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Fig. 6

S2 Deposit a patterned block copolymer on the substrate, wherein the patterned
block copolymer includes a first polymer block domain and a second polymer
block domain

Apply a precursor to the patterned block copolymer on the substrate to generate

g4 | an mfiltrated block copolymer on the substrate, wherein the precursor infiltrates

into the first polymer block domain and generates a material 1n the first polymer

block domain and the precursor does not infiltrate into the second polymer block
domain

Apply a removal agent to the infiltrated block copolymer on the substrate
S6 | (o generate a patterned material on the substrate, wherein the removal agent is

ctfective to remove the first polymer block domain and the second polymer block
domain from the substrate, and 18 not effective to remove the material in the first
polymer block domain

S8 Etch the substrate, wheremn the patterned material on the substrate masks the
substrate to pattern the etching and the etching 1s performed under conditions

sufficient to produce nanostructures in the substrate
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FORMATION OF ANTIREFLECTIVE
SURFACES

CROSS REFERENCE TO RELATED
APPLICATIONS

This application claims priority to provisional application
No. 61/8335,574, filed Jun. 15, 2013, entitled “High Density
Nanocone/Nanopillar Arrays for Highly Antiretlective Sur-
faces”, and provisional application 61/893,072, filed Oct.
18, 2013, entitled “Nanostructured Surfaces”, the entirety of

both of these applications 1s hereby incorporated by refer-
ence 1n their entirety.

STATEMENT OF GOVERNMENT RIGHTS

The present application was made with government sup-
port under contract number DE-AC02-98CH10886 awarded
by the U.S. Department of Energy. The United States
government has certain rights 1n the invention(s).

FIELD OF THE INVENTION

This disclosure relates generally to antireflective struc-
tures and the formation of antiretlective surfaces exhibiting
antireflective or absorbing properties to a range of electro-
magnetic wavelengths.

BACKGROUND

Waves, such as electromagnetic, acoustic, or water waves
propagate energy through a medium. When a wave travels
from one medium to another, the wave may partially or
totally reflect due to the impedance mismatch between the
two media. Several antireflection coating schemes have been
developed including single and layered dielectric coatings,
surface texturing, and use of plasmonic nanoparticles.

SUMMARY

In some examples, methods for etching nanostructures in
a substrate are generally described. The methods may com-
prise depositing a patterned block copolymer on the sub-
strate. The patterned block copolymer may include a first
polymer block domain and a second polymer block domain.
The methods may comprise applying a precursor to the
patterned block copolymer on the substrate to generate an
infiltrated block copolymer on the substrate. The precursor
may infiltrate into the first polymer block domain and
generate a material in the first polymer block domain. The
precursor may not infiltrate ito the second polymer block
domain. The methods may comprise applying a removal
agent to the filtrated block copolymer on the substrate to
generate a patterned material on the substrate. The removal
agent may be eflective to remove the first polymer block
domain and the second polymer block domain from the
substrate. The removal agent may not be eflective to remove
the matenal 1n the first polymer block domain. The methods
may comprise etching the substrate. The patterned material
on the substrate may mask the substrate to pattern the
etching. The etching may be performed under conditions
suilicient to produce nanostructures in the substrate.

In some examples, a nanotexture 1n a substrate 1s gener-
ally described. The nanotexture may comprise pillars in the
substrate. Each pillar may have a top, a base and a pillar
center. Each pillar may have a substantially circular top
cross-section and a base width of about 5 nm to about 100
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2

nm. The pillars may be patterned 1n an array with distances
of about 5 nm to about 100 nm between adjacent pillar
centers.

In some examples, a nanotexture 1n a substrate 1s gener-
ally described. The nanotexture may comprise pillars in the
substrate. Each pillar may have a top, a base and a pillar
center. Fach pillar may have a substantially circular top
cross-section and a base width of about 5 nm to about 100
nm. The pillars may be patterned 1n an array with distances
of about 5 nm to about 100 nm between adjacent pillar
centers. The nanostructures may 1nclude a metal oxide dot
on the tip of each nanostructure.

The foregoing summary 1s illustrative only and i1s not
intended to be 1n any way limiting. In addition to the
illustrative aspects, embodiments, and features described
above, further aspects, embodiments, and features will
become apparent by reference to the drawings and the
following detailed description.

BRIEF DESCRIPTION OF THE FIGURES

The foregoing and other features of this disclosure will
become more fully apparent from the following description
and appended claims, taken 1n conjunction with the accom-
panying drawings. Understanding that these drawings depict
only several embodiments 1n accordance with the disclosure
and are, therefore, not to be considered limiting of 1ts scope,
the disclosure will be described with additional specificity
and detail through use of the accompanying drawings, in
which:

FIG. 1 illustrates an example of a system that can be
utilized to form antireflective surfaces;

FIG. 2 1s a top view SEM (scanning electron microscope)
image of aluminum oxide dots on a silicon substrate;

FIG. 3 1s a side perspective SEM 1mage of silicon cone
arrays etched 1n a silicon substrate;

FIG. 4 1s a chart illustrating a gradual variation of
refractive index (n) as a function of height (h) from a silicon
substrate to air when the silicon substrate includes silicon
nanotexture;

FIG. 5 1s a chart 1llustrating reflectance as a function of
wavelength of light for flat silicon and a silicon substrate
with nanotextures of a height of 220 nm:;

FIG. 6 illustrates a flow diagram of an example process
for formation of antireflective surtaces:;

all arranged according to at least some embodiments
described herein.

DETAILED DESCRIPTION

In the following detailed description, reference 1s made to
the accompanying drawings, which form a part hereof. In
the drawings, similar symbols typically identily similar
components, unless context dictates otherwise. The illustra-
tive embodiments described in the detailed description,
drawings, and claims are not meant to be limiting. Other
embodiments may be utilized, and other changes may be
made, without departing from the spirit or scope of the
subject matter presented herein. It will be readily understood
that the aspects of the present disclosure, as generally
described herein, and illustrated in the Figures, can be
arranged, substituted, combined, separated, and designed 1n
a wide variety of different configurations, all of which are
explicitly contemplated herein.

As used herein, any compound, material or substance
which 1s expressly or implicitly disclosed 1n the specification
and/or recited 1n a claim as belonging to a group or struc-
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turally, compositionally and/or functionally related com-
pounds, materials or substances, includes individual repre-
sentatives of the group and all combinations thereof.

FIG. 1 illustrates an example system 100 that can be
utilized to form antireflective surfaces, arranged in accor-
dance with at least some embodiments presented herein. As
discussed 1n more detail below, a substrate may be processed
to form an antireflective surface.

System 100 may include a substrate 10 and a block
copolymer 15. Block copolymer 15 may be deposited on a
substrate 10. Substrate 10 may be any substrate for which
antireflectivity 1s desired such as various types of polymers
(e.g., polyimide), silicon nitride, glass, or silicon. Block
copolymer 15 may be a diblock copolymer, triblock or other
multiblock copolymer. Block copolymer 15 may be a
diblock copolymer and may include two polymer domains
comprised of polymer blocks 20 and 30. Polymer blocks 20
and 30 may be immiscible and may be bound together by
covalent bonds. As shown at 40 1n FIG. 1, block copolymer
15 may include a patterning of the first domain defined by
polymer blocks 20 and a second domain defined by polymer
blocks 30. The pattern may be defined by a placement of
polymer block 20 and polymer block 30 within block
copolymer 15. The pattern may be formed 1n block copo-
lymer 15 as block copolymer 15 phase-separates to mini-
mize available free energy. Nanostructure patterns and
dimensions of polymer blocks 20 and 30 may be adjusted by
adjusting molecular weight ratio between polymer block 20
and polymer block 30.

Polymer blocks 20 and 30 in block copolymer 15 may
each include respective characteristics and properties. The
characteristics and properties of polymer block 20 may be
different from the characteristics and properties of polymer
block 30. For example, properties of polymer block 30 may
include an afhinity to a particular substance and properties of
polymer block 20 may not include an afhinity to the particu-
lar substance. Diflerences in characteristics and properties of
polymer block 20 from polymer block 30 may allow block
copolymer 15 to be used to generate a pattern on substrate
10.

Block copolymer 15 may be deposited on substrate 10 by
spin coating/casting, blade coating, or continuous roll-to-roll
processing. For example, a diblock polymer may be dis-
solved 1n a solvent and applied to substrate 10. The diblock
polymer may be spin coated on substrate 10 to form a 20-50
nm thick layer and then heated in an oven at about 100-240°
C. from about 30 minutes to 24 hours to generate block
copolymer 15. Block copolymer 15 may, for example, be
polystyrene-block-polyethelyneoxide (PS:PEQO), polysty-
rene-block-poly(methylmethacrylate) (PS:PMMA) or any
other block copolymer. PS:PMMA may be asymmetric
material with molecular weights ranging between 40 kg/mol
and 200 kg/mol and molecular weight ratio of 70:30
PS:PMMA. The pattern of block copolymer 15, which 1is
defined by the placement of polymer blocks 20 and polymer
blocks 30, may be for example, cylindrical. A cylindrical
pattern of block copolymer 15 may include hexagonally
arranged features with separations between about 25 nm and
100 nm. For example, when block copolymer 15 1is
PS:PMMA, hexagonally close packed PMMA domains may
be 1n a matrix of PS. PMMA as polymer block 30 and PS as
polymer block 20 1s illustrated at 40.

As shown at 42, block copolymer 15 may be chemically
transformed 1nto a material such as an 1organic template by
selectively nfiltrating one of polymer blocks 20, 30 with a
precursor 60. Precursor 60 may be a metal organic precursor
such as tri-methyl aluminum (TMA). Polymer blocks 20 and
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30 1n block copolymer 15, and precursor 60, may be selected
to control features of the inorganic template as desired. For
example, the size and spacing between polymer blocks 20,
30 may be selected, and the polymer block 20, 30 which may
be infiltrated by precursor 60 may be selected to control
features of the mmorganic template. For example, precursor
60 and polymer blocks 20 30, may be selected so that
precursor 60 infiltrates polymer block 30 and precursor 60
may not infiltrate polymer block 20.

Water 65 may be applied to the block copolymer after
infiltration by precursor 60. Water 65 may react with pre-
cursor 60, infiltrated 1n one of polymer block 20 or 30, to
form a material such as metal oxide 35. For example, when
precursor 60 1s TMA, TMA may infiltrate in polymer block
30, 1n examples where polymer block 30 1s PMMA. TMA
infiltrated 1n polymer block 30 may react with water 65 and
oxidize, forming metal oxide 35, such as forming aluminum
oxide (Al,O;). Metal oxide 35 formed by precursor 60
infiltrated into polymer block 30 and reacted with water 65
may be patterned and in the shape of polymer block 30.
Metal oxide 35 may be more robust that block copolymer 15
and polymer blocks 20, 30. Metal oxide 35 may form a more
robust template or mask that may be used for etching a
nanostructure in substrate 10 to form an antireflective sur-
face.

Metal oxide 35 may form the inorganic template on
substrate 10. As shown at 44, a removal agent 70 may be
applied to substrate 10 to remove polymer blocks 20 and 30
from substrate 10, leaving metal oxide dots 35 and thereby
defining an 1norganic template 37. Polymer blocks 20, 30,
that are not infused with precursor 60, may be organic
materials and may be removed from substrate 10 by removal
agent 70. Removal agent 70 may be oxygen plasma or
heating in the presence of oxygen to an appropriate tem-
perature (e.g., between 400-500 C) and may remove organic
materials, including polymer blocks 20, 30, from substrate
10. Inorganic template 37, patterned by polymer block 30,
may be left on substrate 10 after applying removal agent 70.
Metal oxide dots 35 may form a quasi-ordered array of
uniform metal oxide dots with size and spacing determined
by placement of polymer blocks 20, 30 in block copolymer
15. For example, alumina metal oxide 35 formed from
polymer block of 15 PS:PMMA and precursor 60 of TMA
may form 1norganic template 37 with hexagonally arranged
features with centers between 5 nm and 100 nm, or more
particularly between 30 nm and 60 nm. FIG. 2 displays a top
view SEM 1mage of aluminum oxide dots formed within
PMMA domains on a silicon substrate.

As shown at 46, plasma 90 may be applied to substrate 10
with metal oxide template 37, to etch nanostructures 80 in
substrate 10. Plasma 90 may produce a nanotextured sub-
strate by etching a portion of substrate 10 exposed by metal
oxide template 37. Plasma 90 may etch substrate 10 exposed
by metal oxide template 37 and plasma 90 may not etch
substrate masked by metal oxide template 37. Plasma 90
may etch substrate 10 such as to form nanostructures 80 in
substrate 10. Nanostructures 80 etched in substrate 10 may
be patterned by metal oxide template 37. Metal oxide
template 37 may pattern the etching of nanostructures 80.
For example, 1f metal oxide template 37 1s metal oxide dots
35 patterned 1n an array, plasma 90 may etch nanostructures
80 1n substrate 10 patterned 1n an array. Plasma conditions
and etch time may be adjusted to control the height (e.g. a
depth that the plasma etches into substrate 10) and the profile
ol nanostructures 80 left in substrate 10 as well as modifi-
cations of the optical constants of the nanotexture material
after etching. For example, plasma 90 may produce nano-
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structures 80 1n arrays such as pillars with a conical profile
as 1llustrated at 46. A distance between centers of pillars may
be between 5 nm and 100 nm, or more particularly between
30 nm and 60 nm.

The etching process may change the optical properties,
such as the refractive index and extinction coeflicient, of
different aspects of the nanotexture, for example a surface
layer of the nanotexture or an interior of the nanotexture.
The etching process may alter the refractive index and
extinction coetlicient of just the surface layer of the material
comprising the nanotexture as compared to the optical
properties of the material in the nanotexture interior. As an
example, a surface layer of between 1-10 nm thickness may
be modified to have a refractive index that 1s lower than the
refractive index of the interior, and an extinction coeflicient
that 1s higher than the extinction coetlicient of the interior.
Thus the complex refractive index profile of the nanotexture
may be controlled by either the geometry of the etched
surface, or modifications of the optical constants or both.

A resultant surface that includes substrate 10 and the
formed nanostructures 80 may be spiky, rough or both and
may define a nanotexture. Nanostructures 80 etched in
substrate 10 may be, for example, pillars such as conical
nanotextures. An aspect ratio of the formed conical nano-
textures may be about 1:1 (height to average width ratio) to
about 20:1 (height to average width ratio). The bases of the
formed conical nanotextures may be in contact so as all of
substrate 10 1s nanotextured. The present nanostructures
may be sufliciently small such that the nanostructures are
antireflective. Thus, resultant surfaces that include the above
mentioned nanostructures 80 may display antiretlective
properties. As used herein antireflective properties may refer
to a majority of light incident to the present nanostructures
that may be transmitted into the nanostructure. When the
shape and spacing of nanotextures are shorter than the
wavelengths of electromagnetic waves of light, the textured
nanosurface may act to gradually vary the index of refrac-
tion value from that of air at the air interface to that of the
substrate 10 at the base of the nanotextures. Accordingly,
present nanostructures may possess antireflectivity for
wavelengths of light that are greater than about twice the
separation distance between pillars of the nanotextures (e.g.,
for a 50 nm distance between pillar centers, antiretlectivity
for wavelengths of light greater than about 100 nm). The
antiretlective properties may also further mimic the omni-
directional broad band antireflectivity of moth compound
eyes. Further still, the antiretlective properties of the present
nanotextures may be simultaneous with superhydrophobic
properties.

Conical nanotextures may be etched 1n substrate 10 when
plasma 90 1s a combination of gases that etch substrate 10
slightly 1sotropically, etching down vertically and laterally
to form conical nanotextures. Plasma 90 may etch substrate
10 under metal oxide dots 35. Plasma 90 may be 50-50-10
chlorine, oxygen, hydrogen bromine (HBr) and may form
conical nanotextures at room temperature (between about
20° C. and 30° C.). Other plasma gases are possible,
including, for example sulfur hexafluonide, CHF,, CF,,
CF;Br. Conical nanotextures dimensions may be adjusted by
adjusting etch time, plasma pressure and the power of radio
frequency of plasma 90. Etch time may range from 1 to 10
seconds and power of radio frequency of plasma may range
from 10 to 100 watts. Longer etch times may form sharper
nanotextures and may result in metal oxide dots 35 falling
off of nanotexture tips as the tips of the nanotextures
diminish 1n si1ze. The tip or point of etched nanotextures may
have a curvature radius of about 5 nm. Nanotextures may be
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about 50 nm to about 400 nm high, about 30 to about 60 nm
wide at the base and about 5 nm to about 20 nm wide at the
t1ip.

In one example, nanotextured surface 94 1s produced after
etching by plasma 90. Nanotextured surface 94 may include
densely packed nanotexture arrays where the width of the
nanotextures tapers gradually from largest width at the
bottom near substrate 10, to the smallest width at the top
with a metal oxide dot on the tip of each cone. The array of
metal oxide tipped nanotextures may substantially eliminate
sharp changes 1n refractive index when light travels from the
air to substrate 10, and may result in greatly reduced
reflection at the air/substrate interface. The substantial elimi-
nation of sharp changes in refractive index may be due to a
difference 1n refractive index between the metal oxide dot
and the material of the nanotexture and substrate, as well as
the gradual tapering of the nanotextures. The profile of the
nanotexture can be entirely vertical, producing a cylindrical
nanotexture, or it may vary linearly with etch depth, result-
ing 1n a conical shape. The nanotexture profile 1s determined
by details of the plasma etch conditions, and may be tuned
to more complex geometries such as hourglass shapes,
depending on the application. When the shape and spacing
of the nanotextures are shorter than the wavelengths of
clectromagnetic waves of light, the textured surface acts to
gradually vary the index of refraction value from that of air
at the air interface to that of the substrate 10 at the base of
the nanotextures.

In another example, as 1s 1illustrated at 48, after plasma
etching, a wash solution 92 may be applied to substrate 10
and metal oxide 35 to produce nanotextured surface 96.
Metal oxide 35 may be washed ofl of substrate 10 and etched
nanotextures by wash solution 92. Wash solution 92 may be
a dilute acid, for example, bullered hydrofluoric acid (50:1).
Removal of metal oxide dots 35 by wash solution 92 may
produce nanotextured surface 96. Nanotextured surface 96
may include densely packed nanotexture arrays where the
width of the nanotextures tapers gradually from largest
width at the bottom near bulk substrate 10 to the smallest
width at the top. The gradual tapering of the nanotextures in
nanotextured surface 96 may substantially eliminate sharp
changes 1n refractive index when light travels from the air to
substrate 10, and may result 1n greatly reduced retlection at
the air/substrate interface. Further, the etching process may
change the optical properties, such as the refractive index
and extinction coetlicient, of different aspects of the nano-
texture, for example a surface layer of the nanotexture and
an 1nterior of the nanotexture. The etching process may alter
the refractive index and extinction coeflicient of just the
surface layer of the material comprising the nanotexture as
compared to the materials 1n the nanotexture interior For
example, a surface layer of between 1-10 nm may be
modified to have reduced refractive index and increased
extinction coeflicient. Thus the complex refractive index
profile may be controlled through either the geometry of the
nanotextured surface or through modification of the optical
constants of the nanotexture material or both by varying the
etch process conditions. The spacing of the nanotextures 1n
nanotextured surface 96 may be shorter than the wave-
lengths of electromagnetic waves of light. The shape and
spacing of the nanotextures 1n nanotextured surface 96 may
be able to vary the index of refraction from the value of air
at the air interface to the value of substrate 10 at the base of
the nanotextures.

In an example, block copolymer 15 may be polystyrene-
block-polymethylmethacrylate (PS:PMMA), with molecu-
lar weights ranging between about 40 kg/mol and about 200
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kg/mol and a molecular weight ratio of about 70:30
PS:PMMA. PS:PMMA may be a cylindrical phase block
copolymer, and may form patterns of hexagonally packed
PMMA domains 1n a matrix of PS. Block copolymer 15 may
form cylindrical patterns when deposited on a substrate 10,
for example, silicon.

The pattern of block copolymer 15 may be converted to
an 1norganic template by selectively ifiltrating the PMMA
block with a metal organic precursor 60, such as tri-methyl
aluminum, and reacting with water 65 to form aluminum
oxide 35. An oxygen plasma may be used as removal agent
70 to remove the organic material such as the block copo-
lymer. The substrate 10 may be silicon and may include a
quasi-ordered array of uniform aluminum oxide dots 35 with
size and spacing determined by the 1nitial block copolymer.
FIG. 2 1s a top view SEM (scanning electron microscope)
image ol aluminum oxide dots 35 on a silicon substrate. The
aluminum oxide dots 35 in an array pattern may form
iorganic template 37.

Inorganic template 37 may form a robust mask for etching
of the underlying silicon substrate 10 by plasma 90. By
adjusting the chemistry of plasma 90 as well as the etch time
and conditions, 1t may be possible to control the pillar height
and profile. For example, using plasma 90 with an HBr+
Cl,+0, etch chemistry, 1t may be possible to produce nano-
structure arrays such as pillars with a conical profile (nano-
textures). FIG. 3 1s a SEM 1mage of silicon cone arrays
etched 1n a silicon substrate. FIG. 4 1s a chart illustrating a
gradual variation of refractive index (n) as a function of
height (h) from a silicon substrate to air when the silicon
substrate includes silicon nanotextures. A refractive index
describes how light, or any other radiation, propagates
through a medium. As the conical structure of the nanotex-
tures increases 1n width gradually from air to substrate, the
refractive index from air to silicon substrate increases with
the increase 1n the fraction of silicon. The eflective refractive
index varies continuously from 1.0 (all air) to 3.8 (all
silicon) as shown 1n FIG. 4, and reduces the reflection of
incident light. The nanotextures may help match refractive
index continuously from air to bulk silicon. FIG. 5 1s a chart
illustrating reflectance as a function of wavelength of light
for flat silicon and a silicon substrate with nanotextures of a
height of 220 nm. In an example, a ~220 nm silicon
nanotexture height reduced the average reflectance of the
silicon surface to ~1% over the wavelength range between
about 350 to about 1000 nm, as compared to a flat silicon
surface which showed an average of about 44% reflectance
in this range.

FIG. 6 illustrates a tlow diagram of an example process
for of an example process for formation of antireflective
surfaces, arranged 1n accordance with at least some embodi-
ments presented herein. The process in FIG. 6 could be
implemented using, for example, system 100 discussed
above and may be used for formation of antireflective
surfaces. An example process may include one or more
operations, actions, or functions as illustrated by one or
more of blocks S2, S4, S6, and/or S8. Although illustrated as
discrete blocks, various blocks may be divided into addi-
tional blocks, combined into fewer blocks, or eliminated,
depending on the desired implementation.

Processing may begin at block S2, “Deposit a patterned
block copolymer on the substrate, wherein the patterned
block copolymer includes a first polymer block domain and
a second polymer block domain.” At block S2, a patterned
block copolymer 1s deposited on a substrate. The patterned
block copolymer may include a first polymer block and a
second polymer block. The first polymer block and the
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second polymer block may each include respective charac-
teristics and properties which may be used for patterning.
The block copolymer may be deposited on the substrate by
spin coating/casting, blade coating, or continuous roll-to-roll
processing. The block copolymer may be polystyrene-block-
polyethelyneoxide (PS:PEQO), polystyrene-block-poly(meth-
ylmethacrylate) (PS:PMMA) or any other block copolymer.
The pattern of the block copolymer may be cylindrical. A
cylindrical pattern may include hexagonally arranged fea-
tures with separations between 30 nm and 60 nm.

Processing may continue from block S2 to block $S4,
“Apply a precursor to the patterned block copolymer on the
substrate to generate an infiltrated block copolymer on the
substrate, wherein the precursor infiltrates into the first
polymer block domain and generates a material 1n the first
polymer block domain and the precursor does not infiltrate
into the second polymer block domain.” At block S4, a
precursor may be applied to the patterned block copolymer.
The precursor may infiltrate into the first polymer block
domain and generate a material in the first polymer block
domain. The precursor may not infiltrate into the second
polymer block domain. The precursor may be a metal
organic precursor such as tri-methyl aluminum (TMA).
Water may react with the precursor, infiltrated in the first
polymer block to form a material such as a metal oxide. For
example, when the precursor 1s TMA, TMA may infiltrate 1n
the first polymer block, 1n examples where the first polymer
block 1s PMMA. TMA infiltrated 1n the PMMA polymer
block may react with water and oxidize, forming a metal
oxide, aluminum oxide (Al,O,). The metal oxide may be
patterned and 1n the shape of the PMMA polymer block. The
metal oxide may form a more robust template or mask that
may be used for etching a nanostructure in the substrate to
form an antireflective surface.

Processing may continue from block S4 to block S6,
“Apply a removal agent to the infiltrated block copolymer
on the substrate to generate a patterned material on the
substrate, wherein the removal agent 1s effective to remove
the first polymer block domain and the second polymer
block domain from the substrate, and 1s not eflective to
remove the material 1n the first polymer block domain.” At
block S6, a removal agent may be applied to the ifused
block copolymer to generate a patterned material on the
substrate. The removal agent may be eflective to remove the
first and second polymer block domains. The removal agent
may not be eflective to remove the material in the first
polymer block domain. The removal agent may be an
oxygen plasma and may remove organic materials, includ-
ing the first and second polymer blocks from the substrate.
An 1norganic template may be left on the substrate after
applying the removal agent. The metal oxide may form a
quasi-ordered array of uniform metal oxide dots with size
and spacing determined by placement of the first polymer
block. For example, Al,O, metal oxide formed from
PS:PMMA block copolymer and TMA precursor form an
inorganic template with hexagonally arranged features with
separations between 30 nm and 60 nm.

Processing may continue from block S6 to block S8,
“Etch the substrate, wherein the patterned material on the
substrate masks the substrate to pattern the etching and the
etching 1s performed under conditions suflicient to produce
nanostructures 1n the substrate.” At block S8, the substrate
may be etched. The patterned material on the substrate may
mask the substrate to pattern the etching. The etching may
be performed under conditions to produce nanostructures in
the substrate. The etching may be done by plasma. The
plasma may be applied to the substrate with the metal oxide
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template, to etch the substrate and result in the formation of
nanostructures in the substrate. The plasma may produce a
nanotextured substrate by etching a portion of the substrate
exposed by the metal oxide template. The nanostructures
etched 1n the substrate may be patterned by the metal oxide
template. Plasma chemistry and etch time and conditions
may be adjusted and may control height (e.g. a depth that the
plasma etches into the substrate) as well as the profile of the
nanostructures left in the substrate after etching. For
example, the plasma may produce nanostructures in arrays
with conical profiles. An aspect ratio of the formed nano-
structures may be about 1:1 (height to average width ratio)
to about 20:1 (height to average width ratio). In an example,
the plasma may be 50-50-10 chlorine, oxygen, hydrogen
bromine (HBr) and may form conical nanotextures at room
temperature. Nanotextures may be about 50 nm to about 400
nm high, about 30 to about 60 nm wide at the base and about
S nm to about 20 nm wide at the tip.

Among other possible benefits, a system in accordance
with the present disclosure may reduce the retlection of solar
light over a broad wavelength range and improve the per-
formance of photovoltaics. The formed nanotextured sur-
faces may be used for the production of thin film based solar
cells and may reduce the amount of active material needed.
The fabrication process may be low-cost and performed by
large area manufacturing. Control over shape and size may
also allow the material’s optical properties to be tailored. A
system 1n accordance with the present disclosure may pro-
duce surfaces with a nanostructure that 1s patterned to mimic
anti-reflection characteristics found 1n nature. For example,
a so-called “moth-eye” structure, named after the anti-
reflection nature of nocturnal 1nsects, such as moths, refers
to an anti-retlection surface that can maintain its anti-
reflection property for a wide spectral range. A moth’s
compound eye 1s covered with about 2-400 nm sized fea-
tures, smaller than the wavelength of visible light, and as a
result exhibits near zero reflectance characteristics. The
elfective refractive index on the patterned surface varies
gradually, and consequently the reflection of light on the
patterned surface 1s drastically suppressed. The present
surfaces may include structures at sizes that not only mimic
the geometry of for example the moth-eye structure but has
the additional benefit of chemical changes in the material
that may take place within a few nanometers of the surface.

Minimization of reflection and maximization of optical
pathlength may be beneficial for all photovoltaic materials,
including single crystal silicon, poly-crystalline silicon,
amorphous silicon, germanium, gallium arsemde, group
I1I-V semiconductors, group II-VI semiconductors, copper-
indium-gallium-selenide (CIGS), copper-zinc-tin-sulfide
(CZTS), nanocrystal materials, and organic semiconductors.
It 1s also beneficial 1n materials such as glass and transparent
plastics.

While various aspects and embodiments have been dis-
closed herein, other aspects and embodiments will be appar-
ent to those skilled in the art. The various aspects and
embodiments disclosed herein are for purposes of illustra-
tion and are not intended to be limiting, with the true scope
and spirit being indicated by the following claims.

What 1s claimed 1s:
1. A method for etching nanostructures in a substrate, the
method comprising:
depositing a patterned block copolymer on the substrate,
wherein the patterned block copolymer includes a first
polymer block domain and a second polymer block
domain;
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applying a precursor to the patterned block copolymer on
the substrate to generate an filtrated block copolymer
on the substrate, wherein the precursor infiltrates into
the first polymer block domain and generates a material
of metal oxide dots 1n the first polymer block domain
and the precursor does not infiltrate into the second
polymer block domain;

applying a removal agent to the infiltrated block copoly-
mer on the substrate to generate a patterned material on
the substrate, wherein the removal agent 1s eflective to
remove the first polymer block domain and the second
polymer block domain from the substrate, and 1s not
effective to remove the material 1n the first polymer
block domain;

plasma etching the substrate, wherein the patterned mate-
rial on the substrate masks the substrate to pattern the
etching;

wherein the etching i1s performed under etch times suil-
ciently long enough for metal oxide dots to fall off as
tips of etched nanostructures diminish 1n size and form
an antireflective nanotextured surface of etched nano-
structures having bases 1n contact with one another; and

wherein the etched nanostructures are sharp and reduce an
average reflectance to about 1% over a wavelength
between about 350 to 1000 nm.

2. The method of claim 1, wherein the etched nanostruc-
tures 1nclude conical nanotextures having a width tapering
gradually from a largest width at a bottom of each nano-
structure near the substrate, to a smallest width at a top of a
tip of each nanostructure.

3. The method of claim 1, wherein the etched nanostruc-
tures are patterned in an array with a distance between
centers of adjacent nanostructures between about 5 nm to
about 100 nm.

4. The method of claim 1, wherein the nanostructures are
about 50 nm to about 400 nm high, about 30 to about 60 nm
wide at the base and about 5 nm to about 20 nm wide at the
t1p.

5. The method of claim 1, wherein the substrate 1s a
polymer, a polyimide, silicon nitride, glass, or silicon.

6. The method of claim 1, wherein the block copolymer
1S polystyrene-block-poly(methylmethacrylate) (PS:
PMMA).

7. The method of claim 1, wherein the precursor 1s a metal
Organic precursor.

8. The method of claim 7, wherein the metal organic
precursor 1s tri-methyl aluminum (TMA).

9. The method of claim 1, wherein the removal agent 1s
oxygen plasma.

10. The method of claim 1, wherein the substrate 1is
s1licon, the plasma etching 1s with a plasma that 1s 50-50-10
chlorine, oxygen, hydrogen bromine (HBr) and the plasma
etching 1s performed at room temperature.

11. The method of claim 1 further comprising removing
the patterned material with a diluted acid.

12. A method for etching nanostructures i a glass sub-
strate, the method comprising:

depositing a patterned block copolymer on the glass

substrate, wherein the patterned block copolymer
includes a first polymer block domain and a second
polymer block domain;

applying a precursor to the patterned block copolymer on

the glass substrate to generate an infiltrated block
copolymer on the glass substrate, wherein the precursor
infiltrates into the first polymer block domain and
generates a material of metal oxide dots in the first
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polymer block domain and the precursor does not
infiltrate 1nto the second polymer block domain;

applying a removal agent of oxygen plasma to the infil-
trated block copolymer on the substrate to generate a
patterned material on the glass substrate, wherein the 3
removal agent 1s eflective to remove the first polymer
block domain and the second polymer block domain
from the glass substrate, and 1s not eflective to remove
the material 1n the first polymer block domain;

plasma etching the glass substrate, wherein the patterned 19
material on the glass substrate masks the glass substrate
to pattern the etching;

wherein etching 1s performed under etch times suthiciently
long enough for metal oxide dots to fall off as tips of
etched nanostructures diminish 1n size and form an 15
antireflective nanotextured surface of etched nanostruc-
tures having bases 1n contact with one another;

wherein the etched nanostructures are sharp and have a

height of about 50 nm to 400 nm, a width of about 30

12

nm to 60 nm at the bases and a width of about 5 nm to
20 nm at the tips to reduce an average reflectance to
about 1% over a wavelength between about 350 to
1000 nm.

13. The method of claim 12, wherein the etched nano-
structures are patterned 1n an array with a distance between
centers of adjacent nanostructures between about 5 nm to
about 100 nm.

14. The method of claim 12, wherein the block copolymer
1S polystyrene-block-poly(methylmethacrylate) (PS:
PMMA).

15. The method of claim 12, wherein the precursor 1s a
metal organic precursor.

16. The method of claim 15, wherein the metal organic
precursor 1s tri-methyl aluminum (TMA).

17. The method of claim 12, further comprising removing
the patterned material with a diluted acid.
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