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Abstract Three classes of time-domain non-relativistic anisotropic dielectric constitutive
equations of increasing generality are discussed. In each class dissipativity is ensured by
the choice of a class of convolution kernels in the D-to-E constitutive equation express-
ing the electric field E in terms of the electric displacement field D. Defining properties of
the inverse (E-to-D) kernels and their Fourier-Laplace transforms (complex dielectric func-
tions) are determined by inversion of the D-to-E constitutive equation. By this procedure it
is shown that dielectric functions of the dipolar dielectrics are tensor-valued Bernstein func-
tions while the dielectric functions of the Drude-Lorentz type are tensor-valued negative
definite functions. The properties of the complex dielectric permittivities are also deter-
mined for either class. The theory is applied to an exhaustive review of empirical response
functions of real dielectric materials encountered in the literature. Each class of convolu-
tion kernels is consistent with existence of a conserved energy, but in one case a strictly
dissipative energy can be constructed.

Keywords Dielectric - Relaxation - Anisotropy - Energy conservation - Completely
monotone function - Bernstein function - Negative definite function - Positive definite
function
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Z,—the set of positive integers R—the set of real numbers

[a, b[—the set of real x satisfying C—the set of complex numbers
a<x<b
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270 A. Hanyga, M. Seredyniska
Ry:={xeR|x>0} Ri={xecR|x>0)

R_:={xeC|Rex <0,Imx =0} Ct:={zeC|Imz >0}

C_:=C\R_ M—the set of all the m x m complex matrices

8—Dirac measure
0 (t)—the Heaviside unit step func-
tion

tm p—

L= aeC

0, t<0’

z—complex conjugate of z € C

A>0(AeM)ifu’AueR, forall
ueC?

A>0(AeM)ifu’Au> 0 for all
ueCéu#£0

D f (t)—distributional derivative

$:=0p/0t

Fourier transform:
fl):= [T e fo)de

91—the set of all the CM functions
F:10, o[ > M

©—the set of all the CPD functions
F: [0, o[ > M

{t"‘,tzo

|H|—total variation of a tensor-valued
Radon measure H

D'(X; V)—the space of V-valued
distributions on X

1 Introduction

Mpgr—the set of all the m x m real matrices
|—the unit matrix

VW = VWi

A’—Hermitian conjugate of matrix A
ReA:=(A+A")/2

(f> ¢)—duality form on D', D

f'—ordinary derivative
frg):= [ f(t—s)g(s)ds
Laplace transform:
f@) = [ e fo)dr
$B—the set of all the Bernstein functions
F: [0, 0[] > M
P—the set of all the functions
F: [0, oo[ = M such that
the convolution operator Fx is passive
S'(X; V)—Schwartz space of tempered
distributions on X with values in V
E'(X; V)—the space of V-valued
compactly supported distributions on X

In view of the appearance of polarizable metamaterials whose properties can be designed
many intuitive assumptions about electromagnetic properties of matter have been called in
question. Since a large portion of dielectric relaxation theory is phenomenological, a formal
analysis of the principles underlying phenomenology and their consequences is needed.

Dielectric relaxation is commonly expressed in terms of complex permittivity [34, 39,
40, 54]. Experimental studies of dielectric relaxation are usually based on measurements
of polarization of dielectric samples subject to periodic electric fields. This explains the
prevalence of frequency-domain formulation in dielectric relaxation theory. Time-domain
approach provides however a more direct approach for the dielectric response to a suddenly
applied electric field.

Frequency-domain formulation of material response is inappropriate in problems involv-
ing nonlinear expressions which are local in time. In particular, thermodynamic consid-
erations involve bilinear expressions and therefore time domain formulation of dielectric
response is more convenient in this context.

Time-domain formulation of the response functions is better adapted for applying ther-
modynamic constraints. Time domain formulation allows the use of powerful concepts and
tools of harmonic analysis (positive definite functions, completely monotone functions) and
linear systems theory (passive operators).
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On a Mathematical Framework for the Constitutive Equations 271

There are some analogies between dielectric relaxation (more precisely, gradual increase
in polarization following a sudden increase in electric field intensity) and viscoelastic creep.
In view of this analogy some methods and ideas developed for viscoelastic constitutive equa-
tions can be used in the formulation of dielectric relaxation. In both cases the same molecular
mechanisms are involved and the two relaxations are the object of the same experimental
studies.

There is an important difference between the two theories.

Empirical models of viscoelastic creep and relaxation in real materials are consistent with
the assumption of a non-negative relaxation spectrum. Under this assumption the relaxation
modulus is a locally integrable completely monotone (LICM) function and the creep compli-
ance is a Bernstein function. This framework is also appropriate for many phenomenological
models of dielectric relaxation in the frequency ranges where dipolar polarization prevails
[9, 18, 34, 39, 40, 54]. Dielectric relaxation in such materials can be attributed to a contin-
uum of Debye elements. In this context the convolution kernel in the constitutive E-to-D
equation (10) is a Bernstein function and the kernel in the D-to-E constitutive equation (16)
is LICM.

Ionic and electronic polarization relaxation involves resonance phenomena (Lorentz dis-
persion) and is therefore inconsistent with a non-negative relaxation spectrum. It therefore
requires a wider class of constitutive equations. It will be shown that in this case the convolu-
tion kernels in the constitutive E-to-D equations are causal negative definite function, while
the kernel in the D-to-E constitutive equation is a causal positive definite (CPD) function.
In particular, the derivative of the time-domain electric susceptibility function is assumed to
be a causal positive definite (CPD) function. The last assumption is consistent with the the-
ory of Tip [60] and some other work on dielectric materials [20]. Our approach provides an
explanation of Axiom (A;) in Tip’s theory [60] as well as its generalization to anisotropic
dielectrics. Another related theory, due to Glasgow et al. [25], is based on an assumption
called “passivity” by the authors. The “passivity”” assumption in their paper is equivalent to
ReR(iw) < 0 for w > 0 (restricted to the isotropic case) and therefore it is a strengthened
version of the inequality Re R(iw) < 0 implied by the CPD assumption.

A third option is assuming that the constitutive operator mapping D to E is passive.
This assumption is a strengthened version of the previous one. It leads to the Herglotz-
Nevanlinna representation for the complex modulus in viscoelasticity and for the inverse
complex dielectric function [21, 41].

It is well-known in the mechanical community that many different constitutive energy
functionals can be associated with a given linear viscoelastic stress-strain constitutive rela-
tion [7]. The same situation occurs in dielectric relaxation [17]. A strictly dissipative energy
Up [29], derived from the Bernstein theorem [26, 66], a conserved energy Uc [31, 58],
derived from the Bochner theorem [26] and the minimum stored energy [16, 17, 33] have
attracted most attention. The strictly dissipative energy Up decays monotonely in a closed
system. It can be defined for viscoelastic media with completely monotone relaxation mod-
uli. The conserved energy Uc [58] can be constructed for a much larger class of viscoelas-
tic media with positive definite relaxation moduli. The conserved energy has been used to
obtain a Hamiltonian and Lagrangian formulation of viscoelastic theory [31]. The stored
energy in either case can be expressed in terms of a quadratic functional of a one-parameter
family of auxiliary fields [60], also known as internal variables [29, 30]. The current values
of the auxiliary fields represent the past histories of the strain rate. The auxiliary fields have
been successfully applied to eliminate histories in numerical wavefield computations (e.g.
in [45, 46]) as well as to formulate and prove the existence and uniqueness for the Cauchy
problem [27].
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272 A. Hanyga, M. Seredyniska

Existence of a conserved energy suggests that intrinsic dissipation associated with di-
electric relaxation is compatible with a Hamiltonian formulation. A Hamiltonian theory of
dielectric relaxation is constructed in [60, 61] on the basis of the Bochner theorem and
in [21] on the basis of the Herglotz-Nevanlinna representation of Herglotz functions [24].
Some recent applications of dielectric relaxation theory (e.g. interactions between mole-
cules in the presence of a bulk dielectric material) necessitate quantum theory of dielectric
media and therefore also a Hamiltonian formulation of the classical theory of dielectric po-
larization. Following Tip’s method, the energy-momentum tensor of a polarizable and mag-
netizable medium was constructed by Stallinga in [59]. In our setting energy conservation
is rigorously linked to the strengthened dissipativity assumptions underlying the proposed
formalism.

In the usual formulation of dielectric relaxation theory the electric displacement field D
is expressed in terms of the electric field E. In the time domain the mapping of E to D
is a convolution operator. The inverse D-to-E constitutive relation is more appropriate for
thermodynamic analysis. The E-to-D constitutive equation is then obtained by inversion of
the D-to-E constitutive relation. Inversion of the constitutive equations has been the ob-
ject of many studies in viscoelasticity [28, 32] because experiments involve both creep and
stress relaxation data. We now extend to dielectric relaxation our earlier work on inversion
of anisotropic viscoelastic creep and relaxation. By this method we are able to show that in
dipolar dielectric media and, more generally, in dielectric media with non-negative relax-
ation spectra, the dielectric response function is a Bernstein function. In order to account
for Lorentz-dispersive media a broader class of convolution kernels is needed. By inversion
of the constitutive D-to-E equation we show that dielectric response function is a negative
definite function in this more general case.

The CPD and LICM response functions can be associated with two spectral represen-
tations, in terms of driven oscillators or in terms of Debye elements. Either of the repre-
sentations provides a basis for the definition of a formal energy density U. It should be
kept in mind that neither the continuum theory nor statistical physics provides an expression
for physical energy. The two energies are however useful in mathematical and numerical
applications.

In Sects. 3.2-3.3 three alternative frameworks for dielectric relaxation ensuring dissipa-
tivity are considered. In Sect. 3.2 passive and positive definite dielectric D-to-E response
functions are considered, while Sect. 3.3 is dedicated to completely monotone D-to-E re-
sponse functions. Criteria for the membership of each class are expressed in terms of com-
plex dielectric permittivity. In Sect. 4 inversion of the D-to-E constitutive equations leads
to a precise determination of the class of the corresponding E-to-D kernels. It is shown in
particular that the E-to-D kernels corresponding to the LICM D-to-E kernels are tensor-
valued Bernstein functions and that every tensor-valued Bernstein function corresponds to
a tensor-valued LICM D-to-E kernel. The E-to-D kernels corresponding to positive definite
D-to-E kernels are negative definite.

In Sect. 5 the theory is applied to the phenomenological models of dielectric relaxation
in real materials. Explicit expressions are obtained for the dielectric response function.

In Sect. 6 two alternative electromagnetic energy density functionals in a dielectric based
on the spectral representations are constructed.

The focus of the paper is dielectric relaxation. Due to the variety of magnetizable media
magnetization is outside the scope of the paper. It is however considered here inasmuch it is
a necessary complement for the Maxwell equations.

The constitutive equations are expressed in terms of convolution operators with respect
to the time variable in a fixed Lorentz reference frame, which can be construed as the rest
frame of the undeformable medium. The theory is thus non-relativistic.
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On a Mathematical Framework for the Constitutive Equations 273

2 Energy Balance and Constitutive Equations

We shall use the Heaviside-Lorentz units with the time units chosen in such a way that the
speed of light ¢ = 1. p and J denote the free charge density and the free current density.
The first two Maxwell equations [38, 44, 62]

VxE=-B (D
VxH=D+] 2

imply the Poynting identity
E'D+H B=—div(ExH)—J'E 3)

where J denotes the free charge current. The left-hand side of (3) will be considered as
electromagnetic power expended in the interaction of the field with the matter. The two
additional Maxwell equations are

divD=p )
divB =0 Q)

where p denotes the free charge density. The charge conservation equation
p+divI=0 (6)

follows from (2, 4).
Comparison with viscoelasticity [32] suggests the following constitutive relations of dis-
persive dielectric and magnetizable rigid bodies

Ep = * Dy @)
H, = vy * B )
Jy=0ouxE 9
(k,1=1,2,3). In tensor notation
E=AxD (10
H=N=xB (11)
J=S8S%*E (12)

where N, A, S are tensor-valued functions on R, x R? satisfying the causality requirement
N(z, x) = A(t,x) = S(t,x) = 0 for t < 0. The constitutive equations are local and spatial
dependence of the response functions does not play any role in our considerations. We shall
therefore ignore the dependence on x in the subsequent considerations. The material re-
sponse kernels N, A can be singular at 0.

We shall focus on dissipation associated dielectric polarization and assume that the
medium is an insulator (S = 0).

An alternative formulation is obtained by integration by parts

E() = AO+)D(@) + /OO A(s)D(r — 5)ds (13)
0
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274 A. Hanyga, M. Seredyniska

H() = NOO+)B() + /Oo N(s)B(@ — s)ds (14)
0

provided N(s), A(s) have finite limits at s — O and are differentiable on R . Note that the
kernel functions A, N appearing in (10-11) also appear as kernels in the quadratic functional
representing the electromagnetic power.

If R: R} — Mg satisfies the equations

RxA=AxR=¢l, t>0 (15)
then (10) is equivalent to
D=RxE (16)

Similarly, if Q : R, — My satisfies the equations
QxN=NxQ=t¢tl, t>0 a7)

then (11) is equivalent to
B=QxH (18)

Complex dielectric permittivity and complex magnetic permeability are given by the Fourier
transforms (—iw)R(w) and (—iw)Q(w) of DR and DAQ.
The Laplace transforms of the material response functions R and Q satisfy the equations

R(pA(p) = A(p)R(p)=p~°I (19)

Q(pN(p) =N(p)Q(p) = p~°I (20)

Equations (8-7) are valid in the rest system of the body. Time-domain formulation of
dispersive constitutive equations allows covariant formulations if desirable. In addition,
(8=7) are also tailored to introduce two concepts of harmonic analysis which have proved

very useful in viscoelasticity [28, 29, 32]: positive definiteness and complete monotonicity,
as well as a related concept from the system theory: passivity [41, 63, 69].

3 Admissible D-to-E Kernels
3.1 A Necessary Condition for Dissipativity

Consider a non-deformable electromagnetically polarizable medium. The power expended
by the external agents on the medium is given by the expression

W= Wy+ W, 2n

where
Wo:=E'D+H'B (22)
W, :=E"J (23)
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The dissipativity condition
T
VT eR / W(t)dr =0 (24)
—00
[17] is not sufficiently strong to rule out some non-physical processes. In a homoge-
neous polarizable medium it does not rule out the time-periodic homogeneous process

E@),D@®),J@@) = —f)(t), H = B = 0 with zero energy flux, zero power W and without
external sources. We shall therefore assume that

T
VT eR / Wo(t)dr >0 (25)

T
VT eR / Wi(t)dr >0 (26)

If D = cos(wt)Dy, Dy € R3, then
E=20 [Im A (iw) cos(wr) — Re A (io) sin(a)t)] D,

and the average power over a period 7 = 27 /w is given by the expression
Lt T 21T 2
P = T E(z) D(t)dt = w'Dy Re A(w)Dy
0

Equation (25) is satisfied for arbitrary Dy € R and w € R if
ReA(iw) >0 VYoeR (27)

In a smooth periodic electric field P = — fOT D(t)TE(t) dt/T. Consequently, if the con-
stitutive equation (10) can be expressed in the form D = R x E then

ReR(iw) <0 VweR (28)

Equation (28) also follows from (27) and (19). Inequality (28) is a generalization of
an inequality derived in [44]. Inequalities (28) and (27) are necessary but not sufficient to
ensure dissipativity.

3.2 Passive and Positive Definite Time-Domain Response Functions
Inequalities (25) and (26) are justified by the fact that they immediately translate into easily
verifiable spectral conditions. We shall focus on dielectric dissipation and set the resistivity

S=0.
We shall recast (25) in a more explicit form

1 7ot . . .
5/ / [D()TA( —5)D(s) +B() "Nt — )B(t — )] dsdr > 0 (29)

In order to obtain more restrictions on material response (29) will be extended to arbitrary
smooth compactly supported vector-valued test functions w:

T t
/ / [W(t) At —5)W(s)] dsdt > 0 (30)
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276 A. Hanyga, M. Seredyniska

T t
// [W(t) "Nz — )w(s)] dsdz > 0 31)

for all w € D(R; R™).

By D' (R; V) we denote the set of all the V-valued distributions on R with support
contained in [0, oo[. We shall often use the vector space V = R?. In the following the term
matrix refers to an arbitrary d x d complex matrix.

Definition 3.1 ([41, 63, 69]) A convolution operator Lu :=F xu, F € D/, (R; Mp), satisfy-
ing

T
/ u@®)T(Fxuw)()dr =0 VT € R VueD(R; RY) (32)

]

is called passive.!

The set of distributions which are kernels of passive operators will be denoted by ‘B.
The following theorem follows from the theory developed in [63, 69]:
Theorem 3.1 If the operator L = Fx is passive, then F € S/+ (R; MR).

Theorem 3.1 implies that the tensor-valued distribution F has a Fourier-Laplace trans-
form F, defined as a holomorphic function F(p + ig) satisfying

/ Eq +ip)d(p)dp = (F.e,d)

for every function ¢ € S(R; RY) and e (t) :=e™7.
If the convolution operator A, defined by the constitutive equation (10), is passive, then
the electromagnetic work performed on the system in a cyclical process is non-negative.

Definition 3.2 A tensor-valued function F : R, — My is said to be causal positive definite
(CPD) if

[ vo7 [ Fe-emeasac=o (33)
for every ve D(R; RY).

Definition 3.3 A distribution F € D/, (R; Mp) is said to be causal positive definite (CPD) if
it satisfies

/ b u()"Fxu(t)dr >0 VueD(R;RY) (34)

The set of causal positive definite distributions will be denoted by ©.

In [69] such distributions are called semi-passive. In [63] they are called dissipative. In
[26] measures which are CPD distributions are called of positive type. Every CPD distribu-
tion is a tempered distribution [63].

INote that the integrand is a continuous integrable function because F x ue€ (R; RY).
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On a Mathematical Framework for the Constitutive Equations 277

The kernel of a passive operator is a CPD distribution. The limit 7 — oo can be taken in
(32) for every ueD(R; RY).

Theorem 3.2 ([69], Theorem 8.12-1; [63], Theorem I in Sect. 3.17.3) F is the kernel ~ofa
passive operator if and only if (i) F € S| (R; Mg), (ii) its Fourier-Laplace transform F(z)
is holomorphic in the right half of the complex plane (Rez > 0) and (iii) Re F(z) > 0 for
Rez > 0.

The Herglotz-Nevanlinna representation theorem [24] implies the following formula for
a general tensor-valued function F satisfying (iii):

_ © | +iyz
F(z):lA—l—zB—}—/ Y Hdy)

oo 21y

where A =ImF(1), B> 0,
B= lim z 'F(2)
y—> 00

Imz=0

and H is a finite tensor-valued measure on RR.

Theorem 3.3 ([69], Sect. 8.12) If Fx is a passive operator, then

o]

o0
(F,v) =Wv(0) — Av'(0) —|—/ J()v(r)dr + / [LO) —J@1V'(1)dt ¥veD (35)
0 0
where W is a skew-symmetric matrix, A is a positive semi-definite matrix,
J@t) = / e M(dw) (36)
]—00,00[

and M is a finite Mg-valued Radon measure on R such that M(U) > O for every subset U
of R.

A tensorial version of the Bochner theorem [66] states that every CPD tensor-valued
function F(7) is the Fourier-Stieltjes transform of a positive Radon measure G(¢) (or, equiv-
alently, a non-negative distribution):

Theorem 3.4 ([26, 56]) If F(¢) is a CPD tensor-valued distribution, then it is the dis-
tributional Fourier transform of a positive semi-definite tensor-valued tempered distribu-
tion G:

(F,v)= <G(§), /ei(’v(t)dt> YwweSR; V) 37)

where G(¢) =Re IA:(C ) and F denotes the distributional transform of F.
If the tensor-valued function F(t) is locally bounded on R, then it is the Fourier trans-
form of a positive tensor-valued Radon measure M

F(z) =/ e 'M(d?). (38)

o0
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The Radon measure M is the real part of the distributional Fourier transform of F:

M(¢) =ReF(0).
The class of passive operators is fully characterized by the following theorem:

Theorem 3.5 ([69], Theorem 8.14-1; [63], Theorem II in Sect. 3.17.4) F € D’ is the kernel
of a passive operator if and only if it satisfies the following conditions:

(i) Fis CPD;

(ii) F=D?F, + ADS§, F; € C(R; MQR) has tempered growth and A € Mg, A> 0.

The following spectral criterion is more useful for verifying whether a frequency domain
material response is the Fourier transform of a CPD function:

Theorem 3.6 ([26], Theorem 16.2.4) IfF : [0, co[ — Mg satisfies the condition

o0
/ e P'|F(t)|dt < oo forevery p>0
0

then the following statements are equivalent:

(i) Fis CPD;
(i) ReF(p) = 0ina strip 0 < Re p < ¢ for some ¢ > 0;
(iii) liminf , _ ;, ReF(p) >0 for v € R and liminf |, _, , F(p) > 0.
Rep>0 Rep>0

If the dielectric response function A € @, then Re A(p) > 0 on the imaginary axis
p = —iw, w € R and, in particular, (27) is satisfied. For comparison with the more familiar
isotropic case, assume that

3
A = ()P (39)
k=1
3
R(t) =Y ri(t)Py (40)
k=1

where Py, k =1, 2, 3, are projections, Zi:l Pi = |. In this case Re ik(iw) > (, provided the
limit p — iw, for real w, exists, and therefore

1 Rek(iow) -

R AT

0, k=1,2,3 41

The complex permittivity tensor [pR(p)] p=iv = p~'A(p)~" has a non-positive imaginary
part. In an isotropic dielectric with a complex permittivity &

(i) = — () = ') +ie"@) 42)

and

8//(60)

—Rer (—iw) = > (0 for all non-zero w € R 43)
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The functions r,(t) are real-valued, hence 7 (iw) = 7, (iw) and therefore ¢”(w) is an odd
function. Consequently (43) can be replaced by

@ 0 Vo0 (44)
w

In [44] the last inequality is derived from the condition of non-negative average attenuation
in time-periodic wavefields.

3.3 Completely Monotone Time-Domain Response Functions

A tensor-valued function B is positive semi-definite (non-decreasing) if the function v/B(-)v
is non-negative (non-decreasing, respectively) for every v € C¢.

Definition 3.4 A tensor-valued function F : R, — My is said to be completely monotone
(CM) if it is infinitely differentiable and for every vector v € C¢

YneZ, (=1)"V'D'"F(t)v>0 (45)
The set of CM tensor-valued functions on R is denoted by 1.
This definition has an obvious extension to functions defined on R with support in R
Proposition 3.7 If A € Mg and A > 0, then A is a symmetric matrix.

Proof If A € Mg and A > 0 then, substituting v = vg + iv; with arbitrary vg, v; € RY, we
have VEAVI — VF—AVR >0and AT =A. O

Corollary 3.8 IfA € M, then A(t)" = A(¢t) forall t > 0.
Theorem 3.9 (Bernstein Theorem, [26]) A tensor-valued function A : Ry — Mg is CM

if and only if it is the Laplace transform of a positive semi-definite tensor-valued Radon
measure C,

A(r) = / e "'C(dr) (46)
[0,00[

which satisfies the inequality
/ e "|C|(dr) <o fort>0
[0,00[

In the above theorem |C| denotes the total variation of the Radon measure C (cf. e.g.
[26]). An M-valued Radon measure B is positive if v/ B(l/)v > 0 for every bounded mea-
surable set I C [0, oo[ and for every vector v € C¥.

Theorem 3.10 Every positive semi-definite real tensor-valued Radon measure C on a mea-
surable space Q can be expressed as the product of a real Radon measure m and a positive

semi-definite tensor-valued density B defined m-almost everywhere and satisfying the in-
equalities |B(r)| < 1 and v B(r)v > 0 for m-almost all r in Q:

C(Z/l):/ B(r)m(dr)
u
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280 A. Hanyga, M. Seredyniska

Proof Let m(U) denote the trace tr(C(U{)) of C(U) for an arbitrary bounded measurable sub-
setU of Q. m is a positive real-valued Radon measure. For an arbitrary bounded measurable
subset U of Q and v, w € R? the quadratic form on R?

VICU)VEE +2vICUWEL + W CUYWEE = (EV+Lw) T CU) (EV + W)

is positive semi-definite. Consequently |w'CU)v| < \/VTC(U)VWTC(U)W. Since
vICU)V < m@U)v'v for arbitrary v, w e R?,

W CU)V| <m@U)|v||w|

and therefore the Radon measure w' C({)v has a Radon-Nikodym derivative B(v, w)(r)
with respect to m, which is uniquely defined with a possible exception of a subset of [0, co[
of measure 0. For m-almost-every value of r the expression B(v, w)(r) is a bilinear function
of its vectorial arguments. Choosing a basis e;, e;, ..., e; and expressing v, w in terms of
this basis a tensor-valued function B(r) can be constructed in such a way that B(v, w)(r) =
v B(r)w. Itis clear that |B(r)| < 1 and v' B(r)v > 0 for m-almostall » > O and all ve R¢. O

Theorem 3.10 allows factoring the tensor-valued measure C(dr) into a scalar spectral
density m(dr) and a positive semi-definite tensorial density B, which characterizes the
anisotropic properties of the medium.

Applying Theorem 3.10 the tensor-valued Radon measure can be replaced by a positive
(scalar) Radon measure and a positive semi-definite tensor-valued density:

Theorem 3.11 A tensor-valued function A(t) is CM if and only if it is the Laplace transform
of a positive semi-definite tensor-valued function B: R, — Mg

A(t) = / e”"'B(r)m(dr) (47)
[0,00(
where m is a positive Radon measure satisfying the inequality
/ e ""|B(r)|m(dr) < oo for somet >0
[0,00[

while the function B is locally integrable with respect to m, positive semi-definite m-almost
everywhere and satisfies the condition

IB(r)] <1 m-almost everywhere

The integral in (47) can be replaced by the Lebesgue-Stieltjes integral with respect to the
non-decreasing right-continuous function p defined by the formula () = m ([0, t]). The
jump discontinuities of p constitute a discrete relaxation spectrum, possibly embedded in a
continuous spectrum.

Phenomenological models of viscoelastic response in real materials assume that m(dr) =
h(r)dlIn(r), where the function 4 is the relaxation spectrum density. In this case Theo-
rem 3.11 implies that 4 (r) > 0. Relaxation in dipolar dielectrics has similar properties. The
idea of a distribution of relaxation times has been used in dielectric relaxation theory since
the pioneering work of Schweidler (1907) and Wagner (1913) [23, 54]. A more general
approach is adopted in this paper because it results in a manageable time-domain character-
ization of the material response.
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A function F € 91 is continuous on ]0, oo[. It is therefore locally integrable (LI) every-
where except, perhaps, in a neighborhood of 0.

Definition 3.5 A tensor-valued function F : R, — Mg is said to be locally integrable com-
pletely monotone (LICM) (F € 9;) if it is completely monotone and

1
/ [F(r)|dt < oo
0

The LICM functions satisfy a sharper version of the Bernstein theorem:

Theorem 3.12 ([26]) IfF: R, — My is LICM, then (46) and (47) hold with

/ IC[(dr)
<0
[0,00[ 1 + r

/ m(dr)
< 00
[0, 00[ 1 + r
If F is LICM, then, by Theorem 3.12 and a theorem in [66], the double Laplace transform

[T [ [ Ooe”’F(r)ICl(dr)] a= [ —ician (48)
) 0 (0,000 P+ 7

exists for r > 0. Consequently every LICM function possesses a Laplace transform.
Given a complex dielectric permittivity, the LICM property can be verified by means of
the following theorem:

and

respectively.

Theorem 3.13 ([26], Theorem 5.2.6) The Laplace transform A of an LICM tensor-valued
function A has the following properties:

(i) A has an analytic extension to C~:=C \ R_;
(i) A is real on Ry ;
(iii) A(p) = 0 for p— cc on R;
(iv) ImA(p) <0 for Im p > 0;
(v) Im[pA(p)] > 0 for Im p > 0 and A(p) >0for peRy;
(vi) ReA(p) >0 forRep > 0.

If an analytic tensor-valued function F(p) enjoys the properties (i)—(ii),

limsup |F(p)| < oo

p—>o0
and either (iv) or (V), then
@) the limit

;Lrgo F(p) =Fo

exists and is finite;
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(1) F(p) — Fy is the Laplace transform of an LICM function.

Remark 1f condition (ii) is relaxed to limsup, _, o, |A(p)| < oo along Ry, then lim,,_, o A(p)
= Ag exists, A= Ayd + G and G is LICM.

Corollary 3.14 If the tensor-valued function A is LICM, then A is CPD.

Proof By Theorem 3.12 the Laplace transform A(p) is absolutely convergent for p > 0.
Consequently (vi) in Theorem 3.13 combined with Theorem 3.6 (ii) implies that the function
A is CPD. U

4 E-to-D Constitutive Equations
4.1 Inversion of LICM Material Response Functions

Given an LICM tensor-valued function A : R, — M, we shall consider the solutions R :
Ry — M of the equation

AxR@)=tl, t>0 49)

The problem can also be rephrased in terms of functions defined over the entire real axis.
Given a function A : R — M with support on R, find a function R : R — M with support
on R, satisfying the equation A * R(t) =1 for t > 0.

Equation (19) and Corollary 3.8 imply that the tensor-valued function R(p) is symmetric,
hence the complex dielectric function A( p) is a symmetric tensor.

Let R’ denote the ordinary derivative of the function R: Ry — M.

Definition 4.1 A tensor-valued function F : [0, oo[ — My is said to be a Bernstein function
if it is infinitely differentiable and F(z) > O for all # > 0 and (—1)"D"F(¢) <0 for ¢ > 0 and
all the positive integers n.

The set of all the Mg-valued Bernstein functions on [0, oo[ is denoted by ‘B.

The derivative of a Bernstein function is thus a completely monotone function.
We shall prove in this section that the dielectric relaxation function A is a Bernstein func-
tion. We shall begin with a representation theorem for tensor-valued Bernstein functions.

Proposition 4.1 If R € B, then the limits Rq := lim,_, o R(?), Ry :=1lim,_, 0y R'(¢), Roo :=
lim,_, o R'(¢) exist and

R(#) = Ryp+tRo +R2(?), >0 (50)
R, (1) ::/ [1—e™]T(dr) (51)
10,00[
where T is a positive tensor-valued Radon measure satisfying the inequality
/ L T(dr) < 00 (52)
0.0of L +7

Conversely, if the function R : Ry — M is defined by (50-51), with an M-valued Radon
measure T on 10, oo[ satisfying (52), then R € B.
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Proof Assume that R € 25 ([0, oo[; M).
For every v € C¢ the function t — v'R(#)v is non-negative, non-decreasing on R, , hence
it has a finite limit Ro(v). Therefore for every v and w in C¢

vIR(Hw = % [(v+W)ROV+ W) — VIRV — wR(1)w]

has a finite limit %[Ro(v +Ww) — Ro(v) — Ro(w)] where Ry(v) = vRgv and Ry € M, Ry > 0.
Similarly, for every v € C? the function r — viR/(¢)v, t € R, is non-negative and non-
decreasing. Repeating the argument of the previous paragraph, we conclude that R'(¢) has a
limit R; at t — O+.
By the Bernstein theorem

R(t) = / e""M(dr) =Ry + / e ""M(dr) (53)
[0,00[

10,00[
where Ry, = M({0}) > 0 and
/ e "[M|(dr) < oo
10,00[

R(#) will now be obtained by integrating the right-hand side of (53) over [0, ¢] and applying
the Fubini theorem. The formula

T(0, R]) := / Mdr)

o.R T

defines a Radon measure T satisfying

/ re”"|T|(dr) < oo
10,00[

such that (50) holds.
Since T is a positive tensor-valued measure, (52) is equivalent to the pair of inequalities
r
— (v, T(dr)v) < o0 54
/JO.I[ 1 + r
/ L (v, Tr)v) < o0 (55)
[1,00[ 1 + r

Since 1/2 < 1/(1 +r) < 1 on ]O, 1[, the first inequality is equivalent to

<V,/ rT(dr)V> < 00
10,11

and follows from the inequality (v, M(]JO, 1[)v) < oco. Since 1/2 <r/(1 +r) <1 on [1, ool,
the second inequality is equivalent to

<V, / T(dr)V> <00 (56)
[1,00[

Inequality (56) follows from the following chain of inequalities:

(1 - %) <V,/oor_1M(dr)v>§ <v, /Oo : _e_”M(dr)v>§ (v, R(1)V) < 00
1 1 r
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Equation (50), the inequalities Ry, Rs > 0 and the fact that M is a positive M-valued mea-
sure have been used here.

In view of (52) and the inequality e™"* < 1/(1 +rt), the derivative R} () of the third term
R, () in (50) tends to O for t — co, whence R’(¢) has a limit Ry, for r — oo.

Conversely, assume that the tensor-valued function R(#) is given by (50) with R, given
by (51) with a Radon measure T on ]0, oo[ satisfying the inequality (52). Let R, (f) denote
the third term on the right-hand side of (50). We shall now prove that R, has a derivative
which is a tensor-valued Bernstein function. Let 2 > 0,

_ _ a—Thya—rt
Ra(t +h) —Ro®) _ / U=e Tl ran (57)
10,00[

h h

—rt

The function re™" is integrable with respect to the measure (v, T(dr)v) on account of the
inequalities (52) and e™ < 1/(1 + x), x > 0. The inequality

l—e™“<x, Vx>0

implies that the integrand of (57) is also integrable with respect to the measure (v, T(dr)v).
By the Lebesgue Dominated Convergence Theorem the left-hand side of (57) tends to

d({v, Ry(?)v)

= re " (v, M(dr)v)
dr /Joml

which is a CM function by the Bernstein theorem. Consequently R, is a Bernstein func-
tion. |

R; and R, denote the instantaneous and relaxed dielectric permittivity, respectively. Note
that R has a finite limit at infinity if and only if f]o_oo[ |T(dr)| < o0 and Ry, = 0.

Theorem 4.2 [f A : R, — My is LICM and
A(t;))>0 (58)

for some t > 0, then there is a unique tensor-valued function R satisfying (15).
R: Ry — Mg is a tensor-valued Bernstein function satisfying the equations

R(t) =Ro+Ri(®), >0 (59)

limR(r) =Ry >0, lim R;(1)=0, >0 (60)

Ri(t) = / [1—e™]T@dn) (61)
10,00[

where T is a positive tensor-valued Radon measure satisfying (52).
If Ao :=1lim,_o A(t) > 0, then lim,_oR(t) = A"

Proof Since A € 9 the Laplace transform A (p) exists for p € C_.
By the Bernstein theorem A is the Laplace transform of a positive tensor-valued Radon
measure M. Consequently A is the Stieltjes transform of M [66] and

pA(p) = / P Mdr) 62)
0,00 P+ T
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In particular v’ pi\( p)v > 0. The integrand of (62) is an increasing function of p € R, and
the measure M is positive, hence v’ p[\( p)v is a non-decreasing function of p e R...

We now prove that the matrix A( p) is invertible for p € C_.

Suppose that v p,A(p,)v = 0 for some p, > 0 and v € C¢. The Radon measure
m = v'Mv is positive, hence (62) implies that the function g(r) := p,/(r + p,) vanishes
almost everywhere on [0, oo[ with respect to the measure m. The function g is everywhere
positive, hence m([a, b]) = 0 for every segment [a, b] and v' A(¢;)v = 0, contrary to the
assumption (58).

Assume now that vi A (p,)v = 0 for some p, € C_, Im p, # 0. Since Im[p,/(p2+7)] =
rIm py/|ps +r|* > 0 for Im p, > 0 and Im[ p>/(p, +r)] < O for Im p, < 0, it follows again
from (58) that m([a, b]) = O for every b > a > 0, which in turn implies that v A(t;)v =0
in contradiction with (62). This concludes the proof of invertibility of the operator p]\( p)
forpeC_.

Let w,(p), n =1,...,d, be the eigenvalues of the operator p[\(p). Since p[\(p) is
real, positive and non-decreasing on ]0, oo[, the eigenvalues u,(p) are real and positive.
We shall assume that ©,(p), p € R,, are arranged in the increasing order, with account
of their multiplicities. It is shown in Appendix A that u, are non-decreasing functions of
p € 10, oo[. Consequently, the eigenvalues 1/u,(p), 1 <n <d, of the inverse matrix

. —1

F(p)i=[pA(p)] (63)

are positive and non-increasing on ]0, co[. Hence limsup,,_, ., 1/p4,(p) < 00,1 <n <d,and

limsup,,_, ., IF(p)| < co. Furthermore, the tensor-valued function F(p) is real on ]0, co[ and
analytic on C_. By Theorem 3.13 (I) the limit lim,_, o, F(p) =: A exists.

Let e,, 1 <n <d, denote a base of unit eigenvectors of F(p) at a fixed p, where e,

is the eigenvector corresponding to the eigenvalue w,(p). Expanding the vector v in the
eigenvector base

d
V= E cp€,
n=1

we obtain

ImA,
Im[pviF(p)v] = Z|n| |‘; (()fz) (64)

where X, (p) = u,(p)/p is an eigenvalue of the matrix A(p) By Theorem 3.13 (iv)
Im[VTA(p)v] < 0 for every v € C¢. Hence Im A, (p) < 0 and Im[pv'F(p)v] > 0. By the
second part of Theorem 3.13

F(p) :A+/ e PIK(t) dt
0
where K is LICM, and lim,,_, o, E(p) =0.By (19)
- 1 _
R(p) = > [A+K(p)]

and

R(t)=A+Ri(t), t>0
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with Ry(¢) := for K(s)ds. The functions R; and R are Bernstein functions. Equation (61)
follows from Lemma 4.1. Equation (60), follows from (60),.
The last statement follows from the identity

Ao= lim pA(p) = Jlim, [PR(p)I™' =Ry O

In an isotropic polarizable medium A (¢) = A(t)l, N(¢) = n()l, Q(t) = g (¢)I, R(t) = E()]
and

AxE =t (65)

S (66)

fort > 0. If A, N are CM, then the functions A, n are CM. By a theorem in [29] the functions
q, €& : R, — R are non-negative and their derivatives are CM.

Theorem 4.3 If R € B, R'(t;) > 0 for some t, > 0 and Ry := lim,_,o R(¢) has an inverse,
then (15) has a unique solution A, A is LICM and lim;_g A(t) = Ral.

Proof Since R € M, Theorem 3.13 (iv) implies that Im[v' pR(p)v] < 0 for every v e C?

and p € C*. By Theorem 3.13 p?R(p) is analytic on C_. Repeating an argument used in the

proof of Theorem 4.2, p?>R(p) is invertible for all p € C_. In view of (19) A( p) is analytic

on C_. All the eigenvalues of the matrix R(p), p > 0, are non-negative by Theorem 3.13 (ii)

and (vi). For all p > 0 the matrix A (p) is symmetric and therefore also positive semidefinite.
By Theorem 3.13 (v)

Im(v'pR(p)IVI _

1 oA =— —
m[vpAc] Vi pR(p)V

Furthermore, R € 8 implies that R(#) > Ry and therefore
- o0
PR =p’ / e P'R(1)dr > pRy
0

Let A, (p), e,(p) be an eigenvalue and the corresponding unit eigenvector of p*R(p). The
smallest eigenvalue p of Ry is positive, hence

M (p) > pe,(p) Roe,(p) > pp

and 4,(p)~! < p~'p~! — 0. The eigenvalues of A(p) = [p*R(p)]~"! are A,(p)~', n =
p—00

I,...,d, hence lim,_, [\(p) = 0. Hence, using Theorem 3.13, A is LICM.
Finally

—1
Ao =lim A(r) = lim [p[\(p)] :|:1im pﬁ(p)] =R;' O
t—0 p—>00 p—>00

Material response of a real dielectric medium is usually represented in terms of the com-
plex permittivity E(w).

Corollary 4.4 If the function A : 10, co[ — My is LICM, then
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(i) the complex dielectric permittivity E(w) = F~{/(—iw) is analytic in the complex plane cut
along the negative imaginary axis;
(ii) on the positive imaginary axis E(w) is real positive semi-definite and tends to zero as
|| — 005
(iii) ImE(w) >0 for Rew > 0.

Proof Under the hypotheses of the corollary R" € 9t. The statements (i) and (ii) of the
corollary thus follow from Theorem 3.13 (i) and (ii). (iii) follows from Theorem 3.13 (v)
combined with the identity E(w) = E(—w). O

Since v'R(t)v is non-decreasing and non-negative for every v € R?, the existence of
the limit Ry is granted. Ry however may not be invertible. If Ry is invertible, then Ag :=
lim,_o A(t) =R, L If A 1 10, 0o — Mg is an arbitrary tensor-valued LICM function, then
the existence of the limit Ay =lim,_,o; A(¢) is not granted. It is easy to show that (i) Ry =0
if and only if the largest eigenvalue of A(¢) is unbounded for t — 0+; (ii) Ry is invertible if
and only if all the eigenvalues of A(¢) are bounded in a neighborhood of 0.

The function R has the properties of the viscoelastic creep compliance. In particular it
is a non-decreasing function, either bounded or unbounded. In physical terms the dielectric
polarization tends to increase as an increasing proportion of dipoles tends to adjust to those
already polarized by the external field.

If R is bounded, then for every vector w € R? the function w' R(-)w is non-decreasing
and bounded hence it has a finite limit f (w). Consequently

2w/ R(H)Wa = (W; + W) "R(#)(W; + W) — W] R()w; — w, R(t)w>

has a finite limit at oo and therefore R has a finite limit R, at infinity. Since Ry, > Rg, Ry > 0
implies that Ry, > 0. From these inequalities the inequalities for the complex permittivity at
high and low frequencies follow. Assume for definiteness that Ry, exists.

E, := lim E(w) = lim [PR(P)] =R

Ew = lim E(w) = lim [pR(p)] =Ro
w—00 p—00
by an Abelian theorem [66], and therefore
Ew <Es (67)

where the subscript “s” stands for “static”.

The dielectric after-response of a finite isotropic homogeneous sample can be expressed
in terms of the function ¢(t). If the electric field E is kept at a fixed value for a sufficiently
long period and then instantaneously switched off, then the polarization vector of the sample
decays according to the law:

P(t) = ¢(0)P(0) (68)

The function ¢ satisfies the constraint ¢(0) = 1 and therefore it satisfies the inequalities
0<@()<1.Let®(t) =1 — ¢(t). The dielectric response can be expressed in the form

D(t) = eoE(t) + P(t) = e E(t) + A, /00 @ (s)E(1 — s)ds (69)
0
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where A, = &, — € [54] and R(#) = A, @ (¢)I. Since @ (0) =0, (69) can also be expressed
in the following form

o0
D(t) = e E(t) + [&s — sw]/ & (5)E(t — s)ds (70)
0
The following theorem follows easily from the definition of Bernstein functions:

Theorem 4.5 If f e M and 0 < f(t) <1 fort > 0, then the function g defined on [0, oo[
by the equations g(t) :=1— f(t),t > 0 and g(0) =1 — f(0+) is a Bernstein function.

Consequently @ (and therefore also R) is a Bernstein functionif ¢ € M and 0 < ¢(r) < 1.
As an example, ¢ can be the stretched exponential function ¢(t) =e~¢ D 50,0<a<1
[18, 57].

4.2 Inversion of Passive Material Response Functions

The fundamental solution R, of (49) is given by the equation in the distributions sense on R
A@) xR (1) =68(2)l (71)

If a solution R of (49) exists, then R, = D?R is the second-order derivative of R in the
distributions sense.

If the function A is CPD (in particular, if the convolution operator Ax is passive), then
the Laplace transform A exists and (71) for a tempered distribution R; is equivalent to the
algebraic equation

A(p)Ra(p) =1 (72)
Assume that A is passive and det A(p) #0 for Re p > 0. It follows that
ReRa(p) = Ra(p)' [ReA(p) | Ra(p) 2 0
hence the convolution operator Ry is passive and
Ry (1) = 8§(1)W + DS (1)A + K(r) + 8" (1) [K(0) — K(?)]
where
K(t) = / e“'M(dw)
is CPD, M is a finite Borel measure, W' = —W, A = AT > 0. Since the function K is contin-
uous, the function L(¢) = fot ds [i K(u) du is well defined.
We are now ready to show that
R(t) =t W+ 6()A 4+ L(r) + K(0) — K(?) (73)
Indeed, for an arbitrary test function v € S(R; V),

(R, D*>v) = Wv(0) 4+ AV/(0) + (L, v) + ([K(0) — K(1)], D*v) = (R,, V)
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Theorem 4.6 The class of distributional solutions of (49) for A € B is given by (73) with
Wi=-W,AT=A>0,KeD, L= ds [, K(u)du.

Note that Re R(iw) = —(1 4+ »?) ReK(iw) /w? < 0.
4.3 Inversion of Positive Definite Material Response Functions
If A is CPD, then the second-order distributional derivative D?R is CPD and, by Bochner’s

theorem, there is a positive Radon tensor-valued measure H with the support contained in
[0, oo[, such that

D*R(t) = / ¢ H(dw) = AH + Rs(7) (74)
where AH :=H({0}) > 0 and
R;(7) :==2Re / " H(dw) (75)
10,00[

Hence, for t > 0,

1 .
DR(t) = B+tAH+2Re/ —e“"H(dw)

10,00[ 1w
i t i t
:B—f—tAH—i—f sin(e )H(da)):B+/ SIN@D | do)
10,00f @ [0,00f @
o0 . t
=B+/ Sy (do) (76)
e @

where H; (/) = H(U{) /2 for every Borel subset of R not containing 0, and H, ({0}) = H({0}).
This observation suggests the following form of the response function R:

1 — cos(wt)

> Hdw), >0 an

mo=A+m+/

[0,00[ w
where A= AT, B=BT > 0. (76) is a generalization of Axiom (A;) in [60]. Note that (49)
implies that A # 0. If the total variation |H| ([0, co[) of H is finite, then DR(¢) = §(#)A+R, (¢)
and B =1im,_, o4 R (¢). Ry is locally integrable if f[o,oo[ [H|(dw)/(1 + »?) < oo [58].

The tensor A is the dielectric constant. The tensor B plays the role of the Newtonian
viscosity tensor in viscoelasticity. The inverse of A(t) = §(¢)B is ¢,.B.

If B =0, then the right-hand side of (77) can be extended to a negative definite tensor-
valued function R, : R \ {0} - M:

1 — cos(wt)

D Hedo) (78)

Re(1) =A+t20+/

10,00[ w

where C > 0 and H is a Radon measure on Ry satisfying the inequality

/ M[l —cos(wt)] < o0
10,00 @

and C = H({0}). The function R, is negative definite function on R [2] and the right-hand
side of (78) is similar to the Lévy-Khinchin representation of a real continuous negative
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definite function [2, 22]. In the theory of convolution semigroups negative definite functions
play the same role with respect to the positive definite functions as the Bernstein functions
do with respect to the CM functions.

If the total variation |H|([0, co[) of the Radon measure H is finite, then the dielectric
response function is the distributional derivative of R

sin(wt)

DR(t):(S(t)A—i—G(t)B—i—/ Hdw), t>0 (79)

[000f @
The second-order distributional derivative is given by the formula
D?R(1) = D&)A+ 8(1)B + / cos(wt)H(dw) (80)
[0,00[
Note that DSA is positive definite (or, equivalently, semi-passive):

1

/ ¢(1) ADG (1) dr = = [p(1) A ()]~ =0

|

5 Application to Empirical Dielectric Response Functions
5.1 Introduction

Viscoelastic creep compliances of real media are without exception Bernstein functions.
Dielectric functions of dipolar dielectric media have the same property. On the other hand
Lorentz-dispersive dielectric functions have a non-monotone oscillatory behavior attribut-
able to molecular inertia [9, 10, 54]. Lorentz dispersion is however consistent with passivity
and therefore also with positive definiteness of dielectric relaxation functions. The effects
of molecular inertia are usually ignored in statistical models of viscoelastic relaxation in
polymers, based on the Smoluchowski equation [4, 14].

There is no convincing general argument in support of positivity of the relaxation spec-
trum, although some ad hoc statistical arguments in favor of specific models have been
advanced [49, 64, 65]. On the other hand statistical physics provides a fairly general ex-
planation of the positive definite property of A. According to the fluctuation-dissipation
theorem [42] the relaxation kernel is proportional to an auto-correlation function. If the
auto-correlation function can be expressed in terms of time averaging and if it is addition-
ally a continuous function, then it is a positive definite function ([19], Chap. 19). An example
of the fluctuation-dissipation formula in dielectric relaxation theory is the following relation
for the dipole moment m [10, 54]:

m(t) = A)E(t) +[ A()E(t — 5)ds (81)
0

with Ay, — A(s) > 0, where Ay, :=lim,_, o, A(s). Statistical arguments yield the after-effect
function

B(s) :=Ax —A(s) = %LTCm(S), s>0 (82)

where T denotes the absolute temperature, k is the Boltzmann constant and Cy, is the auto-
correlation function

Cu(s) := lim 2%/ m(z +s) @ m(z) dt (83)
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The integral in the above equation is positive definite and hence the limit is also positive
definite.

In the following subsections we give a few examples of phenomenological models of di-
electric relaxation functions which are either monotone or oscillatory and fit into one of the
formulations given above. A general dielectric loss exhibits several peaks (the o peak, pos-
sibly a § peak, and the phonon peak) [47]. Each of these peaks is attributable to a different
molecular relaxation mechanism and lies in a different frequency range. The dielectric sus-
ceptibility is obtained by summing the component dielectric susceptibilities associated with
different molecular relaxation mechanisms. The explicit models discussed below represent
the contributions of a single relaxation mechanism to the total relaxation spectrum and the
corresponding dielectric loss functions exhibit a single peak. The peaks of the dielectric loss
are however broadened with respect to the Debye model, which indicates that more than one
relaxation time is involved.

5.2 Dielectric Media with Positive Relaxation Spectra

In the Cole-Cole model the complex dielectric function has the following form

~ 3 1 — 1 (&g — o
gcc(p):Lp):S_er_SSig%:ﬁ__% (84)
p p pl+pw* p p 1+((pn)
where 0 <« <1 and g, > &, in accordance with (67). The time-domain dielectric relaxation
function can be expressed in terms of the Mittag-Leffler function

o n

L Z
Eo(z) = Z:(‘j FantD (85)

[15]. Applying the integral representation

o) . pa—l
p —at® —
/0 e P Eq ( at)dt—a+pa (86)
[52] to (84), it is easily shown that
Ecc(t) = £00(1) 4 (&5 — £00) [1 — Eq (—(1/70)*)] 6(2) (87)

The Mittag-Leffler function in the second term is completely monotone [55] and bounded
by 1, hence Ecc is a Bernstein function. Since E|(z) = €%, the limit « = 1 corresponds to
the Debye relaxation.

The same result can be obtained by applying Theorem 3.13. Let p =re', 0 < ¢ < 7.
Since

_ (x| p)* sin(a@)en
2
1+ (zop)«|
the derivative £/ of Ecc is completely monotone. Since Ecc is also non-negative, it is a

Bernstein function.
From (19)

<

Im[pécc(p)] =

A LN LR 88
CC(P)—S_S[;+( - )m] (88)
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where

Am1-E2 (89)
Eg

satisfies the inequalities 0 < A < 1. In the time domain

1 1—A @
Acc(t) = — [1 + -2k, (— (ril) )] 6(1) (90)

with 7; := AY/%g,, which is a completely monotone function [55]. The function Ecc(¢) is a
Bernstein function.

The Havriliak-Negami relaxation is a generalization of the Cole-Cole relaxation and it is
used to account for the asymmetry of the o peak in glass-forming materials:

5 E(p) o 1 & —éx
I3 ==y "= 91
() p p pll+(pro)l ob

Let p=re®, r > 0,0 < ¢ < m. For r — oo the right-hand side of Im[pg(p)] is asymp-
totically equal to —sin(aB¢)/(r75)*?. Hence for af > 1 the function £ is not completely
monotone and £ is not a Bernstein function.

For B =1 the Havriliak-Negami relaxation reduces to the Cole-Cole model, while for
o =1 it is known as the Cole-Davidson model [11]. The latter is often used to represent
the asymmetric o peak in glass-forming materials, in contrast to the Cole-Cole relaxation
modeling symmetric non-Debye peaks of the imaginary part of the complex dielectric per-
mittivity.

The Havriliak-Negami relaxation function &gy can be expressed in terms of the Prab-
hakar generalized Mittag-Leffler function [53]

Y P . F(]/ +I’l) n
Eaple)i= 2:(; rOH(an+ pn! ©2)

for Rea > 0, Re 8 > 0 (Appendix B). Applying the identity (132) to (91) yields an explicit
expression for the Havriliak-Negami relaxation:

Enn(t) = {eoo (6 — £00) [1 — (/)P EL s (— (L) )“90) 93)
| -

The function f(¢) := 55,1 (—1*) is completely monotone if 0 <o < 1,0 < 8 < 1. Indeed,
the Laplace transform f of f is

I =T or

Hence Im[p f(p)] = Im[1 + r—*¢®?1? /|1 4+ p=¥|*, where p = re’®. In the upper half C,.
of the principal Riemann sheet of the complex p-plane 0 < ¢ < 7. Since 0 <« < 1, the
complex number z := r~*e®? as well as 1 + z lies in C,. Hence (1 + z)f € C,, and
Im[p f(p)] > 0. Consequently f is CM under the restrictions on «, 8 assumed above. Since
E 5,1 (0) =1, the function 1 — E 5.1 (—(t/79)*) is nonnegative and its derivative is completely
monotone. This completes the proof that Eyy is a Bernstein function if 0 < o, 8 <1 and its
counterpart Ayy is completely monotone.
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The relaxation models of Cole-Cole, Cole-Davidson and Havriliak-Negami are distin-
guishable by inspection of their Cole-Cole plots. The Cole-Davidson relaxation differs from
the Cole-Cole and Havriliak-Negami by an exponential decay. In fact, for each of these
relaxation models the relaxation function can be expressed in terms of a complex contour
integral along a Hankel loop H encircling the cut on the negative real axis and hence to the
Laplace transform of the jump of the complex permittivity on the cut:

5(:):% / me@e™) g, (94)
0

r

In contrast to the Cole-Cole and Havriliak-Negami models the cut for the Cole-Davidson
model starts at —1 /7y which implies that the lower limit of integration in (94) can be shifted
to 1/7p. It follows immediately that the Cole-Davidson relaxation Ecp decays faster that
e~'/™_ On the other hand the algebraic decay rates of the Cole-Cole and Havriliak-Negami
models can be obtained from the behavior of the complex dielectric permittivity at low
frequency by applying the Karamata Abelian theorems [13, 66].

Dielectric response functions can also be expressed in terms of the Fox function in both
time and frequency domain [35].

The Kohlrausch-Watts-Williams (KW W) relaxation function, also known as the stretched
exponential,

A(t) = Agww (1) := b0 ()e” /™" 95)

79, b > 0, was originally introduced by Williams and Watts for the phenomenological de-
scription of dielectric relaxation in [67, 68], cf. [12] for more recent references. While most
phenomenological models of the dielectric response are primarily expressed in the frequency
domain, the KWW response is an exception. Its Laplace transform is a rather complicated
expression involving the hypergeometric functions, except for @ = 1/2, in which case

1/(4p) /2 _ 172

A= P
The KWW response function is completely monotone if 0 < « < 1. Indeed, the function
e~/ is the Laplace transform of a Lévy stable one-sided probability density p, [48]

o0
Agww () = To/ Pa(rro)e"dr, >0 o7
0

and hence the Bernstein theorem implies that Agww is a CM function. The behavior of
Axww for small ¢ is similar to Acc. For large r the KWW relaxation function has an al-
most exponential decay, as opposed to the algebraic decay of its Cole-Cole counterpart. The
Fourier transform of the KWW relaxation function is often used as an alternative model of
the asymmetric o peak in glass-forming materials [37].

For oo > 1 the stretched exponential is no longer a completely monotone function. For 0 <
o <2 the stretched exponential is a CPD function. For « = 2 this follows from the Bochner
theorem. For 1 < o < 2 the function |x|* is a negative definite function and the stretched
exponential is CPD by a theorem of Schoenberg (a proof can be found in Appendix D). For
o > 2 the stretched exponential is not a CPD function.

It is also worth noting that f(z) :=1 — exp(—(¢/7)%), t > 0, is a Bernstein function for
0 <a <1.Indeed, f(t)>0and f'(t) = a(t/7t)* " exp(—(t/7)%) is the product of two CM
functions, hence it is CM.
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A detailed investigation of the properties of the stretched exponential can be found
in [1, 36].
A related example is the generalized Bordewijk model [5]

A(t) = Ap(t) := be /M =1/0" (98)

with b, 1y, 7y > 0. The function Ag can be expressed in terms of the «-stable Lévy proba-
bility density p,

[0.9]

A (1) = 7o / Pal(r — 1/z)0)e ™" dr (99)
/7

which demonstrates that it is also completely monotone for 0 <« < 1.

5.3 Anisotropic Dielectric Response Functions with Positive Relaxation Spectrum

The simplest anisotropic relaxation models of dielectric relaxation can be constructed by
superposing scalar relaxations:

3
INOEDIHOL (100)
k=1
3
R() =) ex(DPy (101)
k=1

where P, are constant projection operators on R3, P,P; =0 if k # 1, P,% =Py, Z;;l P =1
and Ay xep(t) =11, k=1,2,3. A (R) is CM (BF, respectively) if and only if the functions Aj
(&x, respectively) are CM. The theory developed in Sects. 3.3 and 4 allows for more general
CM (BF) anisotropic functions A (R, respectively), as demonstrated by an example in [32].

5.4 Dielectric Response with Non-positive Relaxation Spectra (Lorentz-Dispersive
Dielectric Media)

Inertial effects associated with molecule rotation play an important role in metals and ionic
crystals. They are accounted for in the following generalization of the Van Vleck-Weisskopf-
Frohlich model [54]

EW)=Ala— f®]0@®), wny>0 (102)

f(@) =e " cos(ut), A>0,a > 1 (in the Van Vleck-Weisskopf-Frohlich model a = 1).
The function £ is negative definite (Theorem C.1). The Laplace transform of £ is

ﬁ_ﬁiy]
p (p+y)+u?

Equation (41) is satisfied if y > 0. Since

Ep)= [

Miw) = =1/ [0*E ()]
it is easy to see from Theorem 3.6 that A € ®. £ is a Bernstein function if a > 1 and u =0.
If © =0, then

> ptvy
A = 103
P = l@=—Dp+ar] (19
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Hence Re i(iw) = y/[(a — 1)2w? + gzyz] > 0 for all ® € R, in accordance with (41) and
with Theorem 3.6 (ii). If a # 1, then A(iw) — 0.
In particular, if a = 1 then

E)y=1—-¢e", y>0
1 1

Ap)=—+~
Yy P

Al = %6(z)+9<r>

The Drude-Lorentz complex permittivity is in the simplest case given by the formula

a

_ 104
b+1ip*+1p (104)

e(p) =g+

with a, b, g9 > 0. Since Re[pe(p)] > 0 forRe p > 0, D?R is CPD and R is negative definite.

6 Energy Density Functionals Based on Spectral Properties of the Dielectric and
Magnetic Response Functions

6.1 The Energy Functional

We shall attempt to define the energy density functional U of the electromagnetic field
interacting with matter in such a way that the constitutive equations imply the inequality

W>U (103)

where W is the electromagnetic power, defined in Sect. 2. The difference D := W — U is
identified as the energy dissipation rate.

We note here that an alternative choice of the electromagnetic energy density functional,
such as

1
U =2 4 B2
2 280

[51] with the energy flux density
S =¢)[E x H]
is not appropriate for our approach because
U +divS, = —E' -Jo=_ET.J—ET . boud

involves the displacement current Jveund which is not a controllable variable.

We shall give rigorous derivations of two different energy density functionals. The first
one (Sect. 6.2) leads to a total energy which is strictly dissipated, while the second one
(Sect. 6.3) is such that the total energy is a constant of motion.

By isolating the energy density from the energy-momentum density we have implicitly
committed ourselves to a fixed reference frame. This frame can be thought of as the rest
frame of the material medium. The theory is however implicitly non-relativistic for yet an-
other reason: the constitutive equations involve convolution in the time variable only.
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6.2 A Dissipative Energy Density and a Dissipation Rate Functional

It is well-known that given a linear constitutive equations of a dispersive medium, (105) does
not determine a unique energy density functional [6, 44]. A special energy density functional
can however be associated with the LICM class of response functions A, N. According to
the Bernstein theorem there are two non-decreasing tensor-valued functions €2, P such that

A@) = / e 1Q(dg) (106)
[0,00[

N(7) = / e 1P (dg) (107)
[0,00[

Since the matrices A(t), N(¢) are symmetric for ¢ > 0, the theorem about the inversion of
the Laplace-Stieltjes transform [66] implies that the matrices Q2 (§), P(¢) are symmetric for
all £ > 0. We shall define two auxiliary fields

y(1, &) = / e =9P(s) ds (108)
z(t,€) = / e SIB(s) ds (109)
so that, in view of (106, 107),
E() = / Q) £) (110)
[0,00[
H() = /[0 P@(.) )
The auxiliary fields y, z satisfy the differential equations
dy .
E+Ey(t,€) =D() (112)
dz .
s +&z(t,8) =B() (113)

The energy density functional Uy, is defined by the formula
Up(t) = % /[o,oo[ [y, £)'Qde)y(, &) + 2(t, £)'P(d)z(1, §)] (114)
The rate of the energy density
Up(1) = /{Om[ [v.0 (2, )T QUdE)Y(, &) +2,(1,8)'P(dE)z(t, §)]
=E'D+H'B-D(r)

where the intrinsic dissipation rate D defined by the formula
D(1):= f E[y(.©)'QdE)y (1. §) +2(1.§)'P(d§)z(r, £)] 2 0 (115)
[0,00[
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represents the dissipation associated with the dispersive properties of the dielectric medium.
On account of the Poynting identity

U=divExH) —-D—-J'E, D>0 (116)
6.3 A Conserved Energy Density Functional for Positive Definite Response Functions

We shall show that in the absence of electric current and external energy sources the
Maxwell equations of motion have an integral of motion which can be interpreted as an
energy [58]. The appropriate energy density functional will be derived from the Fourier in-
tegral representation of A. In contrast to the Laplace-Stieltjes representation, which applies
only to LICM D-to-E kernels, the Fourier representation remains valid in the dielectric me-
dia with a bounded response function A in the CPD class. In particular, a bounded LICM
function is CPD and satisfies the Bochner theorem. This means that an arbitrary dielec-
tric which is a perfect insulator admits a conserved energy. With an appropriate choice of
canonical variables this energy becomes a Hamiltonian with respect to a canonical Poisson
bracket, but we shall not pursue this subject here.

The CPD kernels A(r) and N(¢) are real tensor-valued and therefore they can be ex-
pressed as the real parts of one-sided Fourier integrals of positive definite tensor-valued
Radon measures S, T:

A7) :Re/ e¢'S(do)
[0,00[

N(t) :Re/ eIT(d?)
[0,00[

Define the energy density functional Uc by the formula

1
Uc(t) := 3 / [u(z, )'SA)u(, &) + v(t, £) TV, §)] (117)
[0,00[
where the auxiliary fields
t
u(,g) = [ e<=ID(s) ds (118)
t . .
v(t,¢) = / e IB(s)ds (119)
satisfy the ordinary differential equations
u+icu=D (120)
v+icv=B (121)
It is easy to see that
dU, : .
d—lC =E'D+H'B=div(ExH) —J'E (122)

Note that there is no intrinsic dissipation associated with this notion of energy density. The
real part ug and the imaginary part u; of u satisfy the equations

Wi + 2ug =D (123)
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iy + C2u = —¢D (124)

which shows that the auxiliary fields represent a one-parameter family of field-driven oscil-
lators.

A conserved viscoelastic energy functional is considered in [31]. It is shown that the
dissipated energy resides in a continuum of oscillators driven by the strain rate. A similar
result was obtained for dielectrics by Tip [60] by a different argument. In [60] the oscillators
are interpreted as representing the energy of matter interacting with the pure electromagnetic
field. The rate of the energy density can be decomposed into two terms

Wo _ 4% , g7p s wa,m
dr dt
where Uy := (1/2)(ETRoE + H" QyH) by splitting the electric displacement field and mag-
netic induction field into the free space fields, polarization and magnetization,

D =RE+P (125)
B =QyH+M) (126)

where Ry = R(0), Qy = Q(0) [59]. Uy can be interpreted as the energy density of the pure
electromagnetic field. Existence of a conserved total energy implies that the sum of the
second and third term on the right-hand side represents the rate of the energy of the matter
subsystem.

A fairly straightforward derivation of the conserved energy can be found in [25]. It is
based on a different assumption and is not sufficiently rigorous. An important contribution
of [25] is showing that the energy U, of the pure field may propagate at superluminal speed.

Stallinga extended Tip’s method to energy-momentum conservation in [59]. Notwith-
standing the extension to energy-momentum conservation, Stallinga’s theory remains non-
relativistic because the constitutive equations are formulated in terms of time convolutions.

7 Conclusions

Dissipative properties of dielectric relaxation can be ensured by assuming that the dielectric
response functions have some particular spectral properties. These assumptions are neces-
sarily much stronger than positive semi-definiteness of the dielectric loss. It has been shown
that in the case of Lorentz dispersion the dielectric response function is negative definite.
A narrower class of admissible response functions is obtained from the assumption that the
D-to-E constitutive relation is a passive system. Dipolar dielectrics have a non-negative re-
laxation spectrum and therefore the corresponding dielectric relaxation functions belong to
the class of Bernstein functions, which is a proper subset of the class of negative definite
functions. A relation between the D-to-E constitutive equation and the more familiar E-to-
D constitutive equation is established. It is shown that empirical and theoretical models of
dielectric response are consistent with the proposed theoretical framework.

All the three classes of dielectric response are compatible with the existence of a con-
served energy. The expression for the conserved energy obtained here is general and rigor-
ous, as opposed to the Brillouin energy [8, 44]. LICM response functions additionally admit
an energy that decays monotonely in a closed system.

Acknowledgements The authors are indebted to the reviewers for their comments and for pointing out the
paper of Hilfer (2002).
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Appendix A: Two Lemmas Needed in the Proof of Theorem 4.2
LemmaA.l If f,g:U — Rand f(x) < g(x) forall in U C R then

sup f(x) < supg(x) (127)
U U

igff(x) < irl}fg(X) (128)

Proof If the supremum of f is reached at xo € U then sup f(x) = f(xp) < g(xo) < g(x),
else there is a sequence x,, € U such that

sup f(x) < f(xa) +1/n < g(x,) +1/n <supg(x) +1/n
for all n € Z,., which proves (127).

For the infimum we have inf f(x) < f(xo) < g(xo) = infg(x) if g(x) reaches its mini-
mum at xy € U and

inf f(x) = 1/n < f(x,) = 1/n < g(x,) — 1/n < infg(x)
otherwise. This proves (128). ]
Lemma A.2 The eigenvalues ., of p[\( p) are non-decreasing functions of p € 10, col.
Proof Let 0 < p; < p,. For every v e C¢
VipIA(p)Y <V P A(pa)v
hence, by the Courant-Fischer formula,

n(p) = sup i;lr;f 5 (v, pA(p)v) (129)

dimV=nVE

[43] and Lemma A.1, p,(p1) < i, (p2), which proves that u, is a non-decreasing function
of p. O
Appendix B: The Prabhakar Mittag-Leffler Function and its Laplace Transform

Let «, B > 0. Substituting the series representation of the Prabhakar generalized Mittag-
Leffler function in the Laplace transformation yields the identity

* pe o s Ty +n) !
/0 e PP lEg,ﬂ (at®) dt = ﬂz o (p"‘) (130)
On the other hand
B = I'(l-y F(y+n)
Y — n
(1+2) —;7”1_ ol Z( R TR (131)
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Comparison of (130) and (131) yields the Laplace transform

% 1
“PPNEY (@) di=pP—— 132
/0 e w.p (@t®) P (I —ap—y (132)

Equation (132) holds for Rex > 0, Re 8 > 0.

Appendix C: Positive Definite and Negative Definite Functions

A function f : R — M is positive definite if

N
> fe—x) ¥ =0

k=1

forall NeZ,,allxy, e Randall y, €eC,1 <k <N.
A function g : R — M is negative definite if

N
Y fa =)V <0

k=1

forall N € Z,, all xy e Rand all y; € C, 1 <k < N, such that Y_}_, y, =0.

Both definitions can be extended to Abelian groups with involution (x — —x is the invo-
lution in R in the definition given above). Taking the involution to be the identity, the posi-
tive definite functions and the negative definite functions become the completely monotone
functions and the Bernstein functions respectively under some provisions.

Theorem 4.5 has a counterpart in the class of negative and positive definite functions [3]:

Theorem C.1 [f the function f is PD and f(t) < a, then a — f(t) is negative definite.

Theorem C.1 is a trivial generalization of Corollary 7.7 in [3].
A real-valued negative definite function g bounded from below has the Lévy-Khinchin
integral representation:

g(x):g(0)+ax2+/ [1 = cos(xy)]m(dy) (133)
10,00[

where a > 0 and the Lévy measure m is a positive measure on R satisfying the inequality
/ [1 —cos(xy)]m(dy) < 00
10,00[
[2,22]. Equation (133) follows from Theorem 4.3.19 in [2]. In terms of the measure p(dy) =
y?m(dy), with 1 ({0}) = 2a, we have

1—
e =g+ [ wumw

[0,00[

The concept of negative definite functions and the representation (133) can be extended
to matrix- and tensor-valued functions by the usual argument.
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Let F: R — M be a continuous causal positive definite function. Let

__|F(s), s>0
Gls) = {F(—s)*, s <0 (134)
Equation (33) is equivalent to
/Oo Uoc v()'G(s)v(t —s) ds] dr>0 (135)

Appendix D: Proof of a Theorem on the Stretched Exponential
It is easy to see that x? is a negative definite function on R. Consequently x — exp(—ax?)

is positive definite on R and x — 1 — exp(—ax?) is negative definite on R for every a > 0.
The measure m(da) := a~'~*/?da satisfies the inequality

/ a m(da) < 00
000 1 +a

hence the integral in

o _ (22 @ i o —ax?
X% = (x?) _2F(1—a/2)/0 (1 ¢ )m(da)

is well-defined and is negative definite on R for 0 < o < 2. Consequently x — ¢~ is
positive definite on R and, therefore, the function x — A(x)e™™" is positive definite if 0 <
a<2.

References

1. Anderssen, R.S., Husain, S.A., Loy, R.J.: Kohlrausch functions: Properties and applications. ANZIAM
J. E45, C800-C816 (2004)
2. Berg, C., Christensen, J.P.R., Ressel, P.: Harmonic Analysis on Semigroups. Theory of Positive Definite
and Related Functions. Springer, New York (1984)
3. Berg, C., Forst, G.: Potential Theory on Locally Compact Abelian Groups. Springer, Berlin (1975)
4. Bird, R.B., Curtiss, C.F., Armstrong, R.C., Hassager, O.: Dynamics of Polymeric Liquids, 2nd edn.,
vol. 2. Wiley, New York (1987)
5. Bordewijk, P.: Chem. Phys. Lett. 32, 592 (1975)
6. Breuer, S., Onat, E.T.: On recoverable work in linear viscoelasticity. Z. Angew. Math. Phys. 15, 13-21
(1964)
7. Breuer, S., Onat, E.T.: On the determination of free energy in viscoelastic solids. Z. Angew. Math. Phys.
15, 185-191 (1964)
8. Brillouin, L.: Wave Propagation and Group Velocity. Academic Press, San Diego (1960)
9. Coffey, W.T.: Dielectric relaxation: an overview. J. Mol. Liq. 114, 5-25 (2004)
10. Coffey, W.T., Kalmykov, Y.P., Waldron, J.T.: The Langevin Equation, 2nd edn. World-Scientific, Singa-
pore (2004)
11. Davidson, D., Cole, R.: J. Chem. Phys. 9, 1484 (1951)
12. Dieterich, W., Maass, P.: Non-Debye relaxations in disordered ionic solids. Chem. Phys. 284, 439-467
(2002)
13. Doetsch, G.: Einfithrung in Theorie und Anwendung der Laplace Transformation. Birkhduser, Basel
(1958)
14. Doi, M., Edwards, S.F.: The Theory of Polymer Dynamics. Clarendon, Oxford (1986)

@ Springer



302 A. Hanyga, M. Seredyniska

15. Erdélyi, A., Magnus, W., Oberhettinger, F., Tricomi, F.: Higher Transcendental Functions. McGraw-Hill,
New York (1953)

16. Fabrizio, M., Golden, J.M.: Maximum and minimum free energies for a linear viscoelastic material.
Q. Appl. Math. LX, 341-381 (2002)

17. Fabrizio, M., Morro, A.: Mathematical Problems in Linear Viscoelasticity. STAM, Philadelphia (1992)

18. Feldman, Y., Puzenko, A., Ryabov, Y.: Non-Debye dielectric relaxation in complex materials. Chem.
Phys. 284, 139-168 (2002)

19. Feller, W.: Introduction to Probability. Theory and Its Applications. Wiley, New York (1971)

20. Figotin, A., Schenker, J.H.: Spectral theory of time dispersive and dissipative systems. J. Stat. Phys. 118,
199-263 (2005)

21. Figotin, A., Schenker, J.H.: Hamiltonian structure for dispersive and dissipative dynamical systems.
J. Stat. Phys. 128, 969-1056 (2007)

22. Forst, G.: The Lévy-Hincin representation of negative definite functions. Z. Wahrscheinlichkeitstheor.
Verw. Geb. 34, 313-318 (1976)

23. Frohlich, H.: Theory of Dielectrics, 2nd edn. Clarendon, Oxford (1958)

24. Gesztesy, F., Tsekanovskii, E.: On matrix-valued Herglotz functions. Math. Nachr. 218, 61-138 (2000)

25. Glasgow, S., Ware, M., Peatross, J.: Poynting’s theorem and luminal total energy transport in passive
dielectric media. Phys. Rev. E (3) 64, 046,610 (2001)

26. Gripenberg, G., Londen, S.O., Staffans, O.J.: Volterra Integral and Functional Equations. Cambridge
University Press, Cambridge (1990)

27. Hanyga, A.: Well-posedness and regularity for a class of linear thermoviscoelastic materials. Proc. R.
Soc. Lond. A 459, 2281-2296 (2003)

28. Hanyga, A.: Physically acceptable viscoelastic models. In: Hutter, K., Wang, Y. (eds.) Trends in Appli-
cations of Mathematics to Mechanics, pp. 125-136. Shaker, Maastricht (2005)

29. Hanyga, A.: Viscous dissipation and completely monotone stress relaxation functions. Rheol. Acta 44,
614-621 (2005). doi:10.1007/s00397-005-0443-6

30. Hanyga, A.: Fractional-order relaxation laws in non-linear viscoelasticity. Contin. Mech. Thermodyn.
19, 25-36 (2007). doi:10.1007/s00161-007-0042-0

31. Hanyga, A., Seredynska, M.: Hamiltonian and Lagrangian theory of viscoelasticity. Contin. Mech. Ther-
modyn. (2008). doi:10.1007/s00161-007-0065-6

32. Hanyga, A., Seredyriska, M.: Relations between relaxation modulus and creep compliance in anisotropic
linear viscoelasticity. J. Elast. 88, 41-61 (2007)

33. Hanyga, A., Seredyriska, M.: A rigorous construction of maximum recoverable energy. Z. Angew. Math.
Phys. (2007). doi:10.1007/s00033-007-7020-z

34. Havriliak, S., Havriliak, S.J.: Dielectric and Mechanical Relaxation in Materials. Analysis, Interpretation
and Application to Polymers. Hanser, Munich (1997)

35. Hilfer, R.: Analytical representations for relaxation functions of glasses. J. Non-Cryst. Solids 305, 122—
125 (2002)

36. Husain, S.A., Anderssen, R.S.: Modelling the relaxation modulus of linear viscoelasticity using
Kohlrausch functions. J. Non-Newton. Fluid Mech. 125, 159-170 (2005)

37. Jdckle, J.: Rep. Prog. Physics 49, 171 (1986)

38. Jackson, D.J.: Classical Electrodynamics, 3rd edn. Wiley, New York (1999)

39. Jonscher, A.K.: Dielectric Relaxation in Solids. Chelsea, New York (1983)

40. Jonscher, A.K.: Universal Relaxation Law. Chelsea, New York (1996)

41. Konig, H., Meixner, J.: Lineare Systeme und lineare Transformationen. Math. Nachr. 19, 265-322
(1958)

42. Kubo, R., Toda, N., Hashitsune, N.: Statistical Physics II: Nonequilibrium Statistical Physics, 2nd edn.
Springer, Berlin (1991)

43. Lancaster, P.: Theory of Matrices. Academic Press, San Diego (1969)

44. Landau, L.D., Lifshits, E.M.: Pitaevski: Electrodynamics of Continuous Media. Pergamon, Oxford
(1984). Translated from Russian

45. Lu, J.F.,, Hanyga, A.: Wave field simulation for heterogeneous porous media with a singular memory
drag force. J. Comput. Phys. 208, 651-674 (2005). doi:10.1016/j.jcp.2005.03.008

46. Lu, J.F, Hanyga, A.: Wave field simulation for heterogeneous transversely isotropic porous media with
the JKD dynamic permeability. Comput. Mech. 36, 196208 (2005). doi:10.1007/s00466-004-0653-3

47. Lunkenheimer, P., Loidl, A.: Dielectric spectroscopy of glass-forming materials: «-relaxation and excess
wing. Chem. Phys. 284, 205-219 (2002)

48. Mikusifski, J.: On the function whose Laplace transform is exp(—s® ). Stud. Math. 18, 191-198 (1959)

49. Montroll, E.W., Bendler, J.T.: On Lévy (or stable) distributions and the Williams-Watts model of dielec-
tric relaxation. J. Stat. Phys. 34, 129-162 (1984)

@ Springer


http://dx.doi.org/10.1007/s00397-005-0443-6
http://dx.doi.org/10.1007/s00161-007-0042-0
http://dx.doi.org/10.1007/s00161-007-0065-6
http://dx.doi.org/10.1007/s00033-007-7020-z
http://dx.doi.org/10.1016/j.jcp.2005.03.008
http://dx.doi.org/10.1007/s00466-004-0653-3

On a Mathematical Framework for the Constitutive Equations 303

50.

51.

52.
53.

59.
60.
61.

62.
63.

64.

65.

66.
67.

68.

69.

Morrison, PJ., Pfirsch, D.: Dielectric energy versus plasma energy. and Hamiltonian action-angle vari-
ables for the Vlasov equation. Phys. Fluids B 4, 3038-3057 (1992)

Obukhov, Y.N., Hehl, EW.: Electromagnetic energy-momentum and forces in matter. Phys. Lett. A 311,
277-284 (2003)

Podlubny, I.: Fractional Differential Equations. Academic Press, San Diego (1998)

Prabhakar, T.R.: A singular integral equation with a generalized Mittag-Leffler function in the kernel.
Yokohama Math. J. 19, 7-15 (1971)

Scaife, B.K.P.: Principles of Dielectrics, 2nd edn. Oxford University Press, London (1998)

. Schneider, W.R.: Completely monotone generalized Mittag-Leffler functions. Exp. Math. 14, 3-16

(1996)
Schwartz, L.: Théorie des Distributions. Hermann, Paris (1966)

. Schwarzl, F.R., Struik, L.C.E.: Adv. Mol. Relax. Process. 1, 201 (1967)

Staffans, O.J.: Well-posedness and stabilizability of a viscoelastic equation in energy space. Trans. Am.
Math. Soc. 345, 527-575 (1994)

Stallinga, S.: Energy and momentum of light in dielectric media. Phys. Rev. E (3) 73, 026606 (2006)
Tip, A.: Linear absorptive dielectrics. Phys. Rev. A 57, 4818-4841 (1998)

Tip, A.: Hamiltonian formalism for charged-particle systems interacting with absorptive dielectrics.
Phys. Rev. A 69, 013804 (2004)

Truesdell, C.A., Toupin, R.: The Classical Field Theories, vol. ITI/1. Springer, Berlin (1960)
Vladimirov, V.S.: Generalized Functions in Mathematical Physics, 2nd edn. Mir, Moscow (1979)
(in Russian)

Weron, A., Weron, K., Woyczynski, W.A.: Relaxation functions in dipolar materials. J. Stat. Phys. 78,
1027-1038 (1995)

Weron, K., Kotulski, M.: On the Cole-Cole relaxation function and related Mittag-Leffler distribution.
Phys. A 232, 180-188 (1996)

Widder, D.V.: The Laplace Transform. Princeton University Press, Princeton (1946)

Williams, G., Watts, D.C.: Non-symmetrical dielectric relaxation behaviour arising from a simple em-
pirical decay function. Trans. Faraday Soc. 66, 80-85 (1970)

Williams, G., Watts, D.C., Dev, S.B., North, A.M.: Further considerations of non-symmetrical dielectric
relaxation behaviour arising from a simple empirical decay function. Trans. Faraday Soc. 67, 1323-1335
(1971)

Zemanian, A.H.: Realizability Theory for Continuous Linear Systems. Academic Press, San Diego
(1972)

@ Springer



	On a Mathematical Framework for the Constitutive Equations of Anisotropic Dielectric Relaxation
	Abstract
	Notations
	Introduction
	Energy Balance and Constitutive Equations
	Admissible D-to-E Kernels
	A Necessary Condition for Dissipativity
	Passive and Positive Definite Time-Domain Response Functions
	Completely Monotone Time-Domain Response Functions

	E-to-D Constitutive Equations
	Inversion of LICM Material Response Functions
	Inversion of Passive Material Response Functions
	Inversion of Positive Definite Material Response Functions

	Application to Empirical Dielectric Response Functions
	Introduction
	Dielectric Media with Positive Relaxation Spectra
	Anisotropic Dielectric Response Functions with Positive Relaxation Spectrum
	Dielectric Response with Non-positive Relaxation Spectra (Lorentz-Dispersive Dielectric Media)

	Energy Density Functionals Based on Spectral Properties of the Dielectric and Magnetic Response Functions
	The Energy Functional
	A Dissipative Energy Density and a Dissipation Rate Functional
	A Conserved Energy Density Functional for Positive Definite Response Functions

	Conclusions
	Acknowledgements
	Appendix A: Two Lemmas Needed in the Proof of Theorem 4.2
	Appendix B: The Prabhakar Mittag-Leffler Function and its Laplace Transform
	Appendix C: Positive Definite and Negative Definite Functions
	Appendix D: Proof of a Theorem on the Stretched Exponential
	References



<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /Warning
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /Warning
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /Warning
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents for journal articles and eBooks for online presentation. Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.276 841.890]
>> setpagedevice


