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Abstract

Reactive systems' slow dynamic behavior is approximated well by evolution on manifolds of di-

mension lower than that of the full composition spaces. Thiswork addresses the construction of

one-dimensional slow invariant manifolds for dynamical systems arising from modeling unsteady

spatially homogeneous closed reactive systems. The relation between the systems' slow dynamics,

described by the constructed manifolds, and thermodynamics is clari�ed. It is shown that other

than identifying the equilibrium state, traditional equil ibrium thermodynamic potentials provide

no guidance in the systems' actual slow invariant manifolds. The construction technique is based

on analyzing the composition space of the reactive system. The system's �nite and in�nite equi-

libria are calculated using a homotopy continuation method. The slow invariant manifolds are

constructed by calculating heteroclinic orbits which connect appropriate equilibria to the unique

stable physical equilibrium point. Application of the meth od to several realistic reactive systems,

including a detailed hydrogen-air kinetics model, revealsthat constructing the actual slow invariant

manifolds can be computationally e�cient and algorithmica lly easy.
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I. INTRODUCTION

Modeling physical problems of multi-scale nature is a formidable task, even with mod-

ern computational capabilities. Typical examples are found in atmospheric chemistry,1

biochemistry,2 and combustion,3 where a number of physical and chemical processes that oc-

cur at di�erent scales exist. For simulation purposes, the presence of a broad range of scales

incurs a large computational cost.4 In the case of combustion, this cost increases with the

number of species and the number of reactions.5 Also, as the scales' range widens, solution

veri�cation becomes increasingly di�cult. In the literatu re, numerous methods based on

several approaches have been proposed to e�ciently simplify and reduce the computational

cost of simulating reactive systems described by detailed kinetics.6{23 The main challenge

for these methods is to simplify the model equations withoutsigni�cant loss of accuracy.

For spatially homogeneous reactive systems, reaction dynamics are described by a set

of non-linear coupled ordinary di�erential equations (ODEs). The solutions of this set of

ODEs are represented by trajectories in the species composition space. Each trajectory

represents the reactive system's evolution with time for a speci�c initial condition. After a

short transient, the evolved trajectories seem to quickly be attracted to a special trajectory

and stay exponentially close to it until they reach equilibrium in in�nite time. 12 The reactive

system's slow modes are the only active ones on this special trajectory. This implies that

the system's slow dynamics can be described by these attractors or manifolds which are

of smaller dimension than the full composition space dimension.17 Thus, identifying this

manifold for a reactive system makes it possible to reduce the computational cost by �ltering

the system's fast modes. Such an approach relies on identifying these manifolds within the

species composition space which describe the slow dynamicsof a reactive system.19{23

The dimension reduction approach can signi�cantly reduce the computational cost of

modeling a detailed kinetics reactive system.21 This approach is based on representing the

chemistry of a reactive system's variables in terms of the chemistry of a reduced number

of variables. Within the dimension reduction approach, twomajor techniques exist. The

�rst set of methods employ local linear time scale analysis to separate the system's modes

into fast and slow, such as intrinsic low-dimensional manifolds (ILDM), 10 computational

singular perturbation (CSP),12{14 and global quasi-linearization (GQL).11 The dynamics are

segregated using chemical bases. These bases are generateda priori in the ILDM and GQL,
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while in the CSP they are estimated locally by iteration. Although ILDM is more e�cient

than CSP, it is less accurate.24 Furthermore, the calculated manifolds using ILDM and GQL

are not invariant.25

The second set of methods, which is the main subject of this work, employs a geometri-

cal approach to describe the multi-scale kinetics. Examples include the quasi-steady state

assumption (QSSA),26 iterative methods,15{17 the minimal entropy production trajectory

(MEPT) method, 19,27 the method of invariant manifold (MIM), 20 the rate-controlled con-

strained equilibrium (RCCE) method,28,29 and the invariant constrained equilibrium edge

preimage curve method (ICE-PIC).21,30 The iterative methods are the most accurate among

these approaches.31,32 These methods are based on constructing the attractive invariant

manifold from the system trajectories. Although these methods have a rapid rate of conver-

gence, they require a su�ciently accurate guess to converge.17 On the other hand, MEPT,

MIM, RCCE and ICE-PIC employ classical thermodynamics to construct the attractive

manifolds. The MEPT approach relies on the concept of minimum entropy production.33

Utilizing such a principle allows classical thermodynamics quantities to be used away from

equilibrium, though the validity of this principle has beencalled into question in other

�elds, e.g. heat di�usion.34 The RCCE, MIM and ICE-PIC approaches rely on employing

equilibrium thermodynamics potentials away from the equilibrium state. By minimizing

the appropriate classical thermodynamics quantities, at some point in the procedure, their

low-dimensional manifolds are constructed. Furthermore,the ICE-PIC method is compu-

tationally expensive,21 and it is not more accurate than ILDM, though the constructed

manifold is invariant.

The slow invariant manifold (SIM) for a reactive system is a subspace in the species

composition space. It describes the asymptotic structure of the invariant attracting reactive

system's trajectories during their relaxation toward equilibrium. All previously discussed

methods, and any other method based on them, are approximating the reactive systems'

actual SIMs. The only exception is the technique presented by Davis and Skodje.17 It is

based on a global phase space analysis of the full dynamics ofa reactive system. Such

construction has been done for small model systems.17,22 The present paper o�ers the �rst

construction of a SIM for a realistic detailed kinetics system.

The main goal of this work is to identify a reactive system's actual one dimensional

(1-D) SIM. We con�ne our attention to isothermal systems, although extension to non-
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isothermal systems is straightforward. This paper is organized as follows. In Sec. II the

mathematical foundation is presented for closed isothermal spatially homogenous reactive

systems. Then, in Sec. III the proposed method to construct the actual 1-D SIM is presented

in a geometric frame. In Sec. IV, several test cases are introduced, and their actual 1-D

SIMs are constructed. Moreover, comparison to other methods is conducted. Then, results

for a detailed kinetics hydrogen-air reactive system are presented, and lastly conclusions are

stated.

II. MATHEMATICAL BACKGROUND

In this section, a brief description of the governing equations is presented. The super-

script (o) denotes evaluation at reference pressure; quantities with superscripts (� ) and (e)

correspond, respectively, to the initial state and to the equilibrium state, and quantities with

an overbar (�) denote the evaluation of these quantities on amolar-basis,i :e: per unit mole.

A. Model equations

We consider a closed, spatially homogenous, premixed reactive mixture of calorically

imperfect ideal gases described by detailed mass-action kinetics. The mixture is con�ned in

a volumeV at temperature T and pressurep. This mixture consists ofN species composed

of L atomic elements which undergoJ reversible reactions of the form

NX

i =1

� 0
ij � i =

NX

i =1

� 00
ij � i ; j = 1; : : : ; J: (1)

Here, � i is the chemical symbol of speciesi , and for the j th reaction, � 0
ij and � 00

ij are the stoi-

chiometric coe�cients of speciesi , denoting the number of moles of reactants and products,

respectively. For such mixtures, the total mass (M) remains constant throughout the reac-

tion process, and for each reaction in the mechanism the massof each element is conserved.

Total mass and element mass balances are enforced by the following linear relations,

M =
NX

i =1

�M i ni =
NX

i =1

�M i n�
i ; (2a)

NX

i =1

� li � ij = 0; l = 1; : : : ; L; j = 1; : : : ; J; (2b)
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where �M i ; ni and � li are, respectively, the molecular mass of speciesi , the number of moles of

speciesi , and the element index matrix, which provides the number of moles of elementl in

speciesi . Also, � ij = � 00
ij � � 0

ij is the stoichiometric matrix, which gives the net stoichiometric

coe�cient for species i in reaction j . Equation (2b) demands that � ij lie in the right null

space of� li . In general,� li and � ij are non-square matrices of dimensionsL � N and N � J ,

respectively. However,� li is of full rank, while � ij is of rank R � (N � L); commonly

R = ( N � L). In this work, we focus on systems in whichJ � R. However, for the less

common systems in whichJ < R , the presented analysis can be easily modi�ed.

The change in the number of moles of speciesi with time ( t) due to chemical reaction is

described by the following system:35

dni

dt
= V

JX

j =1

� ij r j ; i = 1; : : : ; N; (3a)

ni j t=0 = n�
i ; i = 1; : : : ; N; (3b)

where

r j = kj

 
NY

i =1

� ni

V

� � 0
ij

�
1

K c
j

NY

i =1

� ni

V

� � 00
ij

!

; j = 1; : : : ; J; (4)

is the reaction rate given by the law of mass action. Here, forthe j th reaction, kj and K c
j

are, respectively, the temperature-dependent Arrhenius kinetic rates given by

kj = A j T � j exp
�

� �E j

�<T

�
; j = 1; : : : ; J; (5)

and the equilibrium \constants" given by

K c
j =

�
po

�<T

� P N
i =1 � ij

exp

 

�
P N

i =1 �� o
i � ij

�<T

!

; j = 1; : : : ; J: (6)

In Eqs. (5) and (6), �< = 8:314� 107 erg=mol=K is the universal gas constant, and for

each reaction the quantitiesA j ; � j ; and �E j represent the collision frequency factor, the

temperature-dependency exponent, and the activation energy, respectively. Also, �� o
i are the

chemical potentials given by

�� o
i = �M i (hi � Tso

i ) ; i = 1; : : : ; N: (7)

Here, hi and so
i are the speci�c enthalpy and the speci�c entropy of speciesi . For ideal

gases,hi and so
i are constant for a givenT.
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B. Thermodynamic conditions

Considering a mixture of calorically imperfect ideal gasesimplies that the thermal state

equation is

p =
�<T
V

NX

i =1

ni : (8)

Also, the mixture Gibbs free energy (G) is given by the following relation,36

G =
NX

i =1

ni �� i ; (9a)

where,

�� i = �� o
i + �<T ln

 
p ni

po
P N

j =1 nj

!

; i = 1; : : : ; N: (9b)

This thermodynamic property is of special interest. The global minimum of G corresponds

to the reactive system's equilibrium state,37 which is identi�ed by the following relation

NX

i =1

� ij �� i = 0; j = 1; : : : ; J: (10)

Another thermodynamic property of special interest in thiswork is the mixture entropy

(S), which is de�ned as

S =
NX

i =1

ni �si : (11a)

where,

�si = �M i so
i � �< ln

 
p ni

po
P N

j =1 nj

!

: (11b)

The di�erential change of S is postulated by the second law of thermodynamics,37 though it

stated di�erently in non-equilibrium thermodynamics than classical thermodynamics.36 In

non-equilibrium thermodynamics, the di�erential change of S is denoted as38

dS = deS + di S; (12a)

in which deS is the change in entropy due to the system's exchange of matter and energy

with its surroundings, and

di S = �
1
T

NX

i =1

�� i dni ; (12b)
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is the change in entropy due to irreversible processes within the system. Thus, an expression

for the irreversibility production rate ( � ), also known as the entropy production rate, is

introduced as33

� =
di S
dt

= �
1
T

NX

i =1

�� i
dni

dt
: (13)

Similar to G, � is a convex function in composition space with a global minimum at the

reactive system's equilibrium point.

C. Governing equations

The complete system, Eq. (3), de�nes anN -dimensional composition space. But, in

any closed reactive system the total number of moles of each element is conserved. By

multiplying both sides of Eq. (3a) by � li , summing the result fromi = 1 to N , employing

Eq. (2b) to set the right side to zero, integrating the resulting homogeneous di�erential

equation, and applying the initial condition, Eq. (3b), we obtain

NX

i =1

� li ni =
NX

i =1

� li n�
i ; l = 1; : : : ; L: (14)

Generally, Eq. (14) is an underconstrained linear system ofL equations for theN values of

ni
39. This implies it has solutions of the following form

ni = n�
i + M

 
RX

k=1

D ik zk

!

; i = 1; : : : ; N: (15)

Here,zk = nk=M; k = 1; : : : ; R, is a reduced composition variable which physically represents

the number of moles of speciesk in M, and D ik is a dimensionless constant matrix of size

N � R and has a full rank R. Each column vector ofD ik is linearly independent of the

remaining column vectors. However,D ik is not unique; it can be constructed in several

ways. In this work, D ik is constructed using the following procedure. First, a row-echelon

form of the � ij matrix is obtained by performing a series of row operations on Eq. (3a). The

number of non-zero rows in the row-echelon form of� ij is the rank of� ij andD ik , since� ij and

D ik span the same column space. We use elementary row operationsto identify the N � N

lower triangular matrix ( L) which, when matrix multiplied with Eq. (3a) L � dn=dt = VU � r ,

where U = L � � is an upper triangular matrix of dimensionN � R. This non-unique

matrix describes the system's linear constraints, which are obtained by integrating theN � R
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homogenous ODEs that are obtained as a result of reduction tothe row-echelon form. Then,

the D ik matrix is constructed such that the �rst R row vectors of it are set in the reduced

row-echelon form, while the other row vectors are obtained using L to re
ect the system

constraints. A detailed example will be given later to illustrate the construction of D ik for

a realistic reactive system.

Equation (15) allows theN species to be represented in terms ofR dependent variables.

First, take the time derivative of Eq. (15) to get

dni

dt
= M

 
RX

k=1

D ik
dzk

dt

!

; i = 1; : : : ; N: (16a)

Now, by substituting Eq. (3a) into Eq. (16a), we obtain

V
M

_! i =

 
RX

k=1

D ik
dzk

dt

!

; i = 1; : : : ; N; (16b)

where

_! i =
JX

j =1

� ij r j ; i = 1; : : : ; N; (16c)

is the molar production rate per unit volume of speciesi . In Gibbs notation, Eq. (16b) is

written as
V
M

_! = D �
dz
dt

; z 2 RR ; _! 2 RN : (16d)

SinceD is non-square, we take the matrix product of both sides of Eq.(16d) with DT to

obtain
V
M

DT � _! = DT � D �
dz
dt

; z 2 RR ; _! 2 RN : (16e)

Then, to eliminate D from the right hand side of Eq. (16e), we take the matrix product of

both sides by
�
DT � D

� � 1
. Consequently, the rate of evolution of the species in the reactive

mixture is governed by

dzk

dt
= _wk ; k = 1; : : : ; R; (17a)

zk j t=0 = z�
k ; k = 1; : : : ; R; (17b)

where

_wk =
1
�

RX

j =1

2

4

 
NX

i =1

D ik D ij

! � 1  
NX

i =1

D ij _! i

! 3

5 ; k = 1; : : : ; R; (18)
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is the molar production rate of speciesk in the reduced composition space, and� = M=V

is the mixture mass density. So, the reactive system's solutions, represented as trajectories,

move within the reduced composition spaceRR whereRR � RN .

III. METHODOLOGY

From a geometric point of view, the species speci�c molesz correspond to a vector in the

Euclidian composition spaceRR . This vector is given by the following relation

z = L (n)
�
� L :

�
RN ! RR

�
; (19)

where

L (n) =
1
M

�
DT � D

� � 1
� DT � (n � n � ) ; (20)

is a linear operator that accounts for all the system's constrains. The evolution ofz in time

is described as an autonomous dynamical system of the standard form

dz
dt

= f (z) ; z 2 RR ; (21)

where f is a set ofR non-linear coupled algebraic functions. For our isothermal system,

these functions are polynomials of degreed connected with a given reaction mechanism.

The construction method of the SIM is based on identifying all the equilibria of the

dynamical system that describes the species evolution, Eq.(21). In general, the set of

equilibria of such functions is complex;

ze 2 CR jf (ze) = 0 : (22)

Also, as demonstrated by Perko,40 the set of equilibria ze contains �nite and in�nite equi-

libria, and both classes will be of interest. Furthermore, the equilibria can be positive

dimensional continua.41 Here, Bertini ,42 a code based on homotopy continuation, is used

to obtain the system's equilibria to any desired accuracy. Then, the equilibria are connected

via trajectories obtained by numerical integration of the species evolution equations using

any computationally inexpensive scheme; here we use the fourth-order Runge-Kutta scheme.

Finally, we are able to identify the 1-D SIM which describes the asymptotic structure of the

invariant attracting trajectories.
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In this work, the kinetic rates and the thermodynamic properties are calculated using the

public domain edition of the CHEMKINpackage.43,44 The computational time to construct a

1-D SIM is less than �ve minute on a MacBookPro 2:16GHz machine. All calculations have

been performed to 100 signi�cant digits. However, all the listed results have been rounded

to three signi�cant digits. Integer values indicate that the reported numbers are exact.

A. Equilibria; Bertini

Bertini is a software package designed to compute the solutions of polynomial systems

over C using homotopy continuation. Polynomial systems that arise from chemical reac-

tions are often poorly scaled which can lead to numerical di�culties when computing the

solutions. When Bertini is used to solve polynomial systemsas discussed in this work,

the polynomial systems are �rst rescaled using SCLGEN.45 SCLGEN is an algorithm that

uses both a change of variables and equation scaling to rescale the given polynomial system

into one which has coe�cients of reduced variability and centered about unity. For exam-

ple, if f 1 (z1; : : : ; zR) ; : : : ; f R (z1; : : : ; zR ) are polynomials, SCLGEN computes real constants

� 1; : : : ; � R and � 1; : : : ; � R to de�ne the rescaled systemg1(x1; : : : ; xR ); : : : ; gR(x1; : : : ; xR ) by

g (x) = � � f (� � z) ; f g; f ; z; � ; � g 2 RR :

Reference 41 provides a detailed description of using homotopy continuation to describe all

solutions to a given polynomial system.

B. Finite equilibria

To obtain the dynamical system's �nite equilibria, we �nd all the ze that satisfy f (ze) = 0.

One of these �nite equilibria is the reactive system's physical equilibrium point. This critical

point is of special interest; it represents the global minimum of G. Moreover, it is the only

critical point located inside the physically accessible domain (S),39 which is de�ned as a

subspace within the reduced composition space where all thespecies are positive semi-

de�nite and �nite;

S � RR j n � 0: (23)

The rest of the �nite equilibria are located outsideS; they are non-physical since at least

one of the species mole numbers is negative,ni < 0.
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Next, the dynamic behavior of the system within the neighborhood of each �nite equi-

librium is investigated by employing standard linearization techniques. For a hyperbolic

equilibrium,40 the Hartman-Grobman theorem is used to reveal its dynamicalcharacter.

For a non-hyporbolic equilibrium, the Hartman-Grobman theorem is not applicable, so the

normal form theory40 is utilized to reveal the dynamical character of the equilibrium. First,

we linearize the system in the neighborhood of each equilibrium. We start by de�ning the

perturbation from the equilibrium as z0 = z � ze. The dynamics can be described locally as

dz0

dt
= Je � z0+ O

�
z02

�
: (24)

Here,

Je =
@f
@z

�
�
�
�
z= ze

(25)

is the constant Jacobian matrix evaluated at an equilibrium. The stability of each equilib-

rium is determined by examining the eigenvalue spectrum� i of Je and the corresponding

eigenvectors� i . The local time scales over which the dynamical system, Eq. (21), evolves

are given by the reciprocal of the real part of the system's eigenvalues, 1=jRe(� i )j.

In general, the eigenvalues are complex, where the reciprocal of the real parts provides

the scales of the amplitude growth, and the reciprocal of theimaginary parts represents the

period of oscillations. The physical equilibrium point must be a stable node;46 in other words,

all the eigenvalues ofJe are real and negative. Furthermore, the ratio between the largest and

smallest time scales identi�es the system's sti�ness. In addition, the eigenvector associated

with the least negative eigenvalue represents the system'sslowest mode or direction in phase

space along which the trajectories approach the equilibrium. Similarly, the eigenvector

associated with the largest eigenvalue represents the system's fastest mode.

C. In�nite equilibria

To identify the dynamical system's in�nite equilibria, the projective space technique is

employed.41,47 This technique maps the critical points at in�nity into the � nite domain

where they can be easily computed. The projective space mapping consists of the following
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one-to-one transformation:

Zk =
1
zk

; k 2 f 1; : : : ; Rg; (26a)

Z i =
zi

zk
; i 6= k; i = 1; : : : ; R; (26b)

wherezk is any arbitrarily selected dependent variable, andZ are the state variables in the

projective space.

The projective space technique has the disadvantage of introducing a singularity in the

dynamical system. To overcome this di�culty, we de�ne a transformed independent variable

� in the projective space which is related tot in the original space as follows:

dt
d�

= ( Zk)d� 1 ; (27)

where we recall thatd is the maximum degree of polynomials inf . By employing this

mapping, the original dynamical system, Eq. (21), is recastin the projective space in the

following form:

dZ
d�

=
d
d�

0

B
B
B
B
B
B
B
B
B
B
B
B
B
B
B
B
B
@

Z0

Z1

...

Zk� 1

Zk

Zk+1

...

ZR

1

C
C
C
C
C
C
C
C
C
C
C
C
C
C
C
C
C
A

= Z d
k �

0

B
B
B
B
B
B
B
B
B
B
B
B
B
B
B
B
B
@

Z � 1
k

f 1 (Z1; : : : ; ZR) � Z1f k (Z1; : : : ; ZR)
...

f k� 1 (Z1; : : : ; ZR) � Zk� 1f k (Z1; : : : ; ZR)

� Zk f k (Z1; : : : ; ZR)

f k+1 (Z1; : : : ; ZR) � Zk+1 f k (Z1; : : : ; ZR)
...

f R (Z1; : : : ; ZR) � ZR f k (Z1; : : : ; ZR)

1

C
C
C
C
C
C
C
C
C
C
C
C
C
C
C
C
C
A

= F (Z) ; (28)

where we denotedZ0 = t. The �nite equilibria satisfying F (Ze) = 0 of the resulting

dynamical system, Eq. (28), represent the in�nite equilibria of the original dynamical system,

Eq. (21). We note here thatZ 2 RR+1 , though the value ofZ e
0 is irrelevant.

D. Construction method

Here, the procedure for constructing the closed spatially homogenous reactive system's

1-D SIM is presented. In this, the following conjecture has been found to be useful. At this

stage we have no formal proof for it.
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Conjecture : Only the system's isolated real �nite and in�nite equilibria are relevant to

the construction of a 1-D SIM. Furthermore, among these equilibria, only those with one

unstable eigenvector direction can be candidate members ofthe 1-D SIM.

As a consequence of the �rst part of the conjecture, the high-dimensional equilibria and

the complex equilibria are not relevant to this study. Furthermore, as a consequence of

the second part of the conjecture, the real critical points with the following dynamical

character are excluded: sinks, sources, saddles with more than one positive eigenvalue, and

non-hyperbolic equilibria with more than one positive eigenvalue.

The system's �nite and in�nite equilibria that satisfy our c onjecture will be called candi-

date equilibria. Starting from each one of these equilibria, a heteroclinic orbit is generated

tangent to its unstable direction. This orbit is de�ned to bea trajectory that connects two

critical points. Only heteroclinic orbits that connect to the physical equilibrium are relevant

to the construction of the 1-D SIM. In general, the 1-D SIM consists of at most two branches.

Among the heteroclinic orbits, two such orbits represent the branches of the system's 1-D

SIM. These orbits can be identi�ed since they are the only ones that approach the physical

equilibrium point tangent to its slowest mode.

We start the process of SIM construction by generating a heteroclinic orbit from the �nite

candidate point with the least positive eigenvalue. Then, we check whether the generated

orbit approaches the physical equilibrium point in the direction of its slowest mode. Subse-

quently, if the the physical equilibrium is not located at the origin, another orbit is generated

starting from the �nite candidate point with the second lowest positive eigenvalue. If both

of these orbits approach the physical equilibrium point in the direction of its slowest mode,

then these correspond to the SIM's two branches. Otherwise,we generate a new heteroclinic

orbit from the �nite candidate point with the third lowest ei genvalue, and so on. After using

all �nite candidate points, we follow the same procedure using the in�nite candidate points.

This procedure, halts as soon as we construct two heteroclinic orbits that approach the the

physical equilibrium point in the direction of its slowest mode. If the system's physical equi-

librium is located at the origin of the species composition space,ne = 0, then the procedure

halts after we construct a single branch.

In this work we focus solely on the construction of a 1-D SIM. However, the procedure

can be systematically extended to construct higher-dimensional SIMs. This will be reported

in a future work.
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IV. MODEL PROBLEMS

In this section, we illustrate our strategy for constructing a 1-D SIM using three problems.

The �rst problem is a simple but realistic reactive system. The other two systems have been

used in the literature as prototypes for illustrating di�erent techniques of constructing SIMs.

A. Zel'dovich mechanism

One of the common reaction kinetics models is the Zel'dovichmechanism of nitric oxide

formation.26 This mechanism consists ofN = 5 species,L = 2 elements, andJ = 2 reversible

reactions, and the kinetic data is adopted from Baulchet al.48, see Table I. A special case

in which the system is isochoric will be considered, and the assigned mixture temperature

and volume areT = 4000 K and V = 103 cm3, respectively. For convenience, the assigned

initial number of moles of each species isn � = 10� 3 mol.

Here, i = f 1; 2; 3; 4; 5g correspond to the speciesf NO; N; O; O2; N2g, and l = f 1; 2g

correspond to the elementsf N; Og, respectively. For this system� has dimension 2� 5:

� =

0

@1 1 0 0 2

1 0 1 2 0

1

A ;

and � has dimension 5� 2:

� =

0

B
B
B
B
B
B
B
B
@

1 � 1

� 1 � 1

1 1

� 1 0

0 1

1

C
C
C
C
C
C
C
C
A

:

For the constraint of element conservation for each reaction, Eq. (2b), we have

� � � =

0

@0 0

0 0

1

A :

Thus, there are two element constraints in this model.

We start by formulating the set of ODEs that describes this kinetic model. Following
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Eq. (3a), we get

d
dt

0

B
B
B
B
B
B
B
B
@

n1

n2

n3

n4

n5

1

C
C
C
C
C
C
C
C
A

= V

0

B
B
B
B
B
B
B
B
@

1 � 1

� 1 � 1

1 1

� 1 0

0 1

1

C
C
C
C
C
C
C
C
A

0

@r1

r2

1

A ; (29a)

where, from Eq. (4),

r1 =
A1T � 1

V 2
exp

�
� �E1

�<T

� �
n2n4 �

n1n3

K c
1

�
;

r2 =
A2T � 2

V 2
exp

�
� �E2

�<T

� �
n2n1 �

n5n3

K c
2

�
:

Now, Eq. (29a) de�nes a realRN composition space. To reduce the dimension of this

composition space, we construct the matrixD ik . First, we perform a series of row operations

on Eq. (29a) to �nd all of the system constraints;i.e. we need to generate the row-echelon

form of � : 0

B
B
B
B
B
B
B
B
@

1 0 0 0 0

1 1 0 0 0

0 1 1 0 0
1
2 � 1

2 0 1 0
1
2

1
2 0 0 1

1

C
C
C
C
C
C
C
C
A

d
dt

0

B
B
B
B
B
B
B
B
@

n1

n2

n3

n4

n5

1

C
C
C
C
C
C
C
C
A

= V

0

B
B
B
B
B
B
B
B
@

1 � 1

0 � 2

0 0

0 0

0 0

1

C
C
C
C
C
C
C
C
A

0

@r1

r2

1

A ; (29b)

or in Gibbs notation,

L �
dn
dt

= V (U � r ) :

We note that the rank of � is R = 2 which corresponds to the number of the non-zero rows

of U = L � � .

In Eq. (29b) the last three equations are homogenous, so thismodel contains three linear

constraints. Moreover, it implies that the behavior ofn as a function of time is described

by the evolution of only two variables:n1 and n2. The remaining variables,f n3; n4; n5g, can

be expressed in terms ofn1 and n2. These expressions are obtained by integrating the three

homogenous equations in the system to obtain

n2 + n3 = c1; (30a)
1
2

n1 �
1
2

n2 + n4 = c2; (30b)

1
2

n1 +
1
2

n2 + n5 = c3; (30c)

15



where c1; c2 and c3 are constants that are determined fromn � . Further elementary row

operations on Eqs. (30a-30c) reveal the following set:

n1 + n3 + 2n4 = c1 + 2c2 = n�
1 + n�

3 + 2n�
4; (31a)

n1 + n2 + 2n5 = 2c3 = n�
1 + n�

2 + 2n�
5; (31b)

n1 + n2 + n3 + n4 + n5 = c1 + c2 + c3 =
NX

i =1

n�
i : (31c)

Equations (31a) and (31b) indicate that the total number of moles of elemental oxygen and

nitrogen are conserved. Equation (31c) states that the total number of molecules is constant.

This last constraint is a consequence of including only bimolecular reactions in this kinetic

model.

Now, by including the dependent variables, Eqs. (30a-30c) can be rearranged to obtain

0

B
B
B
B
B
B
B
B
@

n1

n2

n3

n4

n5

1

C
C
C
C
C
C
C
C
A

=

0

B
B
B
B
B
B
B
B
@

0

0

c1

c2

c3

1

C
C
C
C
C
C
C
C
A

+

0

B
B
B
B
B
B
B
B
@

1 0

0 1

0 � 1

� 1
2

1
2

� 1
2 � 1

2

1

C
C
C
C
C
C
C
C
A

0

@n1

n2

1

A ; (32a)

and by introducing the reduced composition space variablesaszk = ( nk � n�
k) =M; k = 1; 2,

we get 0

B
B
B
B
B
B
B
B
@

n1

n2

n3

n4

n5

1

C
C
C
C
C
C
C
C
A

=

0

B
B
B
B
B
B
B
B
@

n�
1

n�
2

c1 � n�
2

c2 � 1
2n�

1 + 1
2n�

2

c3 � 1
2n�

1 � 1
2n�

2

1

C
C
C
C
C
C
C
C
A

+ M

0

B
B
B
B
B
B
B
B
@

1 0

0 1

0 � 1

� 1
2

1
2

� 1
2 � 1

2

1

C
C
C
C
C
C
C
C
A

0

@z1

z2

1

A : (32b)

Using Eqs. (31a-31c), this system can be rewritten as

n =

0

B
B
B
B
B
B
B
B
@

n1

n2

n3

n4

n5

1

C
C
C
C
C
C
C
C
A

=

0

B
B
B
B
B
B
B
B
@

n�
1

n�
2

n�
3

n�
4

n�
5

1

C
C
C
C
C
C
C
C
A

+ M

0

B
B
B
B
B
B
B
B
@

1 0

0 1

0 � 1

� 1
2

1
2

� 1
2 � 1

2

1

C
C
C
C
C
C
C
C
A

0

@z1

z2

1

A = n � + MD � z: (32c)
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As we can see, this model problem is now described in theR = 2 dimensional reactive

composition space. Using Eqs. (17a) and (18), the non-linear ODE that describes the reactive

system evolution is:
dz
dt

= f (z) = _w; (33a)

where

_w =
� 1
�

0

@r2 � r1

r1 + r2

1

A : (33b)

Now, for the considered system, the mixture total mass is calculated using Eq. (2a),

M = 1:20 � 10� 1 g. So, the mixture density is � = 1:20 � 10� 4 g=cm3. Explicitly, the

evolution of the system is

dz1

dt
= 2:51� 102 + 1:16� 107z2 + 6:99� 108z2

2 � 9:98� 104z1 � 3:22� 109z2z1; (34a)

dz2

dt
= 2:51� 102 � 1:17� 107z2 � 6:98� 108z2

2 + 8:47� 104z1 � 1:84� 109z2z1;(34b)

where we note that the maximum degree of Eq. (34) isd = 2.

1. Finite equilibria

The procedure described in Sec. III B is used to �nd the �nite equilibria of the autonomous

dynamical system, Eq. (33a), which describe the evolution of z. By equilibrating the left

hand side of Eq. (34) and usingBertini to �nd all the ze that satisfy f (ze) = 0, we �nd

the following �nite equilibria,

R1 � (ze) =
�
� 1:78� 10� 5; � 1:67� 10� 2

�
mol=g;

R2 � (ze) =
�
� 4:20� 10� 3; � 2:66� 10� 5

�
mol=g;

R3 � (ze) =
�
3:05� 10� 3; 2:94� 10� 5

�
mol=g:

Here, all the �nite equilibria are real isolated critical points. The rest of the species are

obtained from Eq. (32c):

R1 � (ne) =
�
� 2:14� 10� 6; � 2:00� 10� 3; 4:00� 10� 3; 1:70� 10� 8; 3:00� 10� 3

�
mol;

R2 � (ne) =
�
� 5:04� 10� 4; � 3:20� 10� 6; 2:00� 10� 3; 1:25� 10� 3; 2:25� 10� 3

�
mol;

R3 � (ne) =
�
3:66� 10� 4; 3:53� 10� 6; 2:00� 10� 3; 8:19� 10� 4; 1:82� 10� 3

�
mol:
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It is clear that R1 and R2 are non-physical equilibria, whileR3 is a physical root that satisfy

Eq. (23); R3 is the reactive system's unique physical equilibrium point.

To investigate the dynamical character of each critical point, �rst Eq. (34) is linearized

to �nd Je. Following Eq. (24) we obtain

Je =

0

@� 9:98� 104 � 3:22� 109ze
2 1:16� 107 + 1:40� 109ze

2 � 3:22� 109ze
1

8:47� 104 � 1:84� 109ze
2 � 1:17� 107 � 1:40� 109ze

2 � 1:84� 109ze
1

1

A : (35)

By substituting R1; R2; and R3 into Je, linear analysis in the neighborhood of each critical

point reveals that R1 is a source,R2 is a saddle, andR3 is a sink. The system's eigenvalues

and the corresponding eigenvectors associated with each �nite critical point are:

R1 : (� ; � ) = (4 :18� 107; 2:35� 107); ([7:00� 10� 1; 7:14� 10� 1]T ; [3:61� 10� 1; 9:33� 10� 1]T );

R2 : (� ; � ) = ( � 4:64� 106; 7:11� 105); ([� 9:83� 10� 1; 1:81� 10� 1]T ; [1:00; 2:89� 10� 2]T );

R3 : (� ; � ) = ( � 1:73� 107; � 1:91� 105); ([� 1:07� 10� 1; 9:94� 10� 1]T ; [1:00; 1:79� 10� 3]T ):

The eigenvalues' and eigenvectors' units are 1=s and mol=g, respectively.

Since the �nite root R2 has only one unstable mode,i.e. positive eigenvalue, it is a

candidate point for the 1-D SIM construction. Moreover, thesystem's physical fast and slow

time scales are the ones associated with its physical equilibrium; R3. These are, respectively,

5:78� 10� 8 s and 5:24� 10� 6 s, which give rise to a sti�ness ofO(102). So, even the two

step Zel'dovich mechanism retains sti�ness atT = 4000 K . The multi-scale nature of this

system is clearly shown in Fig. 1, where the full dynamics of the evolution of the species are

presented. Here, the �rst reaction commences att � 10� 8 s, and the system enters its last

relaxation toward the physical equilibrium state aftert � 10� 5 s.

Since the system's SIM might have two branches, we now �nd itsin�nite equilibria.

2. In�nite equilibria

In addition to its three �nite critical points, this system h as equilibria at in�nity. They

can be identi�ed using the projective space technique described in Sec. III C. Arbitrarily,

we selectk = 1, so the Zel'dovich reactive system in the projective space is realized by the
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following transformation: Z0 = t; Z 1 = 1=z1; Z2 = z2=z1. Subsequently, we have

dZ0

d�
= Z1; (36a)

dZ1

d�
= 9:98� 104Z 2

1 � 2:51� 102Z 3
1 + 3:22� 109Z1Z2

� 1:16� 107Z 2
1Z2 � 6:99� 108Z1Z 2

2 ; (36b)
dZ2

d�
= 8:47� 104Z1 + 2:51� 102Z 2

1(1 � Z2) � 1:84� 109Z2

� 1:16� 107Z1Z2 + 2:52� 109Z 2
2 � 1:16� 107Z1Z 2

2 � 6:99� 108Z 3
2 : (36c)

By using Bertini to �nd all the Ze that satisfy F (Ze) = 0, we �nd three equilibria.

These equilibria are

I 1 � (Ze) = (0 ; 0) ;

I 2 � (Ze) = (0 ; 1:01);

I 3 � (Ze) = (0 ; 2:60);

and they represent the in�nite equilibria of the original system, Eq. (34). Here, all the

in�nite equilibria are real isolated critical points.

To investigate the dynamical character of each critical point, Eqs. (36b) and (36c) are

linearized to �nd Je, and the eigenvalues and corresponding eigenvectors are calculated:

I 1 : (� ; � ) = ( � 1:84� 109; 0) ([0; 1]T ; [1:00; 4:61� 10� 5]T );

I 2 : (� ; � ) = (2 :54� 109; 1:12� 109) ([1:00; � 1:65� 10� 2]T ; [0; 1]T );

I 3 : (� ; � ) = (3 :65� 109; � 2:90� 109) ([1:00; � 1:66� 10� 2]T ; [0; 1]T );

where the eigenvalues' units areg=mol=s2, the �rst eigenvector's unit is g=mol, and the

second eigenvector is dimensionless.

It is clear that I 2 is a source,I 3 is a saddle with one positive eigenvalue, andI 1 is a non-

hyperbolic critical point. Consequently, the Hartman-Grobman theorem is not applicable

at I 1. The normal form theory40 is utilized to investigate the dynamical character ofI 1. It

is found that I 1 is a saddle-node, which consists of two hyperbolic sectors,one parabolic

sector, and three separatrices.47 Only one of these separatrices is unstable. Thus,I 1 and I 3

are candidate points for constructing the system's 1-D SIM.
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3. The construction of the SIM

Now, following our 1-D SIM construction procedure, the candidate points are ordered as

follows: R2, I 1, and I 3. So, starting from the unstable direction of the candidate point R2,

Eqs. (34) are numerically integrated to generate a heteroclinic orbit. This orbit approaches

R3, the reactive system's physical equilibrium point, along its slowest mode. So, the gen-

erated orbit represents the �rst branch of the 1-D SIM. Then,starting from the unstable

direction of the candidate pointI 1, Eqs. (36) are numerically integrated to generate another

heteroclinic orbit. Also, this orbit approachesR3 along its slowest mode, So, it represents

the second and last branch of the reactive system's 1-D SIM, see Fig. 2. Subsequently, there

is no need to check the third candidate point,I 3.

In Fig. 2, part of the system's �nite phase space and the SIM are shown. It can be noted

that all reaction trajectories, insideS and outside of it, are attracted to the 1-D SIM.

4. Relation between thermodynamics and the SIM

To examine the relationship between system's slow dynamicsand thermodynamics, �

and G are calculated within S. In a 2-D composition space, the scalar �elds,G and � ,

can be represented by contours. Near equilibrium these contours approach ellipses. The

major axes of these ellipses are aligned with the eigenvector associated with the largest

eigenvalue of that function's local Hessian matrix (H ). Similarly, the minor axes are aligned

with the eigenvector associated with the smallest eigenvalue of H . Figure 3 shows several

contours of the system's Gibbs free energy and irreversibility production rate along with

the constructed 1-D SIM for the Zel'dovich mechanism, Fig. 3(a) is far away from R3,

while Fig. 3(b) is an expansion in the vicinity ofR3. In Fig. 3(b) stretching has been

employed to expose the di�erence between the contours' major/minor axes and the SIM.

Even within the close neighborhood ofR3 the contours' axes are not aligned with the 1-D

SIM. So, here equilibrium thermodynamics quantities cannot explain the 1-D SIM, which

describes the system's preferred path toward equilibrium.Subsequently, the gradients of

these thermodynamics scalar functions do not drive the system's dynamics.
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In general, in the vicinity of an equilibrium point,

G = Gjze +
@G
@z

�
�
�
�
z= ze

� z +
1
2

zT � H e
G � z + : : : ; (37a)

� = � jze +
@�
@z

�
�
�
�
z= ze

� z +
1
2

zT � H e
� � z + : : : ; (37b)

whereH e is de�ned as

H e
ij =

@2

@zi @zj

�
�
�
�
z= ze

: (37c)

Note that H e
G and H e

� are symmetric matrices.

However, the gradients ofG and � vanish at the physical equilibrium;G and � have global

minima at ze. Moreover, at the equilibrium� = 0. So, the deviations from equilibrium values

are described by

G � Gjz= ze =
1
2

zT � H e
G � z + : : : ; (38a)

� =
1
2

zT � H e
� � z + : : : : (38b)

Explicitly, for the Zel'dovich model

H e
� =

0

@ 1:49� 1015 � 2:09� 1016

� 2:09� 1016 1:18� 1019

1

A ; (39a)

H e
G =

0

@ 1:52� 1013 � 8:03� 1011

� 8:03� 1011 1:36� 1015

1

A ; (39b)

Je =

0

@� 1:95� 105 1:84� 106

3:06� 104 � 1:73� 107

1

A : (39c)

So, the eigenvalues and the eigenvectors of these matrices are given by

H e
� : (� ; � ) = (1 :18� 1019; 1:46� 1015); ([1:78� 10� 3; � 1:00]T ; [� 1:00; � 1:78� 10� 3]T );

H e
G : (� ; � ) = (1 :36� 1015; 1:52� 1013); ([5:97� 10� 4; � 1:00]T ; [� 1:00; � 5:97� 10� 4]T );

Je : (� ; � ) = ( � 1:73� 107; � 1:91� 105); ([� 1:07� 10� 1; 9:94� 10� 1]T ; [1:00; 1:79� 10� 3]T );

where for each matrix the second eigenvector yields the direction of the slow mode. It is

clear that these eigenvectors are not aligned with each other. For Je, the arc-tangent of the

ratio between the second component and the �rst component of� 2 de�nes the angle� at
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which the 1-D SIM approachR3. Similarly, the same ratio between the second component

and the �rst component of � 2 of H e
G and H e

� de�ne the angles at which each scalar �eld

approachesR3. These are

� SIM = tan � 1

�
1:79� 10� 3

1:00

�
= 1:79� 10� 3 rad;

� G = tan � 1

�
� 5:97� 10� 4

� 1:00

�
= 5:97� 10� 4 rad;

� � = tan � 1

�
� 1:78� 10� 3

� 1:00

�
= 1:78� 10� 3 rad:

where all the calculations have been performed to 100 signi�cant digits, though the listed

numbers are rounded to three signi�cant digits. Thus, even at R3, the reactive system's

SIM cannot be identi�ed using G or � . Indeed, at R3 the error in � is small; the di�erence

between � SIM and � � is O (10� 5 rad). But, this error grows as we move away fromR3.

Moreover, because they are not exactly identical, other choices of parameters would lead to

larger di�erences.

To reinforce our point, we address this issue in more detail.Indeed, all the system's

trajectories within S approach the equilibrium point in in�nite time. This point i s the global

minimum of G and � . Near equilibrium, the system's dynamics relax onto the eigenvector

associated with the slowest time scale. At the equilibrium point, the eigenvector associated

with the smallest eigenvalue ofJe de�nes the direction of the system's slowest mode. The

major/minor axes of G and � contours are aligned with the eigenvectors ofH e
G and H e

� ,

respectively. However, it is easy to show that at equilibrium there is a relationship between

these two Hessians.

To �nd this relation, we start by substituting Eq. (16a) into Eq. (13) to obtain

� = �
M
T

NX

i =1

RX

k=1

�� i D ik
dzk

dt
: (40)

Also, by substituting Eq. (15) into Eq. (9a), we have

G =
NX

i =1

�� i

 

n�
i + M

RX

k=1

D ik zk

!

: (41)

The gradient of G with respect to the reduced composition variablesz is given by

@G
@zk

= M
NX

i =1

�� i D ik ; k = 1; : : : ; R: (42)
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Now, by substituting Eq. (17a) and Eq. (42) into Eq. (40), theirreversibility production

rate is given by

� = �
1
T

RX

k=1

@G
@zk

_wk : (43)

Thus, the local Hessian of� is given by

@2�
@zi @zj

= �
1
T

RX

k=1

�
@G
@zk

@2 _wk

@zi @zj
+

@2G
@zi @zk

@_wk

@zj
+

@2G
@zj @zk

@_wk

@zi
+

@3G
@zi @zj @zk

_wk

�
: (44)

At equilibrium, G is minimized, and thus

_wk jz= ze = 0; k = 1; : : : ; R; (45a)
@G
@zk

�
�
�
�
z= ze

= 0; k = 1; : : : ; R: (45b)

Subsequently,

@2�
@zi @zj

�
�
�
�
z= ze

= �
1
T

RX

k=1

�
@2G

@zi @zk

@_wk

@zj
+

@2G
@zj @zk

@_wk

@zi

�

z= ze

; (46a)

or in Gibbs notation, and using Eq. (25),

H e
� = �

1
T

h
(H e

G � Je) + ( H e
G � Je)T

i
: (46b)

It is clear that the �rst term on the right hand side of Eqs. (46) is the transpose of the

second term.

In the highly unusual case in whichH e
G is diagonal with identical eigenvalues, the SIM

can be identi�ed by consideration of the eigenvectors ofH e
� . In that case, the eigenvectors of

Je are aligned with those ofH e
� . However, essentially all practical reactive systems haveH e

G

which are not diagonal and do not have identical eigenvalues. Thus, H e
G operates onJe in a

non-uniform way, such that the eigenvalues and the eigenvectors of H e
� are not the same as

those ofJe. Thus, the system's dynamics cannot be deduced from� or G. In conclusion, we

can state that any approach that employes equilibrium thermodynamic potentials to deduce

a reactive system's dynamics is faulty.

B. Thermodynamics-based SIM

The second example in this work is identical to the second example presented by

Lebiedz.19 A simple closed reactive system contains three species given by the following
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kinetics model: A + A 
 B 
 C. Using the same argument, described in the original

work,19 that the total mass is conserved, the dimension of the composition space of this

model problem is reduced fromN = 3 to N � 1 = 2. Also, for convenience, the dimension-

less variablescA and cB in the original work19 are denoted here byz1 and z2, respectively.

The evolution of the reactive system is described by19

dz1

dt
= 10� 5z2 � z2

1; (47a)

dz2

dt
= z2

1 + (1 � 1001z2 � z1) � 10� 5; (47b)

which is in the form of Eq. (21), and it is clear thatd = 2.

To construct the actual SIM for this system, we use the procedure of Sec. III. For this

system, two �nite equilibria are found,

R1 � (ze) =
�
9:99� 10� 5; 9:99� 10� 4

�
;

R2 � (ze) =
�
� 1:00� 10� 4; 9:99� 10� 4

�
:

The two �nite equilibria are isolated points with real coordinates. Also, linear analysis in

the neighborhood of each equilibrium reveals thatR1 is a sink and R2 is a saddle. The

eigenvalues and the associated eigenvectors at the equilibria are:

R1 : (� ; � ) = ( � 1:00� 10� 2; � 2:00� 10� 4)([ � 1:02� 10� 3; 1:00]T ; [1:00; 1:93� 10� 2]T );

R2 : (� ; � ) = ( � 1:00� 10� 2; 2:00� 10� 4)([ � 9:79� 10� 4; 1:00]T ; [1:00; � 2:05� 10� 2]T ):

It is clear that R1 is the system's unique equilibrium point, andR2 is a candidate saddle; its

eigenvalue spectrum contains only one positive eigenvalue. Since the physical equilibrium is

non-trivial, a second candidate point could exist at in�nity.

To investigate the existence of such equilibrium at in�nity, the projective space technique

is employed. By choosingk = 2, the projective space is realized by the following transforma-

tion: Z0 = t; Z 1 = z1=z2; Z2 = 1=z2. The reactive system's behavior at in�nity is described

by the following set of ODEs,

dZ0

d�
= Z2; (48a)

dZ1

d�
= 10� 5Z2 � Z 2

1 + 10� 5Z1Z2 (1001 + Z1 � Z2) � Z 3
1 ; (48b)

dZ2

d�
= � Z 2

1Z2 + 10� 5Z 2
2 (1001 + Z1 � Z2) : (48c)
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For this system there are two equilibria,

I 1 � (Ze) = (0 ; 0) ;

I 2 � (Ze) = ( � 1; 0) :

Stability analysis in the neighborhood of these equilibriareveals that I 2 is a stable proper

node,40 with � 1 = � 2 = � 1, while I 1 is a non-hyperbolic critical point with � 1 = � 2 = 0.

Using the normal form theory we �nd that I 1 is a non-hyperbolic node which consists of two

hyperbolic sectors and two parabolic sectors.

SinceR2 is the only critical point with one unstable direction, it is the only candidate

point for this system. Consequently, the system's SIM has only one branch. In Fig. 4,

the system's SIM is presented. Several trajectories have been generated to examine the

attractiveness of the SIM.

1. Global phase space

To obtain a better understanding of the dynamics of this system, sketches of the global

phase portrait are illustrated in Fig. 5. Because of scalinge�ects, it is di�cult to graphically

illustrate the global dynamical behavior. First, in Fig. 5(a), the view of the projective space

in the transformed coordinates is shown. Since there are twosinks for this system,R1 and

I 2, there are two basins of attraction.49 Each basin contains only one sink, which all the

trajectories inside of it approach. The shaded area represents part of the basin of attraction

for R1. Also, illustrated in dashed lines, the fast invariant manifolds of R2 and R1 de�ne

the boundary between the two basins and the two parts of the basin of attraction for R1,

respectively.

Next, a projection of the system's Poincar�e sphere40,50 onto a 2-D plane is presented in

Fig 5(b). The Poincar�e sphere is a central projection technique which maps the composition

space onto a sphere, and is de�ned as

u1 =
z1p

1 + z2
1 + z2

2

; (49a)

u2 =
z2p

1 + z2
1 + z2

2

; (49b)

u3 =
1

p
1 + z2

1 + z2
2

: (49c)
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This technique has been used before in the literature to analyze the global dynamics of

reactive systems.17,22 The major disadvantage of this technique is that it is not a one-to-one

transformation, though it is useful for analyzing low dimensional systems. In Fig. 5(b), the

circle's boundary represents in�nity and the shaded area isthe basin of attraction for R1.

Also, I 1 and I 2 are antipodal points to the in�nite critical points I 1 and I 2.40 These antipodal

points, or images, appear as a consequence of not using a one-to-one mapping. Figure 5

clearly shows that the constructed 1-D SIM is an accurate description of the asymptotic

behavior of the system's trajectories, though it consists of only one branch.

2. SIM and MEPT

This system, described by Eq. (47), has been employed by Lebiedz19 to present the MEPT

method. The MEPT method is based on minimizing a classical thermodynamic potential,

which in this case is the entropy,S. To compare the system's actual 1-D SIM to its MEPT,

a series of calculations were performed to reproduce the MEPT. By following the same

procedure described in the original work,19 we were able to reconstruct the MEPT for this

system. This is given by the dashed line in Fig. 6, and is identical to the one presented in

Ref. 19.

Figure 6(a) is identical to Fig. 4 of Ref. 19, Fig 6(b) shows a wider range of the system's

�nite composition space, and Fig. 6(c) is a closer look at thesystem's dynamical behavior

near the physical equilibrium. Figure 6 clearly shows that the MEPT is not an attractive

manifold. Consequently, it cannot correspond to the SIM of the system. From Figs. 5

and 6, we can state that this particular system's SIM contains only one branch, which can

be constructed by direct numerical integration starting from the candidate point R2. In

addition, no trajectory but the SIM is attractive. We note that, due to the fact that all

trajectories within the basin of attraction for R1 will approach R1, this possibly misled the

author of Ref. 19 to the incorrect conclusion that the MEPT corresponds to the SIM, or

more generally that the MEPT provides an e�ective construction technique for systems'

SIMs.

26



C. Simple hydrogen-oxygen reactive system

This example is adopted from Sec. II of Renet al.,21 where it serves as a model problem

for illustrating how to construct the ICE-PIC manifold. Here, it is used to demonstrate the

simplicity of extending our proposed technique to higher-dimensional reactive systems, and

to comment on the ICE-PIC method.

The reaction mechanism containsN = 6 species,L = 3 elements, andJ = 6 reversible

reactions, see Table II. A special case in which the system isisobaric, identical to Renet

al.21, will be considered. The assigned mixture temperature and pressure areT = 3000 K

and p = 1 atm, respectively. The initial conditions are (n�
1 = 3:03 � 10� 4; n�

2 = 1:01 �

10� 4; n�
3 = 3:03 � 10� 4; n�

4 = 2:32 � 10� 5; n�
5 = 1:11 � 10� 4; n�

6 = 3:32 � 10� 3) mol. Here,

i = f 1; 2; 3; 4; 5; 6g corresponds to the speciesf H2; O; H2O; H; OH; N 2g, respectively. This

gives rise toM = 1:01� 10� 1 g.

The reactive system in this model problem is described in theR = N � L = 3 dimensional

reactive composition space. The system's only constraintsare the conservation of elements;

thus, the ODEs that describe the system evolution are of the form

dz
dt

= f (z); z 2 R3: (50)

The dynamics are fully described byf H2; O; H2Og, and the rest of the species,f H; OH; N 2g,

are given by the system's constraints, Eq. (15),

2n1 + 2n3 + 2n4 + n5 = 1:25� 10� 3 mol; (51a)

n2 + n3 + n5 = 4:15� 10� 4 mol; (51b)

2n6 = 6:64� 10� 3 mol; (51c)

which are identical to those given by Renet al.21

The time evolution of the species is shown in Fig. 7. The multi-scale nature of this

system is clearly seen. Also, it can be noted that the times atwhich the �rst reaction event

commences and that at which the system relaxes onto its equilibrium are approximately

t = 10� 9 s and t � 10� 3 s, respectively.
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1. The construction of the SIM

We use the method described in Sec. III to construct the SIM for this system. First, all

the system's �nite equilibria are identi�ed. There are �fteen isolated critical points; eight of

them are complex and seven are real. The real critical pointsare:

R1 � (ze) =
�
� 1:67� 10� 1; 3:04� 10� 3; 3:53� 10� 3

�
mol=g;

R2 � (ze) =
�
6:44� 10� 2; 1:21� 10� 2; � 7:12� 10� 3

�
mol=g;

R3 � (ze) =
�
� 6:47� 10� 3; � 2:01� 10� 2; � 2:19� 10� 3

�
mol=g;

R4 � (ze) =
�
1:98� 10� 3; 5:04� 10� 3; 9:42� 10� 3

�
mol=g;

R5 � (ze) =
�
� 1:21� 10� 3; � 4:45� 10� 3; 5:03� 10� 3

�
mol=g;

R6 � (ze) =
�
2:72� 10� 3; 3:34� 10� 4; 4:72� 10� 3

�
mol=g;

R7 � (ze) =
�
2:03� 10� 3; 3:10� 10� 4; 3:07� 10� 3

�
mol=g:

It is clear that R1; R2; R3; and R5 are non-physical equilibria. Moreover,R4 and R6 are

also non-physical critical points; this can be shown by computing the values of other species

using the system's constraints, Eq. (51). Thus,R7 is the system's unique physical equilibrium

point, consistent with the results in Fig. 7.

Figure 8 shows part of the system's �nite composition space,all the �nite equilibria,

and the system'sS within the dashed simplex. The dynamical behavior analysiswithin the

neighborhood of each critical point reveals thatR3 and R7 are sinks, andR1; R2; R4; R5 and

R6 are saddles. The eigenvalue spectrum associated with each �nite critical point is:

R1 : (� ) =
�
� 6:67� 106 � i1:00� 108; 2:92� 103

�
s� 1;

R2 : (� ) =
�
1:84� 1014; � 1:70� 1014; � 1:27� 1012

�
s� 1;

R3 : (� ) =
�
� 2:97� 107 � i2:64� 107; � 1:03� 105

�
s� 1;

R4 : (� ) =
�
1:62� 107; 8:94� 106; � 4:65� 104

�
s� 1;

R5 : (� ) =
�
� 2:13� 106 � i6:71� 106; 3:22� 104

�
s� 1;

R6 : (� ) =
�
� 6:28� 106 � i4:37� 106; 1:57� 104

�
s� 1;

R7 : (� ) =
�
� 1:77� 107; � 9:08� 106; � 5:59� 103

�
s� 1:

The fastest and slowest time scales associated with the physical equilibrium R7 are 5:65�

10� 8 s and 1:79� 10� 4 s, respectively. This will give rise to a sti�nessO(103), which indicates
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that the system's trajectories, inside the physical domain, will relax onto the SIM at a steep

angle; the fast modes will be exhausted rapidly.

To explore the existence of equilibria at in�nity, the projective space technique is em-

ployed. We selectk = 2, though other choices would work as well. So, the reactivesystem

in the projective space is realized by the following transformation: Z0 = t; Z 1 = z1=z2; Z2 =

1=z2, and Z3 = z3=z2. It is found for this system there are two equilibria locatedat in�nity,

but neither of them are isolated; one is a 1-D equilibrium andthe other is a 2-D equilib-

rium. Consequently,R1; R2; R5 and R6 are the only candidate points, since the eigenvalue

spectrum of the corresponding Jacobian's contains only oneunstable mode.

To construct the SIM, the dynamical system, Eq. (50), is numerically integrated, starting

from the candidate points, in the direction of the unstable mode pointing towardsR7. First,

we generate a heteroclinic orbit starting fromR1, since it has the slowest unstable mode

among the candidate points. The generated orbit connects with R7 along its slowest mode.

Thus, it represents the �rst branch of the system's 1-D SIM. Then, we generate another

heteroclinic orbit starting from R6. This orbit also approachesR7 along its slowest mode

to form the second branch of the 1-D SIM. Subsequently, thereis no need to generate

trajectories starting from the other candidate pointsR2 and R5.

The system's 1-D SIM is presented in Fig. 9. Although the SIM has been constructed

and it can be illustrated, the right branch of the SIM is not presented entirely due to scaling

e�ects. Some trajectories in Fig. 9 have been generated frominside the system'sS, while

others have been initiated from its boundary. The attractiveness of the SIM is revealed by

visually examining the relaxation of several trajectoriesrapidly onto it. This observation is

consistent with our previous prediction that has been obtained based on the sti�ness of the

system.

2. Comparison to ICE manifold

In this section, we compare the constructed SIM with the previously published21 ICE

manifold. Calculations are �rst performed to reproduce theICE manifold for the considered

reactive system.

Generation of the ICE manifold is based on minimizing a classical thermodynamics po-

tential. First, the constrained equilibrium manifold (CEM) is developed by varying one
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dependent variable to minimize the system's Gibbs potential for each combination of the

rest of the dependent variables. The intersection between the CEM and S de�nes a closed

curve. Then, starting from several points located on the closed curve, trajectories are gen-

erated. The collection of all these trajectories provides the ICE manifold. Figure 10 shows

the 1-D SIM and the 2-D ICE manifold. The computed ICE manifold is identical to that

illustrated in Fig. 4 of Ren et al.21

From Fig. 10, it is clear that there are trajectories withinS which are not attracted to

the 2-D ICE manifold. However, all the system's trajectories are attracted to the 1-D SIM.

Although it is di�cult to visualize in Fig. 10, the 2-D ICE man ifold does not contain the

system's SIM: the 1-D SIM is not a subset of the 2-D ICE manifold. The error of the ICE

manifold grows as we move away fromR7. Consequently, the 2-D ICE manifold cannot fully

identify the system's SIM.

V. DETAILED HYDROGEN{AIR MECHANISM

In this section, the 1-D SIM for a detailed hydrogen-air kinetic system is constructed.

The reactive system is based on the detailed kinetic mechanism extracted from Miller et

al.,51 and it has been widely used in the literature.52{54 This mechanism consists ofJ = 19

reversible reactions involvingN = 9 species which are composed ofL = 3 elements, see

Table III. The system is an isochoric stoichiometric hydrogen-air mixture which is initially

at p� = 107 dyne=cm2 and T = 1500 K .

Utilizing the conservation of the three elementsf H; O; N g, the H2 � Air reactive system

can be described by the following autonomous dynamical system,

dz
dt

= f (z); z 2 R6: (52)

Here, i = f 1; 2; 3; 4; 5; 6g correspond to the speciesf H2; O2; H; O; OH; H 2Og, respectively.

The rest of the species,f HO2; H2O2; N2g, are recast using Eq. (15).

The full dynamics of the species evolution are obtained by integrating Eq. (52), see

Fig. 11. At t � 10� 8 s, the species growth rates change slightly, which indicatesthat

signi�cant dissociation reactions are induced. For 10� 7 < t < 10� 6 s, the minor species

continue to increase rapidly with di�erent growth rates. On the other hand, the major

speciesH2; O2; and N2 have essentially constant speci�c moles. Just pastt � 10� 6 s all
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the species undergo signi�cant change, and the radicals' speci�c moles reach their maximum

values. At t � 10� 5 s, an exothermic recombination of radicals commences forming the

predominant productH2O, which continues up tot � 5 s, after which the system approaches

the equilibrium state. Figure 11 clearly illustrates the multi-scale nature of this system.

The �rst step in constructing the SIM, following the methodology presented in Sec. III,

is to �nd all of the system's real isolated equilibria, �nite and in�nite. For this system 284

�nite equilibria and 42 in�nite equilibria are found. Of the �nite equilibria, one is 3-D, one is

2-D, six are 1-D, and 276 are 0-D. Of the 276 0-D equilibria, 90are real and 186 are complex.

Of the 42 in�nite equilibria, six are 1-D, and 36 are 0-D. Of the latter 0-D equilibria, 18

are complex and 18 are real. One of the 90 real �nite critical points represents the unique

physical equilibrium state of the system. This correspondsto

R19 � (ze) =
�
1:98� 10� 6; 9:00� 10� 7; 1:72� 10� 9;

2:67� 10� 10; 3:66� 10� 7; 1:44� 10� 2
�

mol=g:

Then, the dynamical character of each of the 108 isolated real �nite and in�nite critical

points is determined. It is found that among them there are only 14 candidate points for

constructing the SIM; all of them are �nite. The other critical points are either sources,

sinks, or saddles with more than one unstable direction. By examining the trajectories that

emanate from the candidate points, only two are connected with R19 tangent to its slowest

mode via heteroclinic orbits. These two candidate points are:

R74 � (ze) =
�
6:26� 10� 5; 3:43� 10� 5; � 2:30� 10� 6;

4:80� 10� 7; � 1:54� 10� 5; 1:44� 10� 2
�

mol=g;

R79 � (ze) =
�
� 3:34� 10� 6; � 1:50� 10� 6; 5:27� 10� 9;

8:82� 10� 10; � 6:66� 10� 7; 1:44� 10� 2
�

mol=g;

and these two heteroclinic orbits combine to provide the twobranches of the 1-D SIM. Fig-

ure 12 shows a 3-dimensional projection of the 1-D SIM embedded inside the 6-dimensional

composition space. Since only the slow modes are present on the SIM, this 1-D manifold

provides the best description of the system's slowest dynamics.
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VI. CONCLUSIONS

We have presented a robust method of constructing a 1-D SIM for a closed, spatially ho-

mogenous, isothermal, reactive system described by detailed kinetics. The SIM corresponds

to the exact description of the slow dynamics in the composition space of the reactive system.

The construction method is based on a geometrical approach that relies upon �nding and

examining the dynamical behavior of all of the system's critical points. It has been shown

that the construction of a 1-D SIM is algorithmically easy and computationally e�cient. The

resulting procedure provides a useful tool to signi�cantlyreduce the computational cost asso-

ciated with modeling reactive systems. In this work, we havefocused on constructing a 1-D

SIM, though the method presented can be modi�ed to constructhigher-dimensional SIMs.

Also, we restrict this work to isothermal reactive systems,though the method presented can

be adjusted for non-isothermal reactive systems. We will report in these two aspects in the

future.

We have investigated the relationship between thermodynamics and a reactive system's

SIM. It has been demonstrated that a reactive system's 1-D SIM does not coincide with the

path identi�ed by minimizing a classical thermodynamic function, such as� , S, or G, even

near the equilibrium state. This point has been con�rmed by amathematical proof which

shows that equilibrium thermodynamic potentials do not alone determine reactive systems'

dynamics during their approach towards the physical equilibrium.
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TABLE I: Zel'dovich mechanism of nitric acid formation. The species areNO; N; O; O2; and N2.

j Reaction A j
�
cm3=

�
mol s K � j

��
� j �E j [cal=mol]

1 N + O2 
 NO + O 5:841� 109 1:01 6195:6

2 N + NO 
 N2 + O 21:077� 1012 0:00 0:0
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TABLE II: Simple hydrogen-oxygen kinetics mechanism. The species areH2; H; O; OH; H 2O; and

N2.

j Reactiona A j

�
�
mol=cm3

� (1�
P N

i =1 � 0
ij ) =s=K � j

�
� j �E j [cal=mol]

1 O + H2 
 H + OH 5:08� 104 2:7 6290:0

2 H2 + OH 
 H2O + H 2:16� 108 1:5 3430:0

3 O + H2O 
 2OH 2:97� 106 2:0 13400:0

4 H2 + M 
 2H + M b 4:58 � 1019 � 1:4 104380:0

5 O + H + M 
 OH + M b 4:71 � 1018 � 1:0 0:0

6 H + OH + M 
 H2O + M b 3:80 � 1022 � 2:0 0:0

a Unless otherwise speci�ed, the third body collision e�ciency coe�cients are unity, � = 1.
b The non-unity third body collision e�ciency coe�cients are : � H 2 = 2 :5; � H 2 O = 12.
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TABLE III: Reaction mechanism rate coe�cients for hydrogen -air mixture

j Reactiona A j

�
�
mol=cm3

� (1�
P N

i =1 � 0
ij ) =s=K � j

�
� j �E j [cal=mol]

1 H2 + O2 
 2OH 1:70 � 1013 0:000 47780

2 OH + H2 
 H2O + H 1:17 � 109 1:300 3626

3 H + O2 
 OH + O 5:13 � 1016 � 0:816 16507

4 O + H2 
 OH + H 1:80 � 1010 1:000 8826

5 H + O2 + M 
 HO2 + M b 2:10 � 1018 � 1:000 0

6 H + 2O2 
 HO2 + O2 6:70 � 1019 � 1:420 0

7 H + O2 + N2 
 HO2 + N2 6:70 � 1019 � 1:420 0

8 OH + HO2 
 H2O + O2 5:00 � 1013 0:000 1000

9 H + HO2 
 2OH 2:50 � 1014 0:000 1900

10 O + HO2 
 O2 + OH 4:80 � 1013 0:000 1000

11 2OH 
 O + H2O 6:00 � 108 1:300 0

12 H2 + M 
 2H + M c 2:23 � 1012 0:500 92600

13 O2 + M 
 2O + M 1:85 � 1011 0:500 95560

14 H + OH + M 
 H2O + M d 7:50 � 1023 � 2:600 0

15 H + HO2 
 H2 + O2 2:50 � 1013 0:000 700

16 2HO2 
 H2O2 + O2 2:00 � 1012 0:000 0

17 H2O2 + M 
 2OH + M 1:30 � 1017 0:000 45500

18 H2O2 + H 
 HO2 + H2 1:60 � 1012 0:000 3800

19 H2O2 + OH 
 H2O + HO2 1:00 � 1013 0:000 1800

a Unless otherwise speci�ed, the third body collision e�ciency coe�cients are unity, � = 1.
b The non-unity third body collision e�ciency coe�cients are : � H 2 = 3 :3; � H 2 O = 21.
c The non-unity third body collision e�ciency coe�cients are : � H 2 = 3 ; � H 2 O = 6 ; � H = 2.
d The non-unity third body collision e�ciency coe�cients are : � H 2 O = 20.
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FIG. 1: The time evolution of species for the Zel'dovich model problem.
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ow directions, and the dashed simplex represents the physically accessible domain of the system;

S. The SIM is illustrated as a thick line, the thin lines represent trajectories, and R3 represents
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FIG. 3: (a) The SIM for the Zel'dovich mechanism near the physical equilibrium state R3, and
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represent di�erent iso-levels of the system's irreversibility production rate and Gibbs free energy,
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critical point.
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