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Abstract: Three-component systems of diffusion-reaction equations play a central role in the mod-
elling and simulation of chemical processes in engineering, electro-chemistry, physical chemistry,
biology, population dynamics, etc. A major question in the simulation of three-component systems
is how to guarantee non-negative species distributions in the model and how to calculate them
effectively. Current numerical methods to enforce non-negative species distributions tend to be
cost-intensive in terms of computation time and they are not robust for big rate constants of the
considered reaction. In this article, a method, as a combination of homotopy methods, modern
augmented Lagrangian methods, and adaptive FEMs is outlined to obtain a robust and efficient
method to simulate diffusion-reaction models with non-negative concentrations. Although in this
paper the convergence analysis is not described rigorously, multiple numerical examples as well as
an application to elctro-deposition from an aqueous Cu2+-(,8-alanine) electrolyte are presented.

Keywords: diffusion-reaction system; augmented lagrangian method; adaptive FEM; laminar diffu-
sion boundary layer; three-component system; complexation of metal ions; obstacle problem

1. Introduction

Diffusion-reaction equations play a central role in the modelling and simulation of
chemical processes, as the corresponding system describes the transport of multiple species
w.r.t. diffusion and a single reaction. The modelling of processes in the interior of lithium-
ion batteries, complexation of metals during electro-plating, the electrical potentials in
neurons, diffusion in sensors, etc., are major examples for the usage of three-component
systems.

While the classical models in the literature of the speciation and modelling of metal-
ions, cf. [1-6], are not considering non-negative species-concentrations, this paper aims at
a model respecting non-negative species distributions in a simple case and their numerical
treatment in a more general setting. This is motivated by the fact that negative species
concentrations are unphysical and may and will most likely lead to false conclusions from
simulated data.

While the analytical, cf. [7], and numerical, cf. [5,8-10], treatment of diffusion-reaction
systems, are well known, even under convection, the enforcement of non-negative species
distributions, especially in the numerics, are rarely discussed.

The numerical strategy, which is discussed in this article, is based on the reformulation,
as discussed in Section 2, of the model equations into a constrained minimization problem
in which the positive concentrations are part of the model formulation. The respective
mathematical model that is used in this article is an optimization problem of the obstacle
type, which is well known in physics and numerics c.f. [11-13].
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A common strategy, cf. [13-16], to treat such problems of obstacle type is first to
discretize the obstacle-problem and then treat the restrictions. This strategy leads to a
restrained minimization problem in finite dimension. The resulting minimization problem
can be treated with many methods such as quasi-Newton methods, cf. [17], SQP methods,
cf. [18], penalty methods, cf. [19], augmented Lagrangian methods cf. [20-22], or Primal-
Dual Active-Set Strategies, cf. [23].

This type of strategy (first discretization, then solution) has the advantage to be, in
comparison, easy, but have some problems in terms of efficiency, since those methods are
iterative methods, due to a fixed triangulation 7. Consequence is that for the convergence
of the complete scheme, one has to assume that the iterated problems are solvable and
stable with respect to 7. Hence, one has to invest in a reasonable set of cases more in
computation time and data storage than possibly necessary, when using meshes for each
iterated problem separately.

Hence, a new methodology will be derived un this article, where the restriction of
the constrained minimization problem will first be treated with an augmented Lagrangian
method and then a discretization will be made, to use an adaptive FEM, cf. [24], in every
iteration of the augmented Lagrangian scheme. As a basis of the algorithm, augmented
Lagrangian algorithms, c.f. [25,26], on Banach spaces will be used. As discretization of the
considered Banach spaces conforming subspaces will be used, cf. [27-30].

Because the discretized problems discussed in this paper will be, as quasi-Newtonian
schemes, unstable cf. [17], Homotopy methods, cf. [31,32], will be used to gain stability.

For the theoretical background, some fundamental studies on the resulting algorithm,
considering some existence theory based on PDE and ODE theory [33-35] and the usage of
I'-convergence, cf. [36-39], will be used. The theoretical results are underlined by an exten-
sive numerical verification of the algorithm, as given in Section 4, indicates convergence of
the numerical scheme and efficiency for nonlinear problem formulations and formulations
on non-convex domains. Nevertheless, a full proof of convergence, stability, and existence
theory will not be given in this paper.

As additional part of this article, a model for the static metal-deposition basing
the complexation in a laminar boundary layer will be discussed, see Section 5.1, and
numerically evaluated via the simulation methodology that is described in this article.

2. A Generalized Mathematical Model
2.1. The Classical Approach

In this article let Q c RY, for d « {1,2}, be an open, bounded, connected domain with
Lipschitz boundary. Furthermore, let the boundary 9(), be split into a Dirichlet boundary
@ # I'p € 0Q) and a Neumann boundary I'y c 00, such that I'p and I'y are relative open
w.r.t. the restriction topology, I'p nI'y = @ and for the topological completion of 'y uT'p
one assumes the identity I'y uI'p = 9.

During this article, reactions in the following form will be considered:

kq
A+B=C. €))
ko
As is known, cf. [1-4,7], the concentrations of the species A, B, C are formulated, in
the stationary case, as a system of ODEs, for d = 1, and a system of partial differential
equations in multiple space dimensions, i.e., for d > 1, which is for f4, fz, fc € L*(Q), for

84,0,8B,D,8c,p € L(I'p), and for g4 n,8B,N,gc,N € L= (I'y), given through the following
system of equations

OZDAACA+k2Cc—k1CACB +fA/ in (), (2a)
0= DBACB+k2CC—k1€ACB +fB, in Q), (Zb)
0= DcACC _kZCC + k1CACB +fc, in Q), (2C)

8A,D =calr,, §8,0 = CBIrp, C,0 = cclrp, (2d)
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AN = VCalry Vry, §B,N = VCBIry - Vry, §C,N = Veclry - Vry- (2e)

Note that, by L?(Q), in this article, the Hilbert space of square integrable functions is
denoted, with scalar product (e, )2 : L*(Q) x L*(Q)) - R and induced norm | e Iz
L2(Q) - R, c.f. [36,40]. Furthermore, the Banach spaces L?(Q) with associated norms
| ® |y, will be considered.

As can be seen, the straight-forward formulation given by the Equation (2a)—(2e)
does not contain a condition of the non-negativity of the concentrations cg, with S ¢
{A, B, C}. This missing formulation of non-negative species distributions will actually lead
to unphysical behavior in the computation results. Hence in the following section, the
usual approach to reinforce non-negative species distributions will be discussed.

2.2. Reinforcing Non-Negative Species Distributions

Assuming the system above has a unique solution, one obtains that the solution of
the system (2a)—(2e) can be identified, for pg = Vcg, with the solution of the following
minimization problem: Find (cs,1s, Ps,1s)se{a,8,c) € X, such that

(csis/Psis)setascy =  argmin  LS((vs,q5)se(a,5,c}), 3)
(vs.95)sega,B,CyEX

where X is a Banach space, which will be defined later, and the non-linear least-squares
functional LS ( (Us,45)seq A,B,C}) is given through the following identity:

LS((vs,qs)seqaB,c}) =
HDAdiVb]A +kovc —kjvavp +fA||i2(Q) + HqA - VZ)A”iz(())
+||Dpdivgg + kavc - k1o 408 +fB||iZ(Q) + |95 - vos Hizm)

+ ”Dcdivqc —kyve +kivavp +fCHiZ(Q) + HqC - VUCH?}(Q)

2 2
‘LZ(FD) + HVUS “Ury _gS,N”LZ(rD)

+ ) “Us - 8s.D
Se{A,B,C}

For the last terms of the least squares functional above, one has to note that the space
L (Q) is continuously embedded into the space L?(Q)) and, hence, the evaluation of the

terms |cs - gsp ﬁ}(ro) and |Ves - vry, - gS/NHiZ(rD) are formally correct and simplify the
calculations needed to implement a corresponding solver.

In the following, the space X has to be fixed. The space X is defined s.t. the non-linear
functional LS((US, qS)Se{A,B,C}) is well defined, for each element (vs,qs)se(a,8,c) € X-

First, note that, for each S € {A, B, C}, the conditions divgg € L?(Q)) and g € L2(Q); R)
have to be fulfilled, since for d = 1, the divergence reduces to a simple derivative, i.e.,
divgg = a%qs, one obtains, for d = 1, the inclusion g5 € H 1(Q) and for d = 2,3 the inclusion
gs € H(div; )), for the definition of H(div; Q) see [36,40].

Furthermore, one observes that the inclusion v 4vg,vc € LZ(Q) has to be fulfilled, a
sufficient condition to fulfil the inclusion above is v4,vp € L4(Q) and Vovu,Voug, Voc €
L2(Q;RY), whence v4,vp € W4(Q) and vc € H(Q). The spaces WP (Q) and H*(Q)
denote the usual and well known Sobolev spaces, cf. [36,40]. This gives, for d = 1, the
identity (W1'4(Q) x Hl(Q))X2 x (Hl(Q) x Hl(Q)) and for d = 2 the identity (W1'4(Q) x

H(div, Q)" x (H(Q) x H(div, Q).
The reformulation discussed in this article is to introduce the positivity of c4, cp, cc as
side condition, cf. [11,41].
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Find (cs 1, pS'LS)Se{A,B,C} € X, such that
(cs,Lss Ps,Ls)SG{A,B,C} = argmin LS((vs,qs)se(a,B,})
(vs.95)sea,B,cyeX 4)

st: 0<vs, VSe{ABC}
where the non-linear least-squares functional LS ( (vs,95)sef A,B,C}) is the same as in (3).

3. Numerical Scheme

This section is devoted to the construction of a robust numerical scheme to approx-
imate a solution to (4). This section provides an outline of the numerical scheme and
ommites the proof of convergence. In contrast to [5,42] no finite-difference scheme will be
discussed, but a finite-element discretization, which allows for us to employ augmented
Lagrangian methods, cf. [25,26], on the continuous level of the model.

In this section, a numerical scheme for a generalized problem in the form (3) will
be discussed, by adding additional reaction terms yscs. The respective generalized least-
squares functional is given through

LS((vs,qs)seqaB,cy) =
|Dadivga +yava +kove - kivavp +fA||iZ(Q) + g4 -voa Hiz(Q)
+ |Dpdivgg +vpup + kove —k1vAvp + f5 ”izm) + g8 - VZ)B||iZ(Q)

+ |Dedivge + ycoe - kove + kv avg +ch§2(0) +gc - VUCH;(Q)

2 2
+ [os - gs,0 ‘LZ(FD) + | Vos - vry - gs v |L2(1-D)

Se{A,B,C}

In contrast to the usual numerical schemes, as described above, the current augmented
Lagrangian methods work on the continuous level of the problem. Applying the algorithms
given in [26] and in [25] to (4) yields the following algorithm:
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Algorithm 1: augmented Lagrangian algorithm

Input :j=0, (x(o),y(o) e X x L2(0Q)*3), 0 <A™ 0 < ap, T€]0,1[, 1<, e>0.

Output: Approximate solution ((cgj Zé), pgj Z;) )se{a, B,C}) € X to (4) and approximation A of the Lagrangian

multiplier.
Follow the steps
S1.: Define A) := min (y(f ), AMaX) and approximate a solution to

- " . A0
((c¥18 pYiseqancy) = argmin Lsaj((US/qS)Se{A,B,C}rw) ®)

(vs.45)se(a,B,CyEX ]

S2.: Define

y(ﬁl) - ()\(j) —aj[cgﬂ)rcgﬂ)rCg+1)])+'

If j=0orif

<T

. . . ()
Hmin[[cgﬂ),cgﬁ) c(]+1)], A ]
L2(Q)

Y . AUD
A min[[cg) () (g, A ]

Cp . Cc
DC]‘_l

(6)

L2(Q)

then set aj,1 = aj, otherwise set a,1 = ya;.
S3.. If
i+1 i+1 i+1 i+l
||:C1(4] )’Cg )/C(C] ):|‘u(J+ )‘Se
and

I el e = (e el D, oy <

then break the algorithm.
S4.: Setj=j+1and goto SI.

For f € L>(Q), the map (o), : L2(Q) — L2(Q) is defined as (f)+ := max(0, f), almost
everywhere. Furthermore, let LS, ((vs, q45)Se{A,B,C}s A) be given for all (vg, qs)se{a,BCy € X
and for all A € L2(Q)*3 through the following non-linear functional:

LSa((vs,95)se(aB,CysA) =

|Dadivga +vaca +kave —kivavp +fA||iz(Q) +]ga - VUA”iz(Q)
+||Didivas +yaes + kave —k1oavs + £ 12 0y + 195~ VOB 12
+[|Dedivac + veec ~kave +k1oavp + fel 120y + lac - Voc 2

n
v Y SlAs=v9). ]
Se{A,B,C}

2 2
+ ||US_35,D”L2(rD)+||VUS'VFN‘8S,N|L2(FN)

Se{A,B,C}

Remark 1. Note that the iterated minimization problem (5) generalizes the unrestrained minimiza-
tion problem (3) through the choice of « = 0 and A = 0, as well as yg = 0, forall S € {A,B,C}.
Hence, the choice of a numerical scheme for (5) directly implies a numerical scheme for (3).

The augmented Lagrangian algorithm leaves the unrestrained minimization problems (5)
to approximate. As a first step, (5) will be discretized. The essential key to discretize (5) is
the discretization of the space X. In this paper a conforming discretization of X was chosen,
by choosing a finite-dimensional subspace X}, ¢ X. The choice of X}, will be discussed in
the following.
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Let 7, in the respective dimension, be at first, an arbitrary fixed triangulation of .
The index h of the finite dimensional space X, refers to the diameter of 7, which is in one
space dimension the maximal length of an interval T € 7 and in two, the length of the
longest edge in the set of edges £.

For d =1, the discrete (finite dimensional) space X}, c X is constructed by the lowest
order conforming discretization S'(7) ¢ WK?(Q), where S'(T) is the space of affine
splines that is defined by

SUT) = Pi(T) 0 Co(QV),

where
Pi(T)={veX(T)|VTeT3a,beR:v|r=a+bx},

cf. [43]. Hence, in this paper, the discrete space S!(7)*® =: X}, ¢ X is used as discretization.
For d = 2, the vector space affine splines S(7"), defined analogous as before as

SH(T) =PI (T)nCo(Q),

are used as a conforming discretization of Wk (Q), cf. [27,28,30], and the Raviart-Thomas
elements given by
RTo(T) := P, (T,R%) n H(div, Q),

with

Pi(T,RY) = {ve L2 (GR?) | VT e T3aeR beR: v|r =a+bx},
as discretization of H(div,Q2). Hence, in this paper, the lowest order discretization X}, c X,
will be discussed, which is given by

(SUT) xS (T))®,  ford=1, )
h = X
(SH(T) x RTo(T)) 3, ford =2.
This leaves the following discrete problem to solve or to approximate:
Find xj, € X}, such that
. A
((es,Lsn Psish)setanpcy) = argmin LSy ((vs,45)se(,B,c}r 7) 8)
(vs:95) se{A,B,CcyEXn j

As a fundamental step of the numerical scheme, a linearization of (8) is introduced.
For this, a few calculations are necessary. First, remark that, in contrast to the non-linear
functional LS((US,(:, qSIRT)), the functional Lsa((vs,c, qS,RT), ]4) is, for & > 0, not differen-
tiable. The non-differentiability lies in the evaluation of the function (j - US,C)+- Hence,
for the linearization of ( U- US,C)+r one has to use a different notion of differentiability
than the common Fréchet-differential. Therefore for the linearization of (]/t -0 SrC)+ in this
article, the convex subdifferential d.,y as defined, c.f. [44], was used. For a convex function
f Y = R, for a Banach space Y, its topological dual Y*, and the dual pairing (e, ¢)y~ y,
cf. [40], in a point yg € Y is given through

acvxf(yo) = {g e X” | <g/x_x0> +f(y0) Sf(y)/ Vy € X}

As it is commonly known, the subdifferential am([y - CS](O))+ is for almost all
xge Qandall S e {A,B,C}, given through

{0},  for [pus—cs](x0) <0,
deox ([pts = cs](e)), (x0) ={ {-1},  for [us —cs](x0) >0, )
[—1,0], for [‘Z/ls—Cs](xO) =0.
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Furthermore, for c j,, cpj, € SY(T) and arbitrary fixed v4 j,, vp , the following Taylor
approximation is considered

UAKUBH RCAKCBH CA,h[UB,h - CB,h] + CB,h[UA,h - CA,h]
=CAnVB1 + UAKCB) ~ CAKCB - (10)
An additional approximation of cg j,, for S € {A, B}, is made through
csp ~ ocg

In the notation above, the map, Iy : L>(Q) — Py(T) denotes the orthogonal L?-
projection onto the space of piecewise constant functions, which is given through:

Py(T) = {v cL2(O) | VTeT3ceR: v|r= c}.

i.e., forall f € L?(Q)), the image of [Ty is given as the solution of the following minimization
problem, cf. [30]:

IIyf = argmin “f wOHLZ(Q) (11
wePy(T)

Furthermore, for f ¢ H 1(Q)), due to the Poincaré inequality, cf. [40] or [30], there exists
a constant 0 < ¢, such that

HfH%Z(Q) = ”HOf”iZ(Q) + ||(1 _HO)f”iZ(Q) < ||H0f||iZ(Q) + Chzr (12)

where the equality results from the pythagorean theorem, [40].
The identities (9), (10), and (12) inspire the following quasi-Newton scheme given,
for a starting value xj € X}, through the iterative solution of the following minimization

problem:

(n)

Find (cgnL)S wPsLs, h) Se{ABC) € Xj,, such that the following identity holds true

( gnh)’qg?’lh))se{A 5 C} argmin LSa((US,h/ QS,h)Se{A,B,C}/ W, T/ 71) (13)

(Us,hqu,h )SE{A,B,C}
where Lstx((vs,h/qs,h)Se{A,B,C}/,M;T) is, for all (vs 1, gs1)seqa,B,cy € Xn, defined as
LSa((vsn gsp)seiapcy i T) =
D 4di k ey [TTo (V) o(c§y ™Yoy - (e Vel )] + 11
|Dadivga +vavap+kovey —ki[ o(c! An JUBRT o(CBh Joan—Tlo(cy, , )]+ 0fA||Lz(Q)

+ | Ddivgp +v5vg), "'kZUC,h—kl[HO(CAJ: ))UB,h"'HO(CB,;: YOAK~ HO(C(n 1) (” 1))]+H0fB||L2(Q)

+ ”Dcdivo +7Ycoch — kZUA,h + kl [Ho(CXt;:l))UB nt Ho(Cglh_ ))UA,h - Ho(Ci‘nhl)C(Bnh 1))] + Hofanz(Q)
+ Hogs n = Vs —-v ) ]
SE{AZ,:B,C} |:H HLZ(Q) ( L2(Q)

v 3 |les- sl 1995 v -gonliag, |
Se{A,B,C} b N

where the set Aén_l) c Q is the support of (us - an 1)) , where the support of a function

f e L2(Q) is defined as supp(f) = {x € Q|f(x) # 0}. Hence, Agn_l) is defined as:
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-1 -1
AU - SUPP[(VS ~c{f ))+]

furthermore for a subset B c (), the map xp : Q —» [0,1] is given by

1, forxeB,

xp(x): {O, else.

As it can directly be seen, the inclusion x 4 (u-1) (x) € 9cox ([ - cs](o))+(x) holds true.

As it is commonly known, cf. [17,45,46] Newton and quasi-Newton schemes tend to
be unstable. One strategy, as described in [46], is to use stabilized quasi-Newton methods
based on a coupling of a quasi-Newton method with a subgradient scheme, on a not
linearised problem. Another option, which is used and implemented for the numerical
examples, as discussed in the Sections 4 and 5, are homotopy methods, cf. [31,32], which
is a scheme for the solution (13), based on the iterative transformation of a system with
known solution into the non-linear system associated to (13). The homotopy methodology
is probably the easiest way to stabilize the numerical strategy and increase the robustness.

Remark 2. The strategy refereed to as quasi-Newtonian scheme is in fact a disturbed variant of a
‘normal’” quasi-Newtonian scheme. The difference between the ‘normal’ quasi-Newtonian scheme
and the quasi-Newtonian scheme discussed in this paper is the application of the projections I1.
The sequence that is generated by the corresponding quasi-Newtonian scheme is denoted by y®).

Some notations are needed to describe the used transformation. First, let, for M € N,
the following discretisation of the interval [0, 1] be given through 0 =#; <... <t;<... <
tm = 1. Subsequently, a homotopy method is given by the solution, for 1 < j < N, by
computing the following algorithm:

Algorithm 2: Homotopie-Loop

Input :Inital discretization 0 =1 <... <t;<... <ty of the interval [0, 1], system parameters D4, Dg, D¢, k1, k2

and set j = 0, set initial value x(*) e X", 0 < ¢.

Output: Approximate solution to (8) and set (c (LS)S W pLS s, h)SG{A BC} = (cLS S pLS S, h)SE{A B,C}-
The homotopy algorithm is given through the followmg steps.
S1: Forn=1,2,... solve the following problem.

S2:
S3:

Find ((Cg'fs),h/hs,s,h)) seqapc) € Xnst

(c 2’;2 I PLS Sh)Se{A BCy= ~ argmin LSa((vs 1, q5,1)seaB,cys T ) (14)
(vsngs)sefap,cy€Xn
and break if
jn ],n 1 jn-1
> |legh-c HLz(Q) +”‘l5h s ”LZ(Q) <€

Se{A,B,C}

and for all (g, 45 1) sefa,8,c} € Xp, the linear functional LSy ((vs i, qs,n)sefa,,cy; T, 1.j) is given by
LSo((vsn G5 ) seqas,cy Tt f)
2
-a-8) % |lsilio)
Se{A,B,C}

+tiLSa (Vs 0, Gs1)se(A,B,CY T/ 1)

If (14) converges for n — oo, go to S3 else refine the decomposition 0 <ty <...<tp =1, setj =0 and go to S1.
If t; = 1 break the loop, else set j = j+ 1 and go to S1.
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The usage of the homotopy-algorithm, as described above, yields a cost-intensive
numerical scheme. Hence, the usage of adaptive schemes for (5) is the best choice at hand
to treat the iterate problems. Adaptive schemes in the homotopy steps are possible, but not
implemented for this paper.

Adaptive FEM is used as the last step of the numerical scheme. As described
in [24,47 48] the adaptive scheme is given through the following algorithm:

Algorithm 3: AFEM-loop

Input :Initial regular triangulation 7, system parameters, set j = 0.

Output:Fine mesh 7, approximate limit of the solutions to (13), estimation of the error.

The adaptive FEM algorithm is given by the following steps:

S1: Solve: Take the limit of the solutions iterated problems (13), approximated through Algorithm 2.

S2: Estimate: Estimate the error of the current discrete problem on each element T € 7; with an estimator 7.

S3: Break: If the triangulation is fine enough or the estimated error is lower than a given Tolerance, then break

the condition.

S4: Mark: Mark the elements of the triangulation T € 7; with the highest estimated local errors.
S5: Refine: Refine all marked elements and additonal elements, such that the result 7;,; is again a regular

triangulation.

S6: Setj=j+1andgotoS1:

At the end of the section, a few remarks have to be made:

Remark and Definition 1 (Used setup of the AFEM-Algorithm for this paper). Note that:

(i) In S2 of Algorithm 3, an estimator is evaluated on each element T € T;, which has to be defined.
Assuming that for the exact solution (urs,s, Prs,s)seqa,p,cy € X of (3), the equality

LS((urs,s,pLs,s)sefapcy) =0 (15)

holds true. In this paper, the estimator o : T — Ry and the discrete solution of the discrete
solution from S1: of Algorithm 3, for & = 0 and y = 0, is defined as

n*(T) = |Dadivga +yaca +kovc - kivavp +fAHiz(T) +|lga - Voa ”iz(T)
+ “DBdin]B +yBCp + kZUC —k1UAUB +fBHiZ(T) + ”qB -Voup ”iZ(T)
+ “Dcdivo +YcCc — kz’(’)c + kllJAUB +fC||iz(T) + HqC — VUC”;(T)

w
+ 3 SlAs=vs), Iz
Se{A,B,C}

2 2
2 |lws-gsp |L2(rDmaT) +[[vos-vry -gsn ‘LZ(FNmaT) :

Se{A,B,C}
(ii)  Because, for the solution (ugg g pgs) ) € X of (5), in the iteration j € N, for given a; and u®,
one cannot expect the identity

LS"‘]‘((”gs),SfP(L]s?,s fﬂ(j)) =0 (16)

to hold true, since a solution of (5) is in general not a solution to a system of non-linear
equations. Hence, the usage of

p(T) == LSa,.((ui’s),s,hIT, Pgs),S,h|T)Se{A,B,C}1V(j)|T) =0,

for the solution (ugg S pgs) s n)se{A,B,Cy of the discrete problem of S 1 of Algorithm 3, is not

practical. In the spirit of the usage of adaptive schems an estimator T, basing on p, is used,
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which gives an estimation on the local changes w.r.t. the elements T € T of the evaluation of p.
For the definition of a practical estimator let for an arbitrary fixed T € T the element patch
T (T) be given through

T(T)={TeT|dTnaT + z}.

Afterwards, the new estimator o is given through:
o?(T) = max |p2(T)—p(T)2|. (17)
TeT (T)

(iii) A common strategy, used for the marking is the so-called Dorfler marking, cf. [49]. In this
strategy, a set M is chosen for which, T € {y?,0?, 0%}, for a given bulk parameter 6 € [0,1]
the inequality

6> T(T)< > ©4(T) (18)
TeT TeM
holds true.

(iv) Note that the Dorfler marking implies for 0 = 1 a simple uniform marking scheme.

(v)  Asdiscussed in [50,51], one can usually prove convergence of the adaptive scheme by using,
as in this article, the least-squares functional as error estimator, but cannot expect optimal
convergence rates as discussed in [24] or [47]. Hence, another error estimator has to be derived
for which optimal convergence rates are provable.

With the remark and definition above, the numerical scheme is completed. The
numerical validation will be made in Section 4, the numerical scheme will be validated.

3.1. Remarks on Existence and Convergence Theory to the Numerical Scheme

This subsection is devoted to a first discussion of some fundamental convergence and
existence properties of the algorithm and the underlying optimization methods. The dis-
cussion in this section is incomplete, but it gives an important first glance at the theoretical
background of the algorithm.

3.1.1. Notes on the Existence Theory

In this section, some theoretical notes on the existence theory will be given. While
the existence theory in one space dimension, thanks to the ODE theory and, in particular,
thanks to the theorem of Picard-Lindelodlf, cf. [35], and for linear PDEs is well known,
cf. [33], the existence theory for nonlinear PDEs is, in most of the cases, not known, cf. [34].
The following discussion only tangents the cases known in literature.

Remark 3 (The 1d-case). In this remark, a the 1d case will be discussed.

(i) The system of second order ODEs, as given by (2a)—(2e), can equivalently reformulated into a
System of first order ODEs, which are uniquely solvable due to the theorem of Picard-Lindelolf,
cf. [35].

(i) The assertion in (i) gives directly the solvability of (3)—(5), due to the fact that in the derivation
of the least squares functional exactly the needed first order reformulation was used, which
was needed for the assertion.

After the remark above on ODE theory, a further remark on the linear PDE theory will
by given:

Remark 4 (The linear 2d-case). In this remark, the discussion of linear variants of (2a)—(2e) will
be treated. i.e., during this remark ki = 0 is assumed. In this case the continuous space X can be

extended to X = (Hl (Q) x H(div, Q))3, which makes the theory reasonable easier since in this case
X is an Hilbert space.
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(i) First, similar as in [52], the case of minimal assumptions to the problem formulation will be
discussed. Essentially one assumes 0 < D 4, Dp, D¢ and the injectivity of the linear operator
L£:Hb(Q)® - (H5(Q)3)" = Hp'(Q)®, used in the operator Equation (2a)—(2e). For this,
one assumes that ky, v 4, yp and yc are assumed to be chosen in a way that 0 is no eigenvalue
of L.

Indeed, the injectivity, i.e., there is no 0-Eigenvalue of the corresponding operator, assumption
together with the assumption of the existence of solutions for given fa, fz, fc € L*(Q), gives
the unique solvability due to Fredholm’s alternative, cf. [53].

The results above directly apply to the PDE equation that is given by

0=Dadiv pg +kocc + fa, inQ), (19a)
0=pa-Vea, inQ,  (19b)
0 = Dpdiv pp + kacc + fB, inQ), (19¢)
0=pp—-Vcs, inQ, (19d)
0 = Dcdiv pc —kacc + fe, inQ), (19e)
0=pc-vee, inQ, (196
8A,D =Calrp, 8B,D = CBIrp, 8,0 = cClrp, (19g)
AN = Vealry Vry, §B,N = VCBIry Vry, 8C,N = Veclry *Vry- (19h)

and one obtains unique solvability of (19a)—(19h). The corresponding Operator is denoted by
O: (Hl(Q) x H(div; Q))3 - [(Hl(Q) x H(div;Q))S]*, the RHS is given by a functional
g e [(H'(Q) x H(div;2))’]".

This solvabllity of (19a)—(19h) directly implies the unique solvability of (3).

(ii)  Note that in (i) only necessary conditions for the unique solvability are discussed. Some
sufficient conditions can be obtained by the decoupling of the PDE. Where in fact the sufficient
conditions for the unique solvability can be obtained by sufficient conditions to scalar Diffusion
reaction equations, cf. [33,54].

(iii) By some standard calculations, as given in e.g., [19,28], one obtains that x* € X solves (3) if
the first order optimality in form of the Euler—Lagrange equations is fulfilled, which is given
by the following equation:

Find x* € X such that for all y € X the following equation holds true:

a(x*,y) = (0x" - g,0y), = (8, 0y)y- (20)

Note that, due to the unique solvability of (3) and the problem equivalence described above,
one obtains the unique solvability of 20.

(iv)  From the unique solvability of (3), c.f. (i) and (iii), it directly follows, cf. theorem 3.6 on page
120 in [30], that the bilinear form a(e,e) : X x X — R is elliptic.

(v)  From the ellipticity of the bilinear form a, cf. (iv), one directly obtains the unique solvability
of (4).

3.1.2. Notes on the Convergence Theory

In this section, a few notes on the convergence theory will be made. Although a proof
of convergence of the solutions to the discretisation of (5), will be given in this section,
the convergence analysis will be incomplete. For the rest of the necessary convergence
theorems, some notes on what to be shown will be given.

First, some remarks on the quasi-Newtonian scheme, as given by the iterative solution
of (13) and the Homotopy loop will be made. The remark below gives a sketch of the proof
of convergence of the discussed quasi-Newtonian scheme. A mathematical rigorous proof
has to be given in a future paper.

Remark 5. (i)  First note that the least squares functional LS((vg,qs)SE{A,B,C}) is Fréchet
differentiable and explicitly A((vs,qs) Se{ A,B,C}) = vpvp is Fréchet differentiable. Recall
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(ii)

that the Notion of Fréchet derivatives yields that for given x € X and for all 0 < ¢, there exists
a0 < é, such that

||A(x+h)—A(x)—A’(x)d||YseHdHX, V|d|x < 9.

This yields that there exists a constant 0 < c, such that for a solution xlgn) € X of (13) the
following estimate holds true, if the initial value xo € Xy, is sufficiently close to the exact
solution to (8):

(k) (k)
‘Lsa(k) (xl(1n), /\97) - LS“(k) (X;(ln), /\07;7-/ Vl)‘
el -2 Vlx (21)

(m) (n)
e SE{AZ,B,C}[HG - HO)V;h |L2(Q;Rd) +] (- HO)C;;, ||Lz(0)]

As discussed in Remark 2, a direct application of a classical quasi-Newtonian scheme to (8)
yields a convergent sequence (y") c Xy, if the initial value yq is sufficiently close to the

solution x;, € X, to (8) and it follows with inequality (21), the convergence of x}(l").

A similar interpretation, as in Remark 2 of the sequences y’;l, xlgk ) c Xy, and the inequality (21),
indicate that there exists a constant c; > 0, such that for initial values y(*) sufficiently close
to the solution x;; of (8) and the initial value xp(lo) are sufficiently close to the limit of the

quasi-Newtonian scheme, the following inequality holds true:

I -y Ix
<o 5 [10-T00p{ x gy + 1O - T0)e e |
1 0)Psnll2(ard) 0)%snllr2(q)
Se{AB,C}
It directly follows

N O N (O I
llggl\xh -y lx, =0. (22)

The discussion (i) indicates that the quasi-Newtonian scheme described by the iterative
solution by (13) has the same issue with stability as classical quasi-Newtonian schemes,
cf. [17]. To stabilize the quasi-Newtonian scheme, it was coupled to a homotopy method,
cf. [32]. As already discussed, the idea of the method is to solve for a continuous function

(k)
H : Xp, x[0,1] - Xj, with H(xy,0) = idx, and H(xy,1) = LSuk(xh,Va—k;T,n) and a
decomposition 0 =t < ... <t; <... <ty to solve the minimization problem that is given by:
Find x}(l]) € Xy, susch that

xlgj) = argmin H(xy, t;). (23)

XhEXh

As a solution step, the quasi-Newtonian scheme (13) can be used. For j = 0, an initial value
xg for the algorithm is given through xy and for j > 0 the x}(l] =

the quasi-Newtonian scheme.

is given as an initial value for

In the following lemma, a theoretical statement will be proven, which will be essential

for the proof of a simple convergence result for solutions of (8).

For the proof of the following Lemma, recall the I'-convergence. As defined in [36-39],

a sequence of nonlinear functionals F, : X - R is said to I'-converge to a functional
F: X — R if the following two conditions are fulfilled:
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(i)  For every sequence (x,) c X, with x = nlim x5, the following inequality holds true:
F(x) < lign inf F, () (24)

(ii) For every x € X, there exists a sequence (x,) ¢ X with x = lim x,, such that the
n—oo
following inequality holds true:

F(x) > limsup F,(x5). (25)

n—oo

Lemma 1. Let Ty be a sequence of tivangulations with hy, | O, where hy, denotes the diameter of Ty,
which fulfills 0 = lim hy, as well as that Ty,,1 is a refinement of Ty, ie., the set of nodes Ny of Tn

is included in the set of nodes Ny 41 of Tpy1, i.e., Ny € N1, then the sequence F, : X — R given
through,
Fn =F+ 57;1,

I'-converges to F := LS,Xj(x,/\(f) ). In the notation above, 6, is given through the following
definition:

0, or X € th,
on(x) = {oo Jf:lse

Proof. To prove the I'-convergence of the sequence (F,), the assertions (24) and (25) have
to be proven.
(i) ad (24): for the proof of this claim one needs to distinguish two cases. However, first,
let x € X and x(®) ¢ X with x = limy_, o, x®) be arbitrary fixed.
(@) First, assume that up to finitely many #n € N one has -(x, € X}, ). From the
definition of F, it follows then that, up to finitely many n ¢ N, the lowest

accumulation point of the sequence F,(x,) = +oo. Hence, one obtains the
following inequality:

F(x) < ligniann(xn) = oo.

The inequality above shows the assertion for this case.
(b)  For the second case, assume that there are infinitely many # € N, such that
Xn € Xj,,. Subsequently, there exists a subsequence (x;,) c (x,) with

Fp, (xn,) = F(xn))-
Because of the continuity of F and the definition of F;, it follows:
F(x) = llim F(xpn,) = llim F, (xn,) = lirfniann(xn).

The equalities above yield that the claim for the second case holds true.

The discussion of the two cases above proves the claim.
(i) ad (25): first, note that, for all n € N, one has a continuous embedding SHT)x =
Wk2(T)and U S'(T,) is a dense subset of W*?(Q), c.f. [19,27-29]. Similarly, one

n—oo

has a continuous embedding RTy(7) - H(div,Q) furthermore U RTy(7) is a
n—o00o

dense subset of H(div, ), c.f. [19,27-29]. From the definitions of X}, and X, it follows
with the both densities, where U Xj, is a dense subset of X. From the assumptions

n—
on the sequence 7, and the density of U it follows that there exist, for all x € X, a

n—oo
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sequence with x,, € Xj, s.t. x = lim x;. Furthermore, it follows from the continuity of

n—oo

F and the definitions above:

F(x) = nlggo F(xn) = nlg{.lo Fy(xn) = limsup F, (x). (26)

n—oo

The equalities above prove the statement.

From (i) and (ii), the claim of the Lemma follows by definition. O

Corollary 1. Let T, be a sequence of triangulations fulfilling Ny, ¢ Nyyq and hy, | 0 as n — oo,
then the following two statements hold true:

(i) Let (y");,, c X, be the sequence of minimizers of (8) generated by the usage of X;, as
discrete subspace Xj,, c X in the problem formulation of (4), then every accumulation point

of (yfl:)) is a minimizer of (4).

(ii)  Let x}(l:) c X be the sequence of limits of the sequences that are generated by the solution
of (13) on the triangulations T,, then every accumulation point of the sequence xfl:) isa
minimizer of (4).

(1)
h

Proof. Let the sequences 7, (y(") )n, € X, x c X be given, as stated in the corollary.

(i) A common resultin the context of I'-convergence, c.f. in [36-39], is thatif G, : X - RT-
converges to G : X — R then every accumulation point of the sequence of minimizers
(%n)nen, i-€., X, minimizes Gy, is a minimizer of G.

Applying this theoretical result to the setup of Lemma 1, one obtains the statement in
the corollary.

(ii) The statement of the lemma directly follows by (i) and by (22).

O

Remark 6. (i)  The convergence proof above is a first result underlining the plausibillity of the
described discretization of (5). But first note that from the proof of convergence above no rates
of convergence can be obtained. From the classical theory, cf. [19,27-29], convergence to a
certain rate seems to be a valid hypothesis, at least for the linear cases of the PDE (2a)—(2e),
cf. [14,15,19].

(ii)  Note that convergence of the sequence of limits xj, = nlLrgo xlgr)

, where x, is a solution

(n)
k
to (13), will only be obtained if one accumulation point of xy,_exists, this is fulfilled if (5) is

uniquely solvable.

With this result, this section will be concluded. For future discussions, the following
discussions have to be made:

1.  The stability and the convergence of the augmented Lagrangian Algorithm 1 is proven
in [25,26], to prove stability and the convergence of Algorithm 1 for the case that is
considered in this article the assumptions of the corresponding theorem in [25] have
to be verified.

2. The convergence of the quasi-Newtonian scheme (13) has to be discussed in a much

more rigorous way than done in Remark 5.

Convergence to a certain rate has to be verified for the discretization of (5).

4. As known to the authors, the existence theory, as described in Section 3.1.1, is for the
problem (2a)—(2e) incomplete. A careful study of sufficient and necessary condition
has to be made.

@

4. Numerical Examples and Validation of the Software

In this section, multiple numerical experiments are treated to validate the robustness
and the functionality of the numerical scheme. In all three subsections, the numerical ex-
amples that are given through the parameters in the Tables 1-3 are discussed. Furthermore,
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for all numerical examples, the starting values for the augmented Lagrangian algorithm
were chosen as a(%) = %, 1@ (x) =0forall x €, T=0.9,and A™(x) = 0.02 for all x € Q.

Table 1. The first example of physical parameters of the diffusion-reaction model for the complexation
of K.

Species Din m?z ki in % ko in ﬁis Ys
A 1/2 - - 0
B 1/3 - 0
C 1/4 0 0 0

Table 2. Second example of physical parameters of the diffusion-reaction model for the complexation
of K.

Species Din m?z kqin % ko in ﬁis s
A 1/2 - - 0
B 1/3 - - 0
C 1/4 0 1 0

Table 3. Third example of physical parameters of the diffusion-reaction model for the complexation
of K.

Species Din mTZ kqin % ko in ﬁis YA
A 1/2 - - 0
B 1/3 - - 0
C 1/4 1 1 0

4.1. Numerical Examples in 1d

For the numerical examples presented in this section, let () :=]0,2[. For the examples
that are discussed in this section, let an exact solutions c4,cg,cc of the unrestrained
problem (3) be given through

1
Cpi=Cpi=cCci= x(x—2)+§ (27)

and letI'p =00 and g4 p = 8,0 = gc,p = 1. Afterwards, the functions f4, f, fc € L*(Q)
are given through

fA:—ZDA—kz(x(x—2)+;)+k1(x(x—2)+;)2, (28a)
fs :—ZDB—kz(x(x—2)+;)+k1(x(x—2)+;)2, (28b)
fc :—2Dc+k2(x(x—2)+;)—kl(x(x—2)+;)2. (28¢)

As breaking conditions for the simulations, in this subsection, the fulfillment of the
following conditions were set:

1. The breaking condition from S3 in Algorithm 1 is fulfilled with a tolerance ¢ := 107%.
2. The number of nodes in the current mesh increases 10,000 nodes.
3. More than 100,000 iterations of the augmented Lagrangian algorithm were performed.

Before the numerical examples are discussed, note that the exact error is given through:

3 2 P

SeFSh ™ 5.aks (29)

= xp, H%( = Z HVCS - Viug HiZ(Q) + HpS,h - VMSHiZ(Q) +

Se{A,B,C} LZ(Q):I.
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Simulating the unrestrained problem (3), for the the given RHS, as defined above, for
the parameters that are defined in the Tables 1-3, with the reduced numerical scheme, see
Remark 1, one obtains approximations of the defined exact solution (27). For a number of
10,000 DoFs, one obtains the results that are shown in Figure 1, which were simulated for
the parameters defined in Table 1. Because no visible difference to the other experiments
can be seen, Figure 1 will be the only given pictures of approximate solutions to (3) in this
section.

a b c
0.5 @ 0.5 ®) 05 (c)
0.4 H 0.4 H 0.4
0.3 B 0.3 B 0.3
0.2 b 0.2 b 0.2
é 0.1 -é 0.1 § 0.1
© ©
= 5 5
g © 5 0 = 0
Q o (s}
5 s <]
G 0.1 O -0.1 O -0.1
-0.2 N -0.2 N -0.2
-0.3 N -0.3 N -0.3
0.4 1 04 1 0.4
-0.5 -0.5 -0.5
0 0.5 1 1.5 2 0 0.5 1 1.5 2 0 0.5 1 1.5 2
Coordinate Coordinate Coordinate

Figure 1. Concentration profiles with negative concentrations c4 (a), cp (b) and c¢ (c), obtained by
approximation of (3), for the parameters that are given in Table 1.

Furthermore, note that, for the simulations, the following setup was chosen:

For all simulations of the ‘classical’ concentration-profiles, with no restrictions on
the positivity of the concentrations, the reduced method, as described in Remark 1, was
used. Furthermore, in all cases of simulations of (3), the estimtor 77 was used. For the
adaptive refinement of (5), the practical error estimator o was used for all approximations
of solutions of (5). Furthermore, for all adaptive refinement Dorfler marking, cf. Remark 1,
was used as marking strategy with common bulk parameter 6 = 0.5.

The first example that will be discussed in the following in more detail is given by
the parameters in Table 1. As mentioned before, Figure 1 provides the simulations with a
minimum number of 10* nodes in the AFEM loop as breaking-condition.

By the evaluation of the error estimators for this example, cf. Figure 2, one can
observe convergence of the estimators, except for the practical estimator ¢ for the uniform
refinement. As expected, the rest of the estimators are parallel, from which the equivalence
of estimators can be formulated as a conjecture.
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7 . L M| . . . L
10
10° 10° 10
DoF
——Exact error for uniform refinement ——Exact error for adaptive refinement
—=— Error estimator for uniform refinement —e—Error estimator for adptive refinement #
—+—Practical error estimator for uniform refinement  ——Practical error estimator for adaptive refinement o

Figure 2. Developement of the error estimators for the uniform and adaptive mesh refinement, for
the approximation of (3) with the parameters given in Table 1.

In Figure 3, some iterations of the augmented Lagrangian scheme with uniform
refinement are shown. The augmented Lagrangian scheme needed 85 steps to obtain
non-negative species distributions. The augmented Lagrangian scheme converges to set a
non-negative species distributions for this example, as shown in the subfigures (a), (d), (g).

Furthermore, as predicted in Remark 1, the localized evaluation of the least-squares
functional, which is given by the estimator #, does not converge to zero in all examples. In
this case, for the uniform refinement, the practical error estimator converges lgn(} o=0.

Additionally, this example also shows the convergence of the multipliers 4, ug, and
uc as well, which also seems to converge.

The parameter « grows exponentially over the iterations of the augmented Lagrangian
algorithm, as shown in the Figure 4.

In Figure 5, the development of the augmented Lagrangian algorithm is shown,
applying the adaptive algorithm in each iteration of (5). The augmented Lagrangian
algorithm takes, like for uniform mesh refinement, 85 iterations to guarantee non-negative
species distributions, as can be seen in this case. Just observing the discrete solutions c4 j,
cf. Figure 5a, cg j, (d), and cc j, (), and the Lagrangian multipliers 114 (b), ug (e), and puc (h),
one obtains the same result as for the uniform refinement. The limit of the solutions seems
to be identical, but the interesting aspect is the estimators, which are given in the subfigures
(c), (f), and (i). The practical errors o seem to converge to a value b + 0, as well as the
estimators 77 do, as expected to a value a # 0.
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Figure 3. Concentrationprofiles (a,d,g), evaluation of the Lagrangian multipliers (b,e,h) and esti-
mators (¢ f,i) during the augmented Lagrangian scheme in the 1-st, 43-rd, and 85-th itartion w.r.t.
parameters that are given in Table 1 and uniform mesh refinement.
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Figure 4. Development of & during the augmented Lagrangian algorithm.

The development of the parameter a for the augmented Lagrangian algorithm with
adaptive mesh refinement is similar to the development of the augmented Lagrangian
algorithm with uniform mesh refinement. No further pictures are given due to the fact that
no differences are visible between the developments of & with uniform or adaptive mesh
refinement.

The second example that is discussed in this section is given by the parameters shown
in Table 2. In Figure 6, the convergence graphs for the approximation of the solution (3),
for the given parameters, are shown. In this setting, the evaluation of the least squares
functional 7 for uniform and adaptive refinement are shown, as well as the exact error for
uniform and adaptive refinement and the practical error o again for uniform and adaptive
refinement are given. The corresponding graphs are, at most, parallel and show the same
behavior and indicate convergence of the numerical scheme for the simulation, as can
be seen in Figure 6. The graph indicates that the estimators could be equivalent for the
simulation.
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Figure 5. Concentration profiles (a,d,g), evaluation of the Lagrangian multipliers (b,e,h) and esti-
mators (cf,i) during the augmented Lagrangian scheme in the 1-st, 43-rd and 85-th itartion w.r.t.
parameters that are given in Table 1 and adaptive mesh refinement.
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Figure 6. Developement of the error estimators for the uniform and adaptive mesh refinement, for
the approximation of (3) with the parameters given in Table 2.

Applying the augmented Lagrangian Algorithm 1 onto (4) with the parameters that
are given in Table 2 and applying uniform refinement on the mesh, 7 one obtains, after
89 iterations of the augmented Lagrangian scheme, non-negative species distributions, as
seen in Figure 7.
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The estimator # converges not to 0 in each iteration of the augmented Lagrangian
method, as expected, but the practical estimator does converge to 0 in each iteration, as can
be seen in Figure 7.
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Figure 7. Concentration profiles (a,d,g), evaluation of the Lagrangian multipliers (b,e,h) and esti-
mators (c,f,i) during the augmented Lagrangian scheme in the 1-st, 44-th, and 89-th itartion w.r.t.

parameters that are given in Table 2 and uniform mesh refinement.

In Figure 8, the application of the augmented Lagrangian algorithm is shown for multi-
ple iterations with the application of adaptive mesh refinement, as described above. The al-
gorithm needed, as for treating the iterate problems with uniform refinement, 89 iterations.
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As it can be seen, the algorithm outputs non-negative species distributions. In principle,
equivalent results in the output can be seen in Figure 7. However, the principal behavior of
the practical error estimator differs while using adaptive schemes from the same method-
ology but using uniform mesh refinement. The estimator 7, cf. remark and Definition 1,
converges, but not to 0, as expected, while the convergence of the practical error o seem to
also be given, as can be seen in Figure 8c f,i.
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Figure 8. Concentration profiles (a,d,g), evaluation of the Lagrangian multipliers (b,e,h) and esti-

mators (¢ f,i) during the augmented Lagrangian scheme in the 1-st, 44-th and 89-th itartion w.r.t.
parameters that are given in Table 2 and adaptive mesh refinement.
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The developments of the parameter « during the augmented Lagrangian algorithm
are for the adaptive and uniform refinement identical for linear reaction terms and they are
very similar to the development for the pure diffusive case given in Figure 4.

The third example that is discussed in this section is given by the parameters in Table 3.
The discrete solutions to (3) w.r.t. the parameters above are close to identical to the discrete
solution given in Figure 1, as discussed previously. In fact no differences are visible. Hence,
the corresponding figure will not be displayed in this paper.

The evaluation of the error estimators, which are defined in remark and Definition 1,
cf. Figure 9, are yielding that the numerical scheme converges for both the uniform and
adaptive refinement scheme. Furthermore, it is shown in Figure 9 that the localized evalu-
ation of the non-linear least-squares functional, as beforehand #, seems to be equivalent
to the exact error for uniform and adaptive refinement. Furthermore, up to a value of
approximately 10* DoF, the corresponding practical estimators ¢ are decreasing for uniform
and adaptive refinement. At this stage, the convergence of the numerical schemes is given
from a practical viewpoint.

107

5 1 . . L P | . . . L
10
102 10° 10*
DoF
—e—exact error for uniform refinement —e—exact error for adaptive refinement
—<—error estimator for uniform refinement  —<—error estimator for adptive refinement 7
—+—error estimator for uniform refinement  ——error estimator for adaptive refinement o

Figure 9. Development of the error estimators for the uniform and adaptive mesh refinement, for the
approximation of (3) with parameters given in Table 3.

Applying the augmented Lagrangian algorithm, cf. Algorithm 1, to (4) with the
parameters that are given in the Table 3 and applying uniform refinement, one obtains
non-negative species distributions after 89 iterations of the augmented Lagrangian scheme,
c.f. Figure 3. Furthermore, it is observable that the practical error estimator 7, cf. definition
and Remark 1, converges, but not to 0 in each setting. Furthermore, it is observable that
the practical o, cf. definition and Remark 1, converges to zero for each iteration.

Applying the augmented Lagrangian algorithm to (4) with the parameters that are
given in Table 3 and applying adaptive mesh refinement to the iterative defined problem (5),
one obtains the results given in Figure 10. The iterates converge to a species distributions
with non-negative species concentrations, as seen in the corresponding figure. After
89 iterations, non-negative species distributions are obtained. Furthermore, it is visible
that the estimator #, cf. remark and Definition 1, that is based on the piecewise evaluation
of the corresponding least-squares functional converges, but not to 0. In contrast to the
setting shown in Figure 11, the practical error o, cf. remark and Definition 1, one obtains
convergence, but not to 0, as beforehand.
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Figure 10. Concentration profiles (a,d,g), evaluation of the Lagrangian multipliers (b,e,h) and
estimators (¢ f,i) during the augmented Lagrangian scheme in the 1-st, 44-th and 89-th iteration w.r.t.
the parameters given in Table 3 and uniform mesh refinement.



Algorithms 2021, 14,113

25 of 46

(a) (b) (c)
0.5 0.02
0.35
0.4
0.3
36009940003000080.056 4000500000
0.3 0.015
0.25
c
S 02 fa}
® 3 0.2
=5 .
=y £ oot -
ol 2 g
2 = u
8 0 0.15
0.005
-0.1
0.2 0.1
0
03 0 0.5 1 1.5 2
0 0.5 1 15 2 Coordinate S S .
Coordinate I - o 10 10 10
oA ——lagrangian multiplier 4, DoF
pect ——lagrangian multiplier b -
——species B ) o —s—error estimator 1)
—species C lagrangian multiplier ., ——practical error estimator &
0.02 © )
0.65
0.018 06
0.55
0.016 05
0.014 0.45
0.4
0.012
5 o
B 2 035
s
£ £ oo 5
§ b4 w03
8 0.008
0.006 025
0.004
02
0.002 ‘
0
0.1 0 05 1 15 2 015
0 05 1 15 2 Coordinate ; -
- 10% 10° 10*
—lagrangian multipler /.| DoF
—lagrangian multplier /u,
—o—error estimator 1
h ;
s @ 00 ®) . )
0.65
0.018 06
04| | 0016 055
\ J 05f
\ J o.014 0.45
03p |\ J
\\ / / 0.012 0.4
5 \ v 5
3 \ / s
£ \ / £ oot L 035
g 02 \ / ES 2
g ! /) = 0.008 .
5 \ /] 03
(o] \ \\ // /
01 / 0.006
\ - /, / 025
/ 0.004
AN
0.002 02
0
o4 0 05 1 15 2
o 0.5 1 15 2 Coordinate
e — 2 3 4
Coordinate —lagrangian multiplier 10 10 10
grang plier 1, DoF

—— Concentration of species A lagrangian muliplier iy
—— Concentration of species B ; ) —o—error estimator 1
——Concentration of species C ——lagrangian multiplier .| ——practical error estimator o

Figure 11. Concentration profiles (a,d,g), evaluation of the Lagrangian multipliers (b,e,h) and
estimators (¢ f,i) during the augmented Lagrangian scheme in the 1-st, 44-th and 89-th iteration w.r.t.
parameters given in Table 3 and adaptive mesh refinement.

The developments of the parameter & during the augmented Lagrangian algorithm
for the adaptive and uniform refinement are identical for the full reaction terms and they
are very similar to the development for the pure diffusive case, as given in Figure 4, also in
this case, a figure is not given in this paper.

As a remaining part of the discussions to the 1d examples, a comparison of the CPU
running times of the different examples will be discussed. One observes that, for the given
examples, the number of iterations of the augmented Lagrangian algorithm do not differ
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between uniform and adaptive mesh refinement, as seen in Table 4. However, one sees,
in Table 4, that the usage of the adaptive algorithm is far more efficient than the usage of
the uniform refinement. Especially for the nonlinear system of ODEs, as described by the
parameter set given in Table 3, a massive reduction of computation time was obtained.

Table 4. Overview of number of iterations of the augmented Lagrangian Algorithm 1 and CPU times
for the different parameter sets and uniform resp. adaptive mesh refinement.

Parameter Set Type of Refinement Number of Iterations CPU-Time
Table 1 Uniform 85 4.3157e+04 s
Table 1 Adaptive 85 1.0347e + 04 s
Table 2 Uniform 89 5.0281e+04 s
Table 2 Adaptive 89 9.9426¢ + 03 s
Table 3 Uniform 89 2.0356e + 05 s
Table 3 Adaptive 89 4.7214e+04 s

All together, one can conclude that the numerical scheme works for the given scheme
and examples. Because of the fact that no rigorous proofs are done in this paper, the
convergence remains as conjecture, based on the numerical results in this section.

4.2. Examples in 2d

In this section, two examples will be discussed for the parameter sets that are given in
the Tables 1 and 2. For the treatment of the augmented Lagrangian algorithms, the same
parameters were used as before. Furthermore, in every numerical example in this section,
the estimators # and ¢ from remark and Definition 1 were used. Furthermore, note that the
refinement algorithms that were implemented in [55] were used to treat the examples of
the adaptive scheme.

For the numerical examples in 2d, similar breaking conditions on the algorithms were set:

1. The breaking condition from S3 in Algorithm 1 is fulfilled with a tolerance ¢ := 107%.
2. The number of nodes in the current mesh increases 1000 nodes.
3. More than 100,000 iterations of the augmented Lagrangian algorithm were performed.

In contrast to the examples in 1d, a lower number of nodes was used as breaking
condition for the refinement algorithm.

4.2.1. Examples on a Convex Domain

Similar to Section 4.1, non-trivial examples will be discussed in this section. First, let
Q :]0,2[2 be given, as well as I'p = 9€). In this section, an exact solution of (3) will be fixed.
As done before, the concentrations c 4, cp, cc will be given as:

1
ca=cpi=cc=x(x-2)y(y-2)+ >

This yields the RHS for the Dirichlet condition as g5 4 = %, for S e {A,B,C}, and the
RHS f4, f3, fc € L>(Q) are given through:

1 1\2

fa =—2DA(y(y—2)+x(x—2))—kz(x(x—Z)y(y—Z)Jri)+k1(x(x—2)y(y—2)+§) ,  (30a)
2

fis == 2D5(y(y-2) + x(x-2)) ko x(x-2y(y-2) + 3 )+ (xGx-2y(y-2)+ 3 ), (30B)

1 1\2
fC:—ZDC(y(y—2)+x(x—2))+k2(x(x—2)y(y—2)+§)—k1(x(x—2)y(y—2)+§). (30¢)



Algorithms 2021, 14,113 27 of 46

Before the discussion of the examples is done, note that the exact error for the problems
above is given by

s = Ves iz o "'”PS,h_VCS”iz oy + 1divps = Acs |72 o) |- (31)
> |lves=vesulaq ) ()

Se{A,B,C}

The first example that is discussed in this section is given by the parameters that are
defined in Table 1. When simulating the problem (3) with uniform refinement, one obtains
the species concentration that is displayed in Figure 12. Furthermore, note that, for the
adaptive scheme, one obtains close to identical figures, hence it will be omitted in this
article.

concentration profile ¢ A concentration profile gy concentration profile c.

0.5 0.5 0.5

Figure 12. Concentration profiles ¢4, cg and cc with negative concentrations for (3) with parameters
given in Table 1 and adaptive mesh refinement in 2d.

When evaluating the error estimators as well as the exact error, c.f. Figure 13, one
obtains that the exact error, the estimator 7 given by the localized evaluation of the corre-
sponding least-squares functional as well as the practical error estimator ¢ can be consid-
ered to be parallel for both refinement schemes. As can be seen, the adaptive scheme gives
no prior advantage besides a better estimator 7, which was used in the adaptive scheme.

10" T

102 L P L . PR |
102 10° 10*
DoF
—e— Exact error for uniform refinement —=— Exact error for adaptive refinement
—— Error estimator # for uniform refinement —s—Error estimator 7 for adaptive refinement
—#—Practical error estimator o for uniform refinement —+— Practical error estimator o for adaptive refinement

Figure 13. Developement of the error estimators for the uniform and adaptive mesh refinement, for
the approximation of (3) with the parameters given in Table 1, in 2d.
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When evaluating the augmented Lagrangian scheme, cf. Algorithm 1, one sees that
the scheme converges after 166 iterations, cf. Figure 14, to species distributions with
non-negative concentrations. One already obtains a state with small negativities after
316 iterations, as seen in Figure 14. Furthermore, one can see that the estimator # in each
iteration does not converge to 0. However, in contrast to the examples in Section 4.1, the
practical error seems to converge to 0.

(a) (b) ©  sgevean

(@) (e) ®

0.5 0.5 0.5

Figure 14. Cont.
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Figure 14. Species distributions c4 (a,d,g), cp (b,e,h) and cc (¢ f,i) as well as error estimators (j,k,1)
in the 1st, 83rd and 166th iteation of the augmented Lagrangian algorithm with adaptive mesh
refinement, w.r.t. the parameters that are given in Table 1.

The second example that is discussed in this section is given by the parameters that
were defined in Table 2. When simulating the corresponding example (3) one obtains an
analogous Figure 12, which are not displayed in this article, since no major difference to
Figure 12 is visible.

When evaluating the augmented Lagrangian scheme for the example that is given
by the set of parameters defined in Table 2 with adaptive mesh refinement, one obtains
non-negative species distributions after 188 iterations, cf. Figure 15, although the history
given in the figure indicates states close to the approximated solution after 1161 iterations
of the augmented Lagrangian schemes.
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Figure 15. Cont.
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Figure 15. Species distributions c4 (a,d,g), cg (b,e,h) and cc (¢ f,i) in the 1st, 80th and 181st iteation
of the augmented Lagrangian algorithm with adaptive mesh refinement, w.r.t. the parameters that

are given in Table 2.

4.2.2. Examples on a Non-Convex Domain

In this section, two examples on non-convex domains will be discussed. In this section,
let the domain be given Q =]0,1[*\([0,1] x [-1,0]). For the numerical experiments, the
boundary conditions are defined analogously as in Section 4.2.1. The Dirichlet boundary is
assumed to be given as I'p = d(), the Neumann-boundary given as I'y := @ and

1
calrp = calrp =calr, = 5

Furthermore, let the RHSs f4, f3, fc € £2(Q) be given, as follows:

fa(x) =fp(x) = fc(x) = -2. (32)

The first example that is discussed in this subsection is given for the parameters
defined in Table 1.

When calculating an approximate solution to the minimization problem (3), one
obtains discrete solutions in the form, as shown in Figure 16, for uniform mesh refinement.
Because of the fact that the approximate solution w.r.t. adaptive mesh refinement only
gives small differences to the displayed figure, it is not shown in this paper.
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Figure 16. Concentration profiles c4, (a), cg, (b), cc (c) as approximate result to (3), with parameters,
as given in Table 1.

When evaluating the estimators # and o, as defined in definition and Remark 1, for
the approximation of (3) for adaptive and uniform mesh refinement, one obtains that the
estimators 77 and ¢ are restricted parallel to the refinement type, cf. Figure 17. Furthermore,
one sees, as expected, that the estimators for adaptive refinement are steeper in the loglog
plot given in Figure 17, which indicates the expected increase of efficiency obtained by
adaptive schemes.

100 [

Error

L L L L TR | L L L L L L N L L L
102 10° 107 10°
DoF

—e— error estimator 7 for uniform refinement —e—error estimator 1) for adaptive refinement
—=—practical error estimator ¢ for uniform refinement —— practical error estimator & for adaptive refinement|

Figure 17. Developement of the error estimators for the uniform and adaptive mesh refinement, for
the approximation of (3) with parameters that are given in Table 1 on the L-shaped domain.

When comparing the triangulation generated by uniform refinement, cf. left image
in Figure 18, and the triangulation, cf. right image in Figure 18, one observes that, while
the uniform triangluation has a homogeneous distribution of triangles, in the adaptively
generated mesh, the triangles accumulate in the non-convex vertex. This behavior is
commonly known in the literature, cf. [27,30].
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Figure 18. Triangulations generated by uniform (left) and adaptive (right) refinement for the approx-
imate solution of (3) with the parameters that are given in the Table 1.

The evaluation of the augmented Lagrangian algorithm, cf. Figure 19, with the
use of adaptive refinement with estimator 7 yields that 188 iterations of the augmented
Lagrangian algorithm are needed to guarantee non-negative species distributions.

The second example that is given in this section is, as before, given by the parameters
that are defined in Table 2. When simulating the minimization problem (3), approximately
one obtains an approximation of the form, as shown in Figure 20, which was obtained by
simulation under uniform refinement. Because there are no visible differences between the
picture generated under uniform refinement and generated under adaptive refinement,
only the approximate solution under the usage of adaptive mesh-refinement will be given
in this paper.
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0.5

Figure 19. Species distributions c4 (a,d,g), cg (b,e,h) and c¢ (c,£,i) in the 1st, 94th and 188th iteation
of the augmented Lagrangian algorithm with adaptive mesh refinement, w.r.t. the parameters that
are given in Table 1.

Figure 20. Concentration profiles c 4, (a), cg, (b), cc (c) as approximative result to (3) with parameters
in Table 2.

After the evaluation of the error estimators 77 and ¢, as defined in remark and
Definition 1, one obtains that the practical error ¢ and the classical error estimator #
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are parallel in both cases, uniform and adaptive refinement. Furthermore, one obtains that
all error-terms converge to zero. Furthermore, it can be seen that the given error estimators
that were induced by adaptive refinement seem to converge with a higher rate, since the
corresponding graphs in the loglog plot shown in Figure 21 are steeper than the graphs
associated to uniform refinement.

Error

102

DoF

—e&—error estimator 7 for uniform refinement —&—error estimator 4 for adaptive refinement
——practical error estimator o for uniform refinement —+—practical error estimator o for adaptive refinement

Figure 21. Developement of the error estimators for the uniform and adaptive mesh refinement, for
the approximation of (3) with parameters that are given in Table 2 on the L-shaped domain.

Similar to the previous example, one sees, in Figure 22, a uniform triangulation of the
L-shaped domain in Figure 22 on the left side and right side one generated by the adaptive
algorithm. The triangulation that is generated by the AFEM-loop is dominantly refined in
the neighbourhood of the non-convex vertex. This clearly coincides with the theory about
singular solutions to elliptic PDEs, cf. [33] and their treatment, cf. [27,30].

Triangulation for uniform refinement ] Triangulation for adaptive refinement
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Figure 22. Triangulations generated by uniform (left) and adaptive (right) refinement for the approx-
imate solution of (3) with the parameters that are given in the Table 2.

When applying the augmented Lagrangian algorithm to problem (4) and applying the
adaptive scheme to treat the iterate problem (5), one needs 35,057 iterations to guarantee
non-negative species distributions, but it is also clear that a close fit to non-negative species
distributions are already obtained after 17,528 iterations, cf. Figure 23.
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Figure 23. Species distributions c4 (a,d,g), cp (b,e,h) and cc (c,£,i) in the 1st, 141st, and 283th iteration
of the augmented Lagrangian algorithm with adaptive mesh refinement, w.r.t. the parameters given
in Table 2.

As last point of the discussion of the numerical experiments in 2d, the evaluation of
the CPU running time has to be discussed. Table 5 presents the results discussed in the
following.
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First, note that the number of iterations as well as the computation time reduce by
using adaptive schemes. The reduction of computation time is for the the convex square
domain is somehow remarkable, since the gain of efficiency, when using adaptive schemes,
for convex domains is, in comparison to uniform refinement, rather low. The observed
reduction of CPU time can be explained by the reduction of iterations in the augmented
Lagrangian scheme, cf. Algorithm 1. However, the gain of efficiency, when using adaptive
schemes to non-convex domains is remarkable, since a reduction of over 50,000 iterations
of the augmented Lagrangian algorithm to under 300 is an extreme gain of efficiency.

Table 5. An overview of number of iterations of the augmented Lagrangian Algorithm 1 and CPU
running times for the different parameter sets and uniform resp. adaptive mesh refinement

Type of Number of .
Parameter Set Re fz’r}:emen t Geomety Iterations CPU-Time
Table 1 Square Uniform 280 730.5068 s
Table 1 Square Adaptive 166 615.8496 s
Table 1 L-Shaped Uniform 53,639 3.1204¢ +05 s
Table 1 L-Shaped Adaptive 188 662.2452 s
Table 2 Square Uniform 287 881.2332 s
Table 2 Square Adaptive 181 645.7126 s
Table 2 L-Shaped Uniform 53,553 3.1554e + 05 s
Table 2 L-Shaped Adaptive 283 742.0187 s

Remark 7. Note that the high number of needed iterations of the augmented Lagrangian algorithm
for the L-shaped domain results of the singularity at the non-convex vertex of the geometry, which
is a common result for non-convex domains. The adaptive scheme refines dominantly at the non-
convex vertex of the geometry, which enhances the approximation in a way such that the augmented
Lagrangian algorithm becomes enhanced, as can be seen in Figure 18.

When summarizing the results from this Section 4.2, it can been seen that the aug-
mented Lagrangian scheme is more cost intensive than its correspondence in 1d. Fur-
thermore, it can be seen in Section 4.2.1 that the practical estimator o, as defined in the
remark and Definition 1, behaves differently than in 1d under adaptive refinement, where
it converges to zero, which justifies the use of the practical error. Additionally, one can
observe, cf. Table 5, that a massive gain of efficiency can be made by using adaptive
schemes in the discretization of (5).

4.3. Comparison to Other Methods

This section is devoted to the comparison of the augmented Lagrangian method, as
described in this paper, with the classical augmented Lagrangian regime as described
in [20,22] and the Primal-Dual Active-Set Strategy, as described in [23].

4.3.1. Theoretical Setup for the Classical Augmented Lagrangian Scheme and the
Primal-Dual Active-Set Strategy

This section is devoted to description of the theoretical setup for the application of the
classical augmented Lagrangian scheme [20,22] and the classical Primal-Dual Active-Set
Strategy, c.f. [23].

The classical approaches to treat (4) is to discretize the optimization problem (4) and
then use an optimization algorithm for the solution, as discussed in [14-16,19]. For an
arbitrary fixed triangulation 7 with diameter 0 < & and for the usage of the discretization
Xj, of X, as defined in Section 3, one obtains the following discrete optimization problem:

Find xj, = (Cs,h/ Ps,h) Se{ABC} € X, such that the following equality holds true

x, =  argmin LS((vsp gs))
(vs15h)se{ABCY (33)
s.t.  O<uogy, vSeA,B,C
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The classical approaches use the fact that X}, is a finite dimensional subspace of X
and, thus, (33) is an finite dimensional optimization problem, for which a lot of theory is
known, i.e., for the approximation of solutions (33), the augmented Lagrangian schemes
can directly be applied, as described in [20,22].

In contrast to augmented Lagrangian methods, the Primal-Dual Active-Set Strategy,
as in the form described in [23], cannot be indirectly applied to (33). For the application of
Primal-Dual Active-Set Strategies, in this paper it is assumed that the operator in the ODE,
resp. PDE, is linear, (2a)—(2e), is linear, i.e., the equality k1 = 0 is assumed. In this case, one
obtains, by using a basis of X}, and using the Euler Lagrange Equation (20), one obtains a
minimization problem of the following form:

Find xj, € R?, such that the following equation holds true

x! =argmin 1yTAx?-yTf
yeRd (34)
st: 0<og,

In the problem above, dj, € N is the dimension of X}, i.e., d;, = dim Xj,, x} € R is
the coefficient vector of the solution x;, € X}, of (33) and vg , is the coefficient vector of

vy, €St (7). Furthermore, for all y € R the equality
y Ay +2y" f+ fTf = LS(yn)
holds true, where y € R? is the coefficient vector of Yn € Xp.

4.3.2. Description Classical Augmented Lagrangian Regime

This section is devoted to the description of the use of the classical augmented La-
grangian algorithm to the problem (33).

The classical augmented Lagrangian scheme is given through the following algorithm,
cf. [20,22].

Algorithm 4: Classical augmented Lagrangian method

Input :Define a starting values x,ﬁo)'s, A0) «g and define j := 0.

Output: Approximate solution x;, to (33) and approximate Lagrangian function Ay,.
The classical augmented Lagrangian algorithm is given through the following steps.
S1: Approximate a solution to the following optimization problem.

Find x}(lj s ( g] ,)1, p]é,h) Se{ABCY € X}, such that the following equation holds true:

xlgj“) = argmin LSa/-((Us,h,QS,h)SG{A,B,C},/\(]'))

(vs,n45,1)se{A,B,C)
as initial

and use x}(lo),s

2 1 (V,x)) 2

$3: Update A1) via the update rule:

< ¢ break the algorithm.

AU+ . (/\(j) _ “j[Cg+l),Cg+1),C((:j+l)])+'

Furthermore update x;(/”)’s = xl(fl) ajyq such that a; <ajyg.

S4: Setj:=j+1and goto S1.

The experimental setup needs to be described before the numerical experiments will

be discussed in detail.
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First, note that, for all simulations discussed with Algorithm 4, the parameter aj was
for all j e N given as a; = 1. For the comparison of the algorithm on different meshes, the
algorithm was coupled with a loop of uniform refinements. The global algorithm is given
through the following:

Algorithm 5: Refinement strategy with the classical augmented Lagrangian algorithm

Input :Initial Triangulation 7. Define a starting values x}(lo)'s, A0 xy and define j=0.

Output: Approximate solution x;, to (33) and approximate Lagrangian function Ay and final triangulation 7.
Perform the following steps:

S1: Compute an Approximation xy,, of a solution and a Lagrangian multiplier A, to (33) on the current

triangulation 7, using the initial values xp(l?)’s and Ag)) using the Algorithm 4.

S2: If 7; has more than N nodes then break the loop.
S3: Define the mesh 7,1 as uniform red refinement of the triangulation 7;. For a definition of the uniform red
refinement see [27].

S4: Define xé?)’s = x5, and /\20) = Ay,
S5: Set {:={¢+1and goto S1.

The statement of the algorithm above finishes the description of the used classical
augmented Lagrangian scheme.

4.3.3. Description of the Primal-Dual Active-Set Strategy

This subsection is devoted to the explicit description of the Primal-Dual Active-Set
Strategy that is considered in this article.

As discussed before for a basis {by, ..., by, }, a basis of X}, the problem (33) can be
equivalently reformulated to (34).

The corresponding representation of X}, see (7), indicates that a basis B}, = {by,..., by, } }
of X}, can be chosen, such that, for all coefficient vectors yZ of element y;, € Xj, for all
S € {A, B,C}, there exists an index set Jg c {1,...,n,}, such that the restriction of the
coefficient vector (y}) on the subindexset Js (v} )j, is the coefficient vector of cs. In this
notation, define the index-set | as

J= U s

Se{A,B,C}

Applying the Primal-Dual Active-Set Strategy, cf. [23] as a method to approximate
solutions to (34), together with the notation above, one obtains the following algorithm.
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Algorithm 6: Primal-Dual Active-Set Strategy

Input :Define a starting values x;(lo),s’ A0 ng and define k := 0.

Output: Approximate solution x;, to (33) and approximate Lagrangian function Ay,.
With the notation above the Primal-Dual Active-Set Strategy for this problem type
S1: Define the inactive set Z; and active set A as follows:

S2:

S3:

and

Ty = {ie{l,...,n} |)\i(k)+%yf>0}n],

Ay = {ie{l,...,n}|/\fk)+%yf‘go}m].

Solve the following system of linear equations

Ay(k+1) L A+ 1, (36a)
y*D -0, onA (36b)
AED Z0, onZ. (36¢)

Stop the algorithm, or set k := k + 1 and return to S1.

Remark 8. Note that, by the problem formulation (36a)—(36¢) directly implies, by the split of the
indices into an active set A and an inactive set Z, the orthogonality cs L pg forall S € {A,B,C} is
fulfilled. Thus, the usage of the relative error

err =

Z HA-CA
Se{A,B,C}

for a breaking condition of the corresponding algorithm is not applicable.

Before the actual comparison between the Primal-Dual Active-Set Strategy and the
augmented Lagrangian method will be made, some additional remarks on the coupling
between refinement and Algorithm 6 have to be made:

For the comparison of the algorithm on different meshes, the algorithm was coupled
with a loop of uniform refinements. The global algorithm is given through the following;:

Algorithm 7: Primal-Dual Active-Set strategy with refinement strategy

Input :Define a starting values x

}(lo),s, A0, xy and define k := 0. Furthermore define an initial triangulation 7y.

Output: Approximate solution xj, to (33) and approximate Lagrangian function Aj. Additionally the algorithm
outputs the final triangulation 7,

Perform the following steps:

Compute an Approximation x;, of a solution and a Lagrangian multiplier A, to (33) on the current

S1:

S2:
S3:

S4:
S5:

triangulation 7, using the initial values x}(l

If 7, has more than

?)’s and /\EO) using the Algorithm 4.

N nodes then break the loop.

Define the mesh 7, as uniform red refinement of the triangulation 7;. For a definition of the uniform red

refinement see [27].

Define x}(l?)’s = xp, and /\g)) = Ay

Set ¢:=/¢+1and go

to S1.

The statement of the algorithm above finishes the description of the Primal-Dual
Active-Set Strategy.
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4.3.4. Comparrison of the Different Mehtods

This section is devoted to the explicit comparison of the different numerical schemes.
However, before the actual comparison is undertaken the general setup of the experiments
have to be stated.

First, note that the parameters of the mathematical problems to approximate in this
section are given in the Tables 2 and 3. The corresponding RHS are the same as in the
respective examples above. Furthermore, in the 2d experiments, the geometry considered
is the L-Shaped domain.

Furthermore, for every method, the initial mesh 7 for the refinement scheme was
always the same in the respective dimension. Furthermore, note that refinement loops are
broken if the mesh has 10,000 nodes in one space dimension and 1000 nodes in two space
dimensions.

The loops of the respective augmented Lagrangian algorithms are broken if the
relative error

err=| > (stcs,h)Lz(Q)
Se{A,B,C}
is bounded by the tolerance € = 1e — 4.

First, note that there is no visual remarkable difference between the outputs of the
algorithms. Hence, in this algorithm only the CPU times of the algorithms will be compared.
Table 6 assembles the actual data for the comparrison.

In the context of the described algorithms, one would expect that the Primal-Dual
Active-Set Strategy is the most inefficient in terms of needed RAM space during the
computation due to the fact that the system of Equation (36a)-(36¢) contain more variables
than the other optimization-problems, since the augmented Lagrangian methods treat the
multiplier A as constant and not as a variable.

Table 6. Comparison of the augmented Lagrangian scheme discussed in this paper with adaptive
mesh refinement (AALA), the classical augmented Lagrangian algorithm (CALA), and the Primal-
Dual Active-Set Strategy (PDAS), for different space dimensions and parameter sets.

P ter Set Di . CPU Time CPU Time CPU Time
arameter Se imension AALA CALA PDAS
cf. Table 2 1d 9.9426¢ +03 s 8.8871e+03 s 4.1808¢ +03 s
cf. Table 2 2d 742.0187 s 4.4895¢ +04 s 1.1331e+04 s
cf. Table 3 1d 4.7214e+04 s 2.0356e + 05 s -

In one space dimension and for the parameters given in Table 2, the Primal-Dual
Active-Set Strategy is the most efficient, while the two augmented Lagrangian schemes need
approximately the same CPU time, as seen in Table 6. In contrast to that the augmented
Lagrangian algorithm that is introduced in this paper is more efficient for non-convex
domains and nonlinear problems than the other algorithms.

5. Modelling the Stationary Species Transport in the Diffusion-Boundary Layer
during the Metal Deposition from a Cu® Electrolyte

This section is devoted to the derivation a model, see Section 5.1, for the metal
deposition from a Cu-electrolyte, taking the complexation with B-alanine (-ala) in the
diffusion-boundary layer into account. In Section 5.2, the numerical strategy, which is
discussed in this article, will be applied to the model.

5.1. Theoretical Model

In this section, an abstract model for the static metal deposition in galvanic cells will
be discussed. As a model that is falling into the discussed model types, the static metal
deposition with speciation in a single diffusion boundary layer will be studied, c.f. [1-3].
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A few remarks on the physical setting will be made before the model will be discussed
in detail. In an electrolyte, a metal M, in this case Cu, and a ligand L, in this case $-ala, is
assumed, with the reaction

Cu+ (B -ala) = Cu(p -ala). (37)

Furthermore, in the bath, there is an anode and a cathode, where, at the cathode, the
metal is deposited. In the global setting, there is a transport of Cu-ions from the anode,
with anodic current density j4, to the cathode, with cathodic current density jc. In this
model, one assumes that jc = j4.

For the model, assume that there exists a laminar boundary layer at the cathode,
which includes the diffusion boundary layer with thickness of &, = 10~* m. Furthermore,
assume that, outside the diffusion boundary layer, the concentration c,2+ of Cu?*, the
concentration ¢ 2+ 0f g_a1a and ccy—p-ala are constant. Furthermore, the concentration the
bath is set by cls’ =0.5 m7°1, for each S € {Cu®*, B —ala,Cu(B—ala)}.

Furthermore, let the only deposited species at the cathode, at position x = 0, be the
Cu-ions and the species distribution in the diffusion boundary layer geometrically only be
dependant on the distance to the cathode and the concentrations in the diffusion-boundary
layer can be described by the diffusion-reaction problem (4), with diffusion coefficients
and reaction rate constants, as given in Table 7, and let no further reactive force be given.

When translating the assumptions above into boundary-data one obtains for all
S € {Cu,f-ala,Cu- (B -ala)} the identity cs(dy) = cg. At the cathode for the species

S e{S e {p-ala,Cu-(B-ala)}, the identities d%cs = 0 will be used and %ccu = ﬁ,

where F is Faraday’s constant and z = 2 is the valency of the copper-ions Cu®*. The
absence of reactive forces is modeled by defining the functions fy, f3, fc € L>(Q) through

fa=fs=fc=0.

Table 7. Physical parameters of the diffusion-reaction model for the complexation of CuL, with
B-alanine as ligand L, in a diffusion boundary-layer.

Species Din ‘%2 k1 in % ky in ﬁ:s Ys
Cu 714 x 10710 - - 0

L 9.29 x 10710 - - 0
Cul 9.29 x 10710 2x10° 11 0

For the diffusion coefficients cf. to supplementary matrerial of [4] and for the kinetic
parameters, cf. [3].

5.2. Simulation

In this section, the simulations according to the model above will be discussed. As-
suming concentrations of cg =0.5 I;—%l, for S € {Cu, p—ala,Cu - —ala} in the bath and a
current density of j = 0.6 % on the cathode, one obtains the concentration profile shown
in Figure 24 by evaluating the classical model 3, with the numerical scheme described for
the treatment of (5) under the reduction described in Remark 1. As seen in the figure, one
obtains a concentration of —0.4m7°1, which can be considered to be unphysical.
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Concentration profiles for the model
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Figure 24. Concentration profiles ¢ 2+, ¢g-ala Ccu(p-ala) With negative concentrations w.r.t. the
model parameters discussed in Table 7.

When applying the augmented Lagrangian method with adaptive meshrefinement
on (4), cf. Figure 25, one obtains that 75 iterations of the augmented Lagrangian algorithm
were needed to evaluate non-negative concentrations. As seen in the corresponding figures,
not only the behavior of Coyz+r but, as directly seen, the behavior of CB-alas IN the close area
of the cathode the concentration of cg_a, increases. Furthermore, it can be seen that the
augmented Lagrangian algorithm needs 75 steps for the simulation of non-negative species
concentrations.

(a) Concentration-Profiles for model (b)
mE 0.4 —Cg .72— 0.2 T
% 02 —Csaia é; 0.1 F5-ala
Eo —CCu(p-ala) = o oy (s-ala)
0 0.5 1 0 0.5 1
Dist to cathode in m .10 Dist to cathode inm 40
(c) 100 (d)
mE 0.4 —C 2 é T
302 —Csaia £ 50 Hgala
E 0 — ¢ § —
Cu-(j-ala) 0 Cu-(j-ala)
0 0.5 1 0 0.5 1
Dist to cathode in m .10 Dist to cathode inm 40
(e) Concentration-Profiles for model ()
0.5 500
—C. 2+ 5 P 2+
mé cu g cu
3 —gala = —Hgala
& 0 Cou-(o-ala) = 0 Hoy.(s-ala)
0 0.5 1 0 0.5 1
Dist to cathode in m .10 Dist to cathode inm 40

Figure 25. Concentration profiles cc2+, Cp-ala Ccu(p-ala) (a,c€) with corresponding Lagrangian
multipliers (b,d,f) in the 1st, 38th, and 75th iteration of the augmented Lagrangian algorithm.

Remark 9. During the application of the numerical scheme that is described in Section 3, one
observes that the adaptive scheme converges relative fast for the respective model 4 given through the
parameters that are defined in Table 7 and the given boundary conditions, while the quasi-Newtonian
part of the numerical scheme based on the uniform refinement does not converge, unless a high
number of homotopy steps > 10° is used.

In summary, the numerical methodology that is derived in this article is applicable to
practical relevant settings, and the adaptive scheme has a major part on the efficiency of
the described.
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6. Discussion and Conclusions

Although, in this article, the rigorous mathematical proofs are not done, in Section 4
various numerical examples are discussed, which show convergence. Hence, the conver-
gence of all included algorithms can be stated as a founded conjecture. Although some
mathematical considerations are made in this paper, some rigorous mathematical work still
has to be done. In detail, the following formal proofs have to be made in some future work:

(i) There exist, at least locally, a unique solution to (3) and (4).
(ii) The iterated minimization problems (5) are, at least locally, uniquely solvable and

the sequence of solutions ((uén), pén)) Se{ A,B/C}) € X, generated by the augmented
Lagrangian method, converges to the solution (us, ps)se(a,p,cy € X of (4).

(iii) For a triangulation 7, with low enough diameter 0 < /1 and a stable starting point of
the quasi-Newton scheme described by solutions of (13), every iterate problem of (13)
is uniquely solvable.

(iv) The quasi-Newton method given by the iterative solution x}(l")

(n)

h

of (13) converges in
Xj,. i.e., there exists a xj, € X}, such that x;, = lim x
n—oo

(v)  For h | 0 the limits described in (iv) converge against the solution of (5).
(vi) The adaptive scheme that is described in Algorithm 3 converges.

Furthermore, the numerical experiments show that the application of the practical
error o, as defined in Definition and Remark 1, can be used in two space dimensions.
In addition, the behavior seems to indicate the needed norm equivalences in two space
dimensions. Furthermore, in one space dimension, it can be seen that the practical error
estimator is not sufficient for the required norm equivalence, but the numerical examples
nevertheless show good results, which allow the use as above.

Although the numerical schemes are still cost intensive, they converge and, hence,
give physical behavior for three compound systems. In addition, as to be seen in Section 5,
in this article, a numerical scheme was introduced that is able to treat the high rate constants
given in real-world problems, cf. supplement to [4]. Hence, the numerical scheme can be
used in most relevant settings when considering three-component systems.

Furthermore, note that the algorithm that is described in this section seems, due to
the discussions for the numerical examples, to be especially efficient for nonlinear and
non-convex geometries. Especially, the efficiency for those two cases makes the algorithm
interesting for further applications.

The model that is presented in the Section 5 gives a first glance at the process of metal
deposition, but one has to expect that the model is improvable. Firstly, the assumption of
the existence of a uniform laminar boundary layer on any complex geometry is questionable
since fluid dynamics tend to be strongly geometry dependant, cf. [56]. Furthermore in
galvanic processes H, development at the cathode can be expected, which questions the
existence of a laminar boundary layer in many cases. Although the concentration gradients
in a galvanic bath can be assumed to be low in some cases, the species-transport in the bath,
as described in [1-3], cannot necessarily be neglected. Furthermore, the processes in the
bath can be described by a multi physics coupling of fluid dynamics, diffusion, reactions,
and electro-magnetics. Furthermore, as seen in [3], the reaction kinetics that were discussed
in this article are not complete. Hence, a further discussion of this type of model needs to
be done.

As is well known, most of the real world processes do not reduce to static problems,
but, nevertheless, important limiting factors can be obtained from static laws. Furthermore,
from a technical numerical perspective, time-dependent laws can be approximately treated
as systems of static laws, c.f. [57] or [58]. Hence, this article gives a good first foundation
for further discussions and investigations.
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Abbreviations

The following abbreviations are used in this manuscript:

PDE  Partial Differential Equation
ODE Ordenary Differential Equation
FEM  Finite Element Method

s.t. subject to

DoF  Degree of Freedom

RHS right hand side

w.rt.  with respect to
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