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Abstract

We review recent theoretical progress in understanding physical processes of composite effects on enhanced third-order nonlinear
optical responses of various kinds of the recently-proposed nonlinear optical materials, namely, colloidal nanocrystals with inho-
mogeneous metallodielectric particles or a graded-index host, metallic films with inhomogeneous microstructures adjusted by ion
doping or temperature gradient, composites with compositional gradation or graded particles, and magneto-controlled ferrofluid-
based nonlinear optical materials.
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1. Introduction

The field of nonlinear optics traces its beginning to 1961, when a ruby laser was first used to generate the second-
harmonic radiation inside a crystal [1]. Since then, nonlinear optics have become the basis of all the fledgling photonics
technologies, where light works, or even replaces, electrons in applications traditionally carried out by microelectron-
ics. The interaction between lights (electromagnetic fields) and matters is described by the Maxwell equations. The
realization of all-optical switching, modulating and computing devices is an important goal in modern optical tech-
nology. The suitability of a material for these device applications requires a large magnitude of third-order nonlinear
optical susceptibilities. In general, many applications of nonlinear optics that have been demonstrated under controlled
laboratory conditions could become practical for technological uses if such materials were available. Thus, finding
nonlinear optical materials with large nonlinear optical susceptibilities is up to now a challenge [2—10]. Many authors
(e.g., see Refs. [3,4,6,7,9,11]) have devoted themselves to obtaining a large nonlinearity enhancement or optimal figure
of merit (FOM) of bulk composites by taking into account various elements, such as the surface-plasmon resonance
in metal—dielectric composites, structural information, etc. In the present review, the FOM denotes the ratio of a third-
order nonlinear susceptibility to an optical absorption [12]. If there were a larger third-order nonlinear susceptibility
and/or a smaller linear optical absorption under certain conditions, the corresponding FOM should be relatively larger,
thus being attractive.

The most common way to achieve materials with a large nonlinear susceptibility is to use composite materials in
which the constituent components possess large intrinsic nonlinear responses. Owing to composite effects, composite
materials can have larger nonlinear susceptibilities at zero and finite frequencies than those of ordinary bulk materials
or constituent materials from which the composite is constructed, which are thus called enhanced nonlinear optical
responses. The formation of composite materials thus constitutes a means for engineering new materials with desired
nonlinear optical properties [ 13]. In fact, the composite effects arise from strong enhancement or fluctuations of the local
fields. One [14] studied nonlinear optical properties of fractal aggregates and showed that the aggregation of initially
isolated particles into fractal clusters results in a huge enhancement of the nonlinear response within the spectral range
of collective dipolar resonances like surface plasmon resonances. Basically, the response of a nonlinear composite can
be tuned by controlling the volume fraction and morphology of constitutes. The latter can be purposefully adjusted
by using external electric/magnetic field, or by adding dielectric gradation profile to the system of interest. In other



J.P. Huang, K.W. Yu / Physics Reports 431 (2006) 87—172 89

words, depending on different microstructure, it is expected to achieve various kinds of composite effects on enhanced
nonlinear optical responses.

When particles have a size that is much less than the wavelength of an incident light, the quasi-static approximation
can be used to describe the response of an individual particle. (It should be remarked that all the approximations
discussed in the article are valid in the quasi-static limit.) Typically, the particle size ranges from tens to hundreds
of nanometers. The particles are embedded in a host material and can be aggregated into chains or clusters, under
different conditions. It is important to keep in mind that, because of the symmetry requirement, all even order suscep-
tibilities vanish when the material is centrosymmetric. In other words, odd order optical susceptibilities are possible
in all systems. Noble metal (typically gold, silver and copper) is often chosen as an ingredient due to their extremely
large and fast nonlinear optical responses. Many different microstructures have been exploited in an attempt to ac-
cess the intrinsic optical nonlinearity of metals, for example, the random metallodielectric composites [15—-17], fractal
films [16,17], and alternative bilayers [4,5,18], etc. They basically rely on the enhanced local fields in space or on
the effectively lengthened scale of the interactions between the matter and the incident light field. There is also a
great demand for particular optical materials in devices applications, which would benefit from additional tunability
of the optical properties. For example, recently we studied graded composites, which provided an extra degree of
freedom for controlling the nonlinear optical properties of these materials by choosing appropriate gradation pro-
files [19-23]. In fact, there exist in Nature abundant graded materials, such as biological cells [24] and liquid crystal
droplets [25]. Furthermore, many artificially-graded-index optical metamaterials and elements have been fabricated
nowadays [26].

Composite effects are always expected to open a fascinating field of new phenomena in nonlinear optics, and the
effects on the optical nonlinearity enhancement are different for various microstructures. This review presents our recent
research aimed at understanding of the physical processes that determine the enhanced nonlinear optical properties
of graded composite materials. This is an original, comprehensive, and first-handed review of the state-of-the-art
development of the field of enhanced nonlinear optical responses in the materials. Regarding the previous development
in the field, please refer to the excellent reviews by Shalaev and his coauthors [16,17], in which graded composites
were not touched.

We shall review theories and models that have recently been devised to study the composite effect on enhanced
nonlinear optical responses of various kinds of the recently-proposed nonlinear optical materials, namely, colloidal
nanocrystals with inhomogeneous metallodielectric particles or a graded-index host (Section 3), metallic films with
inhomogeneous microstructures adjusted by ion doping or temperature gradient (Section 4), composites with compo-
sitional gradation or graded particles (Section 5), and magneto-controlled ferrofluid-based nonlinear optical materials
(Section 6). In addition, Section 2 also presents some fundamental theories that are to be used in the other sections.
This review ends with a summary in Section 7.

2. Fundamentals

Composites often contain a macroscopic scale of inhomogeneity. In such a material, there are small, yet much
larger than atomic, regions where macroscopic homogeneity prevails and where the foregoing macroscopic parameters
suffices to characterize the physics, but different regions may have quite different values for those parameters. If we
are interested in the physical properties at scales that are much larger than those regions and at which the material
appears to be homogeneous, then the macroscopic behavior can again be characterized by bulk effective values, e.g.
effective dielectric constant €,. In what follows, we shall review three typical theories for calculating €., namely, the
Maxwell-Garnett theory (Section 2.1), the Bruggeman theory (Section 2.2) as well as the Bergman—Milton spectral
representation theory (Section 2.3).

Graded materials, whose material properties can vary continuously in space, are abundant in nature. With
the advent of fabrication techniques, however, these materials may also be produced in laboratory to tailor their
properties for specific need. Moreover, composites of graded inclusions can be more useful and interesting
than those of homogeneous inclusions. However, the established theory for homogeneous inclusions cannot be
applied directly. It is thus necessary to develop a new theory to study the effective properties of graded com-
posite materials under externally applied fields. For this purpose, we shall develop an effective dipole theory
(Section 2.4).
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Fig. 1. Schematic graph showing an asymmetrical microstructure for the Maxwell-Garnett theory in which component 1 with dielectric constant €]
is embedded in component 2 with €.

2.1. The Maxwell-Garnett theory

The Maxwell-Garnett theory [27,28] (or Maxwell-Garnett approximation) is also known as the Clausius—Mossotti
theory. Regarding how to derive the equation for the Maxwell-Garnett theory, there are several approaches. Here we
would like to start from the view of effective local electric field.

Let us discuss a two-component composite where many particles of the dielectric constant €; and the volume fraction
p are randomly embedded in a host medium of ¢, in the presence of an external electric field Eg along the z-axis.
Then, we denote the local electric field inside the particle by E1, and that inside the host medium by E5. Solving a
fundamental equation in electrodynamics yields

3en

Ef=—"F
! €1 + 26 2

ey
It is known that the average electric field (E)(= p(E1) + (1 — p)(E»)) inside the composite should be equal to the
external electric field, namely, (E) = Eg. On the other hand, the effective dielectric constant €, may be given by the
ratio of the average displacement (D) to the average electric field (E) inside the composite, namely,

(D) (D)

€e="F7r = 7 @)

(E)  Eo

Hence we obtain

_ peil{Er) + (1 — p)ea(Er)

e 3)
p(E1) + (1 — p)(Ez)
To this end, we obtain the expression for the Maxwell-Garnett theory as
e1(1+2p)+2e(1 — p)
€e =€) . 4)
ei(l = p)+ &2+ p)
We re-express Eq. (4) in a commonly-used form as
€p — €) €] — €2
=D ®)

€e+26 e +2e

Obviously, the Maxwell-Garnett theory is an asymmetrical theory (see Fig. 1), namely the physical property of the
composite can be changed if one exchanges the notations 1 and 2. Finally, for the Maxwell-Garnett theory the extension
to multi-component composite is straightforward as can be easily done on the same footing.

2.2. The Bruggeman theory

Another approach to calculating €, for a two-component composite similar to the above was introduced by Bruggeman
[29]. Thus, this approach is called the Bruggeman theory (also called the effective medium theory or Bruggeman
approximation). Its predictions are usually sensible and physically offer a means of quick insight into some problems
that are difficult to attack by other approaches.
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Fig. 2. Schematic graph showing a symmetrical microstructure for the Bruggeman theory in which two components are mixed.

We would derive the expression for the Bruggeman theory by considering the fact that the effective dipole factor (b)
of the composite should be zero, namely

(b) =0. (6)
On the other hand, we have
(b) =pb; + (1 — p)ba, (7

where by and b; are, respectively, the dipole factors of the particle and the host medium in the effective medium, and
they are given by

by=-1"% and by= 2" (8)
€1 + 2¢, € + 2€,
In view of Eqs. (6)—(8), we have directly the expression for the Bruggeman theory
€1 — € €2 — €
— 4+ (1 - =0. 9
P T 2 ( P)62 o ©)

Obviously, the Bruggeman theory is a symmetrical theory (see Fig. 2), namely the physical property of the composite
can keep unchanged if one exchanges the notations 1 and 2. In addition, for the Bruggeman theory the extension to
multi-component composite is also straightforward which can be readily done on the same footing as above.

2.3. The Bergman—Milton spectral representation theory
2.3.1. Original derivation
For the sake of convenience, we let Eg = —€,. Below we briefly review the Bergman—Milton spectral representation

theory for the effective dielectric constant of a two-component composite.
The problem is initiated by solving the differential equation [30]

1
v. [(1 _ E”(")> VqS(r)] o, (10)

where s = €3 /(€2 — €1) denotes the relevant material parameter and 7(r) is the characteristic function of the composite,
having value 1 for r in the embedding medium and 0 otherwise. The electric potential ¢ (r) can be solved formally

1
pr)=z+ - / dr'n(@)V'Go(r —r') - V' (1), (1)
s
where Go(r — r’) = |r — r’|/4n is the free space Green’s function. By denoting an integral-differential operator

I= / dr'n(@)V'Gor — ') - V', (12)
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and the corresponding inner product
($19) =/drn(r>V¢* Vo, (13)

It is easy to show that I" is a Hermitian operator. Let s, and @, (r) be the n-th eigenvalue and eigenfunction of the I’
operator, respectively, then we obtain the effective dielectric constant €, in the Bergman—Milton spectral representation

1
€e = — v/de(r)EZ
—l/dV 1—1(r) 0o
v 2 sn 0z

1 (Dnl2) |
=€ (l - Vzﬁ)

n

Fy
=62<1—ZS_S). (14)

n

The parameters s, and F,, satisfy simple properties that 0 <s, < 1and }_ F,,=p [30]. Eq. (14) is just the effective dielec-
tric constant of a two-component system in the Bergman—Milton spectral representation. Moreover, after introducing
F (s) as a function of s as

Fy
F(s) = _ 15
(s) Z p— (15)
we may readily obtain the spectral structure of the composite. In doing so, we may further represent F(s) as
1
F(s) =/ a1 (16)
0 §—X

where the spectral function u(x) is a crucial parameter which contains the information about the spectral structure, and
is thus given by

1 -
ux) = —EIm F(x +i0™). (17)

Obviously, we may observe that the Bergman—Milton spectral representation is a rigorous mathematical formalism
for the effective dielectric constant of a two-phase composite material [30]. It offers the advantage of the separation of
materials parameters (namely the dielectric constant or conductivity) from the particle structure information (see
Eq. (14)), thus simplifying the study.

For a better understanding of the Bergman—Milton spectral representation, below we would like to represent the
above-mentioned Maxwell-Garnett and Bruggeman theories in the Bergman—Milton spectral representation. As a
result, for the Maxwell-Garnett theory we respectively have the F(s) function and the spectral function as

I
s—=(—-p)/3

On the other hand, for the Bruggeman theory we have the F (s) function as

1
F(s) = o (—1 +3p+3s — 3/ (s — x1)(s —Xz)),

where x; and x; are given by solving

F(s) = and  p(x) = polx — (1 — p)/3].

(1=3p)2 —6(1 4 p)x +9x> =0,
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Fig. 3. Schematic graph showing a parallel-plate capacitor of total thickness 2 = hj + h; that contains a dielectric slab of dielectric constant €; and
thickness /1, as well as a dielectric of €; and thickness /7 (both of the same area A).

hence,

a=3 (140230 p) ad o=z (14p+2/30 - p).

In this case, the spectral function should be

3p—1 3
n) =03p - 1)+ —/(x =) (02 — 0)
2 4nx
as x; < x < xp, and
3p—1
uen) = = 0Gp - 1.
otherwise.

We would also like to mention that the extension of the Bergman—Milton spectral representation to the three-
component composite can be made by taking into account various approaches [31-33].

2.3.2. An easy-to-understand illustration of the Bergman—Milton spectral representation
The essence of the spectral representation is to define the following transformations. If we denote a material parameter

-1
SZQ_2>, (18)
€

then the reduced effective dielectric constant

wis)=1- 2, (19)
€
can be written as
Fy
_ i 20
w(s) ;&ﬂ” (20)
where n is a positive integer, i.e., n =1,2, ..., and F, and s, are the n-th microstructure parameters of the composite
materials [30]. In Eq. (20), 0<s, < 1 is a real number, while F,, satisfies a sum rule [30]
S F=p. 1)
n

In what follows, we illustrate the spectral representation by the capacitance of simple geometry [34]. In particular,
a parallel-plate capacitor is considered as an example. We will discuss two cases, namely, the series combination
(Fig. 3) and the parallel combination (Fig. 4).
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Fig. 4. Schematic graph showing a parallel-plate capacitor of total area w = w1 + w» that contains a dielectric slab of dielectric constant €] and area
wi, as well as a dielectric of €; and area wy (both of the same thickness ).

In the first case (see Fig. 3), if one inserts a dielectric slab of dielectric constant €; and thickness /1, as well as a
dielectric of €3 and thickness 4, (both of the same area A), into a parallel-plate capacitor of total thickness & = h + k3,
the overall capacitance C is given by

—1 —1 -1
cl=c'+c;,

where C1 =¢€1A/h1 and C2 = €p A/ hy. On the other hand, we may define the equivalent capacitance as C = ¢, A/ h,
where ¢, is the effective dielectric constant. That is, we see the composite dielectric as a homogeneous dielectric of
dielectric constant €,.

Lete; = e2(1 — 1/s), we can express C in the spectral representation,

Aer  Aerhy/h?

ok s—ho/h’

In accord with the spectral representation, one may introduce w(s) =1 — ¢, /€2, which is in fact the same as w(s) =1 —
C/Co, where Cy is the capacitance when the plates are all filled with a dielectric material of €2, namely Co = ex A/ h.
Thus we obtain

) hi/h
w(s) = ————.
s—hay/h

from which we find that the material parameter is separated from the geometric parameter. The comparison of w(s)
with Eq. (20) yields

Fir=hi/h, sy=hy/h.

It is worth noting that F| obtained herein is just equal to the volume fraction of the dielectric of €1, and that s; satisfies
0<s1 < 1, as required by the spectral representation theory.

Next, we consider the parallel combination (see Fig. 4). If one inserts a material with dielectric constant €; and area
w1 as well as a dielectric with € and area wy (both of the same thickness ), into a parallel-plate capacitor of total area
A = w; + wy, the overall capacitance C is given by

C=C+Cy,

where C1 = ejwi/h and Cy = eow»/ h. Similarly, after introducing the effective dielectric constant ¢,, we may define
the overall capacitance as C =€, A/ h.
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Fig. 5. Schematic graph showing a graded spherical particle with a dielectric gradation profile €(r) at radius r, embedded in a host medium of
dielectric constant €.

Again, in the spectral representation, let s = (1 — ¢/ 62)_1, then
A ew
- “h hs
Writing w(s) =1 — C/Cp, we obtain

wi/A

w(s) =

From this equation, the material parameter is also found to be separated from the geometric parameter. It is clear that
F1 = w1 /A, i.e., the volume fraction of the dielectric of €, and 51 = 0.

2.4. The differential effective dipole theory

2.4.1. Dipole moment of a graded spherical particle

We consider an inhomogeneous spherical inclusion of radius a, with a dielectric gradation profile e(r), embedded
in a host medium of dielectric constant ¢, (see Fig. 5). In a uniform applied field Ey, the potential functions in the
inclusion and host regions can be obtained by solving the Laplace equation with the appropriate boundary conditions.
For a power-law dielectric profile e(r) = Aeyr”, where A, n are constants, the potential admits an exact solution [19]:

¢(r)y= — & Epricosl, r<a,

¢(r)= — Egrcos 6 + %Eo cosb, r>a, (22)
r
where the coefficients &; and £, have the form
3al~s sAa" —1 5
S — =" 4, 23
g sAa" + 2 < sAa" + 2a 23)

and s is given by the positive root of a quadratic equation [19]:

s:%(\/9+2n+n2—(l+n)). 24)

The local electric field can be computed by the gradient of the potential E = —V ¢. From the local electric field, we
can integrate it over the volume of the inclusion to obtain the dipole moment of a graded inclusion. Thus we find an
exact analytic expression for the dipole moment in the power-law profile [19]:

po = e2bEoa’, (25)

where b is the dipole factor, which measures the degree of polarization of the inclusion in an external field,

s+2 < Aa" 1 ) 26)

=sAa”+2 s+n+2 s+2
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Note that when n — 0, the dielectric profile becomes homogeneous. In this limit s — 1, Eq. (26) reduces to the
well-known result for the dipole factor of a homogeneous spherical inclusion of dielectric constant €] embedded in a
host medium of e5:
€1 —€

a-a 27
€1 + 2e2 @7

by =

2.4.2. Dipole moment of a coated spherical particle

If we add to the homogeneous inclusion a spherical shell of dielectric constant €, to make a coated sphere [35] of
overall radius a; . By solving the Laplace equation with appropriate boundary conditions on the interfaces, the potential
in the inclusion becomes [36]

¢(r)= — EEgrcosO, r<a,

d(r) = — Eo <§3r _ f—‘z‘) cosl, a<r<a, (28)

where &, ¢3 and &, are coefficients in terms of the dielectric constants [36]. The local electric field is obtained and
hence yields the dipole moment of a single coated spherical inclusion:

p1 = &b Eoaj, (29)
where b is the dipole factor of the coated sphere [37],
_(e—e)+(ea+2e)pyy

by = , (30)
(e+2€) +2(e — e2)pyy
where p; is given by
€] — €
= 31
P1 €1 + 2¢ 3D
and
y = (a/ay)’. (32)

In Eq. (31) €; denotes the dielectric constant of the core inside the coated spherical particle. The consideration can be
extended to more shells of different dielectric constants, at the expense of more complicated expressions [37-39]. It is
easy to check that b1 reduces to by when € = €;. Thus, the dipole factor remains unchanged if one adds a spherical shell
of the same dielectric constant. We should remark that these exact results are only available for a few simple dielectric
profiles, and it is our objective in the following section to develop a theory for any arbitrary profiles.

2.4.3. Expression for the differential effective dipole theory

Now we develop the differential effective dipole theory (DEDT) for spherical particles of graded materials and hence
compute the effective dielectric response in the dilute limit. To establish the differential effective dipole theory, we
mimic the graded profile by a multi-shell construction, i.e., we build up the dielectric profile gradually by adding shells.
We start with an infinitesimal spherical core of dielectric constant €(0) and keep on adding spherical shells of dielectric
constant given by e(r) at radius r, until r = a is reached. At radius r, we have an inhomogeneous sphere whose induced
dipole moment is given by p(r). Certainly p(r) is proportional to Ep, but the exact expression is lacking. We further
replace the inhomogeneous sphere by a homogeneous sphere of the same dipole moment and the graded profile is
replaced by an effective dielectric constant €(r). Thus,

p(r) = e2b(r) Eor?, (33)
where

by S =

TR 26 G
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Next, we add to the sphere a spherical shell of infinitesimal thickness dr, of dielectric constant ¢(r). The dipole factor
will change according to Eq. (30). Of course, the effective dielectric constant €(r), being related to b(r), should also
change by the same token. Let us write b1 = b 4 db, and take the limit dr — 0, we obtain a differential equation:

§é==———i——K1+2bkz—(1—bkvﬂﬁl+2bkz+2Cl—bkvﬂ. (35
dr 3repe(r)
Thus the dipole factor of a graded spherical particle can be calculated by solving the above differential equation with
a given graded profile (). The nonlinear first-order differential equation can be integrated, at least numerically, if we
are given the graded profile €(r) and the initial condition b(r = 0). When b(r = a) is calculated, we can compute the
dipole moment of individual spherical particles and hence the effective dielectric constant either in the dilute limit

€. =€+ 3ferb, (36)

or by the Clausius—Mossotti approximation

€c — €2
—= = fb, 37
& 1 26, f (37)

where fis the volume fraction of spherical particles.

2.4.4. Numerical results

In this section, we evaluate the DEDT for some graded profiles. We performed numerical calculations for two model
profiles: (a) power-law profile e(r) = Ar", and (b) linear profile e(r) = A + Br. Without loss of generality, we have
set e = 1 and a = 1. The numerical integration has been done by the fourth-order Runge—Kutta algorithm with a step
size or = 0.01, starting with a small core radius r = 0.01. In Fig. 6(a), we plot the dipole factor b versus A for various
index n > 0. It is clear that b increases monotonically as the dielectric contrast A increases, while it decreases with the
index n. It is attributed to the fact that € decreases as n increases. Similarly, in Fig. 6(b) we plot b versus A for various
slope B. We obtained similar behavior as in Fig. 6(a).

It is instructive to compare the exact results with the DEDT results. In Fig. 7, we compared the exact results and the
DEDT results for a spherical inclusion with a power-law graded profile. The agreement is excellent for positive index
n. However, we doubted if the comparison remains good for negative index n because the dielectric constant diverges
at the origin. To our surprise, the agreement is still excellent for negative index n (results not shown here). In fact,
the DEDT is exact for the case of a spherical inclusion with a power-law profile. We have checked the exact solution
[Eq. (26)] against the DEDT. We found that the differential equation [Eq. (35)] as well as the boundary condition at a
small radius are satisfied by Eq. (26). Thus, the DEDT is exact for power-law graded spherical inclusions.

The DEDT is better motivated by the following considerations. In the case of a single-shell inclusion of core
dielectric constant €, coated by a shell of dielectric constant e, with the core to whole volume ratio y (as the one
considered in Section 3), the effective dielectric constant of the inclusion (€) may be determined by the Maxwell-Garnett
approximation.

€E—¢€ €€
E+26_y61+26'

Then, we assume the effective inclusion of dielectric constant € to be embedded in a host medium e». In this way, the
dipole factor of the effective inclusion can be calculated from

€— €
_E+262.

For a single-shell inclusion, this consideration is exact, in the sense that Eq. (30) is reproduced exactly, while for
multi-shell inclusions, this can be a good approximation.
Moreover, the substitution of Eq. (34) into Eq. (35) yields a differential equation for €(r):

[e(r)]?
e(r)

i[VE(}")] + - 2€(r)7
dr
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Fig. 6. The dipole factor b plotted versus A for two model profiles for: (a) various index n in the power-law profile; and (b) various slope B in the
linear profile.

which coincides with the Tartar formula [39] derived for assemblages of spheres with varying radial and tangential
conductivity. We should remark that the DEDT is also able to offer a good agreement with the exact result of a linear
profile [19]. Most importantly, we have recently demonstrated that the DEDT is indeed exact for graded spherical
particles of arbitrary dielectric gradation profiles [40].

3. Colloidal nanocrystals

Colloidal crystalline is extensively studied in nanomaterials engineering and its potential applications range from
nanophotonics to chemistry and biomedicine [41]. Colloidal crystals can be prepared via templated sedimentation,
methods based on capillary forces, and electric fields [42—44]. They exhibit body centered tetragonal (bct), body centered
cubic (bee) and face-centered cubic (fce) structures, depending on the lattice constants and hence the volume fraction of
colloidal particles. These structures can be investigated by using static and dynamic light scattering techniques [45,46].
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Fig. 7. Similar to Fig. 6(a), but for comparison of the exact results (lines) with differential effective dipole theory results (symbols) for the dipole
factor in the power-law profile.

C,=C,

Fig. 8. Schematic graph to show the location of two colloidal nanoparticles in a tetragonal unit cell [49].

So far, colloidal-based optical sensors [47] (and photonic-band-gap materials based on inverse opaline structures [48])
have been made possible by these fabrication techniques.

This section describes a class of colloidal-crystal-based nonlinear optical materials, which are made of graded
metallodielectric nanoparticles (namely, a graded metallic core plus a dielectric shell), or a graded-index host.

3.1. With inhomogeneous metallodielectric particles

Let us start by considering a tetragonal unit cell which has a basis of two colloidal nanoparticles each of which is
fixed with an induced point dipole at its center. One of the two nanoparticles is located at a corner and the other one
at the body center of the cell (Fig. 8). Its lattice constants are denoted by c|(=c2) = 2g='2 and ¢3 = £g along x(y)
and z axes, respectively. In this case, the uniaxial anisotropic axis is directed along z axis. The degree of anisotropy of
the periodic lattice is measured by how ¢ deviates from unity. In particular, ¢ = 0.87358, 1.0 and 2'/3 represents the
bet, bee and fece lattice, respectively. In general, for a colloidal crystal, the individual colloidal nanoparticles should be
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touching. In fact, a colloidal crystal without the particles’ touching can also be made if the colloidal nanoparticles are
charged and stabilized by electrostatic forces. Below we shall investigate colloidal crystals with the particles’ touching.

With recent advancements in the fabrication of nanoshells [50,51], we are allowed to use a dielectric surface layer
with thickness d on an inhomogeneous (graded) metallic core with radius a, in order to activate repulsive (or attractive)
force between the nanoparticles. This is also a crucial requirement because otherwise multipolar interaction between
the metallic cores can be important. The dielectric constant €1 (') (» < a) of the metallic core should be a radial function,
because of a radial gradation. The dielectric constant ¢ of the surface layer can be the same as that ¢, of the host fluid,
as to be used in the following. In this regard, the surface layer contributes to the geometric constraint

¢l 3+ =16(a+d)%, (38)

rather than the effective optical responses. Owing to this constraint, it is found that the smallest g occurs at the bct
lattice while the largest g occurs at the fcc. Meanwhile, we obtain a relation between ¢ and the volume fraction p of
the metallic component,

- 3 +2 3/2
p=—r(2 : (39)
2413 q

with thickness parameter # = (a + d)/a. When an external electric field Eq is applied along x axis, the induced dipole
moment P are perpendicular to the uniaxial anisotropic axis. Then, the local field Er, at the lattice point R = 0 can be
determined by using the Ewald—Kornfeld formulation [52-54],

2 2 2 3

4nP . G -G 4P

EL="P Y D [=n(R) +x3q*n(R)] = = Y 11(G) 3 exp (—4 . ) + L. (40)
=1 %40 ' Ve 2% 1 W

Here we have taken into account the influence of the local-field effect arising from all the other particles in the lattice
(lattice effect). In Eq. (40), y; and 7, are two coefficients, given by

71(r) = [erfe(yr)/r ]+ 2n//7r?) exp(—n*r?), (41)
72(r) = [3erfe(r)/r2] + [41 / (V7r?) + 61/ (Vrrh) ] exp(—n*r?), (42)

where erfc(yr) is the complementary error function, and 7 an adjustable parameter making the summation converge
rapidly. R and G denote, respectively, the lattice vector and the reciprocal lattice vector,

R=10(q 2% + ¢~ *m$ + qn?), 43)

G = 2n/0)(q"2uk + ¢"*v5 + g 'w?), (44)
where [, m, n, u, v, and w are integers. In addition, x; and R; are given by

xj=1—(—1)/2, (45)

Rj=IR —[(j — 1)/21(a% + aP + c2)|, (46)

and the structure factor I1 (é) =1+ expli(x + v + w)/n]. Now we define a local field factor in transverse field cases,
oy =3V.EL/(4nP). Itis worth noting that o) is a function of a single variable g. Also, there is a sum rule [52,55]

2001 + o =3, a7

where o denotes the local field factor in longitudinal field cases. Here the longitudinal (or transverse) field case
corresponds to the fact that the E field of the incident light is parallel (or perpendicular) to the uniaxial anisotropic
z axis. For the bct, bee and fec lattices, we obtain oy = 0.95351, 1.0, and 1.0 (or alternatively o = 1.09298, 1.0,
and 1.0), respectively. If there are no special instructions, we shall use « to denote both o, and « in the following.

Next, for obtaining the effective dielectric constant €, (which also indicates both ej- and eﬂ, the effective dielectric
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constants in transverse and longitudinal field cases, respectively) of the colloidal crystal, we resort to the anisotropic
Maxwell-Garnett formula [9] with a high degree of accuracy [56] due to the explicit determination of «,

€e — €2 G e
veo+G—wea Le+2a
where the equivalent dielectric constant €| = €] (r = a) for the graded metallic core can be obtained [20,39] by solving
de(r)/dr = [e1(r) — e1(MI[E1(r) + 2e1(r)]/[rer(r)], (49)

as long as the gradation profile €; () is given. Assuming both the host fluid and dielectric surface layer to be linear for
convenience, the effective third-order nonlinear susceptibility ;{9) for the graded colloidal crystal is given by

o_, (|E5a|*) (E) 5O
¢ [EoPE; ™

(48)

(50)

under a decoupling approximation, where the equivalent third-order nonlinear susceptibility 253) = ;"(53 ) (r = a) for the
graded metallic core can be obtained [20] by solving

470 () /dr = 79 B e () /dr) [ 2ea + €1() + [(de1 (r)/dr) /ey + & (r)TF)
+ 70 ()6Y +2Y* = 3)/r + 317 (r)/(5r)

X [(E1(r) + 261 (7)) /Ber (1) PLEL(r) + 261 (7)) / Ber (7)1

x (54 18X + 18|X |7 +4X3 + 12X |X|> + 24| X > X?), (51)
with
_am-a (52)
€1(r) +2e1(r)
Y — [e1(r) — ex]le1(r) — €1(r)] 53)

e1(rle1(r) + 2e]

as long as the gradation profile x?) (r) is also given. Here the intrinsic weak third-order nonlinear susceptibility 1(13) (r)
satisfies the local constitutive relation between the displacement D (7) and the electric field E;(r) inside the graded
metallic core,

Di(r) = e (NEL(r) + 1 (DIE () PE (). (54)

In Eq. (50), (- - -) denotes the volume average over the metallic region, and Ej;, the equivalent linear local electric field
in the graded metallic core with the same gradation profile but with a vanishing nonlinear response at the frequency

concerned. Both (|Ejin|?) and <E12in> can be expressed in the spectral representation as [57]

(IEinl*) = (E}/p) / dx’ Is |2 ux)/1s — x'12, (55)

(Ef,) = (E5/p) / dx’s*pu(x") /(s — x')?, (56)

with material parameter s = €3/(e; — €1), where u(x’) is the spectral density. Since the ¢, in Eq. (48) can be
expressed as

_ | _
€e =€ |:1 AT poc)/3:| = e[l — F(s)], 57

according to

i 1 / N+
pr) = ——Im[F(x"+i07)] (58)
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we obtain

u(x"y = pé (x’ 1= poc) ) (59

3

Here Im[. - -] denotes the imaginary part of - - - .

The point of achieving the resonant plasma band shown in Figs. 9 and 10 is that one needs a sufficiently large gradient
rather than a crucially particular form of the dielectric function or gradation profiles. To show the effects of gradation,
we have adopted the Drude form

3, ()
=1-—2" 60
e1(r) D@11 (60)
with a model plasma-frequency gradation profile
r
©p(r) = 0,0 (1 —Cw;). 61)

One possible way to achieve such gradation is to fabricate a graded metallic core by using different noble metals as
different layers inside the core. For focusing on the nonlinearity enhancement, we consider a model system where
;((13) (r)= ;{53) is a real and positive frequency-independent constant and does not have a gradation profile. In this case,
the equivalent nonlinear susceptibility )"(53) (r) should still depend on r because of the radial function €1 (r) [20].

For a given thickness of shell, when g varies from bct to bcec, to fcc lattices, the volume fraction p first decreases from
bet, reaches a minimum at bece, then increases again towards fcc (Table 1). At the same time, the longitudinal local field
factor o decreases from 1.09 at bct lattices almost monotonically to 1 at bee and fcc lattices. Thus, for the bet case,
the large p and large o should give rise to a large red shift (namely, the plasma resonant peak and band are caused to
be located at lower frequencies) from the single particle case with p & 0 where the lattice effect disappears and only
the gradation effect exists. For bec lattices, the red shift should be the smallest due to small p and o = 1, and hence for
fcc lattices, the red shift should lie between those of bet and bet lattices. This is because o does not change much while
p changes significantly (Table 1). From Fig. 9, it is evident that for a given lattice, the effective linear and nonlinear
responses depend strongly on the thickness parameter 7. Both the redshift and strength of the plasma resonant peak
or band is largest at smallest ¢ [Fig. 9(a)—(b)]. This is a combination of the local field effect and the volume fraction
effect in the colloidal crystal. However, for a given thickness parameter ¢, the dependence of these responses on the
crystal structure is not prominent (no figures shown here). In fact, the plasma resonant band in Fig. 9 is caused to
appear by the gradation, as discussed in Ref. [21] in which the results for the case of various C,, (and hence various
degree of gradation) have also been reported. Similar results are displayed in Fig. 10 where the transverse field cases
are investigated. In comparison with the longitudinal field cases (Fig. 9), the framework of the responses in transverse
field cases (Fig. 10) is slightly blue-shifted (i.e., located at higher frequency). Owing to the volume fraction effect, this
behavior is more evident for the smallest ¢, but small enough to be neglected at the largest ¢. The difference between
the results predicted in Figs. 9 and10 is generally small because o = 1.09298 is so close to a1 = 0.95351. However,
the small shift can actually be detected in experiments.

We believe dielectrophoresis can offer a convenient way of preparing a colloidal crystal [58]. It is not unusual that
one fabricates graded colloidal crystals by dielectrophoresis. In this case, the particles in a medium may have different
dielectric properties but they must be of the same size (so as to form colloidal crystals). In a nonuniform applied field, the
different particles experiences different dielectrophoretic forces according to their strength of polarization. Regarding
the fabrication of graded metallic spheres, a practical choice in experiments might possibly be to fabricate multilayered
particles with or without dielectric anisotropy [59,60]. In addition, metallic alloying can also be a promising means.
In the latter, the dielectric function of the particles no longer obeys the Drude form, and the theoretical calculations
are formidable because it involves a Green function formalism for band structure, and a linear response theory (i.e.,
Kubo formula) for transport properties [61]. In Section 3.1, the objective of considering tetragonal lattices is to achieve
anisotropy by changing the lattice parameters, in order to produce a larger optical nonlinearity than in an isotropic
system such as a cubic structure.

In summary, we theoretically investigate a class of nonlinear optical materials based on colloidal crystals of graded
metallodielectric nanoparticles. Such materials can have both an enhancement and a red shift of optical nonlinearity,
due to the gradation inside the metallic core as well as the lattice effects arising from the periodic structure.
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Parameters: e; = (3/2)2, Cy,=0.3,and y = 0.02w, (0).
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3.2. With a graded-index host

We shall theoretically investigate a colloidal crystal immersed in a graded-index host and demonstrate a giant
enhanced optical nonlinearity band, which is controllable by the gradient and by the easily-tunable colloid structure as



J.P. Huang, K.W. Yu / Physics Reports 431 (2006) 87—172 105

Table 1
The volume fraction p of the metallic component for bct (i.e., ¢ = 0.87358 or o) = 1.09298), bee (i.e., g = 1.0 or o) = 1.0) and fec (i.e., g = 21/3
or o = 1.0) lattices at various thickness parameter

t=12 2.0 3.0
bet p =0.40401 0.08727 0.02586
bee p =0.39362 0.08502 0.02519
fec p =0.42852 0.09256 0.02743

well. We basically used the quasistatic point-dipole approximation, which suffices in terms of characterizing both the
gradient effects and the lattice effects, otherwise the solution is formidable, either from a Green’s function formalism
or from first-principles [62].

The theoretical calculations are deployed on a model tetragonal lattice with uniaxial anisotropy [see Fig. 11] [52].
Without loss of generality, we will only discuss the bct, bee and the fcc lattices, respectively. The bec has the lowest
packing density while the fcc has the highest one among the three cases [52]. Extensions to other colloidal structures
such as the simple tetragonal lattice are straightforward and similar results are expected. Taking advantages of the
interlayer interaction tensor T (i.e., T;; denotes the interaction strength between two in-plane dipole arrays) given by
the Lekner summation method [64—66], we solved the self-consistent equations

N
1
)
Ei:a—BZINT,-j-(ajEj)JFEi , (62)
j:

where a is the lattice constant as shown in Fig. 11, «; is the layer-dependent linear bare polarizability, here i, j label

the crystal layer and N denotes the total layer number. E;O) in the self-consistent equation is not simply the externally
applied electric field Eq due to the presence of gradient. However, it is the field inside the graded host medium, which is
thus determined by virtue of the continuity of the normal component of the electric displacement D in the longitudinal
case, i.e., Eqg parallel to the uniaxial axis. It is the z-axis as shown in Fig. 11 in our case. Nevertheless in the transverse
case (Eq perpendicular to the uniaxial axis), we exactly used the applied field Eq because the boundary condition now
becomes the continuity of the tangential component of electric field. We compared the effective linear and nonlinear
optical responses of colloidal crystals with the different lattice structures (i.e., bct, bee and fcc), made of metallic
nanoparticles of linear dielectric constant € and third-order nonlinear susceptibility y;, suspended in a host fluid of ¢,
[see Fig. 11]. Both the longitudinal (L) and transverse (T) results will be discussed. The self-consistent equations over
i=1,2..., N are then combined together to take into account the lattice effect and is being able to be transformed
into a matrix form as

E=TAE + E©. (63)

More precisely, in the longitudinal and the transverse cases, E = {El.(L’T)} is simply N-dimensional vector and A is
N x N diagonal matrix of the polarizability, which relates the induced dipole moment of the particle in the layer ¢;
and the local field E;, and indeed consists of the linear and nonlinear contributions. That is

pi = o E; + ;|E:|*E; /3, (64)

where o; = €, (€1 — €m)/(e1 + 2€p,). Here r is the radii of the metallic nanoparticles. In view of weak nonlinearity in
the colloidal particles with the nonlinear relationship D = ¢ E + y, |E|?E, by using the perturbation expansion method
[67], we obtain

ﬁ N 3em 2
P\ e+ 26

It is noteworthy that the linear local field E; around the particles in the layer ¢; are actually obtained by assuming no
intrinsic nonlinear response, i.e., we set y; = 0 for solving the self-consistent equations, which is appropriate provided

3em
€1+ 2em

1. (65)




106 J.P. Huang, K.W. Yu / Physics Reports 431 (2006) 87—172

Fig. 11. Schematic of the colloidal crystals immersed in a graded host medium. a = b is assumed in the numerical calculations, which forms square
dipolar lattice in xy-plane [63].

that the nonlinear responses are much less than the linear ones. Next we use the resultant linear local fields E; to extract
the enhancement factor of the effective nonlinear susceptibility [67,68]

= 12E2R.
j= D NERERR) )

11 3EG1
where p = n[(q> + 2)/¢q1%/?/24 is the total volume fraction of the metallic colloidal nanoparticles. 1 — ¢ quantifies
the degree of anisotropy of the periodic lattice [52], which also determines the interlayer interaction T, thus results in
structure-controllable optical properties. Note that the averaging (. . .) in Eq. (66) is taken over the layers ¢; i=1, ..., N)
instead of over the nanoparticles spatial volume, because in this approximation the local fields inside each of the particles
are homogeneous. We also assume no nonlinear response in the host, which is in fact relatively neglectable comparing
to that in the metal. Additionally, a gradient of the dielectric constant of the host fluid is introduced along the uniaxial
direction of the colloidal crystallines, i.e, €,, = €,,(z;) in our case. In this regard, we treat the host as a continuously-
layered film, thus one explicitly has Eg = {E [(0) = Eo/em(z;)} in the longitudinal case. The formation of the gradient in
the host might be achieved by dispersing different polymers in it, by selectively filling with microfluidic materials [69],
or induced by the presence of a temperature gradient, etc. One can also simply coat the nanoparticles with different
coverage shells. But it still remains a challenge because the novel properties from our prediction require a reasonably
large gradient in the dielectric constant of the host.

Fig. 12 shows in logarithmic scale the longitudinal optical absorption and the modulus of the nonlinearity enhance-
ment factor y defined in Eq. (66), as functions of the reduced frequency [see the figure caption for more details]. We
specifically compared the results of bet (g =0.87358), bee (¢ =1.0) and fcc (g =1.25992) as shown in the three columns.
The presence of the inhomogeneity in the host fluid obviously leads to a broadened and giant enhanced resonant band
in the low-frequency region. This is interesting for potential telecommunication applications. The results of the same
colloid suspended in homogeneous host medium with €, = 1 (dotted-lines) and ¢,, = 2.25 (dashed-lines) are also
presented, in an attempt to demonstrate that the broadened resonant band in some sense stems from the hybridization
of the non-graded structures. From the absorption spectrum and the enhancement in the third-order nonlinear suscepti-
bility, we would expect an attractive figure of merit [19-23]. That is, the materials effectively exhibit large nonlinearity
and relatively small absorption. This is certainly superior to pure metal because it generally has large nonlinearity
and unwanted absorption concomitantly. In fact, the optical absorption arises from the surface plasmon resonance,
which is obtained from the imaginary part of the effective dielectric constant that is extracted from the generalized
Clausius—Mossotti formula [52,62]. Note that the plasmon resonant peaks in the cases of homogeneous host fluid are
redshifted with respect to the corresponding ones [not shown] predicted form the Maxwell-Garnett theory. We actually
set a gap (e.g., the coated layer thickness in experiments) of 2r /5 between the nearest lattice particles in order to avoid
the severe complications arising from the multiple image interactions. It is well known that the multipolar interactions
play crucial roles when two particles approach [62]. The introduction of the gap indeed makes the nanoparticles size,
and thus the dipole factor relatively small and somewhat unfavorably suppresses the effect arising from variation of
the lattice structure, as seen in Fig. 12.
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Fig. 12. The effective linear absorption and third-order nonlinearity enhancement factor of the periodic colloid nanoparticles (diameter a = 1)
immersed in a graded host fluid whose dielectric constant varies as a function of the layer index i as €3 (/) = 1 + 1.25i /N, and in homogeneous host
fluids with dielectric constant €) = 1.52 (dashed) and €2 = 1.0 (dotted), respectively. The dielectric function of the metallic colloidal nanoparticles
are simply denoted by the Drude forme; =1 — a)?,/((u2 +iwI’) [63]. Parameters: I' = 0.02wp, N =25,r =1, and Eg = 1.

Furthermore, due to the fact that we treated the continuous variations of dielectric function in the host as layered ones
in obtaining o; and f3;, and the fact that the dipoles are actually distributed in discrete lattice nodes, a series of sharp
peaks are also observable in Fig. 12. The peaks are merged in the broadened band and they become more notable for a
increased gradient in the host dielectric constant [not shown], whereas they tend to disappear as the crystal layer N is
increased. This is also understandable in the generalized Bergman—Milton spectral representation in graded composites
[70]. In detail, the merging is explicitly shown in Fig. 13, where we increased the layer to N =50. The fcc is taken as an
example and we present both the longitudinal and the transverse results. The peaks in Fig. 12(c) and (f) are distinctly
smeared out in Fig. 13(a) and (b), respectively. The transverse results [see Fig. 13(c) and (d)] in the presence of the
gradient is slightly different to that in the longitudinal case, but still retain the broadened bands. We ascribe this to
the fact that the layer-to-layer interactions fall off exponentially due to the screening effect from the lattice [64—66],
therefore give no much layer-structure-dependent interactions for both the two cases. Note that the longitudinal and
transverse results of crystals in homogeneous host [dotted and dashed lines in Fig. 13] do not differ much as well.

In conclusion, we have theoretically investigated the optical resonant enhancement due to lattice effect and gradient
effect in colloidal crystals, which are made out of suspended metallic nanoparticles in a graded-index host. The gradient
in the fluid and the colloid structure are easily subjected to tunability, for example, the structure transformation might
be induced by electrorheological effects or by self-assembly of two kinds of particles with biochemically different
surface properties, etc.

4. Metallic films

Thin films can possess different optical properties (see, e.g., Ref. [71]) when comparing with their bulk counterparts.
Recently, some authors found experimentally that the graded thin films may have better dielectric properties than a
single-layer film [72]. Graded materials [39] are the materials whose material properties can vary continuously in space.
These materials have attracted much interest in various engineering applications [73].
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Fig. 13. The same as Fig. 12, but with totally N = 50 layers in the fcc lattice: (a) and (b) the longitudinal case; (c) and (d) the transverse case [63].

The problem becomes more complicated by the presence of nonlinearity in realistic composites. Besides gradation
(inhomogeneity), nonlinearity plays also an important role in the effective material properties of composite media
[3,6,17,36,68,74—79]. A large nonlinearity enhancement was found indeed when the authors studied a sub-wavelength
multilayer of titanium dioxide and conjugated polymer [4].

The surface plasmon resonant nonlinearity enhancement is often accompanied by a strong absorption, and this
behavior renders the figure of merit (FOM) of the resonant enhancement peak to be too small to be useful. To circumvent
this problem, we proposed to exploit new materials, namely, inhomogeneous (graded) metallic films, in order to achieve
a large nonlinearity enhancement and an optimal FOM [21].

As a matter of fact, in practice it is more convenient to fabricate multilayer metallic films than graded films as
multilayer metallic films can be readily prepared in a filtered arc deposition system. Therefore, it is necessary to discuss
the multilayer effect as the number of layers inside the films increases. In this regard, this should be expected to have
practical relevance. As the number of layers N increases, we shall show a gradual transition from sharp peaks to an
emerging broad continuous band and the graded film results recover in the limit N — oo.

4.1. Inhomogeneous metallic films

Let us consider an inhomogeneous (graded) metallic film with width L, and the gradation under consideration is in
the direction perpendicular to the film. The local constitutive relation between the displacement (D) and the electric
field (E) inside the graded layered geometry is given by

D(z, w) = e(z, ®)E(z, w) + x(z, ®)|E(z, a))le(z, ), (67)

where €(z, ) and y(z, w) are respectively the linear dielectric constant and third-order nonlinear susceptibility. Note
that both e(z, ) and y(z, ) are gradation profiles as a function of position r. Here we assume that the weak non-
linearity condition is satisfied, that is, the contribution of the second term (nonlinear part y(z, ®)|E(z, ®)[?) in the
right-hand side of Eq. (67) is much less than that of the first term (linear part e(z, ®)) [74]. We further restrict our
discussion to the quasi-static approximation, under which the whole layered geometry can be regarded as an effective
homogeneous one with effective (overall) linear dielectric constant €(w) and effective (overall) third-order nonlinear
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susceptibility y(w). To show the definitions of €(w) and y(w), we have [74]
(D) = e(w)Eq + 7(w)|Eo|*Eo, (68)

where (- - -) denotes the spatial average, and Eg = Eqé¢; is the applied field along the z-axis.
We adopt the graded Drude dielectric profile

wf, (2)

-7 0<z<L. 6
ooty sist (69)

e(z,m)=1

In Eq. (69), we adopted various plasma-frequency gradation profile
wp(2) = wp(0)(1 = Cy - 2/L), (70)

and relaxation-rate gradation profile [80]

D) = &

p(2) = y(00) + L (71
where Cy, is a dimensionless constant (gradient). Here y(0co) denotes the damping coefficient in the corresponding
bulk material. Cy is a constant (gradient) which is related to the Fermi velocity. A z-dependent profile for the plasma
frequency and the relaxation time can be achieved experimentally. One possible way may be to impose a temperature
profile, because it has been observed that surface-enhanced Raman scattering is sensitive to temperature [81]. Thus
one can tune the surface plasmon frequency by imposing an appropriate temperature gradient [82]. A temperature
gradient can also be used in materials with a small bandgap or with a profile on dopant concentrations. In this case
one can impose a charge carrier concentration profile to a certain extent. This effect, when coupled with materials
with a significant intrinsic nonlinear susceptibility, will give us a way to control the effective nonlinear response. For
less-conducting materials one can replace the Drude form of the dielectric constants by a Lorentz oscillator form. It
may also be possible to fabricate dirty metal films in which the degree of disorder varies in the z direction and hence
leads to a relaxation-rate gradation profile.

Due to the simple layered geometry, we can use the equivalent capacitance of series combination to calculate the
linear response, i.e., the optical absorption for the metallic film:

1 1 b4z
— == — (72)
€w) LJo e(z,m)
The calculation of nonlinear optical response can proceed as follows. We first calculate local electric field E (z, w) by
the identity

€(z, W) E(z, w) = e(w) Ep

by virtue of the continuity of electric displacement, where Ej is the applied field.
In view of the existence of nonlinearity inside the graded film, the effective nonlinear response 7(w) can be written
as [74]

7(O)ES = (1(z, ©)|Etin (2) | Egin (2)%), (73)

where Ejj, is the linear local electric field. Next, the effective nonlinear response can be written as an integral over the

layer such as
20 Hw) \2
. 4
<€(Z,w)> i

For numerical calculations, we set y(z, w) to be constant (j;), in an attempt to emphasize the enhancement of the
optical nonlinearity. Without loss of generality, the layer width L is taken to be 1.

Fig. 14 displays the optical absorption ~ Im[€e(w)], the modulus of the effective third-order optical nonlinearity
enhancement |y(w)|/y;, as well as the FOM (figure of merit) | y(w)|/{y; Im[€(w)]} as a function of the incident angular

é()

€(z, w)

_ 1 L
1(w) = Z/o dz y(z, w)‘
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Fig. 14. (a) The linear optical absorption Im[€(w)], (b) the enhancement of the third-order optical nonlinearity |y(w)|/y;, and (c) the FOM
(figure of merit) = |y(w)|/{y; Im[é(w)]} versus the normalized incident angular frequency w/w,(0) for dielectric function gradation profile
e(z,mw)=1— a)?, (2)/[o(w +1y(z))] with various plasma-frequency gradation profile @ (z) = ®p(0)(1 — Cy, - z/L) and relaxation-rate gradation
profile y(z) = y(c0) + Cy/(z/L) [21]. Parameters: y(c0) = 0.02w (0) and C, = 0.0.
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frequency w. Here Im[- - -] means the imaginary part of - - - . To one’s interest, when the positional dependence of @, (z)
is taken into account (namely, C,, # 0), a broad resonant plasmon band is observed. As expected, the broad band is
caused to appear by the effect of the positional dependence of the plasma frequency of the graded metallic film. In
particular, this band can be observed within almost the whole range of frequency, as the gradient Cy, is large enough. In
other words, as long as the film under consideration is strongly inhomogeneous, a resonant plasmon band is expected
to appear over the whole range of frequency. In addition, it is also shown that increasing C,, causes the resonant bands
to be red-shifted (namely, located at a lower frequency region). In a word, although the enhancement of the effective
third-order optical nonlinearity is often accompanied with the appearance of the optical absorption, the FOM is still
possible to be quite attractive due to the presence of the gradation of the metallic film.

Similarly, in Fig. 15, we investigate the effect of the inhomogeneity of the relaxation rates [y(z)], which comes from
the graded metallic film. It is evident to show that, in the low-frequency region, the positional dependence of relaxation
rate y(z) enhances not only the third-order optical nonlinearity but also the FOM of such kind of graded metallic films.

Consequently, graded metallic films can be a suitable candidate material for obtaining the optimal FOM. Thus,
corresponding experiments are expected to be done to check our theoretical predictions since graded films can be
fabricated easily.

We have discussed a graded metallic film (layered geometry), in an attempt to investigate the effect of gradation on
the nonlinear enhancement and FOM of such materials.

In the conventional theory of surface plasmon resonant nonlinearity enhancement, there is often a dielectric com-
ponent in the system of interest. In this regard, it turns out that it is not difficult to add a homogeneous dielectric layer
on the metallic film. The same theory still works but a prominent surface plasmon resonant peak appears at somewhat
lower frequencies in addition to the surface plasmon band. Due to the concomitantly strong absorption, the FOM of
the resonant enhancement peak is too small to be useful. In the limit of vanishing volume fraction of the dielectric
component, however, the present results recover.

Nevertheless, the present results do not depend crucially on the particular form of the dielectric function. The only
requirement is that we must have a sufficiently large gradient, either in w,(z) or in y(z) to yield a broad plasmon band.

To sum up, we have investigated the effective linear and third-order nonlinear susceptibility of graded metallic films
with weak nonlinearity. We calculated the effective linear dielectric constant and third-order nonlinear susceptibility.
It has been found that the presence of gradation in metallic films yields a broad resonant plasmon band in the optical
region, resulting in a large nonlinearity enhancement and hence an optimal FOM.

4.2. Multilayer metallic films

To discuss the multilayer effect on the effective nonlinear optical response, let us first start from a general case, i.e.,
graded metallic film. In detail, we consider a graded metallic film with width L, and its gradation is in the direction
perpendicular to the film. As a matter of fact, for graded films, the formalism has been detailedly derived in Ref. [21].
So, below we shall do a brief review, and further add some related backgrounds accordingly.

Inside the graded film, the local constitutive relation between the displacement D and the electric field E is given by

D(z, w) = e(z, )E(z, ®) + x(z, o) |E(z, cu)|2E(z, ), (75)

where €(z, w) and y(z, w) stand for the linear dielectric constant and third-order nonlinear susceptibility, respectively,
and both are gradation profiles as a function of position z. The weak nonlinearity condition is assumed to be satisfied.
That is, the contribution of the second term (i.e., nonlinear part y(z, ®)|E(z, ®)|?) in the right-hand side of Eq. (75)
is much less than that of the first term (namely, linear part e(z, ®)) [74]. In the quasi-static approximation, the whole
graded film can be regarded as an effective homogeneous one with effective linear dielectric constant €(w) and effective
third-order nonlinear susceptibility y(w). Both €(w) and y(w) are defined as [74]

(D) = &(w)Eq + 7(w)|Eo|*Eo, (76)
where (- - -) denotes the spatial average, and Eg = Egé; is the applied field along z axis.
Then, we adopt the following graded Drude dielectric profile
w3 (2)

o) =1— ———,
€z, @) (o +1y)

(77)
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Fig. 16. Schematic graph showing multilayer metallic films.

where 0<z< L, and y stands for the damping coefficient in the corresponding bulk material. The general form in
Eq. (77) allows for the possibility of a gradation profile in the plasma frequency w,(z) [e.g., Eq. (70)].

In view of the z-dependent profile, let us use the equivalent capacitance for capacitors in series to evaluate the
effective perpendicular linear response for a given frequency e(w) [21],

1 1 [ dz

—=— —. (78)
€w) LJo €z o)

Next, we take one step forward to write the effective nonlinear response 7(w) as an integral over the film [21],

éw) 2( &) )2 79

e(z, m) e(z, w)

_ 1 [k
x(w)=2/0 dz x(z, w)

where y(z, w) denotes the local third-order nonlinear susceptibility for a given frequency. It is worth noting that the real
7(w) should involve an integral over x, y, and z of the local y(x, y, z, ®) multiplied by terms involving €(x, y, z, ®).
Thus, Eq. (79) offers an approximate y(w), as expected.

To investigate the multilayer effect, we shall use some finite difference approximation of the graded Drude profile
[Eq. (77)] for a finite number of layers.

To mimic a multilayer system (Fig. 16), we divide the interval [0, L] into N equally spaced sub-intervals, [0, z1],
(z1,22), ..., (zn-1, zn]. Then we adopt the midpoint value of w,(z) for each sub-interval as the plasma frequency of
that sublayer. In this way, we calculate the effective dielectric constant, the effective third-order nonlinear susceptibility,
as well as the figure of merit for each N. It is worth noting that for N — oo (e.g., N = 1024) the graded film results
[21] recover in this limit.

In what follows, we shall do some numerical calculations. We assume that the metal layers within the film have
the same real and positive frequency-independent third-order nonlinear susceptibility y(z, @) = y;, and do not have a
gradation profile. In doing so, we could focus on the enhancement of the optical nonlinearity. Without loss of generality,
the film width L is taken to be unity.

For numerical calculations, we take as a model plasma-frequency gradation profile

0p(2) =wp(0)(1 = Co - 2), (80)

where Cy, is a constant (gradient) tuning the profile.

Figs. 17-19, respectively, display the optical absorption ~ Im[é(w)], the modulus of the effective third-order optical
nonlinearity enhancement |y(w)|/y;, as well as the FOM |7 (w)|/{y; Im[e(w)]} as a function of frequency w/wp(0).
Here Im[- - -] means the imaginary part of - - -. In each panel of Figs. 17-19, the corresponding graded film results are
shown as well.

It is evident from Figs. 17-19 that for a few layers, say N = 2, 4, 8 [(a)—(c)], the optical absorption spectrum and
the enhancement of optical nonlinearity consist mainly of sharp peaks. However, the strong optical absorption and the
large fluctuation of the nonlinear optical enhancement near these sharp peaks render the FOM too small to be useful.
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Fig. 17. The linear optical absorption Im[é(®)] versus the normalized incident angular frequency w/mp (0) for dielectric function gradation profile
ez, w)=1-— w%, (z)/[w(w + iy)] with various plasma-frequency gradation profile wp(z) = wp (0)(1 — C, - ) [83]. Parameters: y = 0.02w, (0),
Cy=08L=1,and g =1.

When the number of layers becomes large [(d)—(f)], the sharp peaks accumulate to a broad band while the fluctuation
has been reduced significantly. In this limit, the broad continuous absorption band emerges, and a large FOM persists.
In a word, Figs. 17-19 show a gradual transition from sharp peaks to a broad continuous band as the number of
layers increases. This also gives an explanation of the intriguing findings reported in our recent work [21].
To sum up, we have investigated the effective nonlinear optical response of metallic films as the number of layers
inside the film increases until the graded film results recover. This is of practical value since in practice it is more
convenient to fabricate multilayer metallic films than graded films.

5. Graded composites
5.1. Compositionally graded metal-dielectric composite films of anisotropic particles

Chemical deposition techniques [Fig. 20(a)] as well as diffusing techniques [Fig. 20(b)] can be used to produce
inhomogeneous composite films or interfaces. Metal-dielectric composites have received much attention due to the
potential application of their linear and nonlinear optical properties [3,4,6,11,36,68,74-76,79,84—88]. Crucial elements
for control of these properties are the micro-structure of the composite, particle shape, and material dispersity. For
anisotropically shaped metallic nanoparticles, the resonant plasmon bands split up for orientations along major and
minor axes. Furthermore, in case of a large size aspect ratio, the plasmon bands may shift into the infrared, thus enabling
the use of metal nanostructures in telecommunication applications in this wavelength range. Compared with spherically
shaped particles, anisotropically shaped metallic particles can show reduced plasmon relaxation times [89] as well as
enhanced nonlinear responses [90], and may thus be used as building blocks in a variety of optical devices. Some
techniques have been developed to fabricate rod-shaped metallic nanoparticles by using lithographic means [91] or
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Fig. 20. Schematic graph showing (a) the chemical deposition technique to form a graded composite film, and (b) the diffusing technique to form a
graded interface (composite film) between two bulk composites [94].
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Fig. 21. Schematic graph to show the geometry of a metal—dielectric composite film with a variation of volume fraction of anisotropic particles along
z axis perpendicular to the film [99]. The electric field E is parallel to the gradient (z axis), thus being perpendicular to the film.

anisotropic growth. Recently, one has demonstrated that mega-electron-volt ion irradiation can also be used to modify
the shape of nanoparticles [92]. This ion-beam-induced anisotropic deformation effect is known to occur not only for
a broad range of amorphous materials [93], but also for crystalline materials including metals [88]. That is, prolate
spheroidal metallic particles in a dielectric host can readily be formed by irradiation of mega-electron-volt ions.

The optical property of thin films [21,23,71,95,96] is often different from that of the corresponding bulk material.
Recently, a metal-dielectric composite (Au:BaTiO3) film was investigated, and large figure of merit (FOM) was
observed [97]. In general, graded materials [39,98] have quite different physical properties from the homogeneous
materials. In particular, the graded thin films were found to show better dielectric properties than the single-layer films
[72]. A large nonlinearity enhancement was recently found for a sub-wavelength multilayer film of titanium dioxide and
conjugated polymer [4]. However, the surface-plasmon resonant nonlinearity enhancement often occurs concomitantly
with a strong absorption, and unfortunately this behavior renders the FOM of the resonant enhancement peak to be too
small to be useful. To circumvent this problem, we shall consider a kind of graded metal—dielectric composite film, in
which a dielectric (or metallic) component is introduced as anisotropically shaped particles embedded in a metallic
(or dielectric) component with a compositional and/or shape-dependent gradation profile.

Let us consider a metal—dielectric composite film with a variation of volume fraction of anisotropic particles along
z axis perpendicular to the film (Fig. 21). In this case, the local constitutive relation between the displacement field
D(r, w) and electric field E(r, w) is given by

D(r, w) = e(r, o)E(r, w) + y(r, w)|E(r, o) *E(r, w), (81)

where e(r, ) and y(r, w) are the linear dielectric constant and third-order nonlinear susceptibility of a layer inside the
graded film, respectively. Here both e(r, w) and y(r, w) are the gradation profiles as a function of position r and field
frequency o.

The weak nonlinearity condition is assumed to be satisfied. That is, the contribution of the second term [nonlinear
part y(r, w)|E(r, w) |2] in the right-hand side of Eq. (81) is much less than that of the first term [linear part e(r, ®)] [74].
Next, we turn to the quasi-static approximation, under which the whole graded structure can be regarded as an effective
homogeneous one with effective linear dielectric constant e(w) and effective third-order nonlinear susceptibility y(w).
In this connection, €(w) and y(w) are defined as [74]

Dy = &()Eo + 7(w)|Eo| Eo, (82)
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where Dy and Eo(=E€;) are, respectively, the volume-averaged displacement field and electric field within the whole
graded composite film.

For calculating the nonlinear optical response, we shall apply a two-step solution. In Step A, we first derive the
responses of a layer inside the graded film, €(z, ) and y(z, ®). In Step B, the overall responses of the graded film, €(w)
and y(w), are derived. In the two-step solution, it should be remarked that the local field inside the spheroidal particles
is uniform, and the effective nonlinear response of a layer is therefore exact within the Maxwell-Garnett theory. When
we have a nonlinear host, we shall have to invoke the decoupling approximation [100]. It is worth noting that Step B
is exact, see Eqgs. (96)—(98) below. In a word, in Step A, we homogenize the composite film along xy plane while in
Step B, we further homogenize the graded film along z axis.

5.1.1. Responses of a layer inside the graded film: €(z, w) and y(z, ®)

It is not possible to calculate €(z, w) exactly in terms of the compositional and/or shape-dependent gradation profile.
Nevertheless, to obtain an estimate of €(z, w), we can take a small volume element inside the layer, at a position
z. Further, this small volume element can be seen as a composite where the locations of the inclusion particles are
random in the host medium. This, however, is a highly directional distribution since the long or short axis of prolate
or oblate particles is parallel to the gradient along z axis. Accordingly, the volume fraction of the inclusion is p(z) for
the dielectric or 1 — p(z) for the metal. In this regard, the well-known Maxwell-Garnett approximation holds very
well for computing €(z, ) [as shown in Eqgs. (83) and (84) below]. In detail, for the dielectric particles embedded in
the metallic component in a layer, €(z, w) can be given by the first-kind of Maxwell-Garnett approximation (MGAT1)
[27,28,101]

€(z, w) — e1(w) -z €2 — €1(w)
LP%z, )+ (1 — L?)e1 (w) LP6 + (1 — LP)er (w)

(83)

where ng) is the depolarization factor of the dielectric particles along z-axis, and satisfies a sum rule L§2) + 2L§2) =1
Here L}(CZ) is the depolarization factor of the dielectric particles along x (y)-axis, €2 (or €1 (w)) stands for the dielectric
constant of the dielectric (or metallic) particles, and p(z) denotes the volume fraction of the dielectric particles in each
layer which is thus a compositional gradation profile as a function of position z. Alternatively, for the metallic particles
embedded in the dielectric host, the second kind of Maxwell-Garnett approximation (MGAZ2) can be used to determine
€(z, w), such that [27,28,101]

€z, ) — e €1(w) — e

== p@) ; (84)
L%z o)+ (1 - L)e P @+ 1 - LD

where Lgl) is the depolarization factor of the metallic particles along z-axis. Similarly, there exists Lgl) + 2L§(1) =1
where L)((l) is the depolarization factor of the metallic particles along x (y)-axis. It is worth noting that L, < 1/3, =1/3
and > 1/3 indicates the fact that the metallic (or dielectric) particles exist in the form of prolate spheroid, sphere and
oblate spheroid, respectively. In Eqs. (83) and (84), the dielectric constant of the metal €] (w) is given by the known
Drude expression

>
a(@=1-—-~—=—, (85)
w(w +1y)
where ), denotes the bulk plasmon frequency, and y the collision frequency. In case of €| (w) > €2, the MGA1 always
gives an upper bound while the MGA?2 a lower bound, and vice versa. The exact result must lie between the two bounds
[102]. For both the MGA1 and MGAZ2, the particles under discussion are randomly embedded but their orientations
are all along z axis (i.e., perpendicular to the film). The reason is that in experiments the prolate spheroidal metallic
particles can be highly oriented along the direction of irradiated ions [88]. For completeness, we shall also numerically
calculate the case of oblate spheroids.
Then, we calculate the effective nonlinear response for a layer at position z, y(z, ®) [74],

7z E@)* = (1 - p@) 1 ({E1@)PE1(2)?) + p(2) 1 (IE2(2) P E2(2)?), (86)

where y; and j, are, respectively, the (intrinsic) third-order nonlinear susceptibility of the metallic and dielectric
components, E1(z) (or E>(z)) represents the local electric field inside the metallic (or dielectric) component within
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a layer at position z, E(z) denotes the volume-averaged electric field within the layer, and (- - -) stands for the volume
average of - - - within the layer. In order to estimate x(z, ), due to the existence of nonlinear host we have to invoke
the decoupling approximation [100]

(IE:(DPE:i(2)%) = (E: (1) (Ei(2)%), i=1,2. (87)

For the sake of consistency, the local field averages (|E;(z)|*>) and (E; (z)?) should be determined by using the
Maxwell-Garnett technique [103]. For the MGA1, we obtain the local field averages such that

L) 2¢, ()2
(Ea(2)) = s o) _E(o)? (88)
[(1 — p@)er + (L) = (1 = p@))er(@)]
(E1@7) = 0 (1 _ p@QEUDTNAD) @) — (1= p@)(e2 - el(w»z]) () ®9)
' [(1 = p)er + (L) = (1 = p@)er(@)]? ’
(|E2(2)) = (L) e (@) E(z)’ (90)
(1= p@)er + (L)™' = (1 = p@))er(@)?
(B @) = 6 (1 @I A e @) — (= p)le2 — q<w>|2]> £ o
(1= p)e + (L) = (1 = p@)er (@) ’
with 0 = 1/(1 — p(z)). Similarly, for the MGAZ2, the local field averages are given by
(D=2 2
(B (2)%) = (L 21) 2 E(z)%, (92)
[p@er(@) + (L) = p@)el?
Ly _
Ea()) = 0f <1 A =p@)L)TIC )(1) : — p@)(e1(w) — €2) ]) EQ)2 ©93)
[p@er(@) + (L: )7 = p2)el?
(1Hy-2 2
1B @)P) = ) le B2, ©4)
Ip@er(@) + (L) = p2)e?
(Es() ) — 0 (1 1= p@ D)D) el = p@)la @) - €2|2]) £y )
Ip@er(@) + (L)™' = p2)ea? o

with 0 = 1/p(2).

5.1.2. Overall responses of the graded film: €(w) and 7(w)
Owing to the simple graded structure (Fig. 21), we can use the equivalent capacitance of series combination to
calculate the linear response (i.e., optical absorption for the graded film), €(w),

Woodg
(96)
e(w) w &z, m)
where W is the thickness of the film.
By virtue of the continuity of electric displacement, there is a relation
€(z, ) E(z) = €(w) Eo. o7

Then, we take one step forward to obtain the effective third-order nonlinear susceptibility y(w) as an integral over the

graded film,
dw) [P &w) \?
é(z, ) <E(z,a))>' (98)

_ v
X(w):W/o dz y(z, w)
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In what follows, we shall do some numerical calculations. Set both y; and y, to be a real and positive frequency-
independent constant y,, so that we could emphasize the enhancement of the optical nonlinearity. Without loss of
generality, the film thickness W is taken to be unity. For the model calculation, we shall use the gradation profile

p() =az", (99)

where a and m are constants tuning the profile.

Fig. 22 shows the results obtained from the MGAT1 [Eq. (83)]. In this figure, we display: (a) the optical absorption
~ Im[e(w)]; (b) the modulus of the effective third-order optical nonlinearity enhancement |y (w)|/¥; and (c) the FOM
[7(c0)|/{xo Im[€(w)]} as a function of the incident angular frequency w, for different ng). Here Im[- - -] means the
imaginary part of - - -. When the layer gradation profile p(z) = az”™ is taken into account, a broad resonant plasmon
band is observed for any ng) of interest. In other words, the broad band is caused to appear by the effect of the positional
dependence of the dielectric or metallic component. This conclusion may be made by comparing the curves in
Fig. 22 with those of n = 0 (corresponding to the case where the effects of gradation as well as non-spherical shape
are excluded) in Fig. 27. Moreover, we find that decreasing ng) makes the resonant bands in both optical nonlin-
earity and optical absorption broader. Although the enhancement of the effective third-order optical nonlinearity is
often accompanied with the appearance of the optical absorption, the FOM is still possible to be very attractive [see
Fig. 22(c)] due to the positional dependence of the dielectric or metallic components. In particular, the particle shape
can also be used to enhance the FOM significantly. It is worth noting that there is a prominent surface plasmon resonant
peak which appears at somewhat higher frequencies in addition to the surface plasmon band at lower frequencies.

Fig. 23 displays the results which were obtained from the MGA2 [Eq. (84)]. For this figure, we see the parallel
shaped metallic particles are randomly embedded in the dielectric host in each layer. In contrast, the surface plasmon
resonant peak is found to locate at lower frequencies in addition to the surface plasmon band which locates at higher
frequencies. Also, it is shown that the broad plasmon bands in optical nonlinearity and absorption is caused to appear by
the effect of gradation, when comparing the curves in Fig. 23 with those of n =0 in Fig. 28. Note the latter corresponds
to the case without the effects of gradation and non-spherical shape. Decreasing Lgl) causes the plasmon bands to be
broadened. This effect makes the FOM can be very attractive.

The MGA1 was applied to plot Fig. 24, in an attempt to discuss the effect of the gradation of the volume fraction
of the dielectric by means of the gradation profile p(z) = az™ for different (a—) a and (d—f) m. In other words, we
investigate a compositional gradation profile in the film, in which the dielectric particles possess a positional-dependent
volume fraction. In detail, increasing a causes the resonant plasmon bands in optical nonlinearity and absorption to
be broadened, see Fig. 24(a—b). Accordingly, in case of gradation, the FOM can be more attractive, see Fig. 24(c).
Similarly, Fig. 24(d—f) displays the influence of m. It is apparent to see that the broad resonant plasmon bands in optical
nonlinearity and absorption can be enhanced by increasing m [see Fig. 24(d—e)]. Finally, the FOM can become more
attractive in the frequency range 0.3w, < w < 0.7w,, as m increases, see Fig. 24(f).

Similar to Fig. 24, Fig. 25 is plotted via the MGAZ2. First, we discuss the effect of a. In both optical nonlinearity and
absorption, the resonant plasmon bands are caused to be both enhanced and broadened by increasing a, as yielding a
very attractive FOM in Fig. 25(c). On the other hand, the m effect on the optical nonlinearity and FOM plays a role too
[see Fig. 25(e—f)], and accordingly both the optical nonlinearity and FOM can be enhanced accordingly. In addition, as
a or m varies, the plasmon resonant peaks in Fig. 25 have the same red-shift (located at lower frequency) or blue-shift
(located at higher frequency) behavior as those shown in Fig. 24 where the MGA1 was used instead.

During ion irradiation, the ion energy can be much larger at the top of the film than that at the bottom. Therefore,
the particles can be much prolate at the top, but they are relatively spherical at the bottom. In other words, both Lgl)
and ng) can be small at the top of the film, while increases to roughly 1/3 at the bottom of the film. In this regard, we
could introduce a gradation in the depolarization factor (Fig. 26) rather than in the volume fraction. Namely, in this
case, L;(z) is a function of z (Fig. 26). For convenience, we keep the volume fraction to be constant [e.g., p(z) =0.85]
for each layer throughout the film, and take a physical profile L;(z) = (1/3)z". In particular, as n = 0, we have
L.(z) =1/3, i.e., the gradation in the depolarization factor and the non-spherical shape effect disappear. For different
n, the corresponding results are shown in Figs. 27 and 28 for the MGA1 and MGAZ2, respectively. It is shown that
the L,(z) profile does have a significant impact on the optical response, as expected. In Fig. 27(a), the plasmon peak
shows a reduction as well as a blue-shift as n changes from zero (without gradation) to nonzero (with gradation), and
accordingly the optical nonlinearity and hence the FOM is reduced. The difference between the results for different
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Fig. 22. Results for the MGAI [Egq. (83)] [99]: (a) Linear optical absorption Im[€(w)]; (b) enhancement of the third-order optical nonlinearity
[7()1/ %05 and () FOM = |7 (w)|/{o Im[€(w)]} versus the normalized incident angular frequency w/w ), for layer dielectric profile p(z) = az™,

for different ng). Parameters: a =0.8, m =1, y/a)p =0.01,and e = (3/2)2.
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Fig. 23. Results for the MGA2 [Eq. (84)] [99]: (a) Linear optical absorption Im[€(w)]; (b) enhancement of the third-order optical nonlinearity
|7()1/ %05 and (c) FOM = |3 (w)|/{yo Im[€(w)]} versus the normalized incident angular frequency w/w), for layer dielectric profile p(z) = az™,

for different Lgl). Parameters: a =0.8, m =1, y/wp = 0.01, and e = (3/2)2.
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Fig. 24. Results for the MGAI [Eq. (83)] [99]: (a) and (d) Im[€é(w)]; (b) and (e) |} (w)|/7p, and (c) and (f) FOM = |y (w)|/{yo Im[€(w)]} versus
w/wp (a)—(c) for different @ at m = 1.0, and (d)—(f) for different m at a = 0.8. Parameters: L; = 0.1, y/w, = 0.01, and €3 = (3/2)2.

nonzero n (i.e., n =4, 8, 12) is not very distinct (Fig. 27). Interestingly, the L, gradation gives rise to an additional
peak which appears at a lower frequency. For the MGA2 (Fig. 28), the surface plasmon resonant bands in optical
absorption and nonlinearity are clearly visible for various L, (z) profiles, see Fig. 28(a—b). In the presence of gradation,
i.e., n becomes nonzero, the prominent plasmon absorption peak at n = 0 has been broadened into a plasmon band,
and an additional peak is induced to appear at lower frequency. Concomitantly, a plasmon band and a peak in optical
nonlinearity are also caused to appear [Fig. 28(b)] and hence the FOM can be enhanced accordingly, see Fig. 28(c).
On the other hand, we also find that the plasmon bands in optical absorption and nonlinearity can be further broadened
(and enhanced) by adopting a wider gradation profile such as L,(z) = 0.5z" (no figures shown here). For this sort of
profile, there are prolate particles at the top, but oblate particles at the bottom of the film. It is possible to realize such
oblate particles near the bottom of the film due to the reaction stress from the substance.

Finally, in Figs. 23(a), 25(a) and 28(a), there are always a plasmon band plus an absorption peak as long as the
gradation profile exists. Recently, an absorption peak plus a slim plasmon absorption band was indeed observed [88],
when one investigated the optical extinction spectra for ensembles of core-shell colloids with Au cores and shells
embedded in an index-matching fluid. But, after irradiation with 30 MeV (mega electron volt) Cu ions, a broadening
of the plasmon absorption band was also observed, which was thought to attribute to the formation of Au nanorods. To
account for this behavior, we believe the particle shape, and gradation in the depolarization factor of metals and in the
volume fraction of the metallic (or dielectric) component should be expected to play an important role.
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Fig. 26. Schematic graph to show the geometry of a metal—dielectric composite film with a variation of depolarization factor of particles along z axis
perpendicular to the film [99]. The electric field E is parallel to the gradient (z axis), thus being perpendicular to the film.

In a word, the sharp plasmon peak comes naturally from the existence of metal-dielectric interfaces. In the case
of graded metallic films, there should be a broad band only, but no sharp peak. So, for the graded metal-dielectric
composite film under present consideration, both the plasmon peak and the broad plasmon band should appear as
predicted above.
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Fig. 27. Results for the MGAI [Eq. (83)] [99]: (a) Linear optical absorption Im[€(w)]; (b) enhancement of the third-order optical nonlinearity
[7(@)|/ 05 and (c) FOM = |y (w)|/{)o Im[€(w)]} versus the normalized incident angular frequency w/w, for the gradation profile of the depolar-

ization factor of dielectric particles ng) (z) = (1/3)z", for different n. Parameters: p(z) = 0.85, 7/wp =0.01, and €2 = (3/2)2.
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We have studied the effective nonlinear optical response of a graded metal—dielectric composite film of anisotropic
particles. Based on the MGA1 and MGA2 [Egs. (83) and (84)], we derived the local electric field inside the film, and
hence obtained the effective linear dielectric constant [Eq. (96)] and third-order nonlinear susceptibility [Eq. (98)] of
the graded composite film.

In comparison with textbook formulae, the formulae [Eqs. (83) and (84)] only differ from the z-dependent volume
fraction p(z), in the sense that we could discuss the gradation which is perpendicular to the film and then leads to
nonlinearity enhancement. As a matter of fact, the present results do not depend crucially on the particular form of the
dielectric gradation profile p(z) or the depolarization-factor gradation profile L,(z). The only requirement is that we
must have a compositional or shape-dependent gradation to yield a broad plasmon band for the composite film. It should
be remarked that the optical response of the graded structure depends on polarization of the incident light, because the
incident optical field can always be resolved into two polarizations. However, a large nonlinearity enhancement occurs
only when the electric field is parallel to the direction of the gradient [4], and the other polarization does not produce
nonlinearity enhancement at all [4]. The nonlinear susceptibilities of both the parallel and perpendicular polarizations
are related to the nonlinear phase shift which can be measured by using a z-scan method [4].

Following Roorda et al. [88], one could fabricate the film under the present discussion by using mega-electron-volt
ion irradiation. Its third-order nonlinear susceptibility could also be measured by a degenerated four-wave-mixing
method, which has been used for the Au/SiO, composite film [12]. It is of interest to extend the present theory to
composites in which graded spherical particles are embedded in a host medium [20] to account for mutual interactions
among graded particles.

To sum up, we have studied the effective linear dielectric constant and third-order nonlinear susceptibility of a graded
metal—dielectric composite film of anisotropic particles with weak nonlinearity by invoking the local field effects exactly
within the Maxwell-Garnett theory. We have numerically demonstrated that this kind of film can serve as a novel optical
material for producing a broad structure in both the linear and nonlinear response and an enhancement in the nonlinear
response.

5.2. Compositionally graded metal-dielectric films: effects of microstructure

One of the crucial elements for control of the linear and/or nonlinear optical responses is the microstructure of com-
posites (e.g., see Refs. [3,57] and references therein). For discussing the effect of microstructure, the usual two methods
are the well-known Maxwell-Garnett approximation (MGA) [27,28] and Bruggeman effective medium approximation
(EMA) [29]. It is worth noting that the MGA is an asymmetrical theory (Section 2.1) whereas the EMA is a symmetrical
theory (Section 2.2).

As mentioned above, the nonlinearity enhancement often occurs concomitantly with a strong absorption, and unfor-
tunately this behavior renders the corresponding FOM to be too small to be useful. To circumvent this problem, we
shall consider a kind of compositionally graded metal—dielectric film in which a dielectric component is introduced as
particulates embedded in the metallic component. To our interest, most recently compositionally graded ferroelectric
films were investigated, and new phenomenon was shown indeed [104]. In this regard, we expect the composition-
ally graded metal—dielectric film under our investigation can show some new interesting phenomenon concerning the
nonlinear and/or linear optical responses, too.

Let us consider a nonlinear graded film with width L, in which the dielectric particles of dielectric constant €; is
embedded in the host metal of €;(w), and the volume fraction of the embedded particles p;(z) varies along z-axis.
Here the gradient of gradation is in the direction perpendicular to the film, i.e., in z-axis. In this connection, the local
constitutive relation between the displacement D and electric field E is given by

D(z, ») = e(z, 0)E(z, ®) + 1(z, »)[E(z, 0)|*E(z, ), (100)

where €(z, ) and x(z, w) are, respectively, the linear dielectric constant and third-order nonlinear susceptibility of a
layer inside the graded film. It is worth mentioning that both €(z, w) and y(z, @) are gradation profiles as a function of
position z.

Let us further assume that the weak nonlinearity condition is satisfied. That is, the contribution of the second term
(nonlinear part y(z, w)|E(z, )|?) in the right-hand side of Eq. (100) is much less than that of the first term (linear part
€(z, )) [74]. Next, we restrict our discussion to the quasi-static approximation, i.e., d /4 < 1, where d is the characteristic
size of the particle and 4 is the wavelength of the incident light. In the quasi-static approximation, the whole graded
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structure can be regarded as an effective homogeneous one with effective (overall) linear dielectric constant €(w) and
effective (overall) third-order nonlinear susceptibility y(w). That is, €(w) and y(w) is defined as [74]

(D) = &)Eq + 7(w)|Eo|*Eo, (101)

where (- - -) stands for the spatial average of - - -, and Eg = Egé; the applied field along z-axis.

Now let us take into account the detailed microstructures in order to obtain €(w) and y(w). First, we consider an
asymmetrical microstructure [27,28] in which one component constitutes inclusion particles while the other serves as
a host. For such a microstructure, the MGA (Maxwell-Garnett approximation) is valid. In detail, for each layer of the
graded metal—dielectric film, the effective dielectric constant e(z, w) is the solution of the MGA equation,

€z, w) —er(@) € — €1(w)

— - 102
o 2a@ P9 e (102)

On the other hand, we focus on a symmetrical microstructure in which the two sorts of particles can be exchanged,
yielding, however, no effect on the effective dielectric constant €(z, @) of each layer. For treating such a symmetric
microstructure, the EMA (effective medium approximation or Bruggeman approximation) [29] works for calculating
€(z, w) by solving the self-consistent equation such that

€1(w) — €(z, ) e —€elz,w)

(1=p2@)————+p2(2)

—_ = (103)
e1(w) + 2¢(z, w) € + 2e(z, w)

Regarding Eqs. (102) and (103), we should remark more. In fact, it is not possible to calculate e(z, w) exactly in terms
of the layer dielectric profile p,(z). Nevertheless, to obtain an estimate of e(z, w), we can take a small volume element
inside the layer, at a position z. Further, this small volume element can be seen as a composite where the dielectric
particles are randomly embedded in the metallic component. Accordingly, the volume fraction of the dielectric particles
is p2(z). In this regard, the above-mentioned MGA and EMA should be expected to hold well for computing e(z, ).

Owing to the simple graded structure, we can use the equivalent capacitance of series combination to calculate the
linear response (i.e., optical absorption),

1 1 L dz
— / (104)
0

dw LJy ez o)

To investigate the nonlinear optical response, we first calculate local electric field E(z, w) by means of the identity
€(z, )E(z, w) = é(w)Eg (105)

due to the virtue of the continuity of the electric displacement. In view of the existence of nonlinearity inside the graded
film, the effective nonlinear response 7(w) can be given by [74]

Z(@EJ = (1(z, ©)|Eiin (2)|*Eiin(2)?), (106)

where Eji, denotes the linear local electric field. Next, we take one step forward to express the effective nonlinear
response as an integral over the film,

7o) 1/Ld ( )‘ (@) 2( () )2 (107)
() = — 2x(z, .
g Ly & €z, )| \€e(z, w)
For the following numerical calculations, we adopt a Drude-type dielectric function for metallic particles, namely,
5
e(w)=1-——"——, (108)
w(w +1y)

where @, denotes the bulk plasmon frequency, and y the damping constant. In addition, we set y = 0.01w), (typical
value for noble bulk metals) and e, = (3/ 2)2 (dielectric constant of glass).

Now we are in a position to do some numerical calculations in an attempt to discuss the effect of the above-mentioned
microstructures. Set y(z, @) to be a constant y;, so that we could emphasize the enhancement of the optical nonlinearity.
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Regarding the layer dielectric profile, take a power form p,(z) = az™. Without loss of generality, the layer width L is
set to be unity.

In Figs. 29-32, we plot (a) the optical absorption ~ Im[e(w)], (b) the modulus of the effective third-order optical
nonlinearity enhancement |y(w)|/y;, and (c) the FOM (figure of merit) |y(w)|/{yx; Im[e(w)]} as a function of the
incident angular frequency w, respectively. Here Im[- - -] means the imaginary part of - - - .

It is well known that the MGA correctly predicts the surface plasmon resonance of bulk metal—dielectric composite,
and this properties is shown as well in our model for a metal—dielectric film. Figs. 29 and 30 show the optical properties
based on the MGA. In Fig. 29, we display the effect of the coefficient a. When the layer dielectric profile p>(z) is
taken into account, a broad resonant plasmon band is observed always. In other words, the broad band is caused to
appear by the effect of the positional dependence of the dielectric or metal. Also, we find that increasing a causes the
resonant band not only to be enhanced, but also red-shifted (namely, located at a lower frequency region). In a word,
although the enhancement of the effective third-order optical nonlinearity is often accompanied with the appearance of
the optical absorption, the FOM is still possible to be very attractive due to the presence of the positional dependence
of the dielectric or metallic components. Moreover, it is worth noting that a prominent surface plasmon resonant peak
appears at somewhat higher frequencies in addition to the surface plasmon band. As a increases, this peak is blue-shifted
(i.e., locates at a higher frequency region) accordingly.

Similarly, Fig. 30 displays the influence of m. It is apparent to see that the broad resonant plasmon band can be
enhanced significantly by adjusting m. However, no distinct red-shift occurs for the plasmon band as m varies. In
contrast, we notice that increasing m can make the surface plasmon resonant peak red-shifted.

For the symmetrical microstructure (EMA model), we also display the effects of a (Fig. 31) and m (Fig. 32), respec-
tively. For this kind of microstructure, a plasmon band exists as well. However, the surface plasmon resonance becomes
broad and weak, and the resonance peak disappears at a large volume fraction of metallic particles (e.g.,a=0.2, m=1.0).
This is different from the MGA prediction that whatever the volume fraction of the metal component is there always
exists a sharp resonance. That is, such a difference is caused by introducing the two different (asymmetrical and
symmetrical) microstructures. Moreover, it is well known that there is a percolation threshold predicted by the EMA,
at which the properties of the metal-dielectric composite change significantly. For metal-dielectric composites the
percolation threshold is py(z) = 2/3 [i.e., | — pa(z) = 1/3] at which the conductivity of the composite becomes
nonzero. In other words, as 1 — p2(z) > 1/3 the composite behaves as a metal rather that a dielectric. Thus, in
Figs. 31 and 32, there is no apparent resonance peak especially when the volume fraction of the metal is large.
Also, the nonlinearity enhancement is unimpressive and the FOM is generally small. Nevertheless, the plasmon band
always exists, too.

For the Maxwell-Garnett model, the microstructure of interest should be asymmetrical. That is, the dielectric particles
are surrounded by the metallic component. In other words, the dielectric particles are randomly dispersed in a metallic
host so that the dielectric particles cannot touch each other. On the other hand, for the Bruggeman model, the microstruc-
ture should be symmetrical. That is, both the dielectric particles and metallic particles are mixed randomly. It is not
possible to distinguish the embedded component with the host medium. It is known that the Maxwell-Garnett model
(without gradation) can predict a sharp plasmon resonance peak whereas the Bruggeman model will give a broad
plasmon band. For the Maxwell-Garnett model with gradation, a broad resonant plasmon band is observed, see
Figs. 29-30. It is because the inhomogeneity due to gradation leads to a further broadening of the plasmon reso-
nance peak. In more detail, as a or m increases, see Fig. 29 or 30, the resonant frequency takes on values within a
broader range across the film, and hence leads to a broad plasmon band. The further broadening in the plasmon band
also occurs in the Bruggeman model.

We have discussed the effective linear and nonlinear optical responses of a compositionally graded metal—dielectric
film in an attempt to study the effect of microstructure. For two asymmetrical and symmetrical microstructures, we
used the MGA and EMA to calculate the effective responses, respectively.

The appearance of plasmon bands is interesting, and comes about from the gradual changes in the volume fraction
of the metallic component in one direction, i.e. like a one-dimensional tight binding band of surface plasmon modes at
each layer. As a matter of fact, the present results do not depend crucially on the particular form of the layer dielectric
profile p(z). However, the microstructure can significantly affect the linear and nonlinear optical response, as showed
above. As the volume fraction of the metal component increases, the MGA (or EMA) predicts a sharp (or broad and
weak) resonance. However, a plasmon band was observed always, regardless of the detailed microstructure. To obtain
such results, the only requirement is that one must have a composition-dependent layer inside the graded film.
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Fig. 29. Results of the MGA: (a) Linear optical absorption Im[é(w)]; (b) enhancement of the third-order optical nonlinearity |y (w)|/y;;: and (c)
FOM (figure of merit) = |7(w)|/{y Im[é(w)]} versus the normalized incident angular frequency w/w for layer dielectric profile p;(z) = az™.
Parameters: y/wp, = 0.01 and €3 = (3/2)2.
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In fact, a direct numerical evaluation of the linear problem giving Ej;, can give an independent check for the validity
of Egs. (104) and (105). In so doing, one needs to invoke a random resistor network for the genuine random composite.

It is also interesting to extend the present consideration to composites in which graded spherical particles are
embedded in a host medium [20].

To calculate e(z, w) for an asymmetrical microstructure, we used the MGA [Eq. (102)] for which the metal
(or dielectric) component serves as a host (or inclusion). Inversely, we could see the metal (or dielectric) component
as an inclusion (or host), and use the same form as Eq. (102) by exchanging €1 (w) and €>, and p>(z) and 1 — p(z).
In so doing, as €;(w) > € the former MGA [Eq. (102)] always gives an upper bound while the latter offers a lower
bound, and vice versa. But the exact result must lie between the two bounds, as already pointed out by Hashin and
Shtrikman [102].

To sum up, we have studied a compositionally graded metal—dielectric film by investigating two asymmetrical
and symmetrical microstructures, respectively, and found that the effective linear and nonlinear optical responses are
sensitive to the microstructure. Thus, it is possible to gain a large nonlinearity enhancement and optimal FOM by
choosing an appropriate microstructure in compositionally graded metal-dielectric films.

5.3. Composite media of graded spherical particles

Graded materials [39,73], whose properties vary gradually as a function of position, have received much attention
as one of the advanced heterogeneous composites in various engineering applications by using the gradients in thermal
[105], electric [106] and mechanical properties [107]. This gradation may occur naturally or may be a product of man-
ufacturing processes. It was reported [4,5,21,23] that graded (inhomogeneous) materials can show stronger nonlinear
optical responses than the corresponding homogeneous ones. Also, it is desirable and of interest to use dielectric—coated
metallic nanoparticles with varying shell thickness to form a dielectric constant gradient [56]. In nature, there are also
many graded materials, such as liquid crystal droplets [108] and biological cells [24], because of the inhomogeneous
compartment inside them.

Physically, graded materials are quite different from the homogeneous ones and other conventional composites.
Therefore, the composite media consisting of graded particles can be more useful and interesting than those of homo-
geneous inclusions. The traditional theories used to deal with the homogeneous materials [109], however fail to deal
with composites of graded inclusions directly. To treat these composites, we have recently developed a first-principles
approach [19,40,110] and a differential effective dipole theory (Section 2.4) [40,111].

The problem becomes more complicated by the presence of nonlinearity in realistic composites. Besides inho-
mogeneity, such nonlinearity plays also an important role in the effective material properties of composite media
[3,6,17,68,74,75]. 1t is thus necessary to establish a new theory to study the effective nonlinear properties of graded
composite media. In fact, the introduction of dielectric gradation profiles in nonlinear composites is able to provide an
alternative way to control the local field fluctuation, and hence let us obtain the desired effective nonlinear response.

In fact, the previous one-shell model [78] and multi-shell model [76], which were used to study the effective
nonlinear optical property, can be seen as an initial model of graded inclusions. In Section 5.3, we shall put forth
a nonlinear differential effective dipole approximation (NDEDA) to investigate the effective linear and nonlinear
dielectric properties of composite media containing a very small volume fraction of nonlinear graded spherical particles
(inclusions). For such particles, the linear and nonlinear physical properties will continuously vary along their radius.

5.3.1. Model and definition of effective linear and nonlinear responses

Let us consider a nonlinear composite system, in which identical graded spherical inclusions with radius a, are
randomly embedded in a linear host medium of dielectric constant €. The local constitutive relation between the
displacement (D) and the electric field (E) inside the graded particle is given by

D = ¢(r)E + 3(r)|E|’E, (109)

where e(r) and y(r) are, respectively, the linear dielectric constant and third-order nonlinear susceptibility. Note both
€(r) and y(r) are radial functions. Here we assume that the weak nonlinearity condition is satisfied [74]. In other words,
the contribution of the second (nonlinear) part [, (r)|E|2] in the right-hand side of Eq. (109) is much less than that of
the first (linear) part e(r). We restrict further our discussion to the quasi-static approximation, under which the whole
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composite medium can be regarded as an effective homogeneous one with effective linear dielectric constant €, and
effective third-order nonlinear susceptibility y,. To show the definitions of €, and y,, we have [74]

(D) = .Eg + 7.|Eo|*Eo, (110)

where (- - -) represents the spatial average, and Eg = Eye; is the external applied field along z axis.
The effective linear dielectric constant €, is given by

1
eEog = v/ €iEiinidV = f(e(r)Efin.1) + (1 — f)ea(Eiin,2), (111)
%

where fis the volume fraction of the graded particles and the subscript stands for the linear local field [i.e., obtained
for the same system but with y(r) = 0].
In view of the existence of nonlinearity inside the graded particles, y, can then be written as [74,100]

4_ 1 PR 1 2 2 2 2
1Eo = v/, %ilEliiy B dV = v Jo 1) Elin 1 Eiin1 dV = f (2" [Eljiy 1 Efin 1) (112)

In the next section, we will develop a NDEDA (nonlinear differential effective dipole approximation), in an attempt
to derive the equivalent linear dielectric constant €(a) and third-order nonlinear susceptibility y(a) of the nonlinear
graded inclusions. Then, the effective linear dielectric constant and third-order nonlinear susceptibility of the composite
media of nonlinear graded inclusions will be derived accordingly in the dilute limit.

5.3.2. Nonlinear differential effective dipole approximation

To establish the NDEDA, we first mimic the gradation profile by a multi-shell construction. That is, we build
up the dielectric profile by adding shells gradually [112]. We start with an infinitesimal spherical core with linear
dielectric constant €(0) and third-order nonlinear susceptibility y(0), and keep on adding spherical shells with linear
dielectric constant e(r) and third-order nonlinear susceptibility y(r) at radius r, until » = a is reached. At radius r,
the inhomogeneous spherical particle with space-dependent dielectric gradation profiles e(r) and y(r) can be replaced
by a homogenous sphere with the equivalent dielectric properties €(r) and x(r). Here the homogeneous sphere should
induce the same dipole moment as the original inhomogeneous sphere.

Next, we add to the sphere a spherical shell of infinitesimal thickness dr, with dielectric constant €(r) and nonlinear
susceptibility y(r). In this sense, the coated inclusions is composed of a spherical core with radius r, linear dielectric
constant €(r) and nonlinear susceptibility (r), and a shell with outermost radius r + dr, linear dielectric constant
€(r) and nonlinear susceptibility y(r). Since these coated inclusions with a very small volume fraction are randomly
embedded in a linear host medium, under the quasi-static approximation, we can readily obtain the linear electric
potentials in the core, shell and host medium by solving the Laplace equation [76]

¢.= — EgARcos 0, R<r,

3
¢, = — Ep <BR— %)cos@, r<R<r+dr,
3
¢h=—E0<R—D(rR¢)cosé), R>r+dr, (113)
where
A 9626(r), B— 3eale(r) + 26(r)]’ C— 3er[e(r) — e(r)]’
0 0 0

D— [e(r) — exlle(r) + 2e(r)] + Alez + 2e(r)1[e(r) — e(r)]

Q b

with interfacial parameter 1 = [r/(r + dr)]?, and

0 =[e(r) +2e2][e(r) + 2e(r)] + 24[e(r) — e2][€(r) — e(r)].
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The effective (overall) linear dielectric constant of the system is determined by the dilute-limit expression [36]
€. =€+ 3perD, (114)

where p is the volume fraction of graded particles with radius r. The equivalent dielectric constant e(r + dr) for the
graded particles with radius » +dr can be obtained self-consistently by the vanishing of the dipole factor D by replacing
€2 with €(r 4 dr). Taking the limit dr — 0 and keeping to the first order in dr, we obtain

€(r) —e(r)

AN =30 S @t A

) — ) —er) [, &n—en] (115)
r €(r)
Thus, we have the differential equation for the equivalent dielectric constant €(r) as [112]
de(r) _ [e(r) — e(m)] - [e(r) + Ze(r)]' (116)

dr re(r)

Note that Eq. (116) is just the Tartar formula, derived for assemblages of spheres with varying radial and tangential
conductivity [39].

Next, we speculate on how to derive the equivalent nonlinear susceptibility y(r). After applying Eq. (112) to the
coated particles with radius » 4 dr, we have
(EPE?) <,

(IEPE®) g < rrar (2(DIEPE?), _g<riar

1@ +dr) =) ———+ 1A =2 (117)
[Eo|?Ej [Eo|?Ej |Eo|?Ej

As dr — 0, the left-hand side of the above equation admits

_ (EPE) R<ryar - ' 3¢ 2 < 3¢ )2

(r +dr)——————— = (r +dr)|= =

2 +dr) Eo2E2 140 i 1 26| \fdr v dn 120

3de(r)/d de(r)/dr \*
= 7KK — dr(r) KPR | S (O
26> + €(r) 26> + €(r)
&
kP g, 118)
dr
with K = (3€2)/[€(r) 4 2¢>]. The first part of the right-hand side of Eq. (117) is written as
7(r)(|E[*E2 B} dr
|Eo|2Ej r
where
_ [e() — e2lle(r) — e(r)]
e(r)er) +2e]
The second part of the right-hand side of Eq. (117) has the form [36]
1(r)|E|*E? 3
(1 = HOIE >’<2R<’+d’ = ) P25+ 1802 + 18P 4 403 4 120 (e + 24P, (120)
|Eo|°Ej Sr
where
€(r) —e(r) _eoé(r) +2¢e(r)]

x=—"—"— and z7=—-——"—.
e(r) + 2¢(r) e(r)[e(r) + 2e]
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Substituting Egs. (118), (119) and (120) into Eq. (117), we have a differential equation for the equivalent nonlinear
susceptibility x(r), namely,

dy(r) _ . 3de(r)/dr de(r)/dr \* ) - 6y +2y* -3 n 3p(r) |e(r) 4 2¢(r) 2
o Mg ran T\ atan x Sr 3e(r)
- 2
x <%) (5 + 18x% + 18|x|? + 4x> + 12x|x|? + 24|x|%x?). (121)

So far, the equivalent €(r) and y%(r) of graded spherical particles of radius r can be calculated, at least numerically,
by solving the differential equations Eqgs. (116) and (121), as long as e(r) (dielectric-constant gradation profile) and
«(r) (nonlinear-susceptibility gradation profile) are given. Here we would like to mention that, even though y(r) is
independent of r, the equivalent 7 (r) should still be dependent on r because of €(r) as a function of r. Moreover, for
both e(r) = €1 and y(r) = x; (i.e., they are both constant and independent of r), Egs. (116) and (121) will naturally
reduce to the solutions €(r) = €1 and y(r) = y;.

To obtain €(r = a) and y(r = a), we integrate Eqs. (116) and (121) numerically at given initial conditions e(r — 0)
and 7(r — 0). Once €(r = a) and 7(r = a) are calculated, we can take one step forward to work out the effective linear
and nonlinear responses €, and y, of the whole composite in the dilute limit, i.e. [74],

ee=62+3ezfm, (122)
and
_ 3en 2 3en 2
fe=J20r=a) €(r=a)+2¢ <E(r =a)+ 262) ' (123)

5.3.3. Exact solution for power-law gradation profiles
Based on the first-principles approach, we have found that, for a power-law dielectric gradation profile, i.e., e(r) =
A(r/a)", the potential in the graded inclusions and the host medium can be exactly given by [113]

¢;(r)= — & Epricosl, r<a,

¢,(r) = — Egrcos0 + %Eo cosO, r>a, (124)

where the coefficients ¢; and £, have the form

3al=%¢y SA—e 4

d =—a’,
& and &, SA+262a

. =sA+262

and s is given by

s=%[\/m—(1+n)].
The local electric field inside the graded inclusions can be derived from the potential E = —V ¢,
E; = & Eor® ! (s cos fe, — sin Oeg) = & Eor® ™ {(s — 1) cos 0sin 0 cos e,
+ (s — 1) cos 0'sin 0'sin e, 4 [(s — Dcos®0 + 1le.}, (125)

where e,, ey, and e,, e, and e, are unix vectors in spherical coordinates and in Cartesian coordinates. In the dilute
limit, from Eq. (111), we can obtain the effective linear dielectric constant as follows

1
€e = €2 + V_E()/(zi[A(r/a)n — 62]ez 'Ei dv

e+ 3 fS A 9 (126)
TsA+20 \24+n+s 2+
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Fig. 33. The effective linear dielectric constant €, versus A for the power-law dielectric gradation profile €(r) = A(r/a)" in the dilute limit f =0.05
[20]. Lines: numerical results from the NDEDA [Eq. (116)]; Symbols: exact results [Eq. (126)].

On the other hand, the substitution of Eq. (125) into Eq. (112) yields

1
Lo = v / 1) Ey |25%(szcos20 +sin?0)%r* 2 sin O dr dOd¢
Q;

f

a
=25l PETB +4s + 35 - /0 2(rr¥ 2 dr. (127)

For example, for a linear profile of y(r), i.e., y(r) = k1 4+ ka - r/a, Eq. (127) leads to

f 20 36\ 5 NS
-1 844524354 (2 . 128
20 sAT o) BT IO (128)

3¢y
SA + 2e

Le

In addition, for a power-law profile of y(r), namely, y(r) = k| (r/a)kz, Eq. (127) produces

f 20 3e \? (844524351
Lo == < > ki <—> . (129)
5 SA + 26 ky —1+4s

We are now in a position to evaluate the NDEDA. For the comparison between the first-principles approach and
the NDEDA, we first perform numerical calculations for the case where the dielectric constant exhibits power-law
gradation profiles e(r) = A(r/a)", while the third-order nonlinear susceptibility shows two model gradation profiles:
(a) linear profile y(r) = k1 + k2 - r/a, and (b) power-law profile y(r) = k; (r/a)kz. Without loss of generality, we
take e = 1 and a = 1 for numerical calculations. The fourth-order Runge—Kutta algorithm is adopted to integrate the
differential equations [Egs. (116) and (121)] with step size 0.01. Meanwhile, the initial core radius is set to be 0.001.
It was verified that this step size guarantees accurate numerics.

In Fig. 33, the effective linear dielectric constant (e, ) is plotted as a function of A for various indices n. It is shown that
€. exhibits a monotonic increase for increasing A (and decreasing n). This can be understood by using the equivalent
dielectric constant e(r = a) which increases as A increases (n decreases). Moreover, the excellent agreement between
the NDEDA [Eq. (116)] and the first-principles approach [Eq. (126)] is shown as well.

Next, the effective third-order nonlinear susceptibility (y,) is plotted as a function of A for the linear gradation profile
1(#) = ki + ko - r/a (Fig. 34), and for the power-law profile y(r) = ki (r/a)k2 (Fig. 35). We find that the effective
nonlinear susceptibility decreases for increasing A. The reason is that, as mentioned above, for larger A, the graded
inclusions possess larger equivalent dielectric constant, and the local field inside the nonlinear inclusions will become

3¢y
SA + 2e
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Fig. 34. The effective third-order nonlinear susceptibility y, versus A for power-law dielectric-constant gradation profile €(r) = A(r/a)" and linear
nonlinear-susceptibility gradation profile y(r) = k1 + ky - r/a with (a) k; = 1 and kp = 1, and (b) k1 =2 and k» = 3 [20]. Lines: numerical results
from the NDEDA [Eqs. (116) and (121)]; Symbols: exact results [Eq. (127)].

more weak, which results in a weaker effective nonlinear susceptibility (y,). In addition, increasing n leads generally
to increasing y,, and such a trend is clearly observed at large A. Again, we obtain the excellent agreement between the
first-principles approach [Eqgs. (128) and (129)] and the NDEDA [Eqs. (116) and (121)].

In what follows, we investigate the surface plasmon resonance effect on the metal-dielectric composite. We adopt
the Drude-like dielectric constant for graded metal particles, namely,

w3 (r)

=l e heT

(130)

where w () and y(r) are the radius-dependent plasma frequency and damping coefficient, respectively. For the sake
of simplicity, set y(r) = y; to be independent of r, in an attempt to emphasize the enhancement of the effective optical
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Fig. 35. Same as Fig. 34, but for power-law nonlinear-susceptibility gradation profile y(r) = k| (r/a)k2 [20].

nonlinearity, and e; = 1.77 (the dielectric constant of water). We assume further w, (r) to be

r

wp(r)=wp <l—ko)-;), r<a. (131)

This form is quite physical for k, > 0, since the center of grains can be better metallic so that w, (r) is larger, while
the boundary of the grain may be poorer metallic so that w, (r) is much smaller. Such the variation can also appear
because of the temperature effect [114]. For small particles, we have the radius-dependent y(r) as [80]

ky
y(r) =p(0) + ——, r<a, (132)
r/a
where y(o0) stands for the damping coefficient in the bulk material. Here k; is a constant which is related to the Fermi
velocity vg. In this case, the exact solution being predicted by a first-principles approach is absent. Fortunately, we can
resort to the NDEDA instead.
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Fig. 36. (a) The linear optical absorption Im(e,), (b) the enhancement of the third-order optical nonlinearity |y,|/y, and (c) the figure of merit
= |x.|/Im(€) versus the incident angular frequency w/w for dielectric-constant gradation profile €(r) = 1 — a)%,(r) /lo(w + iyp(r))] with
wp(r)=owp(l - ke - r/a) and p(r) = 0.01wp [20]. Parameters: € = 1.77 and f = 0.05.

In Fig. 36, we plot the optical absorption [~ Im(e,.)], the modulus of the effective third-order optical nonlinearity
enhancement (|y,|/yx;) and the figure of merit (|y,|/Im(e.)) versus the incident angular frequency . For the case
of the homogeneous particles, i.e., k,, = 0, there is a single sharp peak at  ~ 0.5w),, corresponding to the surface
plasmon resonance, as expected. However, for the case of the graded particles, i.e. k,, 7# 0, besides a sharp peak, a
broad continuous resonant band in the high-frequency region is apparently observed. The position of the sharp peak
can be estimated from the resonant condition Re[e(r = a)] 4 2¢» = 0, while the broad continuous spectrum is indeed a
salient result of the gradation profile. More exactly, the broad spectrum results from the effect of the radius-dependent
plasma frequency. In Ref. [78], we found that, when the shell model is taken into account, a broad continuous spectrum
should be expected to occur around the large pole in the spectral density function. In fact, the graded particles under
consideration can be regarded as a certain limit of multi shells, which thus should yield the broader spectra in Im(e,),
l%.1/x1 as well as |y, |/Im(e.). In addition, we note that increasing k,, makes both the surface plasmon frequency and
the center of the resonant bands red-shifted. In particular, the resonant bands can become more broad due to strong
inhomogeneity of the particles. From the figure, we conclude that, although the third-order optical nonlinearity is
always accompanied with the optical absorption, the figure of merit in the high frequency region is still attractive due to
the presence of weak optical absorption. Thus, we believe that graded particles have potential applications in obtaining
the optimal figure of merit, and make the composite media more realistic for practical applications.

Finally, we focus on the effect of y(r) on the nonlinear optical property in Fig. 37. As evident from the results, the
variation of k, plays an important role in the magnitude of the effective optical properties, particularly at the surface
plasmon resonance frequency.

We have developed an NDEDA (nonlinear differential effective dipole approximation) to calculate the effective linear
and nonlinear dielectric responses of composite media containing nonlinear graded inclusions. The results obtained
from the NDEDA are compared with the exact solutions derived from a first-principles approach for the power-law
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Fig. 37. Same as Fig. 36, but with ), (r) = wp and y(r) = y(c0) + k;/(r/a) for y(co) = 0.01w, [20].

dielectric gradation profiles, and the excellent agreement between them has been shown. We should remark that the
exact solutions are also obtainable for the linear dielectric gradation profiles with small slopes (the derivation not shown
here). In this case, the excellent agreement between the two methods can be shown as well since the NDEDA is valid
indeed for arbitrary gradation profiles. In general, the exact solution is quite few in realistic composite research, and
thus our NDEDA can be used as a benchmark.

The NDEDA was derived for the composite containing the nonlinear graded inclusions in a linear host. Interestingly,
it can be readily generalized to the composite system where the graded inclusions and the host are both nonlinear [4].
In this situation, the effective third-order nonlinear response can be written as [11,79],

2 3er >2+. 1=
—a 125, TRIS

— oy — 3e
te = Fulr= a)' e(r=a)+2e

18 18 6 2 8
+1f <3ﬁ + B+ gﬁz + glﬁl2 + glﬁlzﬁ + §ﬁ3 + §|ﬁ|2/32> : (133)

where § = [e(r =a) — e2]/[e(r = a) + 2¢3] and y, is the third-order nonlinear susceptibility of the host medium. As
a matter of fact, for this purpose, the perturbation method can also be adopted [115].

The NDEDA is strictly valid in the dilute limit. To achieve the strong optical nonlinearity enhancement, we need
possibly nonlinear inclusions with high volume fractions. In this connection, the effect of the volume fraction is expected
to cause a further broadening of the resonant peak, and possibly, a desired separation of the optical absorption peak
from the nonlinearity enhancement due to mutual interactions [7]. Therefore, it is of particular interest to generalize
the NDEDA for treating the case of high volume fractions.

It is also instructive to develop the first-principles approach to weakly nonlinear graded composites. The perturbation
approach [67] in weakly nonlinear composites is just suitable for this problem. Moreover, with the aim of the variational
approach [116], the NDEDA may be applied to the cases of strong nonlinearity, where the linear part [e(r)] in Eq. (109)
vanishes. On the other hand, based on the self-consistent mean-field approximation [117], the applicability of NDEDA
to more general cases, where linear [e(r)] and nonlinear [x(r)|E|2] parts can be comparable, may be also possible.
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To sum up, we put forth an NDEDA and a first-principles approach for investigating the optical responses of nonlinear
graded spherical particles. The excellent agreement between the two methods has been shown. As an application, we
applied the NDEDA to discuss the surface plasmon resonance effect on the effective linear and nonlinear optical
properties like the optical absorption, the optical nonlinearity enhancement, and the figure of merit. It is found that the
dielectric gradation profile can be used to control the surface plasmon resonance and achieve the large figure of merit
in the high-frequency region, where the optical absorption is quite small.

5.4. Composites of graded particles with dielectric anisotropy

The above gradation models were built up under the assumption that the graded inclusions exhibit isotropic dielectric
response. However, dielectric anisotropy occurs naturally due to the presence of gradation inside the particles. Moreover,
there are many inhomogeneous materials with spatial anisotropy, like polycrystal aggregates of a single anisotropic
component [118], liquid crystal droplets [119], and cell membranes containing mobile charges [ 120]. In these situations,
the local dielectric coefficient should be tensorial. Thus, for a better understanding of the dielectric—anisotropy effect,
it is necessary to generalize our previous isotropic gradation models [19,110-112] accordingly.

The nonlinearity is a common phenomena in realistic graded materials. And the spatial anisotropy effect has not
yet been investigated in the traditional theories. Below we shall develop a new theory, in an attempt to study the
effective linear and nonlinear optical properties of composite media, by taking into account the dielectric anisotropy
of the nonlinear graded particles. For the dielectric tensor of these graded inclusions, the components of the tensorial
dielectric constant of interest will be assumed to vary along the radius of the particles continuously.

5.4.1. Model and definition of effective linear dielectric constant and third-order nonlinear susceptibility
Let us consider a dilute composite material, where the identical spherical inclusions having a dielectric constant

<~ . . . . . . . . . .
tensor €1, with radius a, are randomly embedded in a linear isotropic host with (scalar) dielectric constant ¢;. Inside the
anisotropic inclusions, the local constitutive relation between the displacement (D) and the electric field (E) is given
by [121]

Di=Y ejEj+ Y ijuEjEcEf. (134)
j jk

Here D; and E; are, respectively, the ith Cartesian components of D and E. It is worth remarking that €;; and y; ;1
are the second-rank and fourth-rank Cartesian tensors, respectively. Our analysis will be limited to the case of weak
nonlinearity. In other words, the nonlinear part in Eq. (134) will be assumed to be small when compared with the linear
part.

In what follows, the dielectric tensor for the the anisotropic spherical inclusions is assumed to be diagonal in spherical
coordinates, with a value €1;(r) in the tangential directions and €;,(r) in the radial direction [25,120,122]. Here, both
dielectric gradation profiles €, (r) and €, (r) will be mathematically represented as radial functions [25]. In view of

. . . <> . .
the spherical symmetry, we can express the dielectric constant tensor €1(r) of graded particles in the form

e1r(r) 0 0
= o ew o |. (135)
0 0 e (r)

Note the above form is in spherical coordinates, rather than in Cartesian coordinates. Nevertheless, it can also be
represented in Cartesian coordinates by a transformation using appropriate rotation matrices.

As the graded inclusions with dielectric anisotropy are randomly oriented, the whole sample should be macroscopi-
cally isotropic. Thus, we can define the effective linear dielectric constant €, and the third-order nonlinear susceptibility
1. of the whole composite as [74,121]

D = ¢.Eo + 7. /Eo|*Eo, (136)
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where (- - -) stands for the spatial average, and Eg = Epe; denotes the external applied field along z-axis. In Eq. (136),
the effective linear dielectric constant €, is given by

<~
&

1 PN
Bo = / FEmdV = £() - Evi) + (1 — Hea(Eagin), (137)
14

where fis the volume fraction of the graded inclusions. Here, the subscript ‘lin’ denotes the linear local field inside the
graded inclusions or the host.
In view of the existence of nonlinearity inside the anisotropic graded particles, y, is given by [74,123]

1
erS == Z/ Zijkt Etini Exin, j Etin k Eyiy, AV = f Z(XijklElin.iElin,jElin.kElin,l)- (138)
4 ijkl 7V ijkl

Here Ejin ; denotes the Cartesian component of the linear local electric field. Then, just as in isotropic composites [74],
both €, and y, in nonlinear composite media with local dielectric anisotropy can be expressed (to the lowest order in
the nonlinearity) in terms of the electric field in the related linear medium as well.

In the next section, we will develop an NADEDA (nonlinear anisotropic differential effective dipole approximation),
so as to derive the equivalent linear dielectric constant €(a) and third-order nonlinear susceptibility y(a) of the nonlinear
graded inclusions. In this connection, €, and y, of this anisotropic graded composite media can further be derived in
the dilute limit.

5.4.2. Nonlinear anisotropic differential effective dipole approximation

To put forth an NADEDA (nonlinear anisotropic differential effective dipole approximation) for graded particles
with dielectric anisotropy, we regard the gradation profiles as a multi-shell construction. In detail, we build up the
dielectric profile by adding shells gradually [112]. Let us start with an infinitesimal spherical core with linear dielectric
constants €1, (r =0) =€, (r =0) = €(0) and nonlinear susceptibility y;;;, and keep on adding shells with the tangential
and radial dielectric constant €1, (r) and €1, (), and the Cartesian fourth-rank tensorial nonlinear susceptibility ;4 (to
show the optical nonlinearity enhancement, we always assume y;; to be independent of r), at radius r, until r = a is
reached.

At radius r, we have an inhomogeneous spherical particle with spatially varying dielectric constant, which are
characterized by the gradation profiles €;,(r) and €j;(r), and with tensorial nonlinear susceptibility y;;z;. Then, we
can regard such an inhomogeneous particle as an effective homogeneous one with the equivalent isotropic dielectric
properties €(r) and y(r). Here the homogeneous sphere should induce the same dipole moment as the original in-
homogeneous sphere. Then, we add to the homogeneous particle a spherical shell of infinitesimal thickness dr, with
linear dielectric constants, €1,(r) and €1,(r), and nonlinear susceptibility, y; k- In this situation, the coated inclu-
sions are composed of a spherical core with radius r, linear dielectric constant €(r) as well as nonlinear susceptibility
72(r), and a shell with outermost radius » + dr, linear dielectric constants €1, (r) and €1,(r), as well as nonlinear
susceptibility y;x;-

For the graded particles with dielectric anisotropy describe Eq. (135), the displacement vector is related to the field,
D= ?1 (r) - E. In view of E = —V @, we have the following electrostatic equation:

V. (5,(r) - V®) =0. (139)

In spherical coordinates, Eq. (139) can be cast into

L0 (o @) L0 (g @) o L8[ oeY 10)
—— (r)— ———— | sin — —_— — ) =0.
2o U ) T 2ein000 Y ) T 2sinze oy \ MY oy

Let us consider the composite where the coated inclusions are randomly embedded in the linear host medium. Under
the quasi-static approximation, we can readily obtain the linear electric potentials inside the core, shell and host medium
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by solving Eq. (140),

¢.= — EoARcosl, R<r,
. C (1426) d 1-0
¢, = —Ep <B(r +dr)1_5R‘> il R(‘:JFT ) cosf), r<R<r+dr,
D(r +dr)?
¢, = — Eo <R—%)cos@, R>r+dr. (141)

Here the four unknown parameters A, B, C and D can be determined by applying the appropriate boundary conditions
on the interfaces. As a result, we obtain
_304+20)0e,0AC VR 3aler) + (1 +9ar0)] L _ 3eldr) =6 0)]
Q ’ Q ’ Q ’
8- e () = l[e(r) + (1 + Oer (N + 2120P e + (1 + et (MI[Er) — 8- €1, ()]
= ) ,

A

D

with interfacial parameter 1 = [r/(r + dr)]3 and 0 = —1/2 + /1/4 + 2¢1,(r) /€1, (r), and
0 =1[0-e1,(r) +26l[e(r) + (1 4+ )er, (D] + A H2IB[(A + d)ey () — 262][e(r) — 6 - €1,(r)].

If €1, (r) = €1, (r), the physical parameter 6 = 1, and then Eq. (8) degenerates to the isotropic form.
The effective (overall) linear dielectric constant of the system is determined by the dilute-limit expression [36]

€e =6 +3perD, (142)

where p is the volume fraction of the graded particles with radius . The equivalent dielectric constant e(r + dr) for
the graded particles with radius r + dr can be self-consistently obtained by the vanishing of the dipole factor D by
replacing e, with €(r + dr). Taking the limit dr — 0 and keeping to the first order in dr, we obtain
EIG — 1) + 042029298 e, (N[ — 1) = (8 +2)021+29/3)

er) (1= 207208 ey (IS + 148 A1)

[Oe1,(r) — €I + Derr(r) + €(r)] dr

e(r+dr)y=ec;,(r){1+

=€e(r) + (143)
reiy(r)
Thus, we have the differential equation for the equivalent dielectric constant e(7),
deé(r) _ 0@+ Dlerr (NP — ererr(r) — [é(r)]z' (144

dr rey(r)

Note that Eq. (144) is just the Tartar formula, which was derived for assemblages of spheres with varying radial and
tangential conductivity [39]. If €}, is independent of r, namely €1, = €], we have § = 1 due to isotropic property at
r =0, and then Eq. (144) predicts €(r) = €1, as expected.

Next, we speculate on how to derive the equivalent nonlinear susceptibility (r). After applying Eq. (138) to the
coated particles with radius r + dr, we have

> (Liju EiEj ELEf)r<R<r+dr

(IEPE*R<, ikl

|Eol2E}

(|E|2E2>R§r+dr
|Eol2E}

7(r +dr) = Ax(r) +1 =2 (145)

|Eol2E}
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As dr — 0, the left-hand side of the above equation admits

(IEPE*) R < rtar
|Eo|2E}

36
e(r +dr) + 2e

2(r +dr) =y(r +dr)

2 3 2
€2
(E(r +dr) + 262>

KK — droe k22 [ 3OEC/Ar (e /dr |
=1(IKIPK* = drz(n)|KI"K [ZEH;@ - <2ez+z(r)> }

dy(r
+ kKD
dr

dr,

with K = (3€2)/[€(r) + 2¢>]. The first part of the right-hand side of Eq. (145) is written as

ZONEPEY <,
|Eol2E}

_ dr
= 7K K> [1 + @y +y* - 3)7} :

where

LA+ der () = 26lér) = - ()]
r= e (N[e(r) + 262]

o0+ 1.

The term U = (3,4 (ijia (D Ei E; EkE}),-gr<riar)/(|Eol*E]) in Eq. (145) is written as

U= [(Xxxyy + Lyxxy + ZAxyxy + Lxyyx + Lyxyx + Lyyxx + 3Xxxxx + 3nyyy)UP1
x (Xxxzz t Yxzxz T Xzxxz + Lzyyz + Lyzyz + }fyyZZ)UI72 + (Xzzxx + Jxzox

|K|2K2
F Aexox T Ayzey T Xzyzy T Lezyy)Ups + 2zzzzUpal 315

where

Upt =[B2(0 — 1) 4+ C22+ )P - [B5(6 — 1) + C52 + )],

Upr =[B2(0 — 1) + C2(2 + 8)1* - [|C2]*(5 + 26 + 50%)
+ (C2B5 + ByC3) (=4 + 50 + 56%) + | B2|*(8 + 85 + 5671,

Ups =[B5(3 — 1) + C5(2 + 0)] - [B3 (=8 + 30 + 56°)
+3B3C(8 + 20 + 65 4+ 557) + 3B2C3 (=T + 56 + 96* + 56%)
+ C3(10 495 + 126 + 50%)],

Upa = [B3|B2|* (128 + 649 + 480% + 400° + 355%)
+ B3(3C2Bj + B2C3)(—112 — 85 + 305% 4 550° + 355%)
+ 3B2Co(C2 B 4 BaC3) (104 4 46 + 396% + 705° 4 356*)
+ C2(C2 B} 4 3B2C3)(—94 + 435 + 750% 4 855 + 350%)

+ C3|C21*(107 4 528 4 1389% + 1005 + 35641,

145

(146)

(147)

(148)
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with

€ + (1 +9)err(r) and Oy — €(r) — o0 -€1-(r)
2T T 0+ 20)en (0 2T+ 206 ()

Substituting Eqs. (146)—(148) into Eq. (145), we have a differential equation for the equivalent nonlinear susceptibility

dy(r)  _
P 7(r) [

3de(r)/dr N ( de(r)/dr ) ] o 3y+y*=3 3 U (149)

2ep +€(r) 2ey + €(r)

From Egs. (148) and (149), it is evident that y; ;;; does not contribute to the equivalent nonlinear susceptibility, except
for the cases with equal pair indices.

So far, the equivalent €(r) and x(r) of the anisotropic graded spherical particles with radius » can be calculated, at
least numerically, by solving the differential equations Eqgs. (144) and (149), as long as €1, (r), €1, (r) (dielectric-constant
gradation profiles) and y; ;;; are given. Here we would like to mention that, even though ; ;;; is independent of r, the
equivalent y(r) should still be dependent on r. This is because both €;,(r) and €, (r) are r-dependent. Moreover, if
Zijk = 0, Eq. (145) admits y(r) = 0, as expected as well.

To obtain e(r = a) and (r =a), we integrate Eqgs. (144) and (149) numerically, for given initial conditions e(r — 0)
and y(r — 0). Once €(r =a) and y(r = a) are calculated, we can take one step forward to work out the effective linear
and nonlinear responses of the whole composite €, and y, [121],

) iz - 150
R e . -
and
. 36y 2 k1) 2
o . . 151
Le far=a) e(r=a)+2e <€(r =a)+ 262) | )

5.4.3. Exact solution for linear gradation profiles

Based on the first-principles approach, the potentials within the graded inclusions and the host medium can be exactly
obtained, when the dielectric gradation profiles are the linear radial functions with small slopes, i.e., €1, (r) = €(0) +
g(r/a) and €1,(r) = €(0) 4+ h(r/a). Here g [< ae(0)] and h are two constants, and €(0) denotes the linear dielectric
constant at radius » = 0.

The potentials within the graded spheres and the host medium are respectively given by

00 gr k+1
¢ (r,0) = — EgAq E Ck< ) cosO, r<a,
" ae(0)
D
¢, (r,0) = — Egrcos0 + — Egcos 0, r>a, (152)
r

where the coefficients A and D have the following forms:

A = 3e2a D — (€(0) + Qv — e2vy E
(€(0) + g)va + 2620 (€(0) + g)va + 26201

Here v; and vy are given by

o0 g k+1 00 g k+1
V1 :ZC](<@) and U2:ZCk(k+ 1)(@) 5

k=0



J.P. Huang, K.W. Yu / Physics Reports 431 (2006) 87—172 147
with Cy satisfying the following recurrent relation:

(k+1)(k+3)—2h/g

Crr1=—
s k+2)(k +3) —
The local electric field inside the anisotropic graded inclusions can be derived from the relation E = —V ¢, and
we have

00 k+1
E.=AE) Z ( (O)> K[k + 1) cos Oe, — sin Oeg]
=0

k+1
=AE) Z Ck( (O)> rk{k cos 0'sin 0 cos e, + k cos sin Osin e,

x [(k + 1)cos?0 + sin’0e,}. (153)

Then, the corresponding displacement admits

e k+1
= (Zl(r) -E. = A1E Z Ck(ajO)) rk[q,(r)(k + 1) cos e, — e1;(r) sin Oey]
k=0

k+1
=AE) Z Ck< (O)) rk{[q,(r)(k + 1) — €1;(r)] cos Osin 0 cos e,

+ [e1,(k + 1) — €1, (r)] cos O'sin O'sin ey + [e1, () (k + 1)cos?0 + 1, (r)sin’0]e.}, (154)

where e, and e (e, e, and e;) are the unix vectors in spherical coordinates (Cartesian coordinates).
In the dilute limit, from Eq. (137), we can obtain the effective linear dielectric constant as

ee—€2+—/ (81(r) E—-E)-e dV

[€(0) — e2] vy + gv3 + 2hvy
—e 43 ~ , 155
Q3 T O el + 260 (159

where

00 k41 00 k+1
14+k( g 1 g
= C — d =» C — .
n=2 k4+k(e(0)) and vi=3, k4+k(e(0))
k=0 k=0
On the other hand, the substitution of Eq. (153) into Eq. (138) yields

Z/ i EiEjEREf dV

ijkl

= f[(Xxxyy + Lyxxy + Zxyxy + Lxyyx + Ayxyx + Lyyxx + 3Xxxxx + 3nyyy)Ul]1
x (Xxxzz + Axzxz T Azxxz + Lyyzz + Lyzyz + Xzyyz)qu + (Xzzxx t Azxzx

F Lxzex T Xzzyy T Ayzzy t Azyey)Ugs + AzzzzUgals (156)
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where

0o 00 o0 o0 g k1+ko+k3+3
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with Ay = (3e2)/{[€(0) 4+ glva + 2€3v1}.

To illustrate the NADEDA, we first perform numerical calculations for the linear dielectric gradation profiles, that
is, €1, (r) = €(0) 4 gr/a (radial dielectric constant), and €;(r) = €(0) + hr/a (tangential dielectric constant). In this
situation, the exact results for €, and y, exist, and thus it allows us to show the correctness of the NADEDA. For model
calculations, we set & > g (Note that our formulae can still be used for 4 < g). For the NADEDA, we numerically
integrate Eqs. (144) and (149) by using Mathematica with the initial radius » = 0.001.

In Fig. 38, the effective linear dielectric constant (¢, ) is plotted as a function of the dielectric constant of anisotropic
graded particles at radius » = 0 [¢(0)], for various gradients & and g. It is shown that ¢, increases monotonically with
the increase of €(0). Moreover, increasing the gradient g causes €, to increase as well. This can be understood by the
fact that the increases of both €(0) and g lead to the increase of the equivalent dielectric constant €(a) of the graded
particles, thus increasing the effective response of the whole system. For €., the NADEDA shows good agreement with
the first-principles approach.

Next, we investigate the effective third-order nonlinear susceptibility. Let us set the tensorial dielectric susceptibility
of the particles to be independent of r, in an attempt to focus on the nonlinearity enhancement. As a result, it is shown
that the nonlinearity enhancement decreases with the increase of €(0) and g. As mentioned above, for larger €, and
g, the graded inclusions possess a larger equivalent dielectric constant, and hence the ith Cartesian component of the
local field should become more weak accordingly. Then, the weaker effective nonlinear susceptibility is obtained. As
displayed in Fig. 39, we show three typical cases of nonlinearity enhancement. Here, all the physical parameters in use
are real, and thus the nonlinearity enhancement for ., (the only nonzero component) is the same as that for y,,...
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Fig. 38. The effective linear dielectric constant (€.) versus the dielectric constant of the spherical core with radius r = 0% [€(0)], for the linear
dielectric gradation profiles with various radial gradients g [60]. Parameters: volume fraction f =0.05, the tangential gradient 7 =8. Lines: numerical
results obtained from the NADEDA [Eqs. (144) and (150)]; Symbols: exact results predicted by the first-principles approach [Eq. (155)]. Note that
the exact results are available for €(0) > g.

Moreover, for other nonzero components of the tensorial nonlinear susceptibility, the nonlinearity enhancement will
be the same as one of these shown in Fig. 39. For example, Fig. 39(a) can also show the nonlinearity enhancement
fOr 3% xxx> 3Ayyyys Lyxxys €. Again, the excellent agreement is numerically demonstrated between the first-principles
approach and the NADEDA [Eqgs. (144), (149) and (151)].

In what follows, we shall investigate the surface plasma resonance effect on the nonlinear metal—dielectric composite.
As a model calculation, we assume the radial and tangential dielectric constants for the graded metal particles to be
Drude-like, namely,

o (r o2 (r
pr) and €, (r)=1-— pr")

= e o0 +17)

(157)
where w,(r) and wp,(r) are the radius-dependent radial and tangential plasma frequencies, respectively, and y is
the damping coefficient. For the linear dielectric host, we choose e, = 1.77 (a typical dielectric constant of water).
We further assume w,(r) and w,, (r) to be

r r
wpr(r) = @) (1 —k - ;) and @ (r) =, (1 —k - ;) . r<a. (158)

The above form is quite physical for O < k; (k;) < 1, since the center of grains can be better metallic so that w,(r) is
larger, while the boundary of the grain may be poorer metallic so that @, (r) is much smaller. In fact, such a variation
can also appear owing to the temperature effect [114]. Moreover, we choose k; <k,, in view of the strong metallic
behavior in the tangential direction.

Fig. 40 displays the real and imaginary parts of effective dielectric constant €, as a function of the incident angular
frequency w/w,. For k, = 0, there exists a frequency region, where the real part of the effective dielectric constant
is negative. With increasing k,, this region becomes narrow generally, in accompanied with less negative Re(e,) [see
Fig. 40(a)]. This is due to the fact that increasing k. decreases the influence of the metallic behavior [owing to the
decrease of w,,(r)]. In the mean time, the sharp peak for Im(e,) turn weak with &, [see Fig. 40(b)]. Furthermore,
for k, # 0, the continuous resonant bands in the high frequency region appear always, and this region becomes more
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Fig. 39.(a) X/ Xxxyy Vversus €(0), for the linear dielectric gradation profiles with various g, at 1 =8 [60]. Here 1 .y is the only nonzero component
of the tensorial nonlinear susceptibility. Lines: numerical results obtained from the NADEDA [Egs. (144), (149) and (151)]; Symbols: exact results
predicted by the first-principles approach [Eq. (156)]. (b) Same as (a), but y, /7., versus €(0), with y, .. being the only nonzero component. (c)
Same as (a), but y,/%,,, versus €(0), with y,_.. being the only nonzero component.

broad as k, increases. In this case, the appearance of the resonant bands results from the radius-dependent plasma
frequency w,(r). This phenomenon has already been observed, when a shell model [78] or nonspherical model [124]
was taken into account. In our previous works [78,124], a broad continuous spectrum is shown to be around the larger
pole in the corresponding spectral density function. Here, the graded particles under consideration can be regarded as
a construction of multi shells, which hence should be expected to yield the broader spectra for the optical absorption
[Im(e.)]. In addition, we note that, as k, increases, both the surface plasma frequency and the center of resonant bands
are red-shifted. In particular, for larger k,, the resonant bands can become broader, owing to strong inhomogeneity
inside the particles.

Then, we speculate on how gradation and anisotropy affect the optical nonlinearity enhancement in metal—dielectric
composites. As shown in Fig. 41, no matter which component of the nonlinear susceptibility tensor is nonzero, ,
can be substantially enhanced within a certain frequency region. In particular, this enhancement becomes quite strong
for y,... (the only nonzero component). In fact, the physical origin of this huge enhancement is the large increase
in the local field component E.. In addition, the nonlinearity enhancement will become more strong, for the system
with a larger k, which is related to a higher contrast between €, and €;,. For example, [y,/x,...| > 10* in the fre-
quency region 0.2<w/w, <1.0 for k, = 1. From Fig. 41, we also find that the optical nonlinearity enhancement
obtained for four nonzero components, respectively, displays the similar qualitative behaviors. This should be in con-
trast to those observed in a polycrystalline quasi-one-dimensional conductor [121,123,125], where the effective optical
nonlinearity for four elements of the nonlinear susceptibility tensor exhibit quite different behaviors [121] (the dif-
ferences become more distinct by using spectral representation approximation [123]). Actually, the differences result
from two different kinds of dielectric anisotropy (and hence two different kinds of tensorial dielectric constants) un-
der consideration. We focus on the particles with spatially varying, but spherically symmetric, dielectric anisotropy,
whereas, in the previous works [121,123,125], the authors studied uniaxial anisotropy in the Cartesian coordinate
system.
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Fig. 40. The real and imaginary parts of €, versus frequency w/wp, for various k, [60]. Parameters: @) /y = 0.01 and k¢ = 0.

Although the optical nonlinearity enhancements for four typical nonzero components of the nonlinear susceptibility
(%iji) take on quite similar behaviors, their contributions to the magnitude of the effective optical nonlinearity are
different (see Fig. 42). As shown in Fig. 42, the strongest (weakest) nonlinearity enhancement occurs for the case with
Xzzzz (Axxyy) being only nonzero component. Moreover, the differences between the two cases of y,.. # 0 only and
Lzzxx 7 0 only are clearly shown for Re(y, /) and Im(y, /).

For practical applications, a most useful parameter is the figure of merit (FOM), which is defined as the ratio of |, | to
Im(e.). In Fig. 43, we investigate the figure of merit. Here the only nonzero component is assumed to be ... We find
that the increase of k, (namely, the rapid decrease of the radial metallic behavior) results in a large enhancement of the
FOM, especially in the high frequency range [see Fig. 43(a)]. However, the increase of k; (i.e., the rapid decrease
of the tangential metallic behavior) causes the FOM in the high-frequency region to decrease [see Fig. 43(b)].
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Fig. 41. Same as Fig. 40, but (a) [7¢ /X xxyy| versus w/wp, with y, ,, being the only nonzero component; (b) [7¢ /% xxz| versus w/wp, with 7 .,
being the only nonzero component; (¢) 7, /%,y | versus w/wp, with 7. being the only nonzero component; (d) |y, /x;,..| versus w/wy, with
7222 being the only nonzero component [60].

For instance, we attain FOM> 10° (which is quite large) in the frequency region 0.3 <w/w p<1.0 for k, = 0.6
and k; = 0. Therefore, it is possible to achieve a large figure of merit by introducing the radial gradation and keeping
the tangential dielectric constant unchanged.

We have developed an NADEDA to investigate the effective linear dielectric constant and third-order nonlinear
susceptibility of composite media consisting of nonlinear inclusions with spatially varying dielectric anisotropy. Al-
ternatively, based on the first-principles approach, we have derived the exact expressions for €, and y,, for the linear
dielectric-constant profiles with small slopes. To our interest, excellent agreement is found between the approximation
results (NADEDA) and the exact results (first-principles approach). It is worth noting that exact solutions are very few
in composite research, and thus our NADEDA provides an effective way to estimate the effective nonlinear properties
in composite media consisting of anisotropic graded inclusions.

An application, we apply the NADEDA to study the surface plasma resonance effect on the effective linear dielectric
constant, the optical nonlinearity enhancement and the figure of merit in metal-dielectric composites, in which the
metal particles possess the tensorial dielectric constants with dielectric gradation profiles. It is found that the gradation
profiles in radial dielectric constants are a useful way to control the local-field effects, thus being able to enhance the
figure of merit hugely.

The present methods are strictly valid in the dilute limit. The presence of both gradation and dielectric anisotropy is
shown to be helpful to achieve the large figure of merit, but unable to realize the separation of the absorption peak from
the nonlinearity enhancement peak. In this regard, we may intentionally manipulate composite microstructures, e.g.,
by using the shape distribution of graded inclusions [7], and by using fractal [6] and anisotropic microstructures [90]
with large volume fractions. When the volume fraction of graded inclusions is large, percolation behaviors can occur.
To this end, the further broadening of the enhancement peak as well as the desired separation of the optical absorption
from the nonlinearity peak is expected to be realized.
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Fig. 42. The real and imaginary parts, and the modulus of the optical nonlinearity enhancement for k, = 1 and k; = 0 [60].

To sum up, we put forth an NADEDA, in an attempt to discuss the effects of gradation as well as anisotropy on the
optical properties of composite media. For the linear dielectric-constant profiles, the NADEDA has been numerically
demonstrated in good agreement with the first-principles approach. Interestingly, both the huge nonlinearity enhance-

ment and the large figure of merit are shown to be achievable by the presence of gradation as well as local anisotropy
inside the inclusions.

5.5. Spectral representation for understanding the effective dielectric constant of graded and multilayer composites

The idea of using a spectral representation for understanding the effective dielectric constant of graded and multilayer
composites has been motivated by a recent study of the optical absorption spectrum of a graded metallic film [21]. In
that work, a broad surface plasmon absorption band was observed in addition to a strong Drude absorption peak at
zero frequency. Such a broad absorption band has been shown to be responsible for the enhanced nonlinear optical
response as well as an attractive FOM. Yuen et al. [90] pointed out that such an absorption spectrum, being related to
the imaginary part of the effective dielectric constant, should equally well be reflected in the Bergman—Milton spectral
representation of the effective dielectric constant [3,126,127].

Bergman—Milton spectral representation was originally developed for calculating the effective dielectric constant
and other response functions of two-component composites [3,126,127]. However, the two concerned components are
all homogeneous. Therefore, it is worth extending the spectral representation to graded composite materials. The work
on graded films is just a simple example of a more general graded composite in three dimensions. One of the main
purpose of this idea help to identify the physical origin of the broad absorption band. It turns out that, unlike in the
case of homogeneous materials, the characteristic function of a graded composite is a continuous function because of
the continuous variation of the dielectric function within the constituent component.

We shall apply our theory to a special case of graded composites, i.e., multilayer material, which is more convenient
to fabricate in practice than graded material [128], and many algorithms are now available for designing of multilayer
coatings [129,130]. Thus, the present idea is necessary in the sense that we shall discuss the multilayer effect as the
number of layers inside the material increases. In this regard, this idea should be expected to have practical relevance.
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Fig. 43. The figure of merit = |y, /y,.|/Im(e.) versus w/wp, with y,... being the only nonzero component [60].

As the number of layers N increases, we shall show a gradual transition from sharp peaks to a broad continuous band
until the graded composite results are recovered by the limit of N — oo.

We consider a two-component composite in which graded inclusions of dielectric constant € (r) are embedded in a
homogeneous host medium of dielectric constant €. It is noted that the dielectric constant €1 (r) is a gradation profile as
a function of the position r. And we will restrict our discussion and calculation to the quasi-static approximation, i.e.,
dc/w< 1, where d is the characteristic size of the inclusion, c is the speed of light in vacuum and o is the frequency
of the applied field. In the quasi-static approximation, the whole graded structure can be regarded as an effective
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homogeneous one with effective (overall) linear dielectric constant defined as [74]

: /QE'DdV (159)

€e=— [ ——dV,
“v) E

where Ey is the applied electric field along z direction, E and D are the local electric field and local displacement,

respectively.
The object of the present section is to solve the Laplace’s equation

V- (em)Vep(r) =0 (160)

subject to the boundary condition ¢y = — E¢z. The dielectric function e(r) varies from component to component but
has a fixed mathematical expression for a given component. It can be expressed as [3]

€(r)=e [1 - %n(r)} ; (1el1)

where s =[1—¢€ret/ eg]’1 is the material parameter and et is some reference dielectric constant in the graded component.
We are considering a microstructure gradient n(r) in Eq. (161). Thus, the following spectral representation is valid for
arbitrary gradation (microstructure) profiles. The characteristic function 7(r) may be written in terms of a real function

f(r)as
1+ f(r) ininclusion,
mr={ _
0 in host,

which accords for the microstructure of graded composites. The function f(r) depends on the specific variation of the
dielectric constant in the inclusion component. For homogeneous constituent component, i.e., f(r) =0, y(r) =1 in
the inclusion component, while #7(r) = 0 in the host medium. For graded systems, #(r) can be a continuous function in
the inclusion component because of the continuous variation of the dielectric function within the inclusion component.
Thus, Eq. (159) can be solved

1
¢(r)=—Eoz+ - f dvV'n@V'Gar —r')- Vo), (162)
s
where G(r — 1) is a Green’s function satisfying:
V2Gr—-r)=-8@c—r) forrinV,
G =0 for r on the boundary.
In order to obtain a solution for Eq. (160), we introduce an integral-differential Hermitian operator I, which satisfies
fz/ﬂwmﬁvﬁu—ﬂyvﬂ
and define an inner product as
i) = [ avaeve vy, (163

With the above definitions, Eq. (162) can be simplified to
1.
¢(r)=—Eoz + Eﬂb(l’)-

Let s, and |¢,,) be the nth eigenvalue and eigenfunction of operator I". Then, the generalized eigenvalue problem
becomes

V- ()Ve,) =5V,
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The potential |¢) can be expanded in series of eigenfunctions,

s (D) {(Dyl2)
= , 64
14) Z(Sn _s> <¢n|¢n> (169

n

where we choose Eg = 1 for convenience. Since 7(r) is a real function, the eigenvalues s, will be real. Also, for
graded component, #7(r) is a continuous function, which will cover the full region, i.e., —oo <#(r) < oo. Therefore,
the eigenvalues s,, which depend on the continuously graded microstructure #(r), do not lie within the interval [0, 1]
but extend to —oo <, <oo as first pointed by Gu and Gong [33] for three-component composites case. However,
eigenvalues sy, still lie in [0, 1] for 0 <n(r) < 1.

We are now in the position to find an analytical representation for the effective dielectric constant €, according to
Eq. (159). We take advantage of Green'’s theorem, the boundary condition ¢; = —z, and the Maxwell equation V-D =0
to obtain the effective dielectric constant

1
E—ez—/(—w&) .DdV
e eV

= _71 Z- [(1 — %n(r)) V¢:| dv

1
=1+ —(zl¢). (165)
sV
If we now introduce the reduced response [3]
€e
Fs)=1—-—, (166)
€2

and substitute Eq. (164) into Eq. (165) we find

=gyl L),

We can now express the effective dielectric constant as

egzez(l—zvfnv ) (167)

n

where f;, is given by

1’Z|¢n‘
(Duldby)

Using the above equations, we obtain the following sum rule:

an—— z|z)

1
= v / dVy(r)Vz-Vz

Ju=

=$/dV;7(r). (168)

It is worth noting that the sum rule will not equal to the volume fraction of inclusion. This is different from the
Bergman—Milton spectral representation for two homogeneous systems, in which the sum rule equals to the volume
fraction of the inclusion.
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When the operator I has a continuous spectrum, Eq. (167) should be replaced with the integral form

e =6 (1 —/ds/:qiss)), (169)

where m(s’) is the spectral density function. Then, the reduced response becomes

F(s) =/ds/m(s ). (170)

s—s'

If we write s as s + i07T, the right side of Eq. (170) becomes

/
P/ds’& —imm(s),

s —S

and thus, m(s’) is given through the limiting process
/ 1 / N+
m(s") = ——Im[F (s’ +107)]. (171)
m

This final result is identical in form to Bergman’s expression for the analogous function in scalar composite materials.
However, there are differences in the derivation, namely, the definition of the inner product Eq. (163), the continuous
graded microstructure 7(r), the sum rule, as well as the range of eigenvalues s,,.

From Eq. (169) it is evident that if the spectral density function m(s”) is known, the effective dielectric constant can
be obtained accurately, and vice versa. The spectral representation has been used to analyze the effective dielectric
properties of composites. Recently, Levy and Bergman [131] also used it in their study of nonlinear optical susceptibility.
In this regard, Sheng and coworkers [132] developed a practical algorithm for calculating the effective dielectric
constants based on the spectral representation. In what follows, we restrict ourselves to a graded composite both in one
dimension and three dimensions, and corresponding multilayer composites.

5.5.1. Spectral density function of a graded film

We consider a graded dielectric film of width L, in which two media meet at a planar interface as shown in
Fig. 44 (a). The first medium €(z) varies along z-axis, while the second medium ¢, is homogeneous. We define
the graded microstructure as

(172)

14+az, O0<z<h,
17(z)={

0, h<z<L,

where a and & are real constants. They can be varied to describe different graded films. Thus, according to Eq. (161),
the dielectric function of graded film can be expressed as

cQ)=e (1 - @) . (173)

Owing to the simple geometry of a graded film, we can use the equivalent capacitance of a series combination to
calculate the effective dielectric constant as

i = l fL Ld (174)
€« L @ "

Substituting Eqgs. (172) and (173) into Eq. (174), we obtain

1 1—nh n s[In(1 — (7(0)/s)) — In(1 — (n(h)/s))]

€e € aes

with the assumption L = 1.
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Fig. 44. (a) Dielectric profile of various graded films at 7 = 0.6; (b) Dielectric proifle of various graded sphere with unit radius [70]. Parameters
used: € =1 and s = —2.

We are now in a position to extend the Bergman—Milton spectral representation of the effective dielectric constant
[3,126,127] to a graded film. For a graded system, #(z) can be a continuous function in the inclusion medium. Using
Egs. (169)—(171), we obtain the spectral density function for a graded film as

as’arg((s — 1)/(s —ah — 1))

m(s) = — > ot
(s arg((s — 1)/(s —ah = 1)? + (a(h = D) = s'In(s" = 1)/ (' —ah = 1))’]

(175)

where s' = Re[s] and arg[- - -] denote the arguments of complex functions.
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5.5.2. Spectral density function of a graded sphere

The above theory can be generalized to graded composites in three dimensions. We consider a graded sphere with
dielectric constant €] (r) embedded into a homogeneous host medium with dielectric constant €. The dielectric constant
of the graded sphere € (r) varies along the radius r. We can obtain the effective dielectric constant of a graded sphere
using the spectral representation. We consider the graded microstructure as

14+ar, 0<r<R,
n(r)={

, r> R,

where R is the radius of the graded sphere. Thus, from Eq. (161) the dielectric constant in the graded sphere is
given by

er)=e <1 - @) . (176)

In the dilute limit the effective dielectric constant of a small volume fraction p of graded spheres embedded in a host
medium is given by [36,133]

€. = €2 + 3eapb, (177)

where b is the dipole factor of graded spheres embedded in a host as given in Ref. [19]. Using Eqgs. (166) and (177),
the reduced response can be obtained as

F(s) = —3epb. (178)

Thus, the spectral density function of a graded sphere can be given through a numerical evaluation of Eq. (171).

5.5.3. Spectral density function of multilayer composites

A multilayer composite is a special case of graded composites. The gradation becomes continuous as the number
of layers approaches infinity. To investigate the multilayer effect, we shall use a finite difference approximation for
the graded profile (Egs. (173) and (176)) for a finite number of layers. To mimic a multilayer system, we divide the
interval [0, 1] into N equally spaced sub-intervals, [0, z1], (z1, 221, ..., (zy — 1, 1]. Then we adopt the midpoint value
of e(z) for each sub-interval as the dielectric constant of that sublayer. In this way, we calculate the effective dielectric
constant, eigenvalues, as well spectral density function for each N. It is worth noting that the results of N — oo
(e.g., N = 1024 recovers the results of graded composites).

In addition to multilayer films, we can use the above approach to study the much simpler problem of a two-layer
film. In this system, we have two layers of dielectric constants €1, €2, and host €y. Thickness are hy, h(1 —y),and 1 — h,
respectively, where y is the length ratio between component ¢; and component e>. We also define two microstructure
parameters, 7; and 7,. If we let s = 1/(1 — €1 /€0), then y; =1, and 1, = (egp — €2)/(€o — €1). According to Eq. (173),
the effective dielectric constant of the two-layer film is now given by

1 hy h(l- 1—h
_hy hA=y) .

€e €1 €2 €0

According to Eq. (166), the reduced response can be given by

P F
1, 2

F(s)= ,
s—S81 S—5

(179)
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where

Pl = h(s1(y ;yj;n)—n)’ (180)

Py — h(s2(y ;yj;n)—n)’ (181)
1

S1=§[1—h(y—yn+n)+n (182)
—\/417(—1+h)+(1—h(y—yn+i7)+11)2] (183)
1

sz=§[1—h(y—yn+n)+n (184)
+\/417(—1+h)+(1—h(y—yn+r/)+z1)2] (185)

From the sums of F and F; and the integral of graded microstructure #(z) given by Eq. (172), we can check that the
sum rule expressed by Eq. (168) is obeyed. It should also be noted that there are two poles in the expression for the
reduced response corresponding to two peaks in the spectral density function. If 2 = 1, then s; = 0, that is, one peak is
located at zero, which is explicitly shown in Fig. 45(a).

Similarly, we can also apply our graded spectral representation to a single-shell sphere of core dielectric constant
€1, covered by a shell of €, and suspended in a host of €. In this example, we can also define two microstructure
parameters #; and #,. If we let s = 1/(1 — €1/€0), then ; = 1, and 1, = (9 — €2)/(ep — €1). The dipole factor of
single-shell sphere is given as [36,133]

e —e+(co+2e)p f?
€+ 260 + 2(e2 — e0)py [

where f'is the ratio between radius core and radius shell, and p; is given by

€] — €
Pr=""T7_
! €1+ 2e

Then, we can also write Eq. (178) similarly to Eq. (179), where the residues and eigenvalues are given by

_ =3psil(=1 4wy =yl = npll = 2(=1+m)y* +21]

h 31— ) o
_ 3 . 3
F2:3P52[( L+ my” —nl+npll =2(=1+mny +2n]’ (187)
3(s1 —52)

1

s1=¢ [1 +3n - \/l +Q2 =8y + (1 + 8y3)n2}, (188)
1

n=q [1 +3n+ 1+ Q=8+ + 8y3)n2} : (189)

Analysis shows that the spectral representation for N = 2 contains two simple poles corresponding to two peaks in the
spectral density function. Therefore, we draw the conclusion that, N peaks are a result of N layers. Moreover, N — 1
peaks will accumulate into a continuous broad absorption spectrum when N tends toward infinity, which can be seen
from Figs. 47(f) and 48(f).

We are now in a position to do some numerical calculations of the spectral density function from Eqs. (169) and
(171). A small but finite imaginary part in the complex parameter has been used in the calculations. Without any loss
of generality, we choose L = 1 and R = 1 for convenience. We show the effect of different graded profiles, as well
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Fig. 45. (a) Spectral density function of a graded film without an interface, i.e., h = 1.0; (b) Spectral density function of a graded film meeting a
homogeneous medium at an interface 2 = 0.5, and ep = 1 [70].

as the effect of the thickness of the inclusion. It should be noted, that in all figures the range of s is limited to [0, 1],
because we chose —1 < a < 0 which limits the value of # into [0, 1].

Fig. 44 displays the dielectric profile of a graded film (Fig. 44(a)) and a graded sphere (Fig. 44(b)). This figure
obviously shows that the dielectric constant varies with the position in inclusion while a constant in host medium. Also,
different values of a accord with different graded materials.
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Fig. 46. Spectral density function of a graded sphere with volume fraction p = 0.1 [70].

In Fig. 45(a), we plot the spectral density function m(s) of a graded film without an interface against the spectral
parameter for various graded microstructures #(z). It is evident that there is always a broad continuous band in the
spectral density function. Both the strength as well as the width of the continuous part of m (s) increase with the gradient
of the dielectric profile. Thus, the previous results of the broad surface-plasmon band can be expected. Note that there
is a sharp peak at s =0, which is also present in a homogeneous film. In Fig. 45(b), we plot the spectral density function
of a graded film meeting a homogeneous medium at an interface for various graded microstructure #(z). Again, there
is always a broad continuous band in the spectral density function. However, the sharp peak has now shifted to a finite
value of s, which is also present in a homogeneous film.

In Fig. 46, the spectral density function of graded sphere is displayed for a volume fraction p =0.1. In this case, the
interface always exists. It is clear that a broad continuous function in the spectral density function is always observed,
as well as the shift of the sharp peak. However, the decrease of the broad continuous function is more abrupt for graded
sphere than for graded film with increasing s.

Figs. 47 and 48 display the spectral density function for a multilayer film and a sphere, respectively. It is clear that
there are always N sharp peaks for N layers. Moreover, it is worth noting that there occurs a transition from sharp peaks
to a broad continuous band with increasing N (see Figs. 47(f) and 48(f)), that is, the graded results are recovered by
the limit results of N — oo. In particular, we had obtained the analytical expression of spectral density function for
N = 2. There are two resonances corresponding to the two peaks in Figs. 47(a) and 48(a).

We have investigated a graded composite film and a sphere by means of the Bergman—Milton spectral representation.
It has been shown that the spectral density function can be obtained analytically for a graded system. However, unlike
in the case of homogeneous constituent components, the characteristic function is a continuous function due to the
presence of gradation. Moreover, the derivation as well as some salient properties, namely, the sum rule, the definition
of inner product, the definition of the integral-differential operators, and the range of spectral parameters, do change
because of the continuous variation of the dielectric profile within the constituent components. It should be noted that in
graded composite, the eigenvalues are not limited to [0, 1], and they can be extended to —oo <5, < 0o for the full region
n, i.e., —oo <n < oo. However, for simplicity, we investigated the spectral density function in 0<s <1 by choosing
—1 < a <0 to limit the value of # into [0, 1].

We also study multilayer composites and calculated the spectral density function versus the number of layers, to
explicitly demonstrate that the broad continuous spectrum arises from the accumulation of poles when the number
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Fig. 47. Spectral density function of various multilayer film with ¢y = 1 and a = —0.8 [70].

of layers tends to infinity. This finding coincides with the broad surface-plasmon absorption band associated with the
optical properties of graded composites.

To sum up, we have investigated the spectral density function of graded film and graded sphere, as well as multilayer
cases. There is always a broad continuous function in the spectral density function in graded composite, but simple poles
in multilayer composite, the number of pole depends on the number of layers. Moreover, there is a gradual transition
from sharp peaks to a broad continuous band until the graded composite results recover in the limit of N — oo.

6. Magneto-controlled nonlinear optical materials

The most common way to obtain a nonlinear optical material is to search for materials in which the components
possess an inherently large nonlinear response [2]. In contrast, in this section we shall exploit theoretically a nonlinear
optical material whose nonlinear optical properties and nonlinearity enhancement can be tuned by applying an external
magnetic field—thus called magneto-controlled nonlinear optical materials. Devices that could benefit from these
materials include optical switches, optical limiters, etc. Ferromagnetic nanoparticles, typically consisting of magnetite
or cobalt, have a typical diameter of 10 nm, and carry a permanent magnetic moment (e.g., of the strength ~ 2.4 x 10* Up
for magnetite nanoparticles, where pg denotes the Bohr magneton) [134]. As the ferromagnetic nanoparticles are
suspended in a host fluid like water, they can easily form particle chains under the application of external magnetic
fields [134—136], thus yielding a magnetic-field-induced anisotropical structure. Recently, a nonmagnetic golden shell
was used to enhance the stability of the ferromagnetic nanoparticle against air and moisture [137]. Below we shall
show that the effective nonlinear optical response of the suspension which contains ferromagnetic nanoparticles with
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Fig. 49. (Color online) Schematic graph showing the design of magneto-controlled ferrofluid-based nonlinear optical materials [138].

metallic nonlinear shells (see Fig. 49) can be enhanced significantly due to the effect of the magnetic-field-induced
anisotropy. For the research on nonlinear optical responses, the introduction of a controllable element (e.g., external
magnetic field) should be expected to open a fascinating field of new phenomena.

The third-order nonlinear susceptibility y, of metallic (say typically, noble metals like gold and silver) shells is very
large when compared to that of the magnetite or cobalt core and the host fluid like water. Let us start by considering
ferromagnetic linear nanoparticles of linear dielectric constant €] coated with a nonmagnetic metallic nonlinear shell
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of e’l and y, which are suspended in a linear host fluid of €. That is, in the shells, there is a nonlinear relation
between the displacement Dy and the electric field Eg, Dy = e’] E; + x,|Eg |2Es, where e’l is given by the Drude form,
e =1- w%/ [w(w + yi)], where @, and 7 stand for the plasmon frequency and the relaxation rate, respectively, and
o denotes the frequency of the incident light. In what follows, the thickness of the shell and the radius of the core
are respectively denoted as d and R. Next, we restrict our discussion to the quasi-static approximation, under which
the structured particle or the whole suspension can be regarded as an effective homogeneous one. It is known that the
effective third-order nonlinear susceptibility 7 of an area [Note the area represents the structured particle and the whole
suspension, respectively, see Egs. (196) and (199) below] is defined as [36,74]

= R /V 1OV (1) P[ Vo () Pdr, (190)
which is in terms of zeroth-order potential ¢ (r) only, see Egs. (192)—(194) below. In Eq. (190) E( denotes the external
applied electric field, V the volume of the area under consideration, r the local position inside the medium (r the
distance from the particle center to the point of interest), and y(r) an r-dependent third-order nonlinear susceptibility.
To obtain the effective nonlinear susceptibility of the structured particle which contains a linear core with a nonlinear
shell, we should obtain the zeroth-order potentials which are actually obtained for the system in which the nonlinear
characteristic of shells disappears, y, = 0. Under the quasi-static approximation, the Maxwell equations read

VxE=0and V-D=0, (191)

and hence E = —V¢, where ¢ is an electric potential. Solving Eqs. (191) [or the corresponding Laplace equation
V2 ¢ = 0], we obtain the zeroth-order potentials for the core ¢, the shell ¢, and the host (;’)8

QSB = — ClE()r COS 9, r< R, (192)
¢o= — Eo(car — c3r ) cos, R<r<R+d, (193)
Ph= — Eor —car ) cos0, r>R+d, (194)

where 0 is the angle between the external field and the line joining the particle center and the point under investigation,
and the coefficients c1, c2, 3, and ¢4 are determined by the appropriate boundary conditions. Owing to Eq. (190), the
effective third-order nonlinear susceptibility of the structured particle y, can be given by

(IVooMPIV G < ria _ . (IVAMPIVGo®) per < r4a

11 fr , (195)
IEoleé ’ IEoIZE%
where fis the volume ratio of the shell to the core. Thus, we obtain
= XsF’ (196)
where = (3/5)[1/(1 — /'3 = 11|z]222(5 + 18x2 + 18|x|® + 4x3 + 12x|x|? + 24|x|*x2) and
€ 2 € 2
p = ( ) (197)
€+ (/3)(e1 —e2)| \e2+ (2/3)(e1 — €2)

with x = (¢ — €}) /(] 4+ 2€}) and z = (1/3)[e2 (€] +2€))1/{€][e2 + (2/3) (€] — €2)1}. In Eq. (197), the effective linear
dielectric constant €] of each structured particle can be determined by the well-known asymmetrical Maxwell-Garnett
approximation

€1 — €
€1+ 2¢)

1 /
=(— f)ﬂ (198)
€l +2¢€)
It is worth noting that for the above derivation a local field factor « has already been added, see Eq. (197). As a matter
of fact, o should be 1 for the direct evaluation of Egs. (190)—(194). The aim of the intended introduction of « into
Eq. (197) is to include the field-induced anisotropy in the system, at least qualitatively. In detail, o denotes the local
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field factors o, and o for longitudinal and transverse field cases, respectively. Here the longitudinal (or transverse)
field case corresponds to the fact that the E-field of the light is parallel (or perpendicular) to the particle chain. Similar
factors in electrorheological fluids were measured by using computer simulations [139,140], and obtained theoretically
[52,53] according to the Ewald—Kornfeld formulation.There is a sum rule for or, and ar, or, + 201 = 3 [55]. The
parameter « measures the degree of anisotropy, which is induced by the applied magnetic field H. More precisely,
the degree of the field-induced anisotropy is measured by how much o deviates from unity, 1 < ot < 3 for transverse
field cases and 0 < «, < 1 for longitudinal field cases. As H increases ot and op, should tend to 3 and 0, respectively,
which is indicative of the formation of more and more particle chains as evident in experiments [134]. So, a crude
estimate of a can be obtained from the contribution of chains [141], namely, o = [4n(d + R)3 / p]ZZi 1"y, (H)gn,
where p denotes the volume fraction of the structured particles in the suspension, g, the depolarization factor for a
chain with n structured particles, and y, (H) the density of the chain which is a function of H. It is noteworthy that
for given p, y,(H) also depends on the dipolar coupling constant which relates the dipole—dipole interaction energy
of two contacting particles to the thermal energy. Now, the system of interest can be equivalent to the one in which all
the particles with linear dielectric constant €; [Eq. (198)] and nonlinear susceptibility y; [Eq. (196)] are embedded in
a host fluid with €. For the equivalent system, it is easy to solve the corresponding Maxwell equations [Egs. (191)],
in order to get the zeroth-order potentials in the particles and the host.According to Eq. (190), we obtain the effective
third-order nonlinear susceptibility of the whole suspension y, as y, = py; 8, which can be rewritten as

Ye = Dsh (199)

The substitution of « = 1.0 (i.e., the isotropic limit) into Eq. (199) yields the same expression as derived in Ref. [36] in
which the dielectric constants of the core and shell of structured particles were, however, assumed to be real rather than
complex. On the other hand, the effective linear dielectric constant of the whole suspension under present consideration
€. can be given by the developed Maxwell-Garnett approximation which works for suspensions with field-induced
anisotropic structures [52]

"2 _p,472 (200)
e, + (3 — e €1 + 2e2
For numerical calculations, we take f = 0.65, p = 0.2, e’{ = —25 4+ 4i, e = 1.77 (dielectric constant of water),

and y = 0.01w,. We further see y to be a real and positive frequency-independent constant, in order to focus on
the nonlinearity enhancement. Figs. 50 and 51 display the linear optical absorption Im(e,.), the enhancement of the
third-order optical nonlinearity |y,|/y,, and the figure of merit (FOM) |y,|/[x, Im(e.)] (see Section 1), as a function
of normalized frequency w/w,, for (Fig. 50) longitudinal and (Fig. 51) transverse field cases. Here the frequency
® is normalized by w), (rather than a specific value of w)), so that the result could be valid for general cases. As
mentioned before, « = 1.0 corresponds to the isotropic limit. In this case, there is no external magnetic field, and hence
all the structured particles are randomly suspended. The figures show that the existence of nonlinear shells causes an
enhancement of nonlinearity to appear, see Figs. 50(b) and 51(b), thus yielding a large FOM, see Fig. 50(c) and
Fig. 51(c). Such a nonlinearity enhancement induced by shell effects was already reported [36]. The main feature of
Figs. 50 and 51 is the effects of external magnetic fields. As or changes from 1.0, to 0.6, and to 0.2, (namely, as
ot varies from 1.0, to 1.2, and to 1.4) the external magnetic field is adjusted from zero, to low strength, and to high
strength. Due to the interaction between the ferromagnetic nanoparticles and the magnetic field, more and more particle
chains are caused to appear naturally, thus yielding a magnetic-field-induced anisotropic structure in the suspension.
It is evident to observe that the plasmon peak is caused to be blue-shifted for longitudinal field cases as the magnetic
field increases. However, for transverse field cases, the plasmon peak displays a red-shift for the increasing magnetic
field. In other words, the optical absorption is induced to be anisotropic due to the application of the external magnetic
field which produces an anisotropic structure. In fact, the optical absorption arises from the surface plasmon resonance,
which is obtained from the imaginary part of the effective dielectric constant. For single metallic particles in the dilute
limit, it is well known that there is a large absorption when the resonant condition €, + 2¢; = 0 is fulfilled. When
there is a larger volume fraction p of structured particles and an anisotropy « of the suspension, the effective dielectric
constant should be obtained from Eq. (200), thus yielding a modified resonant condition (1 — pa)e; + (2 + pa)ex =0.
So, the resonant frequency becomes larger (smaller) than the isotropic limit (o« = 1) when o becomes smaller (larger)
than 1. In other words, there is a blue (red) shift for the longitudinal (transversal) field cases. More interestingly, for
longitudinal field cases, a giant enhancement of nonlinearity is shown as the magnetic field increases, see Fig. 50(b).
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Fig. 50. (a) The linear optical absorption Im(e, ), (b) the enhancement of the third-order optical nonlinearity |y,|/,, and (c) the FOM [y, | /[, Im(ec)]
versus the normalized incident angular frequency w/w), for various strengths of the external magnetic field which are represented by local-field
factors oy , for longitudinal field cases (L) [9].
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Fig. 51. Same as Fig. 50, but for transverse field cases (7') [9].
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In detail, the nonlinearity enhancement of a high-field case (say, o = 0.2) can be of five orders of magnitude larger
than that of the zero-field case (« = 1.0). Inversely, a reduction of nonlinearity is found for transverse field cases, see
Fig. 51(b). The magnitude of the nonlinearity reduction is very small in the transverse field case, when compared to
that of the nonlinearity enhancement in the longitudinal field case. Owing to the giant enhancement of nonlinearity
[see Fig. 50(b)], the FOM becomes much more attractive for longitudinal field cases [see Fig. 50(c)]. The FOM of a
high-field case (say, « = 0.2) can even be ten-order-of-magnitude enhanced in the longitudinal field case. However, the
effect of the magnetic field on the FOM for transverse field cases seems to be uninteresting since the FOM is caused
to be decreased slightly due to the nonlinearity reduction shown in Fig. 51(b).Since the permanent magnetic moment
of the magnetite nanoparticles m is approximately 2.4 x 10*ug [134], we can estimate the threshold magnetic field
H,. = 14.3kA/m (or threshold magnetic induction B, = 0.018 T) above which the corresponding magnetic energy can
overcome the thermal energy 1/40eV so as to obtain appreciable anisotropy. Besides the magnetic energy, we should
also compare the interaction energy. For instance, for two touching magnetite nanoparticles, the interaction between
them is proportional to m?/[2(d + R)]?, assuming the two structured particles to be in a head-to-tail alignment. Since
the magnetic moment m goes as (2R)3, the interaction energy could vary as [2R?/(d + R)]°. In order to break up
the two touching nanoparticles, the thermal energy should be larger than the interaction energy. So, threshold field
H,. = 14.3kA/m serves as an upper estimate. Nevertheless, for cobalt nanoparticles, the threshold field H,. should be
lower due to larger permanent magnetic moments.

To sum up, by including a metallic nonlinear shell in the system, one can tune the nonlinear optical properties
by applying a magnetic field. Such a proposed magneto-controlled nonlinear optical material can serve as optical
materials which have anisotropic nonlinear optical properties and a giant enhancement of nonlinearity, as well as an
attractive FOM.

7. Summary

Throughout the article, theoretical analysis has been conducted. In looking for experimental support, we find that
the separation between absorption peak and nonlinearity enhancement peak proposed by one of us [90] has recently
been confirmed experimentally by Guan et al. [142]. In the same article by Guan et al. [142], they also experimentally
confirmed our theoretical prediction [54] that the peak of third order nonlinear susceptibilities shifts to longer wave-
lengths with an increasing applied electric field (which, during fabrication, causes metallic particles to have the form
of prolate spheroid).

Composite effects are always expected to open a fascinating field of new phenomena in nonlinear optics. Owing
to composite effects, two or more materials can be combined in such a manner that the effective nonlinear optical
susceptibility of the composite exceeds those of the constituent materials, which is thus called enhanced nonlinear
optical responses. We have investigated the physical processes of the composite effects on the enhanced third-order
nonlinear optical responses of the recently-proposed nonlinear optical materials:

1. Colloidal nanocrystals with inhomogeneous metallodielectric particles or a graded-index host

Such materials can have both an enhancement and a red shift of optical nonlinearity, due to the gradation inside the
metallic core or host as well as the lattice effects arising from the periodic structure.

2. Metallic films with inhomogeneous microstructures adjusted by ion doping or temperature gradient

It has been found that the presence of gradation (or multilayer) in metallic films yields a broad resonant plasmon
band in the optical region, resulting in a large nonlinearity enhancement and hence an optimal figure of merit.

3. Composites with compositional gradation or graded particles

We found enhanced nonlinear optical responses can be achieved due to the presence of gradation inside composition-
ally graded metal—dielectric films and/or dielectrically-graded particles with/without dielectric anisotropy. A spectral
representation was developed to understand the enhanced responses.

4. Magneto-controlled ferrofluid-based nonlinear optical materials

By including a metallic nonlinear shell in field-responsive ferrofluids, one can tune the enhanced nonlinear optical
properties by applying an external magnetic field. Such a proposed magneto-controlled nonlinear optical material can
serve as optical materials which have anisotropic nonlinear optical properties and a giant enhancement of nonlinearity,
as well as an attractive figure of merit.

The composite effects, which result from strong enhancement or fluctuations of the local fields in the different
microstructures, yield enhanced nonlinearity enhancement of the proposed nonlinear optical materials. These materials
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have some features: Firstly, they can offer higher (or anisotropic) effective nonlinear optical responses and hence
desired faster response times, due to the many-body (local-field) effect and the long-range lattice effect in the particle
chains/columns or clusters in the system subjected to external fields. Secondly, the nonlinear optical responses or the
response times can be real-time-adjusted by choosing appropriate external electric or magnetic fields, due to the field-
induced change of the microstructure in the suspensions. Finally, cost can be saved much since the suspension-based
nonlinear optical materials have fluidity and are difficult to be abraded.

Except for enhanced third-order nonlinear optical susceptibilities discussed in the review, there are a number of other
optical processes [10,143], e.g., four-wave mixing, second or third harmonic generation, etc. We may also consider
composite effects on such nonlinear optical processes, which are also interesting and useful in the sense that they are
accessible to experimentalists working in the field. Following the approaches mentioned in the review, new types of
nonlinear dielectric materials can also be designed [54,144] for use in electronic and microwave components, sensor
windows, and so on.
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