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Abstract. The selective-sublimation processing is a technique for deposition of thin
films. The method consists of the deposition of a solid solution of a mixed-metal oxide
with the sublimation temperature of one of the pure metal oxide being rather low. We
first model the thermal processing under the assumption that the thickness of the layer is
constant. Then, we propose a more general model taking into account the thinning of the
film. It results in a free-boundary value problem at the sublimation surface of the film.
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1 Introduction

The possibility to manipulate the properties of a nanosized thin film simply through
thermal treatment appears to be of widespread interest for material science. Such a
possibility was exploited in the past in the case of titania (TiOy) with the inclusion of
transition metals (TMs) such as W and Mo with concentration ¢ [5, 9]. Thin films are
deposited onto substrates, which serve as a mechanical support only, and thereby are
chosen to prevent atomic diffusion into the substrate. As stimulated by temperature,
TM tends to migrate toward the surface and here it may oxidize. If the TM oxide has a
sublimation temperature lower than that of titania (as is the case of W and Mo), the oxide
may leave the film, in turn depleting the thin film from TM in proximity of the surface.
Thus, a concentration gradient is being created and the process of diffusion-sublimation
may proceed until the film is spoiled by TM. Indeed, some concentration residual c,, may
remain in the film, which is assumed to be nearly a constant function of the temperature
on the strength of experimental evidences. Diffusion of TM, assisted by sublimation, is
the base of a methodology for thin-film preparation referred to as selective-sublimation
processing (SSP), whose applications have been discussed in [4, 8].

Distinctive features of SSP is that film evolution under annealing can be predicted by
means of solely two physical quantities, i.e., temperature and duration of thermal treat-
ment. This indication suggested that the diffusion equation might be called forward for
description of SSP, though for the system under consideration such an approach does not
necessarily hold true. In fact, for a nanostructured film, atomic diffusion may be signifi-
cantly affected by the presence of interfaces and grain boundaries, which are preferential
sites for variation of composition and chemical state of atomic species with respect to the
bulk of the grains.

However, a model was developed, accounting for diffusion equation and surface subli-
mation [7]. The model consisted of an inverse diffusion problem with fixed boundaries and
its predictions were validated experimentally through the determination of the diffusion
coefficient D for W and Mo in titania as a function of the temperature. It is indeed sur-
prising that such an inhomogeneous system as a nanophase can be satisfactorily modelled
through a continuum-like approach as the diffusion equation.

Indeed, a number of points had to be addressed yet. First, the concentration of TM
was purposely set at few percents, otherwise the fixed-boundary assumption could not
be applied. Yet, most interesting applications of the SSP do regard the cases when the
TM is present with a concentration level comparable to that of Ti. Second, no indication
regarding an estimate of the sublimation rate h was determined in [7]. Determination
of the physical quantity h provides a consistency check for experimental results. In fact,
as sublimation proceeds with rate A, this evidence should agree with the theoretically
expected level for a given compound. In principle, such knowledge may also be useful to
determine the oxidation state of TM in the oxide during sublimation.

In the present paper we are concerned with both of these issues. In the next Section 2
we introduce the mathematical model for a fixed-depth layer and sketch briefly the way to
construct a solution; we also give information about the dependence of the solution on the
parameters of the problem. In Section 3 we deal with the estimates of the sublimation rate
h and the diffusion coefficient D by means of additional measurements; such estimates



heavily rely on the explicit solution previously constructed.

In Section 4 we address the case of higher concentrations of TM when the variation of
the thickness of the layer is to be taken into account. The corresponding free boundary
problem is analyzed and the existence of solutions is proved through the convergence of
successive approximations.

We believe that our model relying on diffusion equation with free boundary will provide
information over a wide interval of metal proportions and may be a reference for further
experimentation on this subject with all parameters within the range of applications for
the films.

2 The model with a fixed boundary

Denote by [ the thickness of the film and let x = 0 denote the plane separating titanium
dioxide from the substrate. In principle, during annealing the thickness of the layer will
change because of sublimation, originating a free-boundary value problem that will be
considered in Section 4. Here we take [ as a constant.

We assume that TM diffuses in the layer according to Fick’s law, so that

¢t = (Dey) z e (0,0), t>0, (2.1)

x )

where D, the coefficient of diffusion, depends in general on the linear concentration c
of TM and on the temperature 7. More precisely, ¢ represents TM linear mass density
divided by the mass of an individual TM atom, or the number of TM atoms per unit
length over a unit cross-section.

Concerning the temperature, we should find the thermal field solving the heat equation
once the appropriate initial and boundary conditions for 7' are prescribed. In principle
one should also include the effect of latent heat of sublimation so that the problems for
T and for c¢ are interlocked. In practical cases, however, (i) heat conduction is much
faster than mass diffusion, and (i) latent heat has a negligible effect on the thermal field.
Therefore temperature can be assumed as a given function all over the sample. Moreover,
in case of SSP, annealing is performed at a given fixed temperature (that may be different
in different experiments), so that we will assume that 7" is a constant for each experiment.
In other cases temperature is varying with time but it remains space-independent.

When considering a fixed-boundary problem, a further simplification is produced by
the fact that TM is present at very low concentration, so that D can also be assumed to
be independent of c.

The initial concentration is prescribed

c(x,0) = ¢,(x), z € [0,1], (2.2)

while the boundary conditions on x = 0 and = = [ express the impermeability of the
substrate and a law for the sublimation rate, respectively. The former is simply

c:(0,t) =0, t>0, (2.3)
while the latter is expressed by a Robin-type condition
co(lt) + R (c(l,t) — o) =0, t>0, (2.4)



for h > 0. This last condition states that the flux of sublimating material is proportional
to the deviation of the surface concentration from an equilibrium concentration c,, > 0.
Of course, both h and c,, depend on temperature and the experimental situation is such
that

Co(T) > Coo z €0,1]. (2.5)

We normalize the concentration introducing

~o(w,t) — oo

u(z,t) = e(0) — o (2.6)
and set (2) -
Y(z) = o(0) — o (2.7)

We define Q; = (0,1) x (0,1) for any given £ > 0; the set C>'(Q;) is the space of functions
u that are continuous together with wu,, u,,, u; in @Q;. We state the diffusion problem in
the usual way:

Problem 2.1 For fired D > 0, h > 0 and for a given t > 0 find a function w € C(Q;) N
C?Y(Q;) such that u,(z,t) is continuous in [0,1] x (0,1] and that

Duy, —u =0 n Q;
u(z,0) = Y(z), 0<z<I, (2.8)
u(0,t) =0, 0<t<t, ‘

uy(L,t) + hu(l,t) =0, 0<t<t.

Problem 2.1 is a classical problem for the heat equation, whose well-posedness is proved
e.g. in [6, Ch. 5] and in [1, Cor. 7.2.1] if ¢ is continuous in [0,!]. The explicit solution is
given below since it will be useful for the determination of the physical parameters of the
problem. We state first some general remarks.

We note that, by the boundary point lemma (see e.g. [6, Ch. 2, Th. 14] or [3, Th.
2.3]), the extrema of u cannot lic on = 0. Using assumption (2.5), i.e. ¥(z) > 0, and
the same lemma, we get

0 < u(z,t) <maxyp = M, (x,t) € Q;. (2.9)

Incidentally, we note that the linearity of the problem implies that uniqueness can be
proved by analogous arguments.
Setting u, = w and assuming that ¢ is continuously differentiable in [0, {], we find

Dwyy —wy =0 in Q;,

w(z,0) =¢'(z), 0<z<lI,
w(0,t) =0, 0<t<t,
w(l,t) = —hu(l,t), 0<t<t.

(2.10)



Note that w is allowed to be discontinuous in (0,0) and/or in (/,0) since none of the
compatibility conditions was assumed in (2.8) but, looking for bounded solutions, [1,
§4.4], we have that w is uniquely determined and

min{r{niﬁl Y, —hM} < ug(x,t) < max{r?z%]x Y, —hm} : (z,t) € Q;, (2.11)
0, Oa
where m = min . The asymptotic behavior of u can be deduced from [6, Ch. 6, Th. 4],
finding

lim u(z,t) =0, uniformly in [0,1]. (2.12)

t—o0
As a consequence lim; ., ¢(x,t) = co. An alternative proof of (2.12) can be obtained by
the classical “energy” method.
We briefly discuss now the dependence of the solution of Problem 2.1 on the parameters
[ and h; for sake of simplicity we confine ourselves to the case v = 1. We make the change

of variables { = 7, 7 = tl—l;; for v(&,7) = u(z,t) and 7 = EI—QD, « = [h thus obtaining

Veg — Ur =0 in (071) X (0’7:)7
0(5,0):1, 0<e<t,
ve(0,7) =0, 0<rt<7, (2.13)

ve(L, ) +av(l,7) =0, 0<7< 7.

We denote by v, the solution of (2.13); of course we still have 0 < v,(§,7) < 1 for
(&,7) € (0,1) x (0,7). We fix two parameters 0 < a; < aw; the function w = v,, — va,
solves

Wee —w, =0 in (0,1) x (0,7),
w(&,0) =0, 0<¢<t,
we(0,7) =0, 0<7<7,

we(1,7) + ayw(l,7) = (g — a1)va,(1,7), 0<7 < 7.

By the boundary point lemma we deduce w(§,7) > 0 for (§,7) € (0,1) x (0,7); therefore
Uq is @ monotone decreasing function of . By the same lemma we deduce that w(&, 7) <

@22 j.e. the continuous dependence of v, on o. Summing up, in (0,1) x (0,7) we have

Qy — Qg
0 < Vay — Vay < : for a; < an. (2.14)
Qi

Other estimates come out by considering the function z(&,7) = v(1 — &, 7); it satisfies

Zee — 2, =0 in (0,1) x (0,7),

2,00 =1, 0<E<1,

2¢(0,7) —az(0,7) =0, 0<7<7T, (2.15)
ze(1,7) =0, 0<7< 7.

Again we have 0 < z < 1in (0,1) x (0,7) but now the extrema of z are assumed on £ = 0.
To estimate z from above we introduce the function

Za(&,7) = erf (%) + T orfe (% + Oc\/F)



which satisfies

Zee — Zr =0 in (0, +00) x (0, +-00),
Z(6,0) =1, 0< €< +00,
Ze(0,7) —aZ(0,7) =0, 0<7T<+00.

From the boundary point lemma we have, for (£, 7) € (0,1) x (0,7),
z(&, 1)< Z(&,T). (2.16)

An estimate of z from below is obtained as follows. From (2.16) we deduce z(0,7) <
7 erfe (ay/7) and from the boundary condition we obtain z¢(0, 7) < e’ erfc (ay/T) =
F,(7). Consider then the problem

ng—WTZO in(O,l)x(O,%),

W(0) =1, 0<€<1,
We(0,7) = Fo(r), 0<7<7,
We(l,7) =0, 0<7< 7.

The function W, solving the problem above can be constructed by series expansion, [2],
and by the boundary point lemma we deduce

Wa(€,7) < 2(& 7). (2.17)
We summarize what we found in the following

Proposition 2.2 Under the previous notation, the solution uy of Problem 2.1 withy =1
corresponding to the parameter h satisfies

by — I
hy
Win (52, 8) < wlet) < Zn (5. 8) - (2.19)

0 < Upy — Upy <

fO’F 0<h < hg, (218)

3 Determination of observable physical quantities

In this section we discuss the determination of parameters h and D by additional physical
measurements. We refer to the case ¢ = 1 for simplicity. Most of the arguments we use
can be duplicated with just formal modifications to cover the general case 1 € C'([0,1]).

The explicit solution to Problem 2.1 through Fourier series (see e.g. [2, §39] and [7])
can be formally written in the form

u(z,t) = f: Uy, cos(kpx)e APt (3.1)
n=1

where k,, are the positive solutions of

kltan(kl) = hi (3.2)



and
4 sin(k,l)

" 2kl + sin(2k,l)

are the Fourier coefficients of ¢ = 1. We denote u,(z,t) = ), cos(kyz)e *P. Since
(n=1)7 < kyl < (n—1)m+7/2, forn=1,2,..., it is |1b,| < 2/ |cos(k,l)| and the series in
(3.1) is uniformly convergent in [0, ] x [r, +-00) for any 7 > 0 (indeed |u, (z, t)| < 2e~*2 Dt).
Therefore

Un

lim u(z,t) =0

t—o0

uniformly for x € [0, 1], according to (2.12).
Remark 3.1 We have
(=)™, <0, (—1)"cos(kyl) < 0.

It is easy to prove that both sequences {v,} = {1, cos(k,l)} and {|i,|} are decreasing.
As a consequence, the sequence {u,(l,t)} is strictly positive and decreasing for every
t > 0; moreover for any ¢ > 0 the sequence {u,(0,%)} has alternate signs and {|u,(0,t)|}
is decreasing.

Now, we will show that expression (3.1) can be used to determine h from an additional
measurement. In fact it turns out that in experiments, [7], the ratio of top-bottom
concentration of TM is a quantity that can be precisely measured. We emphasize that
it is important to refer as much as possible to observable physical quantities involving
function u and not its derivatives, in order to avoid the introduction of error terms due to
numerical differentiation of measured values. Hence the additional information we have
is

We have k3 — k7 > 377 and

1 2 3 2
k2 — k2 > ((n—l)z—z)?—zz <n+—>7r—, for n>3.

If we denote for ¢ > 0

—3rDt —srDt 2
. _3.py e e 1 oo
e(t) =e 4 (1—1— 1_e—rDt> < =Tt r—l—2 (3.3)
we deduce by Remark 3.1

u(lt) < ul(l,t)<1 + ie%ki—k%)m) < wi(l,t) (L+e(t)) . (3.4)

n=2

Hence
(51 (l, t)

U1 (0, t)

u(L,t) (14 &(t))
u1(0, 1) + u2(0,t)

< At) <




and therefore
Moo = tlim A(t) = cos(kil) .

—00

Recalling (3.2) we find

1
h = 7 arccos(As) - tan (arccos(A)) - (3.5)

This means that the measurement of A, allows us to find h and then the sequence {k,} .

We are now concerned with the evaluation of the sensitivity of the measurement. We
focus on the following values for [ and h, which correspond to experimental situations, |7,
Table I1]:

[~2-10°cm, h~40-10%cm™".
To be specific, in this case the first three solutions of (3.2) are

ki ~7-10%m™, ky~21-10%cm™, k3~ 36-10%cm™'.

In order to estimate the relative error % as a function of A)\’\—“’ we need to estimate d‘ﬁ“/\h )
oo

Figure 1 contains the plots of these functions in the case 9. 10~%cm; the physical value
h =40 -10°cm™! is assumed for Ay, ~ 0.17 and we compute

dlnh -
T () ~ =1L,

dIn(h)/d In(a )

dInh(Aoo)
dinheo

Figure 1: Plots of the functions h(A) and

At last, we address to the problem of determining D. From Remark 3.1 we note that
u(l,t) > uy(l,t) = ~1e ¥Pt and then, for every ¢t > 0,

1 Y1
D> —1 . 3.6
T (uu,t)) (3.6)




Remark that k; depends only on h and [. We fix now two time values 0 < t; < t5 and
denote by

U(l, t2)

U(l, t1

This is an observable physical quantity. By (3.4) we have

O(t1,t2) =

~—

(1, t2)

Ul(l, tz) (1 + €(t2))
ur(l,ty) (1+e(th)) '

uy (1, ty)

< O(ti,t2) <

Therefore by the definition of u; we deduce

log (1+¢(t)) <D—D*<

S T log (1 + &(t2))

Kty — )

for
_lOg e(tl,tg)
k3(ty —t1)

Since (ty) < e(t1) and log(1 4+ z) < x we get

D* =

D — D e(ty). (3.7)

< - -
< k3(ty — ty)

Formula (3.7) gives an estimate of D in terms of the measurable quantity D*; the error
term £(3) can be estimated by the inequality on the right in (3.3) and by (3.6) as

(V]

ix

g(ta) < o for 0= (u(l’t2)) .
g

4 The free-boundary value problem

Here we adapt our model to the case of higher concentrations of TM. In this case we have
to take into account the thinning of the film during the process of sublimation, which is
an important issue to be observed and measured in experiments, see [7, Fig. 3]. This
means that [ cannot be taken as a constant as was the case in Section 2, but it is an
unknown function [ = [(¢) of time whose initial value

[(0)=1,>0

is prescribed (free-boundary value problem); the equilibrium length [, of the film is
prescribed as well and we denote

lo

lo =l

R:

We still assume that D is independent of c.
In order to derive the free-boundary condition on x = I(t) we define

I(t)
N(t) = /o c(x,t) de.



Recalling the definition of ¢(x,t), we have that N(t) represents the number of TM atoms
contained in a cylinder of unit cross-section of the film. We deduce

N(t) = /l(t) co(x,t)dr + e (1(), 1) (1)
= Docw (1), 1) +c (I(t), 1) i(t) . (4.1)
On the other hand we can write
I(t) =puN(t)+ A
where A is a constant (the contribution to the width of the film of the TiO, atoms) and
lo —loo

o= COZO - Cooloo

Y

so that u/N(t) measures the contribution of the TM atoms. Remark that coop < cop < 1.
Because I(t) = uN(t), by (4.1) we deduce

I(t) (1 — e (l(t),t)) = uDe, (I(t),t) . (4.2)

We shall prove later on that c,, < ¢(z,t) < ¢, for every = € [0,1(t)], ¢ > 0, and then
1 — pc (I(t),t) > 1 — pco, > 0. Under (2.6) formula (4.2) writes

i(t) (R —u (I(t), t)) = Du, (I(t),1) |
which is the free-boundary condition we were looking for. At last, for any ¢ > 0 define
sz{(x,t) c0<x<I(t), O<t<£} :
The aim of this section is to analyze the following

Problem 4.1 For fized D > 0, h > 0 and for a given t > 0, find a positive function
I(t) € C[0,{)NC*(0,1] and a function u € C(Q) NC>1(SY;) such that u, is continuous for
z €[0,1(t)], t € (0,7] and that

(

Du,, —u; =0 n
u(z,0) =1, 1(0) =1, 0<z<l,,
!} ua(0,8) =0, 0<t<ft, (4.3)
ug (1(t),t) + hu (I(t),t) =0, 0<t<t,
I(t) <R—u(l(t),t)> = Du, (I(t),t) , 0<t<f{.

\

Here our aim is not the proof of the well-posedness of a general sublimation problem
under minimal smoothness assumptions but we just note the results of this section are
easily extended to the case where the condition for x = 0 and/or for t = 0 are more
general.



We deduce now an a priori estimate from below for /. Remark first that by the
boundary point lemma we have u > 0 in ©; and [(t) < 0. By applying the Green theorem
to the domain €2, t < ¢, and taking into account the boundary conditions we find

t . I(t)
I+ / [Dux (1(7),7) +u (I(7),7) Z(T)} dr = / u(e, t) dz.
0 0
Since the right-hand side term is positive we deduce [, + R (l(t) — lo) > 0, that is,

() > ———1, =l (4.4)

We begin the analysis of Problem 4.1 by studying an auxiliary problem where [(t) € C[0, #]
is a given function satisfying

I(t)>a>0 for telo0,i and
—Lgl@?_gh>§0 for 0<t <ty<i (4:5)
2 —t

while u satisfies (4.3);—(4.3)4. We have

Lemma 4.2 For every | satisfying (4.5), the solution of the auxiliary problem exists, is
unique and satisfies the following inequalities

0 < u < 1, in Q (4.6)
0 > u, > —h, in Q. (4.7)
Proof. The well-posedness of the problem is a classical result, see e.g. [1]. The estimates
(4.6) and (4.7) are obtained, as in Section 2, by using the maximum principle and the

boundary point lemma. Note that, since the data do not satisfy a compatibility condition
in (1,,0), then u, is discontinuous at that point. O

Next, define
w(x,t) = uz(z,t) + hu(z,t), in Q;. (4.8)

We note that w(z,t) is the unique bounded solution of the problem

Dwyy —wy =0 in Qy,
w(z,0)=h, 0<z<l,,
w(0,t) = f(t), 0<t<t,
w(l(t),t) =0, 0<t<t

where we set f(t) = hu(0,t). Moreover w,(z,t) is known to be continuous for x € [0, [(¢)],
t € (0,1].

Proposition 4.3 For | satisfying (4.5) we have for every t € (0, 1]

+ K(t), (4.9)

‘—mf

where K (t) > 0 is a smooth and increasing function



Proof. We denote the fundamental solution for the heat equation

1 (z —¢)?
I'z,t;6,7) = —F/————=exp | ———— | , t>T1,
( &) 2/7D(t —7) p( 4D(t — )
then the Green’s function for the quarter plane is
G(z,t:6,7) =T(2,t:€,7) = T(—2, £, 7).

Using Green’s identity and Green’s theorem and the basic properties of I' we easily obtain
for t <t

0 = / /Q | (G (Duge — w,) = w (DG + G) | dgr
_ f{ (PG~ DGy dr — Gu dg)
:_D/(%xtOTﬁ(ﬁh+hA%G@jfﬁﬁE

+D/ 2, 4:1(7),7)) we (I(r),7) dr — w(a,t).

Differentiating with respect to x we obtain

lo

wy(z,t) = —D/ Nee(z,t,0,7) f(r)dr — h i Ne(x,t;€,0) d€

+D/ (z,t;1(7),7) we (I(7),7) dr, (4.10)
where we introduced the Neumann function for the quarter plane
N(z,t:§,7) =T(2,t:,7) + (-2, £, 7),
and we used the obvious relationships
Gmg = —Ngg, Gz = —Ng.

We let now = — [(t)— in (4.10); by recalling that w, is continuous up to the boundary
and by using the jump relation for the double-layer heat potential we obtain

1
y%U@J):
- D/ N, (1(£),£;0, 7) f(T)dT—h[N(z(t),t;zo,o)—N(z(t),t;o,o)}

+D/O G (1(t), t;U(7), 7) we (I(7), 7) dr. (4.11)



We estimate the term N, ({(t),;0,7) as follows:

’NT (l(t),t;O,T)‘ <

1 1 a? 12 a?
T 4D(t—1) 9 o, 4D(t-7) 4.12
N { =" " A } e
2v' D 4[2 1
L4210 =G (4.13)
a2\/_\/t -7 t—1

by applying the inequalities ze™ < % and z%e7% < %, respectively, to the first and the
second summand in (4.12). The second summand in (4.11) is estimated by

1

‘N(l(t),t;lo,o) —N(l(t),t;0,0)‘ < \/—Twi@%' (4.14)
At last I 201, .
‘G 0, 61(7), 7 )’§4D\/7T_D\/E{l+ea2[/} Coese (413

Remark now that 0 < f(t) < h because of (4.6). Then the function z(t) = |w, (I(t),?) |
satisfies an inequality of the type

dr

()<A+—+C/ m

for A =4DhVICy, B = 2hC,, C = 2DC5. Whence (4.9) follows by Lemma A.2 with

K(f) = (3A + 47 BC)e™" .

0J
Now we define a sequence of successive approximations to Problem 4.1. For n =
0,1,..., let u, solve
Dty py — tunt =0 0<z<lyt), 0<t<t,
= bt (10

0,
Uz (In(2), 1) + huy, (L(t), 1) =0, 0<t<{,
where [,, is defined recursively by 1,(t) = [, and

Los1(t) = 1, — Dh /0 Rli"u(l"((;)(’;)ﬂ dr . (4.17)

The existence of solutions to (4.16) is guaranteed by Lemma 4.2. Indeed, under the
notation of (4.5), one easily proves by induction that every [, has Lipschitz constant
L = Dh/(R—1)in [0,#] and, arguing as in the proof of (4.4), the estimate

Lo(t) > L (4.18)



holds true for n = 1,2,.... For any m and n we define for ¢ € (0, ]

a(t) = min{l,(t),0.)}
Bt) = max {l,(t),l(t)}
o(t) = B(t) — a(t) = [ln(t) = ln(t)]-
Remark that « is a Lipschitz function in [0,#] with Lipschitz constant Dh/(R — 1) and

has the same lower bound as both [, and [,,. We define moreover, for 0 < = < a(t),
0<t<t,

v(z,t) = up(x,t) — um(x,t). (4.19)
The function v satisfies
Dvm—vt:O O<z<al), 0<t<t,
v(z,0) = 0<z<l,),
v, (0 t): 0<t<t, (420)

vx(a(t) t)+hv( (t),t) =w(t), 0<t<{,

where

W@Z{UWUMWO+MAM@ﬁ i 1 (1) < 1(1)
—tUm (ln(t),t) = htm, (L,(), 1) if () > 1(F)

By the boundary point lemma we deduce that hlv(z,t)| < |w(t)|. Moreover we have

*

W)l < max (. 0)]-5(0) < & st) (4.21)

a(t)<z<B(t) Vi

because of (4.16)4, (4.9) and the continuity of w, up to the boundary. The constant
C* > 0 depends on Iy, h, D, and t.
Fix now 7 € (0,7] and assume [,,(7) < [,(7); then

U (In(7),7) — U, (lm<7'),7')‘ <

Up (ln(T), 7') — Uy, (lm(T), 7‘)’ +
C*

o).

We estimated the first summand by the mean value theorem together with (4.7), the
second one by (4.21). The case ,,,(7) > 1,,(7) leads to the same estimate; then

‘ln+1(t> — lm+1(t)| < RD—_hl/ U, (ln(T),T) — U, (lm(T),T)‘ dr

<

Up (bn(7),T) = U (lm(T),T)‘

< hé(T) +

< (h2t+2(]*\/—) - max 6(7).
R — T€[0,f]

This means that the approximations {l,} converge if ¢ is sufficiently small; the limit
function [ is a C(0,#] function with Lipschitz constant Dh/(R — 1). The convergence
of the sequence {u,} follows analogously in a standard way by estimating the difference
Up — Uy

It may seem that the argument just shows a local existence, but we note that the
constant C* does not depend on n.



A A Gronwall lemma

We prove in this appendix a Gronwall-type lemma.

Lemma A.1 Let T' > 0. Consider two positive functions ¢(t) and ¢ (t) which are con-
tinuous in (0,T] and satisfy for every t € (0,T]

o(t) < U(t) + C*/Ot \Z(i_)T dr . (A1)
Then for any t € (0,T]
o(t) < v(t)+ C/o % dr + WCQ/O o(7)dr. (A.2)

Proof. The proof runs as in [1, Lemma 17.7.1], with no need for the assumption that v is
nondecreasing. We multiply both sides in (A.1) by (7 —t)~'/? and integrate with respect
to t; then

) /’7 ¥(t) : /" 1 /t ()
dt < —=dt+C dr dt . A3
/0 v —t o vn—t o Vn—tJo Vt—T (4-3)
The double integral can be computed by using Fubini’s theorem and then making the
change of variables t = 7+ (n — 7)¢&:

/O/OW.T\)/ﬁdet = /0"¢(T) (/jm%mdg dr

_ W/Ongm)df.

The estimate (A.2) follows then by (A.1) and (A.3).
0J

Lemma A.2 Assume that for A >0, B >0, C > 0 and T > 0 the positive function
¢ = ¢(t) is continuous in (0,T) and satisfies for every t € (0,T]

0<¢()<A+—+C/ \/m

Then for any t € (0,T]

o(t) < % + (3A + 47 BC)e™*. (A.4)

Proof. We apply Lemma A.1 with ¢ = A + %, C = C. We compute easily

/ \/jd T =2AVt+21B



and then (A.2) becomes
o) < g(t) +7C* [ o(r)r (A.5)
0
for t € (0,77 and
B

g(t) = (A+ 27 BC) + 2ACV1t + 7

Consider now Gronwall lemma as stated in [1, Lemma 8.4.1]. The proof there is easily
extended to cover the case of inequality (A.5), where the function g is unbounded. One
obtains then

o(t) < g(t) + 7C2e™C /tg(T)e_”CQT dr . (A.6)
0

We make use of the identity
t
(@ + BVE)e ™ 4 nC? / (a+ By/F)e ™ dr =
0

= a+ ;/—gﬁ erf <C\/E) (A.7)

for o, 8 € R, which holds since both sides have the same derivative and coincide at ¢ = 0.

The right hand side in (A.6) is easily computed by considering separately the regular
part g,(t) = (A+27BC) +2ACVt of g from its singular part g,(t) = %. In fact by (A.7)
we get

t
gr(t) +7T0267T02t/ gr(1)e ™ dr =
0
_ [A 4 2rBC + /T Aerf (C\/E)] et

t
gs(t) +7TC’26“02t/ gs(T)e ™ T dr =
0

B 2
= % + m2BC erf <C’\/E) et

By estimating /7 < 2 and erf(Cv/7t) < 1 and summing up the previous identities, we
obtain (A.4). O
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