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Reactive particles that scavenge an undesirable permeate can be incorporated into thin plastic films to
make high performance composite barriers used as packaging materials. A multiscale model is presented
with analytic solutions to the resulting equations to describe blends of non-spherical particles in the
limiting cases of fast and slow reaction rates. These analytic design formulae include predictions for the
permeate flux, time lag and kill time. In particular a quasi-steady permeate flux is quantified, which is
observed at early times when most reactive sites are still available. This flux can lead to significant leakage

Ié?a/z?‘:gsr:nembmnes of the mobile species well before the time lag, and it is proposed as a critical figure of merit for the design
Packaging of reactive barrier materials. The equation for the quasi-steady flux is valid for reactive particles of any

shape and requires only knowledge of average area to volume ratio for the particles within the blend in
the limit of fast reactions. The time lag is also shown to be valid for any polymer blends, irrespective of
particle geometry, aspect ratio or reaction mechanism within the particle. The ranges of validity of the

Oxygen scavenging

design formulae are found to be broad based on comparisons with numerical solutions of the model.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

Polymers are widely used as packaging materials that pro-
vide chemically tunable barrier properties combined with good
mechanical properties and low cost. New polymer barrier materials
that react or absorb undesirable permeates are being developed for
products that are highly sensitive to oxygen or moisture, such as
organic light emitting diodes (OLEDs) for flexible displays [1-3]. The
characterization and validation of such reactive polymer materials
is challenging because they would provide barriers with lifetimes
on the order of several years. In practice experiments for charac-
terization would be done on much shorter time scales, and thus
models are needed to extrapolate to long times to predict barrier
performance. The main purpose of this paper is to develop such
models for polymer blends.

Oxygen scavenging polymers (OSPs), like polybutadiene, read-
ily oxidize [4-10]. However, scavenging polymers typically lack
adequate structural properties so they are usually employed as
composites with polymers such as poly(ethylene terephthalate)
(PET) and polystyrene (PS). Polymer blends [11] and multilayer
composites [12-17] are two possible configurations of interest. Sin-
gle layer reactive membranes have been modeled as homogeneous
systems [18-25], including the case of reactive particles uniformly
dispersed in an inert media. A recent paper by Ferrari etal.[11] pre-
sented a multiscale mathematical model describing the transport
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of oxygen in a blend of spherical OSP particles within an inert poly-
mer matrix. The system of non-linear partial differential equations
was solved numerically over a wide parameter space relevant to
packaging applications.

This paper significantly extends the methodology developed
by Carranza et al. [26] for homogeneous reactive membranes to
derive design formulae for polymer blends. It is also shown that this
analytical approach can be easily adapted for blends to the practi-
cally important case of non-spherical particles. Furthermore, the
methodology is demonstrated to accommodate variations in the
kinetic model within the reactive particle, and in fact the functional
forms of the design equations obtained by asymptotic analysis are
independent of the details of the reactive term in the model equa-
tions. In particular the limits of fast and slow reactions within the
particles are considered here. The derivation of analytical design
equations based on approximate solutions of the non-linear model
eliminates the need for lengthy simulations and provide clear rela-
tionships between critical design parameters and the physical and
chemical properties of the polymer blend. In addition, extraction
of parameters, such as diffusion and reaction coefficients, and sen-
sitivity analyses are made easier with analytical models.

The results in this paper will be developed in the context of oxy-
gen scavenging but in fact are generally applicable to any reactive
permeate and barrier system. Three regimes for the flux of oxygen
were observed in the numerical solutions of the multiscale model.
Atearly times, an initial quasi-steady-state flux occurs. This leakage
flux, though much smaller than that at true steady state when all
the scavengers have been consumed, is likely the most critical char-
acteristic of such barrier materials. At intermediate times, the initial
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Fig. 1. Schematic illustration of the polymer blend film and a particle in the limit of fast reaction.

plateau gives way to a transient regime with increased oxygen flux,
leading to the final regime, characterized by the time lag, when the
flux approaches its steady-state value. Analytical estimates for the
initial flux plateau, for the intermediate transient flux, the time lag
and kill time are presented along with their ranges of validity. The
extent and nature of the dependence of each regime on the particle
geometry and reactivity is discussed.

2. Model description

Consider a membrane composed of reactive particles in an inert
polymer matrix, as illustrated schematically in Fig. 1. The matrix is
typically an inert polymer with good mechanical properties, such
as poly(ethylene terephthalate) (PET) or polystyrene (PS), while the
particles are oxygen scavenging polymers (OSPs) such as polybu-
tadiene (PB). As the matrix is inert, the reaction is confined to the
scavenging particles. The particles and the matrix are assumed ini-
tially devoid of oxygen. A transport model at the particle-scale is
first developed and then used to develop a multiscale transport
model in a film of the blend.

2.1. Particle model

The reactive sites within each particle are immobilized and are
consumed as reaction progresses. Oxygen transport through the
particle obeys Fick’s law. Initially, the particles are devoid of oxygen
and all reactive sites are available. The material balances, initial and
boundary conditions for oxygen and the reactive materials within
a spherical particle, for example, are given by

aCp Dp 0 [ 503G
=2 (r = | —kenGp, (1)
on N
E = —kanCp, (2)
LC.: Gy(r,t =0)=0, n(r,t=0)=ne,

3G, B 3 _ Cm (3)
B.C.: W r:O—Ov Cp(r_Rv t)_ ﬁ’

where G, is the oxygen concentration within the OSP particle, t is
time, r is the radial position in spherical coordinates, D, is the oxy-
gen diffusion coefficient within the particle, kg is the bulk reaction
rate constant for reactive particle, n is the concentration of reactive
sites, ¥ is the stoichiometric constant relating moles of oxygen to
moles of reactive sites, R is the radius of the OSP particle, G, is the
concentration of oxygen in the inert matrix, H = Sy, /Sp is the par-

tition coefficient relating the solubility of oxygen in the matrix Sy,
to the solubility of oxygen oxidized OSP Sy, and ny is initial concen-
tration of reactive sites. We will now consider the limiting cases of
very fast reaction and very slow reaction.

2.1.1. Reaction is much faster than diffusion

Do [27] has shown that for cases where reaction is much
faster than diffusion within the particle, i.e., the Thiele modulus
P, = (Rszno/Dp)l/2 > 1, the shrinking core model is valid. In the
shrinking core model the reaction progresses as a moving front,
consuming the immobilized sites behind the front, and leaving an
unreacted shrinking core ahead of the front. The pseudo-steady-
state concentration at the particle’s moving front and the rate of
change of the core radius are thus given by [11]:

= S (14 0% (B_p))7 4)
= +m(a‘) ’

da_ koG (| ko> (R B )
o T H +m(a‘) ’

where Cp, is the oxygen concentration in the inert matrix, kp is an
effective surface rate constant, a is the radius of the reactive core
and R is the radius of the OSP particle. The effective surface rate
constant in the moving front regime is given by k, = /Dpkgno,
as shown in [26]. Sample calculations of the reactive length scale
Lixn = v/Dp/kgng = Dp/kp, covering the range of values used in
numerical calculations of Ferrari et al. [11], are shown in Table 1
(note that in [11] the Damkdhler number for the OSP particle is
defined by Dagsp = Rkp/D), = ®p). These indicate the validity of the
shrinking core model for much of the practical range of physical
parameters. However, as it will be discussed in the next sections,
the specific form of Eq. (4) is only required for the derivation of the

Table 1
Sample calculations for OSP particles and blend for range of parameters used in [11].

kp (cm/s) D, (cm?/s) R(pm) Ly (pm) @, @,
Base case 8x 103 2x 1079 25 0.25 10 104
Highestk, 1x10-3 2x 107 25 0.02 125 367
Low k, 1x10°6 2x10°? 2.5 20 0.1 12
High D, 8x 103 2x10°8 2.5 2.5 1 104
Low D, 8x 1073 2x 10710 25 0.03 100 104
High R 8x 1073 2x107? 5.0 0.25 20 73
Low R 8x10° 2x107? 0.5 0.25 2 231

Lixn =Dp[kp, @, =Rkp[Dp, ) = \/3¢l<pL2/DmR H, where D;, =5.6 x 10-2 cm?[s, H=1
and L=250 pm for all cases above.
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Table 2
Reactive sites material balance for various particle models.?.

Shrinking core @, > 1 Homogeneous @, « 1

Sphere T = Vo /Aokp, Vo /Ao =R/3 T=1/kgno
_ (n/ng)*/? _n
f(n/no) = 14+®p((n/ng)'/> ~(n/ng)*/?) fn/no) = 5

Cylinder T = Vo/Aoky, Vo /Ao = R/2 T=1/kgno
ho >R f(n/no) = _ wm2 f(n/ng) = 2
1+®p(n/ng) /2 In((n/ng)"1/2) o

Disk T = Vo /Aokp, Vo /Ao = ho /2 T=1/kgno
ho <R f(n/no) = T,z f(n/no) = &

kp = /Dy knto, @y = RK, /Dy =  /R2kano /Dy
b G

2 Scavenger material balance is given by Eq. (12), %rtz =-z ﬁf(n/ng).

intermediate times regime, and variations of Eq. (4) can be easily
included in the model.

Eq.(5) can be expressed in terms of the concentration of reactive
sites n, which is proportional to the particle volume according to the
relationship n/ng = V/Vy = a3/R3, where ny is the initial concen-
tration of reactive sites, Vj is the initial scavenger particle volume
and V is the volume of the unreacted core. Thus, the scavenger site
concentration equation and initial condition are given by

n_ DkAG 3k G (n/no)*/> ®)
ot Vo RH 14 @y((n/no)'? — (n/no)*?)’
I.C. : n(t = 0) = ny, (7)

where A = 47 a? is the particle surface area at the moving front,
Vo = 47 R3/3 is the initial volume of the particle and @, = Rkp/Dp
is the Thiele modulus for the particle, expressed in terms of the
effective reactive rate constant kp. Equations similar to Eq. (6) can
be derived for shapes other than spheres and are listed in Table 2.

2.1.2. Reaction is much slower than diffusion

When reaction is much slower than diffusion, i.e., @, « 1, then
the concentration is uniform within the particle and the reactive
sites are consumed uniformly over time [28]. Egs. (1) and (2) and
the initial conditions reduce to

Co=—11 (8)
on o« Cm

= = —Dkg o (9)
I.C.: n(t =0)=ng. (10)

2.2. Transport in the film

Here a model of the transport in the film of the blend is devel-
oped based on the particle-scale reaction of oxygen with the
scavengers. A schematic of the polymer blend of reactive particles
imbedded in an inert matrix is illustrated in Fig. 1. For packaging
applications the upstream side is exposed to an infinite source of
oxygen at partial pressure (po, ), at time t = 0. This source is typically
air and the downstream side has vanishing oxygen partial pressure.
The oxygen concentration at the gas/polymer interface is assumed
to obey Henry’s law. The particles are assumed to be uniformly dis-
tributed, in large enough numbers and small enough compared to
the film thickness that average effective properties can be used. The
concentration profile over the film takes into account the oxygen
consumption in each particle and the number density of particles in
the film. The non-linear transport equations in the reactive blend,
along with initial and boundary conditions, are given by

2
ICm #Cn _ pon an

e T T T v e

on_ DCn
AT TH (n/ng), (12)
I.C.: Cu(x,t=0)=0, n(x,t=0)=ny, (13)

B.C.: Gn(0) = Cn(x=0,t) =Smpo,,
Cm(l) = C(x =L, t) = 0. (14)

where Dy, is the oxygen diffusion coefficient of the inert matrix and
¢ is the volume fraction of OSP in polymer blend. The characteris-
tic time 7 and the generic function of reactive sites concentration
f(n/ng) depend on the reactive model chosen for the particle. For
spherical particles in the limit of @, > 1, T = R/3kp and f(n/ng) =
(n/ng)*3 /(1 + ®,((n/n)'? — (n/ng)**)), recovering Eq.(6).In the
limit of &, « 1, Tt=1/kgng and f(n/ng) =n/nop, recovering Eq.
(9). Expressions for 7 and f(n/ng) for the two different models of
particle-scale and particle shapes are given in Table 2. Note that
Eq. (12) is the generic form of the material balance for reactive
sites, which applies to both the homogeneous (slow reaction) and
shrinking core (fast reaction) models of particles of any shape.

The oxygen flux and the total amount of oxygen permeated are
quantities of interest derived from the solution of Eqs. (11)-(14).
The downstream flux J at time t is given by

ac

oy = -Dn'

ox ’ (15)

x=L

and the total oxygen permeated through the membrane Q; at time
tis given by

t
Qtz/]|x=Ldt~ (16)
0

Numerical solutions of Eqgs. (11)-(14) reveal three regimes of
interest for the downstream flux (Fig. 2), as has been shown by Fer-
rarietal. [11]. The early time regime is characterized by a fast rise of
the flux, followed by a flux plateau. This quasi-steady plateau even-
tually gives way to a second regime of rising oxygen flux. The third
regime occurs when all the reactive sites have been consumed, and
the flux reaches its final steady-state value. Note that the charac-
teristic times for each regime is independent of @;, as shown in
Fig. 2.

The regimes observed in the transient downstream flux can be
mapped to the concentration profiles, as illustrated in Fig. 3. The
early time regime occurs before significant consumption of reactive
sites. Most sites are still available, except for the region very close
to the upstream boundary. The uptake of oxygen in this regime
can be approximated by a simpler first-order reaction, as will be
discussed in the next section. For intermediate times, the concen-
tration profiles can be divided into three zones. The first zone is
predominantly diffusive, characterized by a linear oxygen concen-
tration profile, with all the reactive sites consumed. The second
zone shows a non-linear decay in the oxygen concentration due to
reaction, coupled with a gradual change in reactive sites concen-
tration. In the third zone, most reactive sites are still available, and
the oxygen concentration is vanishingly small, which is consistent
with the downstream boundary condition. A moving front develops
during this regime, leading to the analysis described in Appendix
A to develop predictive equations for this regime. Note that this
is a front moving through the film and not to be confused with
the moving front within the reactive particle illustrated in Fig. 1.
Finally, the third regime occurs when all the reactive sites have
been consumed, and the concentration profile becomes linear over
the whole film. This regime is characterized by the time lag, when
the flux approaches its steady-state value.

The three regimes illustrated in Figs. 2 and 3 are observed for
reactive transport in reactive polymer blends as well as homoge-
neous reactive membranes. The analytical solutions for these three
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Fig. 2. Comparison of numerical solution and analytical estimates for the three
regimes relevant to analysis of dimensionless downstream oxygen flux for
v=0.0023, @, =18 and (a) ¢,=0.125, (b) ¢, =1.25 and (c) P, =12.5. Solutions
based on shrinking core particle model (solid line =numerical solution, dashed
line = prediction) and the bulk reaction particle model (dotted line = numerical solu-
tion, dash-dot = prediction) are compared. The initial flux plateau (horizontal dashed
line) is the same for both models and matches closely the numerical solution. Inset
shows the time lag as determined from the numerical solution, using the asymptote
as Qtoo-

regimes are derived for polymer blends in the next sections, fol-
lowing the framework described in Carranza et al. [26]. Table 3
summarizes the approximate times for each time region in terms
of the physical parameters of polymer blends for oxygen scaveng-
ing. Similar analysis could be extended to blends targeting other
species, e.g. water, by modifying the scavenging behavior accord-

ingly.

3. Analysis of early times to estimate initial leakage flux
plateau

At early times, most of the scavenger sites remain unreacted,
except those very close to the upstream boundary, as illustrated in
Fig. 3. Therefore, the concentration of reactive sites n can be approx-
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L

Fig. 3. Concentration profiles for early, intermediate and long times.

imated by the initial concentration of reactive sites ng. The oxygen
flux in the plateau region of interest is also quasi-steady, and thus,
the oxygen transport equation and boundary conditions become
d®Cn ¢ Cn

bz TH O g

B.C.: Gn(0)= Cn(x =0, t) =Smpo,,
Cn(L)=Cpn(x=L,t)=0. (18)
Table 3

Analytical predictions of dimensionless flux for early, intermediate and long times
for a reactive polymer blend.

Dimensional equations
Jl=L = 2JssPp e~
Lonset = T((¢b - 1)H/2¢)

Jix=t = blss(L/xp)e=Po(1=XF/D) xp = { /20Dy t

Time interval

Early times?®

Lonset < < tsF

Intermediate times

tsp<t<6 tse = Ht/2v¢
Long times JIx=L = Jss = Cn(0)Dp /L
t>6 0=00(1+3/v)

Dy =/ ¢L2/DnTH, @, = | /R2kg 19 /Dy, v = D Cn(0)/ 1o, 6 = L2 /6D

T =1/kgng for @, <1, T = Vo /Aok, for @, > 1.
2 Jlx=t = 0 for t<tonser.
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for each data point.

This equation, along with the boundary conditions can be easily
solved to show that

cosh(aL)

Cn= _Cm(O)SiT(OlL)

sinh(ax) + G (0) cosh(ax), (19)
where o = \/¢/tH. Using Eq. (15) for the downstream flux with
Eq. (19) for oxygen concentration gives the following expression
for the flux:

]|X:L = aljss/sinh(al), or ]|X:L~2aL]SSe“"L for al > 1,  (20)

where Jss is the steady-state oxygen flux Fluxss = Jss = Cn(0)Dp /L.
Solovyov and Goldman [24] derived a similar equation for the flux
to describe a system with a large excess of reactive sites, as part
of their modified moving front model. Here this model is used to
describe the flux in the early time regime.

This equation can be expressed in terms of the effective Thiele
modulus for the film of the polymer blend @, = \/¢L2/DpHt, i.e.,
the ratio of the length scale of diffusion through the film and the
length scale of reaction within the particle so that

Fluxpigr = Jlx=1 = 2JssPp e~ %o, (21)

which is valid for @, > 1. This algebraic expression predicts the
initial flux plateau using physical properties that can be measured
experimentally. Note that in the limit of @, «1, T =1/kgng as
shown in Table 2, thus making Eq. (21) independent of particle
shape or surface area. In the limit of @, >> 1, T = V /Agk;p in general
again regardless of particle shape as shown in Table 2, and thus
@y = \/PAokpL2 /VoDiH. Therefore, the flux given by Eq. (21) is
independent of particle shape and depends only on the specific area
Ao/Vp in the limit of @, >> 1. In systems where particle shape can-
not be described by simple geometries, Ag/Vg can be determined by
analyzing images, e.g., by transmission electron microscopy, using
the principles of stereology [29,30].Eq.(21)isidentical in functional
form in the limit of fast and slow reactions within the particles.
Indeed the existence of the quasi-steady plateau flux is indepen-
dent of the details of the reaction within the particle because at
early times all the scavenging sites are essentially accessible.

The initial plateau estimate of Eq. (21) was compared to the val-
ues obtained by numerical solutions of the polymer blend model
equations and boundary conditions given by Eqs. (11)-(14) for
both fast and slow reactions. The prediction is in excellent agree-
ment with the numerical solutions for all the cases computed,
as illustrated in Fig. 2 and the parity plot of Fig. 4. The plateau
flux decreases with increasing @), = \/¢ L2 /DpHt, as illustrated
in Fig. 5. The plateau flux is proportional to the steady-state flux
Jss = Cm(0)Dyy /L, and consequently to the upstream oxygen con-

—e te /6,

flux plateau

(8, 0.06)

Flux,/ Flux

(16, 0.06)

(21, 10) (@, @)

Ll Al Ll Ll L

10°? 107 10° 10 10? 10° 10*
v

(/]

Fig. 5. Dimensionless downstream oxygen flux for v=0.0023 and various @, and
&,.The values in parenthesis give @, and @), respectively, for each case. The plateau
flux increases with decreasing @y, as predicted by Eq. (21). The initial plateau region
is bound by the plateau onset t,ns: and tsr, as predicted by Egs. (22) and (23).,
respectively.

centration Cp(0). Increasing Dy, increases Jss and decreases @,
leading to an increase in the initial flux plateau. Conversely, increas-
ing L decreases Jss and increases @y, leading to a decrease in the
initial flux plateau. The increase in the flux due to increasing Cp(0)
or Dy, is expected, since the former causes more oxygen to be avail-
able, while the later enables fast transport of oxygen through the
film, which leads to greater leakage through the film. Likewise, the
decrease due to higher L is also expected, since for thicker films, the
diffusion time is longer, allowing the reaction to occur and, thus,
reducing the amount of oxygen breakthrough at early times.

The onset of the initial plateau tonser can be derived by recog-
nizing that the transient can be modeled as an unsteady first-order
reaction diffusion problem. This typset is the time lag for an equiva-
lent first-order reactive membrane, given by [26]:

¢b COth(‘pb) -1
2¢/H ’

Note that the second approximate expression for the onset time
retains the constant 1 in the numerator because it is found to be a
good approximation for @, as low as 2 or 3.

The initial plateau regime eventually transitions to a fast rise in
the downstream oxygen flux, in a transient regime described in the
next section. The transition between these two regimes occurs at
tsr, the time a steady front has been established. Following the steps
in [26], this time can be estimated by comparing the consumption
of reactive sites within the front volume with the influx of oxygen
into the front volume, and is given by

Or fonset =T for &> 1. (22)

Lonset =T

@y -1
26/H

H
tsp = Tm, (23)

where v = 17Cpy(0)/¢png is the ratio between dissolved oxygen
and reactive capacity. When the onset of the initial plateau
tonset = tsp V(@) — 1) occurs before the steady front has been estab-
lished, i.e.,0 < v(®), — 1) < 1, there is a well defined initial plateau
regime as the cases shown in Fig. 5, and the transient flux approx-
imation described in the next section is valid.

4. Transient flux regime at intermediate times

To determine the transient flux the specific shape of the particle
and the assumed reaction model as embodied by f(n/ny) must be
known. For spherical particles in the limit of @, > 1, the concen-
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Table 4
Values of b in Eq. (26) for flux estimate for blends of spherical particles with various
D,.

®, = (Rkp/Dp) = (R2keno /Dp)'/* b
Homogeneous film 0.653
0.1 0.514
1 0.581
10 1.54
100 335

tration equations are given by

Cn D 9%Cn 3 3kpep Cm (n/n0)2/3 (24)
ot W R H 11 dy(n/no)” — (n/ng)??)’

2/3
on _ . 3kp Com (”/”]0) — (25)
ot R H 14 @,((n/ne)'? - (n/ne)*”?)

Solutions in the frame of reference of the moving reaction zone
were developed, as shown in Appendix A, giving the algebraic
expression for the downstream flux:

L/xF
]|X:L = b.]SS e‘Db(l*XF/L) 5 (26)

where Jss = Cn(0)Dim /L is the steady-state oxygen flux and
Xp = +/2vDp t is the position of the moving front. Values of b
in Eq. (26), which are listed in Table 4 for spherical particles and
various values of @, are computed by numerical solutions of the
moving front ODEs, as discussed in Appendix A. Note that the
functional form of Eq. (26) is valid for a wide range of models, with
specific values of b computed for each different model. In the limit
of @, « 1 the transient result for the homogenous film is recovered
where b=0.653 [26]. Fig. 2 compares the numerical solution to the
predicted values of the initial flux plateau [Eq. (21)] and the inter-
mediate transient flux [Eq. (26)] using the shrinking core particle
model [Egs. (24) and (25)] and the bulk reaction particle model
[Egs. (11) and (12) where t = 1/kgng and f(n/ng) = n/ng]. The
graphs show the results for @, = 0.125, @, = 1.25 and &, = 12.5,
where v = 0.0023 and @, = 18 for all cases. Note that the results
for the shrinking core particle model and the bulk reaction particle
model are nearly identical for @, = 0.125 and @, = 1.25, therefore
both models can be used in this range of @p.

As indicated in Table 3, the transient flux prediction of Eq. (26)
is valid between the time a steady front has been established |ts¢
given by Eq. (23)] to the time before the front has reached the right
boundary, i.e., when most of the reactive sites have been consumed.
Note that for larger @, (Fig. 2c) the flux increase from the initial
plateau flux starts before tgf, resulting in a larger deviation from
the predicted values.

5. Figures of merit

The prediction of time lag 6 for a reactive polymer blend was
derived in Ferrarietal.[11], following a method developed by Frisch
[31], and adapted by Siegel and Cussler [18] to estimate the time
lag for homogeneous reactive membranes. The expression derived
by Ferrari et al. is given by

0 =06p(1+3/v), (27)

where 6y = L? /6Dy, is the diffusion time lag of the inert matrix and
v = DCn(0)/¢ng is the ratio between dissolved oxygen and reactive
capacity. This algebraic equation for time lag was obtained assum-
ing spherical particles, but is in fact generally valid irrespective of
the shapes or sizes of the particles, and irrespective of the specific
reaction mechanism within the particles. Note that the time lag

depends only on the diffusion time scale through the inert matrix,
and the ratio between dissolved oxygen and scavenging capacity of
the blend.

The cumulative oxygen permeate Q; is obtained by the integra-
tion of the downstream flux, per Eq. (16), and can be estimated
analytically by adding the contributions from the initial plateau
regime, see Eq. (21), and the transient regime, see Eq. (26). Thus,
the oxygen permeate can be estimated by

tsp t
Qt / J’x:Ldt +/ ]|x:Ldt
fonset tsp

_ 2sstse Py
T eP

(1+v(1—Pp)+b(eVi/iss —e)). (28)

For times below tsf, the above equation reduces to the first inte-
gral, 2Jss@pe~Po(t + tspv(1 — @), which is the initial flux plateau
multiplied by t — tonser. The kill time t, i.e., the time when the
oxygen permeate reaches a predefined max Qmqx, proposed as a
transient parameter in [22], can be found by solving Eq. (28) for
time, giving

Qmaxe¢b _ 14+v(1 - Pp)
2bjsstsr Py b

t, = tsp In? +el. (29)

6. Summary and conclusions

The transport equations for a mobile permeate in a blend of
reactive particles in an inert matrix have been derived to describe
reactive particles of any shape in the limits of fast reaction and
slow reaction. The framework developed to derive analytical design
formulae for homogeneous reactive membranes [26] has been
extended to these reactive polymer blends, illustrating how the
approach can be adapted for models with very distinct reactive
terms. Equations for flux and characteristic times for the three
regimes identified in the numerical solutions have been derived
for the polymer blend. It was found that the details of the reac-
tion mechanism within the particles do not affect the functional
form of the analytic models and only affect the values of known or
easily determined constants in the predictive equations. The tech-
nique presented is broadly applicable and can be easily adapted to
accommodate other particle-scale reaction models.

For the initial regime, when most reactive particles are still avail-
able, the initial plateau flux and plateau onset time tonser Can be
determined without knowledge of particle shapes, using instead
the average area to volume ratio of the reactive particles Ag/Vo,
which can be determined by analyzing images using the principles
of stereology. Likewise, the characteristic time for the interme-
diate regime tsr, which marks the end of the initial flux plateau,
requires only knowledge of Ap/Vy. One of the critical conclusions
of this paper is the generality of Eq. (21) for the prediction of this
flux. For many packaging applications, the initial plateau flux is the
important design consideration because it characterizes the small
but persistent leakage of oxygen through the barrier. Furthermore,
the calculations for early times do not require the knowledge of
the reaction details within the particle. The value of the down-
stream flux for intermediate times can be predicted analytically
if the particle shape is known. The third regime, when most par-
ticles have been consumed, is characterized by the time lag 6 and
the steady-state flux, which are completely independent of parti-
cle shape, area to volume ratios, or details of reaction within each
particle.

Traditionally, the time lag, which isindependent of reaction rate,
has been considered the figure of merit when designing reactive
membranes, as it marks the exhaustion of the reactive particles.
However, this study suggests that the value of the initial flux
plateau, which accounts for both diffusion and reaction rates, along
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with its end time tgr are additional parameters to consider when
designing packaging materials. For applications where it may be
preferable to design a barrier which will remain in the plateau
region throughout the life of the product, the end of the useful
life may be determined by the beginning of the transient region
tsr instead of time lag 6, and the value of the flux plateau can be
used to determine the total permeate over the life of the product.
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Appendix A.
Following Carranza etal.[26], solutions in the frame of reference

of the moving reaction zone were developed, with solutions of the
form:

M0 _ e, (A1)

0

C(x, 1) = Cn(0)y ’Z—dfc@), (A2)
_ x — xg(t) (A3)

/DmHt/$’

where (&) represents the reactive site in the new frame of refer-
ence, G(§) is the self-similar oxygen concentration field, Ht/¢ is the
reactive time scale for the blend, /DnHt/¢ is the reactive length
scale for the blend. The position of the moving front is given by

Xp=1/2VvDnpt, (A4)

where v = ¥ Gy (0) /¢ ng is the ratio between dissolved oxygen and
reactive capacity. The leading order equations for the polymer
blend become

26 -

a& -Gf(m=0, (A.5)
dn - _

& -Gf(m=0, (A.6)
B.C.: n(oc)=1, G(o0)=0, % =-1, (A7)

where G = v2vG.
Provided that f(n) — 1 as £ — oo, the asymptotic solutions of
these equations as & — oo are given by

G=be 5, n=1-bes. (A8)

Thus, substituting Eq. (A.8) in Eq. (A.2) for concentration in the
moving front regime and using Eq. (15) for flux gives Eq. (26), the
algebraic expression for the downstream flux. Note that Eq. (26)
functional form is valid for any model with the asymptote f(n) — 1
as & — oo, regardless of the details of f(n). If f(n) is known, the
values of b may be computed by solving Egs. (A.5) and (A.6) by
the shooting method using Eq. (A.8) as the initial conditions while
varying b until the condition for matching the asymptotic solutions
of the diffusion zone and the moving reaction zone is satisfied, i.e.,
G(E)= —Eas & — —oc0 [26].

Nomenclature

a radius of the reactive core, cm

A area of scavenging core, cm?

Ao area of scavenging particle, cm?2

b constant for moving front flux prediction, dimen-
sionless

Cm 0, concentration in the film, molo, Jcm3

Cm(0) oxygen concentration at the polymer blend film
upstream surface Gy(0) = po,Sm, rrloloz/cm3

G oxygen concentration in the OSP particle,
molg, /cm? OSP

Dm oxygen diffusion coefficient of the inert matrix,
cm?/s

Dp oxygen diffusion coefficient for the oxidized OSP,
cm?/s

filn/ng) reactive sites consumption function for a particle

G variable for moving front analysis, dimensionless
G =v2vG

H partition coefficient, H = Si/Sp

J oxygen flux, mol/cm? s

kp reaction rate constant for reactive particle, cm/s

kg bulk reaction rate constant for reactive particle,
cm?3 OSP/molgs s

L thickness of the film, cm

n concentration of reactive sites, molgs/cm?

ng initial concentration of reactive sites, molgs/cm?3

Po, oxygen partial pressure, MPa

Q; oxygen permeate, mol/cm?2

R radius of the OSP particle, cm

Sm solubility coefficient for oxygen in inert matrix,
c¢m3(STP)/cm? MPa

Sp solubility coefficient for oxygen in the scavenging
polymer, cm3(STP)/cm3 MPa

t time, s

tx kill time, s

tonset onset time for the initial flux plateau, s

tsr time when a steady moving front is established, s

4 volume of reactive core, cm?

Vo volume of scavenging particle, cm3

X position along film thickness, cm

XF moving front position, cm

XF moving front speed, cm/s

~

denotes dimensionless variables

Greek letters

<

"o

OSP capacity, 8 = ng /P, molg, /cm> OSP

time lag, s

diffusion time lag of inert polymer, 8y = L2 /6Dy, s
volume fraction of OSP in polymer blend

effective  Thiele modulus for the blend,
@y = /PpL2/DnTH
Thiele modulus for the OSP particle,

@, = \/R%kgng /Dy or @, = Rkp/Dp

reactive sites expressed in terms of moving front
coordinate

ratio between dissolved oxygen and reactive capac-
ity, v = DC(0)/dno

stoichiometric coefficient, molgsmolp,

time scale, T = V/Aokp or T = 1/kgng, s

moving front coordinate, dimensionless
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