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Abstract: The quantum Wigner function and non-equilibrium equation for a microscopic particle
in one spatial dimension (1D) subject to a potential and a heat bath at thermal equilibrium are
considered by non-trivially extending a previous analysis. The non-equilibrium equation yields a
general hierarchy for suitable non-equilibrium moments. A new non-trivial solution of the hierarchy
combining the continued fractions and infinite series thereof is obtained and analyzed. In a short
thermal wavelength regime (keeping quantum features adequate for chemical reactions), the hierarchy
is approximated by a three-term one. For long times, in turn, the three-term hierarchy is replaced by a
Smoluchovski equation. By extending that 1D analysis, a new model of the growth (polymerization)
of a molecular chain (template or te) by binding an individual unit (an atom) and activation by a
catalyst is developed in three spatial dimensions (3D). The atom, e, and catalyst move randomly
as solutions in a fluid at rest in thermal equilibrium. Classical statistical mechanics describe the
te and catalyst approximately. Atoms and bindings are treated quantum-mechanically. A mixed
non-equilibrium quantum-—classical Wigner-Liouville function and dynamical equations for the atom
and for the te and catalyst, respectively, are employed. By integrating over the degrees of freedom of
te and with the catalyst assumed to be near equilibrium, an approximate Smoluchowski equation is
obtained for the unit. The mean first passage time (MFPT) for the atom to become bound to the te,
facilitated by the catalyst, is considered. The resulting MFPT is consistent with the Arrhenius formula

for rate constants in chemical reactions.
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Non-equilibrium quantum statistical mechanics has its own scientific importance [1-17],
and its applications make it even more important. Part of the latter, of paramount relevance,
are chemical reactions [18-23]: in them, typically, atoms/molecules in an initial state are not

the same as those in the final one, while on the other hand, those processes occur in the
presence or inside a statistical medium (for instance, a fluid). Here, chemical reactions can
be understood in a broad sense and include, namely, biochemical processes [23]. The very
formation and breaking up of bound states with discretized binding energies in chemical
reactions unavoidably requires quantum mechanics and statistical mechanical concepts, even
if other features in those processes can be accounted for in terms of classical physics for that
purpose. For further knowledge regarding thermodynamics and statistical mechanics, see, for
instance [24-28].

Before proceeding further, it seems adequate to remind the reader of part of the
previous work that has motivated the present one. For that purpose, see [29,30] and
references therein.

The non-equilibrium dynamics of a closed classical gas composed of a large number
Attribution (CC BY) license (https://  Of identical non-relativistic particles was described by the classical Liouville distribution
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part of the gas was off-equilibrium while the remainder of it was at equilibrium at absolute
temperature T. The standard Boltzmann equilibrium distribution f.; with temperature T,
being Gaussian in all momenta, generated a family of orthogonal polynomials in the latter:
the standard Hermite polynomials. The latter, upon integrating on the momenta, enabled
the introduction of non-equilibrium moments (depending on t and particle positions). The
Liouville equation gave rise to an infinite three-term hierarchy for those classical moments.
The hierarchy was entirely different from the standard Bogoliubov—-Born-Green—Kirkwood-
Yvon (BBGKY) hierarchy [1,3,4]. The hierarchy was solved in terms of suitable infinite
continued fractions of operators. Those continued fractions suggested and allowed for the
implementation of a long-time approximation. After further approximations, the lowest
non-equilibrium moment was shown to satisfy a Smoluchovsky equation, which is formally
similar to the one characterizing the so-called Rouse model in polymer dynamics [31]. An
approximate approach to thermal equilibrium over a long time can then be established.

Attempts at extensions of those procedures to quantum processes faced two difficulties.
First, it was not warranted that, contrary to the classical situation, quantum-mechanical
distributions be non-negative in certain limited spatial domains. This, in turn, would, in
general, prevent a direct use of the corresponding equilibrium distribution to generate, in
the standard way, a family of orthogonal polynomials in momenta and, so, non-equilibrium
moments. Such difficulty was bypassed by invoking a suitable generalization of the theory
of orthogonal polynomials, as will be illustrated later in Section 2.3 of this work. The
second difficulty was (and still continues partly to be) that, after having implemented that
solution of the first difficulty, the resulting hierarchy for the non-equilibrium moments is
not, in general, a three-term one: this demands proper analysis.

The present work presents: (1) a new study of non-equilibrium quantum statistical
mechanics aimed at providing a new (at least, partial) solution to the second difficulty
(Section 2) and (2) one possible application to a certain chemical reaction: namely, the one
playing a key role in the polymerization of a molecular chain [32] (Sections 3 and 4). In so
doing, previous analysis will be generalized [30,33] in a non-trivial way.

Section 2 presents: a one-dimensional (1D) non-equilibrium quantum Wigner function
(W) and dynamical equation, the introduction of a family of orthogonal polynomials
generated by the equilibrium Wigner distribution (We;), a general n-term recurrence relation
for non-equilibrium moments of the corresponding W (determined, in turn, by those
orthogonal polynomials), a formal solution by combining continued operator fractions and
series expansions thereof, an approximate three-term recurrence relation for short thermal
wavelengths (still in the quantum regime), long-time approximations, and an irreversible
Smoluchowski equation.

Section 3 treats a three-dimensional (3D) model for the addition (polymerization) of
one single atom to a freely jointed molecular chain acting as a template (te) activated by a
catalyst in a fluid at equilibrium at a given temperature.

Section 4 studies the model in Section 3 through 3D non-equilibrium quantum-—
classical Wigner-Liouville functions, a dynamical equation for the individual atom, the
te, and the catalyst, and successive approximations (assuming that the te and catalyst are
at thermal equilibrium) so as to yield a standard 3D non-equilibrium Wigner equation.
At this stage, the 1D developments in Section 2 (short thermal wavelength and long-time
approximations in Section 2) are extended to the above standard 3D equation, thereby
yielding a Smoluchowski equation for the single atom, and a mean first passage time
(MFPT) equation for the atom to become attached to the te chain.

Successive approximations are made for conditions suitable for chemical reactions.

Section 5 offers the conclusions and some discussions.

This work is a contribution to “180th Anniversary of Ludwig Boltzmann”, a Special
Issue of Entropy.
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2. One-Dimensional Wigner Function and Equation
2.1. General Aspects

We consider a simplified model of a microscopic non-relativistic particle of mass m in
one spatial dimension (x) in a finite interval Q (= (—L/2,+L/2)), which is large on the
microscopic scale although possibly small on the macroscopic one, by omitting unnecessary
details. The particle is subject to a real (time-independent and velocity-independent) potential
V =V(x)in —L/2 < x < L/2 and to a heat bath (HB) at absolute temperature T. The
quantum particle Hamiltonian is H = — (i /2m) (2% /9x?) + V, with T being Planck’s constant.
For definiteness, the wave functions may be assumed to fulfill Dirichlet boundary conditions
in|x|=L/2

The conditions on the potential V = V/(x) are:

V(x) = V(—x) (for simplicity, although strictly unnecessary).

V(x) is attractive (< 0) in the interval —a < x < a (0 < a < L/2);itis very small (with an
arbitrary sign) in a <| x |< L/2 and vanishes fast as | x |— L/2. Specifically, V(x) is finite
everywhere, and its magnitude |V| is appreciable only in the limited interval —a < x < a;
a is understood to be the range of V.

V(x) and all "V (x)/dx" for n = 1,2,3, ... are continuous everywhere.

In general, H has both a denumerably infinite number of discrete states with non-
negative energy (an almost continuous spectrum: L being large but finite at the microscopic
scale) and, in principle, a finite discrete spectrum (j = d) with energies E; < 0. With j being
a general label, let ¢; = ¢;(x) generically denote a suitably normalized eigenfunction of H
with corresponding eigenvalue E;.

As a simplifying assumption, V(x) does give rise to only one bound state
(bound spectrum).

The denumerably infinite discrete (almost continuous) spectrum E; of H has a small
spacing, approaches a continuous spectrum more the larger L is, and would become a
continuous one (sweeping the continuous positive real axis 0 < E; < +o0) if L=t —o.
We shall always denote it by CS, even if the small L~! remains > 0. The eigenfunctions
corresponding to CS are ¢; = @k (x), with j = k being an almost continuous wavevector

and eigenvalues E; = Ex = h2k?/(2m) > 0. The CS eigenfunctions are normalized through:
(P o) = [ dx iy = O (a Kronecker delta). Also, by taking into account the bound
state: (@4, ¢4) = [ dx¢ ps = 1 (normalized) and (¢4, ¢x) = [ dx@;¢r = 0. Integrations
are performed over (). Hence, ¢4 and all CS ¢ span two separate Hilbert subspaces Hq4
and Hcs. See [34-36].

The time (t) evolution of the quantum particle is given by the general density operator
p = p(t) (a statistical mixture of quantum states) for + > 0. It fulfills the (t-reversible)
operator equation dp/dt = (i) ~'[H,p] ([H,p] = Hp — pH being the commutator) with
initial condition p(t = 0) = pjn. The Hermitian and positive-definite linear operators p(t)
and pjn act on the Hilbert space spanned by the set of all eigenfunctions of H. See [34].

Let B = (kgT)~!, with kp being Boltzmann's constant. We shall introduce the fixed
and physically relevant x-independent momentum and thermal wavelength:

deq = (2”1/.3)1/2/ At =1/ qeq (1)

We now resort to the non-equilibrium (reversible) Wigner function [1,2,4,6-8,37] at f,
which reads formally:

Wi(x,q;t) = % /dx/ exp {Zhlx’q] (x —x'|p(t)|x + '), )
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The initial Wigner function W;, is given by Equation (2) by using p(t+ = 0). The
equilibrium density operator peq = exp[—pBH] determines the equilibrium Wigner function
Weq (%, q) formally as:

Weq (x,9) /dx <

A more specific analysis is required since () is not strictly an infinite interval. However,
as L is large, we shall approximate spatial integrals as those for an infinite length interval
when such approximations are harmless unless some specific discussion is required. Strictly
speaking, as () is not an infinite interval, the g’ are discretized momenta and [ dg’ (which
will appear later) should be interpreted as a series. However, as L is large, we shall
disregard the small spacings in ¢’ and understand [ dq’, as the notation indicates, as an
integral (4’ thus varying continuously) instead of as a sum. This remark and interpretation
will apply and be understood whenever integrations over momenta occur later. We shall
accept that all integrals (or all series) over momenta converge for large values of the latter:
explicit expressions and computations will support this assumption. Summarizing: as
L is large and unless otherwise stated, we shall approximate using practical calculations
(without writing it explicitly) spatial integrals by those in —co < L < +c0 and series over
momenta by integrations over them in —oo < g < +o0.

Integrability properties of the Wigner function hold and will not be considered here for
brevity: they have been treated previously in [29,30] and, in particular, in references therein.

In principle, }; will denote sums over all eigenfunctions in j = d and j = CS; that is,
the former includes the contribution of both the single (bound state) discrete eigenfunction
plus that of an infinite summation over the whole CS ones. Since L is large, we approximate
for the CS: Y; — (L/(27)) [ dk as L~! — 0. Therefore, with the latter understanding for a
large-interval (), Weq is approximated as:

><x—x/|peq|x+x’>. (3)

Weq(x,q) = /dx exp( )Zexp —BEjl@j(x — x") g} (x + x'). (4)

While at T = 0 there is no transition between the bound state and the CS ones; such
a transition is indeed possible for T > 0 (due to the HB) and can play a key role as kgT
approaches |E;|. We emphasize that the contribution of the bound state becomes more
negligible the higher the temperature is (quasi-classical regime) and even disappears in the
full classical regime. On the other hand, there seems to be no compelling reason for not
using the quasi-classical or even classical formula as rough or zeroth-order approximations
in regions where the contributions due to the bound states are negligible.

For t > 0, the exact (t-reversible) dissipationless quantum master equation for the
general off-equilibrium Wigner function W [6,37] is:

IW(x,q;t) g oW(x,q;t)
3 P MgW, (5)
idx'

MgW = / dg'W(x,q'; t) / — [V(x+x') = V(x—x)] exp {Q(Q—W}

h
_avow @ evew it evow “
~ dx d9g  3122dx3 9¢® 5124 dx5 9g° ’

with initial condition Wj,. W is real: this can be directly established through either Equation (2)
or Equation (6) by taking complex conjugates and changing x’ — x” = —x'.

If # — 0, then the above equation becomes the classical Liouville equation [1,4,6].

OW(x, q;t) _  q IW(x,q;t) n dVv ow

ot m ox dx 9q @
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2.2. Equilibrium Wigner Function near the Classical Limit

Recall that in the classical case, the equilibrium (or Boltzmann’s) canonical distribution
describing the thermal equilibrium of a classical particle with an HB is proportional to
a Gaussian in q: that is, exp[—Bg?/(2m)], with 4 now being the classical momentum. In
the high temperature or small 8 (quasiclassical) regime, Wigner [6] obtained successive
approximations for Weq(x,q) as a power series in 1. Equations (22) and (25) in [6] (the
leading terms in that expansion for Weq(, q)) are directly recast as:

2V
Weq(x/Q) = COfeq[l +c1+ CZWHZ(‘?/‘M)] (8)
with
feq = eXP[‘(‘?Z/ng +BV)] )

2 2 3
BV B

2
1om 92 T 2am 5x)] (10)

(Bn)® 1)

2= “48m

where cg = 27th. Hy denotes the standard Hermite polynomial of second order [38]. We
shall refer to the contributions associated with ¢; and c; as quantum contributions in the
quasiclassical regime. Actually, Wigner’s series in [6], after factoring out cg feq, turns out to
also be a power series in  and g so that the contributions in his Equation (25) contain only
up to quadratic powers in 4. The latter have been rewritten in terms of Hj in (8) in order to
facilitate an eventual comparison with Weq if desired.

In the classical case (7 = 0) with attractive V in some domain, feq contains the factor
exp[—pBV], which is > 1 and can be certainly large in the regions where V < 0. Recall that
in the classical case, in the latter domains there are no bound states but a continuum of
classical orbits. At this point, one may wonder how such a continuum of classical orbits
can become a discrete set of bound states if one resorts back to the quantum (statistical)
regime of interest here. The above quasiclassical expressions do provide some hint for that.
In fact, for Weq as given in by the small j (or, formally, small 1) Equation (8), by integrating
over y (with y = q/4e;) and doing some algebra, one has that [ dyW,, tends to:

B FV R v

1/2 B 2 np° 2
corr/“exp[—pV]. |1 - 12m 9x? 24m(8x)

(12)

2
We state that the crucial term —hzlg—m%%/ is a qualitative signal of how a continuum of

classical orbits can become a discrete set of bound states even if it does not provide a

quantitative mechanism. In fact, the attractive V, being finite and having minima (with
. . . 2

values < 0) in certain domains, have 2%

o2

2
—hzlg—m ‘327‘2/ tends to reduce the importance of V(< 0) in those domains and contributes to
restrict a continuum of classical bounded orbits to a discrete set of quantum bound states.

253
The remaining term %(%—Z)z (> 0) would tend to reinforce exp[—pV] (with —V (> 0))
but at a smaller amount due to the additional factor  and due to the fact that it is small
and vanishes at the minimum (%—‘; = 0). We shall regard this qualitative behavior as an
indication that even the lowest quantum corrections to the classical freeq contain certain,

even if small and partial, signals of quantum effects.

> 0 at those minima. Then, the leading correction
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2.3. Weq as a Quasi-Definite Functional of Momenta

Notice that neither Weq nor W can be warranted to be nonnegative in general [8,37,39,40].
However, by invoking a suitable extension [41] of the theory of orthogonal polynomials, it
is natural: (i) to accept that Weq is a quasi-definite functional of momenta (as one can justify
through examples in certain cases: see references in [29]) and (ii) to invoke that Weq can be
regarded as a generating function to construct recurrently an infinite family of orthogonal
polynomials in g.

Let y = q/qeq. We introduce (unnormalized) orthogonal polynomials Hg , = Hg ,,(y)
in y determined by We,;, which acts as a (in general, non-Gaussian) weight function. The
term 7 is a non-negative integer. Hg ,, (/) also depends parametrically on x, although such
a dependence is not displayed explicitly. Under the assumptions about V in Section 2.1,
Wegq is an even function of g: this is immediately confirmed, in particular just by looking at
the classical and quasiclassical expressions for it given in Section 3.2. Then, Hg , is even or
odd in y for even or odd n, respectively. We choose Hpy = Hpo(y) = 1. We also choose:
HQ,l = HQJ (y) =1, HQ,2 = HQ,Z(y) = y2 + €20, HQ,3 = HQ,3(y) = y3 + €31y, and so on.
In general, the Hp ,, terms are constructed recurrently as follows. We impose for n # n'’
and any x (left unintegrated) that

[ dyWeq(x,v) Ham (1) Har () =0, (13)
where

Hon(y) =" + L ennjy" I+ (14)
J

with0<j<nandn—j=24,.... Here, €y,n—j are dimensionless and y-independent (though
x-dependent, in general). One has €,,,; = 0if j is odd so that Hg ,(—y) = (=1)Hgx(y)-
The nonvanishing €, ,_ for low-order n = 2,3,4,5 (j even) are

4
e20=—"), €31= —%, (15)

W) () = ) W)y — )2 ,
SV AVAV A A S AVAT AV 6
O e A 7 e e
_ WO - ) 17
T A - W) i

ny _ J AyWeq(x, 9)y"
= . 18
W J dyWeq(x, 4) (19
They fulfill the following exact quantum identities:

(€31 — €42)€20 + €40 =0 (19)
— (€42 —€53)€31 + €40 — €51 =0 (20)
_ WhHGS) - )2 1)

(Y2 w®) = (v)?
There is an infinite number of identities among higher e values, which lie outside our
scope here. In the strict quantum regime, Hp , () are different from the standard Hermite
polynomials. The procedure for successively constructing Hp , () based upon (13) and (14)
becomes increasingly cumbersome as 7 increases, even if it is conceptually straightforward:
notice that possible recurrence relations among Hg ,(y) are still lacking so far. In the
classical limit (2 — 0), with Weq(, q) approximated by the classical Boltzmann distribution
¢0feq- the orthogonal polynomials Hq,,(y) are equal to 27" Hy (y), with Hy,(y) being the
standard Hermite polynomials [38]. Then, for the latter, the computation of all coefficients



Entropy 2024, 26, 104

7 of 26

Mn,n+1 Wn+1

Mn,nfl anl

in the (classical) counterpart of (14) boils down to that of (y") and the latter to that of
Gaussian integrals. In the classical limit, one finds:

1 3 3
€20 = —5/€31 = —5,€40 = /€42 = —3,653 = —5,€51 = T (22)

which are x-independent. The term €; ¢ in the quantum regime will play an important role:
it will be studied in Section 2.7.

2.4. Non-Equilibrium Moments and Hierarchy

We shall proceed to the non-equilibrium Equations (5) and (6). We shall use the (un-
normalized) polynomials in y (= q/geq) Hg,n = Hon(y) (n = 0,1,2,3,...) orthogonalized
in y (for fixed x) by using the equilibrium distribution Weq as a weight function. The actual
Hg 4 (y) lead to defining the non-equilibrium moments (1 = 0,1,2,...):

Wi = Wy(x;t) = / dyHo . (y)W (23)

The initial moments W, , for W, are obtained by replacing W with Wj, in Equation (23). The
transformation of the one-dimensional Equations (5) and (6) into a linear hierarchy for the non-
equilibrium moments W, will play an important role in this work. It can be carried out through
direct computations and cancellations employing Equations (13) and (23), which are increasingly
cumbersome as 7 increases. The general (f-reversible) hierarchy implied by Equations (5) and (6)
for any n reads:

aWn
ot

n
= *Mn,n-«—lwn—l—l - Z Mn,nfn’wnfn’ (24)

n'=1

The M'’s are t-independent operator coefficients, which are characterized below. In general,
the quantum hierarchy is not a three-term one. The following operator coefficients for any
n will play a key role:

= @
__ Heq . oW, 1 ial . @aen,n72
= m (€n+1,n71 en,n—Z) ox + Jeq ox W1 " ox Wy_1. (26)

Thus, in the exact non-equilibrium quantum hierarchy (24), the contributions from
W41 always have the same structure (—(geq/1)0W,,41/9x) for any n. Then M, .1 is n-
independent.

It is very convenient to perform a Laplace transform of the general hierarchy (24) so as
to replace each W,, with its Laplace transform W, = W, (s) = 0+°° dtW,, (t) exp(—st).

Then, the above hierarchy (24) becomes the Laplace-transformed quantum hierarchy:

n
Wi = Winy— Muui1iWig1 — Y My Wy (27)

n'=1

with the same t-independent operators (the M’s) as in (24). Notice that M,, ,/—y = 0 for

any n except forn =1, and M, ,_,» = 0if n — n’ is even. For simplicity and without any

essential loss of generality, we shall assume Wi, , = 0 for ,n > 0 while only Wi, =9 # 0.
In detail, the lowest equations in the Laplace-transformed quantum hierarchy (27) are:
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sWo = Wino — Mo Wy (28)
sWi = —Mi, W, — My oW (29)
sWy = =My 3 W3 — M1 Wy (30)
sW3 = —M3z 4 W, — M3, W, (31)
sWy = —My5Ws5 — My3W3 — My 1 W, (32)
sWs = —Ms W — M5 4 Wy — M5, Wo (33)
sWe = —Me 7 Wy — Mg 5Ws — Mg 3 W3 — Mg 1 W4 (34)

and so on for higher values of the integer n. A key feature of the non-equilibrium hierarchies
(24) and (27) is that all operator coefficients (M) in the former are expressed in terms of
V and of quantities computed out of the equilibrium Wigner function Weq. The M,,
forn = 0,1,2,3,4 are identified upon comparing Equation (27) and Equations (28)—(32).
Specifically, the operator coefficients (M) in the above equations follow directly from:

Wop - 2 35)
oy = BT 0D (o) + G 6)
W = _qmﬂ% + ‘7;;1 aax ((e31 —€20)W1) + q;q dgiow - ‘iq = W 7

sWy = —%% + q;q aa ((e53 — €42)Ws) + feq d;iz Ws + liqul‘;WS
+ h;eq i‘;( 6+ ZE)Wl (39)

The €, ,_7 in the first four Equations (35)—-(38) do contain inside them (even if not in
an explicit way) quantum effects arising from We,.

The derivations of the successive equations in the non-equilibrium recurrence start-
ing from the equation for sW; onward are increasingly difficult, as they involve exact
cancellations in order to arrive at consistent equations.

Thus, Equation (38) for sW3 makes use of the identity in (19) and it involves the exact
cancellation of the contribution of Wj.

Also, Equation (39) for sW, employs the identity in (20) and involves other exact
cancellations in such a Way that the contribution of W is explicitly proportional to the

2
quantum correction 22hq3 e V. (of order 7?) as it stands. We emphasize that such a contri-

bution multiplying W; in Equation (39) for sWy has an explicit quantum origin. In that
aspect, (39) does differ from (35)—(38). The reason for that difference is that the quantum
corrections in Equations (5) and (6) manifest themselves explicitly only at order h? and
then, in turn, in the equations in the hierarchy at orders n > 4.

The very fact that the full quantum Equation (39) for n = 4 does contain a term of
order 72 in Wi confirms that the quantum hierarchy (24) is not a three-term hierarchy.

W, (0 < n’ < n—1) do carry n-dependent coefficients, which increase with n. In
particular (and leaving aside other contributions), the equation for sWs can be shown to
contain in its right-hand-side (h?/ ng) (93V /9x3)W, as the highest spatial derivative of V/,

while that for sWj contains (7> /qg’q) (93V /9x3) W3 and (7‘14/ng) (8°V /9x5)W; and so on.
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We stress that the complicated structure of the general hierarchy (24) is a genuine
consequence of quantum mechanics. If i — 0, the hierarchy for the classical limit of W,
becomes the following three-term one for Equation (7):

oW,
atn = _Mn,nJernJrl_Mn,nlenfl (40)
_ feq O
R R (41)
d n oV
Myn1 = *% (€n+1,n—1*€n,n—2)£ q*g (42)
eq

with M, ,_,» = 0 for n’ # 1 and the same M, , 1. Specifically, one has:

19 mav
feal 22 L T O¥ (43)

M1 = m [55 q%q ax}

Notice the crucial simplification for 71 — 0: € become independent on x.

2.5. Formal Solution of General Hierarchy

It is methodologically important and useful to obtain a formal solution of the general
quantum hierarchy (24) that is not a three-term one (that is, without proceeding to the
classical regime). For that purpose, one solves the hierarchy (24) for n > 0 recurrently.
Then, all W, for n > 0 can be expressed through suitable linear operators in terms of Wy
and of the initial condition Wi, ¢ (assuming Wi, , = 0 for n > 0). In particular, it will be
important to get Wi as a linear functional of Wj.

In practice, it is convenient to operate in terms of Laplace transforms by employing (27).
The solution of the hierarchy proceeds specifically as follows: (i) for suitable 19 > 2, in the
equation of the hierarchy (27) yielding Wi, (s), one omits W, 1(s) and solves formally the
resulting equation for W, (s) in terms of those Wy, (s) for n > 0 appearing in the right-
hand-side of that equation; (ii) one proceeds to the equation of the hierarchy yielding W,_1(s),
reshuffles into it the above expression for Wy, (s), and solves for W,,_1(s); (iii) one proceeds by
iteration to the equations for Wi, (s) for n > 1 and so on until one arrives at Wj (s) in terms of
W(s). Then, one repeats the above procedure for Wy, 11 (s) and infers by induction what the
formal structure of the solution is as 1y — +oc0. One finds (s-dependences being understood for
brevity as suitable):

Wi(s) = D1(s)[—M,0]Wo(s). (44)
Dy = ! (45)
' ST — MypDy(Myy + Mp3D3My 4 DsMyq + M 3D3 M3 4DsMysDsMs¢DeMgr + ...
1
Dy = , (46)
sl — Mp3D35(Ms2 + M 4DyMy5D5Ms55 + M3 4Dy My sD5Ms6DsMg7D7 M7 + ... )
D, ! 47)

~ sI — M34Dy(My3 + My5D5Ms6DgMe 3 + My 5D5Ms 6Ds Mg 7D7M73DgMs 3+ . ... )

and so on. The D vales are continued-fraction linear operators. I is the unit operator. In a
compact form:

1
Dy = Dy(s) = (48)
! n( ) sl — Mn,n+1Dn+1 (Mn+1,n + Nn—i—l,n)
Nyi1,n = Nug1,0(8) = Mys1np2Dn2oMui2,043Dn3Myy3.0 + - .. (49)

with the understanding that if the infinite continued fraction related to D, in (48) is
approximated by a finite continued fraction by cutting it off at some ny, the infinite series
for Nj,41,, is approximated by a finite sum that is cut off at n1g; thereby, its last term contains
Mg
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Then, one has the exact equation for Wy(s):
sWo(s) = Winn — Mo,1D1[—M,0]Wo(s) (50)

For previous approaches to stochastic equations that make use of continued fractions,
see [42,43]. As a general reference on ordinary continued fractions, see [44]. Notice the
genuine cyclic structure (determined by the structure of the hierarchy) in successive terms
in the denominators in D,,. For instance, in Dy, the contribution My 3D3M34D4M,; in
the series N;; indeed achieves a cyclic structure in the indices of M due precisely to

2
My, = — J‘qu %37‘3/ (—6 + 2—5), which is a quantum correction depending explicitly on
(and also implicitly on it through Z—'é). In the strict classical limit, e,9 = —(1/2) and
€4 = —3, and that quantum correction disappears. And there is similarly with Mg in

Mz,gD3M3,4D4M4,5D5M5,6D6M6,1 and so on.

There are other approaches (different from the one pursued here, to the best of the
present authors” knowledge) to the analysis of general linear recurrence relations: see, for
instance [45].

2.6. Convergence: A Qualitative Analysis

A detailed mathematical study lies outside the scope of this work, as we shall limit
ourselves to indicate arguments justifying convergence. We shall consider first the case
I — 0. Then, one has the three-term hierarchy in Equations (40), (41) and (43) for the
Liouville equation. Equation (48) still holds with the series N1, — 0 so that

1
D, =D = 51
8 n(S) sl — Mn,n+1Dn+1Mn+1,n ( )

with M, ,,+1 and M,, 11, being given in Equations (41) and (43). We shall introduce the
n-independent operators

F= Mn,n+1[(_Mn+l,n)/(” + 1)] (52)
1 1 1 1
ap = mMn,n+1mra— = m[(_MnJrl,n)/(n + 1)]m (53)

Let s = 0 in Equation (48) and iterate it indefinitely. By using Equations (52) and (53), a
direct formal computation yields:

nfat D412 pamapam o 1 5y

_ 1721
Di(0) =272 T((n/2)+1) a_Aay

where I' is the standard Gamma function [46] and the operators F and A being n-independent.
The following formal and short discussion (simplifying unimportant dependences for it) may
be adequate. Let us assume the operator F = — aa—x (a% + b) with real functions a = a(x) > 0
and b = b(x) acting on functions f = f(x). Upon transforming f — ¢ with f = exp(—b/a)g,
F — F with j = —[Z — (b/2a)]a[Z + (b/2a)]. The operator F; (acting on g) is non-
negative. The preceding argument is closely related to the one to be employed later in
Section 2.9 regarding (62). Going backwards, that enables us to give a meaning to F~1/4, 4,
and a_. A can be formally regarded as an operator-continued fraction. Even if a rigorous

characterization for it is lacking at present, Equation (54) indicates that D,,(0) factorizes into the
T((1/2)+1/2)
T((n/2)+1)
behaves as 2n1~1/2 [44] and D, (0) tends to vanish proportionally to n~1/2. This suggests that
the operator D, (s) in Equation (51) also tends to vanish as n~'/2 for large 1. We shall employ
this large n behavior in order to assess, for the general hierarchy (24), the convergence of
D,(s) and Nj11,(s) in Equations (48) and (49), respectively. That is, in these assessments
for continued fractions and infinite series in the exact solutions, we estimate that the exact
operator Dy, (s) behaves for large 7 and fixed and finite s as 7~ 1/2 (times an n-independent

n-independent operator F~1/4 AF~1/4 times an explicit function of n. For large 1,
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operator). The application of such estimates to the operators N1 ,(s) and some judicious
guess for the last factor in each operator contribution (M, 3 , in the first contribution in (49)
and so on) leads us to infer that the operator N, , is more negligible compared to M,,.1 ,
the larger n is. Then, upon estimating D,, ;1 in the right-hand-side of (48) to be of order
n~12 and noticing that M,,1 , is of order #, it follows that D,, in the left-hand-side of (48)
is of order n~1/2 consistently. This suggests that D; in Equation (50) is finite. Even if full
mathematical justifications are lacking, it is felt that the arguments above provide reasonable
support towards the finiteness and well-posedness of the present developments based upon
non-equilibrium moments and hierarchy.

2.7. Properties at Equilibrium: €3

The equilibrium Wigner function in (4) and the definitions of the equilibrium moments
using Weq(x,q) as the generating function implies that all W, = We;,, = 0 for n =
1,2,3,..., while only the lowest one is non-vanishing;:

Wo = Wipo = qlq Y expl—BE;lg;(x) ! (x) (55)
eq

In this case, Win, = 0 forany n = 0,1,2,.... On the other hand, one has the general equation:

_ g0 1o
M1,0W = 7 ox ((Gzlo)wn) + l]eq ox Wn (56)

Equation (24) for equilibrium and # = 1 imply
Ml,OWeq,O =0 (57)

Equation (57) and the expression for M o from (56) with the condition that in the classical
(. — 0) limit, —ep 9 = 1/2, can be recast as two alternative and exact representations, each
having its own interest. First, Equation (57) implies:

B m [t , 1 9V
—ezro(x)Weqro(x) - (1/2) eXp[_q%q/x dx mw], (58)

Since Weg0 > 0, it follows that —ep > 0 for any x.
Second, an explicit representation of —€; in terms of W,;0 and V is:

1%

1 m oo
| W) 5, (59)

2Weq,0 (x) - 673,7 Weq,O (x)

€2,0(x) = —

The formally infinite integration limits in Equations (58) and (59) are to be understood in
the framework (very large L) and conditions on V stated in Section 2.1. In particular, since V' is
appreciable in a finite interval (—a < x < a), the integrals in Equations (58) and (59) converge.

2.8. One-Dimensional Non-Equilibrium Hierarchy: Small Thermal Wavelength

Let éx be a typical scale of variation of V: for instance, a fraction (say, 1/5 to 1/10)
of one nanometer. We shall consider a quantum regime with a relatively small thermal
wavelength with, say, Ay, /dx < 1: some features in it are treated as in the classical regime
while others behave quantum mechanically. In such a regime, chemical reactions of the
kind we are interested in occur. Such a regime is not the strict classical high-temperature
limit. For assumptions and estimates characterizing such a regime, see Section 3.2 in [30]. A
summary of those estimates is the following. Let the mass m be about one to two orders of
magnitude larger than the neutron mass. The range of V may be about 0.1 to 0.5 nanometers.
The value of kgT may lie, for instance, between 300 K (room temperature) and, say, 1200 K.
| V| may vary between 1 and a few eV, and let Vj be a positive constant energy having a

value in such a range. Let %l‘n/ be estimated as (‘S;T‘)/,,. In turn, 6V is estimated as one order
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of magnitude smaller than Vj, and 6"V is estimated as one order of magnitude smaller than
" ,n=2,3,.
In Equation (39) 9V appears to be smaller than i 5y by a factor ( )2 times a con-
Goq ©

tribution smaller than unlty This suggests we can neglect the quantum correction containing

PV
g s
tions can be carried out in the equation for 0Ws /9t (by neglecting the contribution containing
(H*/ ng)a?’v /3x%) and in the equation for 9W,/dt (by neglecting (1*/ ng) (03V/9x3) and
(n*/ ng) (8°V/9x°)) and so on. In general, we shall accept as a plausible approximation (appli-
cable in applications for chemical reactions) that in Equation (24), one can neglect, on average,
all contributions due to all M,, ,, W,y withn’ = 2,...n — 1 compared to M, ,_1W,_1. Then,
Equation (24) becomes the approximate (f-reversible) three-term hierarchy

[—6+ 642] compared to the one containing ql 5y in Equation (39). Similar approxima-

aWn
ot

= *Mn,n—&-lwn—&-l - Mn,n—lwn—ll (60)

but we still retain the full M,;, n — 1 (including its own quantum corrections) in Equation (26).
The latter makes Equation (60) differ from Equation (40), in which M;,n — 1 is given in
Equation (43).

Alternatively, in Dj, the contribution M, 3D3M34D4My 1 (with a cyclic structure in
the indices of M) is smaller than M, ; thanks formally to the 72 in the contribution My;.
In physical terms, we proceed to the quantum regime with a relatively small thermal
wavelength as characterized above: then, on average, the magnitude of the values implied
by the action of the operator Mp3D3Mj34D4My; on a generic function may be smaller
(by about one to two orders of magnitude) than those by the operator M;;. Then, in
Dy, it appears plausible to discard the contribution M 3D3M34D4My 1 and, by a similar
argument, the full My 3D3M3 4DyMy5D5Ms56DgMg 1 + ... compared to Mj . It is stressed
that the full M, ; is still kept (thereby still taking into account certain quantum effects). The
actual counterpart to Equation (48) for the three-term hierarchy (60) is, forn =1,2,3...:

1
sl — Mn,n+1Dn+1Mn+1,n

Dy = Dy(s) = (61)

That is consistent with the operator-continued fractions that follow directly from Equa-
tion (60). We shall continue to assume the initial condition Wy, o # 0, Wi, 0 # W0, and
Winn = 0 for n # 0 for simplicity. This amounts to discarding all contributions in the opera-
tors containing cyclic structures: that is, to discard Mp3D3M34D4M4y5D5Ms56DgMgq + . ..
in Dy and so on for D, forn =2,3,....

The following remark can be regarded as a gratifying check of consistency. At very high
temperatures, practically in the classical regime, and based upon [6], we shall approximate
the one-dimensional equilibrium quantum distribution to a leading order by the classical
distribution: Weq ~ cofeq with foq = exp[—B((q*/2m) + V)], thereby neglecting the
corrections computed in [6]. Then, the computations of all €, ,; boil down to computing
Gaussian integrals. From (15) and (16), one easily finds: €9 = —1/2 and €45 = —3. Then,
under that approximation corresponding to the classical regime, one finds —6 + _ 22 = (in
Equation (39) and, consequently, the hierarchy Equations (35)—(39) reduce to a three—term
one. The same reduction of Equation (24) to a three-term hierarchy occurs for any .

Notice as well the following behavior. Consider the Laplace transform of Equation (60),
which implies W, (s) = —D,M,, ,_1W,_1(s) for n > 1. For fixed and finite s and large 1, D,
behaves as 71!/, Then, sWj, (s) is subdominant compared to M, ;11 Wi, 11(5) + My, 1 W, _1(s).
In turn, that behavior will be consistent with the long-t approximation in the next subsection.

2.9. One-Dimensional Non-Equilibrium Hierarchy: Long-Time Approximation

We shall proceed to approximations adequate for a long-time non-equilibrium evolu-
tion based upon Equation (60), with chemical reactions in mind.
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The operators M, , 11 and M,, ,_1 in (60) have dimensions (time) 1.

The characteristic or effective evolution times associated with those operators, denoted
as (T*)_l, have orders of magnitude that can be estimated easily. Thus, the T* associated
with M,, ;41 is about Ay,m(dx) /1) and so on for the various terms contributing to M, ,,_1
(the estimates of which depend on x).

We shall consider t about and larger than those effective evolution times. Then, as large ¢
corresponds to small s, the simplest (long-time) approximation can be formally conjectured
foreachn =1,2,... as follows: We replace Dy (s) in Equation (61) with the s-independent
operator Dy (s = €) (with fixed and small s = € > 0), and then, one has the approximation:
Wo(s) =~ Dy(s = €)[—M,, ,_1]W,_1 (also regarded as a short-memory approximation). The
system formed by the inverse Laplace transform of Wy (s) ~ Dy (s = €)[—Mj o] W, together
with Equation (60) for n = 0 completes the long-time approximation scheme. This amounts to
the argument that the t-dependence of W, (t), n = 1,2,... would be approximately enslaved
by that of W),_1(t). That immediately yields the following quantum equation:

% = qmﬂ%[[)l (S = €)M1,0W0] (62)
with the above initial condition W;, g. Providing a suitable approximation method or ansatz
yielding D; (s = €) is a difficult open problem: see [30]. The diffusion-like Equation (62)
appears to be t-irreversible. However, at the present stage, we do not warrant that all
eigenvalues of — .9 D, (s = €)[—Mj o] are nonnegative.

For the sake of a complementary understanding, we shall accept as a plausible ap-
proximation that the linear operator D;(s = €) be replaced by a non-negative function
D =Di(s=¢€) >0o0fx.

We introduce fy(x;t) through:

Wo = exp {/Ox dx’u(x’)}fo, (63)
_qeq/m)(a(—ez,o)/ax) + (1/4eq) (9V/9x)

u(x) = 24eq/ ) (—e20) . (64)
Then, Equation (62) becomes
) 9 2qD(—€20) [
g = [ax + u(x)} qq;zem [Bx - u(x)]fo- (65)

Recall that —e, g is nonnegative for any x (Section 2.7). Then, all eigenvalues of

[% + u(x)] 475(]137(”7;62,0) [aa—x — u(x)] are nonnegative, and the solution of Equation (65) tends
towards Weqo for t — +oo for any Wiy g (irreversibility and thermalization).

Regarding stochastic equations, see [18,31,47-49].

The 1D developments in this section will be very useful at a certain stage

(Sections 4.4 and 4.5) in the 3D model for polymerization explained in the following sections.

3. Towards a Model for Catalyzed Polymerization

Throughout this and the following section, we consider a fluid at rest in thermal
equilibrium at absolute temperature T in an interval about room temperature and in
three-dimensional (3D) space. The fluid plays the role of an HB. Then, we consider
three ensembles immersed in the fluid: (1) an ensemble of widely separated independent
unbound units (atoms and/or small molecules); (2) an ensemble of widely separated,
independent, freely jointed (fj) chains as templates (te); and (3) an ensemble of widely
separated independent catalysts.
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3.1. Ensemble of Widely Separated Independent Unbound 3D Units

Let an ensemble of identical N,;; non-relativistic microscopic units (atoms and/or
small molecules) with equal masses be widely separated from and interacting negligibly
with one another. To fix the idea, we concentrate on one of them, denoted as “1”, with mass
M, position vector Ry, momentum IT;(=-i1V1), and quantum kinetic energy I'[% /2Mq, V4
as the 3D gradient operator with respect to R;. Any wavefunction of the ensemble of N,
units factorizes into the product of Ne,;, individual wavefunctions.

The 3D scalar product of two individual wavefunctions ¥j, j = 1,2 for the same unit 1
that depends on the same R; reads:

($1.92)3 = [ @Ripiys, (66)
with the integration being carried out over Rj, and * denoting the complex conjugate.

3.2. Ensemble of 3D Freely Jointed (fj) Chains as Templates (te)

We consider, also immersed in the fluid, a very dilute solution of identical te molecular
chains described below that are adequately separated (and then independent) from one another.
That is, the fluid contains an ensemble of such template chains. Any chain is supposed to be
adequately long. Regarding molecular chains from various standpoints, see [21,23,31,32,50-55].

This subsection will remind the reader of a model for a single 3D te formed by
Nt — 1 non-relativistic atoms or small molecules as an open, linear, freely jointed (fj)
molecular chain. Let Ry ;, It,, and M;,; be the position and momentum vectors and
the mass, respectively, of the i-th atom in the te (i = 2,..., Ni). The total mass of the te
is: My, = Zfi“z M. ;. Let Pyocm = Zﬁa P, ; be the total momentum operator of the te,
and lety; = Ry 11 — Ryei, i = 2,..., Nie — 1 be the relative position vectors (the bond
vectors) along the te. The latter is treated in the framework of the Born-Oppenheimer
approximation [56] so that the most rapidly varying electronic degrees of freedom have
already been integrated out. E,;(< 0) is the electronic energy (essentially, a constant), which
will always be subtracted out from the outset.

In 3D spherical coordinates, the three-momentum operator associated with y; reads:

—ihVy, = — ay?’ll - ihul-aayi ) 67)
with
yi = yiu; a3, = ihuefaaé)i + ihu(’]isirlwi;goi , (68)
with the three orthonormal vectors:
u; = (cos ¢; sin 0;, sin ¢; sin 6;, cos 8;) , (69)
uy, = (cos ¢; cos 0;,sin ¢; cos 6;, —sin ;) , (70)
uy, = (—sin ¢;, cos ¢;,0) (71)
Let:
e3) = iliu; — ag), (72)

I =2,..., N —1[53-55]. The total quantum kinetic energy of the te is:

Nie—1
P}, e/ 2Me + ”22 Ayj[—inVy,)[—inVy ] (73)
1,j=
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The constants A;; are given by: M;l + Ml.jrll ifi=j, —M;l ifj=i—1, —M;l ifj=i+1,
and 0, otherwise. So: A;; = Aj;.

Approximate models for a te as a 3D molecular chain with constrained distances (bond
lengths) between successive pairs of neighbor atoms due to strong harmonic-oscillator-like
vibrational potentials (covalent bonds that are not as strong as electrical degree-of-freedom
interactions) have been constructed [33,53-55]. In short, the te is modeled as a freely jointed,
or fj, molecular chain. For the sake of a short justification of the latter, as a dominant
effective approximation of the covalent bonding (neglecting other weaker interactions), let
nearest-neighbor atoms interact through harmonic-oscillator-like potentials with vibrational
frequencies wy,j [53]. The vibrational energies liwy ; (much smaller than E,;) are supposed
to be larger than KpT [53-55]. One is also assuming that, on that energy scale, angular
degrees of freedom are not constrained. In such a regime, y; equals, approximately, the
constant equilibrium distance d; (bond length).

One can also entertain other molecular te with additional constrained distances
between successive pairs of next-to-nearest-neighbor units due to (somewhat weaker)
harmonic-oscillator-like vibrational potentials: freely rotating molecular chains. Freely
rotating chains can be approximated by f; ones that include persistent lengths (namely,
effective bond lengths, which amount to constraining approximately both the above y; and
also the angles between neighboring bond vectors) [21]. Such models do provide useful
approximations for real single-polymer chains under various conditions [21]. In the present
work, dealing with fj chains will suffice, with the understanding that the bond lengths can
be interpreted as either fixed bond lengths in fj chains or as persistent lengths in freely
rotating chains.

Let 0, ¢ denote, collectively, the two sets 65,...,0n,,—1, ¢2,-.., ¢N,,—1, Tespectively.
Different 3D variational computations [33,53-55] enable us to consistently derive the same
3D model for an fj molecular chain with fixed y; = d; while allowing for purely angular
motion of the bond vectors. From those coinciding results, by omitting the total zero-point
energy E;, of the vibrations and factoring out the overall center-of-mass motion, one arrives
at the following 3D quantum purely angular Hamiltonian and at the scalar product for the
fj molecular chain:

- Nie—1 Az]
Hy s = i,jZ::2 me&ie&j (74)
(¥, 42055 = [ (401916, 0) 4200, 9), 75)

with [dQ]; = Hf\fz_ldGid(pi. The integration is carried out over the whole N, — 2 set of
solid angles. The angular motion of the fe is described by wavefunctions ¥ = (6, ¢) and
eigenfunctions of the stationary Schrodinger equation, with energy eigenvalues E:

Fs,itp = Etp (76)

The purely angular motions described by Hj, i will be essential for the understanding
of what follows.

The analysis in the remainder of this subsection is intended only as a methodological
and essential step towards the study of polymerization in Section 4.

So, we suppose that KgT is adequately smaller than all 7iw); and that all vibrational
states of any fj chain are the ground-state ones, so that the relevant degrees of freedom of
the fj chain are the rotational ones (say, in principle, those corresponding to Hj )

The evolution of an individual fj chain in the fluid at KgT can be described in principle
by a non-equilibrium Wigner distribution and equation. However, due to the influence
of the fluid at such KgT, it will be physically adequate to approximate the quantum
description of the rotational motions of the template fj chain as provided by classical
statistical mechanics and, hence, by classical Liouville distribution functions.
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For units 2, ..., N, forming the template fj chain, the approximate transition to classical
mechanics reads: e3; — —az;, —z’ha% — T, _iha%i — Tp,c- SO, —a3.; = 7lp, g, +
Tty cUg;- The small terms proportional to ifiu are taken as negligible and, so, are disregarded.
The terms 714, ¢, 77y, ¢ are classical momenta and are canonically conjugate to 0;, ¢;, respectively.
The terms 774, 77y, denote the set of all 709,.cr Tlg;,c, TESpectively.

Then, the quantum Hamiltonian Hj f; for the angular motion of the fe chain is approx-
imated by the following classical one (factoring out the center-of-mass motion):

H3,fj,c = zi;l (Al]/Zdld]) (—33’6’1') (—a3lcrj). Let ftglc = ftg,c(ﬁ, D, 7T9cr 7Tq),c; t) be the non-
equilibrium classical Liouville distribution function for the te. Accordingly, [Hj Fier freelpy

denotes the standard classical Poisson bracket (Pb) of Hj, fi,c and fiec [57]. The non-equilibrium
classical Liouville equation is:

d -
];t;'c = [H3,fjcr freclpy (77)

Let [dQ]3; = Hf\i{ldGidﬂgi,cdgoidn%c. Total probability is consistently conserved:
0 [[dQ]3 1 fre,c/0t = 0. These classical approximations for the te chain are instrumental
and will be implemented directly in Sections 4.1 and 4.2.

3.3. Ensemble of Widely Separated Independent 3D Catalyst (cat) Molecules

Let an ensemble of identical non-relativistic individual catalyst units be widely sepa-
rated from (with negligible interactions with) one another. Each catalyst unit (cat for short)
is a medium-size molecule (formed by other small molecules, monomers...). The total
mass of a cat unit is My.

The fluid is at rest and in thermal equilibrium at a KgT adequately smaller than all
vibrational energies of a cat molecule. Then, by assumption, all relevant vibrational states
in the cat are the ground ones, and the relevant degrees of freedom in it are the rotational
ones and those associated with its corresponding center of mass.

With an enormous simplification, at the given T, the cat is modeled as a slow and free
massive molecule of mass M, with position vector Ry, which approximates the location of
its center-of-mass and disregards the spatial extension of the catalyst. Alternatively, Ry can
also be considered approximately by assumption as the location of a quite reduced domain
of the catalyst (the “active” site or center), which will interact with the individual unit and
the relevant part of the template and without taking into account the spatial extension of
the cat.

To fix the ideas, in a quantum-mechanical setting, let IT3 o be the quantum momentum
canonically conjugate to Rg. The quantum Hamiltonian of the free catalyst is Hz e, ~
H%,o/ 2Myp. We advance that from Section 4.1 onward, at the given T, it will suffice to
approximate the behavior of the cat by employing classical mechanics.

4. 3D Catalyzed Polymerization of One Single Atom by a Chain: Mixed
Quantum—Classical Description

We shall consider a model for chain growth through polymerization: technically,
for what is known as insertion polymerization. A (slightly simplified) example is: - - - —

(CHR — CHp), — [Ti] + (CHR — CH) — --- — (CHR — CH,), — (CH, — CHR) — [Ti].
(CHR — CH,) plays the roles of the individual “small” molecule 1 and of one "small"
molecule in the te chain (denoted, in turn, as - - - — (CHR — CHy)y,). [Ti], symbolizing, in

short, the complex TiCly — AIR3), is the catalyst. See [32].

We suppose that the number of unbound units N,y is approximately equal both to
the number of template chains and also to the number of individual cat molecules. Then,
the fluid at equilibrium and at rest can also be regarded approximately as an ensemble
formed by copies adequately separated from one another: with each copy, in turn, being
a triplet formed by one unbound unit, one fj chain, and one cat molecule. We consider
that each copy has a finite volume, albeit it is quite large on the microscopic scale. Those
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three entities are now regarded as not separated from one another, on average, so that
interactions among them occur. Those interactions will be modeled in what follows.

The action of the catalyst enables an unbound unit to become attached to the fj te chain
so as to give rise to another larger chain made up of N, atoms. The individual unit is
treated quantum-mechanically since its binding to the te is a chemical reaction.

4.1. Interactions of a Unit, an fj Chain, and a Catalyst

An individual unit (certainly influenced by its interaction with the catalyst and with
the te fj chain) is dealt with quantum-mechanically, as this genuinely applies to its binding
process to the template fj chain. In principle, the dynamics are accounted for by a quantum
Wigner function [4,6,37].

We introduce the relative vector from that unit to the first atom in the template:
y1 = Ry2 — Ry. We suppose a rotational-invariant interaction potential between the
individual unit and the first atom in the te chain: Uy(y1) = Uy (y1) (y1 =| y1 |)- This is
appreciable in 0 < y; < y1 . Specifically, Uj (y1): (1) is repulsive (> 0) for short distances
in0 <y <y, (2 isattractive (< 0)inyy 90 < y1 < y1,1, (3) isrepulsiveiny; 1 <y1 < y12,
and (4) vanishes very quickly for y; > y1,. The term y; varies inside the microscopically
large but finite volume of each copy of the ensemble referred to at the beginning of this
section. In short, Uj (1) vanishes very quickly beyond a domain having a size of order of
at most a few bond lengths in the te chain.

Another crucial interaction potential Uy, activation of the polymerization process, is
supposed among the individual units, unit 2 in te, and the cat. The catalyst (also denoted
here as unit 0) interacts simultaneously with the atomic unit (unit 1) in the ensemble and
unit 2 in the fe through the real, spherically symmetric potential Uy(yo, yo + y1), with
yo = Ry — Rg. The properties of Uy(yo, yo + y1) will not be discussed at this stage. Its
assumed effective behavior (specifically, that of the average of Uy(yo, yo + y1) over yp) will
be considered a posteriori in Section 4.3.

Units 0 and 1 will be included in the overall CM and in the general description in
Section 3.2, where they are enlarged with yp, y;. The model is being constructed with
the following crucial numbering convention. The set of all material entities is numbered
successively in the following sequence: 0 (cat), 1 (individual unit), and 2,3,... N, (those in
the te) consistently with the definitions and numbering of the y. In turn, such a numbering
convention and the above choice of potentials U; (1) and Up(yo, yo + y1) will be consistent
with the individual unit 1 to be bound to unit 2 in the te. Accordingly, we also introduce
Ay = MO_1 + Ml_l, Ay = A = —Ml_1 and so on for Aj1, A1y, and Ayj upon consistently
extending the definitions of A;; in Section 3.2.

The quantum purely kinetic Hamiltonian for the cat, the individual units, and the
template is T3 o /2Mo + T3 /2M; + P}, ¢ /2Mie + 271 D Ay (=il Vy,][=iRVy ).

At this stage, one performs the following transformations: (i) one introduces and factors
out the contribution of the total center-of-mass (for te, unit 1, and cat); (ii) one introduces all
relative vectors yo, y1, y2,--., Yn,,—1 and makes use of Equation (74) for y»,..., yn,—1; and
(iii) one adds Uy, U, and all vibrational potentials accounting for the structure of the fj chain
and implements the transition giving rise to fixed bond lengths in the te. Then, one infers the
following effective quantum Hamiltonian (omitting the overall center-of- mass for all material
entities): Y}_ 271 Ay [—ifiVy,| [~V ] + 2520 e3 o[-V, ] + zf]’ugl 2y esiesj + Uo+ Ur.

It will be supposed that the cat, evolving in the fluid at the temperature T assumed, can
be described approximately through classical statistical mechanics and that it has random
motion during the effective duration of the process catalyzed by it. Let 83 - o be the classical
momentum, which is canonically conjugate to y, for the classical cat.

As for the cat, the evolution of the fj fe chain inside the fluid at thermal equilibrium at
those temperatures is also described approximately through classical statistical mechanics: recall
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the analysis and the transition to classical variables in Section 3.2. Then, one can entertain the
reasonableness of the following formal mixed quantum—classical Hamiltonian structure:

AgoB3 A + A10)B3,0[—i7V
00 3,c,0+( 01 + A10)B5,,0[—i1Vy,] 271 Ay [V, ][~y ] +

2 2
A+ Ax - Nt A .
g ) [V ]+ ,»,]-gz 20, (20 (Ce) ot U (79)

with the sole purpose of using it as a key guide to directly formulate a mixed quantum-
classical Wigner-Liouville equation, as we shall do in Section 4.2.

4.2. Mixed Wigner-Liouville Equations for the Ensemble, te, and Catalyst

Let 83 .1 be a momentum, which is canonically conjugate to Ry, for the individual unit
treated quantum-mechanically. Use will be made of the classical variables employed in
Sections 3.2 and 4.1 for the te and catalyst, respectively.

The system formed by a unit, an fj chain, and a cat is described, by assumption, by a
mixed (quantum-—classical) distribution function in phase-space. The following quantum
Wigner-like one for unit 1 and a classical Liouville-like one for the chain and the cat will
be considered: fu = fiu(y1,6, ¢, Y0, B3,c,1, 7o, g, B3,c0;t). By assumption, fy, fulfills the
time (t)-reversible Wigner-Liouville equation that follows naturally by starting from the
mixed Hamiltonian structure in (78) by operating quantum-mechanically (via Wigner) with
it for the variables of the individual unit and classically (via Liouville) for those of the te
and the catalyst. One finds directly:

0 id3
Afm _ —(AnB3e1 + A2 (—asc2) + AgiBsc0) (Vy, fn) + / d*Bs3c10fm(8301,0) yu;
ot h(7th)

2i(f3 —£
eXp( ( 3,C,1 h 3,C,1,0)y1,0)[u1 (y1 + Y],O) _ u1 (Y1 _ ylr()) +
Uo(yo,yo +y1 +y1,0) — Uo(yo, yo + y1 — y1,0)] +

a(_33,0,2> afm

+A1233'C'1[Tm -
a(_aB,c,Z) afm a(_aB,c,Z) afm a(_aB,c,Z) afm o
“om, 96 + 392 oy, oy, 37902] + [H3,fj,c, fn] Py
(A00B3,c0 + A1083,¢,1) (Vyo fn) + (Vy,Uo(yo, Yo + 1)) (Vs o fm), (79)

with Hj ¢ = Z%;;(Aij/Zdidj)(fagrc,i)(fag,clj) (recall Section 3.2). [Hj ., fu| py denotes
the standard classical Poisson bracket [57] (recall Equation (77)). It approximates, in the clas-
sical regime, an integral contribution for the chain analogous to the one for the individual
unit in Equation (79). We have interpreted the formulation of this mixed quantum-—classical
formulation by writing directly the pair Ag83,¢,0(Vy, fn) and A19831(Vy, fm) together
with the pair Asj(—asc2)(Vy, fin) and AjpB3. 1 times (the Poisson bracket of (—as2)
and fy;). Instead of the mixed quantum-—classical Equation (79), a more basic treatment
would have taken a fully quantum-mechanical Wigner equation for all (individual unit,
te, and cat) entities, with Poisson brackets replaced by the corresponding integrals, as a
starting point. However, in order not to encumber the analysis, it seemed more economical
not to proceed like that but to start out from the mixed quantum-—classical Equation (79).
We advance that both te and cat will be supposed to be in classical states at approximate
thermal equilibrium in the next subsection, which also supports such a shortened strategy.
The term f,,, (83 10) inside the integral in Equation (79) is (omitting the writing of repeated
variables) obtained just by replacing 883 . 1 with 83 .1 o in fy,.

Through direct partial integrations, total probability is shown to be conserved consis-
tently: 8 [ d®yy [ @831 [ dyo [ d*Bsco [[dQ31fm/0t = 0.
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4.3. Template and Catalyst at Thermal Equilibrium: Integration over Their Degrees of Freedom and
Non-Standard Effective Hamiltonian

The dynamics will be considered for a sufficiently long time (). As the fluid is at
thermal equilibrium at absolute temperature T, it seems physically reasonable that in each
triplet, the te chain and cat are approximately at thermal equilibrium at the same T, and that
under their influence, the individual atomic unit evolves off-equilibrium so as to give rise
to polymerization. The resulting dynamics of the individual atomic unit are not expected
to alter the statistical equilibrium states of the fj chain and of the cat. Actually, such an
assumption underlies the very formulation of Equation (79).

We accept the approximate factorization of the non-equilibrium distribution:
fin = fifeq2feqo with an off-equilibrium f; = fi(y1,83,,1,t) for the individual atomic
unit. The cat is described by the (f-independent) classical Boltzmann equilibrium distribu-
tion (AlO e AO]):

feqo = Ze_q,lo exp[—(KpT) 1 [(Ao /z)ﬂé,c,o + A1083,6,083,.1 + Up]], which depends on
83,00, B3,c,1, Yo, and y1 (with Zego = [ dPyod®B3,c0 exp[—(KgT) (Ao /2)83 . + Uo)]).

We also accept that the te chain is described by the (t-independent) classical Boltzmann
equilibrium distribution (A1 = Az): fe2 = Z;qlz exp[—(KgT) ' [(A12/d2)B301(—a3c0) +
A fic2ll,  which depends on all variables of the fe and 3.7 (with
Zego2 = [dQ]3,1 exp[—(Kp T)71H3,fj,c,2])l which includes 83 .1 (—a32).

Notice that (—a32) is coupled to Vy, in Equation (79).

We integrate Equation (79) with [[dQ]; . [ d®yod>B3,,0 and perform the approximate
replacement fi, > f1feq2feq,0

The contribution of A1283 1 times the Poisson bracket involving f1 feq 2 feq,0 and mul-
tiplying it plus the contribution of the Poisson bracket ([Hg,’fjlcrz, f1feq2feq0lpp) gives a
vanishing result.

Then: f[dﬂ];;,Lfm = flfeq,O f[dQ]S,Lfeq,Zr and f[dQ]Ci,Lfm(_aB,c,Z) =
fifego [[AQ3 1 feg2(—a302) = fifeqol—((KpTda)/A12)(Vg,,, [[dQ]3 1 feq2)]-

The function f [dQ]s 1 feg2 = fo = f2(B31) is studied in the Appendix A.

Consequently: [ d3yod>85,0 [[dQ3 1 fm = fif2fo, with

fo= [ dyod®Bs,c0feq0 = exp[(2KpT) 1 (Afy/ Ao0)B5 .4 ]-

Equation (79) becomes, in terms of W = W(y1,83.1,t) = f1f2fo:

oW
S = ~[AuBac — (KeT)(Vay,, In f2) — (Ado/ Ao0)85,1) (Vy, W) + [ d85,10
id3 2i(3 c -8 C
Wiyn B0 0] [ s e Bac = Bsed W10y 1y, oy, 4310 1) -
U err(l y1 —y10 )] (80)
Uerr(ly1 1) = Ui y1 ) + Uoers(l y1 |) (81)
J @yolo(yo, yo + y1) exp[—(KpT) ' Up)]
U, = 82
0,6ff(| Y1 |) fd3Y0 exp[—(KBT)*lllo] (82)

We shall assume the following properties of Up,rr(| y1 |) = Uoerr(y1) (1 = y1 |): (a1) it
is repulsive for 0 < y; < y13, where y19 < y13 < y11; (42) it is attractive for y13 < y1 < y19;
and (a3) it tends to vanish for adequately large values of y1(> y;,). We allow, at this stage,
for Uy (yo,yo + y1) to give rise to bound states of the catalyst for the system formed by the
individual unit and the te. Such a possibility can be entertained at the level of Equation (79) but
lies outside the scope of Equation (80) and its consequences, which concentrate on the individual
atom 1. See the comments in Section 5.

Upon recalling the properties assumed for Uy, it follows that Uy ef¢ (| y1 |) = Urefr(y1):
(1) is repulsive in 0 < y; < y10; (2) is attractive in y1 9 < y1 < y11; (3) is repulsive in
y11 < y1 < y12; and (4) tends to vanish for adequately large values of y1(> y12). Two
important additional points are: (5) Uy ff(y1) continues to be attractive in y10 < y1 < y11
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in spite of the possibility that Up,rf(y1) can be repulsive in y10 < y1 < y13; and (6)
Uieff(y1) is considerably less repulsive than Uy (y1) in y1,1 < y1 < y1. The basic effect
due to Up.rf(y1) (and, hence, due to the catalyst) is to offset and make lower the positive
values of Uy (y1) iny1,1 < y1 < y1,2. We shall assume later (Section 4.5) that Uy o7 (y1) does
give rise to bound states (specifically, to one bound state).

Equation (80) depends only on the degrees of freedom of the individual unit.
Equation (80) with (81) is the standard Wigner equation for the non-standard quantum
Hamiltonian: H, 1 = —(#*/2)((A11 — (A3y/A0)))Vy, + [Info] (Bze1 — —iliVy,) +
Uieff(] y1 |)- In'so doing, we are correcting some misprint in the non-standard quantum
Hamiltonian H,_ in Section 5.1 in [33]: such a misprint is inconsequential regarding the
developments in [33].

Equation (80) directly yields the probability flux conservation:

0
. / Py W = —Vy, / P83,1[AnBsc1 — (KsT)(Va,,, Inf2) —
—(AZy/ Ao)B3,c1]W (83)

9
. / Py, / PR W =0 (84)

4.4. Standard Approximate Effective Quantum Hamiltonian for the Individual Unit

As it is difficult to handle H,_ 1, it will be approximated by the new effective Hamil-
tonian I:IgffJ below. Accordingly, one approximates: —(KpT)(Vg,  Infa) ~ A1p08;.1:
see Appendix A. The constant ¢(> 0 and dimensionless) accounts for the influence of the
classical fj chain on the dynamics of unit 1. After this approximation, Equation (80) becomes
the standard Wigner equation for the effective standard quantum Hamiltonian for unit 1:
Hoppy = —(1*/2) Arr,ef Vi, + Uneps(| y1 |), where Ay op = (A1 — (A3y/ Ano)) + Arac,
which yields a (quasi-)continuous spectrum of eigenvalues and one bound state associated
with (quasi-)unbound motion and polymerization of the individual unit, respectively.

Let W = W(y1, 831, t) be the (effective) non-equilibrium Wigner function for a quan-
tum particle with mass Aﬁl os¢ and subject to the potential Uy off (| y1 |)- The corresponding
non-equilibrium Wigner equation reads:

a(—TV;/ = —[A11,effB3,c1] (Vy, W) + /d333,c,1,0W(Y1, B31,0/t)] %

~id3y1 0 2i(Bsc1 — B3c10)Y10
h(mh)3 xp! B MUerr(ly1 +y10

) = Uerr(l y1—y10 )] (85)

The equilibrium distribution determined by Equation (85) is We,.

4.5. Extension of Sections 2.8 and 2.9 to Equation (85): Small Thermal Wavelength and
Long-Time Approximations

The one-dimensional analysis in Section 2 can now be directly extended to the D = 3
Equation (85): namely, equilibrium distribution Weg, the family of orthogonal polynomials
generated by the former, non-equilibrium moments and hierarchy, and small thermal
wavelength (corresponding to the absolute temperature T assumed for the fluid) and long-
time approximations. Details will be omitted. Then, the 1D long-time approximations in
Section 2.9, extended directly to 3D by following [30], lead to the irreversible D = 3 Smolu-
chowski equation for the lowest moment Wiy = W (y1,t)(= [ B3 1)W(y1,B3c1,1))
for the individual atomic unit (y1 = (y11,¥1,2,¥1,3)):

14% 3.9
0 _
s = DaegAnnefs ; 3y M oW (86)
9 1 OUyeff
Mia oWl = =g Arvess g~ (€10 Wio)) + + 75" =W ®7)
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D (assumed to be y;-independent ) and €| |] are the natural 3D counterparts of the 1D
ones in Section 2.9. The equilibrium distribution for (87) is:

Wioj.eq = Ljexp(—E;/ (KgT))oj(y1)*¢;(y1)-

The terms ¢;(y1) and E; are, for all possible values of the set of subindices j, the (almost)
continuum and bound-state eigenfunctions and energies of H, A (H, f f,l ¢i(y1) = Ej¢j(y1))-
Since Uy .¢r = Uy gff(| y1]) =U; eff(yl) W is seen to depend on y?, 133 c1-and (y183, 1)%
Then: €y (o) = — [ @383 1 Weg (B3 c1)2/ (%q [ @383 1 Weq) (< 0) is seen to be independent
on«a = 1,2,3 and to depend only on y;. Consistently, W) ., fulfills: My, jojWio],eq = O,
which is a set of three partial differential equations that are compatible and explicitly
solvable for Wig ., since Uy ¢ and €y o) depend on y;. We shall assume that Uy .5 gives
rise to just one bound state.

The physically interesting solution is, naturally, spherically symmetric W5 = Wjg) (y1,t)
so that Equation (86) becomes:

Wo) 1 OUnery W

d 2 d
— 8 = Dg, A — 4+ =) (—Geg A1 e =— (€1 101 Wio]) + —
ot Jeq 11,eff(ay1 yl)( Jeq 11,effayl( [2],]0] [0]) Geq O

) (88)

now with g.; = (2KgT/ A1y ff)l/ 2 Ttis convenient to replace Wo) with another distribu-
tion f = f(y1,t) = yl_ZW[O] (y1,t). Equation (88) becomes:

o P - ) Uy eff

== Dl]qull,effE( GegArnesf 5,0 (epyof) + ayl I+

2

oy Jenca o Aersf v

4.6. Mean First Passage Time

It is important to compute approximately the (average) time required for unit 1 to
become attached to the chain as a next-neighbor of unit 2 in the fe chain in the presence of
and under the influence of the cat. For that purpose, the mean first passage time (MFPT)
formalism, which provides an estimate of the latter time, is very useful. For references
about the MFPT formalism, see [18,47,58]. In the present application of the MFPT, we shall
extend [30,33,59]. The MFPT #(y;) function is the solution of the following so-called adjoint
equation associated with Equation (89):

azt(yl) 1 alll,eff
Z%qe[z],[o]An,eff>8t(y1) _ o)

n Y1

provided that suitable boundary conditions are added. The properties of Uy .¢¢(y1) have
been explained in Section 4.3. Accordingly, the boundary conditions adequate for polymer-
ization are the following: #(y,ps) = 0 (absorption) and [9¢(y1)/9y1]y,—y,,, = O (reflection).
The radial distance y,,r is supposed to fulfill: y10 < y,.r < y1,1. The radial distance
is supposed to be larger than (but close to) y1 ». The term t(y;) is interpreted here as an
estimate of the time required for the individual atom 1—near y,;,; and, thus, far from unit 2
of the te—to reach y; under the action of the cat. If y; 9 < y; < y1,1, then t(y;) estimates
the time required for unit 1 to become bound to unit 2 of the te.

Then, by direct integration, the solution of Equation (90) with those boundary
conditions is:

Yabs d51
tyy) = (s (91)
s1 d5252 s1 dsj 8U1 eff/aSg»,)
= — 92
](Sl) /yref 6[2],[0] (52 ZKBT/ ] ( )
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For definiteness, we have chosen y; » = v, in Equation (91).

Reference [30] studied an MFPT for a simpler chemical reaction between two atoms with
neither a fe molecular chain nor a cat (and not having required to start out from any sort of
mixed Liouville-Wigner equation, as has been the case here). In spite of that relative simplicity,
the resulting MFPT is rather similar to that described by Equations (91) and (92). The detailed
analysis of the MFPT in [30] can be extended rather directly to Equations (91) and (92) and
will be omitted. The resulting MFPT in [30] displays a temperature dependence consistent
with the Arrhenius formula for rate constants in chemical reactions, and the same is true for
Equations (91) and (92). For brevity, we shall limit ourselves to a direct estimate based upon the
properties of Uy off: yielding the Arrhenius formula here.

We suppose that y; fulfills y,.y < y1 < y1,1. We choose suitable estimates for —¢y) o)
to let them to be displaced without large errors outside |, 5521 ds3, and we subsequently

perform the resulting integration |, :2] ds3(0Uy .ff/0s3). Then, we argue that an estimate

of the dominant contribution to the exponential inside J(s7) is: exp[ZIQBT [ (_uel[;f[f; 5 (yi) —
(_uel[’z"]f [j; ) (y—)]]. The radial distance y is larger than y; 1 and is not far from the y; at

which (_uel[’zf]f [’; ] is positive (with repulsive Uy .f¢) and takes on its largest values. The radial

Uneff
(—ep)p0)
attractive Uy .ff) and takes on its minimum values. We remind that —€p) 0] 18 positive

(Section 2.7). It is plausible that —ey| (o(y+) (=€, 0)(¥-)) is dominated by the almost
continuous spectrum (the bound state). Then, an estimate of the the MFPT is:

Yabs dsq 51 ds,s3
= [ =
vi 51D (GeqA11,eff)? yrer (—€p21,101(52))

1 [M( )_M
2KpT " (—€p,j0]) i (—€pypo)

Other contributions to [(s1) are regarded as subdominant and, hence, discarded. The
term t(y1) ! for y,, f < y1 < y1,1 provides an approximate estimate of a rate constant

distance y_ is smaller than y; ; and is not far from the y; at which

is negative (with

exp|

(y-)]l (93)

N . . Uy,
for polymerization activated by the cat. Then, notice that factor exp[—5 KlBT [ 751[2 ]f {; ] (y+) —
Uieff ’

—€[2,[0

wﬁ}]f[t]he inclusion of the cat activates polymerization: in fact, the latter (due to U, < 0)
makes Uy .¢¢(> 0) be smaller than Uy (> 0) iny1,1 <y1 < y1p-

One can obtain directly another solution of Equation (90) with other boundary con-
ditions: namely, with reflection for y; > y; » and reflection for y; < y; 1. However, such
a solution has been discarded as it implies properties that disagree with the physically
expected ones (implied correctly by Equations (91) and (92)).

(y-)]] is responsible for and characteristic of an Arrhenius behavior. It also explains

5. Conclusions and Discussion

The first part (Section 2) of this work dealt with the basic quantum Wigner function and
non-equilibrium equation for a microscopic particle subject to a potential V and to a heat bath
(HB) at thermal equilibrium. Previous analyses were extended non-trivially. For simplicity,
only 1D was considered, with the extension to 3D being direct. The case in which V has
one bound state (plus an infinite number of discrete states that approximate the standard
continuum or scattering states) was considered. The equilibrium Wigner distribution generates
an infinite number of orthogonal polynomials in momentum. The latter enabled us to define
an infinite family of non-equilibrium moments. Commonly, Wigner functions are employed
to evaluate expectation values for suitable operators in phase space (see, for instance [7,8]).
On the other hand, the present approach is not specifically concerned with phase space; rather,
the former focuses on the information encoded in non-equilibrium moments (depending
on the spatial positions of the particles as time evolves and becomes long): specifically, in
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the lowest moment, which can give probabilistic information. The non-equilibrium Wigner
equation yields a general n-term hierarchy for the corresponding moments. A new non-
trivial solution of the non-equilibrium hierarchy that combines operator-continued fractions
and the infinite series thereof is obtained and analyzed; arguments are given to support its
finiteness. In a short thermal wavelength regime (retaining quantum features and adequate
for chemical reactions), the non-equilibrium hierarchy is approximated by a three-term one.
In a long-time approximation, the approximate three-term hierarchy is, in turn, approximated
by a Smoluchovski equation. Among other open issues left open by the present study, we
quote here the following: (i) further improvements regarding the theory of the generalized
orthogonal polynomials in [41], which can benefit the construction of the Hg , (v); (i) further
analysis for infinite n-term hierarchies (n > 3); and (iii) mathematically rigorous analysis
of continued fractions of operators. In fact, in previous works (see [29,30] and references
therein) and in the present one, we have handled continued fractions of operators and the
infinite series thereof in a formal way, with effort to provide arguments to justify consistency,
convergence, and an approximate approach to equilibrium for long ¢. Recall, for instance, the
operator A in Section 2.6. However, regarding (iii) in particular, we have been recognizedly
unable to obtain mathematically rigorous results that, to the best of our knowledge, appear to
be lacking.

In the second part (Sections 3 and 4) of this work, a new model of the growth (poly-
merization) of a molecular chain (template, te) by binding an individual atom activated by
a catalyst is developed in 3D. The atom, te, and cat move randomly as solutions in a fluid
at rest (playing the role of an HB) in thermal equilibrium. Classical statistical mechanics
describe te and cat approximately. The individual atom is treated quantum-mechanically.
Mixed non-equilibrium quantum-—classical Wigner—Liouville functions and dynamical
equations for the individual atom and for the te and cat, respectively, are employed. By
assuming the latter two to be at thermal equilibrium, integrating over their degrees of
freedom, and through a further approximation regarding the degrees of freedom of the fe, a
standard 3D effective non-equilibrium Wigner equation is obtained for the individual atom.
Upon extending to the latter Wigner equation the moment methods together with the short
thermal wavelength and long-time approximations in Sections 2.8 and 2.9, respectively, an
approximate 3D Smoluchowski equation is obtained for the individual atom. The mean
first passage time (MFPT) for the individual atom to become bound to the te, facilitated by
the cat, is considered. The resulting MFPT displays a temperature dependence consistent
with the Arrhenius formula for rate constants in chemical reactions.

The following properties of typical insertion polymerizations occurring in practice
should be mentioned (see Section 3.6.1 in [32]). Firstly, the cat does not emerge unchanged
as a consequence of the polymerization process: that is, its final state is different from the
initial one. Secondly, it continues to reside, in the form of deteriorated fragments, at the
relevant end of the augmented te chain.

Motivated by those facts, two comments regarding the model presented here seem in
order. Our treatment allows for the catalyst to remain weakly bound to the enlarged chain
formed by atom 1 bound to the initial te chain: that can, in principle, occur for suitable
Uo(yo,yo + y1)- The model, with the chosen numbering of material units and dynamical
variables, has been formulated precisely in order to account for that: the individual unit
is numbered atom 1 and will become bound to atom 2 (one end atom in the te). Then, at
the end of the process, the cat (numbered as 0) may remain bound to atom 1 as a possible
additional extension of the chain (see Figure 1). On the other hand, our treatment does not
seem to account for the deterioration of the catalyst: a generalization (outside our scope
here) would be required for that.
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Figure 1. Catalyst (circle), individual unit atom (box), and freely jointed template formed by 11 units
(small boxes). Dashed lines represent binding (bonds). The successive numbering is: catalyst (unit 0),
individual atom 1, and, in the template, atom 2, atom 3,..., atom 11. After polymerization, atom 1
becomes bound to atom 2, and the catalyst is bound (weakly) to atoms 1 and 2. The term y; is the
vector (not displayed) along the dashed line from atom 1 (box) to atom 2 (small box).
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Appendix A. 3D Single-Unit Polymerization by Classical fj Chain at Equilibrium:
Computations

The formula f, = fo(B3.1) = [[dQ]3 1 feg2 Will be studied here by extending [33].
First, Gaussian integrations over I—[f\fz_ld @iy, in [dQY3 1 are performed by generalizing
directly the rotational invariant methods in [60]. The result is:
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A2 (A7 1)82
fy = exp 12 221<B);2 3,c,1]([/([g::]A32,2)1/2]1 /([;1:3];2,2)1/2 o
Nje—1
exp[— leiuT (A12(A31)20) (B3 1) ((D21) ™ 1)ii(A12(A7 1) 12) (Bae1u))] (AD)
i,j=2

The (Ne —2) % (Nt — 2) matrix A, with non-vanishing elements Aiji,j=2,...,Nee — 1
is symmetric, tridiagonal, and has positive eigenvalues. A, ! and det A, are the inverse and the
determinant, respectively, of Ay. The (Ni, —2) x (Nj — 2) matrices Ay and A, ; have elements:
(D2)ij = (Ay 1)ijuiu]' and (Ag1);j = A1a(A; 1)ijuiuj, respectively. The integral in Equation (A1)
with (A1) ~! = 0 has been studied in [53,60]: it was found that the dominant contributions are
equal to one another and come from all tiny domains with (uiu]-)2 close to +1. One finds:

AZ — B 27 T
f2 >~ exp] 12(42 2K372"2 361 / dgoz/ d6, sin 6]~ /0 dgozfo d0, sin 6, x

A2, (A7 V)20 (u2B31)?

(A2)

Apand (A; )22 account, respectively, for the influences of unit 2 and of all units 2,...,Nj, —
1 on the dynamics of unit 1. At this stage, one approximates: —(KgT)(Vyg,  In fo) ~ A12083.1,

o= —Alz(Agl)gzal with constant 07,0 < 07 < 1.
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