DERIVATION OF A MACROSCOPIC MODEL FOR TRANSPORT OF
STRONGLY SORBED SOLUTES IN THE SOIL USING HOMOGENIZATION
THEORY

MARIYA PTASHNYK AND TIINA ROOSE

Abstract. In this paper we derive a model for the diffusion of strongly sorbed solutes in soil taking into account
diffusion within both the soil fluid phase and the soil particles. The model takes into account the effect of solutes
being bound to soil particle surfaces by a reversible nonlinear reaction. Effective macroscale equations for the solute
movement in the soil are derived using homogenization theory. In particular we use the unfolding method to prove
the convergence of nonlinear reaction terms in our system. We use the final, homogenized model to estimate the effect
of solute dynamics within soil particles on plant phosphate uptake by comparing our double-porosity model to the
more commonly used single porosity model. We find that there are significant qualitative and quantitative differences
in the predictions of the models. This highlights the need for careful experimental and theoretical treatment of the

plant-soil interaction when trying to understand solute losses from the soil.

1. Introduction. Recent reports predicting global food shortages highlight the need for us to
develop a good understanding of the main processes that control crop growth, such as the bioavail-
ability of nutrients in the soil. One of the commonest limiting nutrients, particularly in Africa, is
phosphate. This is often so strongly bound to the soil as to make it almost immobile [24]. If a solute
equilibrates rapidly with the soil at the local, soil-particle, scale then it is possible to treat the soil
as homogeneous at that scale and use the standard single-porosity model for diffusion in the soil,
[24]. However experimental results, [16], [23], indicate that for strongly-sorbed solutes, which are
immobile on soil surfaces, and which may undergo slow sorption reactions, local equilibration is far

slower and needs to be taken into account explicitly.

In this paper we present the derivation of a model for transport of strongly sorbed solutes in
the soil considering the physical processes and geometrical properties at the scale of a single soil
particle, Section 3. In contrast to existing models, we describe the movement of solutes by diffusion
in both the solution and the soil particles. We also consider nonlinear, non-equilibrium reactions of
the solute at the particle surface and inside the particles. The complexity of the microscopic system
means that effective numerical simulations on the time and length scale of practical interest are not
possible. Applying two-scale convergence, introduced in [1], [19], [25], and extended to sequences of
functions defined on e—periodic hypersurfaces in [2], [17], we derive a macroscopic model in Section 6.

The main mathematical difficulty and novelty of the results presented in this paper is to prove the
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convergence of the nonlinear terms in the model. Using the unfolding method, [4, 6, 7, 8, 15, 18],
and the structure of the equations we show in Lemma 5.4 the two-scale convergence of the nonlinear
functions. The macroscopic model depends crucially on the ratio between diffusion coefficients in
the inter-particle D, and intra-particle D; spaces. If D;/ D, =~ €2, where € denotes the ratio of the
size of the single particle domain relative to the whole soil sample size, then macroscopic model
we obtain is a double-porosity model which is fully analysed in this article. For other cases we
find that when D;/D. = ¢ solute concentrations are independent of microscopic variable, and the
microscopic structure of the model influences only the new macroscopic diffusion coefficient and
the reaction terms. When D;/D. = ¢ the processes in the inter-particle and intra-particle spaces
are decoupled. Thus, for D;/D. ~ € and D;/D, =~ €3 single-porosity models are obtained. The
macroscopic equations for the latter two cases are formulated in Section 9.

Whilst no suitable model for the experimental system discussed in this paper exists there is
some relevant previous theoretical work specialised for other experimental systems. For instance,
the derivation of a linear double-porosity model for single-phase flow in a fractured porous media
using the theory of multiscale analysis has been presented in [4]. A formal asymptotic expansion
ansatz was applied in [3] to derive a macroscopic model for incompressible two-phase flow in a double
porous reservoir. To derive this model rigorously the authors in [6] used two-scale convergence, the
unfolding method, knowledge of the macroscopic system derived in [3], and the monotonicity of the
nonlinear diffusion operator. In [11] the authors described a model for diffusion, convection and
nonlinear reactions in a periodic array of cells with permeable membranes. The concept of two-scale
convergence coupled with monotonicity methods, compensated compactness and special structure
of the nonlinear functions were used to deal with convergence in the nonlinear terms. The result
obtained in [11] differs from the analysis presented in this article due to the special structure of
the nonlinear functions inside the miscrostructure (cells), the absence of nonlinear reactions on the
surface of the microstructures, and different transmission conditions between the free fluid domain

(intercellular space) and particle (cell).

2. Main results. Considering the physical processes on the scale of a single soil particle we

derive in Section 3 the microscopic dimensionless model for solute transport in the soil

0,L5 — V- (D°VLE) =0 in QF
0; ath - 52 V- (@8 VLf) = *jS(t,l‘,Lf, ff) - Gi(t,l‘,Lf, st) in in (21>
0,55 = Fe(t,, L5, 55)  on T, 0,5° = GE(t,0, L5, 55)  in O



with boundary and initial conditions
Lf=1L and D°VL: -v=¢e>D°VL; -v — eFf(t,x, Lg, Sep) — eFg(t,x, Lg, Sgg) on I,
VLS -v=0 on I'§, L;=Lcp on 0Qp, VLS -v=0 on 0y, (2.2)
Le(0,2) = Lig(x) in 5, Lj(0,2) = Lip(x) in O,
Se(0,2) = Sgo(x) on Ty, S7(0,2) = Sjp(x) in O,

where 57 = (85, 52,)7, S = (85, 527, F* = (Ff, F5)T, G = (G, GE)"

Applying the techniques of homogenization we derive rigorously in Section 6 the macroscopic

double-porosity model defined on the scale of the whole soil domain

Yol&iLe — V - (Apom VL) = /(@VyLi(t,:r,y) v — Fy(t,y, Le, Sey) — Filt, y,Le,SeS))dy in Q,

Iy
GiatLi - Vy . (@VyLZ) = —Gf(t,y, Li, Slf) - Gs(t, Y, Li, Sis) in Yi X Q, (23)
8tSe = F(t, Y, Le, Se> in Fl X Q, 8tSZ = G(t,y, Li, Sz) in Yl X Q,

with boundary and initial conditions
L;=L. onI; x, L.=L.p on 0Qp, VL, -v=0 on Iy,
L.(0,2) = Leo(x) in Q, L;(0,2,y) = Lip(y) inYs xQ, (2.4)
Se(0,2,y) = Seo(y) inTy x€Q, Si(0,z,y) = Sio(y) inYy xQ,

and matrix Ay, is defined by a;; = Zk 1 fYo ii (6, y) + Dik (t, )0y, wj) dy, where w; are solutions

of unit cell problems

3
—Vy - (D(t,y)Vyw;) = Y 9y, Dij(t,y) in Yp, (2.5)
k=1
3
—D(t,y)Vyw, - v = Z Dyi(t,y)vy onT7UTe, w,; periodicin Z, /wj dy = 0.
k=1 v

Here F = (Ff, Fo)T, G = (G, Gs)T, Se = (Sef,Ses)T, Si = (Sif, Sis)T. Thus the macroscopic
model includes a rigorously derived relationship between the effective diffusion coeflicients and mi-
croscopic physical properties of the soil and soil chemical reactions. We contrast the equations
(2.3)-(2.4) above with the standard single porosity equilibrium reaction model describing the solute

movement in the soil. This model, presented in [24], is

(1Yo 4 0;|Y1| + B)0Le — V - (ApomVLe) =0 in (0,T) x Q, (2.6)

Lc.=Lep on(0,T)x00p, VL.-v=0 on (0,T)x 00N, Le(0,2)=Le(z) inf
3

)



where 3 is the buffer power of the soil (the equilibrium exchange constant in the linear reaction).
Due to the linearity of these equations, and given L.y = 0, the one dimensional solution for the soil
column has the form L. = L.p exp(—22/4Dt), where D = Apom/(|Yo| + 6;|Y1| + 3). Thus, a plot
of log(Le/Lep) against 22/t will be a straight line and the slope of it can be used to determine D
from the experimental data. However, in [16], the experimental results for Andosol and Cambisol
could not be fitted with straight line. This is a strong experimental indication that the intraparticle
dynamics is important at the soil column scale and a new double-porosity models with inter-and
intra-particle reactions is needed. A non-linear relationship between the logarithm of the solute
concentration and z7/t has been predicted by a model in which the soil was represented as a hollow
cylinder with parallel inter- and intra-aggregate pathways in the central and outer band of the
cylinder, [23]. However this model gives a poor representation of the morphology of a real soil and
the microscopic processes were not considered in the model.

In Section 7 we consider phosphate as an example of a strongly sorbed solute and present
numerical solution of the double-porosity model (2.3), (2.4). We compare numerical results for

(2.3), (2.4), with and without slow reactions, with numerical solutions of the standard model (2.6).

3. Derivation of the microscopic model. We consider the soil to be a double porous ma-
terial consisting of porous soil particles that are separated by water and air, see Figure 3.1.

We distinguish between the solute concentration in
water between soil particles L¥, ymol/cm?, and inside
each particle L}, umol/cm? and between adsorption to

the surface of a particle and to the surfaces inside the

porous particle. It is known that adsorption and desorp-

FiG. 3.1. Representative single soil parti- tion of strongly sorbed solutes can be fast in comparison
cle surrounded by solution and air. Periodically — tq diffusion, [23]. We consider fast and slow absorbed
repeated particles in the soil

concentrations S7, and SZ, pmol/cm? on the particle

pmol/cm? on the surfaces inside the particle.

surfaces, S/ and S,

The solute concentration in the water in the inter-particle space is changing due to diffusion,

fast and slow reactions on the particle surface, and due to the flux into the particle,

0L, —V-(D.VL)=0 in solution around particle, (3.1)
D.VL; -v=D;VL;-v—0p(se Sey) — Op=(se Scs) on particle surface, (3.2)
L:=1L7 on particle surface, (3.3)



where D.(t*,2*) = Dgd.(t*,z*) is diffusion of solute in water, D;(t*, z*) = f;0;Dod;(t*,2z*) is
diffusion of solute inside the particle, f; is the impedance factor of the particle, v is the particle
boundary normal vector pointing inside the particle, ¢. is the fraction of the particle surface area
which is solid. In general in experiments diffusion coefficients are constant, i.e. d. = 1, d; = 1.
However, we will consider D, and D; to be dependent on t*, *, because we can conduct our analysis
for this case and also we can envisage a case when solute diffusion depends on nonhomogeneous
hydrodynamic or chemical properties of the soil. For the fast and slow adsorbed concentrations on

the particle surface we take
Op(Se Sgp) = e Ff (", 2™, L7, S7p) and Oy (e S7s) = ceFy (t*, 2%, Ly, Sgs) on particle surface, (3.4)

where F'f and F are reaction kinetics for fast and slow adsorbed solute concentration, respectively.
The solute concentration in the water fraction inside the particle is changing due to diffusion,
adsorption and desorption on the solid surface inside the particle, and the flux of the solute concen-

tration from interparticle to intraparticle domain, covered already in (3.2) and (3.3),
Op(0; L) =V - (D;VL]) = =04 (i S]y) — 0p+(6:Sf5)  inside the particle. (3.5)
The adsorbed concentration inside the particle is given by
O (6iSiy) = G3(t*, 2", L7, S) and 0p(5;Sf5) = G5 (t, 2, L}, Sj;) inside the particle, (3.6)

where G} and G are reactions kinetics for fast and slow adsorbed solute concentrations, ¢;, cm?/cm?,
is the internal surface area density, i.e. surface area inside the particle per volume of particle, 6;,
cm?/em?, is the particle porosity, i.e. volume of water inside the particle per volume of particle.
We consider the model in Q = { (7,3, %) € (0,b) x (—b,b)?}. We will pose on dQp = {x; = 0}
Dirichlet or non-zero Neumann boundary conditions and on dQy zero Neumann boundary condi-
tions. We nondimensionalise the equations by setting t* = [t]t, x* = [z]y, L} = [Le|Le, L = [Li] L,
o= [SeslSers Sk = [Ses]Ses, Sip = [Sif]Sir, and SE, = [S;s]Sis- In a represenvative experiment,
[23], the length of the domain containing a particle with radius a = 9.98 - 1073 c¢m surrounded by
solution and air is [ = 0.02 cm, and the length of the whole soil sample domain is b = 1 cm. We are
interested in the processes which occur on a time scale associated with the whole domain, thus we
choose a timescale for diffusion that takes place on a soil sample scale [t] = lb)—zo. In order to see the
influence of the diffusion inside the particle on the behaviour of the whole system we choose as the

scale for space [x] = I. Due to the continuity condition L* = L7 it is convenient to choose [L¢| = [L;]
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3. Considering the difference in the dimen-

and as representative concentration [L.] = 1umol/cm
sions, we choose [S¢f] = [Ses] = [Le]% and [Sif] = [Sis] = [Ls]/si- The dimensionless functions
in the equations are D(t,y) = do(ot, 1), Fj(t,y, Le, Se) = Bty Fy (st 1y, Le[Lel, Sej[Ses)),

Gj(t,y,Li, Sij) = #;}G;(g—it,ly,Li[Li], Sii1Si;]), 5 = f,s. The typical relation between diffusion

inside the particle and in the free fluid B—; ~ 2-107% is comparable to €2, with ¢ = [/b. Thus

D(t,y) = % is of order one. The geometric microstructure within the dimensionless domain
Q= (0,1) x (—1,1)? is obtained by intersecting the e-multiple ¢Z with Q, where Z = [0,1]* a “unit
cell” with respect to fast variable y = f We consider Y7,Y, C Z, YinY; = (), with smooth bound-
aries I'y, I'y, where Y] denote the single soil particle, Y the air fraction, and Yy = Z \ (Y1 UY3) the
free fluid part. Then define Q5 = U{eY{|eZ* C Q, k € Z3}, Q5 = U{eYF|eZ* C Q, k € Z3}, with
ZF = Z 4+ 37 ke, and Q5 = Q\ (Q5 UQE), T§ = U{elk|eZ% C Q, ke 3}, T5=U{elk|ezk C
Q, k € Z3}, where Y}, Y, T% T4 are maps of Y1, Ya, I'y, I'y in ZF.

The coefficients in the equations and initial conditions are defined by Z—periodic functions:
D¢ = (D5 ;) with D5 ;(t,x) = D (t, %), D° = (Dg;) with Df;(t,z) = D (t, %), Fe(t,x,1,) =
F(t,Z,n,8), G*(t,x,n,&) = G(t,Z,n,§) fort € (0,T),n € R, § € R?, and L5, (z) = Lio(%), Sio(x) =
(Sefo(2), S’eso(f))T, Sio(x) = (Sifo(2), SZ-SO(%))T. Incorporating the nondimensionalization and the
above notations into equations (3.1)—(3.6) we obtain the microscopic model (2.1)—(2.2).

4. Existence of solution of microscopic model. A priori estimates. We start the anal-
ysis with the definition of a weak solution and the existence result for the problem (2.1), (2.2). Then

. D e 1e ae e
we derive a priori estimates for sequences Lf, L, S¢ £+ Sess

Sip. S5 uniformly with respect to e.

Assumption 4.1.

1. The matrices D, D are symmetric, elliptic, (D(t,y)¢, &) > dolé|?, (D(t,y)E,€) > do|é|* for
do,do > 0,6 € R3, aa. (t,y) € (0,T)xZ, D € L=((0,T)x Z)¥3, D € L>(0, T; Wh>°(Z))3*3,
0D, 0D € L>=((0,T) x Z)3*3.

2. The function F(t,y,n,€) : (0,T)xT'1 x R x R? — R? is continuous and Lipschitz continuous
in &, nuniformly in ¢, y, Le. [Fj(t,y,m, &) —Fj(t y,m2, &) < c(lm —na2|+[&1—&)), 1 = f, s,
and Fj, 0,F; = Fj, is such that 0¢F; is sublinear, i.e. |0¢F;(t,y,n,&)| < c(1 + [£] + |n]),
[ Fi(t,y,m, 6] < c(L+ (€2 + nf?), and [0:F; (¢, y,1,€)] < e(1 + [€° + [n]?).

3. The function G(t,y,n,€) : (0,T)xY; x R x R? — R? is continuous and Lipschitz continuous
in &, 7 uniformly in 6., . Gy (6 9,11, 61) — Gt 4,7 2)| < el — el +161—Eal), § = fos.

4. The Dirichlet boundary data satisfies L.p € H'(0,T; H*(Q)).

5. Lg, € HY (), LSy — Lo weakly in H(Q), Lo € HY(Z), Seo € L2(T'1)%, Sio € L2(Y1)2.
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For definition of a weak solution of model (2.1), (2.2) we consider the function space
We = {(¢1,¢2) : ¢1 € H(25),1 =0 on 90p, 2 € H'(Q5), and ¢1 = ¢2 on T'5}.

DEFINITION 4.2. Functions LS, L, S, and S5 are solutions of the microscopic model (2.1),
(2.2) if (LS — Lep, L; — Lep) € L?(0,T;W¢), 0:LE € L*((0,T) x Q5), 0L € L?((0,T) x Q5),
S € HY(0,T; L*(I'5)?), S¢ € H'(0,T; L*(Q5)?) such that

/ / (0; L1 + D VLEV ¢y ) dadt + / / (0:0,L5 o + 2D VLV ¢y dadt
0 Qf 0 Qf

// (F5(LE, Sp) + F2(LE, SE,)) 1 dydt — // (G5(L5, S5) + G=(LE, S5,)) ¢o dadt, (4.1)

0 T 0 Qs

T T

/ / 0, drydt = / / Fe(LE, %) dydt, / / 0, S ddt = / / G (L, SE)) dadt,
0 T: 0 Qs 0 Qs

for 6 = (61, 2) € L20,T5W9), & € LA((0,T) x T2, & € LA(0,T) x O5)°, and LE — Ly,
L — LS, 55 — S5, S — S5, ast — 0 in L2

THEOREM 4.3. Under Assumption 4.1 for every fized ¢ > 0 there exist unique solution of
(2.1)-(2.2).

Proof. The existence of solution of (2.1), (2.2) is equivalent to the existence of a fixed point of
K defined on L2((0,T) x I'T) x L?((0,T) x Q5) by (L™¢, L*°) = K(LP—1e, L?il’s), where L€, L1"°

are solutions of

HLy" =V - (DVL®) =0 in Qf (4.2)
0; L} -V - (D° VL) = =G5 (t,x, L} ™%, S1%°) — Go(t, ¢, L1, S1°) in Q5 (4.3)
0, SiE = Fe(t,, LP~5¢,5)  on ¥, DSV = GE(t, @, L%, 579) in Q5, (4.4)
LS = L5, DVLYS v =e*D VL v —e(Ff (L1, S0 + FE(LE™15,S5°)) on Ty, (4.5)

with boundary, initial conditions (2.2). For given L?~ "¢ e L2((0,T) x T5), L' " € L2((0,T) x Q5)
due to Lipschitz continuity of the right hand side, there exist solutions of ordinary differential
equations (4.4), S¢ € H'(0,T; L*(I'5)?), S§ € H*(0,T; L?(Q5)?). Then, using the Galerkin method,
[12], we obtain a solution of the parabolic problem (4.2), (4.3), (4.5), (2.2), (LS — Lep, L — Lep) €
L2(0,T;We), L € HY(0,T; L?(%)), L: € HY(0,T; L?*(Q5)). The compactness of the embedding of

L2(0,T;We) N (HY(0,T; L*(Q5)) x HY(0,T; L*(Q5))) in L*((0,T) x I'5) x L?((0,T) x Qf), [13], a
7



priori estimates similar as in Lemma 4.4, and Schauder fixed point theorem imply the existence of
a fixed point of K.
To prove uniqueness for (2.1), (2.2) we consider the equations for the difference of two solutions.

Using the ellipticity and Lipschitz continuity of F' and G, assumptions 4.1.1, 4.1.2, 4.1.3, implies

T T T
[ [ - peaPasdese [ [1s2, - stPavars [ (125, - Lo 4185 - S5 Pdedt <0,

0 Qs 0T 0 Qs
and Lg, = LS, S5y = Seo, Liy = Li,, S5 = 555 ae. in (0,7) x Q, in (0,7) x I'f, and in
(0,T) x 05, respectively. O
LEMMA 4.4. For solution of (2.1), (2.2) we have the estimates

Y2182 L= omizarny < €,

I[Lell Lo (0,7)x05) + VLl 20,1y x05) + €
L7l Lo (0,myxa5) + ellVLE] L2 0.y x) + 157 ]| Loe 0,1302(05)) < C
NO:LE| | 120,y x6) + €/ 2106SE |2 0,7y xre) + 10eLS || L2 (0,7 x05) + [106SE || 22 (0,7 x025) < C-
with constant C' independent of €.
Proof. We consider (LS — Lep, L — L.p), SE, S¢ as test functions in the equations (4.1). Using
ellipticity assumption 4.1.1, the sublinearity of F' and G, which follows from Lipschitz continuity,

assumption 4.1.2 and 4.1.3, and Young inequality, we obtain for any 7 € [0,T]

T T ~ 1
//(8t|LZ|2 + 2do|V LE|*)dxdt + //(9i8t|L§|2 + £%2do| VLS |*)dxdt < /(5|L2(7)|2 + 5|L6D(7)|2)d33
0 Qf 0 Qf Qs

f 1
+ [ULp ) + Loz + [ [QL + 100Lenl? + @IV LR + 5V Lo ot + [ SILE ()P do
Qs 0 Qg Qs

1 r - 1
4 [GILepo)P + L@ + 15P)ds + [ [P +18Le + 20 @VLI + 51V Lepl?) dad
Qs 0 Qs

w0 [ [P+ 15+ e P)nde +C [ [ (4125 + 18P + (oo ?)dod,
0 re 0 Q¢

where d; = sup |D(t,y)|, d1 = sup|D(t,y)|. Sublinearity of F and G and the Gronwall Lemma imply
t,y t,y
ISE (M1 22rey < €1+ eallLElF20,myxrsy 1S5 T2(0s) < €3+ eallLi 20,y x5
In the estimate of the boundary integral we use the inequality, see [10] for the proof,

el[v°][Z2 re) < Cs([|v°]]7- Qs) +€2||V’U€||2L2(QE))'
( 1 ( 0 [0}
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Then, choosing § such that 2dy — dd; — C1C3¢%2 > a > 0, 2dg — dd; > a > 0 and applying the
Gronwall lemma we obtain the estimates for |LS|, |L5|, |S¢], |SE|, |[VLE|, and |V LS.

To derive the estimates for the time derivatives we use (0;(LE — Lep), 0 (L5 — Lep)), 0:SE, and
0:S; as test functions and estimate the integrals in the same manner as in the first part. The only

difference is in the estimate of the integral over I'{. The assumption 4.1.2 on F' implies for j = f,s
T T d T

//F;(t,x,Li,S’jj)atLidvdt: //E}—j dvclt—//(@,g.?’-}S + 0:F5 0,S¢;) drydt

0 T 0 T: 0 T

<o / (14 [LE0)2 + 1550 + [Leol® + [Sejo[?)dva + e / / (1 L2 + S5, 2 + 18,55, 2)drpt.
0 I'¢

s

5. Convergence of solutions of the microscopic problem as ¢ — 0. We extend L,
defined on a connected domain Qf, onto whole €, see [9] or [10], and the H!'-norm of the extension
L is controlled by the H'-norm of the original function L¢ with constant independent on e. For
L € L*(0,T; H'(9%5)) we define LE(-,t) := LE(-,t) for a.a. t. Since the extension operator is linear
and bounded LE € L2(0,T; H*(Q)). We identify L with the extension L.

LEMMA 5.1. [15] For a function v € HP2(Q§) with & < 8 <1 the following estimate holds

[0 (1) — v (o) |2
5||UE||%2(Fi) < C||U8||iz(ng) +CE25/5/5 oy — 20 dzidxs,
9 0

where C' is a constant independent on €.

LEMMA 5.2. There exist functions L., Le1, Li, Se, S; such that (up to a subsequence)

Lt — L. weakly in L*(0,T; HY(Q), strongly in L*(0,T; H?%(Q)), 1/2 < § < 1,
ellLe — Le||2L2((o,T)xr§) — 0 as =0,
Ot LE — 0;Le weakly in L*((0,T) x ),
L — Le, 8L — 0;Le, VL — VyLe 4+ VyLey two-scale, Ley € L*((0,T) x Q, H),,.(Z)/R),
L — L;, 0:L; — 0:L;, eVL; — V,L; two-scale as € — 0,
Li € L*((0,T) x Q; Hy,.(Y1)) N H'(0,T, L*(2 x Y1)),
SE — 8., 0,55 — 0;S. two-scale as &€ — 0, S, ;S € L*((0,T) x Q x T'y),

S¢ — S;, 0,55 — 0,S;  two-scale as € — 0, S;, OS; € L*((0,T) x Q x Y7).



Proof. From a priori estimates in Lemma 4.4, we obtain convergences L¢ to L. in L2(0,T; H'(2)),
OLE to OyLe in L?((0,T) x Q) weakly and LE to L. in L>(0,T; L*(€)) *-weakly. To obtain strong
convergence of LE in L2(0,T; H?%(Q)), 3 < 8 < 1, we use the compact embedding of H'(f) in
H?2(Q) and the Lions-Aubin Lemma, [13]. Applying Lemma 5.1 we obtain || L¢ —Le||%2((01T)XFi) <
Cl||Ls — L5||2L2(O,T;H/3v2(ﬂg)) < C||Lg - Le||2L2(O,T;H5v2(Q)) — 0 fore — 0. Since L¢ is bounded
in L?(0,T; H'(Q)) the compactness theorem, [1], [17], [19], implies the two-scale convergence of
Lg to the same function L. and the existence of a function Lei € L*((0,T) x Q; H,.,.(Z)/R)
such that VLE(t,z) two-scale converges to VyLe(t, ) + VyLe1(t,x,y). From boundedness of L
and VLS, applying again the compactness theorem, we obtain that LS(t,z) — L;(t,z,y) and
eVL;(t,x) — VyL(t,x,y) in two-scale sense and L; € L*((0,T) x ; H,,,(Y1)). Invoking the con-
vergence theorems for bounded sequences in L2((0,T) x ), L?((0,T) x I'5) and L?((0,T) x ) (see
[1], [2], [17]) we obtain the two-scale convergence of 9, LZ, SE, 9,5%, 0, L5 S5, and 9,55. O

The weak two-scale convergence of SZ, L5, S7 does not allow to pass to the limit in the nonlinear
functions. Using the unfolding method, [4], [6], [7], [8], [15], [18], and the structure of the equations

we prove the convergence of the nonlinear terms.

DEFINITION 5.3. Define the unfolding operator T,F : LP((0,T) x I'f) — LP((0,T) x  x I'7),

p € [1,00], by

(Teu)(t,2,y) = ult, & (x) +ey)  for (ta,y) € (0,T) x Qx Ty, (a) = g[g],
and T¢: LP((0,T) x Q) — LP((0,T) x Q x Y1), p € [1,00], by

(T=u)(t,2,y) = ult, () +ey) for (t,z,y) € (0,T)x Qx Yy, ¢(z) = s[g].

LEMMA 5.4. Fe(t,x,L:,S5) — F(t,y,Le, Se) and G=(t,z, L5, S5) — G(t,y,L;,Si) converge
two-scale as € — 0 .

Proof. The change of the variables x — ey + ¢*(z), the periodicity of F, G in the second
argument, and the periodicity of the initial data imply

e =F, M LE(t ce(w) + 2y), SE(t (@) + ) = F(ty, TELE TESE),  (5.1)

T°G* = Gt C(z)% LS (t co(x) + ey), SE(t co(x) + ey)) = G(t.y, T°L, T°S5),  (5.2)

(T°Lio)(x,y) = Lio(y),  (T°Si)(2,y) = Sio(y), (T Se0)(,y) = Seo(y),
10



and, using 7°(uv) = T°(u)7*(u), V47T°(u) = €7°(Vu), the equations for 7,755, 7°55, and T°L5

WIS =F(t,y, Ty LE, T7S5) in (0,T) x Qx Ty, OT°S; = G(t,y, 7°L5,7°55) in (0,T) x Q x Y7,
Ty S:(0,2,y) = Seo(y) in 2 x Ty, T°5:(0,2z,y) = Sio(y) in Q2 x Y7,

0,0,T°L; —V, - (D(y)V,T°L;) = —Gy(t,y, T°L;, T° i) — Gs(t,y, T°L;, T°S5;) in (0,T) x Q x Y1,
Ty L; =T7LE on (0,T) x Q x Iy, TL;(0,2,y) = Lio(y) in Q x Y7.

We consider the difference of the equations for 7,7 Ssm and 7,7 S:~, for 75 S;™ and T°"S;", use

as test functions corresponding differences of solutions and apply the Gronwall inequality,

(SOUQE) 1T Sem — Ty, Sen |72 axry) < allTy™ Lem — T L |32 0.1y xaxty)» (5.3)
(SOUTI?) ||T5m5em — TgnSiEnHQL?(QXYﬂ < ||Tom Lo — TE"Lf"H%Z((o,T)XQxYl)- (5.4)

If we show that 7,7 LS and T°L{ are strongly convergent, then this also implies the strong convergence
of 7,755 and 7°S5. Due to norm conservation properties of the unfolding operator, [4], [L5], and the

strong convergence of L¢ on I'f, Lemma 5.2, we obtain
2 2
175" Le — Ty Lellz2 0,1y xxry) = €llLe = LellL2((0,1)xrs) — 0 as e = 0.

Since, for L. independent on y, 77" L. — L. strongly in L*((0,7) x € x I'1) (see [4], [15]) we have

T T T
/ / |Tem L™ — T L | dryydadt < sn/ / |LEm — Le|*drydt + sm/ / |LE™ — L|*drydt
0 QxI'y 0 rsn 0 sm
T
+/ / (177" Le — Le|® + |77 Le — Le|?) dyydxdt — 0 as e, 65 — 0. (5.5)
0 OxI'y

Now we will show that 7¢L¢ is a Cauchy sequence and converges strongly to L; in L?((0,T) x Q2 x Y7).

We can write 75 L™ — Ten L™ = hemen 4 kSmfn where k™" and h® " are solutions of

0,00k= = — V- (DY) k=) = — (G (y, T L T S ) — Gy (9, T L, T S57))  (5.6)
—(Caly T LEm Tom 55) = Guly, T L5 T 5),

kst =0 on (0,7)x Q2 xTy, E™(0)=0 inQxYy, (5.7)
and

0;0th=m =" — ¥V, - (D(y)Vyh®™ ") =0 in (0,T) x Q x Y7, (5.8)

hemosn = TFmLem — T Lt on (0,T) x Q x Ty, heme(0) =0 in Q x Y7, (5.9)

11



The main idea is to estimate |75 L™ =T =" L:" || L2 0,1y x2xv1) bY || Ty " Li™ =T, L™ || L2((0,1) xax Ty )
= [T, Lim — T, Len || 20,1y xoxr,) and use the strong convergence of Lg. This idea to estimate
L?-norm via boundary data comes from transposition method, [14]. Similar idea was used in [18] to

show the convergence of nonlinear reactions defined in a thin membrane. We consider

0,0, — V7, - (D(y)Vyd=m:n) = hemen in (0,7)xQxYy,  (510)

d* =0  on (0,T) x Q x I'y, de (T, y) =0 in Q x Y.

From regularity theory for parabolic equations, [12], where z € Q is a parameter, for h*m*n €

L2((0,T) x © x Y1) we have that d**» € L2((0,T) x Q; H*(Y1)) and

||d8m£n||Lao(O,T;L2(Q><Y1)) + ||Vyd€m’8n||L2((O,T)><Q><Y1) + ||V§d6m’8n||L2((07T)><Q><Y1)

< C||h€m’€"||L2((O,T)><Q><y1). (511)

Using now h®m:“» as test function in the equation (5.10) and taking into account that d®=*» =0 on

(0,T) x Q x I';, we obtain the following equality

T T
/ / |hEmen |2 dydadt = / / dem = (0;0,h°m 5 — YV, - (D(y) Vyhomor)) dydadt
0 QXYI 0 QXYI

T
—/ / D(y)V,dm™ = - vhem™ = dry, dadt.
0 QxI'y

Due to (5.8) the first integral on the right hand side is zero. Then using in the second integral the
trace theorem applied to V,d**" - v, the estimate (5.11) and the boundary condition in (5.9) we

obtain
== |20y xaxva) < CIT™ Lem = T L[ 20,1y x@xry)- (5.12)

Now we test (5.6) with k¢ use the Lipschitz continuity of G, the estimate (5.4), the boundary
condition in (5.7), the fact 7¢m L™ — Ten L™ = hem»en + k= en and obtain for 7 € [0, T

T

T 1 B
/ / (58t|k€m1€n|2 JrD(y)vyksm,snvyksmysn)dydxdt < C/ / (|hsm,5n|2 + |k€’"’€"|2)dydzdt.
0 QxYy 0 OxYy

The ellipticity of D and the Gronwall Lemma implies

(5011713) [1e=m = 1|22 vy < CURT™ T (12 0.0y xaxvay + IET™ 5 O)[Z2 v -

12



The expression for 75 L;™ — T L™, the last estimate and (5.12) yield

m m n n 2 mircn 2 mir=n 2
[T L™ — T L™ [22 0,1y x0xya) < 1T |72 ¢0,myxaxva) + 1ET S 112 0,7y xxvi)

S OT Lo — Ty Le e (o,my xaxry) — 0 as e — 0. (5.13)

The estimates (5.3), (5.4), (5.5), and (5.13) and the fact that weak limit of unfolded sequence and
two-scale limit of original sequence are equal a.e., [6], [15], imply the strong convergence 7,°LE — L.,
TES: — S, in L2((0,T) x Q x I'y), and T5L — L;, T¢S¢ — S; in L2((0,T) x Q x V3). Thus
F(t,y, TFLE, TFSS) — F(t,y, Le, Se) ae. in (0,T) x Q x I'y, G(t,y,T°L;,T°55) — G(t,y,L;, Si)
a.e. in (0,7) x © x Y. From estimates for LS, S¢, L, S¢ and sublinearity of F and G we obtain

||F(taya%ELza%ESE)HLZ((O,T)XQXIH)Z < Ca ||G(tayaTELfaTES;?)HLZ((O,T)XQXYI)Z < Ca

51/2||F8(taxaLzaS:)”LZ((O,T)XFi)Z <C, ||G8(t,l’,L§,Sf)||L2((07T)XQ§)2 <C.

Thus, using (5.1), (5.2), TFF — F weakly in L*((0,T) x Q x I'1)?, T7°G — G weakly in L?((0,T) x
Q' xY7)?, and F® — F*, G° — G* in the two-scale sense. Due to the relation between weak limit of

unfolded sequence and two-scale limit of original sequence we have F' = F* and G = G* a.e. O

6. Macroscopic model. Using the two-scale convergence we derive macroscopic equations for
the microscopic model (2.1), (2.2).

DEFINITION 6.1. The functions L., L;, Se, Si are solutions of the macroscopic model (2.3)-
(2.4) if (Le — Lep, Ly — Lep) € L?(0,T; W), 0iLe € L*((0,T) x Q), 8;L; € L?>((0,T) x Q x Y1),
Se € HY(0,T; L2(Q x I'1)?), S; € HY(0,T; L*(2 x Y1)?) such that

(|Yb|8tLe b1 + AnomVaLeVad1 + /(Ff(t, Yy Le, Sep) + Fy(t,y, Le, Ses))dy qbl)dacdt
Iy

= //@(t, Y)VyL; - vdy, ¢1 dedt, (6.1)

QT

/
/

T
/ (GiatLi ¢2 + DV LV 2 + (Gy(t,y, Li, Siy) + Gs(t,y, L, Sis))%)dyda?dt =0,
0

T
(@S, = F(t.y. Lo S)ndydodt =0, [ [ (@0S: = Glt.y. L, S))adydadt =0
0 OxY;
for (¢1,¢2) € L*(0, T, W), ¥y € L2((0,T) x Q x I'1)?, 9o € L?((0,T) x Q x Y7)2.
Here W = {(¢1,¢2) t¢p € Hl(Q), P2 € L2(Q;H16T(Y1)), ¢1 =0o0n dNp, ¢1 = ¢2|F1 in Q}

p
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THEOREM 6.2. The sequence of solutions of the microscopic model (2.1), (2.2) two-scale con-
verge as € — 0 to the solution of the macroscopic problem (2.3), (2.4).

Proof. Using in equations (4.1) test functions ¢(t,x) = po(t,z) + ep1(t,z, 2) + V(t,z, £),
po € C((0,T)xQ), o1 € C=((0,T)x;Cpe.(Z)), po = 0, p1 = 0on Np, ¥(t, 2, £) € C((0,T)x
0; 032, (2)), U =0 for y € Z\ Vi, 61 € C((0,T) x 0 C3, (T1))2, 13 € C=((0,T) x @ C3, (V1))
and passing to the two-scale limit applying Lemma 5.2 and Lemma 5.4 yields,

T

//(|Y0|8tLe 0o + /D(t,y)(VzLe +VyLet)(Vago + Vyer) dy) dadt +

s
2

/ 9 0 Li(po + W) + D(t,y)VyLiVyV + (G (t,y, Li, Si) + Gs(t,y, Li, Sis)) (o + \I/))dydxdt
0 QXYl

T
- / / (F5(t Lo, Sef) + Fo(t, s Loy Ses)) 0 dryydvdt,

0 QXFl
T T
/ / (0pSe — F(t,y, Le, Se))p1dryydzdt = 0, / / (0:S; — G(t,y, L;, S;))hadydadt = 0.
0 QxIy 0 QxY;

Choosing ¥ = 0 we obtain the equation for L,

//|m@L+ﬂﬂ+mew+/DVL+Vmewvam@mm
0

IS}
T

__ / / (0:0,Ls + G (., Lu. Si) + Ga(t, s L, Sis))po dydrdt. (6.2)
0 QXYl

Then the equation for L; reads

ezath - vy : (@vyLz) = 7Gf(ta Y, Li; Szf) - Gs (tv Y, Li; st)

Testing the last equation with ¢g(t, 2) we obtain that

T T

/ / (0:0,Li + G5 (ty, L, Sip) + Gty Lis Sus))po dydardt = — / / DV, Li - v po dydudt.
0 0

QXYl QXFl

To determinate the unknown function Le; € L*((0,T) x Q; H, (Z)/R), we set po = 0 in (6.2)

per

T
/ / Y(VaLe(t,x) + VyLei(t,2,y))Vypr(t, z,y) dy drdt =0
0 QxYy
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for all ¢1 € C°((0,T) x Q;C2.(Z)). From this follows that L.; depends linearly on V, L., and can

per

3
be written in the form L., = gi -wj, where the functions w; are defined as solutions of the cell

j_
problems (2.5). Next, setting ¢; = 0, and together with

T
3
/ / / Z Dij(0y,Le +Zaylwkaka Bz, podydrdt = / / > i, 000x, Ledydadt

0 Qv W=l 0 o “I=l

and a;; = S, Jy, (Dij(t,y) + Dir(t, y) 9y, w;) dy, we obtain the equation for L.
To show that the limit functions fulfil the initial conditions we consider ¢ € C§°(2 x Y7),
&€ C>([0,T]), £&(T) = 0 and obtain

/T/ath¢($,§)€(t)dxdt:—/Llo( Vo (a, dx_//qum V0,6 () dadt.

0 Qs Qs 0 Qs
Using two-scale convergence we can pass to the limit for ¢ — 0 and obtain the initial conditions.

Similarly, we obtain the initial conditions for L., S, and S;. To show that L; = L, on I'y we consider

hm//EVL (t,x)p(t, z= )d:cdt / / VyLi(t,z,y)o(t, z,y)dydzdt.

0 Qf 0 QxYy

On the other hand, using L; = L¢ on I'] and two-scale convergence of L on I'] we have

lim (/T/Lf(t,z)(svmqﬁ(t,x, §)+vy¢(t, dzdt+s//L€ (t,z) ) yd%dt)

e—0
0 Qf

T T
= 7/ / Li(t,z,y)Vyo(t, z,y) dedt +/ / Lc(t,x)o(t, z,y) - vdy,dadt.
0 OxY; 0 OxI'y
We used here that lim. .o Efo frs LEo(t,x, 2) dypdt = fo Joxr, Le(t,2)o(t, x,y)dy,dzdt. The last
convergence follows from Efo fFi |LE — L ||¢(t L) |dydt < 5||L2 — Lel|lre[|#llr: — 0 (due to

Lemma 5.2) and the two-scale convergence of L. on I'§. O

7. Numerical simulation of the model. In this section we present numerical solutions of
the macroscopic model applied to a specific experimental situation. We consider a column of moist
soil of uniform bulk density with uniformly-spaced porous spherical soil particles, surrounded by
solution and gas spaces. The radius of the soil particles is determined by the sieve mesh size, used
to make the soil column, [16, 20]. The particle porosity is determined by the bulk density. As an

example of strongly sorbed solute we consider phosphate, Ho PO, , and specify the functions in the
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framework (2.3), (2.4). There are two standard setups for diffusion-reaction experiments of strongly
sorbed solutes: 1) a constant solute concentration is maintained at one of the boundaries; 2) two
soil pieces with different initial concentrations are joined together. The first setup can be modelled
prescribing Dirichlet boundary condition. The second situation is defined by nonhomogeneous initial
conditions. Another situation the model could address is the interaction between soil and plant roots.
This can be modeled by flux boundary condition defining phosphate uptake by roots. We consider
here linearised uptake kinetic D.VL, - v = —F;,(Le — Le min), where Fp,, is the uptake constant,
and Le pin is the minimum phosphate concentration in the soil, below which no uptake occurs, [24].
We would like to point out, that all the mathematical results proved above can be easilly assigned
to linear or sublinear Neumann boundary conditions for L. at 9Q2p. We assume that diffusion
coefficients are constant.
We consider two main types of kinetics for chemical reactions:

1. Michealis-Menton kinetics, i.e. for K% > 0, KJ, >0, ki >0, F{ >0, FJ, >0, f] >0

F;(Le, Se;) Lo kS, Gi(Li,Si) Fpli f18;, for j = f and j
ji\LesPej) = — 7 — — ej j\Liy i) = —= - ij, for g = f an =s.
J J Ki + L, bej J J Fl + L, b Pij J J

2. Freudlich type kinetics, i.e. for 74 > 0, 'yg >0, ¢l >0, Ci >0
Fj(Le,Sej) = VLS — 73 Sej,  Gy(Li, Sij) = ALY — (S, for 0 <a <1, forj=fand j=s.

In order to apply our theory for given functions, we have to verified the assumptions 4.1.2 and
4.1.3 on F and G. It can be easily seen that the Michaelis-Menten kinetic is Lipschitz continuous.
We have also F;(Le, Sej) = K}'LefK}-Kfﬁ 1n(K%+Le)fkgLeSej and F; is sublinear for nonnegative
L.. Linear Freudlich kinetics fulfil all the assumptions. However, if 0 < « < 1 the Freudlich kinetics
is Lipschitz continuous and F; = ygﬁLgH —ngeSej fulfils the asssumption 4.1.2 only for strictly
nonzero functions, i.e. for L, > p, L; > p, Sej > p, and S;; > p for some constant p > 0.
From boundary rectangles theory for reaction-diffusion equations, [22], it follows that for initial and
boundary data such that Leg > pq > 0, Lig > p1 > 0, Sejo > p2 > 0, Sijo > p2 >0, Lep > pz > 0,
Le min > pta > 0, there exists > 0 which bounds the solution of (2.3)-(2.4) from below.

Based on equilibrium experiments for phosphate that reveal S = L, S - sorbed solute con-

centration, L - solute concentration in solution, we consider Freundlich type reaction kinetics
Oy (CeS;') = §eF;’k(L:a S:j) = Ce(% LZ’a - ng S;j)a Oy~ (CiSE}) = CiG;(Lf; Sz*j) = Ci(sz L:’a - Cfl Sz*j)
The nondimesional reactions, using the scales in Section 3, are given by

8tSej = Fj(Le, Sej) = ’_}/ZL? — ’_}/(ji.Sje in  x Fl, QtSij = GJ(LZ,SZJ) = C_(leza — C_fiSﬂ in Q x Yl,
16



where 3] = 73[Le]*~"<.b?/(1 Do), 7 = 73/ Do, ¢4 = CJ[Li]*~'<ib?/ Do, and ¢ = (3b*/ Do

Under the assumption ’yf = 5 = 'yde/DO = gbz/Do = 1/6 > 1, i.e. desorption in the fast
reaction is very fast in comparison to the diffusion, we obtain 6 9;Se; = <.vf/(l ’yd)LO‘ Sef,
00:S;5 = giC({/CCJ; L — Sif. It implies that the fast reactions can be assumed at the leading order to

be in the equilibrium and

Ser = el /(7)) Sip = aCl/¢h L. (7.1)

The geometry 2 = (0,1) x (—1,1)? and the constant coefficients imply that the only nonhomo-
geneous direction is the direction of x; due to Dirichlet or non-zero Neumann boundary conditions,
or nonhomogeneous in x;-direction initial conditions. We use this symmetry to reduce (2.3) to one

dimensional equations for L. and L;, (we identified here 2 with z),

(1Yol + |r1|<e gl a L8 N0, Le — Apom 02Le = —|T1|(DO Li(t, 2, 1) |yery + F2LE — 33Ses) in (0,1),
Vd
(6; + f a LMoL fD a (120, Li) = —(CSLY — C5Sis) in (0,79) x (0,1), (7.2)
d

OrSes = Vol — VaSes in (0,1),  9Sis = LY — (35 in (0,70) > (0,1),

with boundary and initial conditions

L, =L, on (0,T) x {r =79} x (0,1),
AhomOpLe = F(Le — Lemin) on (0,T) x {x =0}, VL.-v=0 on (0,7)x {z =1},
Le(0,2) = Leo, S2s(0,2) = Sego = %”—C;Lgo in (0,1), (7.3)
Ya
Li(O,SC,T) = LiO = LeO; SiS(O,SC,T) = SisO g L% in (O,To) X (0, 1)
d

where F' = F,,b/Dy, 7o is the radius of the particle Yy C Z. We compare numerical results for
(7.2)~(7.3) and (2.6) with 3 = BaL®™! and ApemOzLe = F(Le — Le min) on 0Qp = {x = 0}.
The constants in the equations are taken from the experimental literature [5, 16, 20, 21, 23, 24].
e particle radius in the unit cell is 79 = 0.499, soil particle radius is ¢ = rg-€-b = 9.98-1073
cm, radius of air particle is r, = 0.0073 cm, b =1 cm, I'y = 3.129, 6, = 0.2025, [ = 0.02 cm;
e assuming cylindrical pores inside the particle of radius A and length @ we estimate ¢, = (a%—
7A2n)/a?, where n is the number of pores in the particle, ¢; = 67 \an/a®, 0; = 3w \%an/a?;
Ge =1—36; =0.393, ¢; = 20;/\ = 20; - 10* cm? cm =3 for A = 10~% cm
o §= L% implies %5 = Bf, & = B, % = g2, & = 55 6 = e B = et
= |Dy[S (8] + 85) + (8] + 38);  for a=1: B =8.95 cm, B° = 26.86 cm, 5 = (5 =
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26107358 571, 45 = 0.09L B¢ em/s, (5 = 7.55L 8¢ em/s, § = 3 = 2200;
for a = 0.49: 87 = 0.0895 cm, #° = 0.269 cm, v = ¢ = 0.265¢ s~ 75 = 0.09L £¢ cm/s,
(s =755 cm/s, § = fale™, =22
o fi=10"3 D = f;0,b%/1*> = 0.506, Apom = 0.172, Dg =9 - 1076 cm? /s,
Fy, =5.6-1072 cm/s, Le min = 107* pmol /em?®, Lo = Lip = 1073 umol /cm?®.
The total amount of solute per unit soil volume is the sum of solute concentration in the fluid part

multiplied by porosity plus the sum of the absorbed concentration multiplied by the surface density:

C = |YolL: + / (St + Sty + /(GiL;‘ +alS;+Sa)dy O = (Yol + 6Yi| + B)Le — total

Fl Yl
Se 'Yf Cf
= |Yo|Le + |1"1|(7 —‘}Lg‘ + Ses) + /(GiLi + gi—‘}Lf‘ + Sis)dy, amount for standard model.
Ya v Cq
1
e 0116 In order to define the macroscopic diffusion
Z':S coefficient Apom, A}, = [Yoldij + [y, Oy widy,
o we calculate using Comsol Multiphysics the solu-
-0.05 tions of unit cell problems,
-0.1
Min: -0.113 .
Ayw; =0 in Yy, Vyw;-v=—ejv onI'1 Uy,
Fic. 7.1. Numerical solution of unit cell problem wa. w; is periodic in Z, / w; dy = 0.
Yo

The symmetry of Yy implies [ 9y, wi(y)dy = [ Oy,wa(y)dy = [ dy,ws(y)dy = —0.102 and
Yo Yo Yo

Apom = 0.172. Equations (7.2) are solved using finite-difference approximations for the space deriva-

tives. The second order partial derivatives with respect to z and y were discretized using the second

order central difference. The resulting ordinary differential equations were solved by Matlab ODE

solver odelbs.

8. Conclusion. One of the fundamental questions in experimental soil science is the definition
of the minimal model that is appropriate for any given experimental setting and measurements. It has
been difficult to decide in which case intraparticle diffusion pathways and/or at which level nonlinear
binding reactions for solutes to particle surfaces should be included. The chemical processes in the
soil were classically modeled by the standard single-porosity model, Eq (2.6), linked up to large
speciation packages such as MIN3P, PHREEQC, where the nonlinear reactions are incorporated.
However, these models can not explain the effects observed in the experiments on the Cambisol and

Andosol soils (some of the most common soils in Wales and Japan) for phosphate diffusion, [16]. In
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Fia. 7.2. Numerical solution for a = 1, C-complete solute amount in soil; L;-concentration of phosphate in
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reactions; blue- double-porosity model without slow re-

actions; solid lines - T = 10%s, dashed lines - T = 10%s.

lines- double-porosity model with slow reactions; blue lines-

(s =(5=0), eq. (7.2)-(7.8); solid lines - T = 10°s, dashed
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Fic. 7.4. Numerical solution for a« =1, Le- con-
centration of phosphate in inter-particle space; black -
standard model; red - double-porosity model with slow

reactions, blue - double-porosity model without slow

reactions.

the present article we derived and discussed a macroscopic model for transport of strongly sorbed

solute in the soil by considering intraparticle diffusion and slow and fast binding reactions on the

soil particle surfaces and inside the particles. The homogenization procedure resulted in a double-
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double-porosity model without slow reactions (75 =75 = (5 = (5 =0), eq. (7.2)-(7.8); solid lines - T = 10%s, dashed
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Fic. 7.6. Numerical solution for a = 0.49, Le-
concentration of phosphate in inter-particle space; black
- standard model; red- double-porosity model with slow
reactions; blue- double-porosity model without slow re-

actions; solid lines - T = 10°s, dashed lines - T = 10%s.

Fia. 7.7. Numerical solution for o = 0.49, Le-
concentration of phosphate in inter-particle space; black
- standard model; red - double-porosity model with slow
reactions; blue - double-porosity model without slow re-

actions.

porosity model with source/sink terms that represented the average reactions on the particle surface
and average flux into the particle. Within the framework of rigorous derivation of the macroscopic
equations we also found that the double-porosity model is important when the ratio of the diffusion

coefficient within the particle to the diffusion in the fluid is comparable to the square of the relative
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size of the single particle domain to the size of the soil sample. To our knowledge this is the first time
such systematic analysis has been performed and our model is already being applied to interpret
experimental findings in [16], [20], and [23].

As an example of the experimental situation, we have considered the transport of phosphate
in the soil and its uptake by plant roots. We present the results for a linear binding reaction and
compare the double-porosity model results to standard impeded phosphate model, Eq. (2.6), and
double-porosity model without the slow reaction. The three predictions of the overall amount of
phosphate in the soil differ significantly. Whilst the standard model predicts that there is a sharp
gradient of phosphate around the root, the double-porosity model shows much smaller gradients
because of much larger capacity of the soil particles to buffer and resupply nutrients into solution
(Figure 7.2). The soil solution phosphate concentration for the three models is presented in Figure
7.3, and again, we can see that the results of the three models are quantitatively and qualitatively
very different. The concentration gradients in the case of the double-porosity models are much
smaller than in the case of standard model. As a result, the predictions about the rate of phosphate
uptake, shown on Figure 7.4 are significantly different. Similar pattern of differences between double-
porosity models and the standard model is apparent also in the case of nonlinear Freundlich type
binding reactions (shown on Figures 7.5-7.7), although the differences in predicted phosphate uptake
rates by plant are much smaller in the case of non-linear reactions than in the case of linear reactions.

This work emphasises the importance of starting, if it at all possible, from the microscopic
description of the physical and/or biological processes and then deriving the effective macroscopic
equations. The numerical results underline also the need for integrated studies of soil and plant
interaction since the standard soil model will provide different estimates for root surface nutrient

uptake properties as the new more adequate for solute transport in the soil double-porosity model.

9. Macroscopic equations for D;/Dy ~ ¢ and D;/Dg ~ 3. If we assume D;/Dg ~ € then

the nondimesional microscopic model equivalent to (2.1), (2.2), with D = D;/(Dg¢), becomes

OL.—AL.=0 in Qf,
L.=L;, VL.-v=ecDVL; -v— €0rSep — €0:Ses on I'f,

O1Sef = Fy(LeySef),  01Ses = Fs(Le, Ses) on I'f, (9.1)
01(0; L;) —eDAL; = —0,Siy — 01 Sis in Qf,
OSiy = G¢(Li,Sip), 0Sis = Gs(Li, Sis) in QF,
VL., -v=0 on I'§,
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Using the formal asymptotic expansion Ansatz
Ll = L?(.’L‘,y) + ELll(:an) + €2Ll2($ay) + - ) Slj = Sloj(way) + ESllj(xay) + EQS?j(xay) + - ) (92)

where [ =eorl=iand j = forj=s, Li(x,y) and Sl’“j(x,y), k=0,1,2,..., are periodic in y = %,

V = V. + 1V, we derive the macroscopic equations and obtain for L(z) = LY(z) = L(z)

Yol | [Ya]6: ! 0 0 ! 0 0
— 0L — V- (ApomVal) = —— O0¢S 0eSes)dy — = 0¢85 + 0uS;,)dy,
(|Z| + |Z| ) t \Y ( hom V ) |Z| Fl(t ef+ t es) Y |Z| Yl( t zf+ t zs) Y
0,S%; = Fy(L,S%),  9uS% = Fu(L, %) in Q x T, (9.3)
GtS?f = Gf(L, Szof), 8t8’?s = GS(L, S?é) in Q x Yl,
where A) = %&j + |—é‘ Jy, Oy, w;(y)dy and w; are solutions of cell problems similar to (2.5).

Thus, when g:, ~ ¢ only reactions inside the particle are important on the macroscopic scale and
the spatial distribution of the concentration inside the particle equilibrates very fast.

For D;/Dg ~ & using the asymptotic expansion Ansatz we obtain macroscopic equations

Y, 1
matLg — Ve (Apom VL% = — / (01525 + 0,S2,) dy in Q,
4 |Z] Jr,
0:SY; = Fy(LY, Sgy), 0SY, = F (LY, S%) in Q x Iy,
O LY = =0, — 0,57, .Sy = Gy(LY,SPp), 080 =Gs(L),5),) inQx Y.

The diffusion into and inside the particle can not be seen on the macroscopic scale. The equations
inside the particle are not coupled with the macroscopic equations in the interparticle space and

prescribe the time evolution of the initial concentrations inside the particle.
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