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Abstract

In this paper we model the neutralization of an acid solution in
which the hydrogen ions are transported according to Cattaneo’s dif-
fusion. The latter is a modification of classical Fickian diffusion in
which the flux adjusts to the gradient with a positive relaxation time.
Accordingly the evolution of the ions concentration is governed by the
hyperbolic telegraph equation instead of the classical heat equation.
We focus on the specific case of a marble slab reacting with a sulphuric
acid solution and we consider a one-dimensional geometry. We show
that the problem is multi-scale in time, with a reaction time scale that
is larger than the diffusive time scale, so that the governing equation
is reduced to the one-dimensional wave equation. The mathematical
problem turns out to be a hyperbolic free boundary problem where the
consumption of the slab is described by a nonlinear differential equa-
tion. Global well posedness is proved and some numerical simulations
are provided.

arXiv:1707.09962v1 [physics.chem-ph] 28 Jul 2017

Keywords: neutralization, reaction kinetics, multi-scale modeling, free
boundary problem, anomalous diffusion



1 Introduction

When sulphide minerals present in rocks are exposed to air and water, sul-
phuric acid is produced as a consequence of a chemical reaction. The acidic
water flow is known as Acid Rock Drainage (ARD). Though this is a natural
process, it is highly enhanced by mining activities and it is then known as
Acid Mine Drainage (AMD). AMD can cause serious damage in biodiversity
and human health, especially after a mine plant has ended its activity. So
treatment of acid water becomes a challenge in order to avoid long term envi-
ronmental damage. A survey on remediation options for AMD can be found
in [10]. The main techniques are based on chemical reactions neutralizing
the acid water. A typical approach is the so-called limestone neutralization,
which consists in the addition of a calcium carbonate base to the acidic water
in order to reduce the acidity of the solution. In the last few years several
models have been developed to describe the evolution of this sort of neu-
tralizing systems [4-7]. Although these models were proposed taking into
account different aspects of the diffusive-reactive process, all of them are
based on Fick’s law (classical diffusion). When using Fick’s law, it is tacitly
assumed that local disturbances are spread infinitely fast throughout the so-
lution. This is a clear idealization and it is physically unrealistic, giving rise
to the pathological feature of infinitely fast spreading of perturbations in the
diffusion equation. For this reason, Cattaneo and others have proposed to
modify Fick’s law in a way such that the flux may adjust to the gradient
with a small but nonzero relaxation time, see [1].

In this article we study the evolution of a neutralization process for an acid
solution in which transport is driven by Cattaneo’s law (anomalous diffusion).
Following [7], we consider the reaction occurring between a sulphuric acid
solution (H2SOy4) and a slab of marble, which is mainly formed by calcium
carbonate (CaCOs):

CaCO; + 2HT + SO}~ = Ca’t + SO + H,O + COs. (1)

The HySO, dissolved in the aqueous solution is dissociated in ions SO3~
and 2H™, where the concentration of the latter is commonly measured through
the so-called pH. The acid reacts with CaCOj liberating Ca?" ions in the
solution. As the reaction takes place, the CaCOj3 is consumed and the con-
centration of H™ ions decreases (the pH is hence raised). When the pH
reaches a value around 7 the solution is said to be neutral and the reaction



ceases. The reaction between HySO, and CaCOj3 takes place on the con-
tact surface that separates the solid and the solution. From we see that
the stoichiometric ratio in the reaction between H* ions and CaCOs is 2:1,
which means that two moles of H" are neutralized by one mole of CaCOs3.
Moreover the reaction is of first order, so that the exponents of the concen-
trations appearing in the rate equation are equal to 1. When other reactants
and /or acid solutions are used, different ratios and different reaction orders
may occur. Here, differently from [7], we do not consider the phenomenon of
“armoring”, that consists in the formation of a thin coat of material on the
reacting surface which partially or completely inhibits the reaction.

In this paper we model a system consisting in a rectangular container
filled with sulphuric acid where a slab of marble has been placed on the
bottom. This slab is assumed to occupy less than the half of the container
height at the beginning. We also assume that the container is large enough,
so that the system can be described in a one dimensional geometry [[] [0, L*]
where the solid occupies a region [0, s*], the liquid fills the region [s*, L*],
with s* evolving with time.

We study the system for the evolution of both the HT concentration
and the reacting surface s*. We assume that no acid is added or removed
during the process and we notice that our system is physically consistent
only if and §* < 0 (the solid slab can only be consumed). The transport
of H' in the solution is governed by Cattaneo’s diffusion and the nature
of the mathematical problem is therefore hyperbolic. The system is multi-
scale in time with three characteristic times: i) the characteristic diffusive
time; ii) the relaxation time; iii) the reaction time. Depending on the order
of magnitude of these times different problems may arise. In particular,
following [2] we show that the reaction scale is larger than the diffusion time
scale, so that the consumption of the marble slab is slower than the diffusive
transport of H* ions. Assuming that the relaxation time is sufficiently large
we prove that the mathematical problem can be simplified to one in which
the governing equation is the one dimensional wave equation. Following [3]
we determine representation formulas for the solution that allow to write
the evolution of the free boundary s* as an implicit nonlinear differential
equation. Global existence and uniqueness are proved. Finally numerical
simulations that illustrate the behavior of the solution s* and the dependence
on the physical parameters of the problem are provided.

!'Throughout the paper the starred quantities denote dimensional quantities.



2 Derivation of the model

In this Section we derive the general model for the neutralization process
described above. We consider a one-dimensional domain [0, L*] where [0, s*|
is the region occupied by the reacting solid (CaCO3), [s*, L*] is the region
occupied by the acid solution (2H* + SO7") and s* = s*(t*) is the free
surface separating them. The HT ions concentration in the solution will be
denoted with ¢* = ¢*(z*,t*) ([¢*]=mol/length?).

Remark 2.1. The quantity ¢* provides a measure of the acidity of the solu-
tion. Alternatively one can use the so-called pH expressed as

c*
H =1 _c )
P ©810 (1 mol/lt)

The solution is said to be neutral when pH = 7 so that, in terms of c¢*, we
have that the solution is neutral when ¢* = 107" mol/lt.

During the neutralization process the H' ions diffuse in the liquid region
[s*, L*]. We assume that diffusion is governed by the Cattaneo’s law
oJ* oc*
2~ 2 (2)
ot* Ox*
where J* is the ions flux, 7% > 0 is a relaxation time and D* is the diffusivity
coefficient ([D*]=length?/time), which is assumed to be constant.

J T

Remark 2.2. When 7" — 07, the process becomes purely diffusive and (@
reduces to Fick’s law

oc*

ox*’
In Cattaneo’s law the flux is allowed to adjust to the gradient of concentration
according to a relaxation time 7. In fact, it can be seen as an approximation
of the constitutive equation

J = —D*

oc*
Pt ) =D 0 ) 3

Moreover the fluz is mainly influenced by what has happened close in time to
present. In effect, the flux J* can be explicitly written as

~ Oc*

)
J(@ ) = —D /_OOK(t—t)ax*(x,t)dt, (@)
4




where K* is the short-tail kernel given by

zﬁaﬂ:¥éap(—%),
T T

which rapidly decays to zero. When other types of kernels are considered, the
system may express a different memory behavior, see for example [§], where
long-tail kernels are used in the context of fractional diffusion, or [9] where
more general kernels are considered.

It is easy to show that the continuity equation

ac* aJ*

= —— 5
ot* Ox*’ (5)

together with Cattaneo’s law , provides the following telegraph equation

for c¢*:

x 2 2
o 8 _ple (6)
ot* ot+? D2
Equation @ is the governing equation for the evolution of the ions concen-
tration in the solution. Differently from the case of pure Fickian diffusion in
which the governing equation is parabolic, here the nature of the problem is
hyperbolic.

To describe the consumption of the solid part [0, s*| we consider the rate
equation that governs the chemical reaction occurring on the free boundary

s*. Following [4,[7] we write

o= k() (7)

where v* represents the rate of neutralized H™ moles per unit surface, k* is
the reaction rate and ¢ is the concentration of neutralization ] The velocity
of the reaction is therefore proportional to the excess of ions on the reacting
surface. The positive part is taken to prevent the reaction from occurring
when the concentration is above the neutralization limit.

Assuming that the “molar” density E| of CaCQOgj is constant we write

*

d S
*d* :*
i (J, 7o) =

The dimensions of the quantities in are:  [v*]=mol/(length® - time);
[k*]=length/time; [c}]=mol/length?®.

3To avoid dimensional inconsistencies we assume that the marble density p* is the
molar density, i.e. classical density divided by the molecular weigth.




from which follows that
prst = —k*(c" —cf) 4 (8)

This condition on the free boundary s* implies that $* must be negative while
c* > ¢5. This is in agreement with the fact that CaCO3 is consumed when
the HY concentration is greater than ¢j. Recalling that the stoichiometric
ratio is 2:1, the overall mass balance is given by

d L d s
i ([ oew) =g ([ rar),

L*
a *
2/3* 8;* dx* —2c"(s",t7)§" = p*s~.

yielding

Exploiting we find
Q[J*(s*, ) — JHL, )| = & (p* + 26 (5%, 1))

Since H™ ions are not added or removed at x* = L*, it is reasonable to impose
the boundary condition J*(L*,t*) = 0 so that

2J(s*,t7) = 5" (p" + 2c*(s",t7)) . 9)
Differentiating the last expression with respect to time we find

25 Gx*(s’t>+20t*(8’t)_28 <s 8x*(8’t>+8t*(8’t>>+

+8" (p" +2¢*(s%,t7)) .
Hence, recalling , , we get

oc* 2 oc*
_2’* * *__ D* * * * * * —
o) = 2 (D g e )

(.0 ac*, . ., vk [ % Kl K gk
929 <s ax*(s’t>+at*(3’t)>+s (p" +2c"(s",t7)) .

Finally, taking into account @D we find
ac*

2D (1) = 5 (0" 4+ 26 (57, ) +



oc* oc*

+ 778" (p" + 27 (57, t7)) + 25 ax*(s, )+ v

The mathematical formulation of our model is therefore a hyperbolic free

boundary problem consisting of the telegraph equation (6]) on [s*, L*], and
the conditions , to which we must add the initial data

(¢ . (10)

CE0) =), G0 =) ssat <L ()
5(0) = s 5(0) = 8, (12)

where 0 < sj < L*/2, and the zero-flux boundary condition:

oc*
ox*

(L t)=0  0<¢t. (13)

Such a problem will be referred to as (P?).

3 The non-dimensional formulation

To investigate the multi-scale nature of problem (P¥) it is convenient to
rewrite it in a non-dimensional form. For this purpose, we introduce the
characteristic times

i L*Z L*
tp = ik tp = T

representing the diffusion characteristic time and the reaction characteris-
tic time, respectively. We also introduce the reference concentration ¢ =
max(: 1+ Ci,, (r) and the non-dimensional parameters
* *
p
A= 0= —.

- P *
2cy c

Then we rescale the main variables as follows

c* t* x* s*
cw Ty T T

where ¢, is a reference time to be selected. The non-dimensional version of
problem (P?) becomes



(
t* t* 7_*
*D ¢+ % Ctt = Caz s<zr<l1l,0<t
tref tref

c(x,0) = iy () so<x<l1
c(x,0) = ¢in, () so<z<l
c:(1,t) =0 0<t

NG = — ( :ef) (c(s,t) —d), 0<t

(s ) = <th ) S(e(s,t) +N) +

ref

+ (;DT:) (5 (c(s,t) + A) + 8%cu(s,t) + 25¢(s,t)) 0 <t

ref
s(0) = sg
\ S(O) = So, ( )
14
where . i} . .
Cing = Ci_*j]’ Ciny = ;_*:fc:np S0 = %7 S0 = ;_J—ifég,

and 0 < sp < 1/2.

We notice that there are three characteristic times in problem (P.). One
given by the characteristic time of diffusion ¢7,, another given by the charac-
teristic time of the chemical reaction ¢}, and one more given by the relaxation
time 7*.

Remark 3.1. When 7" — 0" equation 1 becomes the diffusion equation
and condition (1{))s reduce to that formulated in [7], where the pure diffusive
case was studied.



When considering CaCOg in an acid solution HySOy,, typical values are:
p*=27-10"2 mol/lt, ¢~ 10"" mol/lt, c% =102 mol/lt.
Hence

A~1.3, 6~107°.

4 Fast diffusion and slow relaxation

Following [2,/11] we consider the typical values

D*=5-10"" cm?/s, L*=10 cm, E*=10"" cm/s,
so that "
L =0.02=0(107?).
R

The above means that the diffusion is faster than reaction. Therefore, assum-
ing that relaxation is very slow and choosing the reaction time as reference
time ¢}, = U, we can write

tb

* 7_*
—= L 17 D
th 2

=0(1), (15)

which clearly implies
ity < th < 7"
In conclusion we have that the diffusive scale is faster than the reaction scale

which, in turn, is faster than the relaxation scale. When holds, the terms
containing (t},/t},) in 1, 6 can be safely neglected and the problem



(P.) reduces to

(¢ = Q% Cpp s<x<l1l,0<t
c(x,0) = ciny () so<x <1
ct(x,0) = in, () so<x <1

N c:(1,6) =0 0<t
(Pe)
208 = — (c(s,t) = 9), 0<t
—a? cy(s,t) = §(c(s,t) + A) + §%c(s,t) + 25¢4(s,t) 0 <t
s(0) = s
\ S<O) = é07
(16)
where we have set )
t*
o =L =0(1).
tHT*

In this peculiar situation the governing equation is the one-dimensional
wave equation, whose solution can be expressed by means of D’Alembert
formulas.

The remainder of this Section is devoted to proving the existence and
uniqueness of a solution (¢, s) to problem (P.) according to the following
definition:

Definition 4.1. The pair (¢, s) is said to be a classical solution to problem
(P.) in the time interval [0,T] if:

i) ¢, s are defined on Dy and [0,T)] respectively;
i) ¢ € C*?(Dy) and s € C?[0,T);
iii) ¢, s satisfy (P.);

i) —a < § <0 (the solid can only be consumed by the reaction);

10



where Dr is the liquid domain:
Dr={(z,t) eR* : s(t) <z <1,0<t<T}.

Remark 4.1. From the Definition it follows that equation (@)5 must
hold up to time t =0, so that

. 1
S0 = — 5 (Cing(50) = 0).,

s a necessary condition that must be fulfilled by any classical solution.

4.1 Representation formulas

Suppose for a moment that problem has a unique solution (¢, s) in the
sense of Definition |4.1{on some time interval [0, 7]. An explicit expression for
¢ in terms of s and of the data of problem (ﬁc) can be determined exploiting
D’Alembert fundamental formula. Following [4] we see that it is convenient

to transform the problem (P.) into a Stefan-like problem, in order to make the
free boundary conditions more manageable. Considering the transformation

u(z, t) = Nax — s(t)) + /w c(n, t)dn, (17)

the problem for the new variable u becomes

( Uy = 2 Uy s<x<l1 0<t
u(x,0) = Ui, () sop<x <1
u(x,0) = U, () Sop<x <1
(P.) : § u(l ) = plt) 0<t (18)
u(s,t) =0 0<t
208 = — (ug(s,t) = A —0), 0<t
s(0) = so,

11



where u;p,, Uin,, pt are the functions given by

%am:Au—%»y/Qmmum

S0

. ‘ 19
Uin, (1) = —50(A + Cing(50)) +/ Ciny (0)dn, (19)
S0
M(t) = Uml(l)t + uin0(1)>
and $g is defined by
. 1
Sop = _ﬁ (U’;no (80) — )\ — (5)+ . (20)

Once (P,) is solved we may get the solution of (P,) through . The main
advantage of (P,,) lies in the free boundary conditions.

Remark 4.2. The function u(t) can be obtained in the following way. Ob-
serve that Uy, = ¢y = o Uy everywhere in 5T. As a consequence cx(l,t) =
a2u(1,t) = 0 and us(1,t) = const. Imposing the compatibility conditions
on x =1 we find that u(1,t) = u(1,0) = s, (1) and, integrating in t, we
finally find

(1) = Uiy (1 + Ui (1) = pu(0)

Let (u,s) be the classical solution of (P,) related to (¢, s) according to
. In order to use D’Alembert representation formulas for u, we split the
liquid domain Dy as (Fig. |1

D(TI):{(x,t)GDT:so+at<x<1,O<t<T},
DD = {(z,t) € Dy s(t) <z <so+at,0 <t <T}.

Recalling that sy < 1/2, the characteristics curves emerging from (sg, 0) meet
the external boundaries * =0, z = 1 in
. 1-— S0

S0
Tl:_7 TT'_ ’
(0% (0%

respectively, with T; < T,.. Looking at Fig. [1| we notice that it is natural to
seek a solution in the time interval [0, 7] with
1-— S0

0<T<T, = , (21)
«

12



T 4+ at =|sg (I)

_(1 _I 3()) S0 1 2 —‘S()
Figure 1: Schematic representation of the liquid domain Dy split into D(TI )
and D(TI D,

and to consider a suitable extension of data to the interval [—(1—sg),2— so].
Thus, we will set

Ui, (z) if 5o <2 <1
UJ(.’II>: ﬁ](x) if 1<ax<2-—s jZO,l,
uj(z) it —(1—s0) <z < s

where u;, u; are functions that must be determined. Then D’Alembert for-
mula states that

r+at
Up(x + at) + Up(x — at 1
u(:z:,t): 0< >2 O( )—F% / Ul(n)dn. (22)
rx—at

Representation formula in DgFI )

In this first case, data w;,,, ui,, only need to be extended to the right of
x =1 (Fig. [2). Then only the functions u; must be determined. We will
define them in a way such that the boundary condition 4 holds.

13



On one hand, if x 4+ at < 1 formula reduces to

x+at
Uing (T + Q) + Ui, (x — at 1
u(x,t) = o ) 5 ol ) + % / Win, (0)dn. (23)
r—at

On the other hand, when =z + at > 1, can be written as

r+at

w(z, t) = uo(z + at) ‘;Uino (x — at) n % / Uy (n)dn. (24)

r—at

Let (1,¢) be the point in which the characteristic curve joining the points
(z,t), (x + at,0) meets the line z = 1 (Fig. [2). From condition (18))4 and
formula , we obtain

— — 1—i—onf~

(@) = Uo(1+ o) +2Um0(1 —at) + % / Ui (n)dn. (25)

1—at

Noting that = + at = 1 + at, it follows that
~ zT+at—1

t =
(0%

Combining this with we find

r+at

uo(z + at) (x+at— 1> Uing(2 —z —at) 1
- @@z :/’L _
o

; o [ vian. 20

2—x—at

Replacing in , we obtain

2—x—at
(v tat =1\ | U (T —at) — U (2 — T —at) 1
M%ﬂ—u( . )+ 2 o [ (i
e
Therefore, the representation formula for u in D(TI )is
r+at
up(r — at) + up(x + ot 1
w(e,t) = wia, t) + @ 0D Tuolwtaol) | 1 [ wwdn. )
2 2a
T—at

14



S0 xr — ot 1 z+at

Figure 2: Characteristics lines for (z,t) € DY,

T

where we have set

-1
vl e rar>
w(z,t) = o'
0 if x+at<l,
and
Uin, (T) if sp<z<1
uj(x) = j=0,1

—Uip, (2 —x) if 1<z <25

(28)

(29)

Remark 4.3. Notice that, even though the functions w, uy, u; may be dis-
continuous at x = 1 (this is true unless w;,;(1) = 0), the function u(w,t) is
continuous across the characteristic x+at = 1. To prove this, it is sufficient

to check from that

li t)= i t).
m+o}tr£1)1+ u(z,1) m—&—ocltIEl* u(z,1)

Representation formula in D¥ 2

In this second case, data u;,,, 4, need to be extended to the right of v =1
as well as to the left of x = sy (Fig. [3). Therefore, functions u; will be also

15



involved in D’Alembert formula. Similarly as before, we will define them in
a consistent way with the condition 5.
When z + at < 1, formula becomes

r+at
Uing (2 + at) + Ug(x — at 1
u(z,t) = ol >2 of H% / Uy (n)dn. (30)
r—at

Let (s(f),t) be the point in which the characteristic line joining (z,t), (z —
at,0) meets the free boundary s (Fig. |3). This point is uniquely defined
because |$| < a. Moreover t = t(x,t) is the unique solution to the equation

§—at=x—at, (31)

where we have set § = s(f).
From condition 5 and formula , we find

~ R S+at
Uing (§ + at) +Up(s —at) 1 /
— Ui(n)dn = 0.
5 + %0 1(n)dn
5—at
Combining this with , we obtain
N ( ) ( A) S+at
wo(x — ot Uino (8 + at 1 /
_—Y = — — Ui (n)dn. 32
5 5 o 1(m)dn (32)
r—at
Replacing in , we find
“ z+at
u(a, ) = Lol ot ~ting(S+at) | / iy (D). (33)
2 2a
S+at
Finally, when x + at > 1 formula becomes
z+at

a()(l’ — Oét) + ﬂo(ﬁ + Oét) 1

(o t) = L / Uimdy.  (34)

2 2a

16



—(1 = s0) r—at So T+ at 1 2 — 89

Figure 3: Characteristics lines for (z,t) € D(TI D,

Replacing and in we find

2—zx—at

T4 at—1\ U (5 +at) +up,(2—2—at) 1 /
t - — g 0 - n d .
utet) = () . e [y
s4at
(35)
Therefore, u is given in D(TI 2 by the formula
R 1 x+at
t) — S t
u(x,t) :w(x,t)—i— uo(I—i-Oé ) UO<S+OK ) + / Uzm(n)d% (36)
2 2a
s4at

where w, ug, u; are the functions defined by , .

Remark 4.4. Proceeding as in Remark [{.3 it is easy to show that also the
function u defined by (@) 18 continuous across the characteristic x +at = 1.

Remark 4.5. We notice that in order to obtain the representation formulas

, (@ it was only necessary to extend data Uip,, Win, as odd functions
with respect to x =1 (see (29)).

17



4.2 Existence and uniqueness of local solution to prob-
lem (P.)

Assume for a moment that s € C?[0,T], —a < s < 0 and let u be the function
given by

/ r+at
Ug(x — at) + ug(x + ot 1 )
wet) + WO WEED Ly DY
aI*OAt
u(z,t) = .
wo(x + at) — ug(é + af 1 ¢ )
w(x,t) + of ) 5 of ) + % uy(n)dn in D(TH),
\ a $+at
(37)

where w is defined by , U, Uy are given by and ¢ is the unique
solution to equation . A necessary condition on u to be (u, s) a solution

to (P,) on Dy is u € C*? (Dr). To obtain this regularity in D(TI) and Dgpm
we require

(H1) Uing € C?[50, 1], Uin, € Cs0, 1].
We will also require on data the compatibility conditions

(H2) Uing (50) = 0, u! (1) =0,

mno

which assure the function w is continuous on the corner (sg,0) (first condi-
tion) and the equation uy = a?u,, is satisfied in the corner (1,0) (second
condition).

We will look now for conditions that ensure the continuity of u and of its
partial derivatives on the characteristic curve X given by

Yrrx—at=sy, 0<t<T.
The continuity of u across ¥ can be easily proved from by checking that

lim w(z,t)= lim wu(z,t).
a:fat%sg z—at—rsy

Taking into account that implies
ot ot B o

ot~ “oxr 5(t) —a’

18



that , yield

rfrx+at—1 )
ow, = w, =4 (T) =up, (1) if z4+at>1
0 if rx+at <1,

£

, . if <zr<l1
{%(w) it 1en< j=0.1,

() = U, (2-2) if 1<a<2-s

and w,, = wy = 0 since p is a linear function of its argument, the following
partial derivatives of u can be obtained from ([37)):

wy(,t) — % (Wh(z — at) — ul(z + at)) +
1 D
5 (ur(z + at) + uy (x — at)) in Dy
Ut = « §+0¢
wy(z,t) + = | up(x + at) +uh(§+at) | = +
2 55—«
1 ) N
+5 (m(x—i—ozt)—i—ul(é—l—at) <f+a>> in DY
L 55—«
, 1 (38)
wy(x,t) + 5 (up(x — at) + up(z + at)) +
1
5 (m(z + at) —u(z - at)) in DY
Uy = 1 /?+
we(z,t) + = [ w(x+at) —uh(5+af) [ 222 ] +
2 55—«
1 . S+ .
+£ <U1(x+at)—u1(s+at) <§_a>> in Dén)
\
(39)

19



¢

2
o
5 (ug(z — at) +uy(z + at)) +

5 (i (z +at) = o (« — at))

~ 2
S+«
/.\ +
S —

~ 2
o? ) ~ [ 5+«
El ug(z 4+ at) —ug(s+at) | = +
§—«
U = - .
2a5u(§ + at)
$—a)
a [ AT
+§ uy (x4 at) — ui (s + at)
2005y (5 + af)
\ (5—a)®
(1
§(ug(:1:—at)~|—u{)’(a:+at))—l—
1 / /
% (u)(z + at) — uj(x — at))
1 B ’
— | ull(z + at) —uf (3 + at) <i+a> +
2 s—«
Uzz = 4

208ul (8) + of
10 >)+

G- ay

2a
2005uy (3 + af)
\ (5 — )3

where we have set § = $(f) and § = §(f).
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Remark 4.6. We observe that the first and second derivatives of u(x,t) are
continuous across the characteristic x + at = 1.

From — we find that u; and wu, are continuous across ¥ if and only if
(A) S0, (S0) + tiny (50) = 0.

Similarly, from , we find that the continuity of u; and u,, across X
is accomplished if and only if

(B) (So—a) [(8% + a®)ull,, (s0) + 280uly,, (50)] =50 [ty (o) + Uin, (s0)] =0,

where 3y = §(0).
Thus, if (I—% (H2), (A), (B) hold, s € C?[0,T] with —a < § < 0, and u
(37

is defined by (37) then (u, s) satisfies the first five conditions of (P,) on the

time interval [0,7]. In the following we will focus on the last two conditions

of problem (P,).
Evaluating in (s,t) and noting that (s, t) = ¢, we find
a(up) (s + at) + ui(s + at)

Uz (s,t) = N : (42)

Since —a < § < 0 implies 59 < s+ at < 1, the functions wug, uy in
are equal to u, , Up,. The free boundary s must hence solve the Cauchy
problem

—ﬁ) 0<t<T
+

(Po) : (43)
S(O) - SOJ
where we have set
A+0 /

b= 20g(w) =t () + W, (¥) 59 <w <1

Then, condition —a < § < 0 is equivalent to
¢ t
o< 3ol 45, ie. g 9stet) s
o—§ P

Therefore we require

B < inf {M}Ssup{w}<a+ﬁ

[0,T] a—S§ 0.7 a—S
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yielding

infy, x SUp, x

B < [071}9( ) < Pl 0,119( ) <a+p. (44)
2ce «

Then we get the following condition

(H3) 2a3 < infig, 1) g(z), Sup, 1 9(2) < af +

which is consistent only if
(H4) a>f.

In conclusion, if (H3), (H4) are satisfied then —a < § < 0 and equation ([43),
can be rewritten as

2 — (a+B)s —[g(s +at) —ap] = 0. (45)

It is easy to see that equation is an algebraic second order equation in
$ with two distinct real roots, with only one of them negative given by

é:(a;6>—\/(a—;ﬂ)Q—k[g(stat)—aB} (46)

On one hand, recalling (A) and A

. L o, + Ui,
= <5T - 5)

Uinl

/
uino

50 -
On eliminating $o from (47) we find

/
(H5) — (“ - ﬁ)
1 mo 2)\ ?

which provides the condition that guarantees the continuity of the first deriva-
tives of u across X.

4To avoid a too heavy notation here Uing, Uin, and their derivatives represent the value
of these functions evaluated in sg.
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On the other hand, from (A) we see that w;,, = —souj,, .

in (B) we find

Replacing this
(80 — @) [(33 + O‘Z)UZ‘,no + 250u;n1} - s.Ougno (o = %0), (48)
which simplifies to

— [(s% + OzQ)uZ10 + QSOuin] = éou;no.

Replacing 2 in the above, after some algebra, we find

1 2

ing

(49)

o 2 2 / l
S0 = — + ui’noa ) - 2,Zj’i'nl uinluino]

Now let us go back to equation (46)). Differentiating with respect to time we
get
i g (s+at)(s+ a)

\/(a+5)2+4[g(s+ozt) —af

or equivalently
g (s+at)(s+ a)

25— (a+p)
Therefore, recalling 2 and the definition of g, we find

" 1

_ 9,(50)(50 + ) . (Ofumo + Uml)(uim - Oéuéno)
250 — (@ + B) 2A (2uin, + (o + Bugy,)

So (50)

Eliminating §y between and we find

/ "

2
iny U’;no - u”ino (uzznl + u;no Oj2> o (auino + u;n1>(uin1 - au;no)

(uf, )3  202u, + (a+ B)ul,,)

ino

2Ujp, U

(H6)

which provides the condition that guarantees the continuity of the second
derivatives of u across X.

We finally observe that if s satisfies then conditions (H1), (H3) imply
s € C?[0,T]. Therefore, we can establish the following characterization result

for any solution to problem (P,):
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Lemma 4.1. If T satisfies and (H1)-(H6) hold, s is a solution to the
wnatial value problem , and u is defined by then (u,s) is a classical
solution to problem (P,) in the time interval [0,T]. Moreover, s € C?[0,T],
—a < § <0 and 5(0) = $o with $o defined by (20).

Classical results on ordinary differential equations together with condi-
tions (H1), (H3) assure that problem (P;) has a unique solution s in the
interval [0,7]. Then Lemma assures the existence of local solutions to

ﬁu) Finally, since the characterization of v and s established by Lemma
only involves data in problem (EL)’ uniqueness of solution to (P) implies

uniqueness of the local solution to (P,,) in the time interval [0,7]. Thus, we
have the following

Theorem 4.1. IfT satisfies and (H1)-(H6) hold, then problem (P,) has
a unique local solution (c,s) in the time interval [0,T]. Moreover, c is given
by with u defined by , and s is the unique solution to the Cauchy
problem (Ps).

4.3 Continuation of the solution: existence and unique-
ness in the large

Let us set

1-— S(O) (0)
Ty = 0 ) So " = So, S(O)(t> - S(t)v
(0]

where s is the free boundary in the time interval [0, Tp]. Since sq > 0, there
are two possible situations:

(al) 380) (t) = 0 for some time ¢ < Ty,
(a2) s{”(t) > 0 for all times ¢ € [0, T).

If (al) holds the solid part is completely consumed in a finite time T;,, < Tp.
From time TY%;, on, our model is no longer a free boundary problem and the
evolution of u is described by the wave equation in the strip [0,1]. If (a2)
holds, then the solution can be extended to the interval [T}, T7] with

L 40
T, =Ty + aso , s(()l) = (1) < s(()o).
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The formal expression for u is obtained again through the D’Alembert for-
mula extending the initial data in the same odd fashion for z > 2 — sy (see
Remark . The equation for s thus remains the same for ¢ > T,. We
denote the free boundary in the time interval [Ty, T1] by sV (t). Again we
distinguish between the case in which sV)(t) = 0 for some ¢ € (T, 7] and
the case in which s (t) > 0 for all ¢ € (Ty, T}]. Proceeding in this way we
can build the sequence

| _ U » |
0<Tjyy =T+ —2—| sTTD < 58,
«

which of course makes sense if s¢)(t) > 0 for all j (otherwise the solid part
is totally consumed in a finite time T, < Tp). We have that

lim T; = +oo0.

Jj—+o0

Indeed,

j oo (k)
i T = i <T° PR Tk)) REAP T

k=0
with
© 1 — (k) 1 — (k) 1—
Z %0~ 4o since lim % > % -0,
g i« «

Therefore our model predicts one of the following situations:

(i) the marble is never completely consumed, being the evolution of its
surface described by s and the concentration of H™ ions described by
¢, with (¢, s) the unique global solution to problem (P,),

(ii) the marble is completely consumed in a finite time T’;, > 0, being the
system described by:

(a) the unique solution (c,s) to problem (P.) in the time interval
[07 Tf in]7

(b) the solution ¢ of an initial-boundary value problem for the wave
equation (P,); in the strip [0,1] and the time interval (Tfin, +00)
(s =0 from T¥;, on).

We notice that in the second case (ii), only the first option (a) is physically
relevant.
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5 Simulations

In this section we simulate the behavior of the free boundary by solving
numerically problem (P,). We begin by a simple case in which the solution
can be determined analytically.

5.1 The simple case g = const

Suppose
A
Uing = A(.’L’ - 80)7 Uin, = A ﬁ - /6 s

with A a positive constant. In this case g is constant and hence the free
boundary x = s(t) is a line. It is easy to show that conditions (H1), (H2) are
automatically fulfilled. Taking the values

A=4, =1, a=3, §=10"°, so = 0.25,
we find that also conditions (H3)-(H6) hold and the free boundary is
s(t) = so + ot

with
1
2)
The plot of the free boundary = = s(t) and of the characteristic curve
x + at = sp are shown in Fig. In this case the solid part of the domain
vanishes in a finite time given by

(A—X—90), .

S0 =

(1 — S()>

Thin = —-2 7 0.166 < =0.25,
S0 (0%
5.2 The case of a non constant g
Assume that
Uin, = Az — 50)(1 — 2)3, Ui, = B(1 — )32,
so that
u;no = —A(1 — 2)*(4x — 350 — 1), u;/nO =6A(1 —z)(2x —sp — 1).
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free boundary for g=const
T T

T T T T
free boundary
0.18 | — — characteristic | |

Figure 4: Free boundary = = s(t) for g = const.

Notice that hypothesis (H1), (H2) are satisfied. In this case (H4), (H5) are
not fulfilled so that the function u is continuous up to the second deriva-
tives everywhere except on the characteristic ¥ where the derivatives of u
experience a jump discontinuity.

Taking the values

A=1 B=3, =1, a=0.5, § =107, so = 0.4,

and solving the problem (P,) we get the solution of Fig. . We notice that
this solution satisfies —a < § < 0.

In this case we observe that § = 0 for £ > 1.08, which means that the
reaction ceases at time ¢ = 1.08 and that the initial data are such that the
solid slab is not completely worn away by the acid solution.

If we increase the value of A (which corresponds to increase the initial
concentration of HT ions), the “asymptotic value” of s - i.e. the thickness
of the slab when § vanishes - becomes smaller, as shown in Fig. [6] This is
physically consistent since a more acid solution is expected to erode a larger
part of the slab.
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free boundary for non constant g
T T T T T

free boundary
— — characteristic

time t

0 I I I I
0 0.05 0.1 0.15 0.2 0.25 0.3 0.35 0.4 0.45 0.5

free boundary s(t)

Figure 5: Free boundary = = s(t) for non constant g.

free boundary for non constant g
T T T T T

free boundary
characteristic

0.8

0.4

0.2

0 I I I I I
0 0.05 0.1 0.15 0.2 0.25 0.3 0.35 0.4 0.45 0.5
free boundary s(t)

Figure 6: Free boundary z = s(t) for non constant g and A = 1,2,3,4,5.
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6 Conclusion

In this paper we present a mathematical model for the diffusive-reactive pro-
cess between calcium carbonate (CaCOj3) and an aqueous solution containing
sulphuric acid (H2SO,4). We model the case of a marble slab immersed in an
acid solution with the reaction taking place on the contact surface between
the slab and the liquid. The system is described by the evolution of both the
H* ions concentration in the liquid and the free boundary s where the reac-
tion occurs. We assume the HT ions diffuse according to Cattaneo’s law and
formulate the mathematical problem in a one dimensional geometry writing
the molar mass balance, the reaction kinetics and the net flux of HT ions
on the reacting surface. The problem turns out to be a hyperbolic moving
boundary problem for the telegraph equation in which the free boundary
represents the thickness of the slab that is consumed because of the reaction.
Using typical values taken from the literature, we show that the diffusive
time scale is smaller than the reaction time scale, so that the problem can
be reduced to a free boundary problem for the wave equation. We also write
representation formulas for the H* ions concentration and show that the
evolution of the free boundary is given by a nonlinear differential equation
involving the initial data of the problem. Under appropriate hypotheses on
the data we prove existence and uniqueness in the large and we determine
conditions that guarantee the regularity of the solution. Finally we perform
some numerical simulations to illustrate the behavior of the free boundary.
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