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The fabrication of high optical quality inverse opals is challenging, requiring large size, three-dimensional ordered layers of high

dielectric constant ratio. In this article, alumina/TiO,—air inverse opals with a 98.2% reflectivity peak at 798 nm having an area of

2 em? and a thickness of 17 pm are achieved using a sacrificial self-assembled structure of large thickness, which was produced

with minimum fabrication errors by means of an electrospray technique. Using alumina as the first supporting layer enables the

deposition of TiO, at a higher temperature, therefore providing better optical quality.

Introduction

Periodic structures comprised of different refractive index mate-
rials having a lattice constant matching the wavelength of the
incident light are known as photonic crystals (PCs). PCs exhib-
it diffraction properties in one, two and three dimensions with
applications in several optoelectronic devices such as dichroic
mirrors, optical switches, lasers, biosensors or strain sensors
[1-5]. The performance of these devices is mainly related to the
lattice periodicity, the quality and the size of the ordered struc-
ture and the refractive index contrast.

The fabrication of PCs with dimensions of hundreds of microm-
eters and larger with sufficient thickness that are free of defects
is challenging and not easy to achieve with the conventional

fabrication techniques [6,7]. Although self-assembly is one of

the preferred deposition techniques (compared to alternative
top-down approaches based on lithography or holography), the
present state of the current techniques [8-13] either leads to
various randomly oriented domains [14] or to limited defect-
free areas, and furthermore, they are typically very slow fabri-
cation processes. In addition, a review of recent literature shows
that opals made of polystyrene or poly(methyl methacrylate)
(PMMA) [15-24] nanoparticles can be orderly assembled in
larger areas and thicknesses, however, such materials do not
achieve the same optical performance as inverse opals, due to
issues with structure definition [25].

Inverse opals can be created using colloidal crystals (CCs) as

templates to build close packed assemblies of air spheres.
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Several materials have been used as templates, for example,
metal oxides [26-29], semiconductors [30] or silicon [31-34].
Polymeric nanoparticles can also be used as templates, as they
can be deposited in an ordered way and can be either dissolved
or burned after the main structural material has been deposited.
The technological procedure, however, suffers from limitations
of the temperature compatibility of the structural material depo-
sition process with the maximum temperature that the poly-
meric nanoparticles can sustain, which is typically below
90-100 °C. This low temperature reduces the choices of materi-
als that have suitable optical properties for a given application
[35,36]. As an example, TiO, deposited at <150 °C has a lower
refractive index than TiO, deposited at >200 °C.

In previous works [37-40] we have shown how an electrospray
process of nanofluids can be used to deposit in a very short time
very well ordered and with few defects layers (colloidal crys-
tals) of polystyrene (of good quality and size) or silicon dioxide
nanoparticles with dimensions typically several hundreds of
micrometers with a close packed, face-centered cubic, three-
dimensional order. In parallel we have shown the use of Al,O3
as a good candidate for the inverse opal supporting layer
regarding the low temperature deposition capacity and mechani-
cal properties [41,42]. The main purpose of this article is to
apply this technique to the fabrication of inverse opals using the
3D polystyrene nanoparticle template which enables the
creation of large scale, large thickness, self-assembled struc-
tures with minimum fabrication errors and Al,03/TiO; as a
structural layer infiltrated through the voids. This is a two-step
atomic layer deposition (ALD) process in which the polymeric
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Figure 1: Schematic side view of the fabrication process.
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template is eliminated after the deposition of the alumina layer
and before the ALD deposition of the titania layer.

Results and Discussion

The fabrication process of the Al,O3/TiO, inverse opals is
schematically outlined in Figure 1 where the starting step can be
seen in Figure la and consists of the electrospray deposition of
the template layer of ordered polystyrene nanoparticles. Only a
side view of one row of four nanoparticles is shown for
clarity. The electrospray process of a nanofluid containing poly-
styrene nanospheres is described in the Experimental section
below.

The second step, shown in Figure 1b, consists of the deposition
of a thin, conformal layer of Al,O3 in an ALD reactor at 80 °C.
Such a low deposition temperature preserves the integrity of the
polystyrene nanoparticle template.

The third step, shown in Figure 1c is the selective elimination of
the template by raising the temperature in an oven up to 450 °C,
which is high enough to burn the polystyrene particles. As it can
be seen, at this stage of the process, the device is a 3D periodic
structure of alumina and spherical voids. The shape of the voids
depends on the initial order of the polystyrene nanoparticle
layer.

At this point the sample is already an inverse opal having a
refractive index contrast of 1.7/1 between alumina and air. The
next step of the process is the deposition of a conformal ALD
layer of TiO,. Titania conformally covers the alumina layer as

Self-assembled

polystyrene
nanospheres

Polystyrene
nanospheres
after ALD of Al,O4

Al,O4structure
after burning
polystyrene
nanospheres

Al,O5structure
after ALD of
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shown in Figure 1d. At this point, the structure is an inverse
opal of a composite Al,O3/TiO; layer with air voids.

The result of the first fabrication step is shown in Figure 2
where up to 50 layers of 360 nm polystyrene nanoparticles can
be seen. The layer is almost free of defects besides some
missing beads that can be identified in the top surface. A
focused ion beam (FIB) drill in two orthogonal vertical planes
confirms that the order is fully three-dimensional. The total
thickness of the obtained structures was 17 um. The total area
of the sample was 2 cm?.

Electrospray technique

The electrospray technique, described in more detail in [43] has
two main phases. In the first phase, the solution is pumped
through the needle at a controlled rate using an infusion pump.
The needle is positively biased at a high voltage typically be-
tween 2 and 10 kV (depending on the needle-to-substrate dis-
tance) and the substrate is biased to a voltage between —500 to
—1000 V using a high voltage bipolar power source. The high
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electric field created causes the fluid at the tip of the needle to
adopt a cone shape, a so-called Taylor cone [44]. At the tip of
the Taylor cone, a small jet is formed that breaks into fine
droplets. During this first phase, the droplets travel towards the
substrate and land on top of it. At this point, some liquid is left
on the substrate even after the infusion pump is switched off. In
our experiments, the power supply providing the bias to the
needle and substrate as well as the nitrogen flow are still
switched on. This means that while the remaining liquid dries,
the electric field is still on. This electric-field-assisted drying
process is believed to be fundamental for the orderly self-
assembly of the nanoparticles due to the combination of several
physical mechanisms — the most relevant for the self-assembly
being the dielectrophoretic force [45,46].

In our experiments, the setup was adjusted using an off-the-
shelf polystyrene solution in water (Corpuscular, Inc.), applying
+9000 V to the needle and —1000 V to the substrate with a sepa-
ration of 14 cm and a pumping rate of 2.2 mL/h. The mentioned
conditions produced a lattice of nanoparticles exhibiting a good

1 um Mag= 2825 KX Signal A=InLens FIB Lock Mags = Yes Stageat T= 54.0° System ‘Vacim = 1.842-005 mbar

FIB Mag = 28.25 K X Stage at 7= 44.215 mm FIB Gun Pressure = 5.67e-009 mbar

| WD =52 mm Brightness = 45.9 % FIB Probe = 30KV:5 pA Track Z= On GUn Vacuum = 7.52e-010 mbar
. = _ = 9 - - . 03

W;Ihsffu.;znpf: nm EHT = 5.00 kV Contrast = 33.4 % FIE Imaging = SEM Tilt Corrn. = Off 16:03:29 19 Jan 2011

Height = 7 962 pm Aperture Size = 30.00 pm High Current = Off

FIE Scan Rot= 0.0°

Tilt Angle = 54.0° File Mame = polis00-02 tif

Figure 2: Two cross sections at 90° of a 360 nm polystyrene nanoparticle colloidal crystal. Reprinted with permission from [37], copyright Coll et al.
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ordering in random hexagonal close packed (HCP) domains.
These domains are typically 100 pm wide with dislocations in
between, and no cracks were present.

Atomic layer deposition

The second step of our fabrication procedure uses the poly-
styrene structure shown in Figure 2 as a template in which other
suitable materials can be deposited. In our case, alumina was
first deposited as it is a material that can be easily conformally
deposited in thin layers of a few nanometers thick and has the
advantage that the deposition temperature is compatible with
the maximum temperature that the polystyrene nanoparticles
can withstand (<100 °C).

The ALD process uses trimethylaluminum (TMA) as the pre-
cursor gas. The temperature of the reactor is 80 °C, which
avoids any possible damage to the polystyrene structures. The
whole process produces a 20 nm conformal alumina layer. At
this point of the process, the sample is an ordered layer of
360 nm polystyrene nanoparticles covered by a 20 nm thin layer
of A,Os.

200 nm
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e EHT = 5.00 kV

Height = 3.159 um

Brightness = 48.5 %
Contrast = 356 %
Scan Speed =6
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FIB Mag= 1942 K X
FIB Probe = 30KV:10 pA
FIE Imaging = SEM

FIB Scan Rot= 0.0°
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In the third step, the polystyrene nanoparticles are burnt in a
furnace by applying a temperature ramp from room tempera-
ture to 450 °C at 5 °C/min. The sample is kept at 450 °C for two
hours. After the polystyrene beads are burnt away, the resulting
inverse opal is formed inside the cavities as a layer between the
nanoparticles . At the same time, inside the shells there are
distinct areas where there is no Al,O3, which correspond to the
previous contact points between alumina nanoparticles as
shown in Figure 3.

The fourth step is the conformal deposition of an ALD TiO,
layer around the alumina structure. This is performed using tita-
nium osopropoxide (TIPT) as the precursor gas. The tempera-
ture of the precursor is 80 °C and the reactor temperature is
200 °C. A 20 nm conformal layer of TiO; is produced covering
the alumina structure as shown in Figure 4. The resulting struc-
ture is very similar as the one shown in Figure 3 but with a
much higher refractive index contrast, improving the optical
response. The covering of TiO, is restricted to inside the parti-
cles because the ALD gases penetrate the structure through the

connecting holes.

Stage atT= 540° System Yacuum = 3.09e-006 mbar
FIB Gun Pressure = 5.10e-009 mbar

un Yacuum = 2.85e-010 mbar

11:55:51 25 Nov 2013

Stage at 2= 44.572 mm
Stage at M= 7.677 mm
File Mame = invOpal-A203-04.tif

Tilt Corrn. = Off
Tilt Angle = 36.0 ©

Figure 3: Cross section of Al,O3 shells after complete removal of polystyrene nanoparticles. Conformal shells which were formed in the gaps be-
tween nanoparticles are seen. The dark contrast areas in the shells are locations where the former polystyrene structure contact points result in

uncovered areas.
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Figure 4: Cross section of Al,03/TiO; shells after TiO, layer deposition. Conformal shells are observed covering the Al,O3 layer. Pa1 stands for the

thickness of TiO, and Pa2 stands for the thickness of Al,O3.

After checking the TiO, deposition results (Figure 4), the
conformity of both layers could be confirmed, and at the same
time, the adhesion of the ALD deposition in two steps was
clearly confirmed. The deposition of TiO, at 200 °C improved
the characteristics of the layer, as can also be seen [35,36].

Optical response
To determine the optical quality of the resulting inverse opal,
the reflectance of the fabricated samples has been measured

over an area of 36 mm?

using a Fourier transform infrared
(FTIR) spectrometer with an integrating sphere. We have con-
ducted characterization measurements on the three steps of our
process: (A) after step 1 in Figure la, (B) after step 3 in
Figure 1c and (C) after step 4 in Figure 1d. The reflectance

values as a function of the wavelength are shown in Figure 5.

Looking to the plot corresponding to the measurement for step
(A) related to the “polystyrene opal”, a broad peak of 81% re-
flectance located around 940 nm can be seen. The value of this
center wavelength of the reflection peak is consistent with theo-
retical calculations based on the plane wave expansion method
using MPB simulation software [47] that predicts a relative stop

band in the normal direction to the surface of the crystal for an
ordered random HCP lattice. This is consistent with our mea-
surements, and similar results are found elsewhere [37]. A sec-
ondary gap is also found centered at 470 nm wavelength.

The measurements performed for step (B) that corresponds to
the Al,O3 inverse opal are shown in Figure 5. A 72% reflec-
tance peak centered at 686 nm and a secondary peak close to
340 nm are observed. The blueshift of the peaks is due to the
different 3D structure of the inverse opal compared to the poly-
styrene opal and the material itself which has been substituted
from polystyrene to alumina. Finally, measurements performed
for step (C) correspond to the Al,03/TiO; inverse opal. As it
can be seen, the main reflectivity peak is centered at 798 nm
and exhibits a very high reflectance value of 98.2%. The sec-
ondary peak shows 67.8% reflectance and is centered at
448 nm. This structure was also simulated using the MPB
software assuming that the voids between the nanoparticles
were covered by Al,O3 and TiO; at a 50/50 vol %. The
simulation returned a value of the center wavelength of the
first peak around 805 nm, which is very close to the experimen-

tal one.
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Figure 5: Reflectance measurements showing that the high reflection peaks closely match with the expected peaks calculated by simulation (in the

lower part of the figure).

It is relevant to mention that the reflectivity results of our mea-
surements are given in absolute units using barium sulphate as a
reference and not in relative values to the maximum response of
the sample, as is the case in most published results (see for ex-
ample [35,36]). Moreover, our results have been obtained using
an illumination spot size of 36 mm?2 with an integration sphere
instead of using a guided light with smaller spot size focusing
on the best point over the whole PC with the aim to achieve the

best results, as is the case in [33].

Conclusion

In conclusion, this paper shows how an electrospray technique
can significantly contribute to advance the mass production fab-
rication of large area (>2 cm?), large thickness (>17 pm)
inverse opals with very good reflectivity properties in the NIR
spectral region using a double layer Al,03/TiO, colloidal
crystal created by self-assembled polystyrene nanoparticles as a
template. The results achieved were accomplished using low
temperature processing, producing a large sample without the
presence of cracks and a high absolute value of the reflectance
measured with a large spot size, indicating the high optical
quality of the final structure.

Experimental

The setup for the electrospray process is based in an infusion
pump and an OMNIFIX 5 mL syringe, both from B. Braun SA
(Melsungen, Germany), a Hamilton needle (600 pm outer and

130 pm inner diameter; Hamilton, Bonaduz, GR, Switzerland),
a high-voltage bipolar power source of —15 kV to +15 kV
(Ultravolt, Ronkonkoma, NY, USA), and finally, an off-the-
shelf nanofluid with 360 nm polystyrene nanoparticles at
25 g/mL concentration. The entire process was performed
inside a glove box in order to control the drying atmosphere
using nitrogen flow.

For the ALD process used to deposit Al,O3, a system from
Cambridge Nanotech Savannah was used and TMA (Sigma-
Aldrich) was used as a precursor gas. For TiO, deposition,
TIPT (Sigma-Aldrich) was used as the precursor gas.

For the structural characterization, scanning electron microsco-
py (SEM) was employed and an SEM-FIB (NEON 40, Carl
Zeiss) was used for the creation of trenches used to inspect
inside the samples.

In order to assess the quality of the process, the samples were
measured using a spectrophotometer from Shimadzu (UV3600
UV-vis—NIR, Kyoto, Japan) and an ISR-3100 integrating
sphere attachment of 3 x 12 mm beam area.

Acknowledgements

This work is partially funded by the Spanish Ministry of
Science and Innovation (TEC2011-26329, TEC2010-18222, the
grant BES-2012-058682), and the European Commission FP7

221



(Network of Excellence ‘Nanophotonics for Energy’ GA
248855). SEM and optical measurements were performed at
CRNE. The authors thank Dr. Trifon Trifonov and Dr. Alvaro
Blanco for their helpful discussions.

ORCID® iDs

Arnau Coll - https://orcid.org/0000-0001-6380-7475
Sandra Bermejo - https://orcid.org/0000-0003-1660-0273
David Hernandez - https://orcid.org/0000-0003-4106-0838
Luis Castarier - https://orcid.org/0000-0002-1988-6468

References

1. Galisteo-Lépez, J. F.; Ibisate, M.; Sapienza, R.; Froufe-Pérez, L. S.;
Blanco, A.; Lépez, C. Adv. Mater. 2011, 23, 30—-69.
doi:10.1002/adma.201000356

2. Yablonovitch, E. Phys. Rev. Lett. 1987, 58, 2059-2062.
doi:10.1103/PhysRevLett.58.2059

3. Yablonovitch, E.; Gmitter, T. J.; Leung, K. M. Phys. Rev. Lett. 1991, 67,
2295-2298. doi:10.1103/PhysRevLett.67.2295

4. John, S. Phys. Rev. Lett. 1987, 58, 2486.
doi:10.1103/PhysRevLett.58.2486

5. Ohtaka, K. Phys. Rev. B 1979, 19, 5057.
doi:10.1103/PhysRevB.19.5057

6. Lee, J.-H.; Koh, C. Y.; Singer, J. P.; Jeon, S.-J.; Maldovan, M,;
Stein, O.; Thomas, E. L. Adv. Mater. 2014, 26, 532-569.
doi:10.1002/adma.201303456

7. Cong, H.; Yu, B,; Tang, J.; Li, Z.; Liu, X. Chem. Soc. Rev. 2013, 42,
7774-7800. doi:10.1039/c3cs60078e

8. Jiang, P.; Bertone, J. F.; Hwang, K. S.; Colvin, V. L. Chem. Mater.
1999, 11, 2132-2140. doi:10.1021/cm990080+

9. Yang, J; Luo, F.; Kao, T. S;; Li, X.; Ho, G. W.; Teng, J.; Luo, X.;
Hong, M. Light: Sci. Appl. 2014, 3, e185. doi:10.1038/Isa.2014.66

10.Yang, J.; Li, J. B.; Gong, Q. H.; Teng, J. H.; Hong, M. H.

Nanotechnology 2014, 25, 465707.

doi:10.1088/0957-4484/25/46/465707

JJalali, M.; Yu, Y.; Xu, K;; Ng, R. J. H.; Dong, Z.; Wang, L.;

Dinachali, S. S.; Hong, M.; Yang, J. K. W. Nanoscale 2016, 8,

18228-18234. doi:10.1039/C6NR03466G

12.Xu, K.; Zhang, C.; Lu, T. H.; Wang, P.; Zhou, R.; Ji, R.; Hong, M.
Guangdian Gongcheng 2017, 44, 185—-191.

13.Wang, P.; Liu, Z.; Xu, K.; Blackwood, D. J.; Hong, M.; Aberle, A. G.;
Stangl, R.; Peters, |. M. IEEE J. Photovoltaics 2017, 7, 493-501.
doi:10.1109/JPHOTOV.2016.2641298

14. Xia, Y.; Gates, B.; Yin, Y.; Lu, Y. Adv. Mater. 2000, 12, 693—-713.
doi:10.1002/(SICI1)1521-4095(200005)12:10<693::AID-ADMA693>3.0.
CO;2-J

15.Im, S. H.; Lim, Y. T.; Suh, D. J.; Park, O O. Adv. Mater. 2002, 14, 1367.
doi:10.1002/1521-4095(20021002)14:19<1367::AID-ADMA1367>3.0.C
0;2-U

16. Furumi, S. Polym. J. 2013, 45, 579-593. doi:10.1038/p;j.2012.181

17.Yang, H.; Jiang, P. Langmuir 2010, 26, 13173-13182.
doi:10.1021/1a101721v

18. Jiang, P.; McFarland, M. J. J. Am. Chem. Soc. 2004, 126,
13778-13786. doi:10.1021/ja0470923

19. Fulda, K.-U.; Tieke, B. Adv. Mater. 1994, 6, 288.
doi:10.1002/adma.19940060405

20.8Sun, J.; Tang, C.+j.; Zhan, P.; Han, Z.-lv; Cao, Z.-S.; Wang, Z.-L.
Langmuir 2010, 26, 7859-7864. doi:10.1021/1a9047165

1

-

Beilstein J. Nanotechnol. 2018, 9, 216-223.

21.Cui, L.; Li, Y.; Wang, J.; Tian, E.; Zhang, X.; Zhang, Y.; Song, Y.;
Jiang, L. J. Mater. Chem. 2009, 19, 5499-5502.
doi:10.1039/B907472D

22.Gu, Z.-Z.; Fujishima, A.; Sato, O. Chem. Mater. 2002, 14, 760-765.
doi:10.1021/cm0108435

23.Ruhl, T.; Hellmann, G. P. Macromol. Chem. Phys. 2001, 202,
3502-3505.
doi:10.1002/1521-3935(20011201)202:18<3502::AID-MACP3502>3.0.
CO;2-6

24.Park, S. H.; Qin, D.; Xia, Y. Adv. Mater. 1998, 10, 1028—-1032.
doi:10.1002/(SICI)1521-4095(199809)10:13<1028::AID-ADMA1028>3.
0.CO;2-P

25. Joannopoulos, J. D.; Johnson, S. G.; Winn, J. N.; Meade, R. D.
Photonic Crystals: Molding the Flow of Light, 2nd ed.; Princeton
University Press: Princeton, NJ, U.S.A., 2008.

26.Holland, B. T.; Blanford, C. F.; Do, T.; Stein, A. Chem. Mater. 1999, 11,
795-805. doi:10.1021/cm980666g

27.Wijnhoven, J. E. G. J.; Vos, W. L. Science 1998, 281, 802—-804.
doi:10.1126/science.281.5378.802

28. Gallego-Gémez, F.; Blanco, A.; Canalejas-Tejero, V.; Loépez, C. Small
2011, 7, 1838-1845. doi:10.1002/smll.201100184

29.Mayoral, R.; Requena, J.; Moya, J. S.; Lépez, C.; Cintas, A.;

Miguez, H.; Meseguer, F.; Vazquez, L.; Holgado, M.; Blanco, A.
Adv. Mater. 1997, 9, 257-260. doi:10.1002/adma.19970090318

30.Vlasov, Y. A; Yao, N.; Norris, D. J. Adv. Mater. 1999, 11, 165—-169.
doi:10.1002/(SICI)1521-4095(199902)11:2<165::AID-ADMA165>3.0.C
0;2-3

31.Holland, B. T.; Blanford, C. F.; Stein, A. Science 1998, 281, 538-540.
doi:10.1126/science.281.5376.538

32.Deutsch, M.; Vlasov, Yu. A.; Norris, D. J. Adv. Mater. 2000, 12,
1176-1180.
doi:10.1002/1521-4095(200008)12:16<1176::AID-ADMA1176>3.0.CO;
2-H

33.Blanco, A.; Chomski, E.; Grabtchak, S.; Ibisate, M.; John, S.;

Leonard, S. W.; Lopez, C.; Meseguer, F.; Miguez, H.; Mondia, J. P.;
QOzin, G. A.; Toader, O.; van Driel, H. M. Nature 2000, 405, 437—440.
doi:10.1038/35013024

34.Gallego-Gémez, F.; Ibisate, M.; Golmayo, D.; Palomares, F. J.;
Herrera, M.; Hernandez, J.; Molina, S. I.; Blanco, A.; Lépez, C.

Adv. Mater. 2011, 23, 5219-5223. doi:10.1002/adma.201101797

35.King, J. S.; Graugnard, E.; Summers, C. J. Adv. Mater. 2005, 17,
1010-1013. doi:10.1002/adma.200400648

36.King, J. S.; Heineman, D.; Graugnard, E.; Summers, C. J.

Appl. Surf. Sci. 2005, 244, 511-516. doi:10.1016/j.apsusc.2004.10.110
37.Coll, A.; Bermejo, S.; Hernandez, D.; Castarier, L. Nanoscale Res. Lett.
2013, 8, 26. doi:10.1186/1556-276X-8-26

38.Coll, A.; Bermejo, S.; Castafier, L. Microelectron. Eng. 2014, 121,
68-71. doi:10.1016/j.mee.2014.03.031

39. Veliz Beliz, B.; Bermejo, S.; Coll, A.; Castafier, L. Appl. Phys. Lett.
2014, 105, 013109. doi:10.1063/1.4889746

40. Castafier, L.; Bermejo, S.; Coll, A. Method for the ordered deposition of
layers of metamaterials from colloidal solutions of microspheres or
nanospheres. Spanish Patent WO 2013001128 A1, Feb 11, 2013.

41.Coll, A.; Bermejo, S.; Martin, I.; Alcubilla, R. Microelectron. Eng. 2015,
145, 29-31. doi:10.1016/j.mee.2015.02.037

42.Roa, J. J.; Coll, A.; Bermejo, S.; Jiménez-Piqué, E.; Alcubilla, R.;
Castarier, L.; Llanes, L. J. Phys. D: Appl. Phys. 2016, 49, 455303.
doi:10.1088/0022-3727/49/45/455303

43.Rohner, T. C,; Lion, N.; Girault, H. H. Phys. Chem. Chem. Phys. 2004,
6, 3056—-3068. doi:10.1039/b316836k

222


https://orcid.org/0000-0001-6380-7475
https://orcid.org/0000-0003-1660-0273
https://orcid.org/0000-0003-4106-0838
https://orcid.org/0000-0002-1988-6468
https://doi.org/10.1002%2Fadma.201000356
https://doi.org/10.1103%2FPhysRevLett.58.2059
https://doi.org/10.1103%2FPhysRevLett.67.2295
https://doi.org/10.1103%2FPhysRevLett.58.2486
https://doi.org/10.1103%2FPhysRevB.19.5057
https://doi.org/10.1002%2Fadma.201303456
https://doi.org/10.1039%2Fc3cs60078e
https://doi.org/10.1021%2Fcm990080%2B
https://doi.org/10.1038%2Flsa.2014.66
https://doi.org/10.1088%2F0957-4484%2F25%2F46%2F465707
https://doi.org/10.1039%2FC6NR03466G
https://doi.org/10.1109%2FJPHOTOV.2016.2641298
https://doi.org/10.1002%2F%28SICI%291521-4095%28200005%2912%3A10%3C693%3A%3AAID-ADMA693%3E3.0.CO%3B2-J
https://doi.org/10.1002%2F%28SICI%291521-4095%28200005%2912%3A10%3C693%3A%3AAID-ADMA693%3E3.0.CO%3B2-J
https://doi.org/10.1002%2F1521-4095%2820021002%2914%3A19%3C1367%3A%3AAID-ADMA1367%3E3.0.CO%3B2-U
https://doi.org/10.1002%2F1521-4095%2820021002%2914%3A19%3C1367%3A%3AAID-ADMA1367%3E3.0.CO%3B2-U
https://doi.org/10.1038%2Fpj.2012.181
https://doi.org/10.1021%2Fla101721v
https://doi.org/10.1021%2Fja0470923
https://doi.org/10.1002%2Fadma.19940060405
https://doi.org/10.1021%2Fla9047165
https://doi.org/10.1039%2FB907472D
https://doi.org/10.1021%2Fcm0108435
https://doi.org/10.1002%2F1521-3935%2820011201%29202%3A18%3C3502%3A%3AAID-MACP3502%3E3.0.CO%3B2-6
https://doi.org/10.1002%2F1521-3935%2820011201%29202%3A18%3C3502%3A%3AAID-MACP3502%3E3.0.CO%3B2-6
https://doi.org/10.1002%2F%28SICI%291521-4095%28199809%2910%3A13%3C1028%3A%3AAID-ADMA1028%3E3.0.CO%3B2-P
https://doi.org/10.1002%2F%28SICI%291521-4095%28199809%2910%3A13%3C1028%3A%3AAID-ADMA1028%3E3.0.CO%3B2-P
https://doi.org/10.1021%2Fcm980666g
https://doi.org/10.1126%2Fscience.281.5378.802
https://doi.org/10.1002%2Fsmll.201100184
https://doi.org/10.1002%2Fadma.19970090318
https://doi.org/10.1002%2F%28SICI%291521-4095%28199902%2911%3A2%3C165%3A%3AAID-ADMA165%3E3.0.CO%3B2-3
https://doi.org/10.1002%2F%28SICI%291521-4095%28199902%2911%3A2%3C165%3A%3AAID-ADMA165%3E3.0.CO%3B2-3
https://doi.org/10.1126%2Fscience.281.5376.538
https://doi.org/10.1002%2F1521-4095%28200008%2912%3A16%3C1176%3A%3AAID-ADMA1176%3E3.0.CO%3B2-H
https://doi.org/10.1002%2F1521-4095%28200008%2912%3A16%3C1176%3A%3AAID-ADMA1176%3E3.0.CO%3B2-H
https://doi.org/10.1038%2F35013024
https://doi.org/10.1002%2Fadma.201101797
https://doi.org/10.1002%2Fadma.200400648
https://doi.org/10.1016%2Fj.apsusc.2004.10.110
https://doi.org/10.1186%2F1556-276X-8-26
https://doi.org/10.1016%2Fj.mee.2014.03.031
https://doi.org/10.1063%2F1.4889746
https://doi.org/10.1016%2Fj.mee.2015.02.037
https://doi.org/10.1088%2F0022-3727%2F49%2F45%2F455303
https://doi.org/10.1039%2Fb316836k

44. Geoffrey Taylor, F. R. S. Proc. R. Soc. London, Ser. A 1964, 280,
383-397. doi:10.1098/rspa.1964.0151

45.B6hmer, M. Langmuir 1996, 12, 5747-5750. doi:10.1021/1a960183w

46.Trau, M.; Saville, D. A.; Aksay, |. A. Science 1996, 272, 706-709.
doi:10.1126/science.272.5262.706

47.Johnson, S. G.; Joannopoulos, J. D. Opt. Express 2001, 8, 173—190.

doi:10.1364/0OE.8.000173

License and Terms

This is an Open Access article under the terms of the
Creative Commons Attribution License
(http://creativecommons.org/licenses/by/4.0), which

permits unrestricted use, distribution, and reproduction in

any medium, provided the original work is properly cited.

The license is subject to the Beilstein Journal of
Nanotechnology terms and conditions:
(https://www.beilstein-journals.org/bjnano)

The definitive version of this article is the electronic one
which can be found at:
doi:10.3762/bjnano.9.23

Beilstein J. Nanotechnol. 2018, 9, 216-223.

223


https://doi.org/10.1098%2Frspa.1964.0151
https://doi.org/10.1021%2Fla960183w
https://doi.org/10.1126%2Fscience.272.5262.706
https://doi.org/10.1364%2FOE.8.000173
http://creativecommons.org/licenses/by/4.0
https://www.beilstein-journals.org/bjnano
https://doi.org/10.3762%2Fbjnano.9.23

	Abstract
	Introduction
	Results and Discussion
	Electrospray technique
	Atomic layer deposition
	Optical response

	Conclusion
	Experimental
	Acknowledgements
	ORCID iDs
	References

