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Abstract. We study the possible intantaneous gelatiomdtuple coagulation processes with

a pairwise coalescence mechanism. This reaction mechanism, which is characteristic of the
many-body aggregation model, and is not shared by the usual binary coagulation, may increase
the reaction rate and so make instantaneous gelation a physically possible processnfor the
tuple coagulation model. We show that the generalized Smoluchovski coagulation equation
(GSE) predicts instantaneous gelation if the reaction kernels behaveGasio, ..., i,) =~

il”iz - ~in,1)“/i; asi, — oo, with an exponent satisfyingv > 1. This type of reaction kernel

is related to the multiple-site-tuple coagulation process, and corresponds to possible physical
systems, in contrast to the case of binary coagulation where such kernels do not occur in the
corresponding physical systems. We also study the structure of gel solutions of the GSE. We
found that, ifu > v — 1, the cluster size distributiosy (r) approaches a universal form at large
times ¢ — 00).

1. Introduction

The kinetics of cluster growth and its critical properties have been the object of considerable
interest. In the study of the kinetics of irreversible aggregation and clustering phenomena,
Smoluchovski’s coagulation equation proved to be one of the few available theoretical tools
in many fields of physics, atmospheric physics, colloidal chemistry, biology, and technology
[1-5]. In Smoluchovski theory, clusters are assumed to grow purely through the process
of binary coalescence, because the concentration of the growing clusters is assumed to be
sufficiently low that many-body collisions can be neglected. Describing the system by a set
of concentrationsg; (¢) of k-particle clusters, the time evolution of the cluster concentration

is determined by the following kinetic equation [6—10]:

1 o0

Cr = = K@, j)cici — ¢ Kk, j)c; 1

: 2i§=:k(])” k;m), @)
where the coagulation kerné (i, j) represents the rate coefficient for a specific clustering
mechanism between clusters of sizeand j. The first sum gives the increase qf(r) as
a result of the coalescence of clusters satisfying the conditipry = k& while the second
term accounts for the decreasecpfr) due to the binary collision of the-particle clusters
with clusters of any size. In this mean-field kinetic theory the spatial fluctuations in the
cluster distribution and the geometrical structure of the growing clusters are completely
ignored. Therefore, Smoluchovski coagulation theory is applicable only to dilute, idealized
aggregation systems, where only binary collision is appreciable. It is, however, obvious
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that in a variety of physical and chemical coagulation processes, clusters may be formed
by binary, ternary, or generally-tuple collisions, as a result of high concentration of the
aggregates, correlations between the growing clusters, or specific coagulation mechanisms,
etc. For example, if we assume that the reaction force which binds two aggregating clusters
is finite, in respect of the relative motion between two clusters, then it is reasonable to
assume that the clusters formed by a ternary collision may be structurally more stable than
those formed by a binary collisions. This phenomenon is more likely to occur in ballistic
aggregation [11, 12], especially when the velocities of the aggregates are large. Under
certain conditions, it is also possible that a specific coagulation mechanism may favour a
particularn-tuple aggregation, where a special structure (say, a ramified ring) is required to
maintain the biological activity of the clusters thus formed. Here we would like to stress
that we are not interested in the concrete chemical or biophysical processes, where the use
of Smoluchovski coagulation theory is not justified. What we would like to know is to
what extent a Smoluchovski-like mean-field theory for aggregation is relevant when the
aggregation system deviates from the dilute, idealized conditions for which Smoluchovski
kinetic theory is valid. It should be noted that in any aggregation process, as long as clusters
can be formed by binary collision, binary aggregation prevails. If this is the case, we wish
to know what the effects are of the high-ordert(iple) aggregation on the properties of
the whole aggregating system. It therefore seems to be relevant to study first the process of
purely n-tuple aggregation, and it is expected that a better understanding of purely many-
body coagulation may help us gain insight into complicated, mixed multiple coagulation.
Recently we proposed a generalized Smoluchovski coagulation theory to study purely
n-tuple aggregation processes [13—-15]. In this theory, the clusters aggregate through the
following scheme:

Ai]_ + Aiz +--- Ain g AilJrinr"'i;x

where the time evolution of the cluster size distribution is assumed to be described by the
generalized Smoluchovski equation

) 1
= E K (i, iz, ..., 0i)ci¢ip - i,
" inigt iy =k

o0
—C Z K (i1, 12, ..., ip—1, kK)ciyCip -+ Ciyp_;.- (2)
11,i2,..000p_1=1
Here the coagulation kernek (i, io,...,i,) represents the reaction rate for a special
clustering mechanism between clusters of sizes,i»,...,i,, andi,. In all previous

studies ofi-tuple aggregation, the aggregating clusters are assumed to react with one another
through one reaction site, which is a straightforward generalization of binary coagulation.
Therefore, the solution to the generalized Smoluchovski equation shows a similar structure
to that of the classical Smoluchovski equation. However, it is obvious thattuple
aggregation there are many different ways through which clusters can react with one another
and produce large clusters. For example, the clusters can coalesce through ‘end-to-end’
sticking. Hence, the reaction mechanism can actually be divided into two main classes,
according to the number of the reaction sites involved. That is, single-site and multiple-
site reaction mechanisms. Of course, the probability that a multiple-site reaction occurs in
n-tuple aggregation is generally greater than that of a single-site reaction.

In this work we shall study the properties aftuple aggregation with a multiple-
site reaction mechanism. It should be noted that since the reaction can take place at
different parts of different clusters in multiple-sitetuple aggregation, it may need an
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appropriate definition of the reaction time foituple aggregation, because a set of sequential
pairwise binary reactions are more likely to happen than a simultaneous many-body reaction.
However, the sequential binary collisions within a very short time period would undermine
the idealized conditions under which the Smoluchovski theory is valid, since the clusters
are not uniformly distributed in this case. This is just another aggregation model system for
which we would like to find an approximate theory to describe its kinetic behaviour. Our
aim is to seek a mean-field description for the time evolution of the cluster size distribution
in n-tuple aggregation, without going into the details of the concrete physical or chemical
reaction processes.

The outline of the paper is as follows. In section 2 we show that for homogeneous
reaction rates withv > 1 the gelation transition can take place instantaneously. This
instantaneous gelation is a result of a special choice of the multipleriiple reaction
mechanism. In section 3 we study the structure of gel solution to the generalized
Smoluchovski equation, and in section 4 we discuss our results.

2. Pre-gel behaviour of the moments

In multiple-siten-tuple aggregation, there exist a large number of ways that the aggregating
clusters can coalesce with one another. Since the reactioKi@iei,, ..., i,) is assumed

to represent the coagulation rate for a specific clustering mechanism, one expects that, by
choosing an appropriate reaction rate, multiple-giteiple aggregation will show much
richer behaviour than single-siietuple aggregation. One notable feature of multiple-site
n-tuple aggregation is that instantaneous gelation is a physically possible transition, if we
assume that every; has a certain number of reactive sites, saywhich are equally
active, independent of the size of the molecules to which they belong. It is geometrically
obvious that the number of reactive sites ap cannot grow faster thah, i.e. s, < k.

In binary coagulation models, two clusters coalesce through one reaction unit. The linear
growth of thes; (that is, sy ~ Ck) in this model is equivalent to the absence of cycles

in the structure of4,;, corresponding to the Flory—Stockmayer model of gelation [3, 4].
However, in multiple-site:-tuple aggregation, there exist various ways for coalescence to
occur betweem molecules. For example, in a triple coagulation process, three polymers
may bond together through one same reaction site to form a star-like cluster, or through
two different reaction sites to form a chain-like cluster, and or through three different
reaction sites to form a ring-like structure. The kinetic behaviour for ‘star-like’ aggregation
has been studied extensively by using the generalized Smoluchovski equation [13-15]. It
is clear that the instantaneous gelation transition does not occur for physical systems for
single-siten-tuple aggregation.

In this work we are concerned with the kinetic behaviour of the ‘chain-like’, or multiple-
site n-tuple aggregations, in which some of theclusters coalesce in a pairwise manner.
Since in this aggregation model it is not necessary thatwaple reaction take place on one
reaction site, the possibility of such reactions is enhanced by the increase in the combinatorial
ways that: clusters are linked to one another. It is not our purpose to determine the reaction
rates for concrete physical and chemical processes; what we are interested in is the study
of the effects of such a multiple-site reaction mechanism on the kinetic behaviour of the
cluster size distribution.

The assumption of pairwise coalescence mechanism leads to the following ansatz:

K@, Jj) = sis; 3)

K, j, k) ~ si8;SjSk + S;8iSi Sk + SjSkSkSi (4)
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n—1
K(iv, i, .o in) ~ Y Ty, jmiey i) ®)
k=1

If we further assume that
s ~ k"
then equation (5) can be written as
K (i1, ip, ..., ip) ~ iyt 202l (6)

and one finds that it is possible that > 1 for somei. We recall that for binary coagulation
models, coagulation kernels defined by (6) with> 1 do not occur in physical systems.
However, forn-tuple coagulation, the reaction kernels given by (6) do correspond to certain
coagulation processes of physical systems.

To simplify our discussion, we will be concerned with the following homogeneous
kernels:

K (aiy, aiz, ..., aiy) = a" K (i1, io, ..., 0p). )

Following the standard scaling theory of the Smoluchovski equation [6], we further assume
that

K(i1, ip,...,1,) ~ Ko(i1, i) K1 (i3, .. ., 1y)

~ifigig i) > A=pAv+ (= 2p (®)

with = > 0 corresponding to class | systems,= 0 to class Il, andu < 0 to class Il
There are two physical restrictions on the exponents:nféarge interpenetrable clusters
K, j,...,j)~ j", which is an upper bound for aK'(j, j,..., j) asj — oo, and thus
A < n. Since aj-mer contains at most monomers, we require that< 1. We stress that
the reaction kernels considered in this work are actually characterized by two exponents.
The case where the reaction kernels are characterized by more than two exponents will be
discussed elsewhere. It should be noted that in class | (lll) the rate constants for reactions
of at least two large clusters involved (at least one large and one small cluster involved)
are dominant, irrespective of the sizes of the other 2 clusters. In class Il the rate
constants are equal for aggregation of clusters of different sizes. By a similar argument, it
has been shown that non-gelling systems correspond<o: — 1, and gelling systems to
n—1<1<n[13].

The gelation transition can be studied by analyzing the momeéptsf the cluster size
distribution, which are defined by

Ma() = ) K e ©)

k=1

The time dependence af, is described by the moment equations, which may be derived
from the generalized Smoluchovski equation if both sides of (2) are multipliekt kand
summed over alk:

Mo= 03 % e ) Klinio oo in)encip e[t i+ oo i)

tip=li=1 ip=1

—iy —if — - =it (10)
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It should be noted that the moment equations are valid only if all moméptare finite.
This requires thaty(¢) falls off sufficiently fast ask — oo. In what follows we shall
show that for a specially chosen reaction kernel (8), the cluster size distribttionis

exponentially bounded ds— oo. First let us derive an upper bound for the mas%)(r)

contained in clusters of sizg¢ > k:

MP(@6)=>"je ). (11)
j=k
It follows that
cr(t) <k~ ch,(t) (12)

thus, if we can show thazj?’ik Jjcj(t) is exponentially bounded, the desired inegality follows.

Assume that for < . the sol mass is conserved, i.8l(1) = Y j¢it)y = 0. In
combination with (2) we find that

k=1 oo 00
-k .
M( )(t) - EN § § E llK(llﬂlZ’ -.-,ln)CilCiz"’Ci”

) i1=1 ir=1 ip=1
k=1 k—i1+1 k—ij—irx+1 k—i1—ip—+—i,_1+1
E E E e E i1K (i1, 2, ..., In)CiCiy - i

(n — l)‘ 4 :

=1 =1 ir=1 i,=1

(13)

Since ¢;(t) > 0 and all moments are finite, then after rearranging equation (13) and
neglecting some irrelevant positive terms we obtain

o0
MO@ > o Z Z SR DR ¥ SN PSR (14)
) i1=1 ir= in=k—iy—ipg—-—ip_1

Now we assume that;(0) = 0 for 1 < j < —1, but¢(0) # 0. SinceK(l,1,...,i,) ~
1Y (igiz -+ -0y 1)“1 if i, >> [, on account of (8), there must be some finite constant
ko > 1+ 1, such that for all, > ko

KU1, ... i) = 1(isiz- - - ip )"0 (15)
Substitution of (15) in equation (14) yields
MO @) 2 a0 MITPOMP @) k> ko (16)

whereq; = I**, Straightforward integration of (16) from timeto 7. yields the following
inequality for M® (z):

fc
M® ) < exp(—a,k”_l / dr’ c,(t/)MZ,_Z(t’)>. (17)
t

It follows thatc, () is exponentially bounded far < .. As a result, all moments are finite
and the moment equations are valid fo ..
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3. Instantaneous gelation

In this section we show that the generalized Smoluchovski equation predicts an instantaneous
gelation transition, if the relatively large clusters coagulate with small clusters through
multiple-site reaction mechanism (which means the reactivity of relatively large clusters
increases faster than their size).

The gelation transition manifests itself by the divergence of the mean cluster size and
by the onset of a mass flux from the finite-size clusters (sol particles) towards the clusters
of infinite size or gel. The mass flux from the sol to the gel phase may be calculated as
follows. Multiplication of (2) byk and summation over all < L gives an equation for the
mass fluxJ (L, t) from clusters of siz& < L to clusters larger thai.:

J(L,t) = MED @),

If J(L,t) =0 for all times, then the sol mass is conserved, and onélhas= 1. On the
other hand, ifJ(L,t) ## 0, for all t > t, then gelation transition occurs &t since there is
a non-vanishing mass flux of finite-size particles (sol) to the infinite cluster (gel).

In order to show that generalized Smoluchovski equation predicts an instantaneous
gelation transition fon > 1, we assume that, for some initial distributiot0) > 0 with
> ker(0) = 1 and some time interval € ¢ < ., there exists a continuously differentiable
solution ¢, (¢) of the GSE, with the property that the sol mass is conserved:) = 1
for all + < t.. Thus, we can use moment equations to discuss the critical behaviour near
the gelation transition. Then we show that at any fixed time 1 the moment equations
predict a divergence of some of the momemts (z), which contradicts the assumption.
This implies that there is no pre-gelation solution of GSE ot 1, and gelation occurs
instantaneously.

Here it is assumed that (¢) falls off sufficiently fast ask — oo, such that all moments
M, (t) are finite. We use the moment equations (10) for integer numbers to obtain a lower
bound for the moment4,, (z). It can be shown that the lower bound diverges at some finite
timezt, > 0, witht, — 0 asm — oo. Since all momentdy,,(¢) are finite forr < ¢,
clearly t,, sets an upper bound to the gel timei.e.«. < 1, for all values ofm. Thus,
te=0if t, > 0 asm — oo.

First let us calculate a lower bound for the reaction kernels (8). Since it is assumed that
the reaction kernels can be factorized as

K(i1,ip, ..., 1,) ~ Ko(i1, i) K1 (i3, .. ., 1y)

and the property oKy (i, j) determines the behaviour of the system under consideration,
we consider only a lower bound &(i, j), which is given by

Ko(i, j) = K'(i# j* + j%i") (18)

where = min{u, v} and K’ is a constant.
Substitution of the lower bound faky (i, j) in (8), one finds

K(iy ig. ..., in) > K'if (iziz- - in-1)"i}. (19)
Inserting equation (19) in the moment equations yields

M, > ;Z Z...Zcilciz...cin

tip=1 =1 i,=1

m m—ny M—N1—N2—-—Np_1 m m—nq m—ni—no
SIS
n1=0 ny=0 n,=0 n N2 3
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m—ny =Nz = = Np_1\.p+ns.1'+np W AR v m—ng—ng——n,
o 11 ) ol Ly .
Ny
(20)
In the next approximation, we take into account only the termnof= 1 and
ny =ng = ---n, = 0; then from (14) we obtain
y K’ n—2
M, > —M, MlJrﬁmMerqu (21)
nl #

Since M, and My, » are finite for 0< ¢t < 1. we may transform to a new time variable
7(¢), which is defined by

K/ t
() = — / dr’ My g(tYM"72(1"). (22)
}’l' 0 ®
Then equation (21) becomes
de
dr Z mvaval- (23)

By using Jensen’s inequality, one can obtain an equation in ternd¢,@t) only. If we
define the average value of some functid(k) of the cluster sizé& by

E[A(K)] = Z kA(k)cy (24)
k=1

then Jensen’s inequality [16] states that for any non-negative fungtibnand any convex
function ¢ (x) the following relation holds:

E[¢p(f k)] = ¢(E[f(K)]). (25)
As a immediate consequence we have
Mypo1 = E[p(" D] = ¢ (E[K"]) = ¢(My) (26)

provided that we choose(x) = x®+=2/=D  This choice for¢(x) is clearly convex,
sincev > 1.

Substitution in (23) of the inequality (26) finally gives an equation in terma/pfr)
alone:

Mm v—1

=M > mMAY = : 27
Integrating equation (27) gives the result
1
My (7) =2 (28)

(M (0)7 — yme)Yr~

It follows that M, (t) diverges at, or before, the timeg,, which is defined by
1

my M, (0)7

Since all momentd7,,(t) are finite fort < ., 7, clearly sets an upper bound tg If one

assumes that fan > 3, M,,(0) > 1, then forv > 1 one finds that

Ty =

1
<t <——>0 m — 0o. (29)
my
This implies thatr, = 0, contradicting the assumptiap > 0. We therefore conclude that
pre-gel solutions of the GSE do not exist fior= 1. Physically this means that, irrespective
of the initial condition, gelation occurs instantaneously.
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Now let us discuss the structure of solutions of GSE for the homogeneous coagulation
kernels (8) withu > 1. It has been shown [13] that the generalized Smoluchovski equation
allows an exact post-gel solution of the form

cx(t) = c1(t)by 1>t (30)
whereby is constant and;(¢) is given by
(1) = e1(te) /[L + bt — 10)]" (31)

The parameteb in (31) may be determined through substitution of (30) and (31) in (2) for
k = 1. The result i$ = c1(t;) E1, where in generak,, is defined as

ZZ Z Kk, i1, iz, ... in1)bibi, b .. (32)

11 llg l,, 1= 1
It should be noted that the solution (30) is consistent onK;if< oo for all k. Furthermore,

by substituting equation (30) in the GSE, it is found that the fadipisatisfy the following
equation for allk > 2:

k k—n+1 oo 00
Ei) ib = 1), Z Z oy Y iK(niz ... ibiby b,
j=1 I’l ip-1=1 i,=k—i1—ip——i,+1

(33)

which is to be solved with the initial conditioby, = 1.

In order to determine whether solutions of the form (30) are also allowed fol, we
calculate the asymptotic behaviour of the solutigrof (33). We assume that the asymptotic
behaviour ofp; is of the form

by ~ Bk™" k — oco. (34)

The requirement that a¢ = 0, the sol mass is finite, i.84(0) = 1 necessarily implies that
T > 2. Substitution of ansatz (34) in (33), and approximation of the sum on the right-hand
side of (33) by an integral, gives a consistent solution only if

t=MQ+n+1/n (35)

00 1/n
B = (El > I(r)) (36)

where the integral (7) is defined as

I@) = (n—l)'/ / drz - / e 1/“1 - -x,,ldx"xl

XK (X1, X2, ..., X)) (X1x2+ -+ X,) " (37)
The finiteness of the infinite sumB, requires that

w>mn-Hv-1+m-21A-pun) (38)
and

W= 31+ p+v) (39)

which yields the following restriction:
w>v—1 (40)
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Under this condition/ (z) is also finite. We conclude, therefore, that the solutions of the
form (30) are allowed for all models with > 1, provided thaw > v — 1.

It is worth pointing out that the conclusions drawn from the above discussion come as
a result of the specific choice of the reaction kernels (8). For general reaction kernels, it
is expected that instantaneous gelation can take place under certain restrictions other than
(40), which is similar to that of binary coagulations.

4. Conclusions

We have investigated the structure of the solutions of the generalized Smoluchovski equation
for the homogeneous coagulation kernels (8) with 1, i.e. for systems where the reactivity

of large clusters increases faster than their size. We found that for all solutions of the
generalized Smoluchovski equation, gelation occurs instantaneously, this being is attributed
to the multiple-site reactions occurring mrtuple aggregation processes. In contrast to
binary coagulation, instantaneous gelation can take place in physical systems which undergo
multiple-site n-tuple aggregation. We have also studied the gel solutions to the GSE and
found that, ifu > v — 1, all solutions of the GSE have the same asymptotic behaviour, i.e.
cr(t) ~ Ak~ with T = (A +n + 1)/n. It should be noted that the coagulation kernels

(8) are actually characterized by two exponentsand v, so it is not surprising that the
solutions of the GSE exibit qualitatively similar behaviour to those of the Smoluchovski
coagulation equation. However, if more involved coagulation kernels are considered, it is
expected that the general properties of solutions of the GSE may be distinct from those
predicted by the Smoluchovski coagulation equation.
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