable most important material property is the pH-value of
the employed fluid. Numerous authors describe strong dependencies of min-
eral dissolution rates regarding the pH-value, whereat the characteristics of
dependencies vary between different mineral phases. Carbonates, for exam-
ple, exhibit a clear linear dependency between dissolution rate and pH-value.
Within the 30 compared publications an increasing pH-value results in a de-
creasing dissolution rate. Even without the limitation of other parameters
such as temperature or ionic strength, the significant pH-value dependence
is already seen. A briefly description was already given at the beginning of
this chapter as well as in figure 2.1JA. The figure shows that the dissolution
rate varies about 12 orders of magnitude between the lowest and the highest
pH-value. Furthermore it becomes apparent that most of the experiments
were accomplished at low acidic pH-values (3 < pH > 6). The restriction of
data (T = 25°C, I = < 5.6 M, protar/Pco, < 1 bar, stirring rate < 2000 rpm)
clearly illustrates the linear dependency between pH-value and dissolution
rate (cf. figure 2.13). Within this dataset the dissolution rates vary about 7
orders of magnitude between the lowest and the highest pH-value. In con-
trast to this clear linear dependency the mineral group of feldspars shows an
u-shaped curve progression with a minimum of dissolution rates at neutral
pH-values (compare (Chen and Brantley| (1997) for example).

The reason for the linear dissolution rate dependency for carbonate experi-
ments regarding the pH-value is basically described similar within the liter-
ature. Thus, the dissolution of carbonates is induced by the adsorption of
hydrogen ions (H") on the mineral surface (Alkattan et al. (1998), Gautelier,
et al| (1999), |Golubev et al. (2009), Sjoberg and Rickard (1984a), Sjoberg
and Rickard| (1984b))). However, the effect of H* adsorption is not simi-
lar at all pH-values. The effect is most pronounced at pH-values between
two and five (Golubev et al. (2009)), whereat the controlled mechanisms are
described differently within the literature. Earlier studies (e.g Sjoberg and
Rickard| (1984a), |Sjoberg and Rickard| (1984b) or Berner and Morse| (1974))
describe transport controlled mechanisms, where the diffusion of H* through
the diffusion boundary layer limits the overall dissolution process. In con-
trast recent authors like (Gautelier et al. (1999) state that the dissolution
processes of carbonates are governed by surface controlled mechanisms. The
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Figure 2.13: pH-value as influencing parameter for calcite dissolution rates:
all data describe batch reactor experiments at room temperature (25°C),
ionic strengths up to 5.6 M, atmospheric pressure and stirring rates < 2000
rpm.

authors justify their statements with different rates of H* diffusion and re-
action progresses on the mineral surface. Whereas the diffusional transport
of H* increases proportional with increasing concentration, the adsorption
of H* on the mineral surface increases by a fractional power of the activity
of HT (ag+). Therefore surface controlled mechanisms are induced. Morse
and Arvidson| (2002) partly confirmed this observation and stated that the
diffusion coefficient of H* is about three times faster than that of other dif-
fusion species. As a consequence surface controlled mechanisms as well as
transport controlled mechanisms could be assumed: the fast diffusion of H*
will be limited by H* adsorptions on the mineral surface (surface controlled
mechanisms). The slower diffusion coefficients of other species (fluid reac-
tants or released ions from the mineral surface) limited also the reaction
progress (transport controlled mechanisms). Beyond the above mentioned
pH-range of two to five the dissolution behavior of carbonates changes. With
decreasing pH-values (pH < 2) a decrease in dissolution rates can be ob-
served. Within this pH-range all lattice sites of the mineral surface (where
H* is able to adsorb) are occupied and consequently the dissolution rates
decrease (Gautelier et al. (1999)), |Golubev et al.| (2009)). At neutral to alka-
line pH-environments (pH > 5) the dissolution rates also decrease. |Kehew
(2001) described decreasing H' activities as one reason for slower dissolu-
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tion kinetics. Furthermore various authors described changing dissolution
mechanisms. (Gautelier et al.| (1999), for example, observed increasing trans-
port controlled mechanisms with increasing pH-values. However, Sjoberg
and Rickard| (1984a)) distinguished between a transitional regime and neutral
to alkaline regimes: within the transitional regime H*-dependent reactions
with not entire transport controlled mechanisms become more negligible and
change to H*-independent reactions with mixed kinetics at neutral to alka-
line regimes.

The influence of other parameters like temperature or pCO5 on the pH-effect
is addressed to some extent in the literature. In general this observation is
caused by the dominant pH-effect during carbonate experiments. Neverthe-
less [Pokrovsky et al.| (2005), Pokrovsky et al. (2009) and |Gautelier et al.
(1999) described a more pronounced pH-dependency of carbonate dissolu-
tion rates at low temperatures (25°C) than at high temperatures (150 °C),
whereat changing dissolution mechanisms with increasing temperature have
to be kept in mind. The influence of the pCO5 on the pH-effect is already
described in more detail above (cf. chapter [2.2.2)).

The pH-dependency of alumosilicates is caused by adsorption processes of
protons or hydroxyl ions on AI** or Si** lattice sites, whereat the dissolution
process at acid pH-values (pH < 5) is proton-promoted and the dissolution
process at alkaline pH-values (pH > 8) is hydroxyl-promoted. The intermedi-
ate pH-range is described as region where a third mechanism operates. The
changes of dissolution mechanisms are reflected by a typical u-shaped depen-
dence of the dissolution rate on the pH-value with a minimal dissolution rate
at neutral pH-regimes. The faster dissolution rates at acidic and alkaline pH-
values are induced by congruent dissolution behavior with surface controlled
mechanisms (Chen and Brantley| (1997), |Carroll and Walther| (1990)). The
influence of other parameters like temperature is controversially discussed in
the literature. Whereas Chen and Brantley (1997) and (Carroll and Walther,
(1990) observed no temperature effect on the pH-dependency, Brady and
Walther| (1992) and Hellmann| (1994) predicted a temperature effect on the
pH-dependency.

In summary the majority of mineral dissolution processes are significantly
influenced by the pH-value of the fluid and are induced generally by first
order reactions. However, the characteristics of pH-dependencies differ for
various minerals. Explicit declarations about dissolution mechanisms within
different pH-values are not possible and are controversially discussed in lit-
erature for several years. Furthermore the influence of other parameters on
the pH-effect like the temperature still remains vague. In regard to the CO,
sequestration the pH-value in connection with the pCO, plays a superior
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role. During the COs injection the pCO; increases close to the injection
point and therefore results in a decreasing pH-value within the reservoir. In
the case of carbon bonded sandstones the brine is buffered by the dissolution
of the carbonate components at the beginning of the injection. After the
complete dissolution of the carbonatic components the pH-value decreases.
Consequently the pH-decrease could trigger additional dissolution processes
of the other non-carbonate components (Knauss et al. (2005)). At non car-
bon bonded sandstones the buffering impact is missing and the dissolution
processes are therefore advanced.

2.3.2 Ionic Strength

In terms of CO4 sequestration processes within deep saline aquifers the knowl-
edge of interactions between injected CO4 and fluids with high salt contents
and therefore high ionic strengths is of great importance. The variabil-
ity of fluids regarding their origin as well as their compositions is clearly
pronounced in the literature. Thus, both synthetic and natural fluids were
adopted. Deionized water as the simplest and at the same time most unnat-
ural fluid was mentioned by Eisenlohr et al.| (1999) or |Zhang et al.| (2007)). In
relation to the composition of more complex fluids experiments with organic
components as well as inorganic components were accomplished. Authors like
Yadav et al. (2008) or Blake and Walter| (1999)) for example used acidic acid
or organic ions like oxalate and citrate in their experiments. Furthermore nu-
merous experiments with different brines were conducted. These experiments
differed in terms of the components themselves, the amount of each compo-
nent within the overall fluid as well as the total salt content. Commonly used
components were NaCl, KCl, MgCl, or CaCly; and were employed for exam-
ple by Dove and Crerar| (1990)), Finneran and Morse| (2009), Gautelier et al.
(2007), Gledhill and Morse (2006a), |Golubev et al.| (2006), |Liteanu and Spiers
(2009) or |Pokrovsky et al. (2009)). In some cases components like NaPOs,
NaHCO3, AICl3 or HySiO4 were also used by |Alkattan et al.| (2002), |Carroll
and Knauss| (2005)), Gautelier et al. (2007)), Gautier et al.| (1994) or |[Pokrovsky
et al.| (2009). In addition many experiments run with acids or bases to keep
the solution at constant pH-values. Furthermore several experiments with
pure acids and bases — for example HCl, KCl, NaOH or succinic acid — were
accomplished by |Alkattan et al. (1998), Carroll and Walther (1990)), Chou
et al.| (1989) or Cubillas et al. (2005). The overall range of ionic strengths
used in the literature varied between 0 and 5.57 M. All these variabilities
of ionic strength and resulting dissolution rates were briefly described for
carbonate experiments at the beginning of the chapter and are illustrated in
figure 2.1)C. Without the limitation of other parameters like pH-value, pres-
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sure or temperature a dependency between ionic strength and dissolution
rate cannot be observed. The overall range of dissolution rates varies by
about 12 orders of magnitude, whereat most experiments were accomplished
at ionic strengths between zero and 0.1 M. Stronger solutions up to an ionic
strength of 5.5 M were used considerably less. However, the restriction of
the parameters temperature (T = 25°C), pH-value (3 < pH > 5.5), pressure
(atmospheric pressure) and stirring rate (< 2000 rpm) also describes no clear
dependence of the dissolution rate with respect to the ionic strength (cf. fig-
ure . The majority of experiments were also accomplished at low ionic
strengths (0 — 0.7 M), whereat the determined dissolution rates vary about
two orders of magnitude. This suggests that not only the ionic strength per
se influences the mineral dissolution process, but also the single components
and their amount within the overall fluid.
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Figure 2.14: Ionic strength as influencing parameter for calcite dissolution
rates: all data describe batch reactor experiments at room temperature
(25°C), low acid pH-values (3 to 5.5), atmospheric pressure and stirring
rates < 2000 rpm.

Even though the depicted literature data do not show an clearly pronounced
decrease in dissolution rate with increasing ionic strengths several authors de-
scribe an inhibitory effect of the ionic strength on the dissolution processes
of minerals. For example, [Finneran and Morse, (2009), |Gledhill and Morse
(2006a)) and Raines and Dewers| (1997)) justify this statement with the change
of the water activity coefficient (ap,o) in high concentrated fluids, whereat
the decrease in dissolution rates is not proportional to the decrease of ay,o
and is effected by different dissolved components. The authors describe a
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three times faster decrease in dissolution rates compared to the decrease of
ap,0. Furthermore, the authors describe a stronger influence on the disso-
lution behavior by doubly charged ions (e.g. Mg®", Ca?") compared to the
influence of singly charged ions (e.g. K*, Na¥). In addition to the activity
coefficient of water |Finneran and Morse| (2009) or |Gledhill and Morse| (2006a)
describe changes in the mineral dissolution behavior as a result of different
hydration processes on the mineral surfaces.

In combination with other experimental conditions the ionic strength also
influence the dissolution behavior of minerals. As mentioned in chapter
different flow regimes cause different dissolution mechanisms. These mech-
anisms are additionally influenced by the saturation state of the used fluid
phase. |Morse and Arvidson| (2002) describe transport controlled dissolu-
tion behaviors in undersaturated fluids. In approximation to the chemical
equilibrium and hence, with ongoing run duration the transport controlled
processes change in surface controlled mechanisms. After reaching the chem-
ical equilibrium solely surface controlled reactions take place. Other authors
describe ionic strength dependent effects in combination with the CO, partial
pressure. For example, (Gledhill and Morse| (2006a) observed ionic strength
independent calcite dissolution behaviors for experiments performed at low
CO, partial pressures (0.1 bar). Similar observations are made by |[Pokrovsky
et al.| (2005)), who describe ionic strength independent calcite dissolution rates
for experiments performed at CO, partial pressures of 2 to 4 bar.

Even though the mentioned observations describe various mineral dissolution
behaviors as an effect of the ionic strength itself as well as an effect of com-
bined experimental parameters the influence of the ionic strength is minor
pronounced in comparison to other parameters like temperature, pH-value
or CO, partial pressures. In the case of CO, sequestration processes the
chemical composition of the prevailing formation water has to be taken into
account but is not the dominating factor which influence chemical processes
within the respective CO, storing reservoir. Nevertheless, the influence of
the formation water composition and hence, the ionic strength is not to be
underestimated because the high variability of formation water compositions
in combination with the injected gas-phase mixture result in a large number
of chemical reactions which have to be taken into account.



Chapter 3

Experimental Techniques and
Materials

Subject of chapter 3 is the description of the experimental setups and con-
ditions, the starting materials as well as the analysis methods of the ac-
complished dissolution experiments used in the present study. To perform
the experiments two experimental setups were available: (i) steel autoclaves
with teflon inlay (teflon reactors) and (ii) a titan reactor from PARR instru-
ments (PARR reactor). Altogether 148 dissolution experiments with calcite,
dolomite, anorthite and orthoclase were accomplished. As solvent a synthetic
model brine was used. The brine composition was similar to a formation wa-
ter of a theoretical storage horizon within the Northern German Basin. As
pressurizing medium as well as COs-source dry ice and CO, gas, respectively,
were used in most cases. A few reference experiments were also accomplished
with Ny gas to estimate the influence of CO,. Based on different analysis
methods the fluid as well as the solid materials were analyzed before and af-
ter each experiment concerning their chemical composition and their surface
properties.

3.1 Experimental Technique

As mentioned above two different experimental setups were used within the
present study. Both reactor types simulate closed, static systems and are
able to reconstruct reservoir behaviors far from the injection site (cf. chapter
ﬁgure . The most important differences are characterized by the pos-
sibility of pressure control as well as the possibility of fluid extraction during
an ongoing experiment. While the teflon reactors do not have these facilities,
both, pressure control and fluid extraction are possible by using the PARR

32
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reactor. Furthermore the maximum capacities of pressure and temperature
differ, even though the p-T conditions were chosen to be identical to com-
pare the experimental results of both reactor types. The extraction of gas
phases during an ongoing experiment was not accomplished, even though the
possibility theoretically exists by using the PARR reactor.

3.1.1 Teflon Reactor Experiments

The majority of experiments were performed using teflon reactors (schemat-
ical illustration: figure photograph: appendix . This reactor type is
characterized by a closed, static setup, where an exchange of fluid or solid
phases do not take place during the ongoing experiment. To achieve the
temperature of 150°C and 100 °C, respectively, the reactors were placed in
a Memmert - heating cabinet. It has to be noted that the used tempera-
ture conditions presented in this study were higher than the temperature
conditions estimated within a potential reservoir. As listed in table the
possible reservoir temperatures vary between 25°C and 90°C. To perform
the experiments of the present study within appropriate time and with signif-
icant results, the higher temperatures were used to accelerate the chemical
reactions. The total pressure of ~85 bar was generated by dry ice, which
is also conduced as COs-source. Regarding the pressures of the three exem-
plary reservoirs represented in table [2.1] the total pressure used in the present
study was appropriate.

steel autoclave
teflon reactor
CO, gas-phase

teflon net
incl. sample

brine

magnetic stirrer

Figure 3.1: Schematical sketch of the used teflon reactors: total reactor
volume: 55.75 ml

Due to the lack of pressure control during the ongoing experiments nine ref-
erence experiments were accomplished with the help of the PARR reactor



CHAPTER 3. EXPERIMENTAL TECHNIQUES & MATERIALS 34

under identical run conditions. All p-T curves exhibit similar characteris-
tics with a target pressure of ~85 bar (c.f appendix [A.2). Differences in
the amount of pressure are caused by initial weight uncertainties of the high
volatile dry ice and the amount of CO, release during the installation pro-
cess.

In order to reconstruct natural flow rates in saline, deep aquifers far from the
injection site the experiments were stirred three times a day for five minutes
with a teflon coated magnetic stirrer. The stirring speed was set up to 1100
rpm using combined stirring and heating plates. According to authors like
Dreybrodt and Buhmann| (1991), Raines and Dewers (1997)) or Pokrovsky
et al.| (2005) the used stirring rate results in a turbulent fluid flow regime.
A Reynolds number of Re = 27465 for experiments presented in this study
affirmed the turbulent fluid flow regime and was determined after equation
[B.1] for stirred vessels:

_p-N-D2
n

Re (3.1)

where Re describes the Reynolds number (dimensionless), p is the den-
sity of the used fluid (pprine = 1156 kg/m?), N corresponds to the rota-
tion speed (N = 1100 rpm), D describes the diameter of the magnetic stirrer
(D = 2 cm) and 7 is the kinetic viscosity (n = 3.1-107* kg/(m-s) [} In table
the calculated Reynolds number is compared to literature data. Differ-
ences between Reynolds numbers are attributed to different geometries of the
rotating body and different fluid properties (e.g. density, viscosity).

The solid samples were put into teflon fabric nets and were completely wet-
ted with fluid during the entire run duration (cf. chapter .

As mentioned above an exchange or removal of fluid and solid phases during
an ongoing experiment is not possible. Therefore experimental series with
identical run conditions were compiled and included six experiments with
varying experimental run durations (1, 2, 5, 10, 20 and 30 days). In two
cases a seventh experiment with a run duration of 180 days was added. Af-
ter each mentioned time step the autoclave was removed from the heating
cabinet and was cooled down by an air shower for 15 minutes to permit a
rapid and safe sampling of the reacted materials. Twenty ml of the homog-
enized fluid were removed from the reactor. Immediately after the fluid was
taken the pH-value was measured with a pH-meter Typ QpH 70 (VWR Inter-
national) at room temperature and atmospheric pressure. The pH-meter was

specified value for sea water at 100 °C; after: http://www.schweizer-fn.de/stoff/
seewasser/v2_seewasser.htm (14.09.2011)


http://www.schweizer-fn.de/stoff/seewasser/v2_seewasser.htm
http://www.schweizer-fn.de/stoff/seewasser/v2_seewasser.htm
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calibrated continuously with WTW - reference solutions of three pH-values
(4.006, 6.865 & 9.182). Afterwards the fluid was filtered through a 0.45 pm
syringe filter. To stabilize the sampled fluid chemically 14.35 M nitric acid
was added. The acidulated sample was stored at 8°C in a fridge until the
fluidts chemistry got analyzed. In addition to the fluid phase the solid phase
was also removed after finishing the experiment. Therefor the teflon meshes
with the reacted material were rinsed with deionized water to remove resid-
ual brine and consequently inhibit salt precipitates on the mesh surface or
within the reacted material. The meshes were stored at room temperature
until analyzing.

Table 3.1: Comparison of Reynolds numbers described in the literature and
calculated within the present study

stirring rate Reynolds flow reference
(rpm) number regime

900 > 15000 turbulent |Dreybrodt and Buhmann (1991])
< 15000 laminar |Pokrovsky et al.| (2005)

300 4000 laminar |Raines and Dewers| (1997)
600 8000 laminar
900 9000 laminar

1200 16000 laminar

1100 27465 turbulent present study

3.1.2 PARR Reactor Experiments

The second experimental setup which was mainly used for reference experi-
ments was a closed, static Ti-reactor from PARR instruments (schematical
illustration: figure photographz appendix .

Temperatures of 150 °C were adjusted by means of a temperature controller
and an associated furnace (heating shoe). The pressure build-up took place
either via gas bottles (CO2, Ny) or dry ice (CO,) in cases of reference exper-
iments. The gases were not only used as pressurizing medium, but also as
reactants within the chemical reaction during the ongoing experiment. The
maximum pressure for this assembly is 110 bar at 150 °C, however, it was
not exploited. In general pressures of ~85 bar were employed to compare
these results with results of teflon reactor experiments. A continuous pres-
sure measurement is possible at any time by means of a mounted pressure
gauge. The solid samples were put into teflon nets and were mounted on the
sampling tube within the reactor. During the entire run duration the nets
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were wetted with fluid (cf. chapter [3.2).

As mentioned for teflon reactor experiments a natural flow rate for saline,
deep aquifers far from the injection site was realized by stirring the fluid
three times a day for five minutes by using a teflon coated magnetic stirrer.
Identical to the described teflon experiments turbulent fluid flow regimes ex-
isted during the time of agitating also within the PARR reactor.

Knauer
pump system
-
L
vent
i #  pressure
thermo- @ gauge
couple y b3
\ vent
sampling
unit
A4
controller f gas
urnace source

PARR 4838

Figure 3.2: Schematical sketch of the used PARR reactor: total reactor
volume: 282.74 ml (provided by W.-A. Kahl)

An exchange of fluid phases during an ongoing experiment would have theo-
retically been possible, but was not practiced. The sampling of fluid phases
was possible at any time and was accomplished after 5, 7, 11 and 14 days.
With the help of the sampling unit 12 ml fluid were removed, which corre-
sponds to 6.1% of the entire fluid volume. After fluid sampling only the loss
of pressure was compensated by the supply of gas in the reactor. A replenish-
ment of fluid up to the initial volume did not take place, but would have been
theoretically possible. The removal of solids only took place after finishing
the entire experiment and opening the reactor. All sampled fluids and solids
were treated like samples from the teflon reactors (pH-value measurements,
acidification, cleaning and storage).
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3.2 Materials

Dissolution experiments in the present study were performed on transparent
crystals of calcite and anorthite as well as lacteal crystals of dolomite and
orthoclase obtained from Krantz (Rheinisches Mineralien-Kontor GmbH &
Co. KG). Figure shows photo-micrographs and backscattered electron
images of the starting materials.

An electron microprobe was used to analyze different grains of each monomin-
eralic sample regarding their chemical composition (cf. appendices &
. For carbonatic samples the grains themselves as well as all analyzed
grains exhibit nearly the same composition, which describes the homogeneity
of the samples and makes a comparison of results of individual experiments
possible. The same phenomena were observed at the anorthite grains, which
exhibited a purity of 95%. The orthoclase samples exhibit clear features of
lamellas unmixing, whereat the lamellas consists of either pure albite phases
or pure orthoclase phases. The overall chemical formula of each mineral
phase is listed in table [3.2]

Table 3.2: Chemical formula of the used mineral phases

mineral chemical formula
calcite Cag.99R0.01CO3
dolomite Cag.58Mgo.41R0.01CO3
anorthite Cag.97Nag.03[(Al,S1)4Os]
orthoclase Ko.75Nag.25[AlSi3 O]

R: sum of residual components (SiOs, TiO3, Al;Os3,
Cry03, FeO, MnO, NayO, K50, ZrO) measured
by EMP analyses

All experiments were performed with powders. Therefore the monominer-
alic rock specimens were mechanically crushed with a hammer and pestled
with an agate swing mill (TS 100 A). Afterwards the material was sieved
into four different grain size fractions: <63 pym, 63 — 160 pm, 160 — 250 pum
and 250 — 500 pm. To remove dust which was produced during the milling
process all fractions were cleaned several times with deionized water and ace-
tone. The cleaned starting materials were dried for ~3 hours under IR heat
lamp.

The starting mixture consisted of with 0.18 g solid material in 37 ml brine
(teflon reactor) and 1.36 g solid material in 195.14 ml brine (PARR reactor),
respectively, and consequently results in a mineral-brine ratio of 1:200 by
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" JEOL

Figure 3.3: Photo-micrographs (right, stereo microscope Leica M205 C, IfG,
CAU Kiel) and backscattered electron images (left, EMP laboratory, IfG,
CAU Kiel) of the starting materials; grain size fraction: 250 — 500 pm; (A)
calcite, (B) dolomite, (C) anorthite, (D) orthoclase

weight. To avoid fresh splitting areas on the grain surfaces caused by clash-
ing of the particles during the stirring process, the starting material was put
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into teflon fabric nets with a mesh opening of 70 pum (cf. appendix right;
Lechleiter GmbH). These nets were completely wetted with brine and had no
contact with the stirrer. Scanning electron microscopy analyses of the nets
before and after the experiment featured little deformations of the fabric but
no precipitates which clog the mesh openings (cf. appendix [A.4]). Therefore
an exchange of the fluid between the teflon fabric net and the brine volume
was assured during the entire run duration.

As described in chapter the composition and the ionic strength of the
used fluid play an important role for determining the dissolution rates. Re-
garding the aim of this study another literature survey was accomplished to
find potential stratigraphic formations where COs sequestration is theoretical
possible and composition data of the formation waters are known. In Miiller
and Papendieck! (1975)) a detailed description of the Northern German Basin
concerning its stratigraphy as well as the associated formation water com-
position is listed. For accomplished experiments within the present study a
Lower Cretaceous brine was exemplary chosen. With a total dissolved solid
value (TDS) of 156 g/L and a ionic strength of 2.88 M the brine is higher
concentrated than many literature data but is nevertheless far from the sat-
uration point. Consequently objectionable precipitations caused by a high
ionized solution can be minimized. Figure [3.4] shows a comparison of the
natural formation water composition (left) and the synthetic model brine
composition used in the experiments (right).

To simulate natural conditions but still restrict the variability of the ex-
periments in regard to its chemical composition the synthetic model brine
only includes the 4 main cations Na®, Ca?t, Mg?*" and K* as well as the
main anion Cl~. To prepare the model brine A.C.S. reagent grade NaCl
and MgCly-6HoO (Merck), as well as suprapure KCI (Merck) and extra pure
CaCly-2H20 (Riedel - de Haén) were used. All components were available as
salts and were dissolved in deionized water. A fluid buffer to keep the pH-
value constant was not used. The synthetic model brine was stored at 8°C
in a fridge prior to the experiments. Each newly prepared batch of the model
brine was analyzed for its chemical composition by ICP-OES measurements.
Within the period of storage, the composition did not alter within the error
of measurement (cf. appendix [A.5)). Differences between single model brine
charges were caused by initial weight uncertainties of salts or deionized water.
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Figure 3.4: Composition of the used synthetic model brine (right, ICP-OES
measurement, IfG, CAU Kiel) in comparison to a Lower Cretaceous for-
mation water of the Northern German Basin after [Miiller and Papendieck|

(1975) (left)

3.3 Analytical Methods

To observe changes in the chemical composition of fluids and solids as well
as changes on the solid surfaces different analytical methods were applied.

3.3.1 Analyses of Solid Materials

As mentioned above all starting materials as well as selected reaction prod-
ucts were analyzed by electron microprobe measurements (EMP, Jeol Super-
probe JXA 8900R, IfG, CAU Kiel) concerning their chemical composition.
All phases were analyzed with 15 kV and 15 nA. While the feldspar sam-
ples were measured with a defocused beam of 15 pm, the carbonates were
measured with a focused beam. All samples were mounted in epoxy and
were subsequently polished. Before measurement, the prepared samples were
cleaned with petroleum ether in an ultrasonic bath to remove contaminants
of the preparation process. As final step the cleaned microprobe sections
were carbon coated.
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With the help of scanning electron microscopy measurements the solid sam-
ples were analyzed before and after the experiment to determine dissolu-
tion or precipitation phenomena on the mineral surface. The measurements
were accomplished at the SEM laboratory (IfG, CAU Kiel) using a CamScan
44 /EDX. The samples were placed on a aluminum pin sample plate, which
was covered with a coal tab. Afterwards the samples were sputtered with a
gold-palladium alloy to achieve the required conductivity. The measurements
were accomplished at an excitation voltage of 15 kV. The image magnifica-
tions ranged between 9 and 7000 depending on the respective image section.

To determine the reactive surface of the used materials gas adsorption mea-
surements were accomplished (BEL Japan Inc. BELSORP, AC, CAU Kiel).
Unfortunately, with the available method no usable results were produced.
In consequence values for reactive surfaces of different mineral phases and
different grain size fractions were taken from the literature.

A further method to characterize changes on the mineral surface was the X-
ray micro computer tomography (u-CT, Skyscan 1172, IfG, CAU Kiel). In
addition to this surface characteristic measurements realistic estimations of
grain - grain and grain - fluid contact areas should be determined. A special
preparation of the studied samples was not necessary. Depending on the aim
of measuring the sample position regarding the X-ray source, the used filters
and the calculation methods varied.

3.3.2 Solution Analyses

One of the main tasks within the present study was the description of min-
eral dissolution behaviors under the influence of dense CO, in saline fluids.
The simplest method to determine chemical changes of the reactants is the
analysis of the fluid phase by ICP-OES measurements.

Multi element measurements at the ICP-OES laboratory (IfG, CAU Kiel)
were accomplished at a spectrometer type Spectro Ciros CCD SOP by us-
ing a longtime applied measuring technique for seawater. Therefore the high
concentrated fluid samples used in the present study were diluted in 2% nitric
acid until seawater concentration was approximately reached. In addition,
each sample was loaded with Yttrium as internal standard. The measure-
ment of each single fluid sample includes five single measurements, which were
automatically averaged after the analyses. The system calibration is based
on different lab internal as well as commercial standards (e.g. MWSTDO05
or NASS4). To obtain a measuring control of the main components (e.g.
Ca, Cl, Mg or Na) the commercial standard TAPSO K15 was analyzed af-
ter every tenth measurement of the unknown samples. For trace elements
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(e.g. Fe, Mn, Ni) the measuring control based on the commercial standard
NIST 1643d. Between two individual samples the apparatus was rinsed with
2% nitric acid.

Multi element analyses were also accomplished at the Wietze E&P labora-
tory (RWE Dea AG, Wietze) by using a Spectro Ciros Vision. The applied
method is for example used for concomitant waters produced during the oil
production. To adopt this method the fluids used within the present study
were diluted with ultrapure water (ratio 1:100). The use of an internal stan-
dard was omitted, but to improve the analytical method all fluid samples
were loaded with 1 ml nitric acid. The addition of nitric acid affects the
solubility of components which have to be measured and therefore provides
a finer nebulization (aerosol formation) of the sample within the apparatus.
In consequence the sample input into the torch is more constant and results
in minor fluctuation of measuring values. The measurement of each single
fluid sample includes four single measurements, which were automatically
averaged after analyzing. The system calibration based on different diluted
standards (Bernd Kraft GmbH). The ingredients of the used standards are
conformed to samples, which are generally analyzed at this laboratory. Be-
tween two single samples the apparatus was rinsed with ultrapure water.

In terms of CO, sequestration processes the gas content within the fluid
samples is of increased importance. To determine the content of gas within
the sampled fluids gas chromatography analyses were accomplished at the
hydrochemical laboratory (IfG, CAU Kiel). Caused by the employed fluid
sampling process the gas disappeared from the fluid uncontrollably. In con-
sequence a significant, realistic statement about the gas content within the
fluid samples was not possible.



Chapter 4

Experimental Results and
Interpretation

In this chapter all experimental results are described followed by interpreta-
tion of the findings. In appendix experiments and the corresponding ex-
perimental conditions are summarized. Details about the experimental setup,
the starting materials and the analysis methods are described in chapter [3]

4.1 Teflon Reactor Experiments at Carbonatic
Samples

In total 66 dissolution experiments at carbonatic samples (calcite and dolomite)
were accomplished in the present study, whereat the main focus was on ex-
periments at calcite samples.

To compare the results of different experimental series the following exper-
imental conditions were hold constant: (i) the total pressure at a value of
~85 bar, (ii) the ratio between solids and fluids (1:200) and therefore the
initial weight of solids and fluids, and (iii) the composition of the synthetic
model brine. In contrast parameters like temperature, grain size fraction and
run duration varied at different experimental series to estimate dependencies
on the mineral dissolution process in regard to these parameters. There-
for two temperatures (100°C/150°C), four grain size fractions (<63 um,
63 — 160 pm, 160 — 250 pm, 250 — 500 pm) and run durations of 1, 2, 5, 10,
20, and 30 days (180 days in two cases) were applied. Each experiment was
accomplished twice to demonstrate the reproducibility of the experiments.
In the context of CO4 sequestration processes a few experiments at calcite
samples were accomplished without COs to determine the influence of this
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gas on the dissolution process.

4.1.1 Analyses of the Solid Samples

During the dissolution and/or precipitation process of minerals within fluid
phases reaction rims may form on the solid samples. On the one hand this re-
action rim may be characterized by chemical changes along the grain bound-
aries. Thus, for example, exchange reactions between cations of the solid
phase and cations of the fluid phase take place. Furthermore the adsorp-
tion of various fluid components on the mineral surface is possible. A third
possibility of chemical changes along the grain boundary is the formation of
more or less stable precipitates as result of the chemical reaction between
the mineral surface and the used fluid phase. In addition or instead of the
chemical modifications structural changes can although occur. The develop-
ment of reactions rims per se as well as the characteristics of the reaction
rim formation vary for different mineral phases.

Three different analytical methods were applied to study the above men-
tioned chemical (EMP) and structural (SEM, u-CT) changes on the reacted
mineral surfaces as a result of occurred dissolution processes.

Electron Microprobe Analyses (EMP)

EMP measurements were accomplished to detect chemical changes on the
mineral surfaces as a result of dissolution processes. Post-run calcite charges
of experiments at 150°C and ~ 85 bar were chosen to study these changes
in more detail. Reaction products of two different fractions (250 — 500 pm/
160 — 250 pm) were used to study grain size dependencies. In addition post-
experimental charges of varying run durations (1, 2, 20, and 30 days) were
chosen to determine time dependent chemical changes. Backscattered elec-
tron images of the analyzed grains including the points of measurement are
depicted in appendix [A.6] Furthermore appendix lists measured EMP
data of reacted calcite grains as well as the average composition of the start-
ing material to compare possible chemical changes.

As depicted in figure neither a significant time dependency nor a sig-
nificant grain size dependency can be observed at post-experimental calcite
charges. All apparent chemical changes are within the range of measuring er-
ror and thus allow no significant statements. Within the considered literature
comparable EMP measurement results of post-experimental solid materials
are also not described.
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Figure 4.1: CaO content of pre- & post-experimental calcite samples as func-
tion of the experimental run duration and the applied grain size: significant
alterations of the CaO content are verified. Filled symbols: average of all
measuring points within all grains at a given time step; open symbols: aver-
age of all measuring points within one grain at a given time step. Measuring
results are also listed in appendix (EMP laboratory, IfG, CAU Kiel)

Compared to calcite, dolomite exhibits similar mineralogical structures and
reaction behaviors. Therefore significant chemical changes of the mineral
surfaces are also not expected and thus detailed EMP measurements were
not performed.

Scanning Electron Microscope Analyses (SEM)

SEM measurements were accomplished to determine structural changes on
the mineral surface as consequence of dissolution processes. Post-run charges
of experiments at 150°C and ~85 bar were chosen to study these changes
in more detail. To determine time dependencies reaction products of differ-
ent experimental run durations were analyzed. Possible grain size as well as
temperature dependencies were not taken into account.

As depicted in figure [1.2) the starting materials reflect typical crystallographic
characteristics. Pre-experimental SEM images of calcite grains show rhom-
bohedral shapes with kinks and steps along all crystallographic directions on
the grain boundaries as well as on the mineral surfaces. However, dolomite
samples exhibit both rhombohedral shapes and polycrystalline agglomerates.
Rectangular pits on the mineral surface can be observed in addition to the
also apparent kinks and steps.

Despite multiple rinsing prior to the experiments all analyzed calcite and
dolomite grains exhibit ultrafine dust particles on the mineral surfaces.
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Figure 4.2: SEM photomicrographs of the starting materials: calcite (left,
250 - 500 pm); dolomite (right, 250 - 500 pm) (SEM laboratory, IfG, CAU
Kiel)

At first structural surface changes on post-experimental calcite grains will
be described. The initial rhombohedral shape of the grains is maintained
after an experimental run duration of one day (cf. figure . Furthermore
dissolution features along all crystallographic directions are clearly visible
indicating a preferentially occurred calcite dissolution on the above men-
tioned kinks and steps on the mineral boundaries as well as on the mineral
surfaces. In the literature kinks and steps are described as dislocation sites
where atoms preferentially detach from the surface due to their lower binding
energy. Yadav et al| (2008), for example, describe an increased Ca release
on dislocation sites by a factor of 2.25 compared to flat smooth surfaces.
A further considerable structural feature of the post-run calcite grains is
the development of needles on the overall mineral surface. Within a single
crystal face all needles exhibit the same orientation. This phenomena is for
instance described by |Pokrovsky et al.| (2009), who characterize the observed
needles as remnants of the initial mineral surface. At the beginning of the
dissolution process the development of etch pits along the crystallographic
directions can be observed. During the process of dissolution these etch pits
enlarged and overlapped each other. In consequence needles remain as rem-

nants of old etch pit walls which have overlapped with other pits
(2009)). During the ongoing experimental run duration the etch pit
dominated mineral surface morphology convert into a needle dominated min-
eral surface with a significant increased reactive surface area. For example,
dissolution experiments with organic/inorganic carbonatic samples and HCI-
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solutions carried out by Cubillas et al.| (2005]) exhibit a 30% as well as a 100%
increased BET surface area for calcite and aragonite samples, respectively,
in comparison to their initial BET surface.

Figure 4.3: SEM images of post-experimental calcite grains after a 1-day run
duration: (A) overview screen, (B) magnification of illustration A. Results:
(1) preservation of the initial rhombohedral shape, (ii) development of clear
dissolution features along all crystallographic directions, (iii) crystallic nee-
dles on the mineral surfaces as remnants of former etch pit walls. (SEM
laboratory, IfG, CAU Kiel)

With ongoing experimental run duration an onward structural change on the
mineral surfaces can be observed (cf. figure . The rhombohedral grain
shape is still maintained. In contrast to short-time experiments the clear
visible dissolution features as well as the needles appearance have changed
during the progressional dissolution process. Dissolution features along the
crystallographic directions are less developed. Furthermore the former sharp
needles changed partly into blunt needles. |Yadav et al| (2008)) characterize
the atomic structure of calcite by layers analogous to the framework struc-
ture of halite. With this assumption, the observed needle appearance of
long-time experiments within the present study suggests different dissolu-
tion steps. Blunt needles characterize an almost completely dissolved calcite
layer. The observed less visible dissolution features on the mineral surfaces
are probably also caused by the advanced dissolution of the outermost layer.
The sharp needles at long-time experiments stand either for a slower disso-
lution on the same calcite layer or characterize a faster dissolution, whereas
a subjacent layer is etched.
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Figure 4.4: SEM images of post-experimental calcite grains after a 30-day
run duration: (A, C) overview screen, (B, D) magnification of illustration A
and B. Results: (i) preservation of the initial rhombohedral shape, (ii) less
visible dissolution features along all crystallographic directions in contrast
to short-time experiments, (iii) formation of sharp as well as blunt crystallic
needles on the mineral surfaces. (SEM laboratory, IfG, CAU Kiel)

In comparison to the observed structural changes on calcite grains, post-
experimental dolomite charges exhibit a less significant alteration (cf. figure
4.5). While the initial rhombohedral or polycrystalline shape of grains is
maintained after a run duration of one day, neither clear visible dissolution
features nor the development of needles can be observed on the mineral sur-
faces or boundaries. Furthermore the structural changes do not occur evenly
on all analyzed grains. A few grains exhibit their initial appearance without
any dissolution features. Other grains are characterized by an irregular etch
behavior without any crystallographic orientation. But there are also grains,
which include both, dissolution characteristics as well as unreacted parts.
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Figure 4.5: SEM images of post-experimental dolomite grains after a 1-day
run duration: (A, C) overview screen, (B, D) magnification of illustration
A and B. Results: (i) preservation of the initial rhombohedral or poly-
crystalline shape, (ii) irregular dissolution features on the mineral surfaces.
(SEM laboratory, IfG, CAU Kiel)

With increasing run duration the initial shape of dolomite grains still main-
tains (cf. figure . The irregular etch behavior observed at short-time
experiments changes into a preferentially stepped dissolution along the crys-
tallographic directions at long-time experiments. The development of crys-
talline needles is still not observed. These dissolution behaviors are caused by
the atomic structure of dolomite, whereat Ca?* and Mg?* ions are arranged
in alternate layers (Yadav et al| (2008)). Due to the dense atomic packing
a destruction of framework bonds and therefore the dissolution of these al-
ternate layers do not take place. Rather, Ca?t and Mg?" ions are detached
from the mineral surface resulting in other structural changes compared to
calcite samples.

Figure 4.6: SEM images of post-experimental dolomite grains after a 30-day
run duration: (A) overview screen, (B) magnification of illustration A. Re-
sults: (i) preservation of the initial rhombohedral shape, (ii) stepped disso-
lution features along the crystallographic directions. (SEM laboratory, IfG,
CAU Kiel)
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In conclusion the SEM analyses of pre- and post-experimental calcite and
dolomite charges show time dependent structural changes on the mineral sur-
faces, whereas the development of dissolution features (e.g. etch pits, needles
or irregular shapes) is differentially pronounced with increasing run duration
and is related to the employed starting material. Despite of the same crystal
system and similar crystal shapes calcite and dolomite samples exhibit dif-
ferent dissolution behaviors. Reasons for these differences are described in
more detail by [Yadav et al.|(2008): (i) The calcite dissolution is characterized
by the destruction of framework bonds, whereat Ca?" ions are released. In
contrast the dissolution of dolomite is described by the detachment of Ca?*
and Mg*" ions from the crystal surface. (ii) The atomic structure of calcite
is arranged in layers, whereas within the dolomite the Ca?" and Mg?* ions
are segregated in alternate layers and thus results in a denser atomic pack-
ing. In consequence the observed varying structural changes are based on the
differences in the atomic configuration of the mineral framework structure.
All observed structural changes mentioned in the present study can be com-
pared to SEM analyses results of |Cubillas et al| (2005), Pokrovsky et al.
(2005), [Pokrovsky et al. (2009) and [Yadav et al.| (2008).

Micro Computertomography Analyses (u-CT)

In addition to the above mentioned SEM analyses structural changes on
the mineral surfaces can also be determined by micro computertomography
analyses (u-CT). The carbonatic samples analyzed in the present study do
not represent a sufficient data base to determine significant structural changes
on the mineral surfaces. Thus, an interpretation of analyzed data does not
occur in the present study.

4.1.2 Analyses of the Fluid Samples
(ICP-OES Analyses)

In addition to structural changes on the mineral surfaces, dissolution and/or
precipitation processes can also be determined by the alteration of the used
fluid phase. During dissolution processes various components (e.g. ions or
complexes) release from the mineral surface and thus enhance the concen-
tration of these components within the fluid phase. In contrast precipitation
processes result in the removal of different components out of the fluid and
cause the enrichment of these components within secondary minerals. A
third process is the cation exchange process between fluid and solid, which
also results in the chemical alteration of the fluid phase. The degree of fluid
alteration varies for different mineral phases.
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In the present study the determination of fluid alterations was accomplished
by ICP-OES measurements on pre- and post-experimental fluid charges. The
fluid samples were taken after each single experiment and were prepared as
described in chapter [3.1.1] The analyses of the fluid samples were proceeded
after the method described in chapter [3.3.2]

Following sub-chapters include descriptions of temperature dependent, grain
size dependent and gas-phase dependent alterations of the post-experimental
fluid charges in regard to the temporal progression of dissolution processes.
To ensure each single parameter dependency all further experimental con-
ditions were held constant within the respective experiments. Therefore,
temperature dependent experiments were accomplished at 100 °C and 150°C
by using solid phases with a grain size of 250 — 500 pum. In contrast grain size
dependent experiments were accomplished at 150 °C by using solid phases of
four grain size fractions (< 63 ym, 63 — 160 pm, 160 — 250 pm, 250 — 500 pm).
All these experiments run under a total pressure of 85 bar. The influence of
the gas phase was determined by experiments without CO, and experiments
with CO, (total pressure: 85 bar), whereat the parameters temperature and
grain size were held constant at 150 °C and 250 — 500 pum, respectively.

All experiments described in the present study were performed twice at iden-
tical run conditions to demonstrate the reproducibility of experimental re-
sults. In the following descriptions the experiments are distinguished in V-I
and V-II. To identify the reproducibility of the experimental results both
experiments are compared to each other. At first the five analyses of each
individual fluid sample are averaged after equation [4.1l Subsequent the de-
termined average of experiment V-II is related to the determined average of
experiment V-I.

N 1 — 1+ 2o+ ...+ 2,
Larithm = E sz - ! 2 (41)
i=1

n

To compare the determined analytical results of the respective experimental
series all values are conformed to each other in the following manner.

First of all the analyzed composition of the used standard (IAPSO K15) is
compared to the theoretical composition given by the manufacturer. The
determined differences are added to the measuring values of the unknown
samples. For example, the Ca-concentration in one complete ICP-OES mea-
surement exceeds the theoretical value by an average of 5 mg/L. In con-
sequence these 5 mg/L Ca are added to the determined Ca values of the
unknown samples.

Furthermore the determined analytical results have to be conformed to the
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used model brines. As mentioned in chapter the total number of exper-
iments could not accomplished with one charge of model brine. Therefore
several charges with theoretical the same composition have been prepared.
However, due to possible initial weight inaccuracies minor differences in the
composition of the model brine charges are not ruled out. All initial model
brine charges are normalized in the following manner to distinguish chemical
changes which are caused by different concentrated initial model brines and
"real" chemical changes which are caused by dissolution and/or precipitation
processes during the ongoing experiments. Those initial model brine which
exhibit the best fit to the theoretical model brine composition is fixed. All
other model brine charges are normalized to this fixed model brine compo-
sition. The resulting differences are added to the respectively determined
values of the unknown samples. For example, the Ca-concentration in the
model brine charge "B" exceeds the Ca-concentration of the fixed model
brine charge "A" by a value of 5 mg/L. In consequence, this 5 mg/L Ca are
added to the determined Ca values of all unknown samples which based on
the initial model brine charge "B".

All measuring results of experiments with calcite and dolomite are adjusted
with the above mentioned methods and form the data base for the following
considerations.

Temperature Dependent Alterations

When considering the dissolution behavior of carbonates the variable tem-
perature exhibits an influence on the reaction’s progression, even though the
influence is not so clear pronounced as known from feldspar dissolution pro-
cesses (c.f. chapter [£.2.2). For example, [Alkattan et al| (1998) and [Schott
et al.| (1989) describe slightly increasing dissolution rates with increasing
temperature. These assumptions are to be verified by experiments accom-
plished in the present study. As mentioned above two temperatures — 100 °C
and 150°C — were used. It has to be noted that these chosen temperatures
are higher compared to assumed temperatures in potential reservoir hori-
zons. However, to perform the experiments within appropriate time and
with significant changes, the higher temperatures were used to accelerate the
chemical reactions.

All following descriptions based on analyses of post-experimental fluid sam-
ples of 24 teflon experiments with calcite. Therefor, each temperature is
represented by 12 experiments with run durations of 1, 2, 5, 10, 20 and 30
days. The reproducibility of experimental results was realized by the accom-
plishment of two experiments (V-1 & V-II) with identical run conditions at
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every time step. Three of the 24 mentioned experiments have to be excluded
from the following considerations — the 1-day and 30-day experiment of series
V-I at 150°C as well as the 10-day experiment of series V-II at 100°C. The
measuring results of these samples exhibit in large parts lower concentrations
than the other analyzed samples. It is to be assumed that these low con-
centrations are caused by a faulty dilution during the sample preparation.
All analytical results of the measured fluid components are summarized in

appendices and [B.§|

At first the reproducibility of experimental results will be considered. The
differences between experimental series V-I and V-II are listed in appendices
and [B.9

In regard to the main components Cl and Na the reproducibility of experi-
mental results is clearly apparent. For both temperatures the differences be-
tween the experimental series range between 0.27% and 5.54%. In contrast
the minor components Ca and Mg exhibit larger differences up to 16.82%
(Ca) and 1.88% to 14.43% (Mg). It is to be observed that the smaller the
total concentration of compound the larger the differences between experi-
ment V-1 and V-II. Since the measured values of the component K are below
the detection limit all following descriptions exclude this component.

In general it can be assumed that the experimental results are reproducible.
Hence, all following descriptions are based on a combination of both exper-
iments (V-I and V-II), wherein the differences are taken into account. In
consequence each time step is represented by the average (after equation
of ten single analyses. The denoted deviations are calculated after equation
and include these ten individual measuring points.

sp ==’ (4.2)

When considering the measuring results in regard to the geochemical behav-
tor of the included components with increasing run duration, three main
observations can be made:

1. in relation to the components Cl, Na and Mg the pre- and post- exper-
imental fluid samples do not exhibit significant differences within the
determined standard deviation

2. fluid samples of experiments performed at 150 °C exhibit an detectable
increase in Ca-concentrations with increasing run duration, whereas



CHAPTER 4. EXPERIMENTAL RESULTS & INTERPRETATION 54

3. fluid samples of experiments performed at 100 °C show no significant
Ca-concentration changes during the entire run duration.

As already listed above Cl-; Na- and Mg-concentration changes between pre-
and post-experimental fluid samples are not detected. The progression of all
curves — independent of the applied experimental temperature — is similar
with increasing run duration (c.f. appendix . All concentration changes
ranged within the calculated errors. Based on the initial model brine com-
position and the solid phase an alteration of the fluid composition in regard
to the elements Cl, Na and Mg is not expected during the ongoing reaction.
Minor deviations in regard to the initial model brine are possible caused by
faulty sampling, storing and/or preparation of the fluid samples.

As known from the measurements of the solid samples (c.f. chapter
the dissolution of calcite during the ongoing experiment can be assumed.
In consequence a time dependent Ca release should to be observed within
the taken fluid samples. This statement is partly affirmed by the measuring
results. For experiments performed at 150°C a significant increase in the
Ca-concentration in regard to the Ca-concentration within the initial model
brine is observed. Already after a 2-days run duration the Ca-concentration
is increased by ~ 200 mg/L (c.f. figure left, diamonds). In contrast,
the Ca-concentration changes in fluid samples of experiments performed at
100 °C ranged within the calculated errors and are not significantly increased
in regard to the Ca-concentration within the initial model brine (c.f. figure
left, pentagons).

Based on these measuring results the derivation of the dissolution rate R is
possible after following equation:

ACCa
R =
RS -t

(4.3)

where Acg, describes the Ca-concentration change (mol) between pre- and
post-experimental fluid samples, RS is the reactive surface (m?) of the used
solid phase and t describes the experimental run duration (s). In the present
study Acc, and t result from the ICP-OES measurements and the experi-
mental conditions, respectively. In contrast, the reactive surface values used
for the calculations are based on experimental data after Eisenlohr et al.
(1999), who determine reactive surfaces of 0.0116 m?/g and 0.0082 m?/g
(BET measurements) for limestone samples with a grain size of 250 — 350 pum
and 350 — 500 pm, respectively. Since the grain size fraction used in the
present study comprises both grain size fractions of the mentioned litera-
ture data an average of both reactive surface values is used to calculate the
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Figure 4.7: Temperature dependent alteration of the model brine in regard
to the Ca-concentration (left) and corresponding calcite dissolution rates
calculated after equation (right): starting material calcite (250 — 500
pm); detailed information about the used data set see text; Results: (i)
an increasing experimental temperature results in an increasing Ca release
out of the solid and hence an increasing Ca-concentration within the fluid
phase; (ii) lower Ca release at experiments with lower temperatures results
in lower dissolution rates (ICP-OES laboratory, IfG, CAU Kiel)

dissolution rates in the present study. Appendix summarizes the used
parameters as well as the calculated calcite dissolution rates.

The right graph in figure depicts the calculated dissolution rates with
increasing run duration. As expected from the ICP-OES measurements the
dissolution rates for experiments at 100 °C are negligible small (R: 5.71-10710
mol/(m?-s) to 5.15-107% mol/(m?s)). In contrast, the determined dissolution
rates for experiments at 150 °C are more significant and are caused by the
increased Ca-release during the ongoing experimental run duration. It has
to be noted that during the first and the second day the clearest dissolution
rate increase can be observed and is caused by the most significant Ca-release
of ~ 200 mg/L during this time step. After reaching this concentration level
the amount of Ca within the fluid does not change significantly with in-
creasing run duration. In consequence, the determined dissolution rates for
experiments longer than 2 days decrease and converge to zero. The observed
negative dissolution rates (c.f. figure[4.7]right, gray symbols) for experiments
at both temperatures might be caused by the precipitation of Ca-bearing sec-
ondary minerals during the ongoing experiment or during the cooling process
after the experiment. However, SEM analyses of the reacted solids could not
exactly affirm this assumption.

The comparison of calculated dissolution rates and literature data is in prin-
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ciple possible and is depicted in figure 1.8l However, the following con-
straints have to be noted. Although all mentioned experiments are carried
out in closed batch reactor systems different stirring rates influence the flow
regimes within the used reactors. As known from chapter the parameters
"experimental setup" and "flow regime" are probably the parameters with
the largest influence regarding the considered comparison of literature data.
Various authors like Alkattan et al. (1998) or |Plummer et al.| (1978)) describe
increasing dissolution rates with increasing stirring rates. However, the lower
stirring rates (< 425 rpm) for experiments described in the literature cause
faster dissolution rates compared to the calculated dissolution rates within
the present study where the stirring rate achieves a value of 1100 rpm. The
determined differences in dissolution rates are between two and five orders
of magnitude.
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Figure 4.8: Comparison of calculated dissolution rates and literature data
(temperature dependent)

These observations are based on the continuousness of the stirring process.
While the stirring process is permanent for experiments described in the
literature the stirring process in the present study is limited to 3 times a
day. Thus, in general the experiments of the present study are run under
static conditions without any fluid flow and consequently result in slower
dissolution rates. Even the increased experimental temperature does not
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significantly accelerates the calcite dissolution rates compared to the litera-
ture data. However, the combination of experimental setup and temperature
seems to has an influence on the calcite dissolution behavior. The dissolu-
tion rates described in the literature based on rotating disk experiments with
a continuous stirring and might reflect potential CO, reservoirs close to the
injection site. In this case the influence of the stirring process overlaps the in-
fluence of the temperature, what results in a minor slope of dissolution rates
with increasing temperature. In contrast, the calculated dissolution rates de-
scribed in the present study based on static experimental conditions with a
temporal fluid flow and represent potential CO, reservoirs far from the injec-
tion site. Taking the steeper slope of the dissolution rate into account it has
to be assumed that in the present study the influence of the temperature is
more pronounced than the influence of stirring rate. These mentioned obser-
vations about different dissolution rates at different flow regimes are crucial
and might be influence the numerical simulations of various sequestration
scenarios significantly. Chemical reactions which are taking place close to
the injection sites exhibit faster dissolution rates than chemical reactions far
from the injection site.

The ionic strength of the used model brine also influences the dissolution be-
havior of calcite. While the shown literature data are based on ionic strength
smaller than 0.1 M, the model brine used within the present study exhibits
an ionic strength of 2.6 M. In regard to the fluid composition different chem-
ical interactions take place. Due to the high variability of fluid compositions
within the literature a well-defined statement about the influence of the pa-
rameter "ionic strength" is not possible.

A further parameter, which varies between the compared data is the grain
size fraction. Whereas Alkattan et al. (1998, [2002) and Pokrovsky et al.
(2005)) accomplished the experiments with grain size fractions of < 125 pum
and 100 — 200 pm, respectively, the used calcite grains in the present study
exhibit sizes between 250 — 500 ym. As known from the literature smaller
grain size fractions exhibit a larger reactive surface. In consequence, the Ca
release out of larger reactive surfaces is increased in regard to smaller reactive
surfaces and hence, results in increased dissolution rates. Detailed descrip-
tions of grain size dependent calcite dissolution processes are explained in
the following sub-chapter.

In addition to the dissolution rate R the activation energy E4 is derived. To
calculate the activation energy with the help of the Arrhenius equation the
rate constant k needs to be known. As deduced from descriptions of [Lasagal
and Kirkpatrick| (1981) the dissolution of calcite is a pseudo first-order reac-



CHAPTER 4. EXPERIMENTAL RESULTS & INTERPRETATION 58

tion, where the rate constant is described by following equation:

dC'y
74 4.4
i kCy (4.4)

Transferred to the present study, where a Ca release out of solid phase into
the fluid phase is described, equation has to be rewritten in the following

manner:
i dcsol

dt

=k (Csat — Cs01) (4.5)

where cg,; describes the Ca-concentration (mg/L) in a post-experimental fluid
at a defined point of time ¢ (s) and ¢,y describes the saturation concentration
of Ca (mg/L). By integrating this equation the following exponential function
is obtained:

Csat — Csol _ e*kt (46)
Csat — Co
or
Csol = Csat — (Csat - CO) : e_kt (47)

where ¢, describes the Ca-concentration (mg/L) in a post-experimental fluid
at a defined point of time t (s), ¢y describes the saturation concentration
of Ca (mg/L) and ¢y stands for the Ca-concentration of the initial model
brine (mg/L). In the present study both, cs,; and cg, are known from the
accomplished ICP-OES measurements. Hence, the saturation concentrations
and the rate constants for both temperatures (T: 100°C & 150°C) have to
be determined by the following mathematical algorithm:

y=A —Ay-e ™ (4.8)

The analyzed ICP-OES data are fitted in 30 iterations steps and result in
the values listed in table 1.1} Figure (left) depicts the mathematical fit
of data. It has to be noted that the customization of the function on an-
alytical results of experiments performed at 150°C is better than the fit of
analytical results of experiments performed at 100°C. This phenomena is
caused by the different Ca release out of the solid phase into the fluid phase.
Due to the insignificant Ca-concentration changes within the fluid samples of
experiments performed at 100 °C the customization of the exponential func-
tion on the analytical results is improper. In contrast, the more significant
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Ca-concentration changes within the fluid samples of experiments performed
at 150 °C exhibit a better customization of the exponential function on the
analytical results.

Table 4.1: Determined parameters as basis of activation energy calculations

Csat (Csat'CO) k R?
[mg/L] [mg/L] [1/d]
100°C 1415.83 + 17.79 10 0.11094 + 0.8805 0.13027

150°C 1628.71 + 26.78 300 0.72669 £ 0.2845 0.86867

To analyze the influence of the temperature on the chemical reaction of the
calcite dissolution the Arrhenius plot is used (c.f. figure 4.9 right). This plot
displays the logarithm of rate constants (In(k)) plotted against the inverse
temperature (1/T). By including the above determined rate constants for
both temperatures into the plot a linear equation can be fitted. Transferred
to the present study and according to the Arrhenius equation the linear
equation can be described as followed:
Ey 1

Ink=InA-—. = 4.
n n 7T (4.9)

where k describes the rate constants (1/d), A is the pre-exponential factor
(or prefactor, dimensionless), E4 describes the activation energy (J/mol), R
stands for the universal gas constant (J/mol-K), and T describes the absolute
temperature (K).

Using this mathematical derivation the determination of the activation en-
ergy is now possible. Experiments described in the present study exhibit an
activation energy of 10.646 kJ/mol (equals 2.54 kcal/mol). Even though ex-
periments of only two temperatures were accomplished in the present study,
the determined value is in good agreement with literature data of Plummer
et al.| (1978)) and Salem et al.| (1994) who determine activation energies of
about 10 kJ/mol. These relative small activation energies indicate diffusion
controlled reactions and thus strengthens the assumption mentioned in chap-
ter[2.1 that mineral dissolution behaviors of experiments with slow or without
any fluid flow are affected by diffusion controlled processes. Due to the ex-
perimental setup used in the present study the calculated activation energy
is plausible. In comparison to determined activation energies described by
Alkattan et al. (1998) (19 kJ/mol), |[Finneran and Morse (2009) (20 kJ/mol)
or |Gledhill and Morse (2006a) (21 kJ/mol) the calculated activation energy
in the present study is up to two times lower. Again, these observations are
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Figure 4.9: Derivation of the activation energy of calcite: left: determination
of the saturation concentration (csq:) and the rate constant (k) after equa-
tion [£7} right: illustration of the Arrhenius plot to deviate the activation
energy

caused by the application of different experimental setups. The experiments
accomplished in these three mentioned studies run under a permanent fluid
flow. In consequence, the mineral dissolution in these experiments are not
only influenced by diffusion controlled mechanisms but also influenced by hy-
drodynamic processes (c.f. chapter[2.1)). Due to the fluid movement the mass
transport of reactants/reaction products accelerates and consequently results
in increasing dissolution rates as well as increasing activation energies. As
already mentioned for the determined dissolution rates the flow regime im-
pacts the activation energy in a crucial way. In consequence, these different
activation energies might influence the numerical simulations of various se-
questration scenarios significantly. Chemical reactions which are taking place
close to the injection sites exhibit a larger activation energy than chemical
reactions far from the injection site.

Grain Size Dependent Alterations

In addition to the knowledge about temperature dependent calcite dissolution
behaviors the grain size of the solid samples represents a second influencing
parameter on the calcite dissolution behavior. As known from the literature
(e.g. |Eisenlohr et al| (1999) or |Zhang et al.| (2007))) increasing grain sizes
result in decreasing dissolution rates caused by the smaller reactive surface
of larger grain size fractions. Based on this statement it can be assumed
that different potential reservoir rocks exhibit various chemical reaction be-
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haviors caused by their wide spread of grain size composition. To verify this
assumption experiments at calcite grains of four grain size fractions were ac-
complished within the present study: <63 pm, 63 — 160 pm, 160 — 250 pm
and 250 — 500 pm.

All following descriptions based on analyses of post-experimental fluid sam-
ples of 36 teflon experiments with calcite. Therefor, the two larger grain size
fractions are in each case represented by 12 experiments with run durations
of 1, 2, 5, 10, 20 and 30 days. To demonstrate the reproducibility of exper-
imental results two experiments (V-1 & V-II) with identical run conditions
are accomplished at every time step. All experiments at the two smaller
grain size fractions are only carried out once. Three of the 36 mentioned
experiments have to be excluded from the following considerations — the
1-day and 30-day experiment of series V-I at a grain size of 250 — 500 pm as
well as the 10-day experiment of series V-I at a grain size of 160 — 250 pm.
The measuring results of these samples exhibit in large parts lower or higher
concentrations than the other analyzed samples. It is to be assumed that
these low/high concentrations are caused by a faulty dilution during the
sample preparation or by an evaporation process and consequently a satu-
ration of the dissolved components during the storage of the fluid samples.
All analytical results of the measured fluid components are summarized in
appendices (250 — 500 pm), [B.10] (160 — 250 pm), [B.12| (63 — 160 pm)
and (<63 pm).

The identification of the reproducibility of experimental data is identical to
the above mentioned procedure for experiments at different temperatures.
Appendices and list the determined results.

The geochemical behavior of the main components Cl and Na in post- exper-
imental fluids of experiments at different grain size fractions is similar to the
experiments performed at different temperatures. The differences between
the series V-I and V-II of experiments performed at the larger grain sizes
range between 0.46% and 5.54%. Also the minor components Ca and Mg
exhibit a similar geochemical behavior compared to experiments at different
temperatures. It is to be observed that the smaller the total concentration
of compound the larger the differences between experiment V-I and V-II.
Hence, the differences range between 1.72% and 25.85% for Ca and 3.2% and
61.31% for Mg. Since the measured values of the component K are below the
detection limit all following descriptions exclude this component.

Despite the partly significant differences between both experimental series
all following descriptions are based on a combination of experiment V-I and
V-II. In consequence each time step is represented by the average (after equa-
tion of ten single analyses. The denoted deviations are calculated after
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equation and include these ten individual measuring points.

Based on the measuring results three main observations can be made in
regard to the geochemical behavior of the included fluid components with
increasing run duration:

1. in relation to the main components Cl and Na the post-experimental
fluid samples exhibit slightly increased concentrations in regard to the
initial model brine

2. in relation to the minor component Mg significant differences between
pre- and post-experimental fluid samples can be observed, whereat the
measuring results suggest neither clearly increased nor clearly decreased
concentrations

3. with increasing run duration as well as decreasing grain size of the solid
samples a significantly increased Ca release can be observed

As depicted in Appendix the geochemical behavior of Cl and Na is sim-
ilar with increasing run duration. It strikes that especially the fluid samples
of experiments performed at the smaller grain size fractions exhibit slightly
increased Cl- and Na-concentrations in regard to the concentrations in the
initial model brine. Furthermore it is to be noted that these increased concen-
trations are only observed in fluid samples of short run durations. However,
due to the initial model brine composition and the used starting material,
respectively, an alteration of the fluid samples in regard to the components
Cl and Na is not expected during the ongoing dissolution process. A possible
reason for the observed concentration changes can be described by evapora-
tion processes during the sample’s storage, which result in a saturation of
fluid compounds. The Cl- and Na-concentration changes within the fluid
samples of experiments performed at larger grain size fractions are negligible
and range between the error of measurements.

As already mentioned above significant Mg-concentration changes can be ob-
served between pre- and post-experimental fluid samples. Based on the mea-
suring results a clear tendency of increasing or decreasing Mg-concentrations
is not determined. This suggests, that the concentration changes with in-
creasing run duration are not caused by dissolution and/or precipitation
processes. One possible explanation for the observed concentration changes
might be the adjacency to the detection limit of Mg during the ICP-OES
analyses. However, a definite explanation cannot be given.

In contrast to the main components Cl and Na as well as the minor compo-
nent Mg the amount of Ca in the post-experimental fluid samples changes
significant with increasing run duration as well as with increasing grain size.
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As depicted in figure (left) the most important Ca release with increasing
run duration can be observed in post-experimental fluid samples of exper-
iments performed at a grain size of <63 pm. In regard to the used initial
model brine the Ca-concentration is increased by a value of about 700 mg/L.
Furthermore it can be observed that increasing grain sizes result in decreas-
ing Ca releases. Therefore, post-experimental fluid samples of experiments
performed at a grain size of 250 — 500 pm exhibit a maximum Ca release
of 200 mg/L. The only exception is given by experiments performed at a
grain size of 160 — 250 pum. Within the error of measurements the Ca-
concentrations of these post-experimental fluid samples are similar to the
Ca-concentration of the initial model brine. The observed grain size de-
pendent Ca release is comparable with experimental result described in the
literature. For example, |[Eisenlohr et al. (1999) describe increasing Ca re-
leases with decreasing grain sizes as a result of the increased reactive mineral
surfaces with decreasing grain sizes.
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Figure 4.10: Grain size dependent alteration of the model brine in regard
to the Ca-concentration (left) and corresponding calcite dissolution rates
(right) calculated after equation detailed information about the used
data set see text; Results: (i) increasing grain size results in lower Ca-
concentrations within the fluid phase; (ii) in relation to the available reac-
tive surface samples with smaller grain sizes exhibit a lower Ca-release and
consequently result in smaller dissolution rates (ICP-OES laboratory, IfG,
CAU Kiel)

In general the above mentioned Ca release variations correspond to exper-
iments longer than 10 days. In contrast, the Ca-concentration changes be-
tween larger and smaller grain size fractions are not so clearly pronounced
for experiments with a short run duration (<10 days). This observation is
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attributed to the chemical disequilibrium, which prevails in the used experi-
mental setup at short run durations.

Based on the mentioned measuring results the dissolution rate R is derived
after euqation In the present study Acg, and t result from the ICP-OES
measurements and the experimental run conditions, respectively. In contrast
the reactive surface values used for the calculations are based on experimen-
tal data after |Gledhill and Morse (2006b), Finneran and Morse (2009) and

Eisenlohr et al.| (1999), who determine following reactive surfaces:

Table 4.2: Determined reactive surfaces for calcite as well as limestone de-
scribed in the literature

material grain size reactive surface® reference

[um] [m? /]
calcite 32 - 63 0.0500 Gledhill and Morse| (2006b))
calcite 63 — 125 0.0160 Finneran and Morse| (2009)
limestone 180 — 250 0.0163 Eisenlohr et al.| (1999)
limestone 250 — 350 0.0116 Eisenlohr et al.| (1999)
limestone 350 — 350 0.0082 Eisenlohr et al.| (1999)

¢ BET measurements

Even though the listed grain size fractions do not exactly reflect the grain size
fractions used in the present study, the determined reactive surface values
are nevertheless used to calculate the dissolution rates. Furthermore it has to
note that the largest grain size fraction used in the present study comprises
two grain size fractions which are described in Eisenlohr et al.| (1999). In
consequence, the average of both reacted surface values is used to calculate
the dissolution rate for these experiments. Appendix summarize the
used parameters as well as the calculated calcite dissolution rates.

The right graph in figure depicts the calculated dissolution rates with
increasing run duration. Based on the above mentioned observations about
the grain size dependent Ca release the determined dissolution rates are also
grain size dependent. However, in contrast to the most significant Ca release
at experiments with the smallest grain size, the fastest dissolution rate is
calculated for experiments with the largest grain size. Between the largest
and the smallest grain size fraction differences of about 2:107® mol/(m?-s)
are determined. It is noticeable (especially for experiments at a grain size of
250 — 500 pm) that during the first and the second day the dissolution rates
exhibit the clearest increase. It means that in regard to the elapsed run du-
ration and the available reactive surface the highest absolute Ca release out
of the solid sample takes place. In contrast, with increasing run duration the
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absolute Ca release over the available reactive surface decreases from time
step to time step and consequently results in decreasing dissolution rates,
which converge to zero. The observed negative dissolution rates (c.f. fig-
ure right, gray symbols) might be caused by a chemical disequilibrium
at short time experiments. Furthermore the precipitation of Ca-bearing sec-
ondary minerals during the ongoing experiment or during the cooling process
after the experiment is a possible reason for the observed negative dissolu-
tion rates. However, SEM analyses of the reacted solids could not affirm this
assumption (c.f. chapter .

As already known from literature data decreasing dissolution rates are caused
by increasing grain sizes and hence, decreasing reactive surfaces. However,
this assumption is not affirmed by the determined dissolution rates in the
present study, where the observations are contrary. It means that the largest
grain size results in the fastest dissolution rates. In turn, this statement seems
not plausible considered to the observed minor Ca release out of solids with
larger grain sizes compared to the increased Ca release out of smaller grains.
The reason for this observation is amongst others caused by the calculation
itself, whereat a concentration change between two time steps is related to
a defined reactive surface. In the case of the present study the absolute Ca
release out of the solid phase in regard to the available reactive surface is
exceeded for experiments performed at larger calcite grains compared to ex-
periments performed at smaller calcite grains. This indicates that the larger
grain size fraction exhibits a larger available reactive surface as explained as
followed. Due to the denser packing of smaller grain size fractions within
the applied teflon meshes used in the present study it is assumed that the
available reactive surface is smaller in regard to larger grain size fractions. In
turn, this is caused by a certain amount of surfaces, which contact each other
and are consequently not available for fluid-solid interactions. All these ob-
servations result in the contrary calcite dissolution behavior compared to the
described dissolution behavior of decreasing dissolution rates with increasing
grain sizes in the literature.

The comparison of determined dissolution rates with literature data is very
difficult in regard to grain size dependent data. Even though experiments
with varying grain size fractions are described in the literature further exper-
imental conditions like the reactor type, the temperature, the ionic strength
or the pH-values are differ too much to compare the data reasonably.

Based on the above mentioned observations it is assumed that the grain size
and therefore the reactive surface plays an important role for CO, sequestra-
tion processes. Within a potential CO,-storing reservoir the grain bond is
consolidated and cemented. In consequence mineral surfaces contacting each
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other are not available for fluid-solid interactions. Furthermore, some pore
spaces can be separated from the usable pore space by the cementation of the
connections. Hence, these pore spaces are also not available for fluid-solid
interactions. Consequently the application of the "real" reactive surface is
crucial for the numerical simulations of various sequestration scenarios. In
general the reactive surfaces currently used for numerical simulations based
on the BET method (c.f. (Gunter et al.| (1997) or|Morse and Arvidson| (2002)),
whereat the solid surface is determined by the amount of gas adsorbed on
the free accessible surface. Therefor, the analyzed grains are placed uncon-
solidated within the apparatus resulting in "ideal" reactive surfaces, whereat
the whole surface is included. However, the above mentioned observations
exhibit the strong influence of the reactive surface on the dissolution rate and
show the exigency of using realistic values to represent natural conditions.
In addition to the determination of the "real" reactive surface the struc-
tural change of the reactive surface during the ongoing dissolution and/or
precipitation process is necessary to know. For example, the SEM analyses
of post-experimental calcite grains exhibit different structural changes in re-
gard to the accomplished experimental run duration. This procedure is also
transferable to CO, sequestration processes. During the injection of CO, as
well as during the storage of CO, various mechanical and/or chemical reac-
tion processes may result in the alteration of the mineral surfaces. Due to
these processes the available reactive surfaces of minerals and therefore the
dissolution behavior of the considered materials are crucial influenced. In
consequence, the fact of the structural alteration of the reservoir components
have to integrate in the numerical simulations.

Possible methods to describe and determine such realistic surfaces as well as
structural changes of the mineral surfaces are given by u-CT analyses (e.g.
Kahl and Holzheid (2010)).

Gas-phase Dependent Alterations

When considering CO, sequestration processes the influence of the gas-phase
on the geochemical behavior of different materials has to taken into account.
As known from the literature and described in chapter gas-phases like
CO, cause pH-value variations in the fluid phases. However, dissolution
and /or precipitation processes occur differently depending on the respective
materials. While the calcite dissolution process accelerates with increas-
ing pH-values the fastest feldspar dissolution processes take place at both,
acid and alkaline pH-values. Although many literature data describe pH-
dependent experiments on various materials the accomplishment of further
experiments is necessary. Especially earlier studies exhibit experimental con-
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ditions far from natural conditions as they occur in potential CO, reservoir
rocks. For example the pH-value of experiments described in earlier studies
is adjusted by acids or bases. In contrast, the pH-value within a potential
reservoir is adjusted by the injected gas-phase and the associated chemical
reactions with the formation water. In the present study the influence of
gas-phases is rudimentally described by the accomplishment of a few experi-
ments with and without CO,. To ensure this gas-phase dependent influence
all further experimental conditions were held constant: T = 150°C, calcite
grain size = 250 — 500 um, solid-fluid ratio = 1:200. The total pressure of the
experiments is related to the temperature-induced expansion of the gaseous
and the fluid phases as well as the solution of gas in the fluid phase. Therefore
the total pressure in a system without CO, is lower compared to a system
with CO,.

All following descriptions are based on 16 teflon reactor experiments, whereat
the experiments with CO, are represented by 12 experiments. Three of the
16 mentioned experiments have to be excluded from the following consider-
ations — the 1-day and 30-day experiment (series V-I) performed with CO,
as well as the 2-day experiment performed without CO,. The measuring
results of these samples exhibit lower concentrations than the other analyzed
samples. It is to be assumed that these low concentrations are caused by
a faulty dilution during the sample preparation. Appendices [B.§ and
summarize the analytical results of all measured fluid components.

When considering the measuring results in regard to the geochemical behav-
tor of Ca with increasing run duration different amounts of Ca are released
from the solid phases (c.f. figure [1.11] left). Only experiments with CO,
exhibit significant increasing Ca-concentrations of about 200 mg/L with in-
creasing run duration. The Ca-concentrations for experiments without CO,
are similar to the Ca-concentration of the initial model brine and seems to
decrease with increasing run duration. The main reason for this observation
is the pH-value of the fluid phase. Due to the use of dry ice as CO,-source
the chemical milieu changes, whereat the solution of CO, in the fluid phase
results in a decrease of the pH-value. In contrast, the pH-values of fluid sam-
ples removed from experiments without CO, keep constant with increasing
run duration. This observed geochemical behavior affirms the assumptions
described in the literature and mentioned in chapter [2.3.1 whereat the dis-
solution of carbonates is induced by the adsorption of hydrogen ions (HT) on
the mineral surface (Alkattan et al. (1998)), Gautelier et al.| (1999), Golubev
et al|(2009), Sjoberg and Rickard, (1984al), Sjoberg and Rickard| (1984b))). In
conclusion, the dissolution of CO, in the model brine enhances the amount
of free H™ and consequently, accelerates the dissolution of calcite at experi-



CHAPTER 4. EXPERIMENTAL RESULTS & INTERPRETATION 68

ments with CO,.
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Figure 4.11: Gas-phase dependent alteration of the model brine in re-
gard to the Ca-concentration (left) and corresponding calcite dissolu-
tion rates (right) calculated after equation [£.3} starting material: calcite
(250 — 500 pm): detailed information about the used data set see text; Re-
sults: (i) the used dry ice as CO,-source causes a decreasing pH-value of
the fluid phase and consequently results in an enhanced Ca-release out of
the solid; (ii) lower Ca release in experiments without CO, results in lower
dissolution rates (ICP-OES laboratory, IfG, CAU Kiel)

The observed Ca-release differences are also reflected in the determined dis-
solution rates calculated after equation .3} The parameters Acg, and ¢
result from the ICP-OES measurements and the experimental conditions, re-
spectively. In contrast, the reactive surface values used for the calculations
are based on experimental data after Eisenlohr et al. (1999), who determine
reactive surfaces of 0.0116 m?/g and 0.0082 m?/g (BET measurements) for
limestone samples with a grain size of 250 — 350 um and 350 — 500 pm, re-
spectively. The grain size fraction used in the present study comprises both
grain size fractions of the mentioned literature data. In consequence, an av-
erage of both reactive surface values is used to calculate the dissolution rates
in the present study. Appendix [B.I5] summarized the used parameters as
well as the calculated calcite dissolution rates.

As depicted in figure (right) experiments performed with CO, exhibit
significant larger dissolution rates compared to experiments without CO,.
The differences between the dissolution rates range up to one order of mag-
nitude. In comparison with dissolution rates described in the literature the
dissolution rates calculated in the present study adapt to the tendency of
decreasing dissolution rates with increasing pH-value (c.f. figure . Fur-
thermore figure depicts the significant influence of the pH-value on the
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calcite dissolution rate. Despite the large variations of other experimental
conditions like ionic strength, total pressure or stirring rate (c.f. right
box) the pH-value dependency is still clearly pronounced. This observation
confirms the assumption compiled at the beginning of the monograph: the
pH-value of the used fluid is the most important influencing parameter for
dissolution and/or precipitation processes.
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Figure 4.12: Comparison of calculated dissolution rates and literature data
(pH-value dependent): point (1) illustrates the dissolution rate of the 5-day
experiment performed with CO,; point (2) illustrates the dissolution rate
of the 5-day experiment performed without CO,

Indeed it is to be noted that the above mentioned experiments pursue the
tendency described in the literature. However, the data base is too small
to describe gas-phase dependent alteration processes. In the case of CO,
sequestration processes it is known that the separation of CO, from combus-
tion gases of fossil fuel burning power plants does not result in pure CO,. A
certain admixture of other combustion gases (e.g. SO, or NO,) will always
be present in trace amounts. Therefore, a detailed study including various
gases is absolutely necessary to describe gas-phase dependent geochemical
behaviors within potential CO, storing reservoirs.



CHAPTER 4. EXPERIMENTAL RESULTS & INTERPRETATION 70

Geochemical Behavior of Dolomite Compared to Calcite

In addition to the numerous calcite dissolution experiments dolomite disso-
lution experiments were also accomplished in the present study to compare
the geochemical behavior of carbonates with different chemical compositions.
In spite of already described dissolution experiments at various carbonates
in the literature (e.g. |Chou et al.| (1989), |[Eisenlohr et al.| (1999) Pokrovsky
et al.| (2009) or [Yadav et al.| (2008))) the present study includes such experi-
ments due to the more realistic conditions according to the used model brine
or the used gas-phases.

All following descriptions based on analyses of post-experimental fluid sam-
ples of 24 teflon reactor experiments with calcite as well as dolomite. There-
for, each mineral phase is represented by 12 experiments with run durations
of 1, 2, 5, 10, 20 and 30 days. The reproducibility of experimental results
was realized by the accomplishment of two experiments (V-1 & V-II) with
identical run conditions (T = 150°C, grain size = 250 — 500 pm, total pres-
sure = 85 bar, solid-fluid ratio = 1:200) at every time step. Two of the 24
mentioned experiments have to be excluded from the following considerations
— the 1-day and 30-day experiment of series V-I with calcite. The measuring
results of these samples exhibit lower concentrations than the other analyzed
samples. It is to be assumed that these low concentrations are caused by a
faulty dilution during the sample preparation. All analytical results of the
measured fluid components are summarized in appendices and

As listed in and the reproducibility of experimental results is given
for all considered experiments. In regard to the main components Cl and Na
the differences between the experimental series V-1 and V-II range between
0.19% and 6.16%. In contrast the minor components Ca and Mg exhibit
larger differences of 0.27% to 16.82% (Ca) and 0.41% to 19.90% (Mg). The
increasing differences between series V-I and V-II are caused by the decreas-
ing total concentrations of Ca and Mg compared to the total concentrations
of Cl and Na. Since the measured values of the component K are below the
detection limit all following descriptions exclude this component.

As consequence of the above mentioned observations all following descriptions
are based on a combination of both experiments — V-1 and V-II. Therefore,
each time step is represented by the average of ten single analyses and is
calculated after equation [£.1] The denoted deviations are calculated after
equation and include these ten individual measuring points.

As depicted in figure the geochemical behavior of calcite and dolomite
differs with increasing run duration. While the Ca-concentrations in post-
experimental fluids of calcite experiments increase with increasing run du-
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ration the Ca-concentrations in post-experimental fluids of dolomite exper-
iments are similar to the Ca-concentration in the initial model brine. The
maximum Ca-concentration change between both starting materials range
about 200 mg/L. In regard to the component Mg the alteration of the model
brine is similar for both carbonates: with increasing run duration a Mg-
concentration increase seems to occur.
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Figure 4.13: Material dependent alteration of the model brine in regard to the
Ca- and Mg-concentration: detailed information about the used data set see
text; Results: (i) dolomite and calcite samples used in the present study
exhibit different dissolution behaviors; (ii) compared to the Ca release from
calcite the Ca release from the used dolomite is negligible; (ii) the apparent
increasing Mg-concentration for both starting materials can be negligible
(ICP-OES laboratory, IfG, CAU Kiel)

As know from the literature the observed differences in the dissolution be-
havior are plausible. For example, [Yadav et al. (2008) describe minor Ca?*
and Mg?* releases for dolomite samples compared to the Ca?t release for
calcite samples. The authors explain this observation by different dissolu-
tion mechanisms. While the calcite dissolution is based on the destruction of
framework bonds and hence, the release of Ca?*, the dissolution of dolomite
is based on the detachment of Ca?T and Mg?* from the crystal surface. Fur-
thermore the authors explain the different dissolution behaviors of calcite
and dolomite as a result of the atomic structure of the several minerals. In
spite of the same crystal system dolomite exhibits a denser atomic packing
than calcite and therefore, results in different dissolution behaviors.

In the case of the present study detectable dissolution processes are only ob-
served for calcite experiments. The ongoing dissolution mechanisms for this
starting material are described in the above mentioned sub-chapters. The
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apparent Mg-concentration increase in the analyzed fluid samples can be ne-
glected because the combination of the initial model brine and calcite does
not allow alteration processes of the fluid samples in regard to this compo-
nent during the ongoing reaction. In regard to experiments with dolomite
dissolution processes are not clearly pronounced. The Ca-concentrations in
the analyzed post-experimental fluids are similar to the Ca-concentration
in the initial model brine. In contrast, with increasing run duration a Mg-
concentration increase seems to occur. Assuming a stoichiometric dissolution
of dolomite the release of both components have to be similar. Compared to
the analyzed amount of Ca and the associated measuring errors of Ca the
Mg-concentrations in the post-experimental fluid samples of dolomite experi-
ments do not increase but rather range within the Ca-concentration changes.
Hence, in regard to the error of measurements the apparent Mg-concentration
increase is a result of the used measuring technique as well as the depicted
axis scale and can be neglected.

Based on the mentioned measuring results the dissolution rate R can be de-
rived after equation [4.3] The parameters Acc,, Acpry and ¢ result from the
ICP-OES measurements and the experimental run conditions, respectively.
As known from the literature reactive surfaces of dolomite and calcite ex-
hibit different values even though both materials have similar grain sizes (c.f.
Finneran and Morse (2009), |Gautelier et al.| (2007), [Yadav et al. (2008)).
Due to missing literature data of reactive surfaces for dolomite and calcite
samples with a grain size of 250 — 500 pm, the reactive surface values deter-
mined by |[Eisenlohr et al.[(1999) are used to calculate the calcite and dolomite
dissolution rates in the present study. The authors determine reactive sur-
faces of 0.0116 m?/g and 0.0082 m?/g (BET measurements) for limestone
samples with a grain size of 250 — 350 pm and 350 - 500 um, respectively.
Since the grain size fraction used in the present study comprises both grain
size fractions of the mentioned literature data an average of both reactive
surface values is used to calculate the dissolution rates in the present study.
Appendix [B.15] and [B.18] summarize the used parameters as well as the cal-
culated dissolution rates.

Based on the above mentioned observations about the Ca and Mg release,
respectively, the determined dissolution rates affirm the different dissolution
behaviors of calcite and dolomite. Compared to calcite dissolution rates the
dolomite dissolution rates are up to two orders of magnitude smaller. These
observed dissolution behavior variations are comparable with observations
in the literature and are caused as mentioned above by different dissolution
mechanisms and differences in the atomic packing of both starting materials
(c.f. [Yadav et al. (2008])).
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Conclusion of Measuring Results of ICP-OES Analyses
(Carbonatic Samples)

To conclude all observations mentioned in this chapter the following state-
ments can be made. In general the reproducibility of experimental results
is given. Due to the high amounts of Cl an Na in the used model brine
and consequently, the well detectable concentrations the reproducibility of
experimental results is clearly verified. In contrast, differences between both
experimental series are more pronounced for the minor components Ca and
Mg because of the lower concentrations of these components in the fluid
samples. Furthermore alteration processes of the fluid samples are not de-
tected in regard to the components Cl and Na as well as Mg (in the case
of calcite experiments). Due to the combination of the initial model brine
and the used solid phases an alteration of the initial model brine in regard
to these components is not expected during the ongoing dissolution process.
The only significant detectable concentration changes between pre- and post-
experimental fluids are measured in regard to the component Ca. Based on
the accomplished experiments temperature dependent, grain size dependent,
gas-phase dependent as well as material dependent dissolution mechanism
are observed and are comparable in the most cases with experimental re-
sults mentioned in the literature. For calcite dissolution experiments the
parameter pH-value as a result of the used gas-phase is the most important
parameter influencing the geochemical behavior. Both, dissolution rates as
well as activation energies are calculated and are generally comparable with
literature data. However, it has to be noted that varying experimental setups
and conditions can cause slight differences in the compared dissolution rates.
Nevertheless, in regard to the scientific question of geochemical behaviors
at CO, sequestration processes the experimental results are plausible and
describe mechanism far from the injection site.

4.2 Teflon Reactor Experiments at Feldsparic
Samples

In total 72 dissolution experiments with two different feldspar varieties were
accomplished in the present study, whereat anorthite samples typify Ca-
bearing feldspars and orthoclase samples represent K-bearing feldspars.

Similar to experiments with carbonatic samples different experimental se-
ries were carried out to determine grain size fraction as well as temperature
dependencies on the mineral dissolution process. Therefore the following ex-
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perimental parameters were hold constant: (i) the total pressure at a value
of ~85 bar, (ii) the ratio between solids and fluids (1:200) and therefore the
initial weight of solids and fluids, and (iii) the composition of the synthetic
model brine. But the parameters temperature, grain size fraction and run
duration varied at different experimental series to estimate the dependen-
cies of these parameters: T = 100°C or 150°C, grain size = 160 — 250 pm
or 250 — 500 um, t = 1, 2, 5, 10, 20 or 30 days. Each single experiment
was accomplished twice at identical run conditions to demonstrate the re-
producibility of the experimental results. In contrast to the accomplished
experiments with carbonatic samples all feldspar experiments were carried
out at a constant CO, partial pressure.

4.2.1 Analyses of the Solid Samples

During the dissolution and/or precipitation process of minerals within fluid
phases reaction rims may form on the solid samples. On the one hand these
reaction rims may be characterized by chemical changes along the grain
boundaries. Thus, for example, exchange reactions between cations of the
solid phase and cations of the fluid phase take place. Furthermore the adsorp-
tion of various fluid components on the mineral surface is possible. A third
possibility of chemical changes along the grain boundary is the formation of
more or less stable precipitates as result of the chemical reaction between
the mineral surface and the used fluid phase. In addition or instead of the
chemical modifications structural changes can although occur. The develop-
ment of reactions rims per se as well as the characteristics of the reaction
rim formation vary for different mineral phases.

Three different analytical methods were applied to study the above men-
tioned chemical (EMP) and structural (SEM, u-CT) changes on the reacted
mineral surfaces as a result of occurred dissolution processes.

Electron Microprobe Analyses (EMP)

To detect chemical changes of the feldspar grains as a result of dissolution
processes EMP measurements provide an opportunity.

As known from soil sciences feldspar alteration processes take place dur-
ing the weathering process, whereat ion exchange processes as well as the
release of different ions cause chemical changes of the mineral surfaces or
result in the development of reaction rims on the edge of the mineral grains.
It is to be assumed that these alteration processes might also observe at
the feldspar grains which are used in the present study. As described in
the following sub-section (SEM analyses) structural changes on the analyzed
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post-experimental mineral grains are clearly visible. Based on this obser-
vation chemical changes and thus, the development of reaction rims on the
edges of the mineral grains are possible. However, the SEM analyses also
show that the structural changes on the post-experimental mineral surfaces
are within the range of nanometers, what makes a preparation of EMP-thin
sections very difficult. Therefore, in the present study EMP-Analyses were
refrained.

Nevertheless, in order to confirm or to disprove the above mentioned as-
sumption of chemical changes in form of reaction rims EMP analyses of the
post-experimental feldspar grains are necessary and should be accomplished
in further studies.

Scanning Electron Microscope Analyses (SEM)

To determine structural changes of the mineral surfaces of both feldspars
(anorthite, orthoclase) SEM analyses were accomplished. Different post-run
charges of experiments at 150°C and ~85 bar were chosen to study these
changes. First significant chemical changes within the reacted model brine
occurred after 10 days due to the slower dissolution rate of feldspars compared
to carbonates (see chapter & [£.2.2)). Therefore, only 30-day post-run
solid charges were analyzed by SEM measurements as structural changes also
occurred probably delayed. Possible grain size as well as temperature depen-
dencies related to structural changes were not studied.

Figure depicts photo-micrographs of the starting materials. In the mi-
nority of cases the studied feldspar grains exhibit euhedral crystallographic
shapes due to the pre-experimental mechanical crushing of the monomin-
eralic rock specimens. For anorthite the less developed cleavage along two
crystallographic directions ((010), (110)) results in conchoidal to uneven min-
eral surfaces (c.f. figure[1.14A). These mineral surfaces dominate the studied
grains. Furthermore a few grains exhibit even mineral surfaces which repre-
sent the perfect cleavage parallel to the crystallographic direction (001) (c.f.
figure ) In contrast orthoclase samples exhibit more regular shapes due
to their perfect as well as good developed cleavage into two crystallographic
directions ((001), (010)) (c.f. figure[d.14C). Due to the exsolution behavior of
alkali feldspars the orthoclase surfaces seem to be fibrous (c.f. figure [1.14D).
Despite multiple rinsing prior to the experiments ultrafine dust particles were
still present on the mineral surfaces.
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Figure 4.14: Photo-micrographs of the starting materials: (A, B) anorthite:
250 — 500 pm; (C, D) orthoclase: 250 — 500 pum (stereo microscope, IfG,
CAU Kiel)

At first structural surface changes on post-experimental anorthite grains
will be described. The initial irregular shape with even as well as con-
choidal /uneven surfaces is maintained after an experimental run duration
of 30 days (cf. figure [£.15). All studied grains exhibit a complete coating
with secondary mineral phases. At smaller magnifications the development of
these mineral phases seems to be pseudomorph related to the initial feldspar
(cf. figure B and C). However, larger magnifications clearly show small
platy/planar and in some cases radiating rose-like aggregates of grain sizes
<1 um (cf. figure D). This structure is typical for many phyllosilicates
like clay minerals or mica.

The results of the present study are very well comparable with results de-
scribed by Hangx and Spiers| (2009). The authors describe their post-experi-
mental charges as minerals with widespread shaped surface precipitations like
fine, platy, lath-like, honeycomb-like, rose-like particles or as "booklets" of
hexagonal shaped plates. In general the observed secondary mineral phases
described by Hangx and Spiers| (2009)) are smaller than 1 pm in size. While
the grains of the present study are completely coated with secondary mineral
phases, Hangx and Spiers (2009) describe thin, discontinuous porous layers,
which occupy the surface by only 10% to 40%. The authors assume that the
observed precipitations represent phyllosilicates like illite, smectite or kaoli-
nite due to their typical crytsallographic shapes. In addition to the clear
visible precipitation of secondary minerals [Hangx and Spiers (2009)) describe
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the development of occasionaly observed etch pits. This dissolution feature
is also described by Hodson! (2006]) and (Oelkers and Schott| (1995), whereat
these authors describe no secondary mineral phases. In contrast to the men-
tioned literature data the development of etch pits on post-run charges is not
observed in the present study.

Figure 4.15: SEM images of post-experimental anorthite grains after a 30-day
run duration: (A, C) overview screen, (B, D) magnification of A and C. Re-
sults: (i) preservation of the initial irregular shape, (ii) complete coating
of all grains with secondary mineral phases like clay minerals. (SEM labo-
ratory, IfG, CAU Kiel)

In contrast to the observed structural changes on anorthite grains, post-
experimental orthoclase charges exhibit other dissolution features (cf. figure
4.16)). However, the initial shape of grains is also maintained after a 30-day
run duration. A comprehensive precipitation of secondary minerals is not ob-
served. Only selective areas with star-like mineral phases are found (cf. figure
A). In the literature precipitation of secondary minerals is also not well
documented. For example, [Blake and Walter| (1999) observe Al-containing
precipitations and interpret this mineral phases as smectites. However,
tier et al.| (1994) observe no precipitates at all.

The much more significant structural changes on the orthoclase surfaces are
the extensive development of etch pits and steps. The etch pits exhibit ir-
regular shapes and are cord-like placed (cf. figure m B). These phenomena
are also described by (Gautier et al. (1994), who combine the location of etch
pits with the presence of feldspar exsolution features. Furthermore
and Oelkers| (2004), describe etch pits as indicator for heterogeneous disso-
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lution processes. In the present study the observed steps are oriented along
the crystallographic directions and are visible according to their observed
crystal face (cf. figure C and D). Furthermore it can be noted that
different crystallographic directions exhibit different dissolution features as
well as dissolution progressions. Thus, it is uncommon that etch pits and
dissolution steps appear corporately on the same single crystal face.

Figure 4.16: SEM images of post-experimental orthoclase grains after a
30-day run duration: (A, B) formation of etch pits and precipitations, (C)
overview screen, (D) magnification of box within C. Results: (i) preser-
vation of the initial shape, (ii) development of etch pits and steps more or
less along the crystallographic directions, (iii) local precipitation of star-like
secondary mineral phases. (SEM laboratory, IfG, CAU Kiel)

In conclusion SEM analyses of pre- and post-experimental anorthite and or-
thoclase charges show different dissolution features on the mineral surfaces
after run durations of 30 days. Anorthite samples exhibit completely coated
mineral surface, whereat the secondary mineral phases can be characterized
as clay minerals. The development of etch pits is not proven. In contrast
post-experimental orthoclase charges exhibit both, secondary mineral pre-
cipitations and etch pits. Furthermore the development of dissolution steps
is observed. It has to be noted that the etch pits occur along feldspar exsolu-
tion features and the steps are oriented along the crystallographic directions.
In addition it is uncommon that these two dissolution features appear cor-
porately on the same single crystal face.

All observed structural changes mentioned in the present study are more or
less confirmed with literature data. However, the statement of
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Spiers (2009)) that anorthite samples as Ca-bearing feldspars exhibit more
extensive structural changes on the mineral surface than orthoclase samples
as K-bearing feldspars cannot be affirmed in the present study. The overall
alteration of both feldspar samples is similar. But the dissolution features
are differently developed on the individual feldspars.

Micro Computertomography Analyses (u-CT)

In addition to the above mentioned SEM analyses structural changes of the
solid phases can also be determined by pu-CT analyses. For example, the ob-
servation of volume changes caused by precipitation or dissolution processes
is one possibility. Therefor each sample is X-rayed before and after the ex-
periment creating a set of different X-ray projections (c.f. appendix [A.7A).
Based on the image information of all these X-ray projections a reconstruc-
tion of the sample is calculated with the help of mathematical algorithms
and includes a stack of 2D sections, whose distances to each other are equal
to the pixel size (c.f. appendix ) In consequence isometric voxels are
created. The individual mineral phases within the solid samples are defined
by different gray values, whereat the gray value is associated with the den-
sity of the respective material. Dense materials are not as well penetrated
by X-rays as less dense materials resulting in the reduction of signals on the
detector. Thus, the higher the density of the mineral phase the lower the
grey value. Ore minerals, for example, are not well penetrated by X-rays
and cause low grey values. In contrast carbonates or feldspars exhibit much
higher grey values caused by the significant lower mineral density. Due to
the complete radiation of the pore space these parts of the sample are recon-
structed as black areas (highest grey value: 255). To determine a realistic
image of the solid sample the detected grey values must be assigned to indi-
vidual mineral phases. Mineral phases with significant different densities can
be separated well from each other (e.g. ore minerals vs. carbonates). How-
ever, the distinction between mineral phases of similar densities (e.g. feldspar
vs. quartz) is more difficult because the reconstruction results in overlapped
grey values. Furthermore it has to be noted that grain boundaries cannot
definitely assigned to one grey value. The so called "partial volume" effect
appears. That means one voxel can include both, pore space and solid phase.
The partial empty voxels exhibit lower grey values compared to well-defined
mineral phases. Thus, grain boundaries possess a range of several shades of
grey. In consequence a geometrically correct threshold detection has to be
performed to binarize the grey values and thus to distinguish various min-
eral phases from each other as well as mineral phases from the pore space
(c.f. appendix [A.7C). This threshold detection can be accomplished either
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automatically or manually. The following examples describe results of both
methods, automatic and manual threshold detections.

To determine volume changes between starting material and reaction product
u-CT analyses on orthoclase samples of six experiments at different condi-
tions were accomplished. The analyses include both, samples with different
grain sizes and samples of experiments at different temperatures. All consid-
ered samples originate from 30-day experiments. To ensure the reproducibil-
ity of experiments each single experiment was accomplished twice at identical
experimental conditions. Table 4.3[summarizes the analyzed samples and the
associated experimental conditions.

Table 4.3: Experimental conditions of experiments at orthoclase samples
analyzed by p-CT measurements

sample grain size temperature run duration series®
[pm] [°C] d]
OR 001 250 — 500 150 30 V-1
OR 002 250 — 500 150 30 V-II
OR 003 160 — 250 150 30 V-1
OR 004 160 — 250 150 30 V-1I
OR 005 250 — 500 100 30 V-1
OR 006 250 — 500 100 30 V-II

%geries V-1 & V-II were performed at identical experimental run conditions to
demonstrate the reproducibility of reaction products.
(see chapter and table for more details)

At first results based on automatic threshold detections will be discussed. The
lowest grey value is set to 76 and the highest grey value to 255. Figure
depicts the grain volume distribution compared to the grain size before and
after the experiments. Fach data set represents the mean of the single u-CT
analyses of two related experiments with identical experimental conditions
and are calculated after equation [4.10

1 & otz
Tarithm = E E T, = T T (410)
i=1

n

The denoted error bars arise from the calculation of the standard deviation
(c.f. equation [4.11)) of the single p-CT analyses of two related experiments:

sp— ==’ (4.11)
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The left graph shows results of experiments with mineral samples of the
larger grain size (250 — 500 pm) at temperatures of 100°C as well as 150 °C.
The right graph depicts results of experiments with mineral samples of the
smaller grain size (160 — 250 um) at 150 °C.
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Figure 4.17: Grain volume distribution compared to the grain size before
and after the experiment: grey thresholds remain constant (76 — 255). (A)
grain size: 250 — 500 pm, T: 100°C/150°C; (B) grain size: 160 — 250 pm,
T: 150°C (p-CT laboratory, IfG, CAU Kiel)

Within each single grain size fraction the progression of all depicted data
sets is almost identical. Based on these results neither significant tempera-
ture dependent nor significant grain size dependent differences are detected.
The progression of curves of pre- and post-experimental samples is nearly
the same. All observed deviations range within the calculated standard de-
viation. In conclusion structural changes in the form of volume variations
of the solid phases cannot be determined by using the automatic threshold
detection.

Another method to interpret results of u-CT analyses is based on the manual
threshold detection. While the highest grey value is also set constant to 255
the lowest grey value is chosen manually and ranges between 66 and 80 (c.f.
table . It has to be noted that samples of experiments with identical
experimental conditions exhibit more or less similar grey values, whereat the
grey values determined for the samples before and after the experiment can
differ to some extent significantly.
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Table 4.4: Determined grey values after the manual threshold detection for
all considered samples before and after the experiment

sample® grey value
pre-experimental  post-experimental
OR 001 70 66
OR 002 71 65
OR 003 76 78
OR 004 71 80
OR 005 69 76
OR 006 73 73

“experimental conditions see table |ﬁ|

Figure [£.1§ depicts the grain volume distribution compared to the grain size
before and after the experiments. Each data set represents the mean of the
single ;-CT analyses of two related experiments with identical experimental

conditions and are calculated after equation [4.10

The denoted error bars

arise from the calculation of the standard deviation (c.f. equation {4.11)) of

these single u-CT analyses.
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Figure 4.18: Grain volume distribution compared to the grain size before
and after the experiment: manual adjustment of the lower grey thresh-
old (66 — 80), upper grey threshold remains constant (255). (A) fraction:
250 — 500 pm, T: 100°C/150°C; (B) fraction: 160 — 250 pm, T: 150°C

(u-CT laboratory, IfG, CAU Kiel)

Within each single grain size fraction the progression of all depicted data
sets is nearly the same. Even by using this method neither significant tem-
perature dependent nor significant grain size dependent differences are de-
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termined. All observed deviations range within the calculated standard de-
viation. In contrast to results based on automatic threshold detections the
differences between pre- and post-experimental solid phase volumes are more
pronounced, even though the deviations are within the calculated error in
most of the cases. In conclusion the method of manual threshold detection
can also not determine significant structural changes in the form of volume
variations of the solid phases.

In addition to the non-detectable volume changes it has to be noted that
the average grain size detected by p-CT analyses is smaller than the real
average grain size detected by granulometric analyses. In the grain size frac-
tion of 250 — 500 pm the largest volumetric content is taken by grains of
110 — 230 pm in size. The largest volumetric content for the grain size frac-
tion 160 — 250 pum is taken by grains of 60 — 130 pm in size. These differences
are caused by the analytical method to determine the grain sizes. All grains
within a sample are represented by fictive spheres. Based on the diameter
of these fictive spheres the grain sizes are derived. For grains with similar
expansions in all crystallographic directions this method is able to estimate
almost realistic grain sizes (c.f. figure [£.19A). However, grains with irregu-
lar columnar or platy shapes are misrepresented by the described analytical
method, because the diameter of the fictive sphere does not reflect the real
grain shape (c.f. figure ) As known from SEM analyses the feldspar
samples exhibit clear rectangular grain shapes. These mineral shapes cannot
be reflected by the fictive spheres resulting in the shift of natural average
grain sizes to smaller calculated grain sizes.

Figure 4.19: Schematical illustration of the grain size determination by u-CT
analyses

In conclusion the results of u-CT analyses determined in the present study
vary in regard to the used grey value threshold detection. The observed
volume changes for both methods (automatic and manual threshold detec-
tion) are identical within the calculated experimental error. Thus, a robust
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statement about volume changes between pre- and post-experimental mineral
phases is not possible. It can be assumed that possible structural changes
in the form of grain phase volume variations are not enough pronounced to
get detected by the applied measuring technique. Furthermore it has to be
noted that the real grain sizes of the rectangular shaped feldspar minerals are
not reproduced by the accomplished analytical method. The average grain
size of both used grain size fractions is shifted to smaller average grain sizes
caused by the above mentioned method of using fictive spheres to describe
the grain shape.

4.2.2 Analyses of the Fluid Samples
(ICP-OES Analyses)

In addition to structural changes on the mineral surfaces, dissolution and/or
precipitation processes can also be determined by chemical changes of the
used fluid phase. During dissolution processes various components (e.g. ions
or complexes) are released from the mineral surface and thus enhance the
concentration of these components within the fluid phase. In contrast pre-
cipitation processes result in the removal of different components out of the
fluid and cause an enrichment of these components in secondary minerals
(precipitates). A third process is the cation exchange process between fluid
and solid, which also results in the chemical alteration of the fluid phase.
The degree of fluid alteration varies for different mineral phases.

In the present study the determination of fluid alteration was accomplished
by ICP-OES measurements on pre- and post-experimental fluid charges. The
fluid was sampled after each single experiment and was prepared for analysis
as described in chapter Following explanations are based on ICP-OES
measurements of post-experimental fluid charges of experiments with ortho-
clase. Using these measurements temperature dependent as well as grain
size dependent alterations of the fluid phases can be detected in regard to
the temporal progression of the dissolution process. Furthermore the calcu-
lation of kinetic data like dissolution rates and activation energies are based
on these measuring results.

Temperature Dependent Alterations

As known from the literature (e.g. |Carroll and Knauss (2005); |Chen and
Brantley| (1997)); [Harouiya and Oelkers (2004)) feldsparic samples exhibit
temperature dependent dissolution behaviors. To verify these statements in
relation to the aim of CO, sequestration processes various experiments at
temperatures of 100°C as well as 150°C were accomplished in the present
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study. It has to be noted that these chosen temperatures are higher compared
to assumed temperatures in potential reservoir horizons. To clearly ensure
the temperature dependent feldspar dissolution all further experimental con-
ditions were held constant: grain size = 250 — 500 pm, total pressure = 85 bar
and solid-fluid ratio = 1:200. All following descriptions are based on analyses
of post-experimental fluid samples of 24 teflon experiments with orthoclase.
Thus, each temperature is represented by two experimental series (V-1 &
V-II) of 6 experiments with a 1-, 2-, 5-, 10-, 20- and 30-day run duration.
It has to be noted that experimental series V-1 & V-II were performed at
identical run conditions to demonstrate the reproducibility of experimental
results. Appendices [B.19] and [B.21] summarize the analytical results of all
measured fluid components.

To identify the reproducibility of the experimental results both experimental
series (V-1 & V-II) are compared to each other. Therefor the four analyses of
each individual fluid sample are averaged after equation Subsequently
the determined averages of series V-II are related to the determined averages
of series V-I (c.f. table [B.20)[B.22).

In regard to the main components Ca, Cl, K, Mg, and Na the differences
between the experimental series range between 0.09% — 4.91% (100°C) and
0.05% — 3.37% (150°C), respectively. An exception is given by the 30-day
experiments performed at 150 °C. Here, the determined differences of series
V-I and V-II range between 9.3% and 10.74% and might be caused by a
faulty sampling, storing or preparation of the samples. Because the elements
Al, Ba, and Sr are not included in the initial model brine and are not sig-
nificantly dissolved out of the solid phase during the ongoing reaction, the
measured values for these elements are below or near the detection limit.
Thus, they are not suitable to verify the reproducibility of experimental re-
sults. The element Si descibes a special case. The initial model brine does
not include disolved Si. Only due to the reaction of the initial model brine
and the used solid phase the Si concentration within the fluid increases with
increasing run duration. It has to be noted that an increasing run duration
results in increasing Si concentration. In turn, these increasing Si concen-
tration results in qualitative better measuring results. In consequnce the
differences between series V-1 and V-II decrease with increasing run duration
and increasing Si concentration, respectively.

Including all mentioned components it can be assumed that the experimen-
tal results are reproducible. Under this assumption all following descriptions
are based on results of both series (V-I and V-II). Thus, each time step is
represented by the average (after equation of eight single analyses. The
denoted deviations are calculated after equation and include these eight
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individual measuring points.

When considering the measuring results in regard to the geochemical behav-
tor of the included components with increasing run duration, three main
observations can be made:

1. in relation to the main components Ca, Cl, K, Mg and Na the pre- and
post-experimental fluid samples do not exhibit significant differences
within the determined standard deviation,

2. fluid samples of experiments performed at 150 °C exhibit detectable Si
concentrations after a 10-day run duration, whereas

3. fluid samples of experiments performed at 100 °C exhibit no detectable
Si concentrations over the entire run duration.

To discuss the first mentioned statement appendices [A.10| and [A.11] depict
the analytical results, whereat appendix includes all single measuring
results and appendix illustrates the determined averages and the cor-
responding standard deviations. First of all it has to be noted, that the
progression of all curves — independent of the used experimental tempera-
ture — is similar with increasing run duration, whereat the absolute values
slightly differ between both temperatures (150°C > 100°C). Partial minor
differences in regard to the initial model brine can be observed and are pos-
sibly caused by faulty sampling, storing or preparation of the fluids samples.
But in general, the deviations range within the determined errors. Based on
the initial model brine composition and the used solid phase an alteration
of the fluid composition in regard to the elements Ca, Mg, Na and Cl is not
expected during the ongoing reaction.

In contrast the alteration of the fluid composition in regard to the elements
K, Al and Si is more supposable due to the release of these elements during
the ongoing dissolution of orthoclase. But, neither the measuring results of
K nor the measuring results of Al exhibit significant changes between the
pre- and post-experimental fluid samples with increasing run duration. In
the case of the component Si, concentration changes can be observed in a
few samples (c.f. figure [£.20). While the Si-concentration within samples of
experiments performed at 100°C are below the detection limit, samples of
experiments performed at 150 °C exhibit detectable Si-concentrations after
a 10-day run duration. These measuring results confirm the common state-
ments of temperature dependent feldspar dissolution given in the literature,
whereat the absolute measured release of Si varies between different authors.
For example, Blake and Walter| (1999) already observed significant changes of
the Si concentration within fluid samples of experiments performed at 80 °C.
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Experiments performed by Harouiya and Oelkers| (2004)) exhibit detectable
Si-concentration changes at temperatures of 100°C. Although the results
of different studies are similar, these results cannot be easily compared to
each other. As mentioned in chapter [2| different experimental conditions like
the experimental setup (batch reactor vs. flow through reactor) or the initial
fluid composition result in variant dissolution behaviors of one mineral phase.
In the case of the present study the used experimental conditions only allow

a significant detectable dissolution of orthoclase at experiments performed
at 150°C.
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Figure 4.20: Temperature dependent alteration of the model brine in regard
to the Si-concentration (starting material: orthoclase): (A) single measure-
ments describe eight analyses of two single fluid samples at every time step;
(B) the average subsumes all analyses of two single fluid samples at every
time step; grey symbols depict values below the detection limit. Results: (i)
all measured Si-concentrations within fluid samples of experiments at 100 °C
are below the detection limit; (ii) significant increase of Si-concentrations
within the fluid samples of experiments performed at 150 °C are measured
at run durations longer than ten days (ICP-OES laboratory, RWE Dea,
Wietze)

The reason for the non-detectable and/or the different release of K, Al and
Si are caused by various, partly combined factors. First, the dissolution of
orthoclase at the given experimental conditions is too slight to effect sig-
nificant concentration changes between the pre- and post-experimental fluid
samples. Second, the dissolution of orthoclase takes place at the given ex-
perimental conditions, but is not detectable by the used measuring technique
or the changes in concentration are only within the error of measurement.
The third factor for different dissolution behaviors is the precipitation of sec-
ondary minerals during the ongoing dissolution process. As mentioned in
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chapter local precipitations on the mineral surfaces are observed. A
well-defined determination of the mineral phases is not possible due to the
size of the precipitations. However, compared to literature data it has to be
suggested, that these precipitations are clay minerals or mica minerals. As
well known from soil weathering processes orthoclase and acid rain reacts to
kaolinite. In addition, SiO, and K" are released out of the solid into the fluid
phase. This reaction can be transferred to the orthoclase alteration processes
observed within the present study and can be described by following equation.

4 KAISi;O4 + 4 H* +4 HCO; + 2 H,0
— Al,[(OH)g/Si,0,0] + 8 SiO, + 4 K* + 4 HCO4

If the chemical reaction completely takes place 3.5 mg K and 7.9 mg Si have
to be released. In the case of the present study the release of 0.21 mg K
would range within the error of measurements. Furthermore, the measured
Si content within the post-experimental fluid samples would suggest a max-
imum orthoclase dissolution of 6% after a 30-day run duration. But, during
the ongoing experiment the chemical reaction never takes place in this ideal
form. Various more or less definable stable as well as meta-stable phases
could develop and influence the composition of the fluid phase.

The derivation of the activation energy is not possible within the present
study. To use the Arrhenius equation (c.f. chapter rate constants of
at least two temperatures are necessary. However, based on the above men-
tioned measuring results this condition is not given within the present study.
The second kinetic data - the dissolution rate - is also only constricted de-
tectable. Due to the non-measurable Si-concentrations for experiments per-
formed at 100 °C the calculation of the dissolution rate is not possible. In
contrast, the determination of dissolution rates for experiments performed at
150°C is partly possible and will be discussed in the following sub-chapter.

Grain Size Dependent Alterations

The second influencing parameter considered within the present study is the
grain size of the solid samples. As known from the literature increasing
grain sizes result in decreasing dissolution rates caused by the smaller reac-
tive surface of larger grain size fractions. This statement has to be verified
within the present study by using two grain size fractions: 160 — 250 pym
and 250 — 500 pum, respectively. To clearly ensure the grain size dependent
feldspar dissolution all further experimental conditions were held constant:
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temperature = 150 °C, total pressure = 85 bar and solid-fluid ratio = 1:200.
All following descriptions are based on analyses of post-experimental fluid
samples of 24 teflon experiments with orthoclase. Thus, each grain size frac-
tion is represented by two experimental series (V-1 & V-II) of 6 experiments
with a 1-, 2-) 5-, 10-, 20- and 30-day run duration. It has to be noted that
experimental series V-1 & V-II were performed at identical run conditions
to demonstrate the reproducibility of experimental results. Appendices
and summarize the analytical results of all measured fluid components.

The identification of the reproducibility of experimental data is identical to
the above mentioned procedure for experiments at different temperatures.
Appendices [B.22 and [B.24] list the determined results.

In regard to the main components Ca, Cl, K, Mg and Na the deviation be-
tween the experimental series range from 0.06% to 6.83% (160 - 250 pm) and
0.05% to 3.37% (250 - 500 pm), respectively. The measuring results of Al
Ba and Sr are below or near the detection limit and are consequently not
suitable to verify the reproducibility of experimental data. As mentioned
for experiments at different temperatures the component Si is a special case.
The initial model brine does not include disolved Si. Only due to the reac-
tion of the initial model brine and the used solid phase the Si concentration
within the fluid increases with increasing run duration. Thus, with increas-
ing run duration as well as increasing Si concentration the measuring results
are qualitatively better and exhibit smaller differences between experimental
series V-I and V-II.

Including all mentioned components it can be assumed that the experimental
results are reproducible. Under this assumption all following descriptions are
based on a consumption of series V-I and series V-II. Thus, each time step
is represented by the average (see equation of eight single measuring
points. The denoted deviations are calculated after equation and include
the eight individual measuring points.

When considering the measuring results in regard to the geochemical behavior
of the included components with increasing run duration, similar observa-
tions as mentioned for experiments performed at different temperatures can
be made:

1. in relation to the main components Ca, Cl, K, Mg and Na the pre- and
post-experimental fluid samples do not exhibit significant differences
within the determined standard deviation,

2. fluid samples of experiments performed with both grain size fractions
exhibit detectable Si-concentrations after a 10-day run duration, and



CHAPTER 4. EXPERIMENTAL RESULTS & INTERPRETATION 90

3. both grain size fractions exhibit nearly the same Si-release.

As depicted in appendices [A.12] and [A.13| the geochemical behavior of the
main components Ca, Cl, K, Mg and Na is comparable with the observations
made for experiments at different temperatures. The progression of all curves
— independent of the used grain size fraction — is similar with increasing run
duration. Minor deviations in regard to the initial model brine are possibly
caused by faulty sampling, storing and/or preparation of the fluid samples.
Due to the initial model brine composition and the used starting material,
respectively, an alteration of the initial model brine in regard to the com-
ponents Ca, Mg, Na and Cl is not expected during the ongoing dissolution
process.

However, based on the dissolution process of orthoclase within the synthetic
model brine the release of K, Al and Si and therefore the alteration of the
initial model brine in regard to these components is more supposable. Sim-
ilar to the observations of temperature dependent dissolution processes on
orthoclase, neither Al nor K exhibit significant changes between pre- and
post-experimental fluid samples. Only the amount of Si within the post-
experimental fluids increases with increasing run duration (c.f. figure [£.21]).
For both grain size fractions the release of Si is nearly the same with increas-
ing run duration, whereat first significant measurable Si-concentrations are
detected after ten days.

The reasons for non-detectable and/or different releases of K, Al and Si are
also similar to the above mentioned statements for temperature dependent
dissolution processes. First, the model brine alteration in regard to the com-
ponents Al and K is not detectable by the used measuring technique or the
changes in concentration are only within the error of measurement. Secondly,
the dissolution of orthoclase at the given experimental conditions only allows
a release of Si after a 10-day run duration. Third, detectable secondary min-
erals developed on the mineral surfaces include different amounts of K, Al
and Si into their crystal lattice and consequently cause different concentra-
tion changes within the fluid phases. In the case of the present study the
measuring results suggested a placement of K, Al and partly Si within sec-
ondary minerals (e.g. clay minerals and/or mica) and a release of Si out of
the orthoclase into the fluid phase.
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Figure 4.21: Grain size dependent alteration of the model brine in regard to
the Si-concentration (starting material: orthoclase): (A) single measure-
ments describe eight analyses of two single fluid samples at every time step;
(B) the average subsumes all analyses of two single fluid samples at every
time step; grey symbols depict values below the detection limit. Results:
(i) no significant differences in concentration between both grain size frac-
tions (ii) significant, measurable Si-concentrations within the fluid samples
are detected at run durations >10 days (ICP-OES laboratory, RWE Dea,
Wietze)

Based on the above mentioned measuring results the derivation of the disso-
lution rate (R) is possible after following equation:

ACSi

R
RS -t

(4.12)

where Acg; describes the Si-concentration change (mol) between pre- and
post-experimental fluid samples, RS is the reactive surface (m?) of the used
solid phase and ¢ describes the experimental run duration (s). In the present
study Acg; and t result from the ICP-OES measurements and the experi-
mental conditions, respectively. In contrast, the reactive surface values used
for the calculations are based on experimental data after Welch and Ullman
(1996), who determine a reactive surface of 0.053 m?/g (BET measurements)
for albite samples with a grain size of 125 — 250 pym. It has to be noted, that
this literature data only reflects the reactive surface of the smaller grain size
fraction (160 — 250 pm) used in the present study. But, due to the lack of
literature data regarding the larger grain size fraction (250 — 500 pm), the
determined reactive surface after Welch and Ullman| (1996)) is also used for
this larger grain size fraction. Appendix summarizes the used parame-
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ters as well as the calculated orthoclase dissolution rates.

Figure [4.22] depicts the determined dissolution rates with increasing run du-
ration. In case of the present study the negative dissolution rates for ex-
periments with run durations of 1, 2 and 5 days do not reflect precipitation
effects. Due to the non-detectable Si-concentrations in the form of negative
values the calculation of the dissolution rate results also in negative values.
Therefore, the results of these experiments can be neglected. In contrast the
increasing Si-concentrations of fluids of experiments with run durations >10
days result in more or less increasing dissolution rates with increasing run
duration.
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Figure 4.22: Grain size dependent development of orthoclase dissolution
rates calculated after equation left: calculated dissolution rates for all
measured fluid samples; right: detailed view of the calculated dissolution
rates for fluid samples with significant detectable Si-concentrations.

The comparison of calculated dissolution rates and literature data is in prin-
ciple possible and is depicted in figure [£.23] However following constraints
have to be noted. Most of literature data considered in the present study
is based on flow through reactor experiments. As mentioned in chapter [2.1]
different reactor types and hence, the associated varying flow regimes result
in different mineral dissolution behaviors. Therefore, with increasing fluid
flow and/or stirring rate the dissolution rate increases. Lower dissolution
rates calculated in the present study are hence caused by other flow regimes
within the used reactors. The parameters "experimental setup" and "flow
regime" are probably the parameters with the largest influence regarding the
considered comparison of literature data.

The ionic strength of the used model brine also influences the dissolution
behavior of orthoclase. While the shown literature data are based on ionic
strength smaller than 0.1 M, the model brine used within the present study
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exhibits an ionic strength of 2.6 M. In regard to the fluid composition dif-
ferent chemical interactions take place. Due to the high variability of fluid
compositions within the literature a well-defined statement about the influ-
ence of the parameter "ionic strength" is not possible.

Further experimental conditions like the total pressure and the pH-value are
similar to the considered literature data and do not significantly influence
the differences of the detected dissolution rates.
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Figure 4.23: Comparison of calculated dissolution rates and literature data

As mentioned above the reactive surface value used in the present study does
not reflect the real reactive surface of the used orthoclase samples. First, it is
assumed that the reactive surface of albite and orthoclase differs due to dif-
ferent fracture behaviors of each mineral. For example, Harouiya and Oelkers
(2004) detected reactive surface values of 0.0955 m?/g for orthoclase samples
and 0.0846 m?/g for albite samples with identical grain size fraction (50 —
100 pm). Furthermore, the same reactive surface value is used for both grain
size fractions. However, this assumption is not justified because the general
scientific opinion states a decreasing dissolution rate with increasing reactive
surface. In consequence dissolution rates based on Si-concentration changes
within fluid samples of experiments with the larger grain size have to result
in smaller values. This assumption is schematically depicted in figure
by the green curve. It has to be noted, that most of reactive surface values
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described in the literature are based on the BET method, whereat the solid
surface is determined by the amount of gas adsorbed on the free accessible
surface. In general the analyzed grains are placed unconsolidated within the
apparatus resulting in "ideal" reactive surfaces, whereat the whole surface is
included (c.f. figure left). However, within potential CO,-storing reser-
voirs the grain bond is consolidated and cemented. In consequence surfaces
contacting each other are not available for fluid-solid interactions. Further-
more, some pore spaces can be differentiated from the usable pore space by
the cementation of the connections. Therefore, these pore spaces are also not
available for fluid-solid interactions.
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Figure 4.24: Theoretical development of dissolution rates by using different
values for the reactive surface

As also known from literature data smaller grains can be packed more densely
than larger grains (c.f. figure right). This results in more grain-grain
contacts and perhaps in more closed pore spaces. Consequently the usable
reactive surface decreases. It has to be assumed that reservoirs including
a higher amount of larger grain size fractions exhibit larger reactive sur-
faces than reservoirs including a higher amount of smaller grain sizes. In
consequence calculations with "realistic" reactive surfaces result in higher
dissolution rates for larger grain size fractions (c.f. figure red curve).
These observations exhibit the strong influence of the reactive surface on the
dissolution rate and show the exigency of using realistic values to represent
natural conditions. Possible methods to describe and determine such realis-
tic surfaces are given by u-CT analyses.
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ideal reactive surface real reactive surface

Figure 4.25: Schematic illustration of reactive surfaces: (left) ideal reactive
surfaces without the consideration of possible grain interfaces; (right) real
reactive surfaces including possible grain-grain contacts as well as closed

pore spaces.

Conclusion of Measuring Results of ICP-OES Analyses
(Feldsparic Samples)

To conclude all observations mentioned in this chapter the following state-
ments can be made. The reproducibility of experimental data is given for
temperature dependent as well as grain size dependent experiments. In re-
gard to the main components Ca, Cl, Mg and Na concentration changes
between pre- and post-experimental fluid samples of all accomplished exper-
iments are not detected. Due to the initial model brine composition and the
used starting material an alteration of the initial model brine regarding these
components is not expected during the ongoing dissolution process. Further-
more, the non-detectable and/or different release of K, Al and Si within all
fluid samples is caused by: (i) non detectable concentration changes and/or
concentration changes that ranged only within the errors of measurements,
and (ii) different inclusions of K, Al and Si into the crystal lattice of newly
developed secondary minerals (clay minerals and/or mica). The only signif-
icant detectable concentration changes between pre- and post-experimental
fluids are measured in samples of experiments performed at 150°C. Based
on these measuring results the derivation of the activation energy is not pos-
sible. In contrast, the orthoclase dissolution rate can be calculated. A direct
comparison with literature data is not possible, due to multitude varying
experimental conditions described in the literature. In the context of the
present study literature data based on similar experimental conditions are
not found. However, in consideration of the effects of varying experimental
setups, ionic strengths and grain sizes an approximated comparison with lit-
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erature data is possible. To determine the dissolution rate a special attention
has to be turned on the used reactive surface of the solid samples. In most
of the cases reactive surfaces based on BET measurements are used in the
literature. However these values do not reflect natural conditions. Revised
methods (e.g. u-CT analyses) have to be applied to determine realistic reac-
tive surfaces including grain-grain interfaces and closed pore spaces, which
do not take part in fluid-solid interactions.



Chapter 5

Summary and Outlook

For several years scientists as well as the energy producing industry develop
new technologies and methods to minimize the CO, emissions that are di-
rectly related to fossil fuel burning power plants. The increasing global en-
ergy consumption and the associated increasing CO, emission necessitate
these new technologies to reduce the effects of the climate change. To realize
the minimization of CO, emissions processes like the separation of CO, from
power plants, the transport and the storage of CO,, in capable reservoirs are
explored and are combined under the topic of CO, sequestration. To make
the storage technique as safe as possible amongst others it is important to
study the geochemical processes in the reservoir and the surrounding rock
formations in detail. Therefore, this work describes experimental studies
about geochemical interaction processes between injected CO,, saline fluids
and potential reservoir materials. As mentioned in the "Introduction" (c.f.
chapter [1)) the answers of following questions are aimed with this work:

e Which experimental setups and/or conditions describe geochemical re-
action behaviors in potential CO, reservoirs?

e Which parameters influence structural and/or geochemical changes of
the reacting agents and how strong are these effects related to the
kinetic data?

e Which literature data are suitable to compare to own data?

In the past numerous dissolution experiments on natural monomineralic ma-
terials were accomplished by different research groups. However, a closer look
to the experimental setups and run conditions show high variabilities in the
experimental results. The aim of earlier studies was to understand funda-
mental mineral dissolution processes at simplified experimental conditions.

97
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In contrast, the number of experimental studies with more realistic conditions
that prevail during the CO, sequestration increased during the last few years.
In the case of the present study the used experimental setup (closed, static
teflon autoclaves, c.f. chapter is chosen to describe both, reservoir
conditions far from the injection site and reservoir conditions after finishing
the CO, injection. Natural reservoir conditions within a depth of 600 — 700
m are reflected by a dry ice induced total pressure of 85 bar. In addition to
the usage as pressurizing medium dry ice also acts as CO,, source. A further
adaption to reflect more natural conditions is achieved by using a synthetic
model brine (2.6 M) whereat the chemical composition is chosen according to
a natural formation water of a Lower Cretaceous sandstone in the Northern
German Basin. The reservoir itself is represented by monomineralic starting
materials (calcite, dolomite, anorthite, orthoclase) which characterize pos-
sible constituents of potential reservoirs. Only the temperature of 100°C
and 150°C, respectively, is increased in regard to the temperature of the
prevailing reservoir depth to accelerate the kinetic of the ongoing geochem-
ical reactions. In order to answer the first question the monitored position
within the reservoir has to be taken into account. Flow through experiments
are most suitable to reflect reservoir conditions close to the injection site.
In contrast, closed batch reactor experiments represent reservoir conditions
far from the injection site as well as reservoir conditions after finishing the
CO, injection. Furthermore, the depth of the reservoir has to be taken into
account. It is known that with increasing depth the temperature and the
pressure increase. In addition to the locality and the depth of the reservoir
the geochemical composition of the rock formations as well as the formation
water is of crucial importance. As known from the literature numerous reser-
voirs at different geological locations differ significantly in their geochemical
composition and consequently, also in their geochemical reaction behavior.
In conclusion, the experimental setup, the experimental conditions and the
starting materials have to be adapted to each individual potential CO,, reser-
voir and the associated scientific question of further studies.

Directly related to the above mentioned experimental setups and conditions
the second question can be answered. Within the present study tempera-
ture dependent, grain size dependent, starting material dependent and partly
gas-phase dependent experiments were accomplished to determine structural
and /or geochemical changes of the reacting agents and to derive related ki-
netic data. The determination of structural and/or geochemical changes
was realized by electron microprobe (EMP), scanning electron microscopy
(SEM), X-ray micro computer tomography (u-CT) and ICP-OES analyses
of pre- and post-experimental fluid and solid samples. Dissolution rates and
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activation energies were calculated with different mathematical algorithms.
In general it can be noted that all variable parameters influence the geochem-
ical behavior within a potential reservoir whereat the influences are different.
For example, SEM analyses of the pre- and post-experimental solid phases
show time dependent structural changes on the mineral surfaces, whereas the
development of dissolution features is various with increasing run duration
and is related to the employed starting material. The structural change of
carbonates is limited to dissolution features like etch pits and needles. In con-
trast, the observed structural changes of feldsparic samples are characterized
by both, dissolution features like etch pits and dissolution steps and pre-
cipitation features like secondary mineral coatings. The observed dissolution
and precipitation features of all analyzed post-experimental solid samples ex-
hibit no clearly pronounced temperature and/or grain size dependencies. In
addition to the mentioned SEM analyses structural changes on the starting
materials can also determined by p-CT analyses. In the case of the present
study the analyzed carbonatic samples do not represent a sufficient data base
to determine significant structural changes on the mineral surfaces. The de-
termined volume changes for experiments performed at feldsparic samples
range within the error of measurements. Hence, a robust statement about
volume changes between pre- and post-experimental mineral phases is not
possible. It can be assumed that possible structural changes in the form of
grain phase volume variations are not enough pronounced for the used start-
ing materials at the chosen experimental run duration to get detected by the
applied measuring technique.

Geochemical changes of the solid and fluid samples are determined by EMP-
and ICP-OES analyses, respectively. EMP measurements of post- experimen-
tal calcite samples exhibit neither significant time dependent nor significant
grain size dependent geochemical alterations. All apparent chemical changes
are within the error of measurements. Due to similar mineralogical structures
and reaction behaviors EMP measurements of dolomite samples are not per-
formed in the present study. In contrast to the used carbonates the formation
of reaction rims at feldsparic samples is more pronounced under the prevail-
ing experimental conditions. Until now, EMP analyses of post-experimental
feldspar samples are not carried out. However, in order to confirm or to dis-
prove the assumption of reaction rim developments EMP analyses of the post-
experimental feldspar grains are necessary and should be accomplished in
further studies. The most important method to detect geochemical changes
of the fluid samples is the accomplishment of ICP-OES analysis. Amongst
others temperature dependent dissolution behaviors are derived from these
measurements. At 150 °C feldsparic samples exhibit up to 2.5 orders of mag-
nitude smaller dissolution rates (Rasae: 7.36:107 mol/(m?-s)) compared to
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dissolution rates of carbonatic samples (Ryra,: 1.76-107® mol/(m?-s)). With
decreasing temperature the dissolution rates of all considered minerals also
decrease. This observation is comparable to literature data. Furthermore
the grain size influences the dissolution behavior of the used materials. Also
in regard to the grain size the dissolution rates of felsparic samples (Razqq:
7.36-107" mol/(m?:s)) are up to 2.5 orders of magnitude smaller compared to
dissolution rates of carbonates (Rusqz: 1.76:107% mol/(m?-s)). Furthermore,
for carbonatic samples the dissolution rates calculated for the smallest grain
size fraction (Rpsqz: 1.76-107% mol/(m?-s)) are about two orders of magni-
tude smaller compared to dissolution rates determined for the largest grain
size fraction (Razaz: 9.93:1072 mol/(m?:s)). To calculate the dissolution rates
in general analytical results of BET measurements are used to describe the
reactive surfaces of the starting materials. Despite the usage of these reac-
tive surface values in the literature as well as in this study the determined
dissolution rates are contrary. Literature data describe increasing dissolu-
tion rates with decreasing grain size. In contrast, the calculated dissolution
rates in the present study increase with increasing grain size. This contrary
observation are caused by the method to determine the reactive surfaces.
The applied BET measurements result in the description of "ideal" reactive
surfaces whereat the entire available surface of each individual grain is con-
sidered. However, within a potential CO,-storing reservoir the grain bond
is consolidated and cemented. In consequence mineral surfaces contacting
each other are not available for fluid-solid interactions. Furthermore, some
pore spaces can be separated from the usable pore space by the cementa-
tion of the connections. Hence, these pore spaces are also not available for
fluid-solid interactions. Consequently the application of the "real" reactive
surface is crucial to calculate realistic dissolution rates. Possible methods
to describe and determine such realistic surfaces are given by u-CT anal-
yses and have to be accomplished in further studies. As already assumed
in chapter the present study affirms the thesis that the pH-value is
the most important influencing factor for mineral dissolution processes. In
the present study even the accomplishment of a few experiments exhibits a
clearly pronounced pH-value dependent dissolution behavior. For example,
the decrease of only one pH unit results in a calcite dissolution rate increase
of about 1.5 order of magnitudes (Rsq: 9.70-107® mol/(m?-s) at pH 6.41;
Rsq: 6.05-107% mol/(m?-s) at pH 7.57) and therefore, confirms the tendency
of increasing dissolution rates with decreasing pH-value as described in the
literature. The above mentioned statement that the pH-value as most im-
portant influencing factor is also approved by the experimental results of the
present study. Although other parameters like ionic strength, temperature or
grain size varies for the considered literature data as well as this study’s data
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the pH-value dependency is still clearly pronounced. In the present study the
pH-value is significantly controlled by the use of the CO, gas-phase whereat
the dissolution of CO, in the model brine results in the release of H" and
consequently in a decreasing pH-value. In the case of CO, sequestration pro-
cesses it is known that the separation of CO, from combustion gases of fossil
fuel burning power plants does not result in pure CO,. A certain admixture
of other combustion gases like SO, or NO, will always be present in trace
amounts. The knowledge of the important influence of the pH-value depen-
dent dissolution behavior which is controlled by the dissolution of injected
CO, into the fluid phase necessitates the accomplishment of further studies.
These studies have to include other combustion gases to describe gas-phase
dependent and therefore, pH-value dependent geochemical behaviors within
potential CO, storing reservoirs in more detail.

In conclusion all described parameters — temperature, grain size, pH-value in
combination with the gas-phase and the individual starting material — trig-
ger structural and geochemical alterations of the reacting agents and con-
sequently, change the dissolution behavior as well as the kinetic data of the
starting materials. In regard to chemical processes within potential CO, stor-
ing reservoirs the composition of the injected gas-phase and the associated
pH-value of the fluid are the most important influencing factors.

As already mentioned above determined experimental results are partly com-
parable with literature data. Structural changes of the used starting materi-
als detected by SEM analyses are definitely comparable with literature data.
Even earlier studies with simplified experimental conditions describe similar
dissolution features compared to the results of the present study. In contrast
geochemical changes of the fluid samples and associated kinetic data are not
clearly comparable with literature data. The stronger the influence of a pa-
rameter the more pronounced the differences between literature data and the
experimental results of the present study. Hence, in the case of similar ex-
perimental setups and run conditions as well as similar starting materials the
determined data of the present study are comparable with literature data.
Otherwise, the more different the experimental setups, run conditions and
starting materials the more pronounced the differences between literature
data and the determined data of the present study.

However, there are also experimental results which are not comparable with
literature data. The application of u-CT measurements in the geosciences
is still new and result in a minor data base of experimental results in the
literature.
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It can be concluded that the used experimental setup is suitable to reflect
geochemical behaviors of different mineral phases within a potential CO,
storing reservoir. In the present study the used experimental setup as well
as the used experimental conditions are chosen to demonstrate processes
far from the injection site as well as after finishing the CO, injection. To
investigate dissolution and precipitation processes earlier literature studies
describe experiments performed at low pT-conditions. The pT-conditions in
the present study are adjusted to reservoir conditions at 600 — 700 m depth.
Furthermore, the used synthetic model brine is composed according to a
natural formation water of a Lower Cretaceous sandstone in the Northern
German Basin. In earlier studies low concentrated brines, acids and bases as
well as distilled water as fluid phase are used. The evaluation of determined
data and their comparison with literature data exhibit changed reaction be-
haviors as a result of the more natural pT-conditions and the more natural
fluid phase. In regard to these natural conditions an improvement of the
data’s quality is therefore achieved.

Based on the obtained data even more complex natural conditions can be ad-
justed. For example, the determined geochemical behaviors of monomineralic
solid phases are the basis to estimate geochemical behaviors of polymineralic
solid phases.

In addition, the determined data can be included in data bases of numerical
modeling programs. Due to the more realistic kinetic data the simulation of
various sequestration scenarios can be improved.
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Figure A.1: Various construction elements of the used teflon reactor as well
as preparation equipments: steel autoclave (top left), teflon inlay (top mid-
dle), teflon net including a solid sample (top right), preparation equipments

(bottom)
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Figure A.2: p-T characteristics of nine reference experiments accomplished
with the help of the PARR reactor: run conditions identical to teflon exper-
iments result in similar curve characteristics; CO2 source: dry ice; target
temperature: 150°C; average target pressure: 85 bar; gray data set rep-
resents a failed experiment due to an increased COs release during the

experimental installation
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Figure A.3: Experimental setup of the used PARR reactor with heating
control (top left), reactor with furnace and pressure control (top middle),
Knauer pump system and gas bottle (top right) as well as the sampling
system (bottom)

Figure A.4: SEM analyses of the used teflon meshes before (top) and after
(bottom) a teflon reactor experiment (SEM laboratory, IfG, CAU Kiel)



(o)} [o)]
g , 2 20004 0 2000
c ! c ! ]
553000] * + I 153000 S 1800 I L1800
© ! I ** © ] I 1
e *:* £ 1600 I L1600
§ 52000 ] + | [ 52000 g ] : 1
S | %{* grHoi mEEEN EER g (1400
© ! © 3 ! D 3
Z 51000 ——+ L 151000 1200 +— 0 & £1200
Q 99O OO
(NN PN N AN SIS PR L P PSS
A AN AN AN AN AN E AN AN PP P P SV VY
N7 T \“’ "’ o DRI SRR CHRARANS
NN NGk NGV VNV Ny
NANANE A A A A A A A7
E - £ Asa A
c 2404 ! 1240 = 2504 A%a ‘IA A 4 k250
2 . + ¢ +'9 . S !
© | = |
£ 220] | ¢ L P £ 2401 = | [ 240
9 I 5 !
< | & |
S 2001 [200 < 230 [ 230
o] | S 1
o I <> R I
= 180 ——— 180 O 220 — 220
’L\Q ’19\0 ’19\0 ’19\0 ’\9\0 ’19@ ’196 ’190 ’196 "90 q/Q\Q ’]9\° ,19'9 ’LQ\Q ,19'9 ,]9@ q/@q ,]9@ ,1900’ '190%
V'VVVV'Q'Q"\'\'\' D‘Dtkbtb‘DQ’\\‘\
Q" Q" Q7 QN7 N, QY QY N Q' Q Q' Q Q NN Q
OEOROROI KRN SRR ORI
BN A A B AN A A ANy
AENENENENENENENENEN PP PPEPPEEE
(o)}
£ 87000 ] E 87000
S 86000 | + + + £ 86000
=
O 85000 + + £ 85000
=
Y 84000 | : + £ 84000
c
S 83000 ! %) F 83000
! |
T 82000 . 82000

Figure A.5: Chemical composition of the initial model brine and their en-
durance over the period of storage: (i) data set on the left of the dashed
line: five samples of the same single model brine at five time steps within
the period of storage; (i) data set on the right of the dashed line: different
model brine charges. Unfilled data points describe outliers caused by initial
weight uncertainties of salts or deionized water and are not used to calculate
the total derivation of the entire data set. (ICP-OES laboratory, IfG, CAU

Kiel)
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Figure A.6: Backscattered electron images of reacted calcite grains: red
crosses describe the points of measuring (EMP laboratory, IfG, CAU Kiel)
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Figure A.8: Temperature dependent alteration of the model brine with in-
creasing run duration (starting material: calcite): left: single measure-
ments; Tight: averaged values; compare text for detailed descriptions of the
shown data set. Results: (i) all analyzed components describe similar curve
progressions with increasing run duration; (ii) no significant concentration
changes with increasing run duration (ICP-OES laboratory, IfG, CAU Kiel)
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Figure A.9: Grain size dependent alteration of the model brine with increas-
ing run duration (starting material: calcite): left: single measurements;
right: averaged values; compare text for detailed descriptions of the shown
data set. Results: (i) in relation to the main components Cl and Na the
post-experimental fluid samples exhibit slightly increased concentrations in
regard to the initial model brine; (ii) in relation to the minor component
Mg significant differences between pre- and post-experimental fluid samples
can be observed (ICP-OES laboratory, IfG, CAU Kiel)
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Figure A.10: Temperature dependent alteration of the model brine with in-
creasing run duration - single measurements (starting material: orthoclase):

compare text for detailed descriptions of the shown data set.

Results:

(i) all analyzed main components describe similar curve progressions with
increasing run duration; (ii) no significant concentration changes with in-
creasing run duration; (iii) fluid samples of experiments at 150 °C exhibit
slightly increased element concentrations in regard to samples of experi-
ments at 100 °C (ICP-OES laboratory, RWE Dea, Wietze)
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Figure A.11: Temperature dependent alteration of the model brine with in-
creasing run duration - average values (starting material: orthoclase): com-
pare text for detailed descriptions of the shown data set. Results: (i) all
analyzed main components describe similar curve progressions with increas-
ing run duration; (ii) no significant concentration changes with increasing
run duration; (iii) fluid samples of experiments at 150 °C exhibit slightly
increased element concentrations in regard to samples of experiments at

100°C (ICP-OES laboratory, RWE Dea, Wietze)
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Figure A.12: Grain size dependent alteration of the model brine with in-
creasing run duration - single measurements (starting material: orthoclase):
compare text for detailed descriptions of the shown data set. Results: (i)
all analyzed main components describe similar curve progressions with in-
creasing run duration; (ii) no significant concentration changes with increas-
ing run duration; (iii) no significant differences in concentration between
both grain size fractions (ICP-OES laboratory, RWE Dea, Wietze)
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Figure A.13: Grain size dependent alteration of the model brine with increas-
ing run duration - average values (starting material: orthoclase): compare
text for detailed descriptions of the shown data set. Results: (i) all ana-
lyzed main components describe similar curve progressions with increasing
run duration; (ii) no significant concentration changes with increasing run
duration; (iii) no significant differences in concentration between both grain
size fractions (ICP-OES laboratory, RWE Dea, Wietze)
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Table B.2: EMP measurements of unreacted carbonate samples regarding

their chemical composition (EMP laboratory, IfG, CAU Kiel)

mineral MgO CaO R® total n
[wt%] [wt%] [wt%] [wt%]

calcite

grain 1 0.26 57.44 0.19 57.89 5

grain 2 0.26 58.09 0.12 58.47 6

grain 3 0.27 58.54 0.13 58.94 4

total 0.26 57.99 0.15 58.40 15

dolomite

grain 1 21.86 30.94 0.21 53.01 )

grain 2 21.58 30.54 0.32 52.44 6

grain 3 21.49 30.46 0.55 52.50 5

grain 4 21.55 30.50 0.46 52.51 10

total 21.60 30.59 0.40 52.59 26

¢ sum of residual components measured by EMP analyses

b

number of measuring points within the grain
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Table B.3: EMP measurements of unreacted feldspar samples regarding their
chemical composition (EMP laboratory, IfG, CAU Kiel)

mineral Si0; Al,O3 CaO Na,O K-,O total n®
[wt%] [wt%] [wt%] [wt%] [wt%] [wt%]

anorthite

grain 1 (line A) 44.35 34.08 19.08 0.59 0.01 98.11 21
grain 1 (hne B) 44.37  34.03 19.02 0.63 0.00 98.05 19
grain 2 (line A) 44.16 34.30 19.22 0.51 0.00 98.19 17
grain 2 (line B) 44.20 34.11 19.14 0.53 0.01 97.99 41
grain 3 (line A) 43.75 34.64 19.31 0.46 0.01 98.17 17
grain 3 (line B) 43.86 34.40 19.33 0.47 0.01 98.07 10
grain 4 (line A) 43.87 34.71 19.29 0.50 0.01 98.38 24
grain 4 (line B) 43.92 34.64 19.23 0.52 0.01 98.31 16
grain 5 (line A) 43.99 34.70 19.26 0.52 0.01 98.48 18

)

grain 5 (line B 44.23 34.43 19.20 0.55 0.01 98.42 15
anorthite total 44.09 34.37 19.19 0.53 0.01 98.20 198

orthoclase (Na commanding)

grain 1 68.71 18.91 0.06 10.99 0.68 99.34 13
grain 2 68.91 18.95 0.06 11.35 0.10 99.37 13
grain 3 68.88 18.75 0.08 11.16 0.57 99.44 9
grain 4 68.27 19.08 0.10 11.40 0.13 98.97 8
grain 5 68.75 19.05 0.14 11.05 0.64 99.63 1
total 68.76  18.93 0.07 11.27  0.29 99.32 44

orthoclase (K commanding)

grain 1 64.72 17.89 0.00 0.21 17.33  100.15 12
grain 2 64.56 17.80 0.00 0.21 17.34 99.91 23
grain 3 64.54 17.77 0.01 0.17 17.36 99.85 50
grain 4 64.43 17.93 0.00 0.43 16.94 99.72 8

grain 5 64.71 17.82 0.00 0.19 17.33  100.05 13
total 64.61 17.82 0.00 0.21 17.31 99.96 106

% number of measuring points within the grain
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Table B.5: EMP measurements on a subset of reacted calcite grains and their
relative deviation according to the chemical composition of the starting
material (EMP laboratory, IfG, CAU Kiel)

MgO CaO R® total n®
[wt%] [wt%] [wt%] [wt%]

calcite (250 - 500 pm, t = 1 day, T = 150°C, p = 85 bar)

grain 1 0.25 58.89 0.13 59.27 23
grain 2 0.24 59.31 0.12 59.67 5
total 0.25 58.96 0.13 59.34 28
" starting material =~ 0.26 ! 5799  0.15 5840 15
“relative deviation =~ 0.96 1.017 087  1.016

calcite (250 - 500 pm, t = 30 days, T = 150°C, p = 85 bar)

grain 1 0.24 59.82 0.12 60.18 20

grain 2 0.46 59.42 0.14 60.02 26

total 0.36 59.60 0.13 60.09 46
~starting material =~ 0.26 ! 57.99  0.15 5840 15
" relative deviation 1.38 1.028  0.87  1.029

calcite (160 - 250 pm, t = 2 days, T = 150°C, p = 85 bar)

grain 1 0.24 59.64 0.14 60.03 23
grain 2 0.27 58.17 0.18 58.62 16
total 0.25 59.04 0.16 59.45 39
" starting material =~ 0.26 ! 57.99  0.15 5840 15
“relative deviation =~ 0.96 1.018  1.067  1.018

calcite (160 - 250 pm, t = 20 days, T = 150°C, p = 85 bar)

grain 1 0.88 58.57 0.13 59.58 11
total 0.88 58.57 0.13 59.58 11
" starting material =~ 0.26 ! 5799  0.15 5840 15
" relative deviation =~ 3.38 1.010 087 1.020

¢ sum of residual components measured by EMP analyses
b number of measuring points within the grain
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Table B.6: Results of I[CP-OES measurements on post-experimental fluid
samples of experiments with calcite; experimental conditions: teflon reactor,

T: 100°C, p: ~85 bar; grain size: 250 — 500 pm.
(ICP-OES laboratory, IfG, CAU Kiel)

run duration series Ca Cl K Mg Na

[d] [mg/L]  [mg/L] [mg/L|] [mg/L] [mg/L]

1 V-1 1397.58 88150.67 b.d.l.¢ 126.66 53303.33

1390.58 88350.67 b.d.l. 125.66 53343.33

1394.58 87840.67 b.d.l. 125.16 53053.33

1387.58 88060.67 b.d.l. 125.46 53133.33

1391.58 88140.67 b.d.l. 125.06 53503.33
___________ V-II - 139558 87140.67  b.dl 127.66  53313.33

1404.58 88120.67 b.d.L. 131.46 53423.33

1394.58 87770.67 b.d.l. 128.16 53613.33

1400.58 88110.67 b.d.l. 129.46 53403.33

1400.58 88200.67 b.d.l. 130.26 53423.33

average” 1395.78 87988.67 127.50 53351.33
TTT§pY T T T T 58 3410 5.29 7 164.98
" RSD° 0.37 ( 039 1.80 0.31

2 V-1 1421.58 88930.67 b.d.l. 131.06 53663.33

1419.58 88720.67 b.d.l. 129.86 53723.33

1425.58 89540.67 b.d.l. 132.36 53423.33

1414.58 88750.67 b.d.l. 130.56 53513.33

1411.58 88620.67 b.d.l. 129.06 53503.33
T T T U VAL 140358 86980.67  b.d. 12746  53113.33

1408.58 87570.67 b.d.l. 128.96 53033.33

1397.58 87240.67 b.d.l. 128.26 52853.33

1396.58 87400.67 b.d.l. 128.06 53243.33

1399.58 87500.67 b.d.l. 127.86 53083.33

average 1409.88 88125.67 129.35 53315.33
" sD 10.42  879.30 1.58  291.84
T RSD 0.74 1 1.00 1.22 0.55

Continued on next page
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Table B.6 — continued from previous page
run duration series Ca Cl K Mg Na
[d] [mg/L]  [mg/L] [mg/L] [mg/L] [mg/L]
5 V-1 1388.58 86140.67 b.d.l. 120.96 52523.33
1389.58 86500.67 b.d.l. 123.86 52623.33
1382.58 86560.67 b.d.l. 122.96 52673.33
1391.58 87300.67 b.d.l. 125.06 52683.33
1385.58 87110_.6_7_ B _lz(il_ o 1_2i1.(_)6_ o §2_5O_3._3?3 i
T T T T T VAL 1350.58 0 84000.67 b.d.l = 116.26 51383.33
1353.58 83890.67 b.d.l. 116.36 51333.33
1350.58 84490.67 b.d.l. 119.16 51333.33
1351.58 84050.67 b.d.l. 117.96 51063.33
1352.58 84210.67 b.d.l. 115.36 51223.33
average 1369.68 85425.67 120.20 51934.33
S spD T T 19.03 141177 3.65  710.45
" RSD T 1.39 1 1.65 3.04 1.37
10 V-1 1438.58 87590.67 b.d.l. 128.56 53083.33
1435.58 87400.67 b.d.l. 128.96 52913.33
1436.58 87290.67 b.d.l. 127.96 53013.33
1432.58 87290.67 b.d.l. 126.26 53093.33
1433.58 87160.67_ B _lzc_ll_ o 1_2_6.26_ o §395_3._3§ i
T T T T T T T VAL 819.58 0 76250.67 b.d.I. 47123.33
809.58 75650.67 b.d.l. 47143.33
810.58 76200.67 b.d.l. 46953.33
812.58 75550.67 b.d.l. 47323.33
812.58 75970.67 b.d.l. 47083.33
average 1124.18 81635.67 127.60 50078.33
" SD 7 328.05 602456 1.27  3114.38
" RSD 29.18° 738 1.00 6.22
20 V-1 1427.58 89410.67 b.d.l. 134.16 54033.33
1426.58 89210.67 b.d.l. 133.66 53883.33
1422.58 88750.67 b.d.l. 132.26 54063.33
1419.58 88940.67 b.d.l. 131.46 54253.33
1416.58 88810_.6_7_ B _lzc_ll_ o 1_3_1.?6_ o §4_25_3._3§ i
T T T T U VAL 143558 86310.67 b.dl ~ 117.46 52353.33
1430.58 85950.67 b.d.l. 120.66 52553.33
1440.58 86920.67 b.d.l. 118.86 52303.33
1439.58 86670.67 b.d.l. 120.46 52413.33
1425.58 86100.67 b.d.l. 118.56 52263.33
average 1428.48 87707.67 125.91 53237.33
T sp T T T 8.12 ~ 1425.94 7.18 915.73
T RSD 0.57 1 1.63 570 172

Continued on next page
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Table B.6 — continued from previous page

run duration series Ca Cl K Mg Na

[d] [mg/L]  [mg/L] [mg/L] [mg/L] [mg/L]

30 V-1 1423.58 88380.67 b.d.l. 127.26 53703.33

1423.58 87820.67 b.d.l. 124.86 53763.33

1416.58 88530.67 b.d.l. 127.26 54033.33

1425.58 88490.67 b.d.l. 126.26 53723.33
L. 0958 SS8A067 _ bdl_ 12516 5383333

V-II 1419.58 85920.67 b.d.l. 121.96 52283.33

1421.58 86350.67 b.d.l. 122.66 52403.33

1426.58 86740.67 b.d.l. 126.26 52433.33

1422.58 86030.67 b.d.l. 122.86 52383.33

1418.58 86170.67 b.d.l. 123.06 52313.33

average 1421.78 87327.67 124.76 53087.33
T sSD T 3.19 1189.79 2.00 769.49
T RSD T T 0.22 1.36 1.60 1.45

@ average of five single analyses calculated after equation [mg/L]
b standard deviation of five single analyses calculated after equation [mg/L|

¢ relative standard deviation [%)]
4 below detection limit
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Table B.7: Validation of the reproducibility of
(calcite: 250 — 500 pm, T: 100°C)

experimental data

t Ca Cl Mg Na
[d] [mg/L] [mg/L] [mg/L] [mg/L]

1  average VI® 1392.38  88108.67 125.60 53267.33
average VII?  1399.18 87868.67 129.40 53435.33
deviation® -0.49 0.27 -3.03 -0.32

2 average VI 141858 88912.67  130.58 53565.33
average VII 1401.18 87338.67 128.12 53065.33
deviation 1.23 1.77 1.88 0.93

5 average VI 1387.58 86722.67  123.38 52601.33
average VII 1351.78 84128.67 117.02  51267.33
deviation 2.58 2.99 5.15 2.54

10 average VI 1435.38 87346.67  127.60 53031.33
average VII 812.98 75924.67 47125.33
deviation 43.36 13.08 11.14

© 20 average VI 142258 89024.67  132.62 54097.33
average VII 1434.38  86390.67 119.20 52377.33
deviation -0.83 2.96 10.12 3.18

30 average VI  1421.78 88412.67  126.16 53811.33
average VII 1421.78 86242.67 123.36  52363.33
deviation 0.00 2.45 2.22 2.69

a,b

average of five analyses of each individual fluid sample within experimental
series V-1 & V-II [mg/L], calculated after equation

¢ deviation of experimental series V-II in regard to values of experimental
series V-1 [%], positive values: V-1 > V-II, negative values: V-1 < V-II
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Table B.8: Results of I[CP-OES measurements on post-experimental fluid
samples of experiments with calcite; experimental conditions: teflon reactor,

T: 150°C, p: ~85 bar; grain size: 250 — 500 pm.
(ICP-OES laboratory, IfG, CAU Kiel)

run duration series Ca Cl K Mg Na

d] [mg/L]  [mg/L] [mg/L|] [mg/LJ [mg/L]

1 V-1 267.38 78610.67 b.d.1.¢ -85.53 50203.33

267.18 79280.67 b.d.l. -83.35 50373.33

265.08 78680.67 b.d.l. -83.01 50443.33

266.48 79130.67 b.d.l. -83.00 50253.33

266.08 79490.67 b.d.l. -83.57 50383.33
___________ V-II 126258 84290.67  b.dl 9716  51193.33

1256.58 83410.67 b.d.l. 94.26 51133.33

1245.58 82900.67 b.d.l. 94.16 51053.33

1249.58 83810.67 b.d.l. 93.96 51373.33

1245.58 83430.67 b.d.l. 92.16 51143.33

average® 1251.98 83568.67 94.34 51179.33
TTT§pY T T T T T4aT T BT T T T T T 179 " iig.50
" RSD° 059 0.62 1.90 0.23

2 V-1 1497.58 91200.67 b.d.l. 147.36 55713.33

1499.58 91790.67 b.d.l. 148.36 55593.33

1492.58 91980.67 b.d.l. 149.66 55753.33

1499.58 91130.67 b.d.l. 145.66 55613.33

1493.58 91630.67 b.d.l. 147.06 55613.33
T T U VAID 139258 86370.67 0 budl 12776 52873.33

1387.58 86480.67 b.d.l. 127.66 53013.33

1389.58 86580.67 b.d.l. 126.46 52573.33

1385.58 86590.67 b.d.l. 124.26 52673.33

1385.58 86350.67 b.d.l. 125.46 52693.33

average 1442.38 89010.67 136.97 54211.33
" sD 57.21 2685.59  11.31 1529.46
"~ RSD 3.97 @ 3.02 8.26 2.82

Continued on next page
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Table B.8 — continued from previous page
run duration series Ca Cl K Mg Na
[d] [mg/L] [mg/L] [mg/L] [mg/L] [mg/L]
5 V-1 1444.58  86820.67 b.dl  132.16 53163.33
1440.58  86770.67 b.dl  132.86 53103.33
1441.58  86730.67 b.dl  132.26 53293.33
1438.58  86560.67 b.dl  129.36 53273.33
1438.58  86620.67  b.dl 129036  53073.33
T T T T T T T T VAL 1420.58° 0 86020.67 b.dl ~ 127.56 52393.33
1417.58  85890.67 b.dl.  126.06 52683.33
1414.58  86700.67 b.dl  127.66 52543.33
1413.58  86750.67 b.dl  127.16 52503.33
1413.58  86160.67 b.dl  126.56 52243.33
average 1428.38 86502.67 129.10 52827.33
) ) D 13.33° 34428 7~ 2.53 394.61
T RSD T T 0.93 0.40 1.96 0.75
10 V-1 1453.58  87270.67 b.dl  132.16 53373.33
1445.58  86880.67 b.dl  131.36 53183.33
1437.58  87230.67 b.dl  131.06 53653.33
1442.58  87400.67 b.dl.  129.66 53353.33
1448.58  87250.67  b.dl  131.06  53193.33
T T T T T T T T U VAL 1487.58° 0 89430.67 b.dl ~  139.76 54463.33
1474.58  89000.67 b.dl.  137.16 54523.33
1485.58  89650.67 b.dl.  138.86 54233.33
1478.58  89900.67 b.dl. ~ 137.86 54613.33
1492.58  89740.67 b.d.l.  141.46 54543.33
average 1464.68 88375.67 135.04 53913.33
) ) D 21.08 1260.58 4.38 ~  613.55
S 1.44 7 143 7 3.25 1.14
20 V-1 1342.58  88110.67 b.dl.  103.06 54053.33
1342.58  87740.67 b.dl  102.46 54163.33
1345.58  88030.67 b.dl  105.06 54043.33
1344.58  88290.67 b.dl.  104.26 53913.33
133358 88030.67 bl 10256 _53923.33
T T T T T T T VAL 1119.58° 0 85840.67 b.d.L. 60.96 53163.33
1117.58  85950.67 b.d.l. 61.56 53203.33
1116.58  86230.67 b.d.l. 62.26 53003.33
1117.58  85920.67 b.d.l. 61.56 53213.33
1113.58  85890.67 b.d.l. 60.46 53133.33
average 1229.88 87003.67 82.42 53581.33
T SD T T T T T T T 7119.03 0 1105.79 T T 22.22 7 T 470.22
) 9.68 1 1.27 77 7 26.96 0.88

Continued on next page
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Table B.8 — continued from previous page

run duration series Ca Cl K Mg Na

[d] [mg/L]  [mg/L] [mg/L] [mg/L] [mg/L]

30 V-1 899.58 87410.67 b.d.l. 14.46 54843.33

900.58 87640.67 b.d.l. 13.16 54533.33

902.58 87810.67 b.d.l. 13.66 54663.33

904.58 88200.67 b.d.l. 15.26 54633.33
_________________ 905.58 _ SSST0.7__ bl __ 1260 545333

V-II 1445.58 91070.67 b.d.l. 132.36 55313.33

1457.58 91330.67 b.d.l. 133.36 55253.33

1442.58 90680.67 b.d.l. 129.26 55263.33

1439.58 90620.67 b.d.l. 130.46 55313.33

1439.58 90690.67 b.d.l. 132.36 55203.33

average 1444.98 89382.67 131.56 54947.33
o sp T T 7.47  1612.04 1.66  354.72
T RSD 0.52 1 1.80 1.26 0.65

@ average of five single analyses calculated after equation [mg/L]
b standard deviation of five single analyses calculated after equation [mg/L|

¢ relative standard deviation [%)]
4 below detection limit
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Table B.9: Validation of the reproducibility of experimental data
(calcite: 250 — 500 pm, T: 150°C)

t Ca Cl Mg Na
d] [mg/L] [mg/L] [mg/L] [mg/L]
1 average VI® 266.44 79038.67 -83.70  50331.33
average VII?  1251.98 83568.67 94.34 51179.33
deviation® -369.89 -5.73 212.71 -1.68

2 average VI 1496.58  91546.67 147.62  55657.33
average VII 1388.18  86474.67 126.32  52765.33
deviation 7.24 5.54 14.43 5.20

5 average VI 1440.78 86700.67 131.20 53181.33
average VII 1415.98 86304.67 127.00 52473.33
deviation 1.72 0.46 3.20 1.33

10 average VI 1445.58 87206.67 131.06 53351.33
average VII 1483.78 89544.67 139.02 54475.33
deviation -2.64 -2.68 -6.07 -2.11

20 average VI 1342.78  88040.67 103.48  54019.33
average VII 1116.98  85966.67 61.36  53143.33

deviation 16.82 2.36 40.71 1.62
30 average VI 902.58 87886.67  13.84 54625.33

average VII 1444.98 90878.67 55269.33

deviation -60.09 -3.40 -1.18

@b average of five analyses of each individual fluid sample within experimental

series V-1 & V-II [mg/L], calculated after equation
deviation of experimental series V-II in regard to values of experimental
series V-1 [%], positive values: V-1 > V-II, negative values: V-1 < V-II

(&
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Table B.10: Results of ICP-OES measurements on post-experimental fluid
samples of experiments with calcite; experimental conditions: teflon reactor,

T: 150°C, p: ~85 bar; grain size: 160 — 250 pm.
(ICP-OES laboratory, IfG, CAU Kiel)

run duration series Ca Cl K Mg Na

d] [mg/L]  [mg/L] [mg/L|] [mg/LJ [mg/L]

2 V-1 1443.58 87650.67 b.d.1.4 127.46 53803.33

1449.58 88590.67 b.d.l. 128.86 53793.33

1447.58 88440.67 b.d.l. 128.66 54043.33

1453.58 89280.67 b.d.l. 132.76 53623.33

1443.58 88830.67 b.d.l. 129.16 53893.33
___________ VI 112458 85160.67  b.dl 59.66  52743.33

1117.58 85010.67 b.d.l. 57.46 52613.33

1123.58 85220.67 b.d.l. 59.86 52803.33

1121.58 85090.67 b.d.l. 57.66 52653.33

1122.58 85840.67 b.d.l. 59.26 52383.33

average® 1284.78 86911.67 94.08 53235.33
TSPV T T TTTifiea TiFesee 0 37.24 64555
"~ RSD* 13.36 ¢ 2.07 3959 1.21

5 V-1 1429.58 88830.67 b.d.l. 133.26 53933.33

1421.58 88610.67 b.d.l. 133.16 53963.33

1422.58 88750.67 b.d.l. 133.36 54083.33

1427.58 88600.67 b.d.l. 133.76 53853.33

1421.58 88890.67 b.d.l. 133.86 54013.33
U VAL 105058 86020.67 0 b.dl. T 49.66  53633.33

1059.58 86990.67 b.d.l. 51.86 53793.33

1057.58 87370.67 b.d.l. 52.66 53593.33

1054.58 87100.67 b.d.l. 51.36 53503.33

1059.58 87480.67 b.d.l. 52.66 53663.33

average 1240.48 87864.67 92.56 53803.33
7 SD 7 194.09 1000.47  43.14  197.26
" RSD 15.65 1 114  46.61 0.37

10 V-1 1669.58 98970.67 b.d.l. 119.46 59643.33

1672.58 98360.67 b.d.l. 116.26 59693.33

1670.58 99280.67 b.d.l. 117.46 59513.33

1670.58 98850.67 b.d.l. 117.76 59773.33

1667.58 98800.67 b.d.l. 116.46 59573.33

Continued on next page
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Table B.10 — continued from previous page

run duration series Ca Cl K Mg Na

[d] [mg/L]  [mg/L] [mg/L] [mg/L] [mg/L]

V-II 1320.58 86260.67 b.d.l. 98.26 52973.33

1314.58 86410.67 b.d.l. 98.96 52833.33

1310.58 86270.67 b.d.l. 97.96 52913.33

1307.58 86740.67 b.d.l. 98.36 53203.33

1312.58 86060.67 b.d.l. 98.66 52933.33

average 1491.68 92600.67 107.96 56305.33
7 sSD " 188.19 6596.05  10.07 3516.22
 RSD 12.62 ¢ 712 9.33 6.24

20 V-1 1414.58 91760.67 b.d.l. 121.26 55673.33

1409.58 91170.67 b.d.l. 117.76 55483.33

1406.58 91310.67 b.d.l. 117.76 55623.33

1415.58 92260.67 b.d.l. 122.06 55883.33
o M1258 9192067 _ bdl 1215 558033

V-II 1465.58 90860.67 b.d.l. 132.06 55163.33

1461.58 90460.67 b.d.l. 131.36 55053.33

1455.58 90950.67 b.d.l. 131.36 55153.33

1454.58 90840.67 b.d.l 132.26 55153.33

1456.58 90970.67 b.d.l. 132.26 55313.33

average 1435.28 91250.67 125.97 55439.33
" sD 25.09 56291 6.38 ~ 315.95
T RSD o 1.75 062 5.06 0.57

30 V-1 1430.58 88310.67 b.d.l. 129.66 54023.33

1421.58 88440.67 b.d.l. 127.96 54063.33

1423.58 88810.67 b.d.l. 128.96 54053.33

1422.58 88360.67 b.d.l. 127.76 53923.33
142058 8869067 _ bdl_ 12716 535333

V-II 1384.58 91070.67 b.d.l 82.26 55583.33

1379.58 91290.67 b.d.l 81.86 55803.33

1374.58 91220.67 b.d.l 81.96 55573.33

1373.58 91450.67 b.d.l 80.26 55623.33

1379.58 91370.67 b.d.l 81.66 55693.33

average 1401.98 89901.67 104.95 54820.33
- sbp 25.21  1464.02 = 24.63  884.40
T RSD 1.80 ] 1.63 2347  1.61

@ average of five single analyses calculated after equation [4.1] [mg/L)]
b standard deviation of five single analyses calculated after equation [mg/L|
¢ relative standard deviation [%)]

4 helow detection limit
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Table B.11: Validation of the
(calcite: 160 - 250 pm, T: 150°C)

reproducibility of

experimental data

t Ca Cl Mg Na
[d] [mg/L] [mg/L] [mg/L] [mg/L]

2  average VI® 1447.58 88558.67 129.38 53831.33
average VII?  1121.98 85264.67 58.78  52639.33
deviation® 22.49 3.72 54.57 2.21

5 average VI 1424.58 88736.67  133.48 53969.33
average VII 1056.38  86992.67 51.64 53637.33
deviation 25.85 1.97 61.31 0.62

© 10 average VI 1670.18 98852.67  117.48 59639.33
average VII 1313.18 86348.67 98.44 52971.33
deviation 21.37 12.65 16.21 11.18

" 20 average VI 1411.78 91684.67  120.08 55711.33
average VII 1458.78  90816.67 131.86 55167.33
deviation -3.33 0.95 -9.81 0.98

30 average VI 1425.58 88522.67  128.30 53985.33
average VII 1378.38  91280.67 81.60 55655.33
deviation 3.31 -3.12 36.40 -3.09

a,b

C

average of five analyses of each individual fluid sample within experimental
series V-I & V-II [mg/L], calculated after equation

deviation of experimental series V-II in regard to values of experimental

series V-1 [%], positive values: V-I > V-II, negative values: V-I < V-II
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Table B.12: Results of ICP-OES measurements on post-experimental fluid
samples of experiments with calcite; experimental conditions: teflon reactor,

T: 150°C, p: ~85 bar; grain size: 63 — 160 pm.
(ICP-OES laboratory, IfG, CAU Kiel)

run duration Ca Cl K Mg Na

[d] [mg/L] [mg/L] [mg/L] [mg/L] [mg/L]

1 1375.58 86590.67 b.d.1.4 96.36 52853.33

1367.58 86080.67 b.d.l. 94.26 53013.33

1363.58 86280.67 b.d.L 94.16 52843.33

1364.58 86710.67 b.d.L 96.76 52923.33

1364.58 86290.67 b.d.l. 94.76 52633.33

average” 1367.18 86390.67 95.26 52853.33
TTU§pr T I S 7 i35~ 14053
T RSD¢ 0.36 030 1.28 0.27

2 1438.58 97010.67 b.d.L. 122.56 58763.33

1438.58 97410.67 b.d.L 123.56 58883.33

1436.58 96390.67 b.d.l. 120.86 58693.33

1434.58 97260.67 b.d.l. 122.96 58793.33

1428.58 97370.67 b.d.l. 121.06 58923.33

average 1435.38 97088.67 122.20 58811.33
T spD T 4.15 42014 1.19 92,57
" RSD 0.29 043 7 0.97 0.16

5 1530.58 99930.67 b.d.l. 133.26 60573.33

1534.58 100190.67 b.d.l. 134.06 60743.33

1533.58 100460.67 b.d.L 131.76 60733.33

1531.58 100040.67 b.d.L 132.46 60553.33

1533.58 99870.67 b.d.l. 130.36 60663.33

average 1532.78 100098.67 132.38 60653.33
T sp 1.64 ~ 236.16 1.42 88.03
" RSD 0.11 024 1.07 0.15

10 1488.58 99990.67 b.d.l. 132.56 60663.33

1490.58 100910.67 b.d.l. 134.56 60723.33

1480.58 100030.67 b.d.l. 131.96 60993.33

1478.58 99850.67 b.d.l. 130.56 60923.33

1479.58 99590.67 b.d.L 129.46 60573.33

average 1483.58 100074.67 131.82 60775.33
T sp 5.57  498.08 1.95  177.12
" RSD 0.38 050 1.48 0.29

Continued on next page
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Table B.12 — continued from previous page

run duration Ca Cl K Mg Na

[d] [mg/L] [mg/L] [mg/L] [mg/L] [mg/L]

20 1593.58 85860.67 b.d.l. 59.76 52613.33

1595.58 86020.67 b.d.l. 59.36 52723.33

1592.58 86260.67 b.d.l. 59.56 52513.33

1590.58 85900.67 b.d.l. 58.66 52443.33

1584.58 85880.67 b.d.l. 57.16 52493.33

average 1591.38 85984.67 58.90 52557.33
T sp 4.21  166.37 1.06  111.49
" RSD 0.26 019 1.80 0.21

30 2128.58 89620.67 b.d.l. 141.66 53773.33

2112.58 88930.67 b.d.L 138.66 53563.33

2122.58 89210.67 b.d.l. 140.86 53603.33

2138.58 89390.67 b.d.l. 137.56 53413.33

2126.58 89520.67 b.d.l. 138.36 53653.33

average 2125.78 89334.67 139.42 53601.33
T sD T 9.44 ~ 273.00 1.75  131.42
" RSD 0.44 031 1.26 0.25

@ average of five single analyses calculated after equation [mg /L]
b standard deviation of five single analyses calculated after equation [mg/L]
¢ relative standard deviation [%)]

4 helow detection limit
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Table B.13: Results of ICP-OES measurements on post-experimental fluid
samples of experiments with calcite; experimental conditions: teflon reactor,

T: 150°C, p: ~85 bar; grain size: <63 pm.
(ICP-OES laboratory, IfG, CAU Kiel)

run duration Ca Cl K Mg Na

d] [mg/L] [mg/L] [mg/L] [mg/L] [mg/L]

1 1522.58 101020.67 260.37 137.76 61183.33

1525.58 101820.67 263.57 140.36 61323.33

1516.58 100830.67 b.d.L.4 135.76 61153.33

1521.58 101910.67 262.47 138.16 61233.33

1518.58 101630.67 263.37 137.26 61443.33

average® 1520.98 101442.67 262.45 137.86 61267.33
~ Sp* 3.51  487.31  1.46  1.67  117.60
~ RSD* 023 048 056  1.21 0.19

2 1426.58 96580.67 b.d.l. 124.16 58523.33

1429.58 96650.67 b.d.l. 123.16 58253.33

1421.58 96200.67 b.d.l. 120.96 58323.33

1422.58 96210.67 b.d.l. 122.96 58463.33

1422.58 95940.67 b.d.l. 121.46 58473.33

average 1424.58  96316.67 122.54 58407.33
s 3.39 29467 1.31  113.71
~  RSD 024 031 1.07 0.19

5 1428.58 97840.67 b.d.l. 125.36 59253.33

1428.58 98010.67 b.d.l. 125.16 59223.33

1421.58 98110.67 b.d.l 123.46 59343.33

1424.58 98500.67 b.d.l. 124.46 59593.33

1433.58 99110.67 b.d.L 126.76 59163.33

average 1427.38  98314.67 125.04 59315.33
s 4.55  506.69 1.22  168.43
~~ RSD 032 052 0.97 0.28

10 1438.58 96090.67 b.d.L 122.76 58533.33

1431.58 95990.67 b.d.L 123.66 58533.33

1432.58 96350.67 b.d.l. 120.56 58333.33

1432.58 96120.67 b.d.l. 120.76 58373.33

1441.58 96370.67 b.d.l. 120.36 58303.33

average 1435.38  96184.67 121.62 58415.33
s 4.44 16787 1.49  110.54
~~ RSD 031 o1t 1.23 0.19

Continued on next page
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Table B.13 — continued from previous page

run duration Ca Cl K Mg Na

[d] [mg/L] [mg/L] [mg/L] [mg/L] [mg/L]

20 1981.58 82320.67 233.17 113.06 50213.33

1991.58 82760.67 b.d.l. 113.66 50083.33

1988.58 82620.67 235.27 115.86 50303.33

1991.58 82290.67 234.67 115.26 50313.33

1992.58 82970.67 b.d.l. 115.76 50113.33

average 1989.18 82592.67 234.37 114.72 50205.33
T sp 4.51  290.29  1.84  1.28  105.69
" RSD 0.23  0.35  0.46 112 0.21

30 2066.58 86210.67 245.27 140.46 51733.33

2062.58 85600.67 243.27 139.36 51683.33

2056.58 85680.67 b.d.l. 139.16 51813.33

2051.58 85690.67 244.67 138.46 51683.33

2059.58 85620.67 243.97 138.56 51413.33

average 2059.38 85760.67 244.30 139.20 51665.33
T sD T 5.72 ~ 254.46  0.87  0.80  150.57
" RSD 0.28 030 035 058 0.29

@ average of five single analyses calculated after equation [mg /L]
b standard deviation of five single analyses calculated after equation [mg/L]
¢ relative standard deviation [%)]

4 helow detection limit
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Table B.14: Results of ICP-OES measurements on post-experimental fluid
samples of experiments with calcite; conditions: teflon reactor, T: 150°C,
without CO,; grain size: 250 — 500 pm. (ICP-OES lab., IfG, CAU Kiel)

run duration Ca Cl K Mg Na

d] [mg/L]  [mg/L] [mg/L] [mg/L] [mg/L]

1 1461.58  87840.67 256.27 136.36 53473.33

1460.58  87910.67 253.97 135.36 53543.33

1466.58  88410.67 254.87 136.06 53423.33

1465.58  88410.67 255.07 135.26 53473.33

1461.58  88300.67 256.37 135.46 53403.33

average® 1463.18 88174.67 255.31 135.70 53463.33
) ) LA 2.70 27772 1.01  0.48 = 54.31
 RSD® 0.18 031 040 036 0.10

2 1203.58 70890.67 208.37 81.56 43713.33

1202.58 70520.67 208.07 80.16 43693.33

1195.58 70570.67 207.27 79.16 43623.33

1199.58 70570.67 206.87 80.26 43713.33

1201.58 70650.67 207.27 79.06 43473.33

average 1200.58 70640.67 207.57 80.04 43643.33
s 3.16 147.31  0.62  1.01  101.98
"~ RSD 0.26 0.21 030  1.27  0.23

5 1432.58  86230.67 251.47 133.06 52773.33

1428.58  86500.67 251.77 131.96 52703.33

1428.58  86270.67 251.47 132.46 52743.33

1420.58  86150.67 251.27 130.66 52553.33

1424.58  86430.67 251.17 129.66 52503.33

average 1426.98 86316.67 251.43 131.56 52655.33
s 4.56  144.84  0.23  1.38  119.87
~  RSD 0.32 0.17  0.09 1.05 0.23

10 1311.58 78950.67 230.67 102.66 48573.33

1309.58 78820.67 229.17 100.46 48453.33

1312.58 79030.67 230.47 100.36 48333.33

1314.58 79460.67 231.87 101.16 48433.33

1313.58 79120.67 231.37 100.46 48363.33

average 1312.38 79076.67 230.71 101.02 48431.33
s 1.92  241.31  1.03  0.97  93.38
" RSD 0.15 0.31  0.44  0.96 0.19

@ average of five single analyses calculated after equation [4.1] [mg/L)]

b standard deviation of five single analyses calculated after equation [mg/L|

¢ relative standard deviation [%)]
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Table B.15: Calcite dissolution rates and related parameters for determina-
tion

ta

[d]

Cab
[mg/1]

Ac‘
[mol]]

Sd
[m?/g]

RS®
[m?]

Rcaf log Rcag
[mol/(m?2-s)] [mol/(m?-s)]

T: 100°C, p: ~85 bar, grain size: 250 — 500 pym

1 1395.78 -7.68E-06 0.0099" 0.00183 -4.85E-08

2 1409.88 -2.05E-06 0.0099 0.00183 -6.47E-09

5 1369.68 -1.81E-05 0.0099 0.00183 -2.29E-08

10 1435.38  8.14E-06 0.0099 0.00183 5.15E-09 -8.29
20 1428.48 5.38E-06 0.0099 0.00183 1.70E-09 -8.77
30 1421.78  2.71E-06 0.0099 0.00183 5.71E-10 -9.24
T: 150°C, p: ~85 bar, grain size: 250 — 500 um

1 1430.58  6.22E-06 0.0099" 0.00183 3.93E-08 -7.41
2 1620.98  8.23E-05 0.0099 0.00183 2.60E-07 -6.58
5 1606.98  7.67TE-05 0.0099 0.00183 9.70E-08 -7.01
10 1643.28  9.12E-05 0.0099 0.00183 5.77E-08 -7.24
20 1408.48 -2.60E-06 0.0099 0.00183 -8.23E-10

30 1623.58 8.33E-05 0.0099 0.00183 1.76 E-08 -7.76
T: 150°C, p: ~85 bar, grain size: 160 — 250 um

1

2 1289.78 -5.00E-05 0.0163° 0.00301 -9.60E-08

5 124548 -6.77TE-05 0.0163  0.00301 -5.20E-08

10 1496.68  3.26E-05 0.0163 0.00301 1.25E-08 -7.90
20 1440.28 1.01E-05 0.0163 0.00301 1.94E-09 -8.71
30 1406.98 -3.20E-06 0.0163 0.00301 -4.10E-10

T: 150°C, p: ~85 bar, grain size: 63 — 160 pm

1 1367.18 -1.79E-05 0.0167  0.00296 -7.00E-08

2 1435.38  T7.32E-06 0.016  0.00296 1.43E-08 -7.84
5 1532.78  4.33E-05 0.016 0.00296 3.39E-08 -7.47
10 1483.58 2.51E-05 0.016  0.00296 9.83E-09 -8.01
20 1591.38  6.50E-05 0.016  0.00296 1.27E-08 -7.90
30 2125.78  2.62E-04 0.016  0.00296 3.42E-08 -7.47
T: 150°C, p: ~85 bar, grain size: < 63 pm

1 1520.98  3.89E-05 0.05*  0.00925 4.88E-08 -7.31
2 1424.58 3.33E-06 0.05 0.00925 2.08E-09 -8.68
5 1427.38  4.36E-06 0.05 0.00925 1.09E-09 -8.96
10 1435.38  7.32E-06 0.05 0.00925 9.16E-10 -9.04
20  1989.18  2.12E-04 0.05 0.00925 1.33E-08 -7.88
30 2059.38  2.38E-04 0.05 0.00925 9.93E-09 -8.00

Continued on next page
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Table B.15 — continued from previous page

te Ca? Ac® sS4 RSe Reo? log Rca9
[ [mg/  [moll [m/g]  [m? [mol/(m*s)] [mol/(m?-s)]
T: 150°C, p: ~85 bar, grain size: 250 — 500 pm, without CO;

1 1463.18 1.92E-05 0.0099" 0.00183 1.22E-07 -6.91
2 1200.58 -8.56E-05  0.0099 0.00183 -2.71E-07

5 1426.98 4.78E-06  0.0099 0.00183 6.05E-09 -8.22
10 1312.38 -4.10E-05 0.0099 0.00183 -2.59E-08

@ experimental run duration

b corrected Ca-concentration within the post-experimental fluid sample

¢ Ca~concentration change in regard to the Ca-concentration within the initial
model brine; normalized to the initial fluid volume

4 literature data of BET surfaces

¢ estimated reactive surface of the calcite samples used within the present study;
according to literature data of BET surfaces after |Gledhill and Morse| (2006b)),
Finneran and Morse| (2009) and [Eisenlohr et al.| (1999);
normalized to the initial solid weight

f Ca dissolution rate after equation

9 logarithm of the dissolution rate

h reactive surface of limestone after |[Eisenlohr et al.| (1999); estimated surface as
average of grain size fraction 250 — 350 um & grain size fraction 350 — 500 pm

¢ reactive surface of limestone (180 — 250 um) after Eisenlohr et al. (1999)

J reactive surface of calcite (63 — 125 um) after [Finneran and Morse| (2009)

k¥ reactive surface of calcite (32 — 63 um) after (Gledhill and Morse| (2006b)
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Table B.16: Results of ICP-OES measurements on post-experimental fluid
samples of experiments with dolomite; experimental conditions: teflon re-

actor, T: 150°C, p: ~85 bar; grain size: 250 — 500 pm.
(ICP-OES laboratory, IfG, CAU Kiel)

run duration series Ca Cl K Mg Na

[d] [mg/L]  [mg/L] [mg/L|] [mg/L] [mg/L]

1 V-1 1400.58 84800.67 246.57 140.36 51603.33

1390.58 85070.67 247.57 142.06 51973.33

1403.58 85830.67 249.37 145.46 51983.33

1405.58 85550.67 247.77 144.66 51963.33
13958 802067 24867 14366 519533

V-II 1424.58 87840.67 258.57 172.26 53393.33

1418.58 88140.67 259.37 173.36 53783.33

1423.58 87730.67 256.87 170.36 53653.33

1417.58 87810.67 257.87 171.86 53793.33

1416.58 88050.67 258.57 170.86 53673.33

average® 1409.98 86584.67 253.12 157.49 52777.33
TT§pr T {168 " 143461 549 1510 94236 -
T RSDe T T T T 0.83 1.66 217 959 1.79

2 V-1 1369.58 85370.67 248.37 168.96 51823.33

1363.58 85200.67 248.97 165.56 51773.33

1357.58 85230.67 246.27 163.66 51873.33

1358.58 84740.67 247.67 165.16 51783.33
1358 SS0067__ 245.67 16266 5165333

V-II 1401.58 88140.67 259.27 183.06 53573.33

1407.58 88700.67 261.77 184.36 53733.33

1403.58 88400.67 262.47 183.16 53593.33

1400.58 88080.67 258.77 182.06 53523.33

1399.58 88220.67 259.87 182.46 53783.33

average 1382.08 86664.67 253.91 174.11 52711.33
o spD T 21.97 1756.46  7.02  9.55 = 984.61
O RSD T 1.59 ¢ 2.03 276 548 1.87

Continued on next page
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Table B.16 — continued from previous page

run duration series Ca Cl K Mg Na

d] [mg/L]  [mg/L] [mg/L] [mg/L] [mg/L]

5 V-1 1375.58 86570.67 250.87 182.46 53023.33

1381.58 87230.67 252.97 185.26 52933.33

1370.58 87030.67 252.97 181.86 52983.33

1376.58 86750.67 252.17 183.46 52743.33
13758 SGS606T__ 25417 18176 527033

V-II 1466.58 88000.67 258.07 156.86 53613.33

1468.58 87980.67 258.97 157.46 53513.33

1462.58 87640.67 256.67 157.96 53543.33

1468.58 88510.67 258.57 158.06 53413.33

1467.58 88010.67 258.77 157.96 53463.33

average 1421.38 87458.67 255.42 170.31 53193.33
~spD 47.96  657.72 3.1  13.37  350.52
"~ RSD 3.37 075 122  7.85 0.66

10 V-1 1344.58 82740.67 242.97 169.66 50533.33

1337.58 82620.67 241.37 166.56 50403.33

1340.58 82330.67 241.37 165.86 50523.33

1337.58 82780.67 243.27 167.16 50543.33
13058 SWTO6T 2877 16916 502083

V-11 1393.58 83850.67 247.67 175.16 51213.33

1394.58 84470.67 246.97 176.96 51453.33

1389.58 83890.67 247.77 176.46 51283.33

1387.58 83690.67 246.67 174.86 51373.33

1385.58 84030.67 248.27 175.26 51243.33

average 1366.18 83327.67 245.01 171.71 50877.33
o sp 25.69  735.56  2.73  4.43 = 474.18
" RSD 1.88 0.88  1.11  2.58 0.93

20 V-1 1261.58 79500.67 232.37 142.36 48453.33

1254.58 79600.67 232.67 141.66 48493.33

1260.58 79400.67 231.17 141.16 48413.33

1253.58 79360.67 230.27 138.66 48393.33
1258 TOS3067_ 287 LOTG 4858353

V-I1 1201.58 83970.67 223.77 140.66 51333.33

1196.58 84060.67 223.47 138.56 51563.33

1204.58 84350.67 225.27 140.76 51473.33

1208.58 84540.67 225.47 140.76 51483.33

1200.58 84440.67 224.57 140.96 51423.33

average 1229.58 81875.67 228.22 140.63 49961.33
~spD 28.95 2532.82  4.03  1.19 1576.63
"~ RSD 2.35 @ 3.09 177  0.84  3.16

Continued on next page
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Table B.16 — continued from previous page

run duration series Ca Cl K Mg Na
d] [mg/L]  [mg/L] [mg/L] [mg/L] [mg/L]
30 V-1 1433.58  91160.67 265.47 177.66 55063.33

142358  91130.67  267.07  178.66  55103.33
1421.58  90960.67 ~ 265.07  177.56  55133.33
1425.58  91220.67 26527  176.76  55063.33
1423.58  91100.67  265.07 17586  55223.33

VAL 143058 90930.67  264.87  179.66  55193.33
1437.58  91350.67  266.87  182.66  55083.33
1423.58  90940.67 26587  178.06  54803.33
1427.58  90180.67  262.97  176.06  54863.33

1427.58  91150.67 264.07 178.96 55123.33

average 1427.48 91012.67 265.26 178.19 55065.33
s 5.09 32093  1.21  1.99  133.57
~ RSD 0.36  ( 0.35  0.46 112 0.24

@ average of five single analyses calculated after equation [mg/L]
b standard deviation of five single analyses calculated after equation [mg/L|
¢ relative standard deviation [%)]
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Table B.17: Validation of the reproducibility of experimental data
(dolomite: 250 — 500 pm, T: 150°C)

t Ca Cl Mg Na
[d] [mg/L] [mg/L] [mg/L] [mg/L]

1 average VI® 1399.78  85254.67 143.24  51895.33
average VII?  1420.18 87914.67 171.74 53659.33
deviation® -1.46 -3.12 -19.90 -3.40

2 average VI  1361.58 85020.67  165.20 51781.33
average VII 1402.58 88308.67 183.02 53641.33
deviation -3.01 -3.87 -10.79 -3.59

5 average VI  1375.98 86888.67  182.96 52877.33
average VII 1466.78  88028.67 157.66 53509.33
deviation -6.60 -1.31 13.83 -1.20

© 10 average VI  1342.18 82668.67  167.68 50441.33
average VII 1390.18 83986.67 175.74 51313.33
deviation -3.58 -1.59 -4.81 -1.73

20 average VI 1256.78 79478.67  140.92 48467.33
average VII 1202.38 84272.67 140.34 51455.33
deviation 4.33 -6.03 0.41 -6.16

30 average VI  1425.58 91114.67  177.30 55117.33
average VII 1429.38  90910.67 179.08 55013.33
deviation -0.27 0.22 -1.00 0.19

a,b

(&

average of five analyses of each individual fluid sample within experimental
series V-1 & V-II [mg/L], calculated after equation
deviation of experimental series V-II in regard to values of experimental
series V-1 [%], positive values: V-1 > V-II, negative values: V-1 < V-II



B 30

APPENDIX B. TABLES

wr! ())G — (GE UOIoRI] 9ZIS UleId 29 Wl ()G — ()G UOIORIJ OZIS UTRId
Jo oBeIoA® SE 90RLINS POYRUIIISO {(GGGT) | T8 30 IYO[USSIH]| 193f8 SUOISIUII JO 9IRIINS OAIIORIL

S9YRI UOIN[OSSIP 97} JO WHLIRSO] 4
7| moryenbo 1037e pojernored soger HONMOSSIP

NISTOM PI[OS [RTITUL ST} O} PIZI[RULIOU :(GGET)) | T8 10 IYO[UeSTH| 109 seoepms T H¢ JO
RIRD 9INJRISI 01 SUIPIOODR APNJS Juesoxd oY) UTYIIM POSTL S[RLISIRUW SUTLIR)S S} JO 9ORJINS DAIJORSI POJRUI)So ,
$00RLINS (] JO BIEP INJRINI ,
QWIN[OA PINY [RIITUI 9Y) O} POZI[RULIOU
{OULI(| [OPOW [RIJIUT S} UTY)IM UOTIRIJUSIUOI-S[\ PUR -B)) 9} 0} PIeSal Ul aSURYD UOIIRIJUSIUOI-S\ pue -v) ,
o[dures pmy rejusuLadxo-ysod o1} UMM SUOIJRIUSIUOI-FIN PUR -8)) PIJISLIOD ,
UoIjRIND UNI [RUSWILINAXS ,

0€'8- 60-HE0°S 068" 60-HGT'T €8100°0 66000 SO-H6ET 6ISLT  90-HE6'S  SPLTPT  0€
LS 60-H26'T S0-d8LZ-  €8T00°0 66000 90-HL0'O €9°0FT  GO-H6L'S- 8G'63ET 0T
88°L- 80-dee T SO-I9F'T-  €81000 66000 CO-HSO'T TLTILT  GO-HIET ST99eT 0T
65 L 80-HGC'T Tr's- 60-HFS'E  €8T000 66000 GO-HIOG T€0LT  90-AF0'E SETEhT ¢
9T'L- 80-H¥6°9 S0-HE6F-  €8100°0 66000 SO-H6T'E TT'PLT  GO-A9ST- S0TSET ¢
0L~ 80-H68'8 80-H0S'T-  €8100°0 66000 SOATFT 6F°LST  90-dLET- S6'60FT 1
[(s-gux) /Tow]  [(s-pur) /fow]  [(s-pur) /fow]  [(s-pux)/towt]  [pw]  [S/pw]  [row]  [i/Sw]  [row]  [{/Sw] [p]
5°70g S0 Sy 5”°H 8o[ o4 -SY pS LINoYy  BIN ,"00Y 8D ot

uorjeultLIo)p 10J mhwpwaﬁ.ﬁmﬁ pojelad pue sojed UOIMIOSSIPp 9WO[O0(J RT°H d[gqel.



B 31

APPENDIX B. TABLES

o8ed 9xXoUu UO ponuIuO))

.60 €81____¥90_ __46T___690___6°T_________8vi__________dSd __.
.9000 ________ €es0r _ wAI __9¢'S_ L899 089 _______o0ro __________ as___.
£79°0 9°799LS €P'TLT  T0°TLC  €'T1€696 TO'TLET ove'T o3eone

0990  TPd  $9949¢ €60Lc  TE€LIT  9'€8TL6  TTOVET  TPA €971
8690 TPd  L¥829¢  IT'TLE 8089  0'€LTL6  STEPET  TPA €8T
¢r9’0  TPd TP6F9S  8GTLE 06'G9%  TTL06S6  T60SET  TP'A L6T'T

J6€90_ TR ¥yIels | €e0le | L9M9¢_ _ R'E8Y96_ _ S8°9GET TP _¥6eT__ _ ICA L ____.
0790 TPd  S'€LGLG  8G'ELE  TLOLT  9'S6EL6  LT'99ET  TPA T6VT
9€9'0  TPd  TPIS8S  0LFLE  TLELT  6'€F086  TOSOPT  TP'A GGE'T

L79°0 pPq L'T8G8G  69°CLC 81°6.¢ ¢'LL8I6  8E00VT TpPa G8E'T

€690 TPA  9TL06¢  99FLC  S9LLT  TESE96  TPIOPT  TPA 8T A (4
Jyte 6y 1T ___661 __¥8¢c _ _OTe_ __16'T___6I'6___868L _______._ pASH _
.&roo_ €088 __ 89’9 06°4_ __17260c__9.'9¢ __ L00°0 _ _O0€¥V0 _________._ oS _ _ .

089°0 S'8T06S  VE€'08C  LF'8AC  V'FE866  ST'EOVI 6400  89T°C oSelone

¢0L0 TPq G¢'88.L8¢ 91°88¢ 18°L8¢C 0°'TTSZ0T LV OTI¥I TPq 90L°¢C
8690 TPq 1°9¢T09 86°GR8¢C 06°68¢ 0'806T0T  LV'Crvl TPq 60L°C
2890 TPq £66609 TC7S¢C 99'I8¢C 0°LTCIOT  69°6¢V1 P9 ¥0L°C
2890 _ TP _ ROTIRS _ 9678¢__ €2718C_ _ 0'€0ZT0T _ TZL0PL _ TPA_ __099a__ _ IFA
7,90 TPq L'8¢06¢ ¢G¢'9L¢ 8L'GLC L796986 T9°¢S¢ET 6900 9681
¢l9°0 TPq £'aress SLVLG $€L°69¢ L"L8086 ANIAS! ¢80°0 L98'T

9990 P9 1°6888G  807.LC 69'1.¢ 8FLGL6  TI'6LET 9800 Ge6'T

299°0 »TPd F00886  0F'9LC  86'69%  TL6EL6  STTIGET  6L0°0 1681 I"A I
[1/8w] [1/8w] [1/8w] [1/Sw] [1/Sw] [1/Sw] [1/Sw] [1/Sw] [7/Sw] [p]
Is 1S eN SN b1 fe) e) eq v SoLIes  UOoljeInp und

(8z391\ ‘e MY ‘qel SHO-dDI) "W (0G - 0Gg :9z1s ureis ‘req ¢g~ :d ‘D, O0T :I, ‘1030€al U0} SUOIHIPUOD
‘dxo osepor}ro Yim sjuowriodxo Jo sofdures pmy [rjusuitodxe-1sod uo syuswaanseotwt SHO)-JOI JO sHNsoy :61°9 °219el.



B 32

APPENDIX B. TABLES

a8ed 9XoU UO ponuIuO))

_&90_ g¢e _1e1  ¢8€ gl 8T 604 _dsd
_¥ooo_______ ] veLelr  99°¢  0L0L __¥9I0c _e€LL 890 __________ as___.
¥499°0 ¥'9099S¢ OT'TAC  90°8LC 9°L8CS6 <CE'ESEI 08L°€ o8eroAe
G69°0 TP 0TFISE 89,9  8EFIT 692696  8EELET  TPA G66°€
2690 TP9 80989¢  99°99%  T0'89¢  0°€6LI6  6LGSET  TPA  €80F
1990 TPA  6L639S F6'89%  8Z'89%  0°98LF6  T0GFET  TPA  SOTF
J0990_ TP 0°960S¢  0T'89¢_  6€'Tie 0L9986  TL'Ge€T  TP4._8.6€  ITA
669°0 TP G68ILS  69FLE  LLUST  L06896  FSFGET  TPA 689€
1690  TPY TIPS 08FLE  G0'88C  FTLLIG  9FTIET TP €09°€
6590  TPA  1°0289S  6€FLE  G8'88T  FIGEF6  99'8LET  TPA L5G€
P90 TPA T99I8E  €9°€LT  €L°08%  €8GLL6  TOL9ET  TPA 6€S°€ I-A 01
Jroe 0T __ 4¥1 €60 _ 991 _ _S0%¢___¥60_ _ _Te9L ________dSY _
_se00_______ . 4688 ¢6€ _ cgc €699l _¥9'Le  Te00 __wvevVO as___.
199°0 6°€98G8S  04°L9C 98°69C T°GP0S6 €S'LVET TIC'C PA{\RS o8eroae
1€9°0  TPd  9GLRFS  GE€TIT  0GL9%  F0STS6  99°606T  TPA €99
FC9°0  TP'A T080SS  6€F9T  88'69c  FL8PF6  6L61€T  TPA  GSST
6090 TP 0TLES  0F'G9T  90'TLT  GLILE6  LFO9EET  TPA 889%
(9890 TP L06ESE  G8'€9¢ 0269z 6°G0886  PT'Ge€T P9 60T ITA
€69°0 TP 6'€09¢ OU'TLZ 18T TG09.6 169961 €8T L9G€
1690  TP9 TSICYS  TT0LE  8L0LE  6'€9€96  LG'GLET  GGET  €0S€
7890 TPA L'SIFLS  1E0LT  9€°G98  GFLEG6  L89LET  98TC  6LEE
1690  TPA  €T88SS  €9TLE  1ETLT  L'GGES6  0R'69ET  FOTT  LLVE I-A g
[1/8w] [1/Sw] [1/Sw] [1/8w] [1/8w] [71/Sw] [1/Sw] [1/Sw] [7/Sw] [p]
RS IS eN] SIN M D 1579} eq v SOLI9S  UOoIjeINP UNJI

a3ed snorasad wioay penurjuod — g1 g 9[qelL,



B 33

APPENDIX B. TABLES

[%] woryeraop prepuess oanyeppr

[1/8w] |11 | moryenbo 1997 pojernored sjuewroImseOW S[SUIS JYSI oY) JO UOIJRIAIP PIRpPURIS,
[1/Sw] [01 F| uoryenbe 1ogze peyemores sjuowomseow o[SuIs SO 9YY JO oFeIoAR

JTWI] UOTI9)P MO[A]

Jyoe g __ 1.0 __e80__ _6vi__ _9ovi___Srr_ _ _8v9__________dS¥ __.
.ocoo_______ g'e68__ 6l __ €ee __8¥EvI__ 90°0¢ _ _ G200 _ _gerlo o ____ as___.
¥99°0 Q'GZTILS 8S'TLT  0L°TLT  8'E€T9.6 O0E'69ET S8EI'T  LTV'E oSerose

8€9°0 TPq G'1EC8S LV'9LG 08°€L¢C 0796001 O0T'66¢ET TPq 6¥9°¢
6€9°0 TPq 7 TILLG 17°¢LC ST'0LC $'L6SL6 €9°GLET TPq L19°¢
90 TpPq ¢'9¢66LS 66°CLG 8¢'GLC £'¢0996 GT'TLET TPq 0TL¢
990 _TP'A__ €USTRY  TGTLC _ €6ELT__ L'SV9S6. 96T6ET TP _gese IFA
€L9°0 TPq L'6E¥9¢ LE°CLG ¥.'89¢ 920096 SV LYET Gcr'e 08T'¢
TL9°0 TPq ¥°L8T9G 76'TLG ¢lL'vLle G'¢rr96 06'8G¢T 6¢1°¢C 8CC'¢

€L9°0 P9 6°6069S  €9°CLC G0cLe 9°CITL6  L6'99€T  GLT'C G6¢'€

129°0 P9 T900LS  G€°69c  TP'€LE  €'6EVS6  €TTVET Vel g0T'E A 0€
S89¢ 6v0____960 __180___1I6T___980___SI'T___1I€ecL ________dSd __.
S4r10°%0 €64¢__ 897%¢ __8cT_ _ 84981 _6L°IL €200 __6vVO _ _________ as___.
8€9°0 €'8LCLS T8'SLT 86087 €'88TL6 99'TLET LZ0'C LV’ oSeroae

8690 TPd  TL6SLS ST'I8¢  08'6L¢  0°9T900T GO'GSET  TPd 8907
1290 TP9 TE6ILS  TPESc VTl €€1e86  €LASET  TPA T9TF
L2900  TPA L'9EPLG  G9T8T @6'T8G  €6LG96  66'9LT TP 9007

J890_ TR 9TI6LLS | 898Le_ _ 6VISt_ _ LTEGL6 _ 9F9LEL TP _L0T__ _IFA .
¢r9’0  TPd GTSTLG TL'9LE  €08LT  €LTFP6  VOLGET  800C  09T°€
6790 TPd T'GPLS  8G'GLE 69'TST  9'€0€96  SO'T9ET  €30T  69T°€

G690 TPq 1°6L99¢  ¢8'GLC ¢9°6L¢ 087846  CE69ET  LI0C ¢0c'€

G990 TPq ISELG  8L'SLE  80°G8¢  T'V96L6  €969ET 190G £62°¢ I-A 0%
[1/8w] [1/8w] [1/8w] [1/8w] [1/8w] [1/Sw] [1/8w] [1/Sw] [7/Sw] [p]
RS IS eN] SIN M D 1579} eq v SOLI9S  UOoIjeINP UNJI

a3ed snorasad wioay penurjuod — g1 g 9[qelL,



B 34

APPENDIX B. TABLES

W] UOTID919D MOTaq
II-A > T-A :Son[eA d9A1IR3oU ‘T[-A < [-A :Sonyea aanrsod
‘(9] T-A sot10s TejuoIIIOdxo JO sonyea o) PIeSAI UL []-A SOLIOS [RIUSWILIOAXD JO TOTJRIADD

[0T 7] woryenbo 1950 pajernoren

‘[1/8w] I1-A 23 T-A soues [ejuowtiodxo urgymm o[dures pImy [ENPIAIPUL SUO JO SPUOUWAINSEIW INOJ JO OSRIOAR 4.,

9€°¢ €9°¢- v.L0- 9%°0- LC°T- 8¢C'¢C- (44N uorjerAsp
790 TPA  09998L¢ 09°€LG  GE'ELE  80°8%T86G  ILFRET  TPq  €9°€ ITA oferoae

J490 _TP9__ _0€F8E9S  LETTLe  B0CLe 05766696 88'€SET ¥le €t IA OBeloat 0§
eey L2°0- €9'T- 600 61°C- 9% 1- GL'GZ-  UONEIAdD
290 TPAd  06FSELS G6'08C  9%°08%  €8°0Fg86  8SISET  TPAd  90°F IIA d8emone

J890 _ _ _TP9_ _ 8L7T0cAS €L°9Lc  O118¢  _ SL°GET96  _ PLI9ET _€0c €t _ IA P8emre  0g
61°0 c9'€ LE€°C 089 60°C IS8T YOvI- uorjeraop
€90 TPA4  €6'€999¢  F8LIC  LE'89T  €L°0STEG  L6OFET  TPA  €0F IIA oferoae

J890 __ _TP9_ _ _€678VILG  GE€TWLe | S8U8¢  SPP6c96 L9°G9ET  TPA_ . _€SE IA O3emoat QT
98'8 122 69°C 12°0 0€°'C 19°¢ 61°92 uoIyeIAp
€9°0 TPAd  €96335% 66'€9¢  8¢69%  0£'0F6E6  LLTTET  TPA 69T ITA o8eroae

J690 _ _ _TP9_ _ _Se8LY9S 107TL o ¥I0Lc  €8°6VI96 _ 6CCLET Tee o 1S€ A PBemAe G
L2°0 66°C 80°'T oh'e 0S°0 eT'e P11 uoryeIASp
79°0 TPAd  €6'68995 96°0L%  FELIT  G6'98996  VO'OSET  TPA 9T'T IIA odetoae

J¥90 TP _0€79E¥8S  167€Lc  6L9L¢  €L°GATL6  00V6ET  TPA_ . _ovl IA OFetoae g
ggg- 8g'1- g9'e- 16~ g8'E- AN ILTh-  ,UOIJeIAdD
69°0 TPA4  09°€686¢ €€°¢8¢  CT'G8C  GL'GOLIOL  96'FTFT  TPA 19T gIIA o8eroae
L9°0 pTPA 8E'€PI8C  9€'GLT  6LTLT  OT'6GE6L6  PSISET 800 181 oIA OBeIONR T
[1/8w] [1/Sw] [1/Sw] [1/8w] [1/8w] [1/Sw] [1/Sw] [1/Sw] [7/Sw] [p]
1S IS eN SN p: | D 8] ed v ?

(D6 00T =L ‘wr! 900G - 05 :9SR[POYIO) 'IRp [RIUsWLIdXs Jo Ajriqonpoidar o) Jjo uonepifeA 0z g °[qeL



B 35

APPENDIX B. TABLES

o8ed 9XoUu UO ponuUIIUO))

e . ¢cc. 681 os¥  ¢60 ¢ e6'r_ 6t __d4dsd
_yeoo_ ¢'80¢r _16€ _ 96¢l 6706 €L viso . ________ as___.
769°0 6'C106C  TS'ISC  6S°98C  6°92986  T'6TIVI v99°'Y oSerose
geL0  TP'A P0996¢  19°G8% €308 ©1ge86  €0SPT 881G 960°F
0cL0  TPA  OFSIT9  G6'€8%  0L°96C  €L€L66  OTOPT  ¥8TC  69TF
L0L0  TPA §66209 0098 PSTOE  GIESS6  FSPRL 9LIT 09T
86900 TP'Q_ TSRS 1L98% _ T6I6C__ 0TREL6  P6TPI_9elT_ _ s¥ee 1A
1690  8€00  G'GLI8G  T6'6LC  €1°08% 803966 9661 TPA 083°¢
799°0  90€°0  ¥'80€8%  6F°LLT  ¥9ELE  690FL6 LT TPA €61°¢C
0690 2600  09T1LE S99  TE'GLE  TEOR66  L06ET TP 99%°¢C
€690 TPA  ¢E6LS  16°L.C  9TILT  6TIS86  L'SSel  TPA 661°¢C I'A 4
L 080 __ _ST'L __ ¥80 __ 281 ¢ 8¢1_ _ _¢&lL _ _oger pASH
.8e00________ Lely  Gee  cve | L'8Y8L  L6L TLT0 6980 - oS _ _ .
20L'0 0'70T6S  €9'C8C  01'88% G'G8066  1'SCFI  9£€'C  929°F [P8eIoe
6690 TPA 9FL06S  1€08%  €0°066  0€8€66  TFTFT  €91C  690F
9990 TP'A TP8S8E  GG6LE 088G 9'9IFRG  TRGET  G8TT  GETF
6990 P9 6068 626,  I8'98%  T'8LIL6  TG6ET  FLIC  €8IF
CPLO0_ TP T0086S  80°082 _ 1G'8ST _ TT0L6 _  SYSPI__981C 920F% _ IFA
1640 TPA ¢CI96G  €9°98¢ €18 OFERIOL  T°0ZPT  9LF'G  THO'G
IPL0 TP LTG06S  8%L8C  FEL8C  0°6G8L00T  €0SPT  T8FE  S60°C
66L°0  TPA  T'G8¢6S  99'€8%  ¢L06Z  0F800T  T'ECFT  €09°C  60EC
9.0 L TP G€E88C  ILT8T  €6'63C 9792696  VGEVT 61T €9T°¢C IA I
[1/8w] [1/8w] [1/8w] [1/8w] [1/Sw] [1/Sw]  [1/Sw] [1/Sw] [1/Sw] [p]
as 1S eN SIN M o) e) eq v SOlI9S  UOoIjeInNp und

(0z301\ ‘B0 IMY ‘Gl SHO-dDI)

wr! ()0G - 0GE :9ZIs ureid 1eq ¢o~ :d ‘D (G -, ‘1030%I UOPS) :SUOIIPUOD
‘dxo toseor}Io Yim sjuowriodxo Jo sofdures pmy [rjusuitiodxe-1sod uo syuawaanseotwt SHO)-JOI JO sHNsoy :12°9 °219el.



B 36

APPENDIX B. TABLES

a8ed 9XoU UO ponuUIUO))

(89'¢  L0'8¢  VI'T 290 _ 8T'T  LOT ¢ 6¢T___6v'e8 eLslr  dS¥
. Se00_ _101'c _ 6'¢l9 _ 88T _ 66°¢ _ L6%0L _ 66I_ _ _9¢60 __TI0OvVO __________ as___.
489°0 619°€ G'9.26S 80°'I8C C6°SBC  8'VE6GR6 9°9€VT  S60°L 9Cv’'¢ oberoAr
90L°0  065°¢  R'EF06S  86°08%  8E'06c  098FS6  FOIFL 6150 TISE
80L0  8€%'GC  9'8GZ09  IT'I8E  ¥R6Sc  LFE686  T'IEPl 110 SELE
91L0 LG  STIL8G  96°08%  T6'G8C  G6EFSG  FEFl  ¥IE0  LIS'E
(8040 84¢'S  €'GLE6G  9olLT  95'88¢ L6986 9Teyl ¥ee0  9e8€  IA
699°0 9391 TOL86S  GE'E8T  €L°G8¢  0°LGEIOT  GFLPL 000 0ST'E
€99°0 9T 90LI6S  FI'08% 1678 0988L6  €LFFT  L9G6T  8LOE
1990 SIET  L'STI8E  I6I8C  €C'€8T  L'OPE66  €8EFT 6961 SI0°€
8690 6L1'T  CEPI6C  S6'T8C  OT'I8G  L'80€86  LOSFT  8SE'T  GLG'T I-A o1
.86t _ 6c’T 440 __ €01 __¥OL__ ¢ 6L0___¥6'0__ 869 _________dSdH ___
.so__ €raL  _Il'e 98¢ 8966 __60I__ _0c00 _LooO°T _ as___.
€99°0 6°6808S 6€°CLC  ¥9'LLC  6°CV096 G'L8€T  68I°C 9.8°€ o8er1oAR
1690 TPd  O0L88LS  60°1L  G9FLT  €66996 00861  TPd  868%C
0990 TP €09F8S  0TLE  €0FLT  LT96S6  0TOFL  TPA 296
€99°0  TPA  G'98TLS  FE69%  9T°08¢  SOII96  GOLET  TPA TG6T
_£990_ _ _TPd__ 0'8Te6S  _ceele  €66Lc 66986 T66ET TP9_ TW6e  ITA
6990  TPA  €T028¢  LEFLT  GT8LT  9°G0GK6  G'GRET LT 9%6F
§99°0  TPA  ¥T90LS  9T'GLT  TLFLT  FLL996  €T6ET  90TT  9F8F
1890 TPd  FI688¢  C00LE  GLI8G  6'€9696  9TLET  GLIT  9ILF
1890 TP O€ILLS  GLELE  FESLE  LFGFS6  0'€6ET  906C  GLLF I-A ¢
[1/8w] [1/Sw] [1/Sw] [1/8w] [1/8w] [1/Sw] [1/8w] [1/Sw] [7/Suw] [p]
RS IS eN SIN M D e) eq v SOLI9S  UoIjeINP UNI

o3ed snorasad woay penurjuod — 1g°g 9[qel,



B 37

APPENDIX B. TABLES

[%] woryeraop prepuess oanyeppr

[1/8w] |11 | moryenbo 1997 pojernored sjuewroImseOW S[SUIS JYSI oY) JO UOIJRIAIP PIRpPURIS,
[1/Sw] [01 F| uoryenbe 1ogze peyemores sjuowomseow o[SuIs SO 9YY JO oFeIoAR

JTWI] UOTI9)P MO[A]

.88€__ WAL 119 _ve's  19'9 089 _ 0gs___evee 96w __________dsd __.
. 9200 _ _8ed’l _ _9'ATLE  _86WI _ _6¥V9T__ 16089 _ T'08_ _ _090°L __091T°0_ __________ as___.
G490 FTO'ET S'€6809 69°98C 89°€6T 0°S0STOT 0°99FT 6801  92C'E oSerone

¢99°0 €GCvI 79EV.LG 67°€LC G0'€8¢C £'05966 7'Q0v1 0¢1'c LTV'E
9690 08E VI L96V.LG 89°TLC ¢ 08¢ 606956 T'7SET 190°C L3E°6
779°0 LI9VI 6'€LGLS 98'TLC ¥6'GLC 0°'T9896 8TLET €90°¢ SIv'e
P90 _66VPT _ €TPELS _PO0L _ LT'SLT _ T0896 _ G9ET 60T €ege  IA
70L°0 987’11 777689 60°'T0¢ T0°0T¢ 0°6960TT 9'T¢ST 7IT'0 ST4IRY
¢0L0 6EV'TT L°€4¢%9 17 10¢ 6¢°60¢ 0'¢ST190T V'eval 90T°0 8CC'¢

6690 9CcL'TT 89ETV9  76°86¢ 19°L0€ 0°LcLLOT €'8¢4T ¢60°0 c0T'€

6800  €TLTT  GFI0V9  80°46C  L'80E  0'GTISOT  8'9TGT  9IT'0  €€0°€ A 0¢
JIVD o _9€'8T 4870 940 0600 __ 8T'T____ % ¢6'0___0ri6 _16'le _________dSd __.
_010°0 _ _<9€e’T _ ¥eeq _ _8L'c _ _49%¢ __ 9/06IL __ €7€T__ 9621 __8807L __________ as___.
€89'0 GTL'9  8'6966S T9°06C T0°L6T €'9SL00T E€PPPT  LTF'T  L96'V oSeroae

190 €I8'L 709009  €2T6C  0L%6¢  0'6T€00T  F09FT €610  TPT'9
7L9°0  €CI'S  L'T606S  CSL8C  68°€6C  O'VOPOOT  6°6TFT 6810 LI6'G
2890 199,  9°9986%  ©E'06Z  0T'96Z  0TELZOT  9'8YFT €160 1209
JLL90_  _ce8L_ _GOI€6S 6928t _ 89G6r_ _ ¢’88c66 | 66E¥I_ _8ce0_ _ _Lv&'S_ _ICA .
T0L'0  9L8'G  L'TLT09  €7'T6E  €TC0E 0°L69T0T  OFIFT  899C  TE6'E
889°0  LVG'G 098809  0L'T6T L1866  0LESTOT  €8FFT  GG9T GO0V

¢89°0 6L€°G 1°99909  64°68¢ G6°96¢ 0°T€000T 6VEVT 119°¢ 9¢6°€

¥89°0 GL8'G VYSI09 196 FR'G6C  S'TSL66 Q-IVT 65T 9¥6°¢ I-A 0%
[1/8w] [1/8w] [1/8w] [1/8w] [1/Sw] [1/Suwi] [1/8w] [1/8w] [1/Suw] [p]
RS IS eN SIN M D e) eq v SOLI9S  UoIjeINP UNI

o3ed snorasad woay penurjuod — 1g°g 9[qel,



B 38

APPENDIX B. TABLES

W] UOTID919D MOTaq
II-A > T-A :Son[eA d9A1IR3oU ‘T[-A < [-A :Sonyea aanrsod
‘(9] T-A sot10s TejuoIIIOdxo JO sonyea o) PIeSAI UL []-A SOLIOS [RIUSWILIOAXD JO TOTJRIADD

[0T 7] woryenbo 1950 pajernoren

‘[1/8w] I1-A 23 T-A soues [ejuowtiodxo urgymm o[dures pImy [ENPIAIPUL SUO JO SPUOUWAINSEIW INOJ JO OSRIOAR 4.,

€L°9 9¢°v¢- V.01 0€°6 98°6 LG°01 ¥9°6 8C'GERT- €E€'8- uorjerAsp
€9°0 aal SULEPLG 9LTLE  GP'8LE  €LLTI6  0STSET  L0T 9€°€ ITA dSerone
J0L0 _  _6STIT_986VEP9 _ €9°66c 167806 _ Ge'88YLOT_ LL°6eST _ IT°0 - OT'€ IA O8eloat  0g
68'T  €V0v- 9Tl z8°0 €T'T v1°0 g0°0-  LI'C6 PEIg-  uoneIAep
89°0 98°L GE'T8G6S  TH68C  TE'G6T  0€'E8900T  LOFFFT 1T 86°C ITA o8eroae
_690 696 _0€LE€09  I8'16C _ _0.786¢ _ _0¢'6¢800T_ cO¥wyl _ €9¢ G676 _ IA 98emoAe 07
I8°9- €0°¢€€c- VvCo- TL°0 68°1- LG°0 0c'c 98’88 veve- uorjerAsp
1L°0 L66 €9°LVE6S  80°08C  09°88%  8G'TGI86  £9°0TFT €T 0 08°€ IIA dSerone
J990 L9 9L7¥0c6S 60°e8¢  Ve€8¢  OT'ATe66 _ I97¢SPl _ L6°L 906 _ IA oFemoat QT
0€°'e z¥0- 69°0 g¥'0 e¥°0- LZ°0- v0'6€ uoIeIAdp
9°0 P 0LCIE8% FFILE  T0°LLE  €7°09296  OF'6SET P9 76°C ITA o8eroae
J490 TP _€0A96L8  €E€LC  9o8Le  0FSe8S6  09°G8€T  6T'c &8V IA P8emoAe G
12°6g- LE'€-  ¥9'e- 688 LT0 gee- 0812 uoryerAsp
1.0 TP 0036665 F0'G8C  GI'86%  €6°TF86 LT TIFT  LTG 607 IIA o8emoae
_890 _ 00 _ _ _8L€E08S 66L.c _90°Glc _ G6°0T.86 _ €8°G6ET _ TP9_ €S IA O8etoae g
LY°6 1€°0 86T gT0-  TE'T cL0 8L°CT 0¥°0% ,UOITRIA®D
L9°0 P €F'C106G  08°6LC  T7'88%  00°GTIS6G  CO'STFI 8T 0Ty qIIA o8etoe
720 pTPA  €9°G616S  FF'G8C  8L'L8T  06'GFO00T  €T'8THL  0S°G TG oIA O8vIoNe T
[1/8w] [1/Sw] [1/Sw] [1/8w] [1/8w] [1/8w] [1/Sw] [1/Sw] [7/Sw] [p]
1S IS BN SIN pi | 0] ®D ed |\ }

(Do 0ST =T, ‘wrr! 900G - 0Gg :9SR[PO0YI0) 'R [RIUsWLIodXe Jo Ariqonpoidar o) Jo uoneplfeA gz g °[qeL



B 39

APPENDIX B. TABLES

o8ed 9XoUu UO ponuUIIUO))

OUL L 860___ WO __cfe___€le____LLO0___¥0€ 0¥ __________dSs¥ __._
S 8000 ________ Lg6s __ _8UI___ 9yl _el9le__ _ell __ _GL00__ _efro___________ as___.
90L0  TP9  T'0€909 6188  ¥'96c  8'G6ZI0T  09FFT  69¥'C  69L'€ ofetone

G0L'0  TPd 6909  L8T'L8C  FT9'90E  66T20T 6'GEFT  TOFE  6L8E
610 TPd  F60S09  G89°68¢ G600  TE6EOT 60CFFT  08€C  FISE
910 TPd  TLSG09  969°68¢ LT6TOEL  9PELOT I6SPT  LIVG  LV6'E

S0 TP LA8GT9 1998 9L°00€_ _ 89¢€0r_  _ TULEYL 66¢T_ _ _vi8E_  IA_ ____ ______.
140 TP'A 60009 SOF'SSZ  8T6°06c €9LE66  TIS'SEPT  LGGT  6TLE
€0L0  TPd  T6I609  6T0°68¢ 93S06Z 6'€TI86  90°09FT  T€9T  T89°€

€690 TpPq 7'e8L6G 9V6'L8C  G9'68C €666 veTvYvPLT  ¢cS'c 00L°€

1690  TPA  TLETI9  GS0°L8T  FET'SST  9LTOO0T 9G7T Tree  I8VE TA (4
B 460 ___16°0 __ 687 __ 29T ___ ¢ ovT__ _9¢9__ _I8L __________ pASYH _
. 600 __ V695 _ _v&e __ ¥6€ __ 0809T __ LAT __¥el'0 _ _Se€0 _________ = odS _ _ .
789°0 L'6LL89 GL°08C 99°'€8C 9'19T66  8'€OFT SI€C  Z9T'F PSeiane

8690 TPq ¥¥798¢ 8LG'ISC  LL'6LC 0T¥00T 99°GR¢T  ¥I¥'C 688°¢
G690 TPq 9'€ee8s L6T°6LC 699°LLC  C'SG9666 LLC6ET  LEV'C 96L°¢
1690 TpPq 8'0608¢ 986'8LC C66°'I8C  C'T78G66 S80V8eT VIVE TR
(9990 _TP'd_ _ LI9T8S  _ETEVST_ 106G SOVIOT _ _ TLOOPT _€e¥T__ EVRE_ IFA_
T¢L°0 TPq 9'7806¢< ¥VC'C8¢  IVe'68¢  1°80G.L6 ¥v'cevl  €EC'C 00Sv
SIL0 TP9q 165764 ¢90°68¢  9¢E'G8¢ 16086 LG LOVT  86T°C Qer'v

¥0L°0 P9 GLI88S  9G¥'9LC  9V9'E8C  V'CRI66 9L°96E€T  GLT'C 0LEV

90L°0 »TPd 00965 LPT08C  TP6L8C  L°99996  STVEVT  €61°C crey I-A I
[1/8w] [1/8w] [1/8w] [1/8w] [1/8w] [1/Sw] [1/8w] [1/Sw] [1/Sw] [p]
Is 1S eN 3N b1 fe) e) eq v SolI9s  UoljeInp und

(8z391\ ‘e AMY ‘qel SHO-dDI) "W (Gg - 09T :9zIs ureid ‘req ¢g~ :d ‘D, (GT : I, ‘1030€al U0} SUOIHIPUOD
‘dxo toseor}ro Yim sjuowriodxo Jo sofdures pmy [rjusuitodxe-1sod uo syuawaanseotwt SHO)-JOI JO sHNsoy :€2°9 °19el.



B 40

APPENDIX B. TABLES

a8ed 9XoU UO ponuUIUO))

.6€'¢€ 64794 gCll V80 _Tele 80T ¢ 8°0___9¢6__ _99¢ _________dsd __.
. 82800 _ 9.6t _ _g'6€L__ _6€C __ _1¥9 __ 1T'80Iec __ €%l __gled €110 __________ as___.
I189'0  9.8°'€  9°0¥009 6€°98C 12°06Z ¥#'S8TIOT 6'6SFT 092'C  €ST¥ oSerone
L0 926'0  T'0€609  L68°G8T  96VTV6T  £TSTOT ITVSVPT 6FPC  9¥TT

60L°0 SLC'T 198009 €6C°98¢ F0L'86C  LTSTOT SCTEVT  GQ9¥'¢C Cerv
T0L°0 6S0°'T 8¢.L09 FEE'88C  T0G9°L6C  006£0T V¢ 99¥T  8LV'C GRC¥
L0 WRUT__ TTSV09  6A8Z Se6T6C_ VIGWOT  _ SSTVPL _geve_  geev  IFA
199°0 98¢9 1°¢6709 67°G8¢ TI7'98¢ 607001 S9°97¥T  G90°¢C 8907
€89°0 GI89 ¢'949T164 G0'¥8¢ TIS'E8C  L'CV666 ¥C9¢T¥T  ¥80°C Geev

799°0 2989 €E/V6S  TCET8C  €E9T8C  ¢'C0686 GL'0cvT  GG0°C 11y

2990 1669 L'P668G  908°08C  8SGT'E8C  T'G9886  LLOEPT  GTO'C 90z  TA o1
Jye'l___o€6 __ S671 __ _6er 9y Ig6 49T 8L7¢6 _ _68AT _________dSd _ .
. 010°0__66270__ 8991T __09'€ __ 80 __ 67ccSe _clec __9€0°L 6180 __________ as___.

¥G9'0  02C'€  ¥'TPL6S 9T°6.C TT'Z8C  9°CTPOOT  T'TTPT LTT'T  SLSV oSetone

1990  TP9 6L0T09  T99'€8C  TLLTST  GLLEOT 90°€TFT  0€T0  TOSE
€990 TPd  87T€96¢  90V'T8C  SFLST  LLVEOT PE6IFT  GPT0  G6L'E
6990  TPd  €LZT09  GSTT8C  T9TST  LL6TOT VC'8EVT  L9T0  6LLE
J9990_ _ _TPd_ 699919 G4y'I8c_ SGT48t  GISE0T _ _ OL°ATPL _6v10_ _ _998°€ _ IA_ ____ ______.
199°0  LPO'E  G0E8LS  €96'FLC  €ILGST  TGVI66  GPVLET  90TC  GGES
PPO0  PSP'E 6'98F09  G9L°9LE  6TF'6LC 896866  09°9TFT  TOT'C  T9E'C

€79°0 L88°C G'€098¢ 976l 8T9'GLC  G98GG6 8V'6LET  990°C v0€°g

9%9°0 I67°€ V6965 T6C9LC  SVI'8LT  6'S0GS6 €8°6IVT  180°C 0vE'G I-A g
[1/8w] [1/8w] [1/8w] [1/8w] [1/Sw] [1/Suwi] [1/8w] [1/8w] [1/Suw] [p]
RS IS eN SIN M D e) eq v SOLI9S  UoIjeINP UNI

o3ed snorasad wioay penurjuod — ¢z°g 9qel,



B 41

APPENDIX B. TABLES

[%] woryeraop prepuess oanyeppr

[1/8w] |11 | moryenbo 1997 pojernored sjuewroImseOW S[SUIS JYSI oY) JO UOIJRIAIP PIRpPURIS,
[1/Sw] [01 F| uoryenbe 1ogze peyemores sjuowomseow o[SuIs SO 9YY JO oFeIoAR

JTWI] UOTI9)P MO[A]

_6€'9__ _¥9'08 L9 _ _ _O0€L __ 6L%c __ TLE ] Iy __oo18 €99 _________dsd __.
. 480°0__066€ _ 9'ze9l _ _0L'€ __ 0€8 __ VI8¢ _ L¥e __890°L _ _€ve0____ _______ as___.
€89°0  6TO'ET 6°99909 ¥9°98C 68°L6T 8°68620T 9°LFPPI LOE'T  SVL'E oSerone

€1L°0 ¢1s'6 29029 ¢c0'L8C  69L°70€  888G0T 96' 1871  T¢€0 1¢6°¢
L1L°0 690°6 9°C6LT9  €96°68¢ €E0'90¢€  LTELOT LOPSYT  0€€°0 110%
1140 L9T°6 €068¢9  GCT'06¢ L8G'80E  G80LOT LG69¥T  00€°0 6107
el 0 Vrv6 6°9G4T9  €I8'88C_ 7¥0°00E€ 290401 STTIPT _ 91€°0 6.8°€ II-A

G690 ¥49¢ 91 G'C9L8¢  T06°18¢ T08'C6C¢ T°996L6 9PVl 66¢°C 81¢°€

590 8CL'9T  06L6S G70'Z8C¢  60976C  TLETOT CrOeFT  T€€T  GELE
8V9°0  VEL9T  T'6LI6S  S0V'G8E  TLS'T6C  9'9L666  98'SEVT  TleT  98YE
79°0 LYTLT 866065 €8°¢8C  STLF8C 629886 GSEOFI €8¢  9TFEe  TA 0¢
J9¢L 8.9 S6 16T e9% 19T ¢ gee___elLo_ Teor _______dSs¥ .
.090°0 _ _Scey _ _€908L _ _¥9'8 164 __ 9'68i¢ 9Ly _ 6100 __0060 __________ as___.
LL9°0  PEL9  9°00€T9 T9°96C 6E£TOE € 6LFPPOT  L'T9PT  POL'Z  T199°S oSeroae

€1L°0  2€YT 89889  TEV'GOE  609°L0E  TOVSOT 97'G0ST  00L'C  T8F'9
1240 898°C  §LFST9  LGG'E0E  689°90€  89TGOT 9L°90ST  989C  S8F'9
9cL'0 €08 TO06VEY  FIOFOEL FGPOTE  8TE90T €4°G0ST  669C  FIEH
JCELO_ _ _¥6e_ __ _€619¢9 GLE'S08 B8€6°60E  G8cLOT__ _ LL°60SL _T€LT_ _ _89¢9 _ _ IA_ __________.
690 TI90T  F'EPS6S  T80°68¢ 69'€6C  T18TTOT SPYIFT TPAd 8ILF
6290 9€6'0T  L'€TT6¢  STV68C 9FI'E6T  G8ILOT GL6TFT TPAd 89LF

9€9°0 G69°0T €0009 CC8'88C  €C'96¢ 6TT00T 18°0cvT  TP9 8LV

2€9°0 6701 V06V6S  G86°98C  LVO'€6C  LL9ZOT €T60¥T  TPd PSS I-A 02
[1/8w] [1/8w] [1/8w] [1/8w] [1/Sw] [1/Suwi] [1/8w] [1/8w] [1/Suw] [p]
RS IS eN SIN M D e) eq v SOLI9S  UoIjeINP UNI

o3ed snorasad wioay penurjuod — ¢z°g 9qel,



B 42

APPENDIX B. TABLES

W] UOTID919D MOTaq
II-A > T-A :Son[eA d9A1IR3oU ‘T[-A < [-A :Sonyea aanrsod
‘(9] T-A sot10s TejuoIIIOdxo JO sonyea o) PIeSAI UL []-A SOLIOS [RIUSWILIOAXD JO TOTJRIADD

[0T 7] woryenbo 1950 pajernoren

‘[1/8w] I1-A 23 T-A soues [ejuowtiodxo urgymm o[dures pImy [ENPIAIPUL SUO JO SPUOUWAINSEIW INOJ JO OSRIOAR 4.,

6v°'0T- 9V'vv €6V~ L€°¢- 6LV~ €8°9- L9°¢c- 1298 €811~ uorjerAsp
gL0 0€'6 GF'GTIT9  86'88C  9%°F0E  00'8EEI0T  8Y9IFT  TEO 96°¢ ITA oferoae

_890 _ _ _pLO9T _S€79006S 0€7¢8¢c 661066 S9°IVE66 98¢kl _0€c _ _ vSE IA OBeloat 0§
L9PT- T6'EL LSS~ LS'S- V6T~ 8VH- €2°9- gg'ge-  UOnEIAdD
gL0 6L°C 0019629 F9F0E  G9°80€  00'89L90T 88'90ST  0LC 6€°9 IIA o8eroae

_€90 _ _ _89°0L _ _ _€T'0V96S _89'88¢ _ _€1¥6c _ 0S°06I¢0T  ¥E8IvL _ TPd_ _ _TL¥. _ _ _ _ IA P8emre  0g
vv9- 4] TL°T- 1¢'1- 0¥~ €6°¢- I8°0- eI'61- €9°¢- uorjeraop
040 0T'1 G96¥S09 TT'L8C 16668 00'TFOLOT  OL'GPPT  9F'C ey IIA oferoae

S990 9979 8GTIEG6S L9°€8c 098¢ €8°60966  IIVEYL 90 o 81V _ IA O3emoat QT
A4 LT°g- 8e'g-  ILT-  61°9- €6'1-  T6'T6  99'8C uoIyeIAp
99°0 TPAd  €L€8609 FFE8E  0SF8%  00°9EFEOT  6SFTHT  STO 18°€ ITA o8eroae

_890 _ _ _coe __ _€0TT0I6S _L8°GLc  ol6ic  OI'60VA6. _ 09°L6ET _60c _ _ _ve€S A PBemAe G
€g'1- cv0- 90°0-  09'%-  08°€- €9°0 vhg L9°9- uoryeIASp
L0 TPA  8LLGL09 LT88G  OT'€0E  0G'E8TE0T  EITHFL  0F'C 68°¢ IIA o8eroae

J0L0  _TP9__ _0Pe0%09 TI'88¢ _ 8L68¢ _ 0I'cOv66 _ 086Vl _¥Sc —_ _99€ IA OFetoae g
) 9¢'1 61°0-  0T'C 9%°2- z9'T PPOT-  8€'€l ,UOIIeIASD
99°0 TPA4  €061€8% TOI8E  99°08%  OT'9SE00T I€T6ET  €F°C 98°€¢ gIIA o8eroae
1L°0 pTPA 080¥E6S  87'08C  99°98%  STLF6L6  €TSTFL 0T 9y oIA OBeIONR T
[1/8w] [1/Sw] [1/Sw] [1/8w] [1/8w] [1/Sw] [1/Sw] [1/Sw] [7/Sw] [p]
1S IS eN SN p: | D 8] ed v ?

(D6 0ST =T, ‘wrr! 0GZ - 09T :9SR[POYHI0) 'Iep [RIUswLIedxe Jo Ajriqronpoidar o) Jjo uonepifep Fg g 9[qelL



APPENDIX B. TABLES B 43

Table B.25: Orthoclase dissolution rates and related parameters for determi-
nation

te Sib Ac® Sd RS qu;'f log Rsl‘g
[d] [mg/L] [mol] [m?/g] [m?®] [mol/(m*s)] [mol/(m?s)]

T: 150°C, p: ~85 bar, grain size fraction: 250 - 500 uym

1 b.d.l." 0.053  0.0098

2 b.d.l. 0.053  0.0098

5 b.d.l. 0.053  0.0098

10 3.62 5.20E-07  0.053  0.0098 6.14E-11 -10.21
20 6.73 9.67E-07  0.053  0.0098 5.71E-11 -10.24
30 13.01 1.87E-06  0.053  0.0098 7.36E-11 -10.13
T: 150°C, p: ~85 bar, grain size fraction: 160 - 250 uym

1 b.d.l. 0.053  0.0098

2 b.d.l 0.053  0.0098

5 b.d.L 0.053  0.0098

10 3.88 557E-07  0.053  0.0098 6.58E-11 -10.18
20 6.73 9.67E-07  0.053  0.0098 5.71E-11 -10.24
30 13.02 1.87E-06  0.053  0.0098 7.36E-11 -10.13

@ experimental run duration

b Si-concentration within the post-experimental fluid sample

¢ Si-concentration change in regard to the Si concentration within the initial
model brine; normalized to the initial fluid volume

4 BET surface of albite after Welch and Ullman| (1996)) (grain size: 125 - 250 pm)

¢ estimated reactive surface of the orthoclase samples used within the present
study; according to the BET surface of albite after [Welch and Ullman/ (1996));
normalized to the initial solid weight

f Si dissolution rate after equation

9 logarithm of the dissolution rate

" below detection limit
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