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Abstract

An implicit-explicit (IMEX) method is developed for the numerical solution of reaction-diffusion
equations with pure Neumann boundary conditions. The corresponding method of lines scheme with
finite differences is analyzed: explicit conditions are given for its convergence in the || - ||« norm. The
results are applied to a model for determining the overpotential in a PEM fuel cell.

1 Introduction

The numerical solution of advection-reaction-diffusion equations is a central problem in the numerical
analysis. The numerical treatment of the boundary layer effect and the possibly stiff terms lead to
challenging problems. The importance of this topic lies in the applicability of the corresponding models
in the natural sciences.

A possible way to build an efficient numerical solution is to apply an implicit-explicit (IMEX) method
[2]. In such a procedure, the advection and diffusion terms are discretized implicitly in time and the
reaction terms explicitly.
In the most simple case one can apply a © method for the diffusion term, which is analyzed in details in
the classical paper [5].
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The most popular approach is the construction of corresponding Runge-Kutta methods. A family of
such schemes is introduced in [1]. A corresponding rigorous convergence theory for reaction-diffusion
equations was developed in [6] based on the analysis in [3] and [4]. In the above results the reaction term
is assumed to have bounded derivative with respect to the unknown function. Note that IMEX methods
can also be used to prove existence-uniqueness results to a class of semilinear parabolic PDE’s [10].
We extend here the above results in the sense that we use a general elliptic operator with time and space
dependent coefficients and a staggered grid is utilized in order to enhance the the order of consistency:
Our approach guarantees a first order convergence in time and a second order in space. Note that using
diagonally implicit Runge-Kutta methods can ensure only a second order convergence with respect to the
time variable [12]. Also, the assumptions on the coefficients for the convergence are made explicit, which
can be easily verified.

As an interesting model problem we consider a one-dimensional model for the potential distribution of
a PEM fuel cell. We will have first to convert the conservation equations into a form of reaction-diffusion
equations and verify that the conditions in the corresponding analysis are satisfied. The computational
experiments confirm the applicability of our scheme and the theoretical results.

2 Preliminaries

We investigate the finite difference approximation of the reaction-diffusion equation

Opu(t, x) = p(t,x)0 (q(t, 2)Ozu(t,x)) + F(t, z,u(t,x)), te€(0,T), xel
w(0,2) = up(z), x€l (1)
Ozu(t, hy) = w(t), Oypult,h,) =u,(t), te(0,T),

for the unknown function u on the interval I = (hy, h,) C R over the time domain [0,7), where the
coefficient functions p,q € C1([0,T] x I), the reaction term F € C([0,T] x I x R) and the fluxes
ug, u € CH0,T] are given.

For the numerical approximation we use a staggered grid: I is divided into n uniform subintervals of
length h = % such that

g

,7=0,1,....n
1]

- j=1,2,...,n and hj+% =h +

For the time discretization we use the time step 7 = % and the notation t; := 7 - k.

We denote the vector of unknowns with

uf = (u]f,ul;,...,ulfl),



where uf ~ u (tg, h;) and the values of the coefficient function p;? = p(tg, h;) which are defined in the
midpoints of the subintervals, i.e., K =0,1,...,N and j = 1,2,...n. Accordingly, we use the notations

u(k, ) = (u(ty, h1), u(ty, ha), ..., u(ty, ho )T

and
F(tk+1a hv uk) = (F(tk+1a hla U’f), ey F(tk+17 hna UI:L))T

At the same time the values of the coefficient function q;?Jrl =q (tk, hj+%> are computed at the end

)

points of the subintervals, i.e., k =0,1,...,N and j =0,1,...,n

3 The IMEX scheme and its convergence

We develop here a finite difference scheme following the method of lines: the vector of unknowns at the
k + 1th time step is determined from that in the kth time step.
Using the notations in Section 2 we consider the following finite difference approximation of (1):

u§ =g (hy), j=1,2,3,.

w1 ke k+1ufii u;““ k1 gt —"ﬁ)
— =D Gei™n A
- +F(tk+17hj,u]),k =01 N-1 ;=23 n1
M g ’”1( et (T e R Ly (1)) 2)
(tk-‘rl))_'_F(tk-i-lvhlv )7 k:O7177N_1
3

o k+1 k+1
Up ' —Up 1 k+1 [ _ k+1 up —up _ 23%n-1733%27323%n L (t )
T = 7 Pn q, 1 h 53 Ur{lk+1

77.—5

h
n+1ur(tk+1)) 4 F(tisr, hnyuf), k=0,1,...,N -1

For the verification of the consistency order for the scheme (2) we will use the following
Assumption 1 93F : R3 — R is bounded; 03F < Fpax € R.
Note that a similar assumption is usual in the literature, see, e.g., [5], [6].

Lemma 3.1 The scheme (2) is consistent with the boundary value problem (1) and the corresponding
order of consistency is O(1) + O(h?).

Proof: We obviously have that

1 Wteg1, 1) — ultesr, hy)
jt+i h

2

h h
- qk_t% (amu(thrl, hj) + §axwu(tk+17 hj) + gaa:mmu(tk+lu hj) + O(hs))
and in the same way

g1 W(thg1, hy) —u(try1, hyj—1)
q, 1
J—3 h

qu <3zu(tk-+1, h;) —

2

h
—Opaatt(tig1, hj) + (9(h3)> )

h
*amzu(tk-&-la hj) + 6

2



The difference of (3) and (4) gives that

1 <qk+1 U(tit1, hyjv1) — ultes, hy) g u(tpr, hy) — ultpys, hjl))

h\its h i—3 h
k+1 k+1 k+1 k+1

9, 1 —Gq, 1 1 +4q
— %8ru(tkahj) + %%w(tk,h )

h

@1 = a7 derulty, hy) + O(h) (5)
= (qu(tk:Jrla h]) + O(h2))azu(tk7 h]) + (q(thrlv hj) + O(hQ))azxu(tlw hj)

h
+ g@(h)ammu(tk, hj) —+ O(hz)

= 0u(q(tir1, hy)Oultn, hy)) + O(h?)

for j = 2,3,...,n— 1. Therefore, inserting the analytic solution of (1) at (tx41,h;) into (2) results in the
approximation

tka1,hi) —u(ty, h;
i ])T ) +O(7) = Opultpyr, hy) = P 0. (05 T Opuutogr, ;) + Fthsr, 25, u(tor, ;)

Uogr (w1 ulters hyrn) —ultesrns hy) g wltesn, hy) — ulters hj—1) 2
~nb <qj+% h ~ -4 h O

+F(tk+1,hj,u(tk+1,hj)), k=0,1,....N—1,j=2,3,...,n—1.

(6)
To approximate the last term we note that u(tx41, h;) —u(ty, h;) = O(7) and therefore, using Assumption
1 we easily get
F(tigr, by ultps, hj)) F(ti1, hy ult, hy)) + 03F (tisn, hy, ulty, hy)) - O(1) + O(7?)
F(tet1, hy,u(te, hy)) + O(1)

Inserting this into (6) we obtain
u(tps1, hy) —ulte hy) 1 gy (ppn ulegn, Bygn) —ultign, hy) gy wltegss hy) — u(ters, hj—1)
T —ali %+ h i—% h
+ F(tir, by, ute, hy)) + O(R*) +O(1), k=0,1,....,.N—1,j=2,3,...,n—1.

(7)
We also have
a5 (b)) = g5 (Doultiss.hy))
k+1 h h? 3 ®)
= q% 8g;u(tk+1, hl) - §8x$u(tk+1, hl) + gc’ﬂwmu(tkﬂ, hl) + O(h ) .
and the following equality:
1/3 2 1 1
(gt o) = Zuttin ) = gpatinen,h)) = godrultn. hy) N
h2
= *ﬂ(aﬂ:mu(tk+l> hy) +O(h))



which can be verified with a technical but straightforward computation. Using (3) with 7 = 1, (8), (9)

and following the principle of the derivation in (5) we obtain

u(tps1, he) — u(tpsa, h 33Uz — 35Ul — g3uz 1
q1§+1( (tht1, h2) - (trt1, ) 4 23 23h 270 ﬁul(tk+1)

q?l&mu(tkﬂ, hy)

2

h h?
= qg“ (&ﬂdtkﬂ, h1) — §azxu(tk+lv hi) + Eaxmu(tkﬂa h1) + O(h?)
h2
- 24 (8xxmu(tk+1a hl) + O( )))

2

h h
_aa:mu(thrh hl) + _az:ca:u(thrh hl) + O(h3)>

2

7 (Quuttnin, ) + a

h h?
- qI:ngl ( tk:+17 hl 2a:mvu(tk:+17 hl) + gaa:mwu(tk+1; hl) + O(h3)>

h h?
- q]erl <a:ru tk+17 hl + axwu(thrla hl) + gama:a:u(thrlv hl) + O(hg))
= h-0p(q(tpr1, h1)Opu(ty, h1)) + O(R®), k=0,1,...,N —1.

Using that

1/3 2 1 1
7 <23 (try1, hn—1) — 2—3u(tk+1, hy) — %U(tk+17hn2)> + ﬁaxu(thrlvthr%)

2
= ﬂ(aﬂcmu(twrlv hl) + O(h))

a similar derivation gives that

uktl — k1 Bkt 1Lkl 2kt 1
k41 n n—1 23 n—1 23 “n—2 23 n - —u (t ) + k+1 U (t )
q,_ 1 o3 r k+1 anr% r{lk+1

2
k=0,1,...,N—1.

h
=h- 8$(Q(tk+1a hn)alu(tk? hﬂ)) + O(hg

(10)

(11)

Consequently, (7), (10) and (11) imply that the finite difference approximation in (2) is consistent with
the initial boundary value problem (1) and the order of the consistency is O(7) + O(h?) as stated in the

lemma. g
To rewrite (2) into a more accessible form we introduce the notations for j = 1,2,...,n:

E k  _ k kE k gk : _ T
TPid_1 = ¢ and rquj+%—dj WlthT—hQ.



With these we define the matrix

25 jk 26 jk 1 gk
1+ 28qh 2] Lk 0 0

2
_CE 1+ch+dk —db 0 0
0 —ck 1+ck+ds  —db 0
App = . ; : . :
0 e 0 —ck 1+ +di —dE_
0 0 2—1361,2 —%cﬁ 1—|—§—§ch
and the vector
k T kok 1 k T &/ k 1 k T
v = (ﬁpl (Q% : ﬁ ' ul(tk) + q%Ul(tk)),O, s 707 7Epn(qn—% : ﬁ ’ UT(tk) + qn—&-%ur(tk)) .

The time stepping in (2) then can be given as
ub = Ay putt — TF(t hyub) 4+ 0P (12)
For the forthcoming analysis we use two further assumptions:
Assumption 2 The coefficient functions p and q are nonnegative.
Assumption 3 For allk=1,2,..., N the following inequalities hold true:

k25 1dy 1 dick

=—df — = — = >0
1T o3 T o3k T 23 db

r 26, 1k 1 ckdh_, -

Sg = —=Cp — =5 -

2723 23ck 23 b

Remark: The inequalities in assumption 3 are equivalent with

25d5 > 1+ ch & rp2(25q3 —q3) > 1 a3)
25ck  >14+d_ & "Pn-1(25¢, 1 = Gny 1) >1

For the convergence proof we need to rewrite (2) in a more compact form. The following property of
Ay, is of central importance.

Lemma 3.2 For allh >0 and k=0,1,...,N we have ||A,;}LHO<> =1.

Proof: One can easily verify that

L =M 0 .0 0\ [/14+s +A —51 0 0
O 1 0 ... 0 —ck 1+ck+ds  —db 0
A — S . . . . ’
0 0 1 0 0 —cpy 14 +di —dy_,
0 0 -1 0 0 —sk 1+sk+ )5



k k
where A\ = L 4 and N = L fn Using Assumption 2 and Assumption 3 and the vector 1 =

23 df 23 ¢k,
(1,1,...,1)T, we obtain that the second matrix in the above product is an M matrix. Therefore, the
decomposition
145, 4+ M —s1 0 0 B4 B VI I
—ck 1+cs+ds  —db 0 0 1 0 0
—1 ) . . .
Ak,h = : : : . : : )
0 —ck 14k +dE —dr_, 0O ... 0 1 0
0 0 —sh 1+ sk + 2% 0 ... 0 X 1

shows that A;}l has positive entries. Since Ay ;1 = 1 we also have A;}L]l = 1 which implies the statement
of the lemma. [

Theorem 3.1 The finite difference method given by (2) converges to the solution of (1) and

N (T )l = h?). 14
semax [’ = (T )| = O(r) + O(k?) (14)

Proof: The error of the solution in the consecutive time steps is defined as

(e]fvega-“aeﬁ) =e€ :u(ka')fuk'

The consistency of the scheme implies that
u(k, ) = A pu(k +1,-) — 7F(t, h,u(k, ")) + vier — RE,

where

IR |loc = 7(O(7) + O(h?)). (15)
This together with (12) gives that

el = Ak+17hek+1 —1(F(t,h, uk) — F(t,h,u(k,-))) + RF

or in an equivalent form
ub — u(k, ) = eftt = A,;ll’hek + TA,;JiLh(F(t, h, uk) — F(t,h,u(k,-))) + REFL,
Therefore, using the result in Lemma 3.2, the Lagrange inequality and Assumption 1 we obtain
1€ oo < [[€¥]lo0 + T Fmax/|€*[loo + R**!{|oo (16)
for all k =1,2,..., N. The consecutive application of (16) gives that
leMlloe < (14 TFmax) ¥ ™ R oo + (1 4+ 7Finax) M 2 [R? oo + - + IRV [loo

. max RI
< N(l +TFmax)N max HRJ”OO < TeT-Fmax j€{1,2,...,N} || HOO
je{1,2,....N} T

such that according to (15) we obtain the estimate in the theorem. [



4 Application

In this section we investigate a real-life application: we compute numerically the overpotential in PEM
fuel cell. Fuel cells “burn” hydrogen fuel (H3) and oxygen (Os) to water, producing electrical energy at
a high efficiency without air pollution. Their operation can be reversible: they can also convert electrical
energy into chemical energy. These properties make them highly attractive.
The electro-chemical reactions take place at the anode and at the cathode on the boundary of two phases
(solid and solution phase), while the charge neutrality is macroscopically preserved.
Complex models [13] are needed to solve different phenomenological equations such as the Nernst-Planck
equation for multiple mass transport, the Stefan-Maxwell equation for heat transfer, Ohm’s law for ionic
migration and electron conductivity, and the equations of electrochemical kinetics. These models are
usually solved by using only a single numerical treatment, e.g., Runge-Kutta, Newton or Crank-Nicholson
methods.
Subramanian et al. [11] developed a method to reduce the number of the governing equations of Li-
ion battery simulation by using different mathematical techniques. The original problem with a proper
discretization has 4800 equations which can be reduced to 49, and finally the simulation time of the
discharge curve can be cut to 85 ms. However, in this model the double-layer capacitance was not
included.

We focus here only on the evolution of the overpotential and we take into consideration both the
inhomogeneity of the conducting media and the presence of the different phases in the cell. We perform
the computations with realistic parameters.

4.1 Physical laws: homogeneous and heterogeneous models

In practice a consumer (an electric device) is inserted into an electrical circuit, which is feeded by the
fuel cell. We assume that the current in the outer circuit is known and we can control it. The aim of the
following investigation is to calculate the corresponding voltage, which is called the cell potential. This
gives also the electric energy provided by the fuel cell, which is very important in the course of evaluating
the performance of a fuel cell.

According to Kirchoff’s law, the cell potential E.,; can be calculated by the following equation, see also
[8]:

Wmem

Kfmem

Eeen(t) = Eoc(t) —n"(t) — I(t) = V(1) (17)

where ¢t € (0,T) denotes time. Here Eoc =~ 1.23V denotes the open circuit potential, which is present
between the anode and cathode without the presence of any consumer.

mem

Considering the simplest form of Ohm’s law, the term I(t) means the potential loss at the

K:Hl 3811
membrane, the thickness and conductivity of which are denotedeby Whem and Kmem, respectively.
The calculation of the last quantity on the right-hand side (V*), which refers to the potential loss at the
cathode, needs a detailed analysis. The interval (0, L) refers to the thickness of the cathode, where two
phases are distinguished:

e The solution phase, where the hydrogen ions are conducted according to the rate keg. The potential
and the current density in this phase are denoted by ¢2 and is, respectively.

e In the solid phase of the cathode electrons are conducted according to the rate oeg. The potential
and the current density here are denoted by ¢; and 71, respectively.



All of these quantities could be allowed to depend on time and space corresponding to the given assump-
tions and the structure of the fuel cell and the time evolution of the process.
Using the defined quantities, V* in (17) can be given as

V*(t) = ¢1(t7 L) - ¢2(ta O)a te (OvT) (18)
The quantity we investigate in the governing equations is the overpotential
n(t,xz) = ¢1(t,x) — pa(t,x) >0, z € (0,L), t € (0,T). (19)

In the calculation of the potentials, we choose the reference level to be at the left end of the solution
phase, i.e., we define ¢o(t,0) = 0. This is in a good accordance with the uniqueness of the solutions in the
corresponding equations. As we will see, the governing equations depend only on the spatial derivatives
of the potentials, such that the above assumption is necessary to determine both ¢o(¢,2) and n(t, x).
Then an immediate consequence of (18) and (19) is that

V*(t) = d1(t, L) =n(t, L) + ¢a(t, L). (20)
Applying Ohm’s law for both phases we obtain

il(t, .’17) = _Ueﬂ“<$)aw¢l (t? w)?

ia(t.2) = ()0, (. 2) .
and the principle of the electroneutrality gives
— 0211 (t, ) = 0z42(t, x). (22)
The conservation law for the currents (see [9]) results in the formula
0, (00,01, 2)) = ~ale)Ca(0)O(t.2) ~ aloio(o) (@ nlt.e)). (23)

Here, the function Cyq(x) gives the double-layer capacitance at the cathode side, and the last term yields
the faradic current with ig(x), the exchange current density at the cathode. For the notations of the
material coefficients we refer to the Appendix. The function g : R — R refers to the kinetics of the
oxygen reduction reaction here. This should be an increasing function with g(0) = 0.

Remark 4.1 Among the several approaches for the sake of simplicity we apply linear kinetics and, ac-
cordingly, we use

gr(u) = c(z)u, (24)

where c(x) is a given bounded non-negative function. Other possible choices are the following, which are
going to be used in the course of the analysis and the numerical experiments [7].

e Butler—Volmer kinetics:

gpv(u) = c(z)(exp(u) — exp(—u)). (25)



e diffusion kinetics:
L mem)  clwenp(-w)
ap(u) = jp(z) (e(w)ezm(u) (@) ol@)emp(—uw) +jD<x>> ’ (26)

where jp(x) is the limiting current, which in this equation is acting as a diffusion coefficient. This
choice provides the most accurate model of the cathode reaction.

In what follows the notation g(u) stands for any of the above functions (gr,98v,9p).

At the left end of the cathode only the protons can exit to the membrane and similarly, at the right
end (at the current collector), only the electrons can leave the cathode. Therefore d,¢;(t,0) = 0 and
0. 92(t, L) = 0 such that using (19) we have the following boundary conditions

awn<ta0) = - w¢2(t70) = - I(t)a te (Oatmax)a

Iicﬁ'(())
I(t), t € (0, tmax)-

(27)

Ozn(t, L) = 0,¢1(t, L) = oot (D)

Although we have listed all physical principles and the governing equations here, the corresponding
equations are not yet ready for the solution, since (23) contains also the unknown term ¢ (¢, x).

4.2 Governing equations in the heterogeneous case

In this section we will obtain an explicit equation for the overpotential n(t,x) by eliminating the term
¢2(t,x) in (23) without assuming constant material and kinetic coefficients. This generalizes the result
in

Lemma 4.1 The physical laws in (21), (22), (23) and (27) can be rewritten into a single reaction diffu-
sion equation of type (1) for the unknown function 7.

Proof: For simplicity, in the derivation we denote the variables ¢ and x only for the unknown functions
¢2 and 7, whenever also the coefficient functions a,ig, Cq), ket and oo depend on (¢,x) and I depends
on t with t € (0,tmax) and x € (0, L).

Using (21) and taking the derivative of (22) we obtain that

8m(0—cﬁaz¢l) = *azil = arZQ - 781(“@3813(;52)7 (28)
which, together with the definition (19) of n(t, z) gives

896 (Ueﬂax¢2 + /Qeffa;cd)Z)
= ax(aeﬁaz¢2) - aw(aeffaw¢l) = _aw(aeffaxn)-

Since the two derivatives in (29) are equal, we obtain

(Fﬁeﬁ + Ueﬁ)ax¢2 (tv 93)
= _Ueff@wn(ta l') + (’ieff + Ueﬂ)aw¢2(tv 0) + O'effawn(ta O) (30)
= _Ueffazn(t7 37) + Heffa:r(bQ(ta 0) = _Ueffawn(ty LU),

10



where in the second line the boundary conditions (27) have been used twice. Using (29) and (30), we
rewrite the left-hand side of equation (23) as

s (e 2) = O (Wneﬁamz + ””Cﬁ'oeﬂamz)

Keff + Ooff Keff + Ooff

= ax (£> (Keﬁax¢2 + Ueffaxd)Q)

Keff + Oeft (31)
K
+ iaa (HeffabeQ + Ueﬂaw¢2)
Keff T Oeft
Reff Reff
= —az _— [ az - I - a{L’ Oe 8I .
(’Qeff + Ueff) ( fratl ) Keff + Oeft ( & 77)
Substituting (31) into the left-hand side of (23), results in the explicit equation
aCaiden(t,z) = O Bl ) (—I(t) + oendun(t, 7))
= x - - O—C x K
AOTE, Heff“_ Oeff 401l
Reff . F
T oudn(ta)) — aiog (@ (e, o))
Keff + Ocff RT (32)
ReffOeff Reff
=0y | —— 00 (8, — Oy | ——— | I(¢
|:’fcﬁ'+0—cﬁ' 77( x):| <H0H+JCH> ( )

) F :
aigg aRTn( ,T)

for the unknown function 7. For the corresponding initial-boundary value problem we use the initial
value
n(0,2) =0, z € (0, L), (33)

and (32) is equipped with the Neumann type boundary conditions in (27). O

Remark: Based on (30), we can express ¢o(t, x) as

1

0z ¢2(t, ) = Kot () + Oegp(2)

(I(t) = oer(x)0un (¢, ), (34)

and consequently, by the assumption ¢o(t,0) = 0 (see the explanation after (19)) we have

P oalts) ) 1 .
bo(t,2) = /0 ( — Qun(t, s) + (m)f(t)) ds. (35)

t,s) + oe(t, s) Kefi(t, 8) + Oefr
Therefore, according to (20) we can give the potential loss V* at the anode as

V() =n(t, L) + ¢a(t, L)

_ g ae(t, 5) 1 (36)
—(t, L) + /0 s Ty el S (1) d,

This completes the computation of the right-hand side of (17), and the desired quantity Ecep(t) can be
given.

11



Remark: According to Lemma 4.1 we have that

1 ReffOeff

Z'O F 1 Reff
- — _fetifell d F(¢ t =__ —n(t - Oz I(t
p= o a= L wd F(en(o) cdlg(aRT”W)) - (KmaeH) (0
(37)

4.3 Model problem

For testing the method in the article, we investigate here a model problem. Based on real measurements
we have keg &~ 0.002 and oeg ~ 1.8 and accordingly, we define

Ke(t, ) = 0.002 — 0.00lz  and oen(t,z) = 1.8 + 0.001z. (38)
Consequently,
Koff 2—x
e off = 1.801 d ——(t,2) = )
Keff + Ooff an p :‘ieﬂ( x) 1801

For the simplicity, we did not incorporate time dependence yet, but our analysis extends also to the case
of time dependent conductivity parameters. If the analytic solution of the governing equation (32) is

t2 1801
tx)=—-(1 ——)? 39
)= (14 @ - ) (39)
we can verify that the equalities
1 2 1801
————=1(t) = 9:n(t,0) = 5 ==
Keft(t,0) 2 1803 (40)
1 t2 1801
———I(t) =t 1) = —— (1 - ——
ety B = Oanlt, 1) = =5 ( 1803)

hold true such that 9,7(t,0) and d,n(t,1) corresponds to w; and u, in (1), where I(t) = 1073 - 150142,
These show that the boundary conditions in (27) are satisfied.
Using all parameters we can give Cqi(x) such that 7 in (39) is the solution of (32) with the boundary
conditions in (27).

It is justified to use the numerical method in Section 3 to approximate u since the Assumptions 1, 2
and 3 are satisfied:

e According to (37) and the choice of the linear kinetics,

F
O3 F(t = —
3 ( ,{E,U) C(x)aRT’
which is bounded.
e The coefficient functions p and ¢ given in (37) are obviously positive.

e The inequalities in Assumption 3 have been verified consecutively in the time steps during the
simulations. These results are shown in Figure 1. One can see that using a reasonably accurate
space discretization we can simulate underlying process over sufficiently long time.
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Figure 1: Number of steps N with step length 7 = 1 s until Assumption 3 is satisfied vs. the number n
of the grid points on the interval I = 1 cm.

4.4 Numerical results

We present some numerical results here corresponding to the model problem discussed in Section 4.3.
The analytic and the numerical solution are compared at 7' =1 in Fig. 2 for a single parameter set.

o
o1
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o
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X

Figure 2: Analytic solution (39) of (32) (continuous line) and the numerical approximation (dashed line)
using the method in (2) with ' = 1, N = 25 and 7 = 0.01 for the test problem in Section 4.3. The
remaining parameters are given in the Appendix.

We investigated the order of convergence in the || - ||oo norm experimentally with respect to the spatial
discretization. For this we have consecutively refined the grid and the time step simultaneously such that
the ratio ;7 is kept at constant level. Accordingly, in the figures we only investigate the dependence of
the || - ||co-norm error on the number % of the spatial grid points. The corresponding results are shown in
Figure The numerical results confirm our expectation in Section 3: we can fit accurately a line of slope
-2 to the log-log data, which shows a second order convergence with respect to the spatial discretization
parameter, see Fig. 3.
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Figure 3: || - [[cc norm error in the numerical solution for the test problem in Section 4.3 vs. the spatial
discretization parameter (left side). Log-log plot of the error vs. the spatial discretization parameter and
a fitted line with slope -2 (left side).
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5

Appendix

Symbol Description Unit
a Specific interfacial area cm !
Ca Double-layer capacitance  F/cm?
FEeen Cell potential \%
Foc Open circuit potential A%
F Faraday constant (96487)  C/mol
1 Total cell current density A /cm?
io Exchange current density at the cathode A /cm?
5 Exchange current density at the anode ~ A/cm?
1 Solid phase current density at the cathode A /cm?
19 Solution phase current density at the cathode A /cm?
iy Faradaic current density ~ A/cm?
Jp Limiting current at the cathode A /cm?
L Thickness of the cathode cm
R Universal gas constant (8.3144) J/molK
T Cell temperature K
% Potential loss at the cathode A%
Whem Membrane thickness cm
@ Transfer coefficient in the cathode

ol Anodic transfer coefficient at the anode

ol Cathodic transfer coefficient at the anode

n Overpotential at the cathode A%
n® Overpotential at the anode A%
v? Dimensionless Exchange current density

o1 Solid phase potential \%
b2 Solution phase potential \%
Keff Effective solution phase conductivity S/cm
Ooff Effective solid phase conductivity S/cm
O mem Membrane conductivity S/cm

References

[1] U. M. Ascher, S. J. Ruuth, and R. J. Spiteri. Implicit-explicit Runge-Kutta methods for time-
dependent partial differential equations. Appl. Numer. Math., 25(2-3):151-167, 1997. Special issue

on time integration (Amsterdam, 1996).

U. M. Ascher, S. J. Ruuth, and B. T. R. Wetton. Implicit-explicit methods for time-dependent

partial differential equations. STAM J. Numer. Anal., 32(3):797-823, 1995.

K. Burrage, W. H. Hundsdorfer, and J. G. Verwer.

methods. Computing, 36(1-2):17-34, 1986.

J. Frank, W. Hundsdorfer, and J. G. Verwer. On the stability of implicit-explicit linear multistep
methods. Appl. Numer. Math., 25(2-3):193-205, 1997. Special issue on time integration (Amsterdam,

1996).

15

A study of B-convergence of Runge-Kutta



[5]

D. Hoff. Stability and convergence of finite difference methods for systems of nonlinear reaction-
diffusion equations. SIAM J. Numer. Anal., 15(6):1161-1177, 1978.

T. Koto. IMEX Runge-Kutta schemes for reaction-diffusion equations. J. Comput. Appl. Math.,
215(1):182-195, 2008.

A. Kriston, G. Inzelt, 1. Farag6, and T. Szabd. Simulation of the transient behavior of fuel cells by
using operator splitting techniques for real-time applications. Computers and Chemical Engineering.

S. Litster and N. Djilali. Mathematical modelling of ambient air-breathing fuel cells for portable
devices. FElectrochimica Acta, 52(11):3849-3862, 2007.

J. Newman and K. E. Thomas-Alyea. FElectrochemical systems. John Wiley & Sons, Inc., Hoboken,
New Yersey, third edition, 2004.

M. Robinson. IMEX method convergence for a parabolic equation. J. Differential Equations,
241(2):225-236, 2007.

V. R. Subramanian, V. Boovaragavan, and V. D. Diwakar. Toward real-time simulation of physics
based lithium-ion battery models. Electrochemical and Solid-State Letters, 10(11):A255-A260, 2007.

J. G. Verwer. Convergence and order reduction of diagonally implicit Runge-Kutta schemes in the
method of lines. In Numerical analysis (Dundee, 1985), volume 140 of Pitman Res. Notes Math.
Ser., pages 220-237. Longman Sci. Tech., Harlow, 1986.

C. Ziegler, H. M. Yu, and J. O. Schumacher. Two-phase dynamic modeling of pemfcs and simulation
of cyclo-voltammograms. Journal of The Electrochemical Society, 152(8):A1555-A1567, 2005.

16



