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[. Abstract

Multiphase Reactive Transport (MPRT) modelling involves simulating flow of fluid phases,
transport of species and energy, and reactions between species within the same or different
phases. Reactive transport codes decouple phase flow calculations from reactive transport. This
approach has been successfully applied to a wide range of MPRT problems, but it may be
unsuitable for problems like the chemical evolution of unsaturated tailings or the salinization of
soils, where concentrated solutions or extremely dry conditions are be reached. The amount of
liquid water in these cases can be so small that both vapor and water in hydrated minerals can
be significant for the water balance. Wissmeier and Barry (2008) developed a code which
couples chemical sink-sources and water flow, but only for cases where transport is limited to
unsaturated liquid phase. However, under these extreme conditions gas transport becomes
important and water activity, which controls vapor pressure, is affected by capillary and salinity
effects. Moreover, certain mineral paragenesis (the ones that produce invariant points) fix water
activity, causing the geochemistry to control vapor pressure, which is a key gas flow variable.
Thus, a fully coupled solution of phase fluxes and reactive transport is required for these

conditions.

The main objective of this thesis is to develop a general MPRT code capable of representing the
effect of geochemistry on flow and transport for concentrated solutions under extreme dry
conditions. As a secondary objective, the behavior of some cases under such conditions is
studied. Different aspects of this code and different cases are discussed through the chapters of

this thesis.

First, coupling of salinity and vapor pressure (and thus evaporation rate) is discussed, and a
method for computing the evolution of high salinity systems is presented. Special emphasis is
placed on the treatment of invariant points, that are sets of minerals that fix water activity. The
method is applied to a natural MgSO,-rich brine evaporation experiment and to a simplified
model of a perennial saline playa lake. The results indicate that mineral paragenesis can have a
considerable influence on the evolution of shallow brine systems by fixing chemical composition

for a significant portion of time.



Second, the evolution of concentrated solution in porous media is discussed. In this scenario
evaporation is affected not only by salinity but also by capillary effects. Also transport is
considered. A generalized compositional formulation for MPRT, which considers coupling effects
between geochemical and hydrodynamic process problems, is presented. Some aspects related
to its numerical solution are discussed as well. The advantages of the formulation are illustrated
by simulating the effect of mineral dehydration on the hydrodynamic processes in a gypsum
column that reaches extremely dry conditions. The results indicate this significantly affects the

evolution of the system.

Finally, implementation of the code is presented. The importance of flexibility for reactive
transport codes and the way how objects oriented programming can facilitate this feature is
discussed. The code’s main classes and their interactions are presented. The code is used to
model a laboratory experiment where a sand column saturated with an MgS04 solution is
subject to evaporation. Extreme dry conditions and high salinity content are reached in this
experiment. The interaction between hydrodynamic and geochemical processes on the model is
analyzed. Model results shows that the occurrence of invariant points on the top of the domain
can have an appreciable effect on the outlet of vapor from the column and on the distribution of
salt precipitates along the column. In fact, invariant points explain spatial fluctuation of salt

precipitates.



II. Resumen

La modelacién de transporte reactivo multifase (TRMF) involucra la simulacion del flujo de fases
fluidas, el transporte de especies y energia, y las reacciones quimicas. La mayoria de los codigos
de transporte reactivo desacoplan los calculos de flujos de fases del transporte reactivo. Este
enfoque ha sido aplicado a diversos problemas de TRMF, pero puede resultar inadecuado para
problemas como la evolucién de pilas de desechos mineros o la salinizacién de suelos, donde
pueden encontrarse soluciones concentradas o condiciones de extrema sequedad. En estos
casos la cantidad de agua liquida puede ser tan pequeifia que tanto el vapor cémo la
precipitacién mineral pueden afectar su balance. Wissmeier y Barry (2008) desarrollaron un
cddigo que acopla los términos fuente sumidero quimico y los calculos de flujo, pero solo para
casos donde el transporte estda limitado a la fase liquida. Sin embargo, bajo estas condiciones el
transporte de gas puede ser importante y la actividad del agua, que controla la presién de vapor,
se ve afectada por efectos capilares y de salinidad. Ademas, ciertas paragénesis (las que
producen puntos invariantes) pueden fijar la actividad del agua, conduciendo a que la
geoquimica controle la presién de vapor, que es una variable clave para el flujo de gas. Por lo

tanto, una solucion que acople el flujo de fases y el transporte reactivo es necesaria.

El principal objetivo de esta tesis es desarrollar un cédigo de TRMF capaz de representar la
influencia de la geoquimica sobre los flujos y el transporte para soluciones concentradas bajo
condiciones de extrema sequedad. Como objetivo secundario se estudian algunos casos bajo

estas condiciones.

En primer lugar, se discute el acoplamiento de la salinidad y la presién de vapor (y por tanto la
evaporacion), y se presenta un método para calcular la evolucién de sistemas altamente salinos.
Se hace especial énfasis en la valoracidon de puntos invariantes, donde la actividad del agua es
controlada por el conjunto de minerales precipitados. El método es testeado modelando un
experimento de evaporacién de una salmuera natural rica en MgSO, vy con un modelo
simplificado de una laguna salada perene. Los resultados obtenidos indican que la paragénesis
mineral puede tener una influencia considerable sobre la evolucion de sistemas salobres al fijar

la composicidn quimica durante un intervalo considerable de tiempo.

En segundo lugar, se discute la evolucidn de una solucidon concentrada en un medio poroso. En
estas condiciones la evaporacion se ve afectada no solo por efectos salinos sino también por

capilares, y por procesos de transporte. Se presenta una formulacion composicional



generalizada para TRMF que considera los efectos del acoplamiento entre procesos geoquimicos
e hidrodinamicos, y se discuten algunos aspectos en relacion a su solucion numeérica. Las
ventajas de esta formulacion se ilustran mediante la simulacion del efecto de la deshidratacion
mineral en los procesos hidrodinamicos en una columna de yeso que alcanza condiciones de
extrema sequedad. Los resultados indican que los efectos acoplados pueden tener una

influencia significativa en la evolucién de sistema.

Finalmente, se presenta la implementacion del cédigo. Se discute la importancia de la
flexibilidad en los cddigos de transporte reactivo y como la programacion orientada a objetos
puede facilitarla. Se presentan las principales clases del cédigo y como las mismas interaccionan.
El cédigo se utiliza para modelar un experimento de evaporacion de una columna de arena
saturada en una soluciéon de MgSO4. Se analiza la interaccidn entre procesos hidrodindmicos y
geoquimicos. Los resultados obtenidos muestran que la ocurrencia de puntos invariantes en el
extremo superior de la columna puede tener un efecto apreciable en la salida de vapor y en la
aparicion de sales en la columna. De hecho, los puntos invariantes explican la fluctuacion

espacial en la precipitacion de sales.



[II. Resum

La modelacié del transport reactiu multifasic (TRMF) involucra la simulacié del flux de fases
fluides, el transport de compostos quimics i energia, i les reaccions quimiques. La majoria dels
codis de transport reactiu desacoblen els calculs de flux de fases del transport reactiu. Aquesta
metodologia que s’utilitza per resoldre diversos problemes de TRMF resulta inadequada per
adreca problemes com ara I'evolucié de piles de deixalles mineres o la salinitzacié de sols a on
poden trobar-se solucions concentrades o condicions d’extrema sequedat. En aquests casos la
quantitat d’aigua liquida pot ser tan petita que tant el vapor com la precipitacié mineral poden
afectar el seu balang. Wissmeier i Barry (2008) han desenvolupat un codi que acobla el terme
font quimic i els calculs de flux, pero solament serveix per a casos on el transport esta limitat a la
fase liquida. Tot i aix0, sota aquestes condicions, el transport de gas pot ser important i I'activitat
de l'aigua que controla la pressié de vapor es pot veure afectada tan per efectes capil-lars com
ara de la salinitat. A més, certes paragénesis (les que produeixen punts invariants) poden fixar
I'activitat de I'aigua, produint que la geoquimica controli la pressié de vapor, la qual és una
variable clau per simular correctament el flux de gas. Per tant, una solucié que acobli el flux de

fases i el transport reactiu és necessaria.

El principal objectiu d’aquesta tesi és desenvolupar un codi de TRMF capag¢ de representar la
influencia de la geoquimica sobre els fluxes i el transport en solucions concentrades i condicions

d’extrema sequedat. Com objectiu secundari s’estudien alguns casos sota aquestes condicions.

En primer lloc, es discuteix I'acoblament de la salinitat i la pressié de vapor (i per tant
I’evaporacid), i es presenta un metode per calcular I'evolucié de sistemes altament salins. Es fa
especial émfasi en la valoracié de punts invariants, on I'activitat de I'aigua és controlada pel
conjunt de minerals precipitats. EIl metode és contrastat contra un experiment d’evaporacié
d’una salmorra natural rica en MgS04 i amb un model simplificat d’una llacuna salobre perenne.
Els resultats obtinguts indiquen que la paragénesis mineral pot tenir una influéncia considerable
sobre l'evolucié de sistemes salobres en fixar la composicid quimica durant un interval

considerable de temps.

En segon lloc, es discuteix I'evolucié d’una solucié concentrada en un mitja pords. En aquestes
condicions I'evaporacid es veu afectada no solament per efectes de la salinitat siné també per
capil-lars, i per processos de transport. Es presenta una formulacié composicional per TRMF que

considera els efectes de I'acoblament entre processos geoquimics i hidrodinamics, i es



discuteixen alguns aspectes en relacid a la seva soluci6 numeérica. Els avantatges d’aquesta
formulacié sén il-lustrades mitjangant la simulacié de I'efecte de la deshidratacié mineral en els
processos hidrodinamics en una columna de guix en condicions d’extrema sequedat. Els resultats
indiqguen que els efectes acoblats poden tenir una influencia significativa en I'evolucié de

sistema.

Finalment, presentem la implementacié del codi. Es discuteix la importancia de la flexibilitat en
el desenvolupament de codis de transport reactiu mitjancant la programacié orientada a
objectes. Es presenten les principals classes que utilitza el codi i com interaccionen entre elles. El
codi s’utilitza per modelar un experiment d’evaporacié d’'una columna de sorra saturada en una
solucié de MgS04. La interaccié entre processos hidrodinamics i geoquimics és analitzada. Els
resultats obtinguts mostren que l'aparicié de punts invariants en I'extrem superior de la
columna té un efecte apreciable en la valoracid de la sortida de vapor i en la precipitacié de sals
en la columna. De fet, els punts invariants expliquen les fluctuacions espacials observades en la

precipitacié de sals.

Vi



[V. Agradecimientos

Quiero agradecer en primer lugar a mis directores Dr. Jesus Carrera y Dr. Maarten Saaltink por
haber sabido orientar mi entusiasmo y dirigir mi esfuerzo durante el desarrollo del doctorado.
También al Dr. Carlos Ayora por contribuir en mi formacion geoquimica y por el tiempo que me
ha dedicado.

Estoy especialmente agradecido a mis companeros Sergio y Luit (ahora Dr. Sergio Bea y Dr. Luit
Slooten) de los cuales aprendi mucho y recibi siempre un desinteresado apoyo. También con el
Dr. Orlando Silva con el cual he trabajado con mucho gusto.

Estoy muy agradecido a todos mis compafieros de doctorado de la UPC y del instituto Jaume
Almera, especialmente a Jordi Font, Gonzalo Sapriza ,Eduardo Castro, Alejandro Blanco vy
Manuela Barbieri con quienes he compartido tantos buenos momentos. Gracias al Herr Doktor
Marcos Dentz por contribuir con el mantenimiento de mi estado fisico. Quiero también
agradecer a mis compafieros de despacho Meritxell Gran, Carmen Chaparro, Daniel Fernandez y
Estanislao Pujades por la buena atmosfera de trabajo que entre todos generamos durante los
ultimos afios y especialmente a Marco Barahona por permitirme usar y abusar de su ordenador
para correr modelos.

Quiero agradecer también a Jorge de los Santos por iniciarme en el mundo de la hidrogeologia y
por el apoyo brindado para comenzar el doctorado.

Estoy especialmente agradecido a mis padres y mi hermana, quienes siempre me apoyaron y
alentaron a lo largo de mis estudios en Uruguay y Espafa. También a los amigos fuera de Espaina
Alejandro Mouta, Fernando Alfonzo, Fabidn Cedres, Gabriel Rignitz, Fernando Rostagnol y
Martin Alcald quienes a pesar de la distancia no dejaron nunca de estar cerca.

Sin lugar a dudas me hubiese sido imposible realizar el doctorado sin el apoyo incondicional de
mi esposa Johana, con quien comparti los momentos buenos y los no tanto. Gracias querida por
respaldarme y acompafiarme en cada paso durante estos cinco afios. Y finalmente a mi hija
Lucia, por la inagotable fuente de felicidad que es.

vii






V. List of Contents

l. 1A 1] o =Yt A SRR i
Il. RESUMEN ...ttt et et e s e e st e e s s b et e e s aasn e e e snneeeesanneeesannneeens iii
Il RESUM ci e e s \%
V. F Yo=Y LTl 0 1= o1 oo LU vii
V. LISt OF CONEENES ..ottt st e re e neenree s ix
VL. R o i 7= U <1 UPR SR Xiii
VIL. [ o) N I o L= TR PS PR XV
1. INEFOAUCTION ... st e e sareesnee e 1
1.1. Motivation and ODJECTIVES ......cccciiii it e e eare e e rreeeeans 1
1.2, TRESIS OULING ..ttt e sab e st e sbe e e sabeesabee s 2

2. Modeling the interaction between evaporation and chemical composition in a natural
3 1T LTV =] . USRS 5
% R [ 014 e To [0 o1 d o T3 DSOS P PO PP PR PSR 5
2.2.  Proposed numerical formulation for brine evolution under evaporation. .........c.ccccc...... 7
2.2.1. GOVEINING EQUATIONS ceeiiieiiiiiiieee ettt e e ettt e e e e e st re et e e e s e s sabbreeeeessesssnreeeeeeeens 7
2.2.2. Step 1 - Component definition ... 8
2.2.3. Step 2 — Component Mass BalanCe .......c.eeeiviiii i 9
2.2.4. Step 3 — Defining solution variables, speciation........cccccccevviecieiiiciiee e 10
2.2.5. The Invariant point during evaporation: an avoidable difficulty..........ccccccveeeenneen. 11
2.2.6. Step 4 — Numerical formulation implementation ..........ccccoveeeeiiiccciiee e, 13

2.3.  Numerical modeling of an evaporation experiment in a climatic chamber................... 13
2.3.1. Description of the experiment and modeling consideration ..........ccccceevecvieeeenneen. 13
2.3.2. Water activity and mineral evolution.........cccceo i 14
2.3.3. Water distribULION ....ooveiiiee e 17

2.4.  Mineral paragenesis as a control mechanism of salt lake evolution ...........cccceeeennee.. 18

2.4.1. CoNCEPLUAI MOUEI ceeeieiieireeee e e e e e e e e e e e e e aararaeaeeees 18



2.4.2. Hydro-chemical MOdel..........ouvveeiiiiee e e e 20

2.4.3. Parameter SENSITIVITY .....uuiiiiiiiiiiiiiiiiiiirrreerrreee e e e e e e e e e e e e e e e e e e e e e eeeeeeeas 22

2.5, CONCIUSIONS «.eeentieiieitecite sttt st st sttt st e r et esr e s neesneesmeesnees 25
3. A consistent compositional formulation for multiphase reactive transport where
chemistry affects hydrodyNamiCs. ..........uiiiiiie i e e e rrae e e e e e 27
70 P 1 4 o T [0 AT o TP PU PO PRR PP 27
3.2, GOVEINING EQUATION L.uuiiiiiiiii e eeeeeeeeeeeeeseseeeeeeeseeeeeseeeeeees 30
3.2.1. Global EQUATION ..ottt e e e e e e e e e erara b e e e e e e e e anareees 30
3.2.2. (o Tor ] =T o [UF- ) 4[] o - PRSP 33
3.2.3. Phase concentrations and CONSTraiNtS.......ccceeriieiieeiiiienieeeeeee e 35

3.3, RESOIULION ittt sttt sttt et sb e b s ne e enees 36
3.3.1. NUMENICAl QPPIOACN ... e e e e e e aararee s 36
3.3.2. Degrees of freedom and resolution strategy.......cccceveieeiirciee e 37
3.3.3. Solutions variables and SPeCiation ........ccoeccciiieeii e 38
3.3.4. Solving the component conservation equations (discretization) ...........ccccueeenneee. 39
3.3.5. Calculation of constant activity SPECIES ......uevvvciiiiiiiiii e 40
3.3.6. T g o] 1=Ya =T o1 = 4 o] o PSSR 40

3.4. Application: Gypsum column evaporation .......ccccceeeeeiiieeeee e 41
3.4.1. |V oTe 1T e 1Yol o 1o 4] o SRR 41
34.2. ColUMN EVOIUTION ..t 44
3.4.3. Anhydrite-Gypsum invariant POiNt ......c.ceeviieiiiiiiee e 45
344, Mineral influence on column evolution.........ccoceeeiiiiiie i, 47

3.5, SUMMArY and CONCIUSIONS .....eieiiuiiiieiiiiie et et e et e e eree e e e aree e e stte e e e abee e e eateeeeenneeas 48

4, Object oriented concepts applied to multiphase reactive transport modeling in
Yo Tge UL 4 o T=To |- I PSRN 51
o N (011 o o [¥ o1 oY o N TP U SRR 51
4.2, EQUAtIONS t0 SOIVE .ccciieeeeee e e e e e e aee s 52
4.2.1. General conservation @qUAtION .......c.eeiiciiiie i 53



4.2.2. Species and component conservation equation .......ccccocccvvieeeee e, 53

4.2.3. Constitutive and thermodynamic [aWs........c.eeeveiiieiiiiie i, 55
4.2.4. Numerical solution of the eqUatioNS.......ccueiivciiii i 55

4.3. 00 analysis of MPRT modeling and PROOST class organization.........cccccceeeeeeeccviveennnn. 55
4.3.1. PhenomMENON Class.......ccuiiiiiiiiieie e 56
4.3.2. PrOCESS ClaSS -ttt sttt et 57
4.3.3. MESH ClASS ..ttt e 58
4.3.4. MEShTIEIA ClaSS ...veerrieeiie ettt as 58
4.3.5. CHEPROO ClaSs ..eeeiueeeiiieeireeeiiiesiee et sree sttt st e e st e sre e e e smeeesaneeeneeesaneesas 59
4.3.6. SOIVEE ClASS ettt s s s 60
4.3.7. Component conservation Phenomenon for the SIA and DSA approach................ 60

4.4.  Solution procedure for @ time StEP ..uuuii i 61
4.5.  Code implementation ... e e e e e ennes 63
4.5.1. Implementation [aNGUAEE .......cueee ettt e e era e e erae e e 63
4,5.2. PROOST and CHEPROO expansion and MEIZE ......ccccvveeeecureeeeiieeeeiireeessvreeesseneees 63

4.6.  Application: Evaporation of a sand column saturated with a rich MgSO, solution........ 65
4.6.1. EXperiment desSCriplion ... e e 65
4.6.2. ColUMN EVOIULION ..ttt st 68

4.7. SUMMATrY and CONCIUSIONS .. ..uvviiieieeiiciiiieeee e e eeeeitrree e e e eeerrreeeeeeeesttrareeeeeesseasrreeeeeesenanes 73
5. GENErAl CONCIUSIONS ...t s s s 75
AN oY o T=] o T Lol YRR 77
. U mMatrixX CAlCUIRTION. ..ot s 79
Il. CodE VerifiCation ....eeeeeeieeeieee ettt s 81
AL OULIINE ettt r e e r e en s 81
B. Numerical modeling of seawater evaporation path .......ccccceeveeiiicien e, 81

C. Flushing of saline water by fresh Water ........coo i 84
D. Natural attenuation of phenolic COMpPOUNS.......cccuiiiiiiiiiicciee e 85

E.  Dryair fluxin @ sand COIUMN .....coiiiiii i e e e s e e e araee s 87



Il INPUL fIlES EXAMPIE..ei ittt e e e e e eate e e e ebte e e e sbaeeeeeateseessraeeeans 91

Input files for solving the problem C “Flushing of saline water by fresh water” with the DSA

=] o o] oY= ol o SRRt 91
O o o T 1 d 1 152 1 PR 91
B @ o T=T o] [ Y 40 1 SR UUUR 91
3. CoNtFIEIALISTXMI..ueeieiiieiiie e 91
4. MeShieldIN. XMl .oouiiiiii et 92
5. PRENLISTXMI et e e 94
Yo V=Y o I Y o - 1042 1 PP SRTPRRN 96
7o BELISEIN.XIMI e s s 96
8. MIESNLXIMI ..ttt 96
S T O 1114 011 25 { o | U U PR PUURRRRRR 97
10. LT Lo I @ o T=T o 4 TR T oY o TSRS 97

REFEIENCES ...ttt e s e s b e e bt e st e s ab e e sabe e e sse e e snreesaneesnenesaneen eeenne 99

xii



VI. List of figures

FIGURE 2-1 — A) EVOLUTION OF MODELED WATER ACTIVITY, MINERAL MASS AND EXPERIMENTAL WATER ACTIVITY. B) DETAIL OF
MODELED WATER ACTIVITY AND MINERAL MASS FORM DAY 12 TO 22. WATER ACTIVITY PLATEAUS CAN BE APPRECIATED
BETWEEN DAYS 15 AND 16, AROUND DAY 17, AND BETWEEN DAY 18 AND 21 ...evuiiiiieieeeieiiiieeee e eeirnneee e e seieees 15

FIGURE 2-2 — WATER ACTIVITY AND AQUEOUS CONCENTRATIONS FORM DAY 12 TO 22. NOTE THAT DURING THE FIRST WATER
ACTIVITY PLATEAU CONCENTRATIONS ARE ALMOST CONSTANT, AND ARE EXACTLY CONSTANT DURING THE SECOND AND
THIRD. 11ttteeeteeuutteeeesseasuereeeeessaasesreeeesssassaseeeeesssasssaseeaesesasssaseeesssasanssnseessssssnsseneeesssassnsseneesssseneeessnnsnssenees 16

FIGURE 2-3 — DISTRIBUTION OF WATER IN THE SYSTEM AND WATER ACTIVITY ..uuuuuuuuuuuuuuuuensnesesssessssssssssssssessrersmsmersmememee 17

FIGURE 2-4 — WATER CONSUMPTION RATES FROM EVAPORATION AND LIQUID WATER REDUCTION (ABOVE) AND FROM MINERAL
RELEASE (BELOW). NOTE THAT ON DAY 17 AND BETWEEN 18 AND 21 THE EVAPORATION RATE IS EQUAL TO THE MINERAL
RELEASE RATE, WHILE THE AMOUNT OF LIQUID WATER REMAINS INVARIANT. NOTE ALSO THAT MORE LIQUID WATER IS LOST
TO MINERAL HYDRATION THAN TO EVAPORATION IN DAY 15, 1iiiiiiiiiiiiiiiiiiiiiiieieieieeeeeesesee s es e s s e en e naen e e e e e e 18

FIGURE 2-5 — ANALYTICAL SOLUTION FOR LAKE LEVEL AND SINGLE SPECIE CONCENTRATION ...uuuuuuuuuunnnnnnnnnnnnnnnnnnnnnnnsnnnnnnnes 20

FIGURE 2-6 — WATER ACTIVITY, LAKE LEVEL AND MINERAL PRECIPITATION. NOTE THAT DURING PERIODS OF FIXED WATER
ACTIVITY THE LAKE LEVEL REMAINS PRACTICALLY CONSTANT. DURING THIS PERIOD HEXAHYDRITE AND KIESERITE HAVE THE
SAME PRECIPITATION RATE VALUE BUT WITH OPPOSITES SINGS, BECOMING A SOURCE OR SINK OF WATER (SEE EQUATION
[ A ) TR RO 21

FIGURE 2-7 — SENSITIVITY OF WATER ACTIVITY TO INCOMING FLUX (Q, [M/Y]). FOR LOWER VALUES THE SYSTEM REACHES THE
HEXAYDRITE-KISERITE INVARIANT POINT, AND FOR THE HIGH VALUE THAT OF EPSOMITE-HEXAHYDRITE ......uvvvveeeeeennnnnns 23

FIGURE 2-8 — WATER ACTIVITY SENSITIVITY TO OUT FLUX COEFFICIENT. FOR THE A HIGHER VALUE WATER ACTIVITY REMAINS
MORE TIME ON HEXAHYDRITE-KISERITE FIXED VALUE. FOR THE LOWER OUT FLUX COEFFICIENT NO FIXED ACTIVITY VALUES
ARE REACHED. 1ttttttieieie it ittt ieteeeseseeesesessaassesaseses e ssasasasasasasasaaasaaaasaaasaasb b babs bbb beb b et et ettt ataae 2aaaaaaaeens 24

FIGURE 3-1 — SATURATION, VAPOR PARTIAL PRESSURE AND TEMPERATURE PROFILES. THE POSITION OF THE EVAPORATION
FRONT POSITION IS MARKED BY A HORIZONTAL LINE. NOTE THAT SATURATION ATTAINS OVEN DRY VALUES ABOVE THE
EVAPORATION FRONT AND THAT TEMPERATURE SLOPES CHANGE AT THIS FRONT. ..eeeeecurireeeeeeeernnrnereeeeessnnnsensesssenans 44

FIGURE 3-2 — VAPOR PARTIAL PRESSURE, MINERAL PHASES AND TEMPERATURE ON DAY 12. NOTE THAT VAPOR PARTIAL
PRESSURE AND TEMPERATURE GRADIENTS NOT ONLY CHANGE AT EVAPORATION FRONT BUT ALSO AT A DEPTH OF AROUND
0.181 M. AT THIS POINT, GYPSUM IS TRANSFORMED INTO ANHYDRITE RELEASING WATER...cccceerrurrrreeeeeerenrreneeeseennns 45

FIGURE 3-3 — WATER ACTIVITY AND MINERALS MASS FOR THE DOMAIN TOP SURFACE. AN INVARIANT POINT IS REACHED WHEN
GYPSUM AND ANHYDRITE COEXISTS (SHADED AREA). WATER ACTIVITY REMAINS CONSTANT DURING THIS INTERVAL....... 46

FIGURE 3-4 — WATER ACTIVITY EVOLUTION OF THE EIGHT UPPER NODES. THE OCCURRENCE OF AN INVARIANT POINT
SIGNIFICANTLY AFFECTS WATER ACTIVITY ADJACENT NODES. THE STAIR SHAPE OF THE WATER ACTIVITY IS A CONSEQUENCE
OF THE SPATIAL DISCRETIZATION; A FINER MESH PRODUCES A SMALLER STAIR-SIZE ....ccccuviieeeeeeieirrreeeeeeennrreneeeeeenans 47

FIGURE 3-5 SATURATION PROFILES CONSIDERING GYPSUM AND ANHYDRITE (GYP-ANHY) AND ONLY GYPSUM (GYP). IF ANHYDRITE

IS NOT CONSIDERED THE EVAPORATION FRONT MOVES FASTER. 1.uttuiiiiiiiiiiiiiiiiiieiineie sttt sa s s sasansaassaenns 48



FIGURE 4-1 — ORGANIZATION OF MAIN CLASSES IN PROOST. EACH BOX REPRESENTS A CLASS WITH ITS ATTRIBUTES AND
METHODS. A PARADIGM IS SHOW BELOW EACH CLASS. ..uuuvtteeteeeiauneteeeeeeaaainrreeeesesannnneeeessesannreeeeessessnrenesesssannns 57
FIGURE 4-2 — FLOW DIAGRAM OF THE RESOLUTION OF A TIME INTERVAL FOR A REACTIVE TRANSPORT PROBLEM IN PROOST
BOTH FOR SIA AND FOR DSA ...ttt ettt ettt ettt ettt et te e sabe e s i e e sa b e e sate e s bteebeesabaesbeesabeesabeenates 62
FIGURE 4-3 SATURATION AND TEMPERATURE (ABOVE), MG CONCENTRATION AND VAPOR PARTIAL PRESSURE (BELOW)
MODELED FOR DAY 4, 8 AND 12, AND EXPERIMENTAL DATA FOR DAY 12, ooruuiiiiiiiiiiiiieeeeeeeeerttieeeeeeeeeeennaeeeeeeeeenes 68
FIGURE 4-4 — EVAPORATION-CONDENSATION AND VAPOR TRANSPORT EVOLUTION. THE EVAPORATION FRONT PRODUCES AN
ASCENT VAPOR FLUX ABOVE ITS PEAK AND A DESCEND FLUX BELOW.. ..eeuvteereerreeereesureesseesseeeseesssesesssesssesssseessseess 69
FIGURE 4-5 — MINERAL MASS AND WATER ACTIVITY (ABOVE) AND VAPOR FLUXES (BELOW) FOR THE UPPERMOST NODE. AN
INVARIANT POINT PRODUCED BY THE COEXISTENCE OF EPSOMITE AND HEXAHYDRITE OCCURS AT DAY 4 AND ANOTHER ON ,
ASSOCIATED TO HEXAHYDRITE AND KIESERITE BETWEEN DAY 5 AND 6. BY FIXING WATER ACTIVITY VALUE THE INVARIANT
POINT CONTROLS DE MASS OF VAPOR THAT LEAVES THE COLUMN DURING THESE PERIODS. ..veevuveeruveerireenveesueeenseesnnns 70
FIGURE 4-6 — EVOLUTION OF MINERAL SPECIES. THE FIRST MINERAL TO PRECIPITATE IS EPSOMITE. AS WATER ACTIVITY DIMINISH
EPSOMITE IS REPLACED BY HEXAHYDRITE AND FINALLY EPSOMITE. AFTER AN INVARIANT OCCURS AT THE TOP OF THE
COLUMN, AN INCREASE FOLLOWED BY A DECREASE IN THE AMOUNT OF PRECIPITATED MINERAL OCCURS IN THE MINERAL
FRONT . ¢ttt itttteeee e e ettt e e e e e e uabee et e eeeeaanb e et eee e e aab et e eeeeaaaaan b e eeeee e e ans et e e eeesaanneeeeeeeesansnaeeeeees beeaeeesaansanaeaeenn 72
FIGURE 4-7 — SATURATION DEGREE AND MINERAL MASS BEFORE (T=3.77 DAYS) AN INVARIANT POINT OCCURS AT THE TOP OF
THE COLUMN AND AFTER (T=3.87 DAYS). c.uuteeeeiiiieieteeeeitteeeestteeeessaeeessnsesaasssesesanssessenssseesnsseesanssesessssnessssseeen 73
FIGURE Il-1 — SIMULATED AND MEASURED CONCENTRATION OF EVAPORATION PATH OF SEAWATER ....cvvverereeeraiiereeeeeennnnns 82
FIGURE II-2 — OBTAINED MINERAL PRECIPITATION OF SEAWATER EVAPORATION PATH VALUES ARE COMPARED WITH RESULTS
FROM THE EQIL/EVP CODE....eevteueeutieueieteesteeteeteeseesseesteessesssesssesseessesssesssesssessesssesnsesssessesssesnsesssesseessesssenns 82
FIGURE II-3 — DETAILS OF INVARIANT POINTS SHOWN ON FIGURE 1I-2. A) GYPSUM-ANHYDRITE INVARIANT POINT. B) EPSOMITE-
HEXAHYDRITE AND HEXAHYDRITE-KIESERITE INVARIANT POINTS 1.uvvveteeeteeesueesereesseessseessssensesensessnsessssesssessssesssnes 83
FIGURE II-4 — RESULTS OF MODELING FLUSHING OF SALINE WATER BY FRESH WATER (B) ARE COMPARED WITH RESULTS FROM
RETRASO (A sOLID LINE) AND PHREEQM (DOTTED LINE) CODES ..veevuveerureerureesueeenseeesseessseessseesseessseesseesssessnees 84
FIGURE II-5 —PROOST RESULTS (RIGHT) OF MODELING NATURAL ATTENUATION OF PHENOLIC COMPOUNDS ARE COMPARED
WITH RESULTS FROM IMIINBP (LEFT) 1euutieiuteesteeesiaeeiteeeteestessssaessseesnseessseesseesessnsaesnsessssassssessssesnssssssssensesnnses 86

FIGURE 11-6 — DIAGRAM OF THE SYSTEM FOR THE DRY AIR FLOW OF A SAND COLUMN MODEL ..cceevtreiumrerereeesennnreneeeesennnnes 87

Xiv



VII. List of Tables

TABLE 2-1 — DIFFERENT MATRICES FOR THE GEOCHEMICAL SYSTEM OF THE EXAMPLE ...uvveuteeuvesereseeesseeseeaesseesseesseensessnens 9

TABLE 2-2 — INITIAL COMPOSITION OF THE EVAPORATION EXPERIMENT IN A CLIMATE CHAMBER. CONCENTRATION IN MEQ/L .. 14

TABLE 2-3 - LIST OF THE MINERALS, CHEMICAL FORMULAS AND EQUILIBRIUM CONSTANTS CONSIDERED IN THIS WORK AND IN
SANCHEZ-MORAL ET AL (1998) ...eiiiiiiie ettt ettt ettt e e tee e et e e et e e e eatt e e e eabaeeeenstaeeensaaeesnsteseessaeesnreens 14

TABLE 2-4 — MINERAL PARAGENESIES OF INVARIANT POINTS WITH THEIR VALUE OF FIXED WATER ACTIVITY OBTAINED ON THE

SIMIULATION. 1uteeuteesuteesueeesstessseessseesseesaseesuseesaseessseessaeeseesaseesaseesabeesaseesateesaseeseeeseesabeesaseesateesase eeenseesases 15
TABLE 2-5 — LAKE MEAN VALUES AFTER REACHING CYCLICAL STEADY STATE .cceeetteiuureeeresesanunrreeeesssaanereeesesesanmneneeesssssannes 22
TABLE 2-6 - LAKE MEAN VALUES FOR DIFFERENT INCOMING FLUX AFTER REACHING CYCLICAL STEADY STATE ..vveevveereveesveenenes 23
TABLE 2-7 - LAKE MEAN VALUES FOR DIFFERENT OUT FLUX COEFFICIENT AFTER REACHING CYCLICAL STEADY STATE.....cccevveen. 24
TABLE 3-1— CONSTITUTIVE EQUATIONS «..eettteeuurteeeureeesausreesaureeessureresansneessanaeessnsseessnnsesesanseesanssesesansneesanseesssnsesesannes 42
TABLE 3-2- BOUNDARY AND INITIAL CONDITIONS ...evteeteeesaiuereeeeeseaaunereeeesesaanneseeeeesasansseseeessassnnsesesesssasansseseeessasnnnneee 43
TABLE 4-1 - CONSTITUTIVE EQUATIONS ...vvtteeeeiauuerteeeesssaunsreeeesssasseneeesssssasssseeesssssasssseeesssssssssesesessssssnsseesesssnssnnees 66
TABLE 4-2 — CHEMICAL REACTIONS CONSIDERED ....veeuveesureesureesseeesseeesseesseesnseesasessseesusessssesssssesssesssesssseesssesssseessseess 67
TABLE 4-3- BOUNDARY AND INITIAL CONDITIONS ....vteeteeesasuereeeeessaauneneeeesesaanneseresesasansseseeessassansesesesssasansseeeeessasnnnneee 67
TABLE 11-1 — MINERAL SPECIES CONSIDERED ON THE CHEMICAL SYSTEM FOR SEAWATER EVAPORATION PATH ..eevveeeveeeveeenes 81

TABLE I1-2 — CONSTITUTIVE LAWS AND CONCEPTUAL MODEL FOR THE DRY AIR FLOW ON A SAND COLUMN PROBLEM.............. 88



1. Introduction

1.1. Motivation and objectives

Modeling multiphase reactive transport (MPRT) problems draws on numerous fields in the Earth
sciences, including hydrology, geochemistry, biogeochemistry, soil physics, and fluid dynamics. It
involves simulating several phenomena: flow of fluid phases, transport of species and energy
and chemical reactions (Steefel et al. 2005). MPRT modeling has to deal not only with the
individual difficulties of each of these phenomena but also with new ones associated to coupling

effects (Lichtner 1996).

One of the major difficulties is the interaction between geochemical processes and the other
phenomena. Geochemistry controls flow properties, such as viscosity and density. Moreover,
chemical reaction can act as a source-sink term in the conservation equations of chemical
species including water. This will also affect the conservation of fluid phases (either gas or

liquid), since they are equal to the sum of all species that compose them.

The effect of transport processes on geochemistry has been studied from a reactive transport
perspective (Xu and Pruess 1998, Saaltink et al. 2004, Mills et al. 2007). These authors deal with
the complexity of geochemical and transport processes but they calculate phase flow separately.
Effects of heterogeneous reactions on phase flow have been studied from a multiphase
perspective (Abriola and Pinder, 1985, Forsyth and Shao, 1991, Olivella et al. 1996, Pruess et al.
1999, Pruess and Battistelli 2002), but these approaches do not include key geochemical
processes, such as reactions between species of the same phase (e.g., complexation and

hydrolysis), complex adsorption models or equilibrium with several mineral phases.

MPRT of concentrated solutions under extreme dry conditions (like vadose tailings, or soils with
high a salt content) requires the features of both of the approaches mentioned above. Under
these conditions the amount of liquid water can be so small that vapor and hydrated minerals
becomes important for the water balance. Wissmeier and Barry (2008) developed a code that
can model the effect of chemical sink-sources of water onr liquid flow, but only for cases where

transport is limited to unsaturated liquid phase. However, under these conditions gas transport
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can also be important and water activity, which controls vapor pressure, is affected by capillarity
and salinity. Moreover, certain mineral paragenesis (the ones that produce invariant points) fix
water activity, causing the geochemistry to control vapor pressure, which is a key flow variable
(Risacher and Clement, 2001). Thus, a fully coupled solution of phase fluxes and reactive

transport is required.

The main objective of this thesis is to develop a general multiphase reactive transport code
capable of representing the influence of geochemistry over flux and transport processes for
concentrated solutions under extreme dry conditions. As a secondary objective the behavior of

some cases under these conditions is studied.

1.2. Thesis outline

Different aspects of the code which and different cases are studied through the chapters of this

thesis.

In chapter 2 the effects of salinity on water activity and its influence on evaporation are
discussed, and a method for computing the evolution of high salinity systems, like shallow salt
lakes, is presented. Special emphasis is placed on the assessment of invariant points, where
activity is controlled by the set of precipitated minerals. The method is applied to a natural
MgSQ,-rich brine evaporation experiment and to a simplified model of a perennial saline playa

lake.

In chapter 3 the evolution of concentrated solution in porous media is discussed. In this scenario
evaporation is affected besides salinity by capillarity, and also transport processes have to be
considered. A generalized compositional formulation for MPRT which considers coupling effects
between geochemical and hydrodynamic process problems is introduced. Some aspects related
to its numerical solution are discussed. The advantages of the formulation are illustrated by
simulating the effect of mineral dehydration on the hydrodynamic processes in an unsaturated

gypsum column that reaches extremely dry conditions.

In chapter 4 PROOST the code in which the formulation presented in chapter 3 was
implemented is presented. This chapter discusses the importance of flexibility for reactive

transport codes and the way how object oriented programming can facilitate this feature. It
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presents the structure of Proost through classes and their interaction. The code is used to model
a laboratory experiment of a sand column saturated in a MgSO4 solution subjected to
evaporation. In this experiment extreme dry conditions and high salinity content are reached,

and the interaction between hydrodynamic and geochemical process on the model are analyzed.

In chapter 5 main contributions of this thesis are summarized.
Chapter 2 is based on a submitted paper, and chapter 3 and 4 are based on papers in

preparation.

In appendix | details about component matrix calculations are given. In appendix Il code

verification results are presented. Appendix Il contains examples of PROOST input files.



2. Modeling the interaction between
evaporation and chemical composition

in a natural saline system!

2.1. Introduction

Natural saline systems occur broadly worldwide. They may be of significant hydrological,
economic and ecological importance. Playas, sabkhas and saline lakes affect water resource
assessments (Yechieli and Wood, 2002). They often represent the discharge point of regional
water flow systems. These can significantly affect ground-water quality and flow due to high
concentrations and density differences (Simmons and Narayan, 1998, Holzbecher, 2005).
Evaporation is the critical process to understand the evolution of these natural systems.
Evaporation also plays a leading role in the production of industrial salt (halite, magnesium,
sodium sulphate, potassium chloride). Nearly all forms of salt production require evaporation of
water to concentrate brine and ultimately produce salt crystals (Akridge, 2008). Evaporation is
also a key process to understand the formation of evaporitic deposits (Jankowski and Jacobson,
1989,Donovan and Rose, 1994), and plays a main role in the formation of water-soluble
efflorescent salts on tailings in arid climates (Acero et al., 2009). Such salts may increase the risk
of human exposure to heavy metals such as Cu, Ni, and Zn through wind transport (Dold, 2006;
Bea et al., 2010b). Understanding evaporation mechanisms in the formation of these salts is

crucial for the design of remediation measures.

Ever since Dalton (1802), evaporation has been seen as a balance between vaporization and

condensation. The latter depends on the quantity and energy of water molecules in the gas
phase, which can be evaluated as proportional to vapor pressure, PV, . Vaporization depends
on the energy of liquid molecules to overcome the surface barrier. In hydrology, vaporization

has been traditionally taken as proportional to the saturation vapor pressure, PV, , which is the

one in equilibrium with a flat surface of pure water. Notice that PV, needs to be evaluated at

water temperature, to measure indeed the energy of liquid water. This energy can be

! This chapter is based on the article with the same name submitted to the Journal of Hydrology. Bea, S.A.,
Saaltink, M.W., Carrera, J. and Ayora, C. are coauthors of this article.
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significantly reduced as the free vibration of water molecules is impaired either because they
tend to form solvatation spheres around solute ions or because water is under suction. That is

both salinity and suction can reduce the energy of water (Jury and Horton, 2004). This reduction
is quantified by water activity, 4, . Water activity is defined as the ratio between vapor pressure

in equilibrium with the solution and the saturation vapor pressure. It can also be seen as an
indicator about the “chemical availability of water” to react with other species or to evaporate.

Because of this reduction, Dalton’s law should read:
Bv =1, (Ve -2 = PV ) (2-1)
Where EV is the evaporation rate and f, is a mass transfer coefficient that depends on weather

conditions.

The activity of fresh water bodies can be considered constant and equal to one. Therefore
chemical composition hardly influences the evaporation. However, in concentrated solutions,
water activity decreases as salinity increases, thus affecting the evaporation rate and the

chemical evolution of the system (Krumgalz et al., 2000).

The chemical evolution of brines under evaporation has been extensively studied (Hardie and
Eugster, 1980, Eugster et al., 1980, Sanford and Wood, 1991, Wood and Sanford, 1990, and Yan
et al., 2002). However, most of these works seek geochemical understanding. They typically take
evaporation as given and do not pursue understanding evaporation dynamics. lronically,
geochemistry may exert a key control on evaporation rate. Hydrated minerals, as many
efflorescent salts, can act as a water source or sink as they dissolve or precipitate, and can
literally control water activity. To illustrate this effect, let us consider the coexistence in

equilibrium of gypsum and anhydrite, which implies,
(Ca™)(sOf )a; =K
(Ca™)(s0; )=K

K
gypsum 2.2
P (2-2)

gypsum

anhydrite anhydrite

That is, the simultaneous presence of these minerals fixes water activity, thus controlling
evaporation. This situation is termed invariant point and may exert a significant influence on the
evolution of the system. In fact, if evaporation is the only mass exchange mechanism not only
water activity will be fixed, but also all species activity. Dealing with invariant points involves
mathematical modeling difficulties, to the point that they are normally ignored. Risacher and
Clement (2001) discuss these difficulties and developed an algorithm to deal with them.

Unfortunately, the method is rather involved.
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The effect of invariant points on evaporation is strongly related to the liquid water source-sink
that results from hydrated mineral dissolution-precipitation. This process is not always
considered in saline lakes water balance and only a few works discuss it (e.g. Krumgalz et al.,

2000, Sanchez-Moral et al., 2002).

In this work we study the influence of chemical reactions on the dynamics of brine evaporation
through numerical simulation, with special focus on the treatment of invariant points. First we
present a mathematical formulation that overcomes the difficulties of modeling invariant points

of previous works. Then we apply the proposed formulation to simulate an experiment where a
S 2- . . o .
brine rich in 504 and |\/|g2+ is evaporated in a climatic chamber. Finally, we study by means of

a simple model the interaction between mineral paragenesis and evaporation in a perennial

saline playa lake with a seasonably varying air vapor pressure.

2.2. Proposed numerical formulation for brine evolution under

evaporation.

Modeling the chemical evolution of brines during evaporation involves species mass balance,
mass action law and energy balance. Energy balance controls temperature changes that can
affect equilibrium constant and activity coefficient calculations. For simplicity, we will adopt
isothermal conditions. However, energy balance could be added without significant changes on

invariant points.

2.2.1. Governing equations
Two groups of equations need to be solved: mass balance and mass action equations. The latter

can be written in a matrix notation (Saaltink et al., 1998) as:

S, -loga—-logK =0 (2-3)

where Se is the stoichiometric matrix of size Ne (number of equilibrium reactions) x Ns (hnumber

of species), ais a vector with the activity of all (Ns) species and K is a vector with the
equilibrium constants of all (Ne) reactions.
Mass balance equations can also be written in matrix form:

Alzm)

=f+75S.-r 2-4
Al USNL (2-4)
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where 77 [K0,e | is the mass of liquid water in the system, M [MOI/KQ,, .. | is a vector with
the molality of all chemical species, f [mol/time] is a vector with external source-sink terms for

each species (only affects water in case of evaporation), S; is the transpose of the

stoichiometric matrix, and I, [mol/time] is a vector containing the reaction rates of equilibrium

reactions. Assuming f given, the system (2-3) and (2-4) contains Ne+Ns equations and unknowns
(the molality of water is fixed, 55.6 mol water/kg water, but n is unknown).
For a better understanding of these vectors and matrices, we illustrate them by means of the

following geochemical system:

H,O=2H"+0H" (2-5)a
Ca* +S0; +2H,0 22 gypsum (2-5)b
Ca* +S0;” 2 anhydrite (2-5)c

The vector of concentration, sink source terms, reaction rates and stoichiometric matrix will be:

My,0 szo -1 -2 0]
" 0 1 0 O
LIS 0 Mo 0 -1 -1
m= M. | f=| 0 |[; e =] Typsum ;Sé =0 -1 -1 (2-6)
m.,,- 0 Vanhydrite 1 0 O
Maypsum 0 0 10
M, yerie 0 0 0 1]

Where we have assumed that szo is the only sink source term (—fH20 is evaporation rate).

Notice that the columns of S; represent the stoichiometry of (2-5).

2.2.2. Step 1 - Component definition
The equilibrium reaction rate terms in (2-4) can be eliminated by linearly combining the mass

balance equations (Saaltink et al., 1998). To do so, we define the matrix U (also known as

component matrix, (Ns-Ne)xNs ) as:

U-St=0 (2-7)
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Multiplying equation (2-4) times U ensures elimination of all equilibrium reaction rates. It also
leads to the definition of components as U=U-M, which by virtue of (2-7) become linear
combinations of species that are not affected by equilibrium reactions.

2.2.3. Step 2 - Component mass balance

Multiplying system (2-4) by U yields:

A(7u)
At

=U-f (2-8)

When mineral phases are present in equilibrium, Gibbs phase rule indicates that the system
looses one degree of freedom for every additional mineral phase. Therefore the definition of
components needs to be updated. There are several ways to achieve this goal, depending on the
additional properties one may wish for components (see Molins et al., 2004). Here we will use
the approach of Saaltink et al. (1998), where the initial components matrix U is multiplied by an
elimination matrix to obtain the reduced component matrix. Matrix U and matrices E are given
in Table 1 for cases where the system is in equilibrium with gypsum (Eg,) or with gypsum and

anhydrite.

Multiplying equation (2-8)by E does indeed reduce the number of component mass balances:

Alru’
_(nu ) =f' (2-9)
At

Where U'=E-U-mis the reduced component vector and f'=E-U-f is the reduced

component sink source

Table 2-1 — Different Matrices for the geochemical system of the example

U Matrix E Matrix Egp, o
Matrix (gypsum saturated) (gypsum and anhydrite
gYpP saturated)
HO H & G CH gp ah| - oUW
100 0 1 2 0 o
e 0 1 0 0 4 0 0 | ™ 1000 Ugli; Lgl% U(i
\ 0 0 1 0 1 1| W 000 e 01 0 0
N 0 0 0 1 pop| M 000 1A +
L% J i

The basic system (no minerals in equilibrium) in the gypsum-anhydrite example is obtained by

multiplying mass balance equation (2-4) times U (Table 2-1), which yields:



10 Chapter 2

My o +My, +2My 0 fuo
A(nu) _A n My = Moy _| 0 (2-10)
At At msog, + manhydrite + mgypsum 0
mCaz* + manhydrite + mgypsum 0

Where components u are defined implicitly as total water (uHzo ), acidity (U ), sulphate (U504 )

and calcium (Ug, ). In general, mineral concentrations in equation (2-10) are zero, when the

system is sub saturated with respect to minerals. If mineral equilibrium is assumed this equation

needs to be multiplied times the corresponding E matrix in Table 1. Specifically, when the system

is saturated in gypsum we multiply equation (2-10) times Egyp (Table 2-1) which eliminates
anhydrite
My o+ Mg, - fro
A _A = 0 2-11
E(nugyp)_E 7 My =My |7 (2-11)
msof’ — Mo 0

Where sulphate and calcium components have been substituted, U, ¢, =Ug, —Uc,

On the other hand, if the system is saturated in both minerals, we multiply equation (2-10) times

E (Table 2-1) giving:

gyp—anhy

1 mso}* M )] 1 (Oj
—=Aln —= (2-12)
At m,.-m, ) At 0

Where the water component has been eliminated, which explains why the liquid water source-

A (77U gyp—anh )

sink term szo has disappeared. As a result, evaporation does not affect the evolution of the

system, when the two minerals are in equilibrium. This holds for any invariant point and will be

exhaustively discussed in section 2.2.5

2.2.4. Step 3 - Defining solution variables, speciation
According to Gibbs phase rule, for fixed pressure and temperature, the number of independent

intensive variables is:

Niy =N =N, =N e (2-13)

For a complete description of the system the mass of each phase is also required. Mineral

masses can be eliminated from component mass balance multiplying by matrix E , but liquid



Modeling the interaction between evaporation and chemical composition 11

water mass 77 still remains (see equations (2-11)and (2-12)). As unknowns, we choose liquid
water mass and the concentrations of a subset of species, which are termed primary.

In the above example, one set of primary species for system (2-10) (no mineral phases) could be:

HY, SOf_,C3.2+. If the system is saturated in gypsum (2-11)one set of primary species could

be: H”, SOj_. Finally, only one primary specie (H ) is needed when both minerals are present

(2-12). The remaining aqueous species, secondary species, are obtained by solving mass action

equations (2-3).

We treat mineral species as ideal, so that their activity value is one. Therefore, their masses do
not affect chemical speciation. They are obtained from mass balance. Reaction rates are first
calculated from the mass balance of aqueous species. These rates are introduced in the mineral

mass balances to update mineral mass during each time step.

Evaporation of a liquid sample can be seen as a loss of liquid water. Without any chemical

reaction, 77M remains constant (except for the liquid water specie). Therefore a reduction of 7

has to be compensated by an increase in the molality of most species. Equilibrium reactions may
force a decrease in some species, to maintain the equilibrium constraints. This leads to what is

known as geochemical divide (Hardie and Eugster, 1980, Risacher et al., 2003). An example is
provided by the acidity component (U, =M, —M,; ) in Equation(2-10). Evaporation causes uy

to increase in absolute value, so that pH will tend to increase if initially above 7 or to drop,

otherwise. As salinity increases, minerals become saturated and new divides emerge. For

example, when gypsum starts precipitating, Equation (2-11) becomes active and n(m504 - mca)

must remain constant. Therefore,

msq, —Me,

must increase to compensate evaporation

(decrease in 77). Together with (SO,)(Ca)-a’ = K__, this implies that the most concentrated of

ayp
these two species will become enriched and the other will tend to zero. The problem arises
when Equation (2-12) becomes active and evaporation rate disappears. This situation is

addressed below.

2.2.5. The Invariant point during evaporation: an avoidable difficulty
Invariant points occur when mineral paragenesis fixes water activity, as given by Eq. (2-2) in the

example of gypsum and anhydrite. In that case gypsum is transformed into anhydrite releasing
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exactly the liquid water that has evaporated, so that molalities of all species molalities remain

constant.

To the best of our knowledge, the only code that can handle invariant points without minimizing
Gibss free energy is EQL/EVP (Risacher and Clement, 2001) .This code devotes a significant effort
to detect mineral paragenesis that fixes water activity and adopts a special treatment for this
scenario, because one mineral mass action law is a linear combination of the others, as
illustrated by equation (2-2). Actually, this is true only if water activity is imposed and not
calculated. Alternatively, if water activity is computed from species concentrations, then the
mass action laws for gypsum and anhydrite are no longer identical. Calculations will naturally
yield the value of ay equation (2-2).In short, the concept proposed here is just to treat liquid

water as a secondary species.

When the gypsum-anhydrite invariant point is reached, the reduced component mass balance
(Eq.(2-12)) does not include either liquid water or its sink, which are naturally removed from the
equation. The solution of equation (2-12) is trivial. The mass of liquid water and the component
concentrations do not change. As a result species concentration values remain constant. As

discussed before, reaction rates are derived from the mass balance (Eq. (2-4)), which reads:

0 szo _rHZO - 2rgypsum
0 0 M0
0 0 _rgypsum - Iranhydrite
0 = 0 +17 _rgypsum - IFanhydrite (2-14)
0 0 o
A(nmy, )/ At 0 (o
A(nrnanh )/At O Iranhydri'[e
The 2 or 5 row yield I} o =0. This, together with the first row, yield Fyym = fi 0 /2. The
3" row yields Foypsum = ~Vanhyarite - Therefore, system (2-14) can be simplified to:
Alm A(m f
( gyp) —_ ( anh) — H,0 (2_15)

At At 2n
This equation makes it clear that the dissolution rate of gypsum equals the precipitation rate of
anhydrite, which is exactly half of the evaporation rate. Thus, evaporated water solely comes

from the water molecules released by gypsum as it transforms into anhydrite.
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2.2.6. Step 4 - Numerical formulation implementation

This formulation has been implemented following the object oriented (OO) paradigm in a
FORTRAN 95 code merging and expanding two existing OO frameworks PROOST (Slooten, 2008)
and CHEPROO (Bea et al., 2009). PROOST is a general purpose hydrological modeling tool that
can solve a large variety of conservation equations expressed as partial differential equations. It
has been built and used to simulate flow and transport problems over large domains. For this
implementation, the balance is local. Therefore, conservation is written as a set of ordinary
differential equations and only a part of the framework functionality is used. CHEPROO is an OO
tool specialized in geochemical processes. It can calculate the chemical composition of a
geochemical system from component or primary species. For the calculations described here,

the Pitzer model has been used as described by Bea et al. (2010a)

2.3. Numerical modeling of an evaporation experiment in a

climatic chamber

2.3.1. Description of the experiment and modeling consideration

Sanchez-Moral et al., (2002) evaporated brine from Lake Quero (central Spain) in a climate
chamber for 20 days. Liquid and mineral samples from the brine were analyzed during the
experiment. Air temperature and relative humidity were controlled with a day-night cycle

variation. We modeled the experiment assuming a constant temperature of 25 2C and a relative
humidity of 0.4. Equilibrium with atmospheric CO2 was considered for the simulation. Initial

water composition was set equal to the maximum dilution state of Quero Lake reported by
Sanchez-Moral et al., (1998) (Table 2-2). The minerals considered by the model are listed in

Table 2-3.

The evaporation rate was calculated using Dalton’s equation (2-1) and the mass transfer
coefficient was chosen to fit best the water activity with the one calculated by Sanchez-Moral et
al. (2002) Figure 2-1 a). The simulation was carried out until no more water could evaporate
from the system; when water activity value reached the value of relative humidity of 0,4

imposed in the chamber.
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Table 2-2 — Initial composition of the evaporation experiment in a climate chamber. Concentration in meq/I

SO, Cl Mg Na K Ca  Alkalinity
939.6 1006.5 1348.4 568.2 12.9 4.2 17.9

Table 2-3 - List of the minerals, chemical formulas and equilibrium constants considered in this work and in Sanchez-
Moral et al. (1998)

Mineral name  Mineral formula log K 252C
Anhydrite CaS0, -4.362
Bischofite MgCl,-6H,0 4.455
Bloedite Na,Mg(S0,),-4H,0 -2.347
Calcite CaCO; -8.406
Carnallite KMgCls-6H,0 4.330
Dolomite CaMg(C0:s), -17.083
Epsomite MgS04-7H,0 -1.881
Glauberite Na,Ca(S0,), -5.254
Gypsum CaS0,4:2H,0 -4.581
Halite NacCl 1.570
Hexahydrite MgS0,-6H,0 -1.635
Kainite KMgCISO,4:3H,0 -0.193
Kieserite MgS0,4-H,0 -0.123
Magnesite MgCO; -7.834
Pentahydrite MgS0,-5H,0 -1.285
Polyhalite K,Ca,Mg(S04)s-2H,0 -13.744

2.3.2. Water activity and mineral evolution

Water activity values given by Sanchez-Moral et al. (Figure 2-1 a) show a clear plateau around
day 16. Another one is suggested around day 14 though less clearly. The model can help to
interpret the experimental results. Three water activity plateaus are predicted by the model;
one around day 16 which correspond to the one observed, a brief one between day 17 and 18,

and the last one from day 19 till 24. No plateau is predicted around day 14.

Constant water activity periods may appear under two possible scenarios. The first one
corresponds to “invariant” points. As discussed earlier, the mineral paragenesis imposes water
activity and evaporation comes from mineral dissolution, which ensures that the amount of
liquid water, its activity and the molality of all aqueous species remain constant (hence the name
“invariant”). Mineral paragenesies that fixes water activity found in the example are summarized

in Table 2-4. The first one is so brief that can hardly be distinguished in Figure 2-1 a).
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Figure 2-1 — a) Evolution of modeled water activity, mineral mass and experimental water activity. b) Detail of

modeled water activity and mineral mass form day 12 to 22. Water activity plateaus can be appreciated between days
15 and 16, around day 17, and between day 18 and 21

Table 2-4 — Mineral paragenesies of invariant points with their value of fixed water activity obtained on the
simulation.

Mineral paragenesis  water activity

Gypsum-Anhydrite 0.78
Epsomite-Hexahydrite 0.57
Hexahydrite-Kieserite 0.50
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Figure 2-2 — water activity and aqueous concentrations form day 12 to 22. Note that during the first water activity

plateau concentrations are almost constant, and are exactly constant during the second and third.

The other scenario in which water activity remains constant is when the number of minerals
coexisting is the maximum allowed by Gibbs phase rule. The system has only one degree of
freedom, which is the liquid water mass. When all these minerals are precipitating
simultaneously this invariant point is known as “eutectic point”. If there is mineral dissolution

and precipitation the invariant point is called “peritectic point”.

The first plateau (between day 15 and 16) is neither of the above, but can be considered as a
“quasi-peritectic point”. No significant changes occur on species concentrations except for K
(see Figure 2-2). Moreover, the amount of liquid water is reduced significantly (Figure 2-3).

Mineral paragenesis (Bloedite, Epsomite, Halite, Magnesite and Anhydrite) and equilibrium with
atmospheric CO2 reduces the degrees of freedom of the system to 3 (77, my, and m¢). Epsomite
and halite precipitate during this period. So chemical divides would cause an increase of Cl and

Mg and a decrease of 304 and Na. As it turns out, bloedite is dissolved during this period.

Bloedite dissolution releases twice SO, and Na as Mg , and no Cl, which tends to
compensate the effect of epsomite and halite precipitation. This mechanism explains why the
concentration of most concentrated species remains nearly constant, so that changes on water

activity are small.

The 2™ and 3™ plateaus are due to “invariant points” from magnesium sulfate minerals. All

aqueous species concentrations and mineral mass, except for epsomite and hexaydrite, are fixed
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between day 17 and 18 (Figure 2-1 and Figure 2-2). During this invariant point evaporation water

came from the dissolution of epsomite and precipitation of hexaydrite.
MgSO0, - 7H,0 — MgS0, -6H,0+ H,0 (2-16)
The last “invariant point” occurs during dissolution of hexaydrite which supplies evaporation

water and precipitation of kieserite
MgSQO, -6H,0 — MgSO, - H,0+5H.,0 (2-17)
A gypsum-anhydrite invariant point occurs around day 12, but can hardly be seen in (Figure 2-1)

because the mass of gypsum in the system is very small.

2.3.3. Water distribution

The evolution of the distribution of water in mineral and liquid forms is plotted in Figure 2-3.
Until day 12, all water is liquid was and its loss is due to evaporation. Thereafter, hydrated
minerals begin to precipitate. From day 12 to 17 almost 20% of the remaining liquid water
precipitates as mineral and 60% evaporates. In fact, between days 15 and 16, more liquid water
is lost to hydration than to evaporation (Figure 2-3 and Figure 2-4). This causes a sudden
decrease in available liquid water with little change in water activity (first water activity plateau,
called “quasi-peritectic”). As a result, the amount of mineral water is comparable to the amount
of liquid water by day 17. The opposite behavior takes place during the following water activity
plateaus, which are invariant points, so that liquid water mass does not change and mineral

water release rate is maximum.
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Figure 2-3 — Distribution of water in the system and water activity
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Figure 2-4 — Water consumption rates from evaporation and liquid water reduction (above) and from mineral release
(below). Note that on day 17 and between 18 and 21 the evaporation rate is equal to the mineral release rate, while
the amount of liquid water remains invariant. Note also that more liquid water is lost to mineral hydration than to

evaporation in day 15.

2.4. Mineral paragenesis as a control mechanism of salt lake evolution

2.4.1. Conceptual model

The results of the previous section suggest that mineral paragenesis may control water activity

and, thus, evaporation rate in shallow salt lakes, which can be assumed well mixed and in

equilibrium with soluble minerals. This section is devoted to exploring such conjecture. To this

end, we consider a well mixed lake, similar to the one of Wood and Sandford (1990), and

Sandford and Wood (1991), except that outflow is proportional to water level and evaporation

occurs according to Dalton’s law with a periodic variation of atmospheric vapor pressure.

Assuming constant water activity, density and surface, the water mass balance can be written

as:
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oh .
E = qin —ah- I"W - fw( pvsataw - pvair,amp sin (Z%t) - pvair,mean) (2_18)

where h[m] is the lake level, 0, [m/year] is the influx, a [years-1] is out flux coefficient, and

I, [m/year] is the mineral source sink term. fW [m/Pa/years] is the mass transfer coefficient,

a,, is he water activity, P is the time period and PVair amp and PV mean [Pal are, respectively,

amplitude and mean value of atmospheric vapor pressure. The solution to this equation is.

h (t) = h(l)e,at =+ hmean + hamp Sin (ZTM _l//j (2_19)

Where hmean = (qin - IFW - fw(pvsataw - pvair,mean))/a , hamp = fw pvair,amp/\/(Zﬂ'/ P)2 +a2 ,
w =cos™ (a/\/(Zﬂ/P)Z +a’ ), h, = (ho —Piean + N SIN l//), and h, is the initial water level.

The first term represents the perturbation of the initial condition with respect to the long term

behavior, and turns negligible for t >> o *. Thus, lake level is expected to reach a cyclical steady

state, oscillating with constant amplitude around h,.., (see Figure 2-5).

The evolution of concentrations obeys:

8@—? =q,C, —ahc—r, (2-20)

where ¢, is the incoming concentration, c is the lake concentration and r_is mineral

precipitation rate, taken here as constant. The solution of (2-20)is:

(C h 0inCin + Ty jeat + 0inCin — I
o'lo ™ -
c(t)= @ @ (2-21)

h(t)

where ¢, is the initial concentration. Again, the first term turns negligible for t >> a .

Therefore, lake concentration will also reach a cyclical steady state (see Figure 2-5). The main
point of Eqg. (2-21) is that concentration only depends on the lake level, so that the total mass of
salts in solution (hc) is constant. Therefore, the volume average of outflow concentration (that is
the mean concentration of outflow, not the time average of concentration in the lake) is given

by:

inCin =T
C — qlﬂ in m (2_22)

mean q, ", — fw ( pvg.a, — pVair,mean)
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Note that C,.,, does not depend on out flux coefficienta . This surprising result reflects the

simplifications of the model. In reality, concentrations will be largely dependent of the presence
of soluble salts, so that concentration fluctuations are buffered by r,. To acknowledge the

variability of r,,,, we discuss below a more realistic geochemical model.

ho

lake level

hmean

lake concentration

] e | gle level

) Co

1/a
Time

Figure 2-5 — Analytical solution for lake level and single specie concentration

2.4.2. Hydro-chemical model
The hydrological model of equation (2-18) is complemented with the geochemistry of section
2.3. Atmospheric relative humidity fluctuates between 0.45 and 0.55, around the hexahydrite-

kieserite water activity (0.50). The mass transfer coefficient for Dalton’s law, f,, was set to 1.3

Kg/year/Pa/m*> which correspond to a pan evaporation of 2000 Kg/year (typical value of semi-arid

region, Weill and Menzel, (2008)). A constant liquid density of 1300 kg/m’ was used together with

an influx, 0}, of 58.5 Kg/year/m’, and an out flux coefficient o of 0.01 year™. Sensitivity analyses to

these parameters are discussed in the next section. Equilibrium with atmospheric C02 and a

temperature of 252 C were used for the simulation.

The chemical system goes through an evaporation path similar to the one of the evaporation
chamber and then, as suggested by the analytical solution, it reaches a cyclical steady state for
both level and chemistry. Figure 2-6 illustrates several interesting points. First, as suggested by
equation(2-21), water activity fluctuates quite like water level (water activity can be seen as the
molar concentration of water in the liquid, so its variation is opposite to that of salinity). Second,

as conjectured, water activity remains fixed due to the hexahydrite-kieserite invariant point for a
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sizeable portion of time (around 50 %). Third, during this stage, the lake level remains constant
despite of the incoming and outgoing fluxes. That is, mineral dissolution and precipitation suffice
to offset inflow-outflow imbalances. Notice that, in this case, species concentrations need not be
constant because contrary to the pure evaporation case, liquid inflow and outflows imply sink-

source terms for all species. Still, these are small and barely affect water level.
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Figure 2-6 — Water activity, lake level and mineral precipitation. Note that during periods of fixed water activity the
lake level remains practically constant. During this period hexahydrite and kieserite have the same precipitation rate
value but with opposites sings, becoming a source or sink of water (see equation (2-17)).

The lake annual cycle can be divided into four different stages of approximately the same
duration, 0.25 year. The point with maximum water activity value is considered as the beginning
of the first stage. During the first stage (approximately between 0.4 and 0.7 year), water
evaporates causing a little precipitation of hexahydrite and halite. Also water activity reduces

due to an increase in solute concentration.

During the second stage (approximately between 0.7 and 1.0 year), hexahydrite dissolves and

kieserite precipitates (reaction(2-17)). This reaction keeps water activity constant and provides
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liquid water for evaporation. Actually, the water released by this reaction does not match
evaporation as in the evaporation chamber case. In this case the released water matches

evaporation plus outflow minus inflow.

The third and fourth stages reverse the second and first ones respectively. The third stage starts
when net inflow of dilute water promotes kieserite dissolution and hexahydrite precipitation,
still keeping water activity and lake level constant. The final stage starts when kieserite is
exhausted. As the net inflow of diluted water still exceeds evaporation, the lake level and water

activity increase.

The mean mass balance is shown in Table 5. Note that there is no net accumulation of kieserite.

Cmean/CIn can be compared with the analytical results (2-22)

Table 2-5 — Lake mean values after reaching cyclical steady state

mean  H20 liquid  Cpean/Cin H20 balance [Kg/year/m’]
level [m]  [Kg/m’] (conservative) gin qout Evap mineral
0.366 321 18.3 585 -3.2 -526 -2.7

mean precipitation rate [mol/year/m’]
Halite hexahydrite Polyhalite magnesite kieserite
31.740 25.365 0.061 0.004 0.000

2.4.3. Parameter sensitivity
We analyze here the dependence of the cyclical behavior of the system on influx value {;,and

out flux coefficient « .

Sensitivity of incoming flux (qin)

The role of incoming flux is illustrated in Figure 2-7. A low influx implies a long portion of time on
the hexahydrite-kieserite invariant point, and a low peak of water activity. Note that when the
influx is increased to 292.6 Kg/y/m*2, water activity increases and reaches the epsomite-
hexahydrite invariant point. This behavior is also reflected by the conservative concentration

factorin

Table 2-6. However, while the water mass balance varies proportionally to the influx, the
concentration factor changes little. That is, the lake accommodates to the presence of soluble

salts.
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Figure 2-7 — Sensitivity of water activity to incoming flux (q;, [m/y]). For lower values the system reaches the
hexaydrite-kiserite invariant point, and for the high value that of epsomite-hexahydrite

Table 2-6 - Lake mean values for different incoming flux after reaching cyclical steady state

qin Mean Conean/ Cin Water balance [Kg/year/m’]
[Kg/year/m’] level [m]  (conservative)  qin qout evap mineral
292.6 2.075 15.82 292.6 -18.5 -260.7 -13.3
58.5 0.365 18.31 585 -3.2 -526 -2.7
11.7 0.071 18.75 11.7 -0.6 -10.5 -0.6

Note also that the lake water activity can oscillate around the epsomite-hexahydrite invariant
point with an activity of 0.57, despite the fact that relative humidity is varying between 0.45 and
0.55. This implies that the lake vapor partial pressure is never in equilibrium with the
atmospheric vapor pressure. That is, it evaporates water continuously, which is what normal

lakes do. The point is that, the system can stay on fixed water activity values outside the

atmospheric relative humidity range.

Sensitivity of out flux coefficient (a)
In Figure 2-8 water activity is plotted for different out flux coefficient a. The water activity

amplitude is sensitive to the out flux coefficient. For higher values of a the water activity
amplitude increases. The analytical solution to N ... (2-19) predicts a linearly inverse
dependence of lake level with a, which fully agrees with the model results of Table 2-7. This

effect of a on hmean may be responsible for changes in the water activity amplitude. Small values
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of N, mean smaller amount of water in the lake, so relative changes in lake water are larger
for a given exchange with the outside. So changes in lake concentration and water activity will

also be larger.
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Figure 2-8 — Water activity sensitivity to out flux coefficient. For the a higher value water activity remains more time
on hexahydrite-kiserite fixed value. For the lower out flux coefficient no fixed activity values are reached.
As the analytical solution suggest, a does not affect the conservative concentration factor
Cmean/Cin(2-22). So water activity is expected to have similar mean values for different a values.

In Table 2-7 it can be seen that mean water balance remains indifferent to a.

Table 2-7 - Lake mean values for different out flux coefficient after reaching cyclical steady state
Water balance [Kg/year/m?]

4, mean Crnean/Ci
a[year] mean. ‘In - -
level [m] (conservative) gin qout evap Mineral
0.1 0.037 18.27 585 -3.2 -526 -2.7
0.01 0.365 18.31 585 -3.2 -526 -2.7
0.001  3.632 18.36 58.5 -3.2 -52.6 -2.7

So basically out flux coefficient a controls mean level of the lake and has no influence the mean

chemistry. However, it does affect the amplitudes of the oscillation.
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2.5. Conclusions

We have presented numerical formulation for modeling brine evaporation that can deal with
invariant points naturally, without any special consideration. The key of this formulation is
treating water activity as secondary variable, so that its value results from calculations and is
never imposed. This lead to a much simpler algorithm than the one proposed by Risacher and

Clement (2001).

The proposed formulation was used to simulate the evaporation experiment of Sdnchez-Moral
et al., (2002) in which a SO4Mg rich natural brine was subject to evaporation. The model

predicts one interval in which water activity remains almost constant (“quasi-peritectic point”),
and two intervals in which water activity and the concentrations of all species remain constant;
(“invariant points”). The two types of intervals are completely different regarding liquid water
consumption by mineral phases, even though water activity remains fixed in both. During the
“quasi-peritectic point” interval, liquid water decreases dramatically due to precipitation of
hydrated minerals. On the other hand, during “invariant point” intervals liquid water remains
constant, despite of evaporation. In fact, evaporation water comes from the dissolution of
hydrated minerals. According to the model results, water activity was controlled by the mineral
paragenesis for almost 20 % of the simulation time. This suggests that mineral paragenesis can
have a considerable influence on shallow salt lake evolution by fixing chemical composition for a

significant portion of time.

This conjecture was also tested by means of a simple model of a perennial saline playa lake. A
simplified analytical solution was developed to illustrate the evolution of the proposed system.
According to this solution, the system tends to a cyclical steady state for both lake level and
chemical composition, where the total amount of salts in solution remains constant (salinity is
inversely proportional to level). These results were approximately confirmed by the numerical
model considering a complex geochemistry. Different simulations show that the lake can
periodically remain at a fixed water activity. While water activity is fixed, lake level and chemical
composition remain constant, despite of the evaporation and the incoming and outgoing fluxes.
Fixed water activity paragenesis involves two or more minerals but, due to the periodicity of the
system, not all these minerals need to accumulate. The relationship between lake level and

outflow does not seem to affect annual balances, but it controls oscillations amplitudes. That is
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the presence of minerals exerts a strong control on the lake behavior. The simulations suggest
that natural systems, with similar characteristics to the one modeled, are prone to remain on
fixed water activity values. The simulations also show that hydrated minerals can act as an
important liquid water source and by controlling water activity it can affect the evolution of

natural systems where evaporation is an important process.



3. A consistent compositional
formulation for multiphase reactive
transport where chemistry affects
hydrodynamics.

3.1. Introduction

The most common approach for solving reactive transport problems is to decouple the
equations involved. Usually one first calculates the flow of fluid phases, and optionally energy
transport, and then equations for component conservation, including chemical reactions, are
solved. A number of saturated and unsaturated reactive transport codes uses this decoupled
procedure (Clement et al. 1998, Parkhurst et al. 2004, van der Lee 2003, Mayer 2002). Although
the MIN3P code (Molins and Mayer 2007) couples gas flow and component conservation, it

decouples the aqueous phase flow.

A similar approach is used by multiphase reactive transport codes, such as CODEBRIGHT-
RETRASO (Saaltink et al., 2004), TOUGHREACT (Xu and Pruess 1998), and PFLOTRAN (Mills et al.
2007). These codes, instead of solving an explicit phase conservation equations, consider only as
many components as mobile phases (normally two: water and air or CO2) and formulate a
compositional formulation. This formulation eliminates the phase change terms, due to
equilibrium heterogeneous reactions, which is convenient since there are no explicit expression
for them. Thus, in a first step phase pressures and optionally temperature are calculated
considering as many components as mobile phases. Then, in a second step, the conservation

equations of all involved species are solved.

This approach has been successfully applied to a wide range of multiphase reactive transport
problems, but it may be unsuitable for some cases, such as vadose tailings. In such scenarios
considerable consumption of oxygen might occur due to pyrite and Fe oxidation. The effect of
the oxygen consumption on the gaseous flow cannot be evaluated considering only a vapor-air
gaseous phase. Thus chemical processes can act as an important phase sink-source term that is
difficult to represent by means of a decoupled approach. None of the codes mentioned above

simulates this effect. Another example is the chemical evolution of soils with a high salt content

27
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under dry conditions. In such an environment it is possible that the amount of liquid water is so
small that both vapor and hydrated minerals become significant for the water balance.
Wissmeier and Barry (2008) developed a code capable of modeling the effect of chemical sink-
sources of water on liquid flow, but only for cases where transport is limited to unsaturated
liquid phase. However, under these conditions gas transport can also be important and water
activity, which controls vapor pressure, is affected by capillary and salinity. Moreover, certain
mineral paragenesis (the ones that produce invariant points) can fix water activity, causing the
geochemistry to control vapor pressure, which is a key flow variable (Risacher and Clement,
2001). Thus, a fully coupled solution of phase fluxes and reactive transport is necessary to

resolve certain problems.

Compositional formulations have been developed for a fixed number of components (Abriola
and Pinder, 1985, Forsyth and Shao, 1991, Pruess et al. 1999, Olivella et al. 1996), and for a
general number (Corapcioglu and Gaehr, 1987, Sleep and Sykes, 1993, Unger et al., 1995)
including linear sorption (Adenekan et al., 1993) and linear decay (Pruess and Battistelli 2002).
However, codes using compositional formulation do not include key processes for reactive
transport, such as reactions between species of the same phase (e.g., complexation and
hydrolysis), biochemical processes (among others Brun and Engesgaard 2002, Molinero and
Samper 2006), complex adsorption models or equilibrium with several mineral phases. All these
formulations define components as the sum of species related through equilibrium
heterogeneous reactions. If homogeneous equilibrium reactions are also considered,
compositional formulations can become more than a convenient alternative to phase

conservation equations and be used to solve the entire problem.

The aim of this paper is to present a novel general compositional formulation capable of
adequately representing cases where geochemical processes significantly affect fluid flow. This
formulation considers all the necessary processes to solve complex chemical and biochemical

multiphase reactive transport problems.

Below we present the proposed mathematical formulation. Then, we discuss a solution strategy
and present its implementation. Finally, we illustrate the quality of this formulation by
simulating the evolution of the evaporation of a gypsum column. In this case, extreme dry
conditions and high salinity contents are reached, and the influence of geochemical processes on

hydrodynamic processes can be appreciated.
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Notation

C

aqueous

c

gaseous

C

imm,va

imm,ca

d,,d,

df
df

df
Ddiff
Ddisp

ph,rule

ph,dist

cap

Activity of species |

Vector of the activities of all species
a(i)=a

Sub index for the aqueous phase
Moles of the species i belonging to
a phase o per phase volume
Vector of the concentration of all
species C(i) =g
Vector of the concentration of
aqueous species

Vector of the concentration of
gaseous species

Vector of the concentration of
immobile species with variable
activity

Vector of the concentration of
immobile species with constant
activity

Longitudinal and transversal
dispersion coefficients

Degrees of freedom of the system

Gibbs’s phase rule degrees of
freedom

Degrees of freedom due to phase
distribution

Diffusion coefficient of phase «

Dispersion coefficient for phase o
tr

D =d|q|1+(d, —d\) qlaq T
a
Correction factor for water activity
due to capillary effects
Source sink term for species |

Vector of source-sink terms

f(') =1

External component source-sink
term f = U -f

Sub index for the gaseous phase
Gravity vector

Sub index indicating a species

Diffusive-dispersive flux of specieslin
phase ¢ calculated by Fick’s law:

. _ iff isp

JDa,i __(Di wg:z—_i_Dd ) V(Q,a)
Relative permeability for phase «
Equilibrium constant of reaction |

Component source-sink term due
to kinetic reactionsk'=U-S;" -1,

Equilibrium constant of reaction |

Nca
Ne
Ng
Nk
Nms

Intrinsic permeability
Transport operator, null for immobile
phases, for mobile phases:

Lo (6) = ~V+(600) = V- (i)

Vector of transport operators

Molality of aqueous species |
Moles of species i

Molecular weight of species i
Number of aqueous species
Number of components
Number of reduced components
Nc'= Nc—Nca

Number of constant activity species
Number of equilibrium reactions
Number of gaseous species
Number of kinetic reactions
Number of mineral species in

mineral phase S
Number of species

Number of primary species

Corrected number of reduced
primary species

Number of secondary species
Partial pressure of gaseous species |
Pressure of phase «

Flow of phase « , calculated by
Darcy’s law:

Kk
qa = _—m(vpa _pag)
H,

Reaction rate of equilibrium reaction

J

Vector of equilibrium reaction rates
r,(j)=re,
Reaction rate of kinetic reaction |

Vector of kinetic reaction rates

r (J)=rk

Universal gas constant
Stoichiometric coefficient of
equilibrium reaction j for species |

Transpose of the equilibrium
stoichiometric matrix

tr - -
S, (i,J)=Se;;
Stoichiometric coefficient of kinetic
reaction | for species |
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gt Transpose of the kinetic a Sub index indicating a phase
K stoichiometric matrix Vi Activity coefficient for aqueous
Stkr (i, J) —Sk. species | ,or fugacity coefficient for
3 gaseous
T temperature ' Vector of activity coefficient of all
u Vector of aqueous component ) .
& species Y(I) =7,
u Vector of gaseous component ) )
9 J2] Volumetric fraction of phase «
Uimm va Vector of immobile components “ vi tv of ph
with variable activity H, Iscosity of phase a
P, Density of phase «
U Component matrix T Tortuosity factor
vV Volume of the gaseous phase 1/ Porosity
g . .
. . Lo I Molar fraction of mineral species | in
X; Chemical concentration of species | Xs .
. _ the solid phase
X Vector of chemical concentrations of o Mass fraction of species i in phase
all species X(I) =X “ a
Z. Compres_,sibility factor of gaseous

species |

3.2. Governing equation

Modeling multiphase reactive transport involves global and local equations. Global equations
comprise partial differential equations expressing conservation principles (mass, energy,
momentum) and local equations include constitutive and thermodynamic expressions. All
reactive transport codes, to our knowledge, consider one set of equations to represent phase
conservation (from which flows are calculated) and another to represent components
conservation. This and the fact that these equations are solved separately increase the difficulty
of modeling coupled effects. In what follows we present a formulation which is based only on
species conservation, and optionally energy conservation. Phases conservation are implicitly

considered since they are equal to the sum of all species conservation that composes them.

3.2.1. Global equation

Mass conservation equations of species | belonging to phase & can be written as:

N Nk
%(@cm): L, (cw)+jz;8ej’i e, +;Skj,i rk; + 1, (3-1)
Where @, is the phase volumetric content, G is the specie | concentration, Sej'i is the
stoichiometric coefficient of the equilibrium reaction j for the specie i and I'€; is the reaction
rate of the equilibrium reaction j.Sk-- and rkjare analogous to Sejyi and rej but for kinetic

1l

reactions. f, is an external sink-source term, and La( ) is the mobile phase transport operator
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that consider advective and diffusive-dispersive processes La(Ci’a):—V-(C,'aqa)—v-(jD ,)
Mobile phases flow g are calculated according to Darcy’s law and diffusive-dispersive fluxes

Jo ;i according to Fick’s law.

Note that equation (3-1) applies to all species of the problem including liquid water. Thus, liquid

water will be affected by advection and diffusion-dispersion.

In what follows conservation of all species in the system (equation (3-1)) are represented using a

vector-matrix notation:

0

a(ec) =L(c)+S. -r,+S{ -1 +f (3-2)
Where C is a vector  containing  the concentration of all species

tr _ [ Atr tr tr tr — .

c —(C‘,ﬂqueouS Coaseous  Cimmya Cimm,ca)- We distinguish between aqueous C,, ., and gaseous
Cgaseous SPeCies because the transport operator L() will be different for each group. Immobile
species with variable activity C;, .. (like adsorbed species) are also distinguished from immobile
constant activity species C;,. ., (normally minerals) because, as shown by Saaltink et al. (1998),

the last can be eliminated from component conservation equations. Szr and Stkr are the
transpose of the stoichiometric and kinetic matrix, respectively,r,andr, are vectors containing

the equilibrium and kinetic reaction rates andf is a vector of external source-sink terms. All

these variables are described in detail in the notation table.

Equilibrium reaction rates (r,) lack explicit expression for their evaluation, hence their values are

constrained also by transport processes (De Simoni et al. 2005). Transport processes may tend to
apart the solution form equilibrium but equilibrium reaction will neutralize this effect. The lack
of explicit expression is solved by re-formulating equation (3-2) in terms of components, as they
are independent of equilibrium reactions (Rubin 1983). This does not imply any loss of
information or simplification since all species can be represented as a combination of one or
more components (Yeh and Tripathi, 1989). Components can be defined through a full ranked
kernel matrix U, termed component matrix, which has the property of eliminating equilibrium

reaction rates when equation (3-2) is multiplied by it.

U-Sy=0=U-Sr,=0 (3-3)
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Molins et al. (2004) showed several ways of defining matrix U . We will consider the component
matrix introduced by Saaltink et al. (1998) in which constant activity species are eliminated.

Details on how this matrix is calculated are given in Appendix I.
Dimensions of matrix U are [NC', NS] , considering

Nc'=Ns—Ne—Nca (3-4)
where NS is the number of species, Neis the number of equilibrium reactions and NcCais the

number of constant activity species. Note that the number of components NC'defined by

matriz U is smaller than the classic component number NC = NS—Ne (Steefel and MacQuarrie,

1996).

By multiplying equation (3-2) by U we obtain:

0
—(U-6-c)=L(U-c)+U-S; r,+U-f (3-5)
ot
By defining the aqueous, gaseous and immobile variable activity parts of the components
Caqueous 0 0
0 c 0
0 U STRTE Ll VTN L PR
! 0 ¢ O Y cimm,va
0 0 0

and their kinetic and external source-sink terms

k'=U-S'.r., f=U-f, (3-7)
equation (3-5) can be written as:
0 0 0 .
a(aaquaq)+a(0gug )+a(uimm,va) =L (Uyg )+ Lg (ug )+ K+ (3-8)

This is the conservation equation in terms of components.

As dimensions of matrix U are [NC', NS] the number of conservation equations is reduced from

NS to NC'. Since constant activity species might appear or disappear (like complete
dissolution or appearance of new mineral species) the number of components can change in
time and space. This produces space sub domains with different U definition, making equation

(3-5) to be valid over each single sub domain and not over the entire domain (Rubin 1983).

Temperature affects constitutive and thermodynamic relations. So, if the problem is not

isotherm, the energy balance should be considered. This implies considering one extra partial
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differential equation. Details about energy conservation equation have been discussed by a

number of authors (Olivella et al. 1996, Pruess et al. 1999, Mills et al. 2007).

3.2.2. Local equations

Mobile phase properties and medium properties

The literature provides several models for density, viscosity and diffusion coefficients of mobile
phases. All these parameters are expressed as an explicit function of phase composition,

pressure and temperature.

Medium saturation is described by a retention curve. Several models (such as that of van
Genuchten and Brooks-Corey) express saturation as an explicit function of capillary pressure and
surface tension. These models also provide expressions for relative permeability of mobile

phases.

Phase fluxes
Phase fluxes normally associated to a phase conservation equations. As in the proposed
formulation no explicit phase conservation is considered, phase fluxes are considered as local

equations and are calculated according to Darcy’s law.

Equilibrium reactions

Several processes can be expressed by equilibrium reaction: complexation, adsorption, mineral
precipitation-dissolution and heterogeneous relations, such as Henry’s law. Such reactions are
expressed by the mass action law, which relates the activities of the species (or fugacity for

gases) involved in reaction | :
Ns
D Se;;-loga, =logK, (3-9)
i=1

where Sej‘i is the stoichiometric coefficient for species 1, a, is the activity or fugacity of species i

and KJ. is the equilibrium constant of reaction j . KJ- may depend on pressure and

temperature. Equilibrium constants for adsorption reactions involving electrostatic models may

also depend on surface potentials.

Activity, or fugacity for gases, represents the chemical availability of species. Given that these
variables have a similar physical meaning, we will term them activity and refer to them as a.

Activity of species i can be written in a general way as:
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& =7i% (3-10)

The meaning of y, and x; depends on the phase to which the species belongs.

For aqueous species x, represents molality [mol/KgH,0] and y, the activity coefficient.

Depending on the ionic strength, aqueous species activities can be considered equal to one or

calculated considering models such as Debye-Hlickel (1923), or Pitzer (1973).

The psychrometric law is used to calculate the capillary effect on the water activity.

(pg - p|)'MH20
RT p,

fop =EXP (3-11)

Where [y and p, are the gaseous and liquid pressure, MHZO is water molar weight, R is the

universal gas constant, T is temperature and p, is liquid density. Thus, the water activity value

will be:

osmotic

ahzo“) = fcap 'ahzom (3'12)

where a$§(“ﬁ“° is the activity of liquid water given by the thermodynamic model considering only

osmotic effects.

For gaseous species, X; represents partial pressure and y, represents the fugacity coefficient.
Depending on pressure and temperature gas y, can be considered equal to one or calculated

considering models such as van der Waals or particular virial relations (Atkins and De Paula,

2006).

Despite the fact that interfaces cannot be regarded as thermodynamic phases, it is convenient to
consider them as phases for formulation organization purposes. The activity of these species

cannot be regarded as the product of two values (x; and y,), such as the one for liquid or
gaseous phases. However, in order to have a common notation for all phases, we will regard X,

as the activity of the adsorbed speciesiand 7, equal to one.
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For mineral species, X, represents the solid molar fraction }(s', and y, represents activity

coefficient. When pure minerals are considered, }(; and y, are equal to one and therefore

mineral activity is equal to one.

Kinetic reaction

Several kinds of process can be represented by kinetic reactions: mineral precipitation-
dissolution, redox processes and microbiological degradations. There are several expressions for
kinetic reaction rates, such as Monod or Lasaga (Mayer et al. 2002). For minerals with a kinetic

behavior, a constitutive expression for surface area must be considered.

3.2.3. Phase concentrations and constraints

Species conservation (equation(3-1)) is formulated considering phase volumetric concentration

C ., but geochemical models use different concentration units, X;, depending on the phase the

species belong to. For each phase, there is a different relation between C, ,and x; . Moreover,

each phase gives rise to an additional constraint that can be inferred from the units of x .

The concentration for species ibelonging to the aqueous phase lis expressed as:

Ci=nm 0)|h20m' (3-13)

1
where p, is aqueous density, a)lhz" is water mass fraction and m, is molality of species i.
Thermodynamic models for aqueous solutions use molality as concentration unit (moles per
solvent kilograms, in this case liquid water). Thus, the concentration of water is constant. The

mass fraction of water, a),h2° , can be calculated from the fact that the sum of mass fractions of all
aqueous species equals 1:

Na Na Na
1= 0 =2 a"mM, = |1+ > mM; |=

i=h,0
-1
Na
o =1+ mM, (3-14)
i#h,0
where a),i is the mass fraction of speciesiin the aqueous phase and M, its molar weight.

Considering equations (3-13) and (3-14) it can be seen that the volumetric concentration of H,0
can be expressed as a function of all other aqueous species molality, and density. This will be

considered below in section 3.3.3, when defining the solution variables.
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The aquifer volumetric concentration for species I1belonging to the gaseous phase Jcan be

obtained from the general gas law:

pV, =nZRT == _P_
V, ZRT

C == (3-15)

Where R is the universal gas constant, Tis temperature,Vg is gas volume, p,and Z, are partial
pressure and compressibility factor for gaseous species I, respectively. Z, values can be

calculated from virial relations or considered equal to one if the gas is assumed to be ideal.
Gas phase pressure can be expressed as a function of partial pressure of all gaseous species by

Dalton’s law:
Ng
=P (3-16)
i=L

Where [); is the gas phase pressure and Ng is the number of gaseous species.

Mineral species must satisfy:

Nms

Z 7i=1 (3-17)

where )(S'O|id is the molar fraction of mineral species 1 in mineral phase S, and NMSis the total

number of mineral species in mineral phase S. If only pure minerals are considered, each

mineral phase is composed of only one mineral species and thus equation (3-17) becomes trivial.

3.3. Resolution

3.3.1. Numerical approach

There are two approaches to numerically solving reactive transport equations: the Sequential
Iterative Approach (SIA) and the Direct Substitution Approach (DSA). The pros and cons of these
methods have been discussed by a number of authors (Reeves and Kirkner 1988, Steefel and
MacQuarrie 1996, Saaltink et al. 2001). Both approaches require the successive resolution of the

global and the local equations.
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We chose the DSA method because of its robustness and because it is suitable for the
component reduction due to constant activity species. Chemical local equations produce a
particularly complex non linear system and its solution is known as “speciation” in reactive

transport argot. A general methodology to solve speciation is presented in section 3.3.3.

3.3.2. Degrees of freedom and resolution strategy

All constitutive equations and thermodynamic models that are normally used in reactive
transport problems can be expressed as functions of the distribution of the phases and their
chemical composition. For example, knowledge of phase composition and distribution (which
implies knowing phase pressures) will enable variables such as densities, viscosities, saturations,
and even flows (using Darcy’s law) to be calculated. Thus, the minimum set of variables that

allows representing phase composition and distribution is the solution variables of the problem.
Gibbs’s phase rule indicates the number of thermodynamic degrees of freedom dfph,rule of a

system:

df =Nc—Nph+2 (3-18)

ph,rule
Where NCis the number of components (equal to the number of species NS minus the number
of equilibrium reactions Ne), Nph is the number of phases, and 2 corresponds to pressure and
temperature. The phase rule gives the minimum number of variables needed to calculate the
composition of all phases, but does not provide information about the number or distribution of
phases. Hence, the system has additional degrees of freedom that correspond to phase

distribution (Pruess et al. 1999). As the sum of all phase volume fraction should be equal to one,

the number of degrees of freedom due to phase distribution dfph,dist is:

df g = Nph-1 (3-19)

So, the total number of degrees of freedom of the system df is:

df =df +df =Nc+1 (3-20)

ph, rule ph, dist
If the problem is isothermal the number of degrees of freedom would be equal to the number of
components. Saaltink et al. (1998) have shown that constant activity species, can be eliminated
from the system, reducing the number of components to

Nc'=Nc—Nca (3-21)
Thus, the minimal number of variables needed to represent phase composition and distribution,

and evaluate all constitutive relation is NC'. This number is equal to the number of component

conservation equations obtained in section 3.2.1. Thus, all variables in the problem can be
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calculated by solving component conservation equations(3-8). Given that constant activity
species, such as minerals, might appear or disappear, the number of components NC'will

change in time and space.

3.3.3. Solutions variables and Speciation

Speciation consists basically in calculating the chemical composition of all phases from, what
may be termed, solution variables. Total concentrations of components or concentrations of
primary species can be considered solution variables. Primary species are defined as a subgroup
of species from which concentration of all other species can be calculated. We choose primary
species as solution variables because this facilitates speciation calculations, especially when
complex activity models are considered. It is easier to calculate derivatives of activity coefficient

with respect to primary species than with respect to component concentration.

Speciation is done by formulating and solving the complete set of equilibrium reactions.

According to equation (3-9) all equilibrium reactions can be written as:

S.-loga=IlogK (3-22)
where S, (i, j)=Se”and Sk (i, j)= Sk;;are the transpose of the equilibrium and kinetic

stoichiometric matrices respectively.

As stated above, concentration of constant activity species, such as minerals, are not unknowns
of equation (3-22). However, the presence of such species does affect speciation, because their

reaction must be considered.

Species activities a can be expressed as the product of two variables: X which represents some
sort of chemical concentration, and ¥ which represents a correction coefficient for activity. As
the y coefficients are functions of concentrations, X, equations (3-22) can be considered a
nonlinear system of equations with x as variables:

S, -logx+S, -logy(x) =logK -S, -10ga;, ., (3-23)
where xandyare vectors containing chemical concentrations and activity coefficients of all

species with variable activity. Constant activity values are normally considered equal to one, thus

loga,,, .. is equal to zero.
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Equations (3-23) are composed of Neequations (number of equilibrium reactions, including

those of equilibrium minerals). Thus, it enables us to calculate the concentration of N _ species,
termed secondary speciesas a function of the rest, termed primary. Note that the number of

primary species pr =Ns—Nca—Ne=NCc'is equal to the number of degrees of freedom

obtained in the previous section.

As mentioned in section 3.2.3, the chemical concentration of aqueous species is molality, which
makes the liquid water concentration a constant and not an unknown. It is also stated in section
3.2.2 that the gas-liquid pressure difference (capillary pressure) can affect activities. Thus phase
pressures are needed for speciation. Gas pressure can be calculated adding the partial pressures
of all gaseous species (equation (3-16)). However, there is no expression that links the molalities
of aqueous species to liquid pressure. Therefore, liquid pressure has to be known for speciation

calculations.

The fact that water molality is constant reduces the number of primary species by one,

N'Xp =Nc'-1= pr —1. Thus, the primary variables for speciation will be the chemical

concentration of N pr primary species plus the liquid pressure. Phase distribution can also be

calculated from these variables through retention curves. Therefore, the primary variables

required for the entire multiphase reactive transport problem are the same as for speciation.

3.3.4. Solving the component conservation equations (discretization)

Several numerical techniques such as finite differences and finite volumes are suitable for
discretizing the partial differential equations for component conservation (3-8). These
techniques approximate the solution in discrete entities of the domain (like cells or nodes) and
generate a nonlinear set of ordinary equations. The Newton-Raphson method is the most
suitable for solving this nonlinear set of equations. This method demands the evaluation and
derivation of the discretized equations with respect to the primary variables, requiring the

solution of all local equations (speciation).

Thus, two kinds of nonlinear systems have to be solved: a large one for the global equations for
component conservation and several small ones (one for each discrete entity) for the local
equations (speciation). Note that for each iteration of the large system it is necessary to solve all

the small systems in order to update secondary variables and their derivatives.
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3.3.5. Calculation of constant activity species

Once the system was solved, concentrations of all species were calculated, except those of
constant activity since these were eliminated by using the component matrix U (see section
3.2.1). These concentrations can be calculated subsequently from the equations for species
conservation (3-2). The only unknowns of this system are the NCa constant activity species and
the Ne equilibrium reaction rates. As the number of species NSis greater than Nca+ Ne, the
system has more equations than unknowns. Least squares techniques may be used to solve the
system. Alternatively, some equations can be ignored to match the number of unknowns and
equations. If the conservation equations of primary species are ignored, the number of

unknowns equals the number of remaining equations:

Ns—Nc' = Ns—(Ns—Ne—Nca)=Ne+Nca (3-24)

3.3.6. Implementation

This formulation was implemented following the object oriented (O0) paradigm in a FORTRAN
95 code merging and expanding two existing OO codes PROOST (Slooten 2008) and CHEPROO
(Bea et al. 2009). PROOST is a general purpose hydrological modeling tool that can solve a large
variety of conservation equations expressed as partial differential equations. It was built and
used to simulate flow and transport problems. CHEPROO is an OO tool specialized in complex
geochemical processes. It can calculate the chemical composition of a geochemical system from
concentrations of component or primary species. It can also calculate phase properties such as
density, viscosity and their derivatives with respect to solution variables (concentrations of

primary species, liquid pressure, temperature).

While component mass balances are formulated in PROOST, all chemical aspects are handled by
CHEPROO. For a given value of primary species, CHEPROO calculates the speciation, checks
whether the definition of components corresponds to the set of minerals, changing it if
necessary, and calculates phase properties and component concentrations and their derivatives.
PROOST uses these to solve the component mass balance equation by the Newton-Raphson

method.
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3.4. Application: Gypsum column evaporation

3.4.1. Model description

Evaporation of soils involves liquid and gaseous phase fluxes, diffusive fluxes and energy flux.
These natural phenomena can provide evidence of interaction between hydrodynamics and
geochemistry especially in arid or semiarid environments where extreme dry conditions and high
salt contents might arise. In these conditions water activity, which is a key parameter for
evaporation, is influenced by osmotic effects because of high solute concentrations and by
capillary effects because of low saturations. The amount of liquid water can be so small that the
water balance may be significantly influenced by precipitation or dissolution of hydrated
minerals. The application that follows will illustrate several features of the proposed

formulation.

We modeled the evolution of a 24 cm column of porous gypsum subjected to a constant source
of heat. The column was considered to be initially saturated, with a temperature of 25°C and
open at the top, permitting vapor exchange with the atmosphere due to advective and diffusive
processes. As extreme dry conditions are reached, we consider a retention curve capable of
representing oven dry conditions (Silva and Grifoll 2007 and Massana 2005). The high ionic
strength necessitates the use of the Pitzer ion interaction model to evaluate activities of
aqueous species. Problem parameters, constitutive models and boundary conditions are shown
in Table 3-1 and Table 3-2. We consider gypsum because it dehydrates forming anhydrite and

acts as a chemical source term of water that can affect flow.
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Table 3-1- Constitutive equations

Retention curve
(modified van
Genuchten
model)

Relative
permeability

Intrinsic
permeability

Phase
density

Piq =R exp(aT +p(P _po)ﬂ,[z o

pgas =

Phase viscosity

Phase diffusion

Thermal
conductivity

Chemical
reactions

5 =5+(1-8)8. P, = 25x10°*[MPa]
1 \A
L 2=093; =01
se=(1+(Pg_pl/po)uj Sﬁ,n_oos

P™ =650 MPa]

min

S, =S° aln(Pdry/(Pg _p,))

Krl KO S| > SI,min Sl,min =0.1
(S /S| mln) S| <SI,min ]/=5
2
-y -5 )

K, =2.8x10™"[m? |
4 =0.4
P, =1002.6[ MPa]
a=-34x10"[°C"|
D B =45x10"[ MPa™ ]
7 =0.6923
M., =0.018[Kg/mol ]
M., =0.02895[Kg/mol]

2 ()

izhyo

Pyao M + Py o - M

g.,vap g,air air

R(T+ 273.15)

Pa-s]
119.4
=1.48x10"2 -exp| ———— |[MPa-s
Hoe p(T + 273.15j[ ]

2.3
D,,. =5.9x10° L(T +2L3'15) J[mz/s]

g

T+273.15

—24539
D,, =1.1x10" ex m?/s
" p(R-(T +273.15)J[ fs]
A= 23 0" [Wi/K] g =144; 2, =154
H20q) & H.0,
—5239.7 '\ Pa-Kgho
=1.36075x10" &
o Xp(273.15+Tj[ mol }
Pa- Kgh
air,, < air,, K,, =29x10° [%}
Ca* +S0O;” <> anhydrite K annyarie = 107
Ca*" +S0;™ +2H,0,, < gypsum K gypsam =107+




Compositional formulation for multiphase reactive transport 43

Table 3-2- Boundary and initial conditions

Initial conditions 5, =1; T =25°C;
Hydrostatic liquid pressure: P =101325[Pa]
) o= 50[ m/(MPa-s) ]
,B=2[mol/(MPa-s~m2)]
LG R >RT Ret =3172[Pa

Ci _Clop Pext < Ptop
iTe T Pi =98152[Pa]

Top boundary - top ext top) ~* ext top
gas flow Ji :a(Pg -R )'Ci+ﬂ(Pi R

Top boundary .
heat flow Jein = 750[J/S]
Heat lose Joroe = (T =T) a=25[J/(K-s)]; T, =26[°C]
Initial _
cr:)lnljentrations HZO(') =5.551x10 [m] Cl =5.700x10°3 [m]
: -4
alr, =5.453x10° [m] H,0,,, =3.173x10°[MPa]
Ca™ =2.000x10°*[m] air,,, = 9.815x10”* [MPa]
SO:+ :1.720X1072 [m] 0 — O 6
Sum "
K*=1.000x107*[m] ;yp ~0
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3.4.2. Column evolution

Saturation, vapor partial pressure and temperature profiles are shown in Figure 3-1. The profile

of the vapor partial pressure shows the formation and descent of an evaporation front. This
front divides the domain into two zones: a dry zone above the front where oven dry saturations
prevail and a humid zone below. The figure also shows a different temperature gradient for each

zone. The reason of this difference is that a large amount of energy is consumed at the

evaporation front.
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Figure 3-1 — Saturation, vapor partial pressure and temperature profiles. The position of the evaporation front position is marked by

a horizontal line. Note that saturation attains oven dry values above the evaporation front and that temperature slopes change at
this front.

Apart from an evaporation front, a mineral front of gypsum dissolution and anhydrite

precipitation develops. As shown in Figure 3-2, this mineral front is situated above the
evaporation front. This figure also shows that vapor partial pressure and temperature gradients
change at the mineral front albeit to a lesser degree at the evaporation front. As the mineral

front is very close to the evaporation front, this effect cannot be appreciated in Figure 3-1. At

the mineral front, gypsum dehydrates forming anhydrite, releasing water that evaporates. This

accounts for the changes in temperature gradient and vapor partial pressure.
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Figure 3-2 — Vapor partial pressure, mineral phases and temperature on day 12. Note that vapor partial pressure and temperature
gradients not only change at evaporation front but also at a depth of around 0.181 m. At this point, gypsum is transformed into
anhydrite releasing water.

3.4.3. Anhydrite-Gypsum invariant point

The coexistence of gypsum and anhydrite produces a singularity, known as “invariant point”
(Risacher and Clement, 2001, Chapter 2 of this thesis), at which the water activity remains
constant. This can be seen by combining the mass action laws for gypsum and anhydrite

precipitation/dissolution:

K
gypsum (3-25)
K

anhydrite

If these two minerals coexist, water activity remains constant. Gypsum hydration or dehydration
will provide the precise amount of water to maintain water activity constant, compensating for
any effect induced by transport process. Thus, in zones where gypsum and anhydrite coexists,

the water and vapor transport process does not affect the chemical composition. This effect is

easily obtained in the proposed formulation. The component matrix Uanhfgyp for anhydrite and

gypsum is:
i ho, air, ca® sof k' c” ho, air, anh gyp]
Uy 0 0 0 0 1 0 0 0 0 0
Upep=| u, O 1 0 0 0 0 0 1 0 o] (326
w O 0 1 -1 0 0 0 0 0 O
Uy 0 0 0 0 0 1 0 0 0 0 |
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So the component conservation equation will be:

eankJr CkJr 0

P gaqcair(,) + egcair(g) n Cair,, oL | e

Ot| OngCre- —OngCop I x| ‘|0 (3-27)
eaqccl_ CCI_ O

As observed in equation (3-27), the liquid and the gaseous water concentrations do not appear
in the component conservation equations, and, as water activity is fixed, they do not affect the
chemical evolution while anhydrite and gypsum coexist. What these species do affect, is the
gypsum and anhydrite precipitation dissolution rate (calculated from the mineral species
concentration, see section 3.3.5). This can be seen by adding aqueous and gaseous conservation

equations:

0
E( aqCno,, T egchzo(g) ) = L, (Chzo(l) )"‘ L, (Chzo(g) )_ 2Ny (3-28)

Figure 3-3 shows the evolution of water activity and of concentrations of the mineral phases for
the upper node of the domain. It may be seen that between 2.03 and 2.11 days (highlighted
area) gypsum and anhydrite coexist, and water activity remains constant. Once all the gypsum is
dissolved, water activity continues to decrease and then appears to reach another invariant
value, which on closer inspection, show small variations. This peculiar behavior is due to the
progress of the mineral front. At time 2.15 an invariant point is present at the node below. Given
that external vapor pressure is fixed, the vapor pressure gradient remains constant when
invariant points occur, and since vapor diffusion is the dominant process in the upper part of the
column, transport becomes quasi stationary during these intervals.
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Figure 3-3 — Water activity and minerals mass for the domain top surface. An invariant point is reached when gypsum and anhydrite
coexists (shaded area). Water activity remains constant during this interval
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The influence of invariant points on adjacent nodes is shown in Figure 3-4. In this figure it can be
seen that the constant vapor pressure gradient affects both superjacent and subjacent nodes
where the invariant point appears. The influence of invariant points on superjacent nodes is
more significant than on subjacent nodes as water activity of the former remains almost
constant. This is because saturation is higher in subjacent nodes with the result that liquid flow is
more significant. The stair-shaped water activity in Figure 3-4 is a consequence of the spatial
discretization. The time that a node remains at an invariant point depends on the availability of
the gypsum mass. For finer meshes, nodes will have less associated volume and hence less
gypsum mass, leading to shorter intervals of invariant points. Figure 3-4 also shows the water
activity at the upper node for a finer mesh (with twice the number of nodes). It can be observed

that for the finer mesh the (semi-)constant water activity values are shorter but more frequent.
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Figure 3-4 — Water activity evolution of the eight upper nodes. The occurrence of an invariant point significantly affects water activity
adjacent nodes. The stair shape of the water activity is a consequence of the spatial discretization; a finer mesh produces a smaller
stair-size

3.4.4. Mineral influence on column evolution

To evaluate the effect of invariant points and mineral hydration the same problem was
simulated without considering anhydrite. Saturation profiles are compared in Figure 3-5. This
figure shows that the evaporation front moves faster if anhydrite is not considered. Thus,
ignoring water from mineral dissolution and the possible control of mineral phases over water

activity could lead to appreciable differences in the evolution of the system.
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Figure 3-5 Saturation profiles considering gypsum and anhydrite (gyp-anhy) and only gypsum (gyp). If anhydrite is not considered the
evaporation front moves faster.

3.5. Summary and conclusions

A generalized compositional formulation for modeling multiphase reactive transport problems is
presented. The formulation avoids the classic approach of decoupling phases and component
conservation, which does not adequately represent the influence of geochemical processes on
phase flows. The formulation considers that constant activity species, such as minerals, do not

affect speciation and can therefore be eliminated. This reduces the number of components and

the size of the system to be solved.

The formulation is presented in a concise mathematical way that allows all the necessary
chemical processes to solve complex chemical and biochemical problems, such as complexation,
homogeneous and heterogeneous equilibrium reactions, kinetic reactions and adsorption

(linear, cation exchange or electrostatic models).

An implementation of the formulation is used to model the evolution of a gypsum column
subjected to a constant source of heat. The model shows the formation of a descending
evaporation front, and also a gypsum-anhydrite front. Results show that the water released by
gypsum dehydration to anhydrite affects both vapor partial pressure and temperature. The

model can also represent gypsum-anhydrite coexistence (invariant point) which fixes water

activity and, hence, controls evaporation.
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Modeling these processes by decoupling phase flow and reactive transport is not viable, because
several iterations between these two phenomena would be required and probably small time
steps should be considered to ensure convergence. During an invariant point, mineral
precipitation-dissolution acts as a water sink-source and provides the precise amount of water
to keep water activity constant despite all the transport processes considered. This process in
particular or any heterogeneous reaction produces a phase sink-source term that couples phase

flow and reactive transport, which makes the use of a decoupled approach difficult.

In order to evaluate the influence of mineral dehydration, the results were compared with a
simulation without anhydrite. The results show that the evaporation front moves faster if
anhydrite is not considered. Thus, ignoring water from mineral dissolution and the possible
control of mineral phases over water activity might lead to appreciable differences in the

evolution of the system.



4. Object oriented concepts applied
to multiphase reactive transport

modeling in porous media

4.1. Introduction

Modeling multiphase reactive transport (MPRT) in porous media involves simulating several
phenomena: multiphase flow, solute transport, and reactions. MPRT may also involve heat
transport and porous media deformation (Steefel et al. 2005). These phenomena may be
complex to model individually, but MPRT brings on new difficulties associated with coupled
effects (Lichtner 1996). Which coupled effects have to be considered and the optimal solution
strategy for the coupled equations depends on the nature of the problem to be solved and may

vary significantly from case to case.

For example, most reactive transport codes decouple phase conservation(i.e. flow equation)
from reactive transport calculations (Xu and Pruess 1998, Clement et al. 1998, Mayer 2002, van
der Lee 2003, Saaltink et al. 2004, Parkhurst et al. 2004, Mills et al. 2007, Molins and Mayer
2007). This approach is convenient in most cases. However, a numerically coupled solution will
generally be more suitable when the phenomena involved are highly physically coupled.
Wissmeier and Barry (2008) showed that the consumption of water due to hydrated mineral
precipitation can have impacts on flow and solute transport for unsaturated flow problems.
These impacts can be even more important if gas transport is also considered because water
activity, which controls vapor pressure, is affected by capillary and osmotic effects. Moreover,
certain mineral paragenesis can fix water activity (producing an invariant point), causing the
geochemistry to control vapor pressure, which is the key variable for vapor flow (Risacher and
Clement, 2001). In such cases, decoupling is not appropriated and may require very small time

steps to obtain a converging accurate solution.

The choice of coupling may be implicit in the adopted numerical scheme. For example, two

board set of methods are used for reactive transport. On the one hand, sequential methods,

51
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whether iterative (SIA) or not (SNIA) adopt operator splitting techniques that effectively
decouple component transport equations. On the other hand, direct substitution approaches
(DSA) solve all equations simultaneously. A number of authors have studied these methods
(Steefel and MacQuarrie, 1996, Saaltink et al. 2001) and agreed that despite the fact the DSA is
more robust, there are cases where the SIA is more convenient from an efficiency-accuracy point

of view.

In short, the adopted coupling techniques for MPRT modeling may be problem dependent.
Therefore, a MPRT code should include several solution approaches to be used in a broad range
of problems. Moreover, in order to ensure its use for present and future problems, it must have
an extensible design. A number of authors have pointed out that object oriented (0O)
programming facilitates the implementation of these features (Fenvesm 1990, Filho and Devloo

1991, Khan et al. 1995, Commend and Zimmermann 2001).

The scientific community has been adopting OO techniques for problem solving since the end of
the last century (Forde et al. 1990, Pidaparti and Hudli 1993, Budge and Peery 1993, Silva et al.
1994, Wang and Kolditz 2007, Slooten et al. 2010). But only in the last decade have OO codes
been developed for reactive transport modeling. Meysman et al. (2003) developed an OO
reactive transport code for a single fluid phase. Gandy and Younger (2007) developed an OO
multiphase reactive transport code for pyrite oxidation and pollutant transport in tailing ponds.
Shao et al. (2009) include reactive transport calculations into a Thermo-Hydro-Mechanic OO
framework adopting a sequential non iterative approach (SNIA). Bea et al. (2009) developed an
OO0 module capable of solving reactive transport for a single phase considering the SNIA, SIA or
DSA approach. However, all of these codes, and most of the procedural reactive transport codes,
have a predefined strategy for dealing with coupling effects. No MPRT code is capable of solving

coupled phase conservation and reactive transport.

The objective of this paper is to present an OO structure for MPRT that can accommodate

different level of coupling.

4.2. Equations to solve

MPRT modeling implies establishing several conservation principles (mass and energy) expressed

as partial differential equations (PDE), and several constitutive and thermodynamic laws (such as
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retention curve or mass actions laws) expressed as algebraic equations (AE). Darcy’s law is used
to represent momentum conservation. In this section we present a generic conservation
equation to represent conservation principles in MPRT problems. We consider in detail the
species and component conservation and we briefly go through the constitutive and

thermodynamic laws.

4.2.1. General conservation equation

Conservation of a physical entity & can be expressed as

as,
ot

= —Zij +F (4-1)

Where S, is the amount of & per unit volume of medium, jg’v is the flux of ¢ due to the driving

force v (e.g. advection or diffusion), and F_is a sink source term. Since time and spatial

derivatives are involved, conservation equations usually take the form of a partial differential

equation (PDE).

4.2.2. Species and component conservation equation
The conservation of a species | belonging to phase « , which is a particular case of equation

(4-1), has the following expression:

Ne Nk
%(ﬁaci’a)z L, (cw)+JZ;Sejyi e, +J_Z;‘Skj’i Tk + f, (4-2)
Where 6, is the volumetric content of phase «, C, , is the species I concentration, Se” is the
stoichiometric coefficient of the equilibrium reaction j for the specie i, re; is the reaction rate
of the equilibrium reaction j, and Ne is the number of equilibrium reactions.Skjyi , rkjand

NK are analogous to Se;;, re;and Ne but for kinetic reactions. f; is an external sink-source

term, and La( ) is the transport operator for mobile phase « , which consider advective and
diffusive-dispersive processes La(q’a):—v-(q'aqa)—v-(jt, ,) Mobile phase fluxes q, are

calculated according to Darcy’s law 0, =K, (—Vpa +pag), where K _, p,and p, are the
conductivity tensor, pressure and density of the phase o respectively. Diffusive-dispersive
fluxes j, ; are calculated according to Fick’s law Jp ; =—(Dg:ﬂt9ar+DdiSp)- V(C,’a) where Dijﬁ

and D™ are the diffusion and dispersion tensor for phase « respectively and r is the

tortuosity.
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Note that the general sink source term of equation (4-1) F, involves several different terms in

equation (4-2):
Ne Nk
F, =) Se;;-re;+ > Sk, -rk; + f (4-3)
j=1 =1

]:

There is no explicit expression for the equilibrium reaction rates re;, their value has to be such
that the corresponding mass action law is satisfied. Therefore, rejvalues can be written as a

function of both transport and chemical processes (De Simoni et al. 2005). A common approach
to avoid dealing with these terms is to formulate the conservation of components, which are a
linear combination of species that remain unaffected by equilibrium reactions (Rubin 1983). As
such, equilibrium reactive rates disappear from the conservation equations of components
(Steefel and MacQuarrie 1996, Saaltink et al. 1998). However, components way involve species
belonging to different phases, therefore conservation equation for components have to be
written:

Z%(Qzui,a ) + Z%(eﬁui,ﬂ) = Z L, (Ui,a ) +k, +f, (4-4)

a B a
Where U; , and U; ;are the I component concentration in mobile phases a and immobile
phases [ respectively, and ku is a linear combination of the kinetic terms that affect the

species composing the component. There are several ways of defining components. Molins et
al. (2004) generalized this definition to uncouple kinetic reactions. Saaltink et al. (1998)
introduced a definition in to eliminate constant activity species. As minerals, often considered as
constant activity species, might appear or disappear from portions of the domain, the
component definition can change in time and space. This increases the difficulty of solving
equation (4-4)since it will be valid over patches of the domain with the same mineral
composition and fluxes between these zones would have to be evaluated.

Once all component conservation and geochemical equations have been solved, all species

concentrations are known. Equilibrium reaction rates re; are calculated form species

conservation equation (4-2). If constant activity species have been eliminated from the

component definition, their concentration had also to be calculated from equation (4-2).
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4.2.3. Constitutive and thermodynamic laws

The literature provides several models for density, viscosity and diffusion coefficients of mobile
phases, the parameters of which are expressed as an explicit function of phase composition,
pressure and temperature. Several models (such as van Genuchten or Brooks-Corey) express
saturation and relative permeability as an explicit function of capillary pressure and surface
tension. All these relations produce a local system of equation which is valid at every point of

the domain.

Thermodynamic relations also form part of this local system of equations. The most important of
these are the chemical equilibrium reactions, which we express by means of mass action laws, as
often done in reactive transport (e.g. Steefel and MacQuarrie 1996, Saaltink et al. 1998). Also
required are activity models (such as Debye-Hiickel (1923), or Pitzer (1973)) or kinetic reactions

expressions (such as Monod or Lasaga (Mayer et al. 2002)).

Constitutive and thermodynamic relationships define a set of algebraic equations (AE) that need

to be solved simultaneously with the conservation equations (PDE).

4.2.4. Numerical solution of the equations

Methods such as finite element or finite differences are used to approximate time or space
derivative terms in PDEs. Application of such methods leads to a set of equations that represent
the conservation principle for discrete points of the domain (representing nodes or cells).
Contrary to constitutive or thermodynamic laws, these equations are not local, that is, equations
at a discrete point are function of variables at other discrete points. As constitutive and
thermodynamic models (AEs) involve variables that appear in the PDE, both AES and PDEs may
have to be solved simultaneously. Different approaches can be adopted for solving these

coupled sets of equation.

4.3. 00 analysis of MPRT modeling and PROOST class organization

According to the OO philosophy, the numerical solution of MPRT can be represented by a group
of interacting objects. These objects belong to classes which define common types of data and
functionality. According to Filho and Devloo (1991), defining suitable classes is the first and

perhaps the most important step in software design under OO.
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Our analysis was based on the idea that a model is a set of equations (PDEs and AEs) that need
to be solved. These equations involve several fields (such as concentrations, density or porosity)
which are also defined over portions of the same domain. The domain is discretized and fields
are defined on the discretized elements (nodes or cells). Using discretization techniques such as
finite element or finite differences methods, PDE are turned into a set of ordinary differential
equations (ODEs). This set of equations are solved together with the AE, simultaneously or using

operator splitting techniques, for every discrete time interval.

The above description points to a natural class structure for our problems. The PDEs share
attributes such as definitions domain, state variables or terms in the equation and functionalities
such as computing the balance or the matrices for the ODE. Therefore, we find it natural to
define a class, termed Phenomenon, to identify PDEs. In the same fashion, we define Process as
the class whose instances will be specific terms in the PDE (e.g. advection, dispersion, etc). The
class Meshfields defines objects representing space (and time) various properties. For chemical
systems we use the class CHEPROO (Bea et al. 2009). All of these produce the terms for the (non-
linear) ODEs, which are solved with the functions of the class Solver. The structure is shown in

Figure 4-1 and specific details about these classes are given below.

4.3.1. Phenomenon class

PDEs are central ingredient of MPRT modeling. All PDEs represent a conservation principle. All of
them consist of different terms, like storage, flux divergence or source terms. All of them are
subject to initial and boundary conditions. Therefore, we define a class for representing PDEs.
We term this class Phenomenon. A number of authors have defined similar classes in their
analysis (Meysman et al. 2003, Boivin and Ollivier-Gooch 2004, Kolditz and Bauer 2004). The
main attributes of the Phenomenon class are the terms that define the PDE and the initial and
boundary conditions. Methods include the computations of balances or the contribution to
matrices comprising the ODEs (discrete version of the PDE). The values of the solution variables

will be obtained from the solution of this matrix system.

A Phenomenon object can be used to represent a single conservation principle, such as energy or
a species mass, or several conservation principles with similar equations, like components
concentrations. For this latter case, Phenomenon class makes use of the fact that the same
conservation equation applies to all components, and therefore only one PDE has to be defined

which applies to all components.
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Figure 4-1 — Organization of main classes in PROOST. Each box represents a class with its attributes and methods. A

paradigm is show below each class.
4.3.2. Process class
The terms that compose the PDE (e.g., storage or advection) and the boundary conditions that
constrain it (eg leakage) are represented by the Process class. The actual nature of the term is

defined via inheritance by specialization classes (Figure 4-1).

The main attributes of this class are the time and space where the Process is acting (for example
the location of a pumping well for a sink-source Process) and the fields it involves (the pumping
rate in this example). Methods include the computation of the process contribution to the
matrix system or to the global balance. All these are performed by calling methods of the class

Mesh, where all discretization-integration information and methods are encapsulated.
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The Processes objects are the “basic bricks” to build conservation equations. A Phenomenon can
be formulated by combining different Processes. This class facilitates the extensibility of the
code because only the new terms (new specialization of the class Process) have to be
programmed to extend the set of equations that can be solved. It also allows reusing code, since

Processes of different conservation equation are different objects of the same class.

4.3.3. Mesh class

There are different techniques to solve PDEs numerically. All these techniques share a domain
discretization approach (such as nodes, elements or cells) and methods to integrate (or
differentiate) the terms (Process) of a PDE (Phenomenon) to produce a matrix system from

which the discrete solution of the PDE can be obtained.

Thus, all the data and functionality regarding spatial discretization and the discretization-
integration methods for solving PDE (such as finite element or finite differences) define a class
that we term Mesh. A number of authors have defined similar classes in their analysis. However,
most of them separate the domain discretization from the integration methods in different
classes (Dubois-Pelerin and Pegon 1997, Masters et al. 1997, Zimmermann et al. 1998,

Commend and Zimmermann 2001 ,Wang and Kolditz 2007).

The main attributes of the Mesh class are the domain discretization information (such as nodes
or cell coordinates and connectivity between these discrete elements). Methods include yielding
information of space discretization (such as the number of discrete elements and their
geometrical information), integrating the different terms of the conservation equation

(Processes) over the domain, and evaluating spatial properties of variables such as gradients.

The Mesh class allows incorporating new discretization-integration numerical methods by
adding new specializations of the class. Two specializations of the class Mesh are currently

implemented in PROOST: the Finite Elements and the Mixed Finite Elements.

4.3.4. Meshfield class

Another important element of MPRT modeling are the AEs that represent constitutive and

thermodynamic laws. Constitutive laws express one field as a function of others.
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Thus a class termed Meshfield is defined to represent the projection of different scalar, vector or
tensor fields (such as pressure, flux or conductivity) in the discrete domain. The main attributes
of this class are the values and derivatives of a field for the discrete entities (nodes, elements or
cells) and the parameters of the function, or constitutive laws they represent. The main methods
of the class are to calculate its values and derivatives, and to interpolate its values over any point

of the domain.

For example a flux Meshfield object defined as =—TVh, can calculate its values and its

derivatives to transmissivity T and head h fields. If the Meshfield represents one of the solution

variables of the problems its values must be set to the meshfield, which cannot calculate them.

This class facilitates code expansion since new constitutive laws can be easily added to the code

by creating new specializations.

4.3.5. CHEPROO class

Many geochemical variables affect the evolution of the system but do not appear explicitly in
any PDE (e.g. the activity of aqueous species). For this reason and also because of the complexity
of some geochemical calculations, all geochemical models and computations are encapsulated
into a class termed CHEPROO. Only the chemical variables that appear in PDE (such as
component concentration or density) are stored by a specialization of the Meshfield class

termed Chemical Meshfield.

The CHEPROO class uses a module with the same named (Bea et al.2009), with an internal class

hierarchy including classes like species, phase and reaction.

CHEPROO attributes include the geochemical models, such as those for activity coefficients,
density or kinetic rates laws, and the chemical data associated to each discrete point of the
problem, such as concentrations or components definition. CHEPROO includes methods for
calculating the values and derivatives of chemical variables (like component concentration) from

the solution variables of the PDE, and for storing them into chemical meshfield objects.

CHEPROO obijects also control the number of chemical components. For some formulations, like

the one of Saaltink et al. (1998), the number of components may change in time and space.
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Thus, CHEPROO has to provide information about the components in order to establish the

dimension of the final matrix system to be solved.

4.3.6. Solver class
A coupling strategy (coupled or decoupled) needs to be chosen when solving several PDE. A
solution technique for nonlinear systems (Newton-Raphson or Picard) is also needed. An object

of the Solver class will be in charge of solving a number of PDEs with a chosen solution strategy.

Solver attributes include the set of Phenomena, the coupling strategy, the time discretization
parameters or the convergence criteria. Methods are required for assembling and solving the
ODE system, for time integration. To address these, Solver needs other class. For instances,
matrix systems are handled by a class termed Matrix that encapsulates matrix data and solution

techniques.

Solver is the class that contributes most to the flexibility of the code since it can be set to solve
several conservation equations following different strategies. For example, it might be set to
solve first a steady state phase conservation equation (for phase flow calculation) and then a
transient component conservation. Or it can be set to solve coupled the component and energy

conservation.

4.3.7. Component conservation Phenomenon for the SIA and DSA approach
Despite the fact that the SIA and DSA are two approaches for solving the same Phenomenon,
(the component conservation equation), the way this Phenomenon is formulated in PROOST

depends on the chosen approach.

When solving component conservation equations with the DSA approach the input Phenomenon
for PROOST should be the same as in equation (4-4). But for the SIA approach immobile species

storage and kinetic reactions are treated as a sink-source term (Saaltink et al. 2001):
fo. = 0 17 k +f
SIA, —_Za( ﬂui,ﬂ)+ y Tl (4-5)
B

Thus the component conservation equation is written only in terms of mobile component

conservation:

Z%(gaui,a) = Z L, (ui,a ) + fS|Ai + fui (4-6)

[21 a
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The SIA sink source term values are calculated by CHEPROO and stored into a Chemical

Meshfield that will be used by a sink-source Process.

4.4. Solution procedure for a time step

The interaction between PROOST objects can be illustrated by the solution of a time interval for
a reactive transport problem. The flow diagram is shown in Figure 4-2, from were 15 relevant

points have been identified.

1. Solver establishes the size of the matrix system to be solved. This size depends on the
number of coupled phenomena and their dimension recall that component conservation
dimension can be different for each discrete point and may change among the iterative
process.

2. Solver assembles the matrix system to be solved. To this end, Solver requests each

Phenomenon for its contribution.

Phenomena asks for the contribution of all its Processes.

Proceses ask the values of all the Meshfields they contain.

Meshfield computes its values.

CHEPROO calculates chemical meshfield values.

Mesh computes the contribution of the process to the matrix system.

Matrix solves the matrix system.

W O N v W

Solver updates the calculated solution variables (concentrations, temperature or pressures)
in CHEPROO.

10. CHEPROO calculates the concentration of all species from these values (speciation). If there
are important changes on chemical composition, geochemical calculation might not
converge. If that is the case, the length of time interval is reduced and the resolution

procedure is restarted.
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Figure 4-2 — Flow diagram of the resolution of a time interval for a reactive transport problem in PROOST both for SIA

and for DSA
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11.

12.
13.
14.

15.

Solver controls convergence.

When convergence is reached all variables involved in the phenomena are known, except
equilibrium reactions rates that were eliminated when solving component conservation
(equation (4-4)). These rates can be calculated from the species conservation equations
(equation (4-2)). In order to avoid the formality of formulating both components and species
Phenomenon, this is done by considering an alternative component definition; each species
is considered a component. Therefore, the result of the balance of the new component
conservation will be the product of the stoichiometric coefficient and the equilibrium
reaction rates.

CHEPROO changes component definition (each species is considered a component)
Phenomenon computes balance (similar to step 3)

CHEPROO calculates equilibrium reaction rates from Phenomenon balance. Some reactive
transport formulations, like the one of Saaltink et al. (1998), eliminate constant activity
species, like minerals, from component composition. These species concentration can be
calculated once the equilibrium reaction rates are known.

If the formulation considered eliminates constant activity species, the number of component
is affected by the disappearance or appearance of minerals. Therefore, component
definition has to be controlled after the eliminated species were calculated. If component
definition changes the resolution procedure has to be started for the new definition, if not

then resolution procedure for the time step is finished.

4.5. Code implementation

4.5.1. Implementation language

The code was programmed in FORTRAN 95 following the OO paradigm. This language was

chosen for its high popularity among hydrogeologists and its excellent performance reputation.

Even though FORTRAN is not a full object-oriented language it can directly support many of the

important concepts of OO programming. Details about OOP concepts in FORTRAN can be found

in Maley et al. (1996), Decyk et al. (1998), Norton et al. (1998), Akin (1999), Carr (1999) and

Gorelik (2004).

4.5.2. PROOST and CHEPROO expansion and merge

The code presented results from merging and expanding two existing codes: PROOST and

CHEPROO. The original design of PROOST was already capable of solving different Phenomenon,



64 Chapter 4

in a coupled or decoupled way, considering different techniques for the resolution of nonlinear
system (such as Newton-Raphson or Picard) (Slooten 2010). However, such a design only
allowed solving Phenomenon objects that had one scalar field unknown. Also Phenomenon
Processes had to be written explicitly as a function of the unknown variable. These featured
clashed with the resolution of component conservation, especially when the DSA approach is

considered.

The solution of component conservation equations involves considering the conservation
equation of several components. As the number of components and its definition might change
in time and space (because of complete dissolution or appearance of new mineral species), the
number of Phenomenon considered would also have to vary. In order to avoid this difficulty, and
as the same Processes affect all component concentration, only one Phenomenon is considered
which applies to a vector variable: the component concentration vector. Therefore,
Phenomenon and Process classes were expanded to handle a vector variable whose dimension

may change in time and space.

Processes where originally designed to represent terms of PDE that directly involve the
unknowns of the problem (i.e. main state variables of the phenomenon ). For example, all
Processes in a conservative transport problem involve the solute concentration variable which is
also the unknown of this problem. When solving reactive transport by the DSA method
Processes are formulated in terms of components but the unknowns of the problem are the
primary species concentrations (Saaltink, 1998). Therefore, Phenomenon and Process classes
were expanded so they can be formulated in terms of any variable and not necessarily the

unknown.

Originally, CHEPROO was capable of solving single phase reactive transport problems. CHEPROO
uses a matrix system calculated by another conservative transport code to formulate and solve
the reactive transport problem (Bea et al. 2009). In order to take advantage of PROOST flexibility
we choose to formulate and solve the multiphase reactive transport equations in PROOST
instead of CHEPROO. Therefore, CHEPROO was added to PROOST structure with the only
purpose of performing the chemical calculations (speciation) and provide geochemical variables

values and derivatives.
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Besides adding new services to make chemical variables available outside its module, several
improvements were made in CHEPROO. Phase properties like density, viscosity and enthalpy,
and capillary effect over water activity were added. Also a new speciation algorithm that uses
the Newton-Raphson method had to be programmed due to the high nonlinearity of

concentrated solutions.

4.6. Application: Evaporation of a sand column saturated with a

rich MgS04 solution

4.6.1. Experiment description

Gran et al. (2009) preformed a laboratory experiment where a 24 cm sand column, initially
saturated with a MgS0O, solution, was subject to a constant source of heat on the top. The
column was isolated except at the top, allowing vapor exchange with the atmosphere due to
advection and diffusion. This experiment involves liquid and gas phase flow, advective and
diffusive mass fluxes, and energy flux. In this kind of problems the interaction between different
phenomena is important, especially when dry conditions and high salt contents arise.
Evaporation is the main process in this kind of problems and reflects the coupling between
hydrodynamics and geochemistry. Evaporation affects liquid and gas fluxes. It affects also the
chemistry of the system by increasing solute concentration. Water activity, which is a key
parameter for evaporation, highlights the coupled nature of the problem because its value can
be influenced by osmotic effects for high solute concentrations and by capillarity effects at low

saturations degrees.

As extreme dry conditions are reached, we consider a retention curve capable of representing
oven dry conditions (Silva and Grifoll 2007 and and Massana 2005). Due to the high ionic
strength we use of the Pitzer ion interaction model, as described by Bea et al. 20103, to evaluate
activities of aqueous species. The psychometric law was considered to include capillary effect in
water activity. The problem was solved using the DSA approach and the finite element
specialization of the class Mesh. Problem parameters and constitutive models are shown in
Table 4-1, chemical reaction considered are summarized in Table 4-2 boundary and initial

conditions are shown in Table 4-3 (modified from Gran et al. 2009).
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Table 4-1 - Constitutive equations

Retention curve 5 =5, +(1-5,)S, P, = 25x10*[MPa]
e Ly
model) S :(1+(P9 B P'/Po)l_ﬂ} Spin = 0.08
P =650[MPa
S, =Sppan(P™/(P,-R)) [MPa]
e KD 88, g 5SSk
permeabllity 0= ' e—_—o
| Ky (Sl/sl,min )7 S < St.min 1=
SI min — 01
. AL '
K® =\/se(1—(1—sew) ) y=5
K, =1-K,
Intrinsic 3 _ 2 K. = 2.8)(10_11 m2
permeability K= Ko [fj (]:'L ¢;;J } ) 0 oa [ J
0 - h =V,
Phase i P, =1002.6[MPa]
density Piq =Pyexp| aT + B(R-P)+y| D o o 34x10 [oC—l]
i#h,0 = —O.
o = Powap " Muap + Py air - Mair B =45x10"[ MPa™ |
o R(T +273.15) » = 0.6923

M., =0.018[Kg/mol]
M, =0.02895[Kg/mol|

Phase viscosity

u.iq=2.1x10—12.exp( 1808.5 j['\"

T+273.15

Pa-s]

119.4
~1.48x102 -exp| ——2% _|'MPa-s
Poas p[T +273.15j[ ]

Phase diffusion 23
DY =59x107° [(T hl 223'15) }[mZ/S]

gas
g

i —24539
D ﬂ.lxlO*‘exp[R.( J[mz/s]

A T +273.15)
Vapor enhancement factor egasz- =1
Thermal A=23285 [Wm/K] A =144; 2y, =154

conductivity
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Table 4-2 — Chemical reactions considered

H,0, < H,0,

air, < air,

H,0,, < H" +OH"

Mg®* +OH~ < Mg (OH )’

SO, +H" < H(S0,)

Mg* +S0;” +7H,0,, <> epsomite
Mg*" +S0,” +6H,0, < hexahydrite
Mg®" +S0O7 +5H,0,,, <> pentahydrite
Mg*" +S0,” +4H,0, < leonhardite
Mg* +80,” + H,0,, «> kieserite

Pa-Kgh,o
=1.36075x10" e
Maoe X Xp(273.15+T]{ mol }

—5239.7
K, =29x10°| P2 KaNO
air mOI
K, =107
ng (oh) — 102.19
Kh(so4) — 101.98
K _ 101.8881
epsomite
Khexahydrite = 101’7268
K pentahydrite = 101.285
Kleonhardite = 100'887
K — 100.123

kieserite

Table 4-3- Boundary and initial conditions

Initial conditions

S, =1; T =25°C;

Hydrostatic liquid pressure: P :101325[Pa]

Top boundary
= top
gas flow Ji

. ™ Pge"t > Pgmp

1
ext top
Pg < Pg

i _Cltop
Top boundary
heat flow
Heat lose

je,in = 750[J/S]

je,lose =a (Text _T)
Hzo(|) =5.551x10" [m]
air) =5.453x10"* [m]
Ca®* =2.000x107*[m]
SO? =1.720x1072 [m]
K*=1.000x10"* [m]

Initial
concentrations

:a(Pgext . PgtOp)'Ci*-f-ﬂ(PieXt _Pitop)

a =43 m/(MPa-s)]|
,8:1.5[mol/(MPa-s~m2]
RS =3172[Pa]

Pi =98152[Pa]

air

a=25[3/(K-s)]; T, =26[°C]

Cl~=5.700x107°[m]

H,0,,, =3.173x10 [ MPa]
air,, =9.815x10* [MPa]
$=0.4
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4.6.2. Column evolution

Saturation, temperature, Mg concentration and vapor partial pressure profiles are shown in
Figure 4-3. From the partial pressure profile it can be seen that a descending evaporation front is
produced which divides the column in two zones: a dry zone where the concentrations are

higher and a wet zone with lower concentrations. The temperature curve shows a change in its

slope at the evaporation front due to the energy required for evaporation.
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Figure 4-3 Saturation and temperature (above), Mg concentration and vapor partial pressure (below) modeled for
day 4, 8 and 12, and experimental data for day 12.
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The model fits well saturation and temperature data. Mg concentration evolution is only
qualitatively reproduced. Below the evaporation front concentration is reduced below initial
values. This is due to the condensation of vapor that diffuses from the evaporation front (Figure
4-4). The evaporation front produces an ascent vapor flux above its peak and a descend flux

below.
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Figure 4-4 — Evaporation-condensation and vapor transport evolution. The evaporation front produces an ascent
vapor flux above its peak and a descend flux below.

When a rich MgSO, water is evaporated a sequence of hydrated MgSO, minerals (epsomite,

hexahydrite and kieserite) is expected. The coexistence of epsomite-hexahydrite or hexahydrite-
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kieserite produces an invariant point which fixes water activity (Risacher and Clement 2001)

Indeed, expressing mass action law for both mineral yields water activity as:

a ,a ,a . =K

MgZ* SO}’ H,0 epsomite _ Kepsomite
a ,a_,al =K T e Tk
Mg2* @502~ “H,0 — "“hexahydrite hexahydrite

(4-7)
Water activities are calculated considering osmotic effects (Pitzer model) and capillary effects
(Psychometric law). Therefore, when minerals fix water activity not only geochemical variables
are affected but also phase pressures. A fix water activity influences the evolution of the system,
as can be noticed in Figure 4-5, which displays mineral mass, water activity and vapor boundary
fluxes at uppermost node. It can be seen that water activity remains constant during two

intervals, a small one for the epsomite-hexaydrite invariant point (before day 4), and another for

the hexahydrite-kieserite (between day 5 and 6).
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Figure 4-5 — Mineral mass and water activity (above) and vapor fluxes (below) for the uppermost node. An invariant
point produced by the coexistence of epsomite and hexahydrite occurs at day 4 and another on, associated to
hexahydrite and kieserite between day 5 and 6. By fixing water activity value the invariant point controls de mass of
vapor that leaves the column during these periods.
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Vapor flux leaving the column also stays constant during these intervals. During invariant points
mineral precipitation-dissolution acts as a source term of water, releasing as many water as
necessary to keep the water activity constant. As the external vapor pressure is fixed and the
boundary node vapor partial pressure at the boundary is controlled by water activity, the vapor
out-flux remains constant. Therefore, during these intervals the mineral paragenesis is

controlling the amount of vapor that leaves the column.

The second interval is longer than the first because the passage from hexahydrite to kieserite
releases more water (5 moles of water per mol of mineral) than the passage from epsomite to

hexahydrite (1 mol of water per mol of mineral)

The first mineral to precipitate is epsomite (Figure 4-6-a). An epsomite precipitation front, like
the evaporation front, descends through the column. The reduction in the liquid saturation
increases capillary suction which reduces water activity further and, together with the increases
in temperature, produces hexahydrite precipitation. Thus, there is a second precipitation front
in which epsomite is turned into hexahydrite (Figure 4-6 -b). As water activity reaches lower
values, a third precipitation front appears in which hexahydrite is replaced by kieserite (Figure

4-6-d).

Right after an invariant point occurs on the top of the column the amount of precipitated
epsomite at the mineral front changes. The positions of the mineral front when an invariant
point takes place in the top of the column are highlighted in Figure 4-6. It can be seen that after
an invariant point occurs in the top of the column the amount of precipitated epsomite
increases (Figure 4-6-b and Figure 4-6-d). As the precipitation front moves downwards

precipitation decreases and then an almost constant precipitation is obtained.

This behavior is due to the fact that when an invariant point takes place on the top of the
column the dynamic of all processes is affected. In this scenario vapor partial pressure in the top
of the domain remains constant due to the water coming from mineral dehydration. This slows
down the descent of the evaporation front. Meanwhile, the upwards liquid flux keeps bringing
salt to the evaporation front, which causes an increase in the amount of salt precipitated at the

evaporation front. This explains the peaks of mineral mass obtained in Figure 4-6.
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Figure 4-6 — Evolution of mineral species. The first mineral to precipitate is epsomite. As water activity diminish
epsomite is replaced by hexahydrite and finally epsomite. After an invariant occurs at the top of the column, an
increase followed by a decrease in the amount of precipitated mineral occurs in the mineral front.

The accumulation of water below the evaporation front produces a sharp saturation profile
(Figure 4-7), and an almost uniform liquid saturation zone is obtained. In this zone the saturation

gradient decreases reducing the liquid flow and also the advective and dispersive transport of
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solute. Therefore, there is less solute accumulation in this zone and that is way the mineral

precipitation is smaller than in the rest of the column.
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Figure 4-7 — Saturation degree and mineral mass before (t=3.77 days) an invariant point occurs at the top of the
column and after (t=3.87 days).

This behavior is observed only when invariant points are occurring in the top of the domain,
because this is the place where more mineral mass precipitates. The occurrence of invariant
points on the rest of the column does not release enough water to affect the vapor flow because

little mineral mass is available to dehydrate.

4.7. Summary and conclusions

An object oriented multiphase reactive transport structure has been presented. Its object
oriented structure was designed to ensure extensibility and flexibility. Its main classes are: Mesh
(contains all the discretization information and integration methods, such as finite elements or
finite differences), Meshfield (represent spatial fields and the constitutive laws that relate them,
like saturation or concentrations), Phenomenon (represents the conservation of a physical
magnitude expressed as a partial differential equation (PDE), such as mass or energy
conservation), Process (represents a ters of a Phenomenon PDE, like advection or storage),
Solver (controls the coupling strategy for solving all Phenomena and assembles the matrix
system to solve) and CHEPROO (encapsulates all thermodynamic date and perform chemical

calculations).

The flexibility and extensibility of PROOST come from the following particularities of its design.
Several Phenomenon can be formulated by combining the available Process. In order to solve a

new kind of Phenomenon, only new Processes have to be programmed. The Solver class can be
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set to solve all Phenomena in a coupled or decoupled way. New constitutive laws can be easily
added to the code by creating new specialization of the Meshfield class, and new numerical
methods for discretization-integration of PDE can be added by implementing new specializations

of the Mesh class.

PROOST was used to model a laboratory experiment where a sand column saturated with a rich
MgSQO, solution was subjected to a source of heat. The experiment involves oven dry conditions,
high salinity and hydrated mineral precipitation. A reactive transport compositional formulation
was adopted for the model and several coupling effects between hydrodynamic and
geochemical process were considered, like sink source of water due to evaporation-
condensation and hydrated mineral precipitation-dissolution, and capillary and osmotic effects
over water activity. The model was capable of representing the occurrence of several invariant
points associated to the precipitation of MgSO,4 hydrated minerals. Model results shows that the
occurrence of invariant points on the top of the domain can have an appreciable effect on the
outlet of vapor from de column and on the distribution of salt precipitates along the column. In

fact, invariant points explain spatial fluctuation on salt precipitates.



5. General conclusions

This thesis has been focused on several difficulties related with the modeling of geochemical

processes and their interaction with the rest of multiphase reactive transport (MPRT) processes.

A novel generalized compositional formulation for modeling MPRT problems is presented. The
formulation avoids the classic approach of decoupling phases and component conservation,
which does not adequately represent the influence of geochemical processes on phase flows. It
is based on compositional formulations that express conservation of components made of
species from the different phases reacting to each other only through heterogeneous reactions
(Abriola and Pinder, 1985, Forsyth and Shao, 1991, Pruess et al. 1999, Olivella et al. 1996). The
compositional formulation was extended to include all sorts of geochemical processes including
homogeneous reactions. In this way, geochemical and hydrodynamic processes are fully
coupled. The formulation also considers the capillary and salinity effects on water activity, which
makes it suitable for calculating the evolution of concentrated solutions under dry conditions.
The formulation is very convenient to treating invariant points, at which water activity (and thus
vapor pressure) is fixed by a set of precipitated minerals. The key of treating invariant points is
to treat water as a secondary species. This leads to a much simpler algorithm than presented in
previous works (Risacher and Clement, 2001). The formulation assumes that constant activity
species, such as minerals, do not affect speciation and can therefore be eliminated. This reduces

the number of components and the size of the system to be solved (Saaltink et al. 1998).

There are different approaches to deal with coupling effects in reactive transport problems.
First, the coupling between phase flow and reactive transport can be neglected or not. Second,
the reactive transport equation can be solved by means of the Direct Substitution Approach or
Sequential Iterative Approach. Of course, the optimal solution strategy depends on the nature of
the problem to be solved. Therefore, reactive transport code should be able to adopt different
coupling techniques. A code is presented, capable of adopting these techniques, including the
generalized compositional formulation. The object oriented paradigm was chosen, because it

allows representing the numerical solution of MPRT as a group of interacting objects than can be
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recombined easily in different ways. This facilitates flexibility and extensibility (Fenvesm 1990,

Filho and Devloo 1991, Khan et al. 1995, Commend and Zimmermann 2001).

The code was used to model several batch problems including the evolution of a water sample in
an evaporation chamber and the interaction between geochemistry and evaporation in shallow
salt lakes. The results show that hydrated minerals can act as an important liquid water source
and by controlling water activity and, hence, vapor pressure, they affect important processes
such as evaporation. The code was also used to model the evaporation from several columns
which involves oven dry conditions, high salinity and hydrated minerals. Results show that the
occurrence of invariant points has an appreciable effect in the outlet of vapor from the column
and in the distribution of salt precipitation along the column. During an invariant point, mineral
precipitation-dissolution provides the exact amount of water to keep water activity constant and
compensates for all the transport processes. This particular process (or any heterogeneous
reaction) produces a phase sink-source term that couples phase flow and reactive transport, and

makes the use of a decoupled approach more difficult.



Appendices







I. U matrix calculation

We divide the stoichiometric matrix ( S;r) into two sub matrices:

tr
N {S;j (5-1)
S

A component matrix U'can be calculated by means of the Gauss-Jordan elimination (Steefel and

MacQuarrie, 1996), which leads to the following expression:
-1
U':(I ‘—sf (sy) ) (5-2)

Where | is the identity matrix of dimension NS — Ne.. Matrix S , must be invertible.

We will consider the component matrix introduced by Saaltink et al. (1998) that also eliminates

constant activity species. To do so we divide the vector of concentrations of all species into two:

=)
C= (5-3)
Cea

Wherec,, and c_, are vectors containing the concentration of species with variable and
constant activity, respectively.

Likewise, matrix U'can be divided into two:
U'=(U',us) (5-4)

Also by means of the Gauss-Jordan elimination a matrix E can be obtained that satisfies:
E-U,=0 (5-5)

Matrix U ', can be divided into two:

U, - (3—] (56)

ca2

Thus E is defined as:
E= (I ‘_U Ical' (U IcaZ )71) (5'7)

Where | is the identity matrix of dimension NS—Ne—NmM. Matrix U ‘.2, Must be invertible.

The component matrix U that eliminates equilibrium reaction rates and constant activity

species is defined as:
U=E-U' (5-8)
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[I. Code Verification

A. Outline

In this appendix PROOST is used to solve several problems. Results are compared to the ones
from other codes and experimental data when available. A complete description of every

problem is given or can be found in the references.

B. Numerical modeling of seawater evaporation path

McCaffrey et al. (1987) analyzed samples of brines and salts from a solar salt production facility.
Data are available up to a degree of evaporation of 100. The evolution of this evaporation path
was modeled following the same procedure used for the evaporation chamber experiment
discussed on section 2.3. For the modeling a temperature of 25 2C and a relative humidity of 0.4
were considered. The evaporation rate was calculated using Dalton’s equation with a mass
transfer coefficient mentioned in section 2.3. Mineral species considered in the chemical system

are shown in Table II-1.

Table 1lI-1 — Mineral species considered on the chemical system for seawater evaporation path

Mineral name Mineral formula

Anhydrite CaSo0,

Bischofite MgCl,-6H,0
Bloedite Na,Mg(S0,),-4H,0
Calcite CaCO;

Carnallite KMgCl3-6H,0
Epsomite MgS0,4-7H,0
Glauberite Na,Ca(S0,),
Gypsum CaS0,4-2H,0
Halite NacCl

Hexahydrite MgS0,-6H,0
Kainite KMgCISO,4:3H,0
Kieserite MgS0,4-H,0
Magnesite MgCO3
Pentahydrite MgS0,-5H,0
Polyhalite K,Ca,Mg(S0,)4:2H,0

The simulation was carried out until no more water could evaporate from the system.
Concentration values obtained are compared with the available data until a degree of
evaporation of 100 (Figure II-1) The evolution of mineral species are plotted together with the
EQL/EVP code results (Risacher and Clement, 2001) in Figure II-2. A significant agreement
between both codes was found. In Figure 1I-3 invariant points of the problem are plotted in

detail.
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Figure 1l-1 — Simulated and measured concentration of evaporation path of seawater
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Figure 11-2 — Obtained mineral precipitation of seawater evaporation path values are compared with results from the

EQL/EVP code
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Figure 11-3 — Details of invariant points shown on Figure 1I-2. A) Gypsum-Anhydrite invariant point. B) Epsomite-
hexahydrite and hexahydrite-kieserite invariant points
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C.  Flushing of saline water by fresh water

Saaltink et al. (1998) modeled the flushing of saline water by fresh water, an example originally
described by Appelo and Postma (1994, p.166). This one dimensional problem includes
dissociation of water, carbonate reactions, cation exchange of Na, Mg, and Ca, and
precipitation/dissolution of calcite. This problem was modeled using PROOST. Results from the
proposed formulation, Saaltink and Appelo are plotted in Figure Il-4. A significant agreement

between codes results was found.
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Figure 1I-4 — Results of modeling flushing of saline water by fresh water (B) are compared with results from RETRASO
(A solid line) and PHREEQM (dotted line) codes
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D.

Natural attenuation of phenolic compounds

Mayer et al. (2001) modeled the natural attenuation of a plume of phenolic contaminant in the

West Midlands, UK. For the sake of simplicity, only one phenolic compound was considered in

our calculations. As a consequence, the effective reaction rates were slightly modified in order

to reproduce result present by Mayer et al. (2001).

The following reactions and rate-limiting processes were considered:

1)

2)

3)

4)

5)

6)

aerobic respiration, limited by the substrate (phenol) and the electron acceptor (oxygen)
availability:

1

-C,H,0+0, +§H 20 :>§HCO3’ +§H+
7 7 7 7 (5-9)
denitrification: substrate and electron acceptor limitation, inhibited by the presence of

oxygen:

iC6H601L NO;+iHZO:EHCO3‘+£N2+iH+ (5-10)
26 28 14 2 14

reductive dissolution of pyrolusite (MnO,), substrate and electron acceptor limitation,
inhibited by the presence of oxygen and nitrate:

iCﬁH60+MnOZ+EH*:>§HCO;+£Mn*2+EHZO (5-11)
14 7 7 2 14

reductive dissolution of goethite (FeOOH), substrate and electron acceptor limitation,
inhibited by the presence of oxygen and nitrate:

iC6H60+FeOOH +§H+ :EHCO;+ Fe*2+§HZO (5-12)
28 14 14 28

sulfate-reduction: substrate and electron acceptor limitation, inhibited by the presence
of oxygen and nitrate, and inhibited by the presence of high phenol concentrations due

to toxic effects on the sulfate-reducing bacteria:

gC6H60+SO4"2+EHZO+EH+:>EHCO;+HZS (5-13)
7 7 7 7

methane fermentation, inhibited by the presence of oxygen and nitrate:
2 13 5 _ 5.,
7C6HGO+7HZO:>7HCO3 +CH4(aq)+7H (5-14)

These modifications were formulated by Bea (2008) in his PhD thesis, and are also used to

compare the results with the ones from Mayer et al. (2001). A significant agreement between

both codes was found. Results from Bea are indistinguishable from the ones obtained with the

implementation of the proposed formulation as the same chemical system is considered. Results

are compared with the ones from Mayer et al. in Figure II-5
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E. Dryair flux in a sand column

In order to verify the implementation of multiphase reactive transport the code was compared
to CODEBRIGHT (Olivella et al. 1996). A chemically simple problem was formulated so that it
could be solved with CODEBRIGHT. A two meters length sand column in which a dry flux of air is
injected. On the opposite side of the column temperature and air and vapor partial pressure are
keep constant. A diagram of the proposed system is shown on Figure II-6. Constitutive laws and
the conceptual model are summarized in Table II-2. Results after a simulation time of six days

are shown in Figure 1I-7 for both codes.

(Gas pressure

e

Dry air
(hr=0.4)

Liquid pressur

Figure 11-6 — Diagram of the system for the dry air flow of a sand column model
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Table 1l-2 — Constitutive laws and conceptual model for the dry air flow on a sand column problem

Retention curve:
van Genuchten
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Figure 11-7 — Results for the dry air flow on a sand column problem after a simulation time of six days for both codes






[1I. Input files example

Input files for solving the problem C “Flushing of saline water by

fresh water” with the DSA approach

1. Prositin.xml

<prosit >
<direct_problem ndim = "1">

<cheproohandler>

<inputfile path="Cheplnt.xml" format="XML" />
</cheproohandler>
<contfieldlist>

<inputfile path="ContFieldList.xml" format="XML" />
</contfieldlist>
<meshfieldlist>

<inputfile path="MeshFieldln.xml" format="XML" />
</meshfieldlist>
<Phenlist>

<inputfile path="Phenlist.xml" format="XML" />
</Phenlist>
<Solverlist>

<inputfile path="solverlist_spa.xml" format="XML" />
</Solverlist>
<Etlist>

<inputfile path="etListIn.xml" format="XML" />
</Etlist>
<meshlist>

<inputfile path="mesh.xml" format="XML" />
</meshlist>

<modeloutput>
<inputfile path="output.xml" format="XML" />
</modeloutput>
<tasks number = "1">
<task order = "1" regime = "transient">
<temporal_definition lowbound = "inclusive”™ lowboundval = "0" upbound =
“inclusive”™ upboundval = "1036800"/>
<solver name = "transp'/>
</task>
</tasks>
</direct_problem>
</prosit>

2. ChepInt.xml
<?xml version="1.0" encoding=""UTF-8" ?>
<che filename="wad_CHE.inp" format="dat" method="dsa"/>

<master25 filename="master25.dat"” format="'dat'/>
<path pathinfo = ""/>

3. ContFieldList.xml

<?xml version="1.0" encoding="UTF-8" ?>

<contfieldlist nrfields = "2">
<field name = "conc_ext" >
<basicpoints nr = 2" idim = "1">
<basicpoint x ="0." type ="constant" value ="1.0" />
<basicpoint x ="2." type ='"constant" value ="2.0" />
</basicpoints>
<method name = "plane’>
</method>
</field>
<field name = "flowinout" >
<basicpoints nr = 2" idim = "1'">
<basicpoint x ="0." type ="constant" value =".015" />
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<basicpoint x ="2." type ="constant" value ="-.015" />
</basicpoints>
<method name = "plane'>
</method>
</Tield>

</contfieldlist>

4, MeshfieldIn.xml

<?xml version="1.0" encoding="UTF-8" ?>

<meshfieldList>
<I--Flow parameters-->
<meshfield name = "velocity" use = "processatpoint™ family = """ t_rank = "1" targetkind
= "element" type = "by comp'>
<spatial_definition type = "everywhere" targetkind = "element'/>
<components nrComp = "'1">
<component nr = "1" value = ".015" />
</components>
</meshfield>
<meshfield name = "dispersion” targetkind = "element"” use = "dispersion” family = ""
t_rank = "2" type = "by comp" >
<spatial_definition type = "everywhere" targetkind = "element'/>
<components nrComp = "1 anis ="1">
<component nr = "1" value = ".006" />
</components>
</meshfield>
<meshfield name = "flowinout” use = "processbalance”™ family = """ t_rank = "0" targetkind
= "node" type = "by comp" >
<spatial_definition type = "et list">
<ets number = "2'"> left right</ets>
</spatial_definition>
<components nrComp = "1">
<component nr = "1" >
<contfield name = "flowinout" integration = "none"/>
</component>
</components>
</meshfield>
<I-- Density -->
<meshfield name = "elemdensity" targetkind = "element” use = “density"” family = "
t_rank = 0" type = "by comp"™ >
<spatial_definition type = "everywhere" targetkind = "element"/>
<components nrComp = ""1"">
<component nr = "1" value = "1000" />
</components>
</meshfield>
<meshfield name = "nodedensity" targetkind = "node' use = "density"” family = """ t_rank
="0" type = "by comp" >
<spatial_definition type = "everywhere" targetkind = "node'/>
<components nrComp = "1">
<component nr = "1" value = "1000" />
</components>
</meshfield>
<meshfield name = "nodedensity" targetkind = "node" use = "externaldens" family = """

t_rank = "0" type = "by comp' >
<spatial_definition type = "et list">

<ets number = "2"> left right</ets>
</spatial_definition>
<components nrComp = ""1'">
<component nr = "1" value = ""1000" />
</components>
</meshfield>

<I--Porosity-->

<meshfield name = "porosity"” use = "fluidvolume” family = " t_rank = "0" targetkind =
"element" type = "by comp" >
<spatial_definition type = "everywhere" targetkind = “element'/>
<components nrComp = ""1'>
<component nr = "1" value = "0.3" />
</components>
</meshfield>

<!--Node volume-->
<meshfield name = "one'" use = "one" family = """ t_rank = "0" targetkind = "element” type
= "by comp" >
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<spatial_definition type = "everywhere" targetkind = "element'/>
<components nrComp = "1'>
<component nr = "1" value = "1." />
</components>
</meshfield>
<meshfield name = "node_volume™ use = "‘node_volume™ family = " t_rank = "0" targetkind
= "node" type = "meshfieldfunction” mesh = "default'>
<spatial_definition type = "everywhere" targetkind = "node'/>
<referenced_meshfields nr = "1">
<referenced_meshfield name = "one" use = "one" family= """ index = "1"/>
</referenced_meshfields>
<meshfieldfunction type = "linear'>
<inputparameters number = "2">
<parameter type = '"real” name = "scalar_factor"” value = "1"/>
<parameter type = "real' name = ''scalar_term" value = "0.0"/>

</inputparameters>

<preprocessing> node_areal_average </preprocessing>

</meshfieldfunction>
</meshfield>
mass content-->

<I--Initial water

<meshfield name = "initialKGH20" use = "initialdeff" family = " t_rank = "0" targetkind
= "node" type = "meshfieldfunction™ >
<spatial_definition type = "everywhere" targetkind = "node'/>
<referenced_meshfields nr = "2">
<referenced_meshfield name = "node_volume™ use = "node_volume™ family = """ index =
1t />
<referenced_meshfield name = "nodedensity" use = "density" family = """ index = "2"/>
</referenced_meshfields>
<meshfieldfunction type = "multiplication”>
<inputparameters number = "3">
<parameter type = "‘real' name = "scalar_factor”™ value = "0.3"/> <!--Porosity -->
<parameter type “real”™ name = "exponent_1" value = "1.0"/>

<parameter type “real™ name “exponent_2" value "1.0"/>
</inputparameters>
</meshfieldfunction>
</meshfield>
<I--Chemical definition-->
<meshfield name = "mineral_def" use = "mindeff" family = """ t_rank = "0" targetkind =
"node™ type = by comp">
<spatial_definition type = "everywhere" targetkind = "node'/>
<components nrComp = "1'>
<component nr = 1" value = "1." />
</components>
</meshfield>
<meshfield name = "min_sup_def" use = "supdeff"” family = """ t_rank = "0" targetkind =
""node"™ type = "by comp'>
<spatial_definition type = "everywhere" targetkind = "node'"/>
<components nrComp = ""1"">
<component nr = "1" value = "1." />
</components>
</meshfield>
<meshfield name = "initialConc" use = "initialdeff" family = " t_rank = "0" targetkind
= "node" type = "by comp" >
<spatial_definition type = "everywhere" targetkind = "node'"/>
<components nrComp = "1">
<component nr = "1" value = "2." />
</components>
</meshfield>
<meshfield name = "uaext'" use = *"chemdeff" family = " t_rank = "0" targetkind = "node"
type = "by comp" >
<spatial_definition type = "et list'">
<ets number = "2"> left right</ets>
</spatial_definition>
<components nrComp = "1'>
<component nr = "1" >
<contfield name = "conc_ext" integration = "none'/>
</component>
</components>
</meshfield>
<I--Mineral sink source term-->
<meshfield name = "Rumin" use = "flux" family = """ t_rank = "1" targetkind = '"‘node"
type = "chemical" multikind= "multiple non uniform” multidim="by cheproo">

<chemicalinfo chemid = "RUmin"/>
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<spatial_definition type = "everywhere' targetkind = *‘node"/>
<referenced_meshfields nr = "1">
<referenced_meshfield name = "concentration" use = '‘nexttime" family= """ index =
t1v/>
</referenced_meshfields>
</meshfield>
<meshfield name = "ruminflux" use = "flux" family = """ t_rank = "1" targetkind = "node"
type = "meshfieldfunction”™ multikind= "multiple non uniform"” multidim="by cheproo™ >
<spatial_definition type = "everywhere' targetkind = *‘node"/>
<referenced_meshfields nr = "2">
<referenced_meshfield name = "Rumin' use = "flux" family = """ index = "1"/>
<referenced_meshfield name = "initialKGH20" use = "initialdeff" family = ""
index = "2"/>
</referenced_meshfields>
<meshfieldfunction type = "multiplication”>
<inputparameters number = "3">
<parameter type = "real' name = *scalar_factor™ value = "1"/>
<parameter type = "real'” name = "exponent_1" value = "1.0"/>
<parameter type = "real"™ name = "exponent_2" value = "1.0"/>
</inputparameters>
</meshfieldfunction>
</meshfield>
<I--External component concentration-->
<meshfield name = "uaext" use = "externalstatevar™ family = " t_rank = "1" targetkind =
“node™ type = *‘chemical™ multikind= "multiple non uniform™ multidim="by cheproo'>
<chemicalinfo chemid = "Uaext"/>
<spatial_definition type = "et list">
<ets number = "2"> left right</ets>
</spatial_definition>
<referenced_meshfields nr = "1">
<referenced_meshfield name = "uaext"™ use = "chemdeff" family= """ index = "1"/>
</referenced_meshfields>
</meshfield>
</meshfieldList>

5. PhenList.xml

<?xml version="1.0" encoding=""UTF-8" ?>
<PhenList nrPhen = "1">
<cheproo_plugin method="dsa" retraso_specia_method="newton-raphson" >
<concentration name="concentration” initial_deff_name="initialConc"
initial_deff_use="initialdeff"/>
<surface_definition initial_deff_name="min_sup_def"
initial_deff_use="supdeff"/>
<mineral_definition initial_deff_name="mineral_def"
initial_deff_use="mindeff"/>
<target_vol name="node_volume" use="node_volume"/>
<tagret_kgh2o initial_deff_name="initialKGH20"
initial_deff_use="initialdeff"/>
<aqueous_component name="ua'/>
<adsorbed_component name="‘uads''/>

<units time_unit = "years" aqueous="mol/kgh20" />
</cheproo_plugin>
<phenomenon name = *transport" mystatevariable = "concentration"
nrprevioussolutions ="1" multikind="multiple non uniform">
<initialConditionlD name = "‘concentration” use = "steady state" />
<processes nr = "'6">
<process name = ''storage_conc_aq" type = ''Storage' >
<temporal_definition lowbound = "minus_infinity" upbound =

“infinity"” />
<timefraction type = "1 - theta'/>

<spatial_definition type = "everywhere" targetkind ="element" />
<FieldReferences category = "input” nrRef = "2">
<meshfieldid name = *"porosity” use = "fluidvolume™ />
<meshfieldid name = "elemdensity" use = "density"/>
</FieldReferences>
<Storage_specific>
<parameter name = "mass scheme" value = "lumped"/>
<statevar name = "'ua" />
</Storage_specific>
</process>
<process name = "'storage_conc_ads" type = "Storage" >

<temporal_definition lowbound="minus_infinity" upbound="infinity" />
<timefraction type = "1 - theta'/>
<spatial_definition type = "everywhere" targetkind = "element"” />
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<FieldReferences category = "input’” nrRef = "2">
<meshfieldid name = *porosity” use = "fluidvolume™ />
<meshfieldid name = "elemdensity" use = "density'/>
</FieldReferences>
<Storage_specific>
<parameter name = "mass scheme" value = "lumped'/>
<statevar name = "‘uads" />
</Storage_specific>
</process>
<process name = "diffusion" type = "dispersion'>

<timefraction type = "theta"/>
<temporal_definition lowbound ="minus_infinity" upbound="infinity"/>

<spatial_definition type = "everywhere'" targetkind = "element'>
</spatial_definition>
<FieldReferences category = "input" nrRef = "3">
<meshfieldid name = "porosity" use = "fluidvolume"™ />
<meshfieldid name = *dispersion’ use = *dispersion’ />
<meshfieldid name = "elemdensity" use = "density'/>
</FieldReferences>
<Dispersion_specific>
<statevar name = "‘ua'/>

<parameter name = "multiply_by density" value = "true'/>
<parameter name = "mulitply_ by volume_fraction” value = "true'/>
</Dispersion_specific>
</process>
<process name = "advection" type = "advection'>
<timefraction type = '"theta'/>
<temporal_definition lowbound="minus_infinity" upbound ="infinity"/>

<spatial_definition type = "everywhere" targetkind = "element'>
</spatial_definition>
<FieldReferences category = "input"” nrRef = "2">
<meshfieldid name = "velocity" use = "processatpoint"” />
<meshfieldid name = "elemdensity" use = "‘density'/>
</FieldReferences>
<advection_specific>
<statevar name = "‘ua" />
<parameter name = '‘conservation_scheme" value = "mass'/>
<parameter name = "method" value = *‘divergenceform'/>
</advection_specific>
</process>
<process name = "boundaryflow" type = "massflow'>

<temporal_definition lowbound="minus_infinity"” upbound="infinity" />
<spatial_definition type = "et list">
<ets number = "2"> left right</ets>
</spatial_definition>
<timefraction type = "theta'/>

<FieldReferences category = "input'" nrRef = "5">
<meshfieldid name "uaext" use = "externalstatevar''/>
<MeshfieldID name “flowinout"” use = "processbalance"/>

<meshfieldid name
<meshfieldid name

"'nodedensity' use
""nodedensity' use

“density'/>
"externaldens" />

<meshfieldid name "ua" use = "lasttime"/>
</FieldReferences>
<massflow_specific>
<statevar name = '‘ua'/>
<parameter name = "multiply_flow_by_density" value = "true'"/>
<parameter name = "method" value = *‘divergenceform'/>
</massflow_specific>
</process>
<process name = "mineral sink/source”™ type = "flux" >
<temporal_definition lowbound="minus_infinity" upbound="infinity"/>
<spatial_definition type = "everywhere" targetkind = ‘"‘node'>

</spatial_definition>
<timefraction type = "theta'"/>
<FieldReferences category = "input’” nrRef = "1">
<meshfieldid name = "ruminflux" use = "flux" />
</FieldReferences>
<flux_specific>
<parameter name = 'conservation_scheme" value = "volume'/>
</flux_specific>
</process>
</processes>
</phenomenon>
</PhenList>
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6. SolverList_spa.xml
<?xml version="1.0" encoding="UTF-8" ?>
<solverlist nrSolvers = "1" >
<solver name = "transp" type = “dsa'>
<solverDSA>
<mesh name = *‘cuad"/>
<temporal_discretization>
<timesteps>
<parameters>
<parameter name = "ideal_timestep" type= '"‘double" value= "15.'"/>
<parameter name = ‘‘constant" value= *"false"/>
<parameter name = "increasefactor" value= "1.2"/>
<parameter name = "‘decreasefactor" value= ".8"/>
<parameter name = '‘nrconvforincrease" value= "10"/>
<parameter name = "maxdelta" value= "15"/>
<parameter name = "mindelta" value= "5"/>
</parameters>
</timesteps>
</temporal_discretization>
<phenomena number = 1" >
<phenomenon Name = "transport' statevarname = '‘concentration" order = "1" >
<temporal_discretization method = "finite differences'">
<parameters>

<parameter name
<parameter name

</parameter

S>

“theta" type = "double " value = "1"/>
"epsilon” type = "double " value = "1'"/>

</temporal_discretization>

<NonlinearProblem>

<method name = "‘newton"/>
<systemMatrix>
<matrix type “fullband">
</matrix>
</systemMatrix>

<Convergencecriteria>
<ConvergCrit name
<ConvergCrit name
</Convergencecriteria>

<Stoppingcriteria>

= "reldeltamax" value = "le-5"/>
= "maxresid" value = "1e-8"/>

<StoppingCrit name = "maxiter"™ value = *"50" />
</Stoppingcriteria>
</NonlinearProblem>

</phenomenon>
</phenomena>
</solverDSA>
</solver>
</solverlist>

7. EtListIn.xml

<?xml version="1.0" encoding=""UTF-8" ?>

<ETlist Meshname = "transin-mesh' nrgETs = "3">
<ET name = "left" targetkind = "node"™ nrmeshes = "1" >
<mesh name = '‘cuad'>
<vector type = "integer" dimension = "1" > 1</vector>
</mesh>
</ET>
<ET name = 'right" targetkind = ""node" nrmeshes = "1" >
<mesh name = '‘cuad'>
<vector type = "integer" dimension = "1" > 21</vector>
</mesh>
</ET>
<ET name = "notbound" targetkind = "node" nrmeshes = "1" >
<mesh name = *‘cuad'>

<vector type = "integer" dimension = 19" >2 3456 7 8 9 10 11 12 13 14 15 16

17 18 19 20</vector>

</mesh>
</ET>
</ETlist>

8. Mesh.xml

<?xml version="1.0" encoding=""UTF-8" ?>

<meshlist nrmeshes="1"

ndim=""1">
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<mesh type=""fem" name="cuad' nband="2">
<nodes nrnodes="21" ndim="1">0 .10 .20 .30 .40 .50 .60 .70 .80 .90 1.00 1.10 1.20
1.30 1.40 1.50 1.60 1.70 1.80 1.90 2.00 </nodes>
<elements nrelem="20"><elementTypes>11111111111111111111
</elementTypes>
<connections Imxndl="2">122334455667 788991010 11 11 12 12 13 13
14 14 15 15 16 16 17 17 18 18 19 19 20 20 21 </connections></elements>
</mesh>
</meshlist>

9. Output.xml

<?xml version="1.0" encoding=""UTF-8" ?>

<modeloutput root = " ">
<cheproo_outputs number= "2" write_initial="true" write_step_system="true'">
<cheproo_out OutputKind = *spatialout™ >
<frequency frequency = "1" />
</cheproo_out>
<cheproo_out OutputKind = "nodalchem™ nodalchem ="21" file ="nodalchem2l.dat">
<frequency frequency = "1"/>

</cheproo_out>
</cheproo_outputs >
</modeloutput>

10. Wad_Chem.inp

"TITLE OF THE PROBLEM: Wad case for CHEPROO-PROSIT’

>DEFINITION OF THE GEOCHEMICAL SYSTEM

25.0 2 1 linitial temp. of the system
> PRIMARY AQUEOUS SPECIES’

he

)

5

nat
’ g+’
" cat2’
el

" hco3~’
i
” AQUEOUS COMPLEXES
" ohe

" c03-2

" co2(aq)’

T %
" MINERALS’
calcite’ 0
- 0

” GASES’

" co2(g)’

-

’ SURFACE COMPLEXES
EY

" x2ca’

) )

xna

>

>

" x2mg’
7 %

B >

" INITIAL AND BOUNDARY WATER TYPES

>

2 0 0 Iniwtype, nbwtype, nrwtype= number of ini, bound, rech waters
1 25.0 !

’ icon guess ctot constrain’

“ht 3 1. 00d-7 5.24807d-8 ”

" cat2’ 4 1.70d-3 1.70d-3 calcite’

" mg+2’ 1 1. 00d-7 1. 00d-7 T

" hco3-’ 5 3.49d-3 0.01d0 co2(g)’

" na+’ 1 1. 00d-7 1. OE-07 T

Tl 1 2.00d-7 2.00d-7 T

* 0 0.0 0.0 T
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2 25.0

’ icon guess ctot constrain’
" ht 3 1.00d-8 8.07d-9 T

" na+t’ 1 4. 79d-1 4.79d-1 T

" mg+2’ 1 4. 75d-2 4.75d-2 T

" cat2’ 1 9.51d-3 9.51d-3 T
Tel- 1 5. 66d-1 5.66d-1 T

" hco3-’ 4 3.70d-4 3.70d-4 ‘calcite’
% 0 0.0 0.0 >

) >

> INITIAL MINERAL ZONES’

1 Inmtype= number of mineral zones
1 limtype

mineral vol. frac.  area’

‘calcite’ 0.03 1. 09d+5

3 0.0 0.0

> INITIAL SURFACE ADSORPTION ZONES’

T 0.0

> OUTPUT’
el

" cat?’
g2’
ey

" hco3~’

" c03-2’

" co2(aq)’
e

" xna’

" x2ca’

" x2mg’
calcite’

L)

%

)

end’
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