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Subwavelength nanoparticles can support electromagnetic resonances with distinct features depending
on their size, shape, and nature. For example, electric and magnetic Mie resonances occur in dielec-
tric particles, while plasmonic resonances appear in metals. Here, we experimentally demonstrate that
the multipolar resonances hosted by VO, nanocrystals can be dynamically tuned and switched thanks to
the insulator-to-metal transition of VO,. Using both Mie theory and Maxwell-Garnett effective-medium
theory, we retrieve the complex refractive index of the effective medium composed of a slab of VO,
nanospheres embedded in SiO, and show that such a resulting metamaterial presents distinct optical
tunability compared to unpatterned VO,. We further show that this approach provides a new degree of
freedom to design low-loss phase-change metamaterials with record large figure of merit (An/Ak) and

designer optical tunability.
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I. INTRODUCTION

The potential of nanophotonics for tailoring light-matter
interaction at the nanoscale has attracted considerable
interest in recent years [1-3]. For example, metasurfaces
enable an ultimate control of light fields thanks to abrupt
phase modifications using engineered nanoscale elements
[4,5]. A wealth of nanofabrication techniques are read-
ily available to produce nanoscale elements with specific
shapes, sizes, and nature. Thanks to these technological
developments, light scattering by spherical nanoparticles
revealed exciting optical phenomena such as strong local-
ized optical resonances, directional scattering, or light
emission control [6-9]. However, the dimensions of these
nanoresonators, and the scale of nanophotonic devices
make them difficult to tune and reconfigure. So, in essence,
most nanophotonic devices are static devices. It is there-
fore currently a great challenge to find efficient means
to dynamically tune photonic devices at the nanoscale
[10,11].

Recently, a large number of researches make use of
phase-change materials (PCM) to tune photonic devices.
Although a large variety of PCMs exist, most of the
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works exploit the tunable properties of either VO, or
(Ge, Sb)Te [12—15]. In the standard visible (vis) and near-
infrared (NIR) ranges, these materials typically have large
refractive-index modulation but also large extinction coef-
ficients. So far, it has proven difficult to circumvent this
extinction coefficient, which translates into net optical
losses in photonic devices. One interesting approach to
modify the intrinsic properties of these materials is to
locally arrange or modify them by patterning, doping, or
straining. These strategies were recently used to demon-
strate phase modulation [16], tunable optical absorption
[17,18], or switchable dielectric-plasmonic regimes [19].
A particularly promising method is to reduce the dimen-
sions of VO, down to the nanoscale. This approach is
not only interesting for gaining theoretical insights into
the fundamentals of the insulator-to-metal transition (IMT)
of VO, [20] but also to tailor the physical properties of
this strongly correlated system. The first works on syn-
thesis and characterization of VO, nanocrystals (NCs)
were reported in 2002 [21,22], followed by studies on
their nonlinear optical properties [23], and their poten-
tial for ultrafast modulation of optical transmission [24].
Recent works report various methods of fabrication of VO,
nanocrystals and their use as thermochromic smart win-
dows [25,26], differentially doped multilayer VO, films
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[27], electrochemically induced transformations [28], or
dynamical reconfiguration of optical devices [29-31].

Here, we show that an ensemble of VO, nanospheres
support multipolar resonances and can be homogenized
as a tunable effective-medium metamaterial whose opti-
cal properties and tunability are adjustable by design.
Specifically, we exploit a Mie-theory-based extension of
Maxwell-Garnett effective-medium approximation to pre-
cisely explain the light-matter interactions at play in VO,
NCs and decompose it into multipolar modes. These mul-
tipolar resonances are both dynamically tunable through
the IMT of VO, and adjustable via controlling the size of
the particles. VO, NCs is therefore a tunable metamaterial
platform whose properties can both be engineered through
fabrication (size and density of VO, NCs) and actively tun-
able by external excitations (switching from insulator to
metal). But more importantly, we show in the following
that this metamaterial approach enables designing tunable
composite metamaterials, presenting a refractive index
modulation without induced extinction, or in other words
a zero-induced extinction phase-change metamaterial.

II. OPTICAL PROPERTIES OF VO, THIN FILMS

VO, is a strongly correlated material that is dielectric
at room temperature and becomes metallic when heated
above 68°C. According to band theory and given its
crystallography, it should be metallic even at room temper-
ature, but electron-electron correlations freeze the potential
free carriers on their respective sites (Mott localization)
[32—34]. Upon the transition, several interrelated physical
processes occur: the crystallographic lattice changes from
monoclinic to tetragonal (Peierls distortion), hence modi-
fying the band structure and “liberating” free carriers. VO,
therefore undergoes large changes in its electrical prop-
erties and its band structure, which translates into large
modulation of its optical properties.

We investigate the optical properties of a thin layer
of VO, across the IMT using spectroscopic ellipsometry
combined with a heat cell (more details in Section 1 of
the Supplemental Material [35]). Thanks to a physically
consistent optical model (more details in the Supplemen-
tal Material [35]), we extract the dielectric function of
VO, as a function of temperature. In Fig. 1, we show the
complex optical permittivity of VO, upon phase change.
As displayed in the figure, we see very large modifica-
tions of both the real (¢;) and imaginary parts (e;) of the
permittivity upon the IMT of VO,.

The extraordinary feature of VO, is the strong mod-
ulation of its electric permittivity, which is as large as
A€ ~ 20 in the near-infrared range. But, as explained pre-
viously, this modulation is accompanied by an intrinsic
very large increase of the optical absorption, which dom-
inates the optical response in the infrared range [36,37].
Given this large absorption, VO, is therefore often used as
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FIG. 1. Real and imaginary parts of the electric permittivity €

of a VO, thin film in the vis and NIR range as a function of
temperature.

an on-off switch and little to no works actually make use
of its refractive-index tunability.

II1. VO, NANOCRYSTALS

When an object is illuminated by an electromagnetic
wave, it reradiates parts of the energy while being lost
from the original wave. This phenomenon is known as
scattering. The quantity and direction of light that is scat-
tered depend on the nature, shape, and size of the object
[38]. The problem becomes substantially more complex
when the size of the object approaches the wavelength
of the incident wave. In that situation, we can no longer
assume the field to be constant in the object and the so-
called “long-wavelength approximation” no longer holds,
so retardation effects must be considered. To compute the
scattered field, one needs a numerical approach for an arbi-
trary object. Such a complex problem can however be
simplified if the object is a sphere. In 1908, Mie found
an exact solution to that problem, by calculating the scat-
tered field as a series solution [39]. The general idea is to
expand the electric and magnetic fields in vector spherical
harmonics. The field functions are then linear combina-
tions of terms that are products of separable functions of
the three spherical coordinates. The electromagnetic inter-
action of light with spheres can then be modeled following
the Lorenz-Mie formalism for scattering and absorption
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of light by small particles [40]. Within this formalism,
the extinction, scattering, and absorption efficiencies are
given by

2 o0
Oext = — ;(2:1 + 1) Re(a, + b,), (1)
2 o0
Oua = = > @n+D)(lanl + 1ba]?), 2)
n=1
Qabs = Qext - Qscaa (3)

where a, and b, are the so-called scattering coefficients
[40]. These depend on both the particle optical properties
(relative to its surrounding medium) and size. The size
parameter x is defined as x = 2w mpeaR/A, Where mipeq
is the refractive index of the surrounding medium, A the
wavelength of the incident light in vacuum, and R the
sphere’s radius. Physically, a, and b, are the weighting
factors of the different excited electric and magnetic mul-
tipolar contributions. For instance, a; and b, represent the
electric and magnetic dipolar modes, and a; and b, cor-
respond to the electric and magnetic quadrupolar modes,
respectively.

Figure 2 shows the absorption cross section Q,ps of a
VO, sphere of radius 50 nm in its insulating and metal-
lic states embedded in quartz (mpeq = 1.45 for A = 1 um
[41]). Colored lines represent dipolar electric a;, dipo-
lar magnetic b;, quadrupolar electric a,, and quadrupolar
magnetic b, contributions to Q.ps. It can be seen that,
regardless of the state of VO,, below 700 nm the elec-
tromagnetic response is dominated by the dipolar electric
(DE) and magnetic response (DM), with a small contri-
bution of the quadrupolar electric term (QE). These res-
onances correspond to whispering gallery modes [WGM,
Re(e) > 0], which resonate at suitable wavelengths, and
the magnetic resonance redshifted with respect to the
electric one [8]. On the other hand, when VO, is in
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FIG. 2. Calculated absorption efficiency of VO, spheres with
radius 50 nm in its (a) insulating and (b) metallic states embedded
in quartz. Colored lines represent the dipolar electric a; (red),

dipolar magnetic b; (yellow), quadrupolar electric a, (light blue),
and quadrupolar magnetic b, (dark blue) contributions to Q,ps.

its metallic phase [Re(e) < 0], a DE localized surface-
plasmon resonance (LSPR) appears at a longer wavelength
(1015 nm). The higher the temperature, consequently, with
increasing metallic character, the more intense the reso-
nance. This resonance is plasmonic and its physical origin
is the negative value of the dielectric constant above 1000
nm in the metallic phase.

An ensemble of VO, nanospheres therefore enables a
dynamic tuning of multipolar resonances together with
their coherent effects for directionality purposes [42] and to
actively control the presence and intensity of a plasmonic
mode in the NIR.

IV. FABRICATION AND OPTICAL
CHARACTERIZATION

The synthesis of a dense layer of isolated VO, nanocrys-
tals embedded in about 100 nm depth below the surface
begins with a high-fluence ion implantation of V* and
O™ with energies of 100 and 36 keV, respectively. These
energies are chosen to produce overlapping concentra-
tion depth profiles of the elements. The formation of the
VO, chemical compound is controlled by the fluence ratio
of Vto O (i.e., 8 x 10" cm™2 to 1.6 x 107 cm™2 and
4 x 10" cm™2 to 8 x 10'® cm~2 for a ratio of 1:2). Then,
ion-implantation nanocrystal growth is initiated by a rapid
thermal-annealing (RTA) step at 1000 °C for 10 min in an
inert gas at atmospheric pressure. After these steps, spheri-
cal VO, NCs are formed, embedded below the surface (for
more details, see, e.g., [30]). As verified by TEM analysis
[see Fig. 3(a)], the produced sample contains an ensem-
ble of VO, nanospheres that are close to being perfectly
spherical [31].

Unpatterned VO, thin films are fabricated as follows:
25 nm VO, is deposited on quartz substrate by mag-
netron sputtering. A V,0Os target is sputtered at a power of
100-W radio frequency. During deposition, the substrate
is maintained at 750 °C; the chamber pressure is kept as
5 mtorr with flowing of 49.5 sccm Ar and 0.5 sccm 10%
Ar-balanced oxygen gases.

Following the depositions, the analysis of the complex
dielectric functions of all the samples of VO, (both NCs
and thin films) are carried out using a variable-angle spec-
troscopic ellipsometer (UVISEL Horiba Jobin-Yvon). The
incident broadband light source (Xenon) is polarized at
45°. After reflection off the sample under study, the light is
directed to a spectrometer, dispersed by appropriate grat-
ings and measured with UV-vis and NIR detectors. In
the case of phase-modulated ellipsometer, like the one we
use, we do not measure the ellipsometric angles ¥ and
A directly. Instead, we measure /; and /. which, under
our measurements conditions, are defined as follows: [, =
sin(2W) sin(A) and 1. = sin(2¥) cos(A). The acquired
ellipsometric parameters /; and /. of the samples are
collected for varying angles 55°—70° over a spectral range
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FIG. 3. (a) Sketch representing

a cross-section view of the VO,
A NCs implanted in SiO, together
: with a TEM image of the VO,-NC
| layer. (b),(c) Spectroscopic ellip-
sometry measurements of VO,
NCs: (b) Iy parameter and (c)
1. parameter, both measured as
a function of temperature (inci-
dent angle: 65°). (d),(e) Fitting
(solid line) and experimental mea-
surements (circles) of the ellip-
sometric parameters /; (blue) and
I. (red) for both states of VO,
NCs: (d) metallic and (e) insu-
lating. (Incident angle of 55° is
displayed here for a better clar-
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of 260-2100 nm. The complex dielectric functions of sam-
ples and their thicknesses can be derived by fitting realistic
optical models to these experimental data (more details in
the Supplemental Material [35]). To analyze temperature-
dependent optical properties, the acquisitions are carried
out in a range of temperatures from 30 to 80°C using a
digitally controlled heat cell (Linkam THMSEL350V).

In the following, we present our ellipsometric measure-
ments and analysis via these functions /; and /., that are
directly related to the usual ellipsometry angles W and A.
Figures 3(b) and 3(c) show the evolution of the /; and /.
parameters of ellipsometry measurements as a function of
temperature, the effect of the IMT of VO, NCs is clearly
observable on the raw ellipsometry measurements, with
the appearance of a large peak in /; whose intensity pro-
gressively increases around 1100 nm. This phenomenon is
reversible, with a broad hysteresis behavior (more details
in the Supplemental Material [35]), and is a clear signature
of the presence of stoichiometric VO, in the sample.

V. RETRIEVAL OF THE EFFECTIVE
PARAMETERS OF THE METAMATERIAL

We now want to retrieve the effective permittivity of
the active layer containing VO, NCs. From previous TEM

1000 1500 2000

Wavelength (nm)

analysis [31], we know that the VO, NCs medium is
a single plane of NCs that are spaced by a few tens
of nanometers. In order to model the optical response
of the slab composed of VO, NCs embedded in quartz,
we calculate its effective refractive index meg using a
Mie-theory-based extension of Maxwell-Garnett effective-
medium approximation, as proposed by Doyle [43,44].
Using this approach, we can calculate an effective elec-
tric permittivity (e.¢) and magnetic permeability (ieg) that
are directly governed by the Mie dipolar electric a; and
magnetic b; dipolar coefficients, respectively. In this way,
we take into account size effects that are ignored by the
electrostatic approximation, which is the base of conven-
tional Maxwell-Garnett effective-medium approximation.
The dipolar coefficients are enough to model the response
of the VO, particles since the quadrupolar terms are neg-
ligible as seen in Fig. 1. Therefore, €. and g can be
written as

x* + 3ifa
Eeft = 3—3.1’ 4)
X7 = zlfa1
¥+ 3ifb,
- 5
I’Leff x3 _ %lfbl ( )
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where x is the size parameter of the VO, spheres and f
the volume filling fraction of the VO, spheres in the slab
[the complete derivation for Egs. (4) and (5) can be found
in the Supplemental Material [35] ]. From the values of €.
and . the effective complex refractive index of the slab
can be calculated as

Mefy = Nefy + Ikeft = /€cft- efr- (6)
In the following, we fit the experimental ellipsometry
measurements with a multilayer model composed of four
layers as sketched in Fig. 3(a): (i) a thin SiO, layer, (ii)
the VO, NCs + SiO, effective layer, (iii) an intermediate
layer containing vanadium inclusions and impurities, and
(iv) a semi-infinite SiO, substrate. This four-layer model
is justified by TEM observations of the sample’s cross
sections. Indeed, from previous TEM analysis on similar
samples, we know that the implantation process of V'
and O" ions produces a layer of almost perfectly spher-
ical VO, nanocrystals (layer 2), but also another layer
below containing very small (<10 nm) metallic vanadium
inclusions (layer 3), as found by elemental composition
measurements [45]. We use a reference dispersion file for
Si0, (Palik [46]). The respective thicknesses of SiO; top
layer, VO,-NC layer and V inclusion layer are set as free
fit parameters. None of the material’s dispersion are fit,
rather we modify the size and density of VO, NCs in
our Mie-Maxwell-Garnett model to adjust the fits to the
measurements. Thin partially absorbing films are known
to present correlations between thickness and dispersion,
which make the ellipsometry analysis difficult. Interest-
ingly, this situation becomes manageable when measuring
thin films of PCMs: their optical dispersion is modulated
across the change of phase, while their thickness remains
the same (this is especially true for VO,, for which there is
no change of thickness upon the insulator-to-metal transi-
tion). This phenomenon was previously used to find unique
solutions for the ellipsometry fit of thin films of VO,
[37]. We follow the same method for our VO,-NC layer:
to break the correlations between thickness and complex
refractive index, we simultaneously fit the ellipsometry
measurements of VO, NCs in both their insulating and
metallic state and we force the final fitted thickness to con-
verge towards the same value in both states of VO,. In
other words, the final fit yields the same thicknesses for the
different layers whatever the phase of VO, NCs. The only
difference between the two models for VO, insulating and
metallic lies in the dispersion of VO, NCs.

In Figs. 3(d) and 3(e), we show the optimized fits
together with the experimental data. We obtain an overall
good correspondence between model and measurements
for a VO,-NC size of R =35 nm and a filling factor
f =0.18. Based on our different fits to the experimen-
tal measurements, we can give an estimated uncertainty
for the extracted values for the sizes and filling factor

of VO, NCs to about 5%. If we round up this number,
the extracted values with their associated uncertainties are
R=35nm+2nmandf = 0.18 £0.01.

The fits are nearly perfect in the UV-vis range but a
slight discrepancy appears in the NIR. The observed dis-
crepancy in Figs. 3(d) and 3(e) between the model and the
experimental results is due to different effects, which can-
not be included without losing simplicity in the proposed
model. The two most important are the electromagnetic
interaction between the particles and a potentially non-
negligible degree of polydispersity in the size distribution
of the VO, NCs. The electromagnetic interaction between
nanoparticles has a long-standing history and a nice work
on this effect can be found in Rechberger er al. [47].
We apply the results of this research to our case and the
details can be found in the Supplemental Material [35].
Here, we consider the experimental conditions used in the
ellipsometry measurements with an exciting beam linearly
polarized at 45° with respect to the incidence plane. In the
metallic phase, the pure plasmonic resonance is affected by
blue and red shifts due to the interparticle electromagnetic
interaction with a clear net red shift of this resonance. This
explains the apparent discrepancy observed between the
measured spectral position of the plasmonic peak around
1000 nm and that predicted with our model where multi-
ple interactions are not included. Concerning the insulating
phase, its resonance is clearly less influenced by electro-
magnetic interaction between the particles. It is important
to point out that this resonance is composed mainly of two
dipolar ones (see Fig. 1) of electric and magnetic charac-
ter, respectively. As shown in the Supplemental Material
[35], due to the particle interaction, there is a competition
between the blue shift undergone by the magnetic contri-
bution and the red shift for the electric one [48]. The net
result is a slight blue shift of the whole resonance when
the interparticle gap is small. This is the small discrepancy
we observe in Fig. 3 when the experiment and the model
result are compared for the resonance at 380 nm.

Concerning polydispersity, some detailed calculations
have been included in the Supplemental Material [35] but
the main conclusion is that, assuming an asymmetric size
distribution, the net effect will be a general red shift and
broadening of the resonance peak, especially for those
resonances of low energy (long wavelengths) and asso-
ciated to the metallic phase, which are more sensitive to
changes in the morphology and optical properties of the
VO, nanoscatterers.

Other effects can also present minor contributions to
the discrepancies observed in Figs. 3(d) and 3(e). Indeed,
we approximate VO, NCs as composed of purely stoi-
chiometric VO, and we neglect the presence of subox-
ides such as V,0s at the NC surface. Furthermore, we
directly used the dispersion as extracted from VO, thin-
film measurements to compute the different Mie coeffients.
By doing so, we made the hypothesis that the complex
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dispersion as VO, thin films, which could be subject to
discussions [20].

Even though we make all these approximations and
neglect potential interactions in the fits, we find a remark-
ably good qualitative agreement between measurements
and calculations. Furthermore, this good agreement holds
for all angles of incidence used in this study (55° — 70°).
We emphasize that this simple model is able to reproduce
well the prominent features of the optical response for both
states of VO, by simply changing the dispersion of VO,
from insulating to metallic. Indeed, the calculations nicely
reproduce the first peak in the visible, which is a combi-
nation of electric and magnetic dipole resonances and the
second peak in the NIR, which is a plasmonic resonance.
The latter is only present when the VO, is metallic, e.g.,
when the real part of the permittivity is negative and is
therefore a dynamically tunable resonance.

These calculations enable us to retrieve the effective per-
mittivity of the active VO,-NC layer and homogenize it
as an effective metamaterial medium. Figures 4(a)-4(d)
show the calculated e€.f, ter, and mer for a slab with
VO, spheres with radius R = 35 nm and a filling frac-
tion f = 0.18 in their insulating (low-temperature) and
metallic (high-temperature) states. These retrieved € and
Uerr values are effective angle-independent metamaterial
parameters, describing the global optical properties of the
hybrid medium.

We see clear differences in the optical dispersion as
compared to unpatterned VO, layer. In particular, there
are ranges of wavelength for which the IMT of VO, pro-
duces a large modulation of n.gs with a simultaneously
low ke that is much lower than in bulk VO,. This is
especially true in the NIR, for which k. remains lower
than 0.1.

We show that the main spectral characteristics of VO,-
NC-based metamaterials can be calculated using a com-
bination of Mie theory and Maxwell-Garnett effective
medium. From there, we can now predict the expected
optical properties of VO, NCs of arbitrary sizes. In the fol-
lowing, we show how this framework can be used to design
tunable metamaterials with tailored properties in desired
wavelength ranges. Figures 5(a)—5(d) show the calculated
evolution of the nes and keg values of VO, NCs in both
their insulating and metallic states for different diameters
of NCs.

In the insulating state, the absorption peaks are con-
trolled by the Mie resonances while in the metallic state
they are dominated by the plasmonic resonance. We can
directly see that, by adjusting the size of NCs, we control
the spectral position of the absorption peaks in both the
insulating and metallic states [see Figs. 5(b) and 5(d)]. The
size of the VO, NCs therefore enables tailoring the spec-
tral distribution of the multipolar resonances hosted by this
metamaterial.

To have a more general picture of the different regimes
of tunability we can obtain with this system, Figs. 5(e) and
5(f) display the amplitude of refractive-index modulation
produced by the IMT of VO, as a function of NC size. To
do so, we plot Aneg and Akeg, which are defined as Aneg =
Neff,insulating — Heff,metallic and Akeff = keﬁ“,insulating — Reffmetallic
and which represent the amplitude of modulation of the
effective refractive index and extinction coefficient, respec-
tively. With this figure, we can pinpoint specific regions of
the size versus wavelength map in which the switching of
VO, either translates into a tunable refractive index or a
tunable extinction coefficient.

Interestingly, by plotting the An.gs and Ak values cal-
culated for a few selected VO,-NC sizes (as displayed
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in Fig. 6), we immediately see that around the maximum
Aner reached for each NC size, we simultaneously have
Aker = 0. Furthermore, the wavelength at which this effect
is obtained is directly governed by the size of VO, NCs.
In other words, this phase-change metamaterial platform
enables tailoring a dynamical tuning of refractive index
without modifying the optical absorption. As displayed in
Fig. 6, this “zero-induced-extinction” refractive-index tun-
ing occurs in a designer wavelength range via selecting an
appropriate size of NC.

By plotting the figure of merit (FOM) Aneg/Akeg for
different sizes of NCs and comparing the obtained FOM
to the corresponding one for VO, thin films, we immedi-
ately see that not only the FOM is enhanced by more than 2
orders of magnitude but we can design the system to select
the wavelength at which the FOM is boosted via the size

of VO, NCs. This designer high FOM is much larger than
in any other existing “unpatterned” PCMs [49], and high-
lights the usefulness of our metamaterial approach. We
also note that the opposite effect can be exploited, namely,
close to the maximum Ak, we can simultaneously have
negligible Ang. So this platform can be used to actively
control the absorption without modifying the refractive
index of the medium (e.g., for R = 95 nm at A = 1500 nm
we get Akeg = —0.2 and Aney = 0).

We envision another exciting opportunity for this
metamaterial as an active platform to control scatter-
ing properties and directional beaming of light. Indeed,
when multipolar resonances are spectrally overlapping in
nanoparticles, the scattered fields can interfere and pro-
duce directional scattering. In particular, spectrally over-
lapping DE and DM resonances yield the so-called Kerker
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FIG. 6. Spectral variation of the amplitude of modulation of
the effective refractive index (Aner and Aker) of the meta-
material for selected NC size. Bottom graph: figure of merit
(FOM = Aneg/ Aker) of the VO,-NC platform for different sizes
of nanocrystals and compared to the FOM for a VO, thin film.

conditions that either suppress the forward or the backward
scattering of light [8,50]. Figure 7 displays the multipolar
decomposition of light fields within VO, NCs as a func-
tion of size and VO, phase, either insulating or metallic.
We see that each size of NC produces overlapping DE
and DM resonances, which coherently interfere at spe-
cific wavelengths. Then, when the VO, is switched from

(a) ~ R=100 nm (b)
5 Insulator Metal
3 4
N <
~\ y
7 \
0 A
500 1500 2500 500 1500 2500

Wavelength (nm) Wavelength (nm)

FIG. 7.

its insulating phase to the metallic one, we can suppress
the DM contribution associated to the b; coefficient and
strongly enhance the DE contribution associated to the a;
coefficient.

In other words, at specific wavelengths we switch from
a dielectric DM resonances to a plasmonic DE reso-
nance. This implies that this hybrid metamaterial enables
an active and dynamical control of the Kerker conditions
[50]. From that perspective, we foresee a dynamic mod-
ulation of the directionality of light scattering as well as
actively tunable perfect reflection or absorption. We also
note the presence of tunable quadrupolar modes (a, and
b, coefficients, Fig. 7) that may be used for complex tun-
able interference phenomena between different multipoles,
hence opening a wealth of different possibilities of spa-
tially distributing the scattered light for directionality con-
trol purposes (see [42,51] for more details). This tunable
multipole can also find interest in the recently proposed
framework of spontaneous emission engineering through
intereferences between higher-order multipoles [52].

VII. CONCLUSION

We demonstrate that VO, NCs integrated in SiO; as
spherical nanoinclusions enable exploiting the VO, IMT
to tune and switch multipolar modes in the visible and
near-infrared ranges. In particular, we show the presence
of a plasmonic mode in the NIR whose gradual appearance
and intensity are directly controlled by the VO, state. The
presence of two simultaneous dipole resonances in two
different spectral regions, vis and NIR, could open the pos-
sibility of new “multiplexing”-based techniques for SERS
applications. Contrary to bulk and thin-film VO,, such a
metamaterial approach provides means to tailor the com-
plex refractive index and tunability of phase-change mate-
rials. Indeed, we show that, by adjusting the VO,-NC size,
this system can be exploited as a designer phase-change
metamaterial with adjustable refractive-index modulation
and absorption modulation. In particular, we can design the
system to have a large refractive-index tunability without

R = 200 nm
Insulator Metal — Qs
_31
TN
i
\\\ — —b;
500 1500 2500 500 1500 2500

Wavelength (nm)  Wavelength (nm)

Calculated absorption cross-section efficiency Q,ps of NCs of different sizes in their insulator and metallic states embedded

in quartz. Colored lines represent the dipolar electric a; (red), dipolar magnetic b; (yellow), quadrupolar electric a, (light blue), and

quadrupolar magnetic b, (dark blue) contributions to Qyps.
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inducing modulation of the extinction coefficient at spe-
cific wavelengths. This zero-induced-extinction refractive-
index tuning opens up new regimes of very large FOM that
are unattainable with conventional unpatterned PCMs lay-
ers. Furthermore, such VO, NCs can be optically switched
at femtosecond timescale (approximately 150 fs) [24] and
present very large hysteresis (see [30] and the Supplemen-
tal Material [35]). We can therefore envision this platform
to be used for ultrafast all-optical integrated systems with
memory effects. Note however that the speed of mod-
ulation is ultimately limited by the fall times for VO,
devices, which typically depends on device dimensions,
thermal dissipation, ambient temperature, and actuation
mechanism [53,54]. Reaching the sub-nanosecond regime
requires optimizing the optical and thermal environment of
nanostructures for heat management.

Compared to other methods of nanopatterning PCMs,
we emphasize that the resulting metamaterial presents sev-
eral benefits from a practical point of view, and most
notably the nanostructures are embedded in a dielec-
tric host that protects them from the environment and
consequent processes that can affect its optical response
(protection from oxidization [55], chemical reaction [56],
mechanical scratches,...). This makes such a platform
extremely easy to handle and to integrate in various envi-
ronments, contrary to thin films of phase-change materials
that are very sensitive.

The samples presented here are fabricated by ion
implantation, a technique that is widely used in the micro-
electronics industry and can therefore be exploited for
large-scale fabrication of samples. Furthermore, the size,
density, and depth of NCs in the host can be controlled
through adjustment of implantation parameters and anneal-
ing process. This implantation process can be carried out in
many different CMOS-compatible platforms such as ther-
mal SiO; on silicon substrate and results in a flat surface
that does not require any complex postprocess step such as
CMP to planarize the device. A next logical step is to inte-
grate nanophotonic devices on top of this metamaterial for
a wealth of tunable functionalities such as an active con-
trol of spontaneous light emission [9,52,57] or dynamically
tunable Huygen’s metasurfaces [58].

From a broader scientific perspective, the results pre-
sented here help define an alternative system with which
to study tunable interactions between nanoparticles and
tunable interferences between multipolar resonances lead-
ing to interesting scattering directional properties. Our
research shows that there are real materials [other than
Si as a typical example of high refractive index mate-
rial (see Refs. [7] and [8])] with phase-change proper-
ties that support the study made in Ref. [42]. With VO,
nanocrystals, the analyzed directionality properties are tun-
able by taking advantage of its phase-change properties.
This is a practical tunability where we can keep both NP
size and exciting wavelength fixed. In the basic research

of Ref. [42], the tunability is obtained by changing the
wavelength or the size of the particle (size parameter
tunability) to see a change in the directionality, which
many times is unpractical. As a result, our research serves
as a testbed for dynamical modulation of light scatter-
ing, tunable Kerker effects, and active control of light
directionality.

ACKNOWLEDGMENTS

This work is partly supported by the French National
Research Agency (ANR) under the project SNAPSHOT
(ANR-16-CE24-0004). F.M. thanks the Ministerio de
Ciencia, Innovacion y Universidades for its support under
project PGC2018-096649-B-100. Y.G. thanks the Univer-
sity of Cantabria for her FPU grant. Z.Z. and S.R. acknowl-
edge AFOSR FA9550-18-1-0250 for support. The authors
thank Professor David E. Aspnes for helpful discussions.

J.J. and Y.G. contributed equally to the Paper.

[1] L. Novotny and B. Hecht, Principles of Nano-Optics (Cam-
bridge University Press, New York, 2012).

[2] A.F. Koenderink, A. Alu, and A. Polman, Nanophotonics:
Shrinking light-based technology, Science 348, 516 (2015).

[3] Y. Kivshar and A. Miroshnichenko, Meta-optics with Mie
resonances, OPN 28, 24 (2017).

[4] H.-T. Chen, A. J. Taylor, and N. Yu, A review of meta-
surfaces: Physics and applications, Rep. Prog. Phys. 79,
076401 (2016).

[51 N. Yu and F. Capasso, Flat optics with designer metasur-
faces, Nat. Mater. 13, 139 (2014).

[6] K. L. Kelly, E. Coronado, L. L. Zhao, and G. C. Schatz, The
optical properties of metal nanoparticles: The influence of
size, shape, and dielectric environment, J. Phys. Chem. B
107, 668 (2003).

[7] A. Garcia-Etxarri, R. Gomez-Medina, L. S. Froufe-Pérez,
C. Lopez, L. Chantada, F. Scheffold, J. Aizpurua, M. Nieto-
Vesperinas, and J. J. Saenz, Strong magnetic response of
submicron silicon particles in the infrared, Opt. Express 19,
4815 (2011).

[8] J. Geffrin, B. Garcia-Camara, R. Gomez-Medina, P.
Albella, L. Froufe-Pérez, C. Eyraud, A. Litman, R. Vail-
lon, F. Gonzalez, M. Nieto-Vesperinas, J. Sdenz, and F.
Moreno, Magnetic and electric coherence in forward- and
back-scattered electromagnetic waves by a single dielectric
subwavelength sphere, Nat. Commun. 3, 1171 (2012).

[9] S. Bidault, M. Mivelle, and N. Bonod, Dielectric nanoan-
tennas to manipulate solid-state light emission, J. Appl.
Phys. 126, 094104 (2019).

[10] C. Ferrera, N. Kinsey, A. Shaltout, C. DeVault, V. Shalaev,
and A. Boltasseva, Dynamic nanophotonics, JOSA B 34,
95 (2017).

[11] N. I. Zheludev, Obtaining optical properties on demand,
Science 348, 973 (2015).

[12] M. Wuttig, H. Bhaskaran, and T. Taubner, Phase-change
materials for non-volatile photonic applications, Nat. Pho-
tonics 11, 465 (2017).

044053-9


https://doi.org/10.1126/science.1261243
https://doi.org/10.1088/0034-4885/79/7/076401
https://doi.org/10.1038/nmat3839
https://doi.org/10.1021/jp026731y
https://doi.org/10.1364/OE.19.004815
https://doi.org/10.1038/ncomms2167
https://doi.org/10.1063/1.5108641
https://doi.org/10.1364/JOSAB.34.000095
https://doi.org/10.1126/science.aac4360
https://doi.org/10.1038/nphoton.2017.126

JIMMY JOHN et al.

PHYS. REV. APPLIED 13, 044053 (2020)

[13] Y. Ke, S. Wang, G. Liu, M. Li, T. J. White, and Y. Long,
Vanadium dioxide: The multistimuli responsive material
and its applications, Small 14, 1802025 (2018).

[14] R. Shi, N. Shen, J. Wang, W. Wang, A. Amini, N. Wang,
and C. Cheng, Recent advances in fabrication strategies,
phase transition modulation, and advanced applications of
vanadium dioxide, Appl. Phys. Rev. 6, 011312 (2019).

[15] S. Cueff, D. Li, Y. Zhou, F. J. Wong, J. A. Kurvits, S.
Ramanathan, and R. Zia, Dynamic control of light emis-
sion faster than the lifetime limit using VO, phase-change,
Nat. Commun. 6, 8636 (2015).

[16] Y. Kim, P. C. Wu, R. Sokhoyan, K. A. Mauser, R. Glaudell,
G. Kafaie Shirmanesh, and H. A. Atwater, Phase modu-
lation with electrically tunable vanadium dioxide phase-
change metasurfaces, Nano Lett. 19, 3961 (2019).

[17] Z.Zhu, P. G. Evans, R. F. Haglund, Jr., and J. G. Valentine,
Dynamically reconfigurable metadevice employing nanos-
tructured phase-change materials, Nano Lett. 17, 4881
(2017).

[18] J. Rensberg, S. Zhang, Y. Zhou, A. S. McLeod, C. Schwarz,
M. Goldflam, M. Liu, J. Kerbusch, R. Nawrodt, and S.
Ramanathan et al., Active optical metasurfaces based on
defect-engineered phase-transition materials, Nano Lett.
16, 1050 (2016).

[19] N. A. Butakov, I. Valmianski, T. Lewi, C. Urban, Z. Ren,
A. A. Mikhailovsky, S. D. Wilson, I. K. Schuller, and J. A.
Schuller, Switchable plasmonic—dielectric resonators with
metal—insulator transitions, ACS Photonics 5, 371 (2017).

[20] L. Whittaker, C. J. Patridge, and S. Banerjee, Microscopic
and nanoscale perspective of the metal- insulator phase
transitions of VO,: Some new twists to an old tale, J. Phys.
Chem. Lett 2, 745 (2011).

[21] R. Lopez, L. Boatner, T. Haynes, L. C. Feldman, and
R. Haglund, Jr., Synthesis and characterization of size-
controlled vanadium dioxide nanocrystals in a fused silica
matrix, J. Appl. Phys. 92,4031 (2002).

[22] R. Lopez, T. Haynes, L. Boatner, L. C. Feldman, and R.
Haglund, Jr., Size effects in the structural phase transition
of VO, nanoparticles, Phys. Rev. B 65, 224113 (2002).

[23] R. Lopez, R. F. Haglund, Jr., L. C. Feldman, L. A. Boatner,
and T. E. Haynes, Optical nonlinearities in VO, nanoparti-
cles and thin films, Appl. Phys. Lett. 85, 5191 (2004).

[24] M. Rini, A. Cavalleri, R. W. Schoenlein, R. Lopez, L. C.
Feldman, R. F. Haglund, L. A. Boatner, and T. E. Haynes,
Photoinduced phase transition in VO, nanocrystals: Ultra-
fast control of surface-plasmon resonance, Opt. Lett. 30,
558 (2005).

[25] Y. Wei, H. Ebendorff-Heidepriem, and J. Zhao, Recent
advances in hybrid optical materials: Integrating nanopar-
ticles within a glass matrix, Adv. Opt. Mater. 7, 1900702
(2019).

[26] B. Zhuang, Z. Dai, S. Pang, H. Xu, L. Sun, and F. Ma,
3D ordered macroporous VO, thin films with an efficient
thermochromic modulation capability for advanced smart
windows, Adv. Opt. Mater. 7, 1900600 (2019).

[27] T. Paik, S.-H. Hong, E. A. Gaulding, H. Caglayan, T.
R. Gordon, N. Engheta, C. R. Kagan, and C. B. Murray,
Solution-processed phase-change VO, metamaterials from
colloidal vanadium oxide (VO,) nanocrystals, ACS Nano
8,797 (2014).

[28] C. J. Dahlman, G. LeBlanc, A. Bergerud, C. Staller, J.
Adair, and D. J. Milliron, Electrochemically induced trans-
formations of vanadium dioxide nanocrystals, Nano Lett.
16, 6021 (2016).

[29] J. Zimmer, A. Wixforth, H. Karl, and H. J. Krenner, lon
beam synthesis of nanothermochromic diffraction gratings
with giant switching contrast at telecom wavelengths, Appl.
Phys. Lett. 100, 231911 (2012).

[30] T. Jostmeier, J. Zimmer, H. Karl, H. J. Krenner, and K.
Betz, Optically imprinted reconfigurable photonic elements
in a VO, nanocomposite, Appl. Phys. Lett. 105, 071107
(2014).

[31] T. Jostmeier, M. Mangold, J. Zimmer, H. Karl, H. J.
Krenner, C. Ruppert, and K. Betz, Thermochromic mod-
ulation of surface plasmon polaritons in vanadium dioxide
nanocomposites, Opt. Express 24, 17321 (2016).

[32] A. Zylbersztejn and N. F. Mott, Metal-insulator transition
in vanadium dioxide, Phys. Rev. B 11, 4383 (1975).

[33] N. F. Mott, Metal-insulator transition, Rev. Mod. Phys. 40,
677 (1968).

[34] M. Imada, A. Fujimori, and Y. Tokura, Metal-insulator
transitions, Rev. Mod. Phys. 70, 1039 (1998).

[35] See Supplemental Material at http://link.aps.org/suppleme
ntal/10.1103/PhysRevApplied.13.044053 for more details
on the spectroscopic ellipsometry measurements, on the
derivation of the expressions for effective permettivity
and permeability and on the modelization of interactions
between particles and polydispersity effects, which includes
Refs. [59—-63].

[36] C. Wan, Z. Zhang, D. Woolf, C. M. Hessel, J. Rensberg,
J. M. Hensley, Y. Xiao, A. Shahsafi, J. Salman, S. Richter
et al., Optical properties of thin-film vanadium dioxide
from the visible to the far infrared, Ann. Phys.-Berlin 531,
1900188 (2019).

[37] J. Sun and G. K. Pribil, Analyzing optical properties of
thin vanadium oxide films through semiconductor-to-metal
phase transition using spectroscopic ellipsometry, Appl.
Surf. Sci. 421, 819 (2017).

[38] C. Noguez, Surface plasmons on metal nanoparticles: The
influence of shape and physical environment, J. Phys.
Chem. C 111, 3606 (2007).

[39] G. Mie, Beitrage zur optik triiber medien, speziell kol-
loidaler Metallgsungen, Ann. Phys. 330, 377 (1908).

[40] C.F.Bohren and D. R. Huffman, Absorption and Scattering
of Light by Small Particles (John Wiley & Sons, New York,
NY, 2008).

[41] L. H. Malitson, Interspecimen comparison of the refractive
index of fused silica, JOSA 55, 1205 (1965).

[42] M. L. Tribelsky, J.-M. Geffrin, A. Litman, C. Eyraud, and F.
Moreno, Small dielectric spheres with high refractive index
as new multifunctional elements for optical devices, Sci.
Rep. 5, 12288 (2015).

[43] R. Ruppin, Evaluation of extended maxwell-garnett theo-
ries, Opt. Commun. 182, 273 (2000).

[44] W. T. Doyle, Optical properties of a suspension of metal
spheres, Phys. Rev. B 39, 9852 (1989).

[45] H. Karl, J. Dreher, and B. Stritzker, Semiconductor-metal
phase transition in doped ion beam synthesized VO, nan-
oclusters, MRS Online Proc. Library Arch. 1174, 1174-
V06-35 (2009).

044053-10


https://doi.org/10.1002/smll.201802025
https://doi.org/10.1063/1.5087864
https://doi.org/10.1038/ncomms9636
https://doi.org/10.1021/acs.nanolett.9b01246
https://doi.org/10.1021/acs.nanolett.7b01767
https://doi.org/10.1021/acs.nanolett.5b04122
https://doi.org/10.1021/acsphotonics.7b00334
https://doi.org/10.1021/jz101640n
https://doi.org/10.1063/1.1503391
https://doi.org/10.1103/PhysRevB.65.224113
https://doi.org/10.1063/1.1826232
https://doi.org/10.1364/OL.30.000558
https://doi.org/10.1002/adom.201900702
https://doi.org/10.1002/adom.201900600
https://doi.org/10.1021/nn4054446
https://doi.org/10.1021/acs.nanolett.6b01756
https://doi.org/10.1063/1.4728110
https://doi.org/10.1063/1.4893570
https://doi.org/10.1364/OE.24.017321
https://doi.org/10.1103/PhysRevB.11.4383
https://doi.org/10.1103/RevModPhys.40.677
https://doi.org/10.1103/RevModPhys.70.1039
http://link.aps.org/supplemental/10.1103/PhysRevApplied.13.044053
https://doi.org/10.1002/andp.201900188
https://doi.org/10.1016/j.apsusc.2016.09.125
https://doi.org/10.1021/jp066539m
https://doi.org/10.1002/andp.19083300302
https://doi.org/10.1364/JOSA.55.001205
https://doi.org/10.1038/srep12288
https://doi.org/10.1016/S0030-4018(00)00825-7
https://doi.org/10.1103/PhysRevB.39.9852

MULTIPOLAR RESONANCES WITH DESIGNER TUNABILITY...

PHYS. REV. APPLIED 13, 044053 (2020)

[46] E. D. Palik, Handbook of Optical Constants of Solids
(Academic Press, San Diego, CA, 1998).

[47] W. Rechberger, A. Hohenau, A. Leitner, J. Krenn, B.
Lamprecht, and F. Aussenegg, Optical properties of two
interacting gold nanoparticles, Opt. Commun. 220, 137
(2003).

[48] P. Albella, M. A. Poyli, M. K. Schmidt, S. A. Maier, F.
Moreno, J. J. Sdenz, and J. Aizpurua, Low-loss electric and
magnetic field-enhanced spectroscopy with subwavelength
silicon dimers, J. Phys. Chem. C 117, 13573 (2013).

[49] S. Abdollahramezani, O. Hemmatyar, H. Taghinejad, A.
Krasnok, Y. Kiarashinejad, M. Zandehshahvar, A. Alu, and
A. Adibi, Tunable nanophotonics enabled by chalcogenide
phase-change materials, arXiv:2001.06335 (2020).

[50] M. Kerker, D.-S. Wang, and C. Giles, Electromagnetic
scattering by magnetic spheres, JOSA 73, 765 (1983).

[51] W. Liu and Y. S. Kivshar, Generalized Kerker effects in
nanophotonics and meta-optics, Opt. Express 26, 13085
(2018).

[52] E. Rusak, J. Straubel, P. Gladysz, M. Goddel, A.
Kedziorski, M. Kiihn, F. Weigend, C. Rockstuhl, and K.
Stowik, Tailoring the enhancement of and interference
among higher order multipole transitions in molecules with
a plasmonic nanoantenna, Nat. Commun. 10, 5775 (2019).

[53] J. D. Ryckman, K. A. Hallman, R. E. Marvel, R.
F. Haglund, and S. M. Weiss, Ultra-compact silicon
photonic devices reconfigured by an optically induced
semiconductor-to-metal transition, Opt. Express 21, 10753
(2013).

[54] P. Markov, R. E. Marvel, H. J. Conley, K. J. Miller, R.
F. Haglund, Jr., and S. M. Weiss, Optically monitored
electrical switching in VO,, ACS Photonics 2, 1175 (2015).

[55] Y. Gutierrez, D. Ortiz, J. M. Sanz, J. M. Saiz, F. Gon-
zalez, H. O. Everitt, and F. Moreno, How an oxide

shell affects the ultraviolet plasmonic behavior of Ga,
Mg, and Al nanostructures, Opt. Express 24, 20621
(2016).

[56] T. W. H. Oates, M. Losurdo, S. Noda, and K. Hinrichs, The
effect of atmospheric tarnishing on the optical and structural
properties of silver nanoparticles, J. Phys. D: Appl. Phys.
46, 145308 (2013).

[57] S. Cueff, F. Dubois, M. S. R. Huang, D. Li, R. Zia,
X. Letartre, P. Viktorovitch, and H. S. Nguyen, Tailor-
ing the local density of optical states and directionality of
light emission by symmetry breaking, IEEE J. Sel. Topics
Quantum Electron. 25, 1 (2019).

[58] M. Decker, 1. Staude, M. Falkner, J. Dominguez, D. N.
Neshev, 1. Brener, T. Pertsch, and Y. S. Kivshar, High-
efficiency dielectric Huygens’ surfaces, Adv. Opt. Mater.
3,813 (2015).

[59] H. Tompkins and E. A. Irene, Handbook of Ellipsometry
(William Andrew, Norwich, NY, 2005).

[60] H. Fujiwara, J. Koh, P. Rovira, and R. Collins, Assess-
ment of effective-medium theories in the analysis of
nucleation and microscopic surface roughness evolution
for semiconductor thin films, Phys. Rev. B 61, 10832
(2000).

[61] A. Gavini and C. C. Kwan, Optical properties of
semiconducting VO, films, Phys. Rev. B 5, 3138
(1972).

[62] G. W. Mulholland, C. F. Bohren, and K. A. Fuller, Light
scattering by agglomerates: Coupled electric and magnetic
dipole method, Langmuir 10, 2533 (1994).

[63] F. Moreno and F. Gonzales, Light scattering from
microstructures: lectures of the summer school of Laredo,
University of Cantabria, held at Laredo, Spain, Sept.
11-13, 1998 (Springer Science & Business Media,
Cantabria, Spain, 2000), Vol. 534.

044053-11


https://doi.org/10.1016/S0030-4018(03)01357-9
https://doi.org/10.1021/jp4027018
https://doi.org/10.1364/JOSA.73.000765
https://doi.org/10.1364/OE.26.013085
https://doi.org/10.1038/s41467-019-13748-4
https://doi.org/10.1364/OE.21.010753
https://doi.org/10.1021/acsphotonics.5b00244
https://doi.org/10.1364/OE.24.020621
https://doi.org/10.1088/0022-3727/46/14/145308
https://doi.org/10.1109/JSTQE.2019.2902915
https://doi.org/10.1002/adom.201400584
https://doi.org/10.1103/PhysRevB.61.10832
https://doi.org/10.1103/PhysRevB.5.3138
https://doi.org/10.1021/la00020a009

	I. INTRODUCTION
	II. OPTICAL PROPERTIES OF VO2 THIN FILMS
	III. VO2 NANOCRYSTALS
	IV. FABRICATION AND OPTICAL CHARACTERIZATION
	V. RETRIEVAL OF THE EFFECTIVE PARAMETERS OF THE METAMATERIAL
	VI. DISCUSSION
	VII. CONCLUSION
	ACKNOWLEDGMENTS
	. References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /All
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile ()
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.0000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 5
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Average
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages false
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Average
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages false
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Average
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /PDFX1a:2003
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError false
  /PDFXTrimBoxToMediaBoxOffset [
    33.84000
    33.84000
    33.84000
    33.84000
  ]
  /PDFXSetBleedBoxToMediaBox false
  /PDFXBleedBoxToTrimBoxOffset [
    9.00000
    9.00000
    9.00000
    9.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<

    /BGR <>
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000500044004600206587686353ef901a8fc7684c976262535370673a548c002000700072006f006f00660065007200208fdb884c9ad88d2891cf62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef653ef5728684c9762537088686a5f548c002000700072006f006f00660065007200204e0a73725f979ad854c18cea7684521753706548679c300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /CZE <>
    /DAN <>
    /DEU <>
    /ESP <>
    /ETI <>
    /FRA <>
    /GRE <>

    /HRV <>
    /HUN <>
    /ITA <>
    /JPN <>
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020b370c2a4d06cd0d10020d504b9b0d1300020bc0f0020ad50c815ae30c5d0c11c0020ace0d488c9c8b85c0020c778c1c4d560002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
    /LTH <>
    /LVI <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken voor kwaliteitsafdrukken op desktopprinters en proofers. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /POL <>
    /PTB <>
    /RUM <>
    /RUS <>
    /SKY <>
    /SLV <>
    /SUO <>
    /SVE <>
    /TUR <>
    /UKR <>
    /ENU (Use these settings to create Adobe PDF documents for quality printing on desktop printers and proofers.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames false
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AddBleedMarks true
      /AddColorBars false
      /AddCropMarks true
      /AddPageInfo true
      /AddRegMarks false
      /BleedOffset [
        9
        9
        9
        9
      ]
      /ConvertColors /NoConversion
      /DestinationProfileName ()
      /DestinationProfileSelector /NA
      /Downsample16BitImages true
      /FlattenerPreset <<
        /PresetSelector /MediumResolution
      >>
      /FormElements false
      /GenerateStructure true
      /IncludeBookmarks true
      /IncludeHyperlinks true
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MarksOffset 6
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /NA
      /PageMarksFile /RomanDefault
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /LeaveUntagged
      /UseDocumentBleed false
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [612.000 792.000]
>> setpagedevice


