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T
he expression of complementary
electronic and optical properties is
key to the performance of optoelec-

tronic devices. While intrinsic material qual-
ity controls the electronics, light harvesting
through the control of reflectance in mate-
rials with varying refractive indices (RI) con-
trols the optical performance.1�5 Different
materials and optical principles have been
investigated to achieve extremely high ab-
sorption (A) or antireflection (AR) over select
frequency bands. These include an ultrathin
stack of tilted graphene sheets,6,7 plasmonic
nanoparticles or metamaterial structures
that utilize optical resonance/scattering/
trapping,8�11 extra-long vertically aligned
carbon nanotubes,12,13 subwavelength stru-
ctures,14 and Mie resonators.15,16 In spite of
such impressive properties demonstrated
by these new materials, the industry can
only use the relatively inferior dielectric thin
film stack AR coatings17 and chemically

etched pyramidal structures because these
new technologies are still in their infancy
due to the lack of a simple design recipe
that could be applied universally and inde-
pendent of substrate RI.
Biomimetic nanostructures,18�20 demon-

strating gradient index of refraction (GRIN),
have shown ultralow AR properties for pho-
tovoltaics (PV),21,22 photoelectrochemical,23

triboelectric energy,24 photodetectors,25

and bactericidal26 applications. Material-
specific biomimetic AR structures have been
designed to work over a broad band and
over a wide angle of incidence (AOI).1,27�32

These materials may or may not cater to the
varied needs of the application industry such
as PV. In addition, the absolute value of the
highest absorption (lowest reflection) may be
technically irrelevant since photoelectronic
conversion in the devices, mentioned above,
is not sensitive enough to account for
<0.5�1% changes in absorption/reflectance.
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ABSTRACT Natural nanostructures in low refractive index Cicada wings demonstrate

e1% reflectance over the visible spectrum. We provide design parameters for Cicada-wing-

inspired nanotip arrays as efficient light harvesters over a 300�1000 nm spectrum and up to

60� angle of incidence in both low-index, such as silica and indium tin oxide, and high-index,

such as silicon and germanium, photovoltaic materials. Biomimicry of the Cicada wing design,

demonstrating gradient index, onto these material surfaces, either by real electron cyclotron

resonance microwave plasma processing or by modeling, was carried out to achieve a target

reflectance of∼1%. Design parameters of spacing/wavelength and length/spacing fitted into

a finite difference time domain model could simulate the experimental reflectance values

observed in real silicon and germanium or in model silica and indium tin oxide nanotip arrays.

A theoretical mapping of the length/spacing and spacing/wavelength space over varied

refractive index materials predicts that lengths of ∼1.5 μm and spacings of ∼200 nm in high-index and lengths of ∼200�600 nm and spacings of

∼100�400 nm in low-index materials would exhibite1% target reflectance and∼99% optical absorption over the entire UV�vis region and angle of

incidence up to 60�.

KEYWORDS: biomimetic nanostructures . Cicada wing . antireflection . photonic . gradient index . photovoltaic .
finite difference time domain
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However, nearly tens of micrometers deep surface
texturization is required to achieve ultrahigh (∼99%)
absorption, which is not the objective of this
research.12,13,15 Such long nanostructures impose a
heavy burden on the device fabrication procedures,
involving etching time and severely deteriorating the
electronic quality through defect recombination of the
material. Extreme AR values, such as R∼ 0.045%,12 are
prohibitive and useless for practical devices. As a
solution, nature has demonstrated efficient absorber
structures in Cicada wings andmoth eyes33,34 onmuch
smaller length scales. In fact, the best PV cells require
only about R∼ 1% from its surface to complement the
required electronic properties.2,21 Hence, instead of a
technically useless ultrasmall R value, we should focus
more on the efficiency of R suppression per unit length
(L) or spacing (S) or both of the nanostructures. Ration-
ally, (i) specifically designed, (ii) shortest possible nano-
structures to achieve (iii) a target R% (∼1%), (iv) over
the full visible spectrum (∼400�800 nm), (v) over a
reasonably broad AOI (0�60�), and (vi) on different RI
substrates would result in significant cost reduction.
There are some reports that partially address the above
issues, such as control of R as a function of L or S.35,36

The issues of broad band and wide AOI AR have been
addressed either individually or in totality but in a
specific material with specific dimensions.28�32,35,36

However, it is crucial to determine a recipe with
optimum L and S of these light-harvesting structures
to arrive at a design principle that would address all
six requirements mentioned above. Such design
principles are not available that can be adopted
directly from the journal to the floors of the production
line.
Tomeet the above-mentioned criteria, as numbered

from i to vi, in this article, we report the fabrication of
(i) Cicada-inspired (specifically designed) AR nano-
structure arrays on silicon (Si) and germanium (Ge)
and model these using finite difference time domain
(FDTD) calculations using (ii) the L and the S as the
fitting parameters. The model can then be used on
other materials such as silica (SiO2) and indium tin
oxide (ITO), in addition to Si and Ge, tomap and predict
the smallest L and S to achieve the (iii) target R ∼ 1%
over the (iv) 400�800 nm spectrum and (v) 0�60� AOI
for (vi) PV materials having different RI.

RESULTS

Nature makes use of submicron structures on biolo-
gical surfaces in order to achieve unmatched optical
effects. In this article, we have selected one such
natural photonic structure, namely, the Cicada wing,
to study its reflective properties and use it for design-
ing artificial structures suitable for optoelectronic de-
vices. Figure 1a shows the photograph of an adult
Cicada (collected dead in summer 2014) sitting on a
highly reflective polished planar silicon wafer and a

dark nanostructured Si surface, which we will discuss
later. Evidently, the polished Si reflects the image of the
Cicada on the left-hand side of the image. However,
the dark piece of nanostructured Si sample (size 4 cm�
5 cm)with biomimetic architecture does not reflect the
image of the Cicada at all. This is a simple visual
comparison of the AR properties of the polished wafer
and the nanostructured Si surface. The adult Cicada
wing is transparent, excluding some small parts of the
wing edge and fibrous support network, as shown in
Figure 1b. The scanning electron microscopy (SEM)
image reveals highly ordered array of nanosized pro-
tuberances on its surface. The conical structures, here-
after to be called nanotips (NTs), are ∼250 nm tall and
arranged in a hexagonal array with a center-to-center
distance of ∼150 nm (Figure 1c). The morphology of
the Cicada wing is very similar to the corneal nipple
arrays found in moths,33 and the transparent wing of
Cephonodes hylas34,37 has been described to have
good AR surfaces.38,39 In order to verify the AR property
of the wing NT array, we have studied the total

Figure 1. Antireflective nanostructure arrays on transpar-
ent cicada wing. (a) Photographic image of a Cicada speci-
men placed partially on a polished silicon wafer and on a
piece of SiNTs (size 4 cm � 5 cm). (b) Photographic image,
(c) tilted topviewSEM image, and (d)measuredand simulated
total hemispherical reflectance (total R%) spectrum as a
function of wavelength for the Cicada wing. (e) Left to right:
Schematic representation of reflectance reduction, com-
pared to planar surfaces, in real and index-controlled
biomimetic nanostructures with feature parameters of d
(diameter), S (spacing), and L (length) in material with
variable bulk refractive index (n, at 633 nm). Abbreviations
used: λ, incident wavelength; θ, angle of incidence; Si,
silicon; Ge, germanium.
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(specular þ diffuse) hemispherical reflectance within
the wavelength region from 400 to 800 nm with an
integral sphere attached to the measurement system.
The Cicada wing showed a very low reflectivity of∼1%
in the visible wavelength (Figure 1d), and we set this as
our target reflectance for the biomimetic nanostruc-
tures we are going to generate. This low reflectivity
could be simulated (Figure 1d) through the FDTD
calculations with a model nanostructure using RI va-
lues of the wing material chitin (Supporting Informa-
tion Figure S1). The SiNT shown in Figure 1a had
nanostructures resembling those of the Cicada wing.
Compared to the flat surfaces, these NT arrays would
certainly show reduced reflectance. However, we were
curious if the morphology (length, spacing) of these
NT arrays need to be controlled to achieve a practi-
cally meaningful target reflectance when we translate
this design to real material surfaces used in photovol-
taics or light-harvesting devices having varied RI
(Figure 1e).
Translation of the Cicada wing design in a variety of

synthetic material surfaces must also demonstrate
similar AR and light-harvesting properties over a broad
band. Not only that, a proper choice of material suiting
the particular application is also required. Scanning the
entire wavelength and the material spectrum with the
given natural design is difficult experimentally. There-
fore, we took to theoretical modeling and calculations.
We have demonstrated previously that SiNTs are effi-
cient antireflectors in the visible and near-infrared
wavelength zone15 compared to nanowires or nano-
rods with dual diameter.40 Those studies were mostly
done to achieve the lowest reflectance with no restric-
tion on the geometry dimension and hence being
indifferent to the electronic properties. Here, we have
performed numerical calculations to simulate the 1%
target reflectance for light-harvesting nanostructures
in varied RI media.41 We have chosen SiO2, ITO, Si, and
Ge that demonstrate a spectrum of RI values and have
been used in devices such as solar cells and
photodetectors.
Basic principles of subwavelength structures predict

a decrease in reflectance as L increases with S < λ.1,38,39

This motivates us to study the variation of the geome-
trical factors (L/S and S/λ, with S e λ) of the NT and
predict an efficient AR architecture. AR efficiency of the
design is not the minimization of the absolute reflec-
tance value, but the rate at which it decreases as
a function of the geometrical parameters L/S and
S/λ in the selected spectral region. The answer to
this question is provided by the simulation results
presented in Figure 2 for nanostructures with different
RI and AOI = 0�.
Over a broad band (300�1200 nm), the R% de-

creased as L/S is increased at a fixed value of S/λ for
SiNTs (Figure 2a). Similarly, for sufficiently long SiNTs
(L/S ∼ 3), R% is suppressed as S/λ increases to 1

(Figure 2b). From Figure 2a,b, it is easy to demonstrate
the rate of decrease in R% as a function of either L/S
(Figure 2c) or S/λ (Figure 2d) at a set wavelength of
500 nm at which the Cicada wing showed a minimum
R ∼ 0.6% (Figure 1d). Similar plots for other materials
(SiO2, ITO, Si, Ge) could also be generated (Figure 2c,d)
from the data shown in Supporting Information Figure
S2. The results showadecrease in R%as L/S is increased
for these materials, and R% approaches ∼1% when
L/S = 1 for SiO2. An increasing RI of the material would
increase the required L/S to achieve the target reflec-
tance. The results of Figure 2d showadecrease in R%as
S/λ is increased for thesematerials, and R%approaches
∼1% when S/λ = 0.1 for SiO2. An increasing RI of the
material would increase the required S/λ to achieve the
target reflectance.
Next, in order to predict the best NT geometry for

the target reflectance, we systematically calculated the
reflectance spectrum by varying S/λ and L/S indepen-
dently in our simulations. For instance, the reflectance
values of SiO2NT were plotted as a function of each S/λ
and L/S combination at λ = 500 nm to obtain a 3D
graph (Figure 2e). The same strategy was employed
subsequently for ITO (Figure 2f), Si (Figure 2g), and Ge
(Figure 2h). The S/λ was changed from 0 to 1, and L/S
was changed from 0 to 4 for SiO2/ITO and from 0 to 6
for Si/Ge. These results reveal that the AR property
correlates consistently with the S/λ and L/S of the NTs.
The 3D reflectance map shows a half-cup shape with a
purple valley and multicolored slopes. From the R%
scale bar in the case of SiO2, the purple color represent
R e 1%, whereas the other colors represent R > 1%
(Figure 2e). These plots clearly show at which values of
L/S and S/λ, R < 1% could be achieved on SiO2

(Figure 2e), ITO (Figure 2f), SiNT (Figure 2g), and GeNT
(Figure 2h) structures at 500 nm. Instead of a 3D plot,
the result is presented in a 2D format to know the
precise values of L/S and S/λ that would result in the
target reflectance (Supporting Information Figure S2).
For an efficient AR, there is no need to go deeper into
the purple valleys (meaning high L/S and S/λ), and the
smallest possible value of these indicators (L/S and S/λ)
could be selected from within the purple zone for ease
of fabrication and retention of good electronic quality.
Reflectance plots in Figure 2 thus provide an AR design
rule to suit specific manufacturing techniques for light
harvesting and penetration (transmission) in materials
within those described.
For any solar energy harvesting material, the ability

to collect light from a wide AOI is another critical factor
that we must consider in addition to the broad-band
nature of the AR property. Figure 3 shows the calcu-
lated specular reflectance of random (Figure 3a),
s-polarized (Figure 3b), and p-polarized (Figure 3c)
light as a function of AOI for varied length of SiNTs
with a fixed S = 250 at 633 nm. Results for the planar Si
are also presented for comparison.
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Generally, at normal incidence, the degree of polar-
ization is irrelevant. However, the reflectance of planar
Si strongly depends on both AOI and polarization of
the incident light, which can be predicted by the
Fresnel equations for a smooth surface. In contrast,
the calculated reflectance of the SiNTs shows remark-
able insensitivity to both AOI and polarization of the
incident light. The angle-resolved reflectivity of SiNTs is
strongly reduced with increasing L from 125 to
2000 nm. For SiNTs, R ∼ 1% can be achieved over

AOI e 60� with L g 1000 nm, leading to the so-called
omnidirectional AR (Figure 3a�c). The R% for s-polarized
light decreases monotonically with increasing L at all
AOI (Figure 3b). A similar reduction phenomenon
was observed for the p-polarized light for AOI below
60�, but the reflectance increased for AOI > 70 o

(Brewster's angle) (Figure 3c).
A 3D plot can now be presented to show the

variation of R% as a function of the L and S of the
SiO2 (Figure 3d), ITO (Figure 3e), SiNT (Figure 3f), and

Figure 2. Calculatedbroadbandantireflectionpropertyof Cicadamimetic nanotip arrays. Simulated reflectance as a functionof
thewavelength for SiNTs (a)with varying L/S at afixed S/λ=0.5 and (b) with varying S/λ at afixed L/S=3.0. Simulated reflectance
as a function of the geometrical parameters for different RI substrates (low-index SiO2;medium-index ITO; high-index Si andGe)
at a specificwavelengthof 500nm(c) asa functionof L/SwithfixedS/λ=0.5, and (d) as a functionof S/λwithfixed L/S=3.Dashed
lines indicate the reflectance values (at 500 nm) for the planar polished wafer (blue, SiO2; orange, ITO; green, Si; red, Ge) as
reference. The solid lines connecting thedata points are a guide to the eyeonly. The solid arrow indicates increasing indexof the
materials used. Simulated 3D reflectance (R%) map on the NTs as a function of L/S and S/λ for different refractive index
substrates: (e) SiO2NT; (f) ITONT; (g) SiNT, and (h) GeNT. Gradient spectral colors from red topurple represent themaximumand
minimum reflectance values for the NT. L and S represent length and spacing of the nanotip array, respectively.
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GeNT (Figure 3g) arrays at a particular AOI = 60�. By
defining a plane at which R = 1% and allowing it to
intersect the resulting 3D plot, we can generate areas
with L and S values that would result in R e 1% for

materials with different RI at AOI = 60�. Clearly, as the RI
increased, the area of the L � S space, for R e 1%,
shifted to longer values of L and smaller values of S. This
could be understood better by looking at the 2D plot

Figure 3. Calculated wide-angle antireflection property of cicadamimetic nanotip arrays. Simulated reflectivity as a function
of AOI for SiNTs at a fixed spacing S = 250 nm and increasing length L from 125 to 1000 nm, with (a) random, (b) s-polarized,
and (c) p-polarized 633 nm incident beam. The dashed lines indicate the reflectance values for the planar polished silicon
wafer (reference). The 3D plot of reflectance (at 633 nm and 60� AOI) as a function of L and S is shown for cicada mimetic (d)
SiO2, (e) ITO, (f) Si, and (g) Ge nanotip structures in the left-hand column. A plane has been drawn at the target reflectance of
1% in each of these plots (d�g) to indicate which L and S values are at or below this plane (1% reflectance value) for the
particular material. The right-hand column shows a 2D projection of the corresponding 3D reflectance data (shown on the
left-hand side) with a different R% scale to distinguish smaller changes in reflectance as a function of L and S.
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presented in the right columnof Figure 3d�g. The data
used for the generation of Figure 3d�g (for different
material) can be found in Supporting Information
Figure S3 (Si), Figure S4 (SiO2), Figure S5 (ITO), and
Figure S6 (Ge). Figures S3�S6 also contain additional
data for AOI = 30 and 80�.
Once we know, by calculations, about the morphol-

ogy dimensions of different types of biomimetic NT
arrays demonstrating AR properties, it is now time to
show its fabrication in the laboratory. To translate the
natural AR design of the Cicada wing on Si and Ge, we
used a top-down plasma etching process. The sche-
matic illustration of the fabrication procedure is shown
in Figure 4a. The Si and Ge wafers were plasma-etched
in a high-density electron cyclotron resonance plasma
reactor (Figure 4a) using random nanomasks of silicon
carbide generated in situ in the plasma.42,43 Arrays of
random NT structures, with tapered apexes, were
prepared with a length that could be controlled as a
function of etching time and gas flow ratios. Compared
to the planar substrate�air interface with abrupt or
ungraded RI (Figure 4b), the NTs demonstrate a graded
RI (Figure 4c) because the volume fraction of the wafer
material (Si or Ge) increased slowly as wemove deeper.
The morphology and dimension of the nanostructures
would dictate how smooth the transition of the RI from
air to the bulk substrate would be. The detailed geo-
metrical information on the NTs was examined by SEM
for Si (Figure 4d�h) and Ge (Figure 4i�m). The results
are summarized in Table 1 for different nanotip arrays.
The SEM images confirm the subwavelength (sub-λ)
dimensions for the diameter and spacing of the nano-
structures, nearly matching those in the Cicada wings.
After the fabrication of the SiNT and GeNT arrays, we

had tomeasure their AR properties first as a function of
wavelength and then with AOI to verify if the theore-
tical predictions could be corroborated. A visual
inspection of the materials, presented by optical photo-
graphs, compare how the reflective as-purchased
wafers turned into highly absorbing dark materials
after the plasma processing (Figure 5a,b). The results
of total hemispherical reflectance (Figure 5c,d) and
total hemispherical absorption (Figure 5e,f) proper-
ties for different lengths of SiNT andGeNT surfaces are
compared in the UV�vis�NIR region at normal in-
cidence. In general, both polished Si and Ge surfaces
showed high Fresnel reflection of 40�80%, due to their
high RI.41 The reflectance values of both SiNTs and
GeNTs were drastically reduced over the studied wave-
length as their L increased. The hemispherical reflec-
tance can be reduced to ∼1% (Figure 5c,d), taking the
absorption to 99% (Figure 5e,f) over the UV�vis spec-
trum for ∼1.1 μm long SiNTs and ∼1.7 μm long GeNTs.
The variation of R% and A%, at 500 nm, of the SiNTs

and GeNTs, as a function of their lengths is shown in
Figure 5g,h. Figure 5g shows the total hemispherical
reflectance of SiNTs drastically decreasing from 40 to

∼1% and total hemispherical absorption significantly
increasing from 60 to∼99%when the length increases
to 1.1 μm. For GeNTs, the total hemispherical reflec-
tance decreased from ∼50 to ∼1% and absorption

Figure 4. Fabrication of cicada mimetic nanotip arrays.
(a) Schematic illustration of the fabrication procedure for
bioinspired nanostructures on high-index semiconductor
substrates (Si and Ge) using a self-masked dry etching
method. Schematic showing the effective refractive index
profile of the (b) polished substrate (ungraded) and the
(c) cicada wing-like nanostructured (graded) substrate. SEM
images of Cicada mimetic (d�h) SiNTs and (i�m) GeNTs.
Cross-section SEM images of SiNTs with L = (d) 138, (e) 465,
and (f) 1175 nm. Tilted top view SEM images of SiNTs with
L= (g) 138 and (h) 1175 nm. Cross-section SEM images of
GeNTs with L = (i) 230, (j) 625, and (k) 1750 nm. Tilted top
view SEM images of GeNTs with L = (l) 230 and (m) 1750 nm.
Scale bar = 500 nm (d�m).
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increased up to 99% as the length increased to 1.7 μm
(Figure 5h). However, the hemispherical absorption of
SiNTs andGeNTswill slightly decrease in theNIR region
due to the decrease in the absorbed component of
the light below the band gap of Si (1.12 eV) and Ge
(0.66 eV), as shown in Figure 5e,f. A 2D color-coded
theoretical plot of the R% as a function of L/S and S/λ is
shown for SiNTs (Figure 5i) and GeNTs (Figure 5j),
showing a blue area where the target reflectance was
achieved. In these plots, experimentallymeasured data
from real samples, three each from SiNTs and GeNTS,
were inserted (black symbols). The measured (actual)
and predicted (calculated) R values for these samples
were consistent and commensurate (Supporting Infor-
mation Table S1).
Having proved the validity of the theoretical predic-

tions for broad-band AR properties in the SiNTs and
GeNTs, the final confirmation was expected from the
AOI-dependent studies. Figure 6 shows the AR proper-
ties of actual high-index SiNT and GeNT substrates. The
specular reflectance data for SiNTs (Figure 6a,b) and
GeNTs (Figure 6c,d) show the efficacy of the Cicada
mimetic NT structures in suppressing the reflectance
over a wide range of AOI in comparison to the planar
surfaces under 632.8 nm incident light. The experi-
mentally measured results of angular reflectance for
SiNTs correspond well with the calculated data
(Figure 3).
Finally, in Figure 6e�h, we compare both the broad-

band and omnidirectional attributes of reflectance and
absorptance spectra for SiNTs (Figure 6e,f) and GeNTs
(Figure 6g,h) vis-à-vis their planar counterparts. The
results indicate that near unity absorption (A ∼ 99%)
could be achieved over 400�1200 nm and AOI from 0
to 60� for Cicada mimetic NTs of Si and Ge having
prescribed lengths and spacing as designed fromFDTD
simulations. To the best of our knowledge, such ex-
cellent omnidirectional absorption properties have not
been achieved.44

DISCUSSION

In most cases, natural designs prove to be the most
efficient for a given functionality. Without being extra-
vagant, nature imparts just enough functionality to her
designs to suit the purpose. Themoth eye, for example,
expresses good AR properties only over the visible

band but not over the infrared or above which is
useless for the insect. This way the efficiency of the
design is maintained. AR structures which are used in
solar cells and photodetectors would also benefit if we
learn from nature and customize the design according
to the particular application. The Cicada wing design, a
250 nm structure demonstrating around 1% reflec-
tance in the visible band, whichwe have followed here,
should be enough for the target applications. Thus, we
have set ourselves a target reflectance of 1% over the
visible band for most of the light-harvesting applica-
tions. Such targets are in fact enough to ensure func-
tionally viable products.
After studying the Cicada wing structure (Figure 1),

we constructed a theoretical model of the natural
system and obtained optical properties of the model
theoretically using FDTD. These included calculation of
the reflectance/absorption over a broad-band wave-
length (Figure 2) and wide AOI (Figure 3) in the
biomimetic structures. However, to prepare a design
rule, specific morphology dimensions have to be pro-
posed which should be experimentally applicable to
key materials being used in the target industry and
provide a logical design route for the rest. Hence, the
calculated R% should bemapped over physical dimen-
sions L and S of the biomimetic structure and then
extended to other materials of different RI.
The interplay of L and S of the natural structure with

the select band of optical wavelength led us to cate-
gorize L/S and S/λ as the two most important geome-
trical parameters that would tune the reflectance. The
AR effect demonstrated in these NT structures is gen-
erally explained on the basis of GRIN.1,45 GRIN relies on
the exact RI of the media, a mixture of air and solid
material with a certain volume fraction, at each XY

plane over the whole length (along Z) of the
structure.1,45 A smoother gradient of RI, to suppress
the reflectance, would require longer nanostructures
for high-index materials, but shorter nanostructures
would do for a low-index material.1 Different theore-
tical gradients have been proposed to suppress reflec-
tance more efficiently, but a simple GRIN profile as
published before1,38,39 is safe to assume for the Cicada
wing morphology.
The FDTD calculations predict that for small RI

materials (SiO2, ITO) lower values of L/S are enough
to achieve the 1% reflectance. For materials with larger
RI values, such as Si and Ge, higher L/S values are
required. These results are the outcome of the GRIN
principle applied specifically for the tip structure.
Briefly, a smaller effective index at the air�material
interface would ensure smaller R%. Assuming air (n =
1.0) as the surroundingmedium, the effective index for
the tip structure, calculated by Bruggeman's approx-
imation, requires smaller length for a smoother gradi-
ent with material having RI closer to that of air, that is,
low RI materials. However, for higher RI material (such

TABLE 1. Geometrical Features of Different Nanotip

Arrays

nanotip array L (nm) d (nm) S (nm)

short SiNT (Figure 4d,g) 138 ( 11 35 ( 8 56 ( 15
medium SiNT (Figure 4e) 465 ( 28 66 ( 15 90 ( 27
long SiNT (Figure 4f,h) 1175 ( 53 175 ( 30 205 ( 50
short GeNT (Figure 4i,l) 230 ( 48 80 ( 9 60 ( 30
medium GeNT (Figure 4j) 625 ( 56 115 ( 20 125 ( 24
long GeNT (Figure 4k,m) 1750 ( 101 320 ( 45 320 ( 74
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as Si or Ge), the effective index is small only at a large L,
where the material volume fraction is sufficiently small
compared to air. Specific values for these parameters
were then predicted for SiO2, ITO, SiNT, and GeNT
structures (Figures 2 and 3).

Following the prediction, nanostructures were
fabricated on materials that could be used in the
electron cyclotron resonance microwave plasma etch-
ing system, with physical dimensions matching the
prescribed values as far as practicable (Figure 4).

Figure 5. Broad-band absorption of black SiNTs and GeNTs. Photographic image of planar (left) and nanostructured (right)
surfaces of (a) Si and (b) Ge. Lengths of the SiNTs and GeNTs were 1175 and 1750 nm, respectively. Comparison of the total
hemispherical (c,d) reflectance and (e,f) hemispherical absorption spectrum as a function of wavelength for a polished wafer
(black dashed line) and different lengths of nanotips (colored solid line) of Si (left column) andGe (right column), respectively.
Total reflectance (hollow circle) and absorption (solid circle) measured at a specific wavelength of 500 nm as a function of the
nanotip lengths: (g) SiNTs and (h) GeNTs. Dashed lines (in g,h) indicate the total reflectance and absorption values (at 500 nm)
for the planar polished wafer as reference. The solid lines connecting the data points are a guide to the eye only. The 2D
contour reflectance, at 500 nm,map as a function of L/S and S/λ for (i) SiNTs and (j) GeNTs. Gradient spectral colors from red to
blue represent the reflectance value from 5 to 0% for the nanotip arrays. Gray color represents a reflectance value >5%. The
black data points represent geometrical parameters for real SiNTs and GeNTs, as shown in the SEM image (Figure 4).
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Etching time predominantly controlled the length of
the array, and process gas (CH4, SiH4, Ar, H2) ratios,
especially CH4:SiH4, could be adjusted to control the
spacing. Morphology control of the nanotip arrays has
been reported before.43 Plasma-based fabrication and
control of such tip-like structures,42 especially the short
ones, is challenging and can only be accomplished
with proper understanding of the physical�chemical
processes going on in the plasma.46 In this case, SiNTs
(L = 1.4 μm) and GeNTs (L = 1.75 μm) were produced
with prescribed dimensions. Satisfactory visual inspec-
tion (Figure 5a,b) compelled us tomeasure the detailed
broad-band reflectance property. The measured set of
data was then compared with the predicted results
(Supporting Information Table S1) andwas found to be
acceptable. This indicated the accuracy of the model
and the procedures being followed. The observed
deviations in the predicted and measured reflectance
values (Supporting Information Table S1) may be due
to the size (L and S) distribution of the experimentally
fabricated random and aperiodic NTs, whereas the
calculations assumed no distribution of the L and S

values.
On the oxidematerials, such as ITO and SiO2, longNT

structures could not be made because of the lack of
preferred etching planes and a slow plasma etching
rate. Our trials on oxides and metals resulted in ex-
tremely short, rounded apex structures without much
control over its length and spacing.34 In fact, research-
ers prefer bottom-up growth for ITO-based antireflec-
tion coatings.47 As a result of such lack of instrumental
facilities or process incompatibility, an extrapolation
was used. For example, we compared the real data
of the Cicada wing with a model SiO2 NT structure

having dimensions similar to that of the Cicada wing
(Supporting Information Table S1). We have assumed
similar RI for SiO2 and chitin (Cicada wing) (Supporting
Information Figure S1). The predicted and actual R%
results were similar.
The same methodology was adopted for the

AOI dependence of the reflectance data. We com-
pared the calculated (Figure 3) and measured spectra
(Figure 6a�d) and obtained close similarity between
the two. Finally, the SiNTs and GeNTs with 1.4 and
1.75 μm length, respectively, were shown to offer near
unity absorption over the visible band and sufficiently
wide AOI of 60�. The validity of the calculation on Si
andGe and closematch of the SiO2 calculationwith the
Cicada wing structure give credibility to our model and
the proposed design principles. Extensive mapping
of the RI space could be carried out depending on
the particular production to achieve cost savings by
this analysis.
Lastly, we remind the readers that the results pre-

sented abovemust be considered under some general
assumptions. First, we assumed perfectly aligned,
cone-shaped, closely packed NTs in a square lattice
for our FDTD simulation (Figure S1). The results
also indicate that the rate of reflectance reduction is
significant within the initial several hundreds of nano-
meters in length of the nanostructures. The rate
of reflectance decay is limited and ultimately flattens
at longer lengths. This follows the theoretical predic-
tions of graded-index pyramidal surfaces.1,45,48 We did
not include other geometrical factors, such as taper-
ing angle, paraboloid/Gaussian surface,49 random
nanowires,50 low-n (n < 1) materials,51 or negative RI
effects.52

Figure 6. Broad-band and omnidirectional optical properties of SiNTs and GeNTs. (a) Specular reflectance of the Si wafer
and the SiNTs (L = 1.4 μm) as a function of angle of incidence using (0) s- and (O) p-polarized light of 632.8 nm wavelength.
(b) Specular reflectance for unpolarized light (random∼ average of s- and p-polarized data), plotted on a logarithmic scale.
(c) Specular reflectance of the Ge wafer and the GeNTs (L = 1.75 μm) as a function of angle of incidence using (0) s- and
(O) p-polarized light of 632.8 nm wavelength. (d) Specular reflectance for unpolarized light (random ∼ average of s- and
p-polarized data), plotted on a logarithmic scale. The 3D plot of R% and A% as a function of wavelength and AOI for (e,f) Si
wafer and SiNT and (g,h) Ge wafer and GeNTs using unpolarized light.
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CONCLUSION

Broad-band and omnidirectional antireflection
properties of Cicada-inspired nanostructures have
been studied theoretically (FDTD) and experimentally
in materials of photovoltaic significance. Geometrical
parameters, length/spacing (L/S) and spacing/wave-
length (S/λ), were tuned to create a zone of optimum
target reflectance of 1% in the 300�1000 nm region, as
demonstrated by the Cicada. The minimum values of
L/S and S/λ to enter this zone serve as a design rule for
the production process aiming at technical viability
and cost competitiveness. Smaller values of L/S and S/λ

are required for materials with low refractive indices
(SiO2, ITO) compared to Si or Ge at the high end of the
scale. The theoretical model has been verified by using
experimental data from plasma-etched real biomimetic
Si andGenanotip surfaces. A design rule, L∼ 1.5μmand
S ∼ 200 nm in high RI Si and Ge substrates and L ∼
200�600 nmand S∼ 100�400 nm in low RI SiO2 or ITO,
has been proposedwhich could be followed in different
light-harvesting materials that would exhibit ∼99%
optical absorption. This design rule is applicable over
the visible band and at least up to and angle of
incidence of 60� for material RI spanning 1.5�4.

METHODS

Sample Preparation. Single-crystalline (100) n-type silicon and
germanium wafers, single side polished, were cleaned with
acetone, methanol, and deionized water prior to the fabrication
process. Uniform arrays of Si and Ge nanostructure arrays were
created by a high-density electron cyclotron resonance plasma
etching using a gas mixture of silane (SiH4), methane (CH4),
hydrogen (H2), and argon (Ar). A detailed description of the
nanostructure array formation by the self-masked dry etching
technique can be found elsewhere.15,42,43 The plasma etching
time controlled the length of the nanostructures from ∼150 to
∼1800 nm, and gas flow ratios primarily controlled the spacing.
Similar plasma etching methods have been adopted by other
researchers also.26,46

Morphology. Observation of the surface morphology and
dimension measurement of the Cicada wings and the semi-
conductor nanostructures were done with a JEOL 6700 field-
emission scanning electron microscope.

Optical Measurements. The total reflectance (R%), transmit-
tance (T%), and absorption (A% = 100% � R% � T%) of the
nanostructures and the Cicada wing were measured using a
JASCO-V 670 (UV�vis�NIR) spectrophotometer attached with
an integrating sphere. A 250�2100 nm range of wavelength
was scanned in the spectrophotometer that uses a change in
light source at 350 nm and a change of grating at 850 nm. A
sample size of 1.0 � 1.5 cm2 was used for the measurement.

A stabilized helium�neon laser (632.8 nm) with frequency
stability of (5 MHz was used to measure the reflectance�
incident angle spectrum (25�80�). The angular resolution of
the instrument was 0.01�. The specular angular reflectance as
a function of wavelength (250�1600 nm) and various angles
of incidence (5�60�) were measured with a JASCO ARN-475
spectral measurement accessory.

Finite Difference Time Domain Simulations. For the calculation
of the broad-band antireflection characteristics, we used
the commercially available Lumerical53 software for three-
dimensional FDTD calculations. The 3D nanotip arrays (Supporting
Information Figure S1a), resembling the Cicada wing structure,
were used for this optical simulation. The unit cell for the FDTD
simulation uses geometrical parameters of length (L) and spac-
ing (S) of the nanotips. We have applied the periodic, periodic,
and perfectly matched layer boundary conditions for normal
incidence along the orthogonal x-, y-, and z-boundaries of
the unit cell, as shown in Supporting Information Figure S1b.
The z-axis is along a plane wave where light is propagating and
incident on the structure; the electric field (E) polarization is
along the x-axis, and the y-axis is directed perpendicular and out
of the plane of the paper. The wavelength-dependent real (n)
and imaginary (k) part of the RI for low- (SiO2), medium- (indium
tin oxide), and high-index substrate materials (Si and Ge)
were taken from Palik,41 and a background RI of 1.0 (air) was
assumed Figure S1 (c�e). A detailed description of the far-field
optical simulation conditions, using FDTD, can be found
elsewhere.40
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