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(57) ABSTRACT

A battery and a method of fabricating a porous membrane
are disclosed. The battery includes an anode, a cathode, and
a battery separator. The battery separator is positioned
between the anode and the cathode and includes a macropo-
rous substrate and a mesoporous silica thin film (MSTF)
with perpendicular mesopore channels. The MSTF is posi-
tioned on the macroporous substrate. The method includes
the following steps. A polymer film is formed on a mac-
roporous substrate. A MSTF with perpendicular mesopore
channels is grown on the polymer film. The polymer film is
removed to form the porous membrane.

(Continued) 11 Claims, 15 Drawing Sheets
100A
T 110
i H1
PR L R e 130})}
130
T~ 130a
\\Q,/“A\\ H2

- 120




US 11,325,076 B2
Page 2

(51)

(52)

Int. CL.

BOID 71/40 (2006.01)
BOID 71/54 (2006.01)
BOID 71/36 (2006.01)
HOIM 4/38 (2006.01)
HOIM 10/0525 (2010.01)
HOIM 10/0562 (2010.01)
HOIM 10/0565 (2010.01)
HOIM 50/411 (2021.01)
HOIM 50/431 (2021.01)
HOIM 50/449 (2021.01)
B82Y 30/00 (2011.01)
U.S. CL

CPC ........... BO1D 71/54 (2013.01); HOIM 4/386

(2013.01); HOIM 10/0525 (2013.01); HOIM
10/0562 (2013.01); HOIM 10/0565 (2013.01);
HOIM 50/411 (2021.01); HOIM 50/431
(2021.01); HOIM 50/449 (2021.01); BOID
2325/02 (2013.01); BO1D 2325/04 (2013.01);
B82Y 30/00 (2013.01)

(58) Field of Classification Search
USPC ettt 429/144, 145
See application file for complete search history.

(56) References Cited
U.S. PATENT DOCUMENTS

2018/0097217 Al* 4/2018 Danko ............. HO1M 50/46
2018/0102526 Al 4/2018 Herle

OTHER PUBLICATIONS

“Perpendicular.” Merriam-Webster.com Dictionary, Merriam-
Webster, https://www.merriam-webster.com/dictionary/perpendicu-
lar. Accessed Jul. 13, 2021. (Year: 2021).*

Lintang et al, Fabrication of Mesoporous Silica/Alumina Hybrid
Membrane Film Nanocomposites using Template Sol-Gel Synthesis
of Amphiphilic Triphenylene, 2017, IOP Conference Series: Mate-
rials Science and Engineering, 202, 012003 (Year: 2017).*

* cited by examiner



U.S. Patent May 10, 2022 Sheet 1 of 15 US 11,325,076 B2

o
(a0)
e o
~ o =&
oo S
(o TN o
e

™ 110

JTUOOOU OO

T 120

Fig. 1A

100A



U.S. Patent May 10, 2022 Sheet 2 of 15 US 11,325,076 B2

130a
130
130b
Hl
T~ 120

™ 110
|

Fig. 1B

i

100B



U.S. Patent May 10, 2022 Sheet 3 of 15 US 11,325,076 B2

H2

Fig. 2B

130a

Fig. 2A




U.S. Patent May 10, 2022 Sheet 4 of 15 US 11,325,076 B2

Fig. 3C

Fig. 3B

Fig. 3A




U.S. Patent May 10, 2022 Sheet 5 of 15 US 11,325,076 B2

Fig. 4C

Fig. 4B

Fig. 4A




U.S. Patent May 10, 2022 Sheet 6 of 15 US 11,325,076 B2

: 4

0.05 0.10 0.15 0.20 0.25 0.30
(A
Fig. 6

x

£ 3

¥

({_U;IO)(b)I

Fig. 5




US 11,325,076 B2

Sheet 7 of 15

May 10, 2022

U.S. Patent

"

o8t oobL 0021
Y S— : TS

L 314

() owir],

i

@W@ Qmm WW@

& &

. !

m@mm

0081
-

()

OvVVv T 41LSIN

0001
i

()

ovv STET Prejden

(AW) 95eIjoA



US 11,325,076 B2

Sheet 8 of 15

May 10, 2022

U.S. Patent

D8 "SI

() auury,

y66L 2661 066l 166

001+

ﬂ o

OVV T 41SIN wmmw

qs 314

(q) auur],
(66

886

V8 'S14

(Moull  ovy T ALSI

00z 861 961

05

guavond

sl

i i
STET PIRIB)D) OVV



U.S. Patent May 10, 2022 Sheet 9 of 15 US 11,325,076 B2

aa
o)
20
e




U.S. Patent May 10, 2022 Sheet 10 of 15 US 11,325,076 B2

O -
SN )
oD 2B
S e




US 11,325,076 B2

Sheet 11 of 15

May 10, 2022

U.S. Patent




US 11,325,076 B2

Sheet 12 of 15

May 10, 2022

U.S. Patent

q01 Sig

VOl 814

(1) oy,

ooy oos 002

OVV T ALSIN s

001 0

(g) owurg,

0093 00VL 0O0ZL 000F 008

009

ooy 00Z O

Oy e

DO

() ot

0Z 0081 0091 00PL 00ZL 000L 008 009 OOV 00T O

OVV T ALSIA e

ONA

oy
gt
| o
~00E

ooy

(A1) oSeljoA

(Aw) a8eyoA

(Aw) 9310 A



U.S. Patent May 10, 2022 Sheet 13 of 15

<

= U

T Oy

= =

= o

‘\\\\\‘ m

©

o8

= o

AN Foo 3
o ST - S - SR oS
o s g * =

(AW) a8el oA

ok

: 74

o

3

e

€3

©d

-

P N ==
P B v T - S ¥ + : ¥

(Aw) 23e3[0A

Time (h)

Time (h)

US 11,325,076 B2

Fig. 12

Fig. 11



US 11,325,076 B2

Sheet 14 of 15

May 10, 2022

U.S. Patent

p1 31

(y) sty
oge sz oov st 08 | se @
OVV # :
OVV T IS e

€1 31q

() ],
0§ sz ¥ & 0% s ma
- WH 4
GTET pIRBa)) « oz

OVYV =

OVV T ALSIN * ki

o
o
o

(%) Aouardyys olquno)

(%) AouQI01IJo SIqUIN0))



US 11,325,076 B2

Sheet 15 of 15

May 10, 2022

U.S. Patent

IDquinu 9[04

0s oy o 0z O 0

STETPIIBD »  FOP
. OVV T ALSW =
91 "S14

Iaquiny 9]04))

Oor 08 O OF O 9

. 4 & v Q
< o8- 06
: 09
0] 2
1814 = scepdod > Lo
. 2 ,
M uad : ., 0g1
ER OV T ALSIW .
= oo ol o STET papfdo)
QO L oF e L %og &%@%ﬁﬁwﬁg@w i 081
0044 rOle

Oovv T 41SIN-

Byyu) Aoede)

(B/gyw) Anoede)



US 11,325,076 B2

1
BATTERY HAVING SEPARATOR
INCLUDING MESOPOROUS SILICA THIN
FILM POSITIONED ON MACROPOROUS
SUBSTRATE

CROSS-REFERENCE TO RELATED
APPLICATION

This application claims priority to US Provisional Appli-
cation Ser. No. 62/718,355, filed Aug. 13, 2018, and US
Provisional Application Ser. No. 62/718,382, filed Aug. 14,
2018, the disclosures of which are incorporated by refer-
ence.

BACKGROUND
Field of Invention

The present disclosure relates to a battery and a method of
fabricating a porous membrane. More particularly, the pres-
ent disclosure relates to a battery including a battery sepa-
rator which includes a macroporous substrate and a mes-
oporous silica thin film (MSTF) positioned thereon and a
method of fabricating a porous membrane.

Description of Related Art

Rechargeable lithium ion batteries (LIBs) have attracted
considerable attention over the previous two decades for a
wide variety of applications such as portable energy devices.
However, today’s lithium ion batteries lack the higher
capacity and longer life time required in transportation
applications. Significantly, the use of Li metal anode in
lithium metal batteries (LMBs) is the key component for
long-range electrical vehicles and large electricity storage
systems. Li metal has high specific theoretical capacity, but
suffers from safety problems. For example, unstable Li
deposition produces high-surface area dendritic structures at
the anode/electrolyte interface, which causes the rapid con-
sumption of the electrolyte, short-circuit, and spontaneous
high-rate discharge of the batteries, resulting in rapid heating
and explosion of the cell.

Therefore, there is a need to provide an effective strategy
for design and operation of safe lithium batteries.

SUMMARY

The present disclosure provides a battery including an
anode, a cathode, and a battery separator. The battery
separator is positioned between the anode and the cathode
and includes a macroporous substrate and a mesoporous
silica thin film (MSTF) with perpendicular mesopore chan-
nels. The mesoporous silica thin film (MSTF) is positioned
on the macroporous substrate.

In some embodiments, each mesopore channel of the
MSTF has a pore size of more than or equal to about 2 nm,
and less than or equal to about 10 nm.

In some embodiments, the MSTF has a thickness of more
than or equal to about 10 nm, and less than or equal to about
100 nm.

In some embodiments, the MSTF has an area of more than
or ezqual to about 0.5 cm?, and less than or equal to about 100
cm”.

In some embodiments, the macroporous substrate
includes an inorganic material, a metal, a polymer, or a
combination thereof.
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In some embodiments, the inorganic material is selected
from the group consisting of aluminum oxide, zirconia,
titania, magnesia, spinel, calcia, cordierite, zeolite, mullite,
ferrite, zinc oxide, silicon carbide, aluminum nitride, silicon
nitride, titanium carbide, tungsten carbide, barium titanate,
boron carbide, kaolin, and hydroxyapatite.

In some embodiments, the inorganic material includes an
anodic aluminum oxide (AAO).

In some embodiments, the polymer is selected from the
group consisting of polyvinylidene fluoride (PVDF), poly-
vinyl chloride (PVC), polyacrylonitrile (PAN), polymethyl
methacrylate (PMMA), polyoxyethylene (PEO), polyamide
(PAD), polytetrafluoroethylene (PTFE), and rubber.

In some embodiments, the macroporous substrate has
macropores, and the macropores have an average pore
diameter of more than or equal to about 20 nm, and less than
or equal to about 1 pum.

In some embodiments, the macroporous substrate has a
thickness of more than or equal to about 10 nm, and less than
or equal to about 1 mm.

In some embodiments, the battery is a lithium battery or
a rechargeable lithium battery.

The present disclosure provides a method of fabricating a
porous membrane. The method includes the following steps.
(1) A polymer film is formed on a macroporous substrate. (ii)
A mesoporous silica thin film with perpendicular mesopore
channels is grown on the polymer film. (iii) The polymer
film is removed to form the porous membrane.

In some embodiments, the polymer film is formed by
synthesizing the polymer film on the macroporous substrate.

In some embodiments, forming the polymer film on the
macroporous substrate includes the following steps. A solu-
tion including polymers and a photoinitiator is coated on the
macroporous substrate. The solution is irradiated with UV
light to form crosslinked polymers to form the polymer film.

In some embodiments, the polymers comprise polysty-
rene (PS), poly(ethylene oxide) poly(propylene oxide) poly
(ethylene oxide) triblock copolymer (PEO-PPO-PEO tri-
block copolymer, P123), polymethyl methacrylate
(PMMA), or a combination thereof.

In some embodiments, the polymer film includes cross-
linked polystyrene (PS), cross-linked poly(ethylene oxide)
poly(propylene oxide) poly(ethylene oxide) triblock copo-
lymer (PEO-PPO-PEO triblock copolymer, P123), cross-
linked polymethyl methacrylate (PMMA), polyvinylidene
fluoride (PVDF), or a combination thereof.

In some embodiments, the polymer film is removed by a
heat treatment and an ozone clean.

In some embodiments, the heating treatment is performed
at a temperature between about 300° C. and about 500° C.

In some embodiments, step (ii) is prior to step (i). In step
(1), the polymer film is disposed between the macroporous
substrate and the mesoporous silica thin film.

In some embodiments, the polymer film is removed by
N-methyl-pyrrolidone (NMP) and an ozone clean.

It is to be understood that both the foregoing general
description and the following detailed description are by
examples, and are intended to provide further explanation of
the invention as claimed.

BRIEF DESCRIPTION OF THE DRAWINGS

The disclosure can be more fully understood by reading
the following detailed description of the embodiment, with
reference made to the accompanying drawings as follows:
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FIGS. 1A-1B respectively show cross-sectional views of
a battery according to various embodiments of the present
disclosure.

FIG. 2A shows the macroporous substrate in FIG. 1A
according to various embodiments of the present disclosure.

FIG. 2B shows the battery separator in FIG. 1A according
to various embodiments of the present disclosure.

FIGS. 3A-3B respectively show top-view scanning elec-
tron microscopy (SEM) images of a single-layer AAO
membrane.

FIG. 3C shows a side-view SEM image of a single-layer
AAO membrane.

FIGS. 4A-4B respectively show top-view SEM images of
a dual-layer MSTF/AAO membrane.

FIG. 4C shows a side-view SEM image of a dual-layer
MSTF/AAO membrane.

FIG. 5 shows 2D grazing-incidence small-angle X-ray
scattering (GISAXS) scattering profile of MSTF.

FIG. 6 shows 1D intensity profile plotted against q,, for the
GISAXS pattern of MSTF.

FIG. 7 shows the galvanostatic cycling performance of
Li—Li symmetric cells with Celgard® 2325 (polypropylene
(PP)/polyethylene (PE)/polypropylene (PP)), bare AAO, and
MSTF LAAO separator, respectively, cycled at a fixed cur-
rent density of 2 mA cm™ and a capacity of 1 mAh cm™.

FIGS. 8A-8C respectively show the galvanostatic cycling
profiles of cycling regions (I)-(I1II) in FIG. 7.

FIGS. 9A and 9B show surface SEM images of Li metal
cycled in a Li—Li symmetric cell with Celgard® 2325
(polypropylene (PP)/polyethylene (PE)/polypropylene (PP))
separator at a fixed current density of 2 mA cm™ and a
capacity of 1 mAh cm™? after 200 repeated Li plating-
stripping cycles.

FIGS. 9C and 9D show surface SEM images of Li metal
cycled in a Li—Li symmetric cell with bare AAO separator
at a fixed current density of 2 mA cm™ and a capacity of 1
mAh cm™2 after 400 repeated Li plating-stripping cycles.

FIGS. 9E and 9F show surface SEM images of Li metal
cycled in a Li—Li symmetric cell with MSTFLAAO sepa-
rator at a fixed current density of 2 mA cm™2 and a capacity
of 1 mAh cm™ after 400 repeated Li plating-stripping
cycles.

FIG. 10A shows the galvanostatic cycling performance of
Li—Li symmetric cells with bare AAO and MSTFLAAO,
respectively, cycled at a fixed current density of 3 mA cm™>
and a capacity of 1.5 mAh cm™.

FIG. 10B shows the galvanostatic cycling performance of
Li—Li symmetric cells with bare AAO and MSTFLAAO,
respectively, cycled at a fixed current density of 10 mA cm™>
and a capacity of 5 mAh cm™.

FIG. 10C shows the galvanostatic cycling performance of
Li—Li symmetric cells with bare AAO and MSTFLAAO,
respectively, cycled at a fixed current density of 20 mA cm™2
and a capacity of 10 mAh cm™.

FIG. 11 shows the galvanostatic cycling measurement of
Li—Cu asymmetric cell with AAO separator cycled at a
fixed current density of 0.5 mA ¢cm™2 and a capacity of 0.25
mAh cm™2.

FIG. 12 shows the galvanostatic cycling measurement of
Li—Cu asymmetric cell with MSTF LAAO separator cycled
at a fixed current density of 0.5 mA cm™ and a capacity of
0.25 mAh cm™.

FIG. 13 shows the coulombic efficiency of Li—Cu asym-
metric cells with bare AAO, MSTFLAAO, and Celgard
2325, respectively, cycled at a fixed current density of 0.5
mA cm™ and a capacity of 0.25 mAh cm 2.
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FIG. 14 shows the coulombic efficiency of Li—Cu asym-
metric cells with bare AAO and MSTFLAAO, respectively,
cycled at a fixed current density of 2 mA ¢cm™2 and capacity
of 1 mAh cm™.

FIG. 15 shows the cycling performance of Li/LFP bat-
teries with Celgard® 2325 (polypropylene (PP)/polyethyl-
ene (PE)/polypropylene (PP)) separator and MSTFLAAO
separator, respectively, cycled at 0.5 C rate.

FIG. 16 shows the cycling performance of Li/LFP bat-
teries with Celgard® 2325 (polypropylene (PP)/polyethyl-
ene (PE)/polypropylene (PP)) separator and MSTFLAAO
separator, respectively, cycled at various C-rates.

DETAILED DESCRIPTION

Reference will now be made in detail to the present
embodiments of the, examples of which are illustrated in the
accompanying drawings. Wherever possible, the same ref-
erence numbers are used in the drawings and the description
to refer to the same or like parts.

The following embodiments are disclosed with accompa-
nying diagrams for detailed description. For illustration
clarity, many details of practice are explained in the follow-
ing descriptions. However, it should be understood that these
details of practice do not intend to limit the present disclo-
sure. That is, these details of practice are not necessary in
parts of embodiments of the present disclosure. Further-
more, for simplifying the drawings, some of the conven-
tional structures and elements are shown with schematic
illustrations.

One aspect of the present disclosure provides a battery
including a battery separator which includes a macroporous
substrate and a mesoporous silica thin film (MSTF) with
perpendicular mesopore channels, wherein the MSTF is
positioned on the macroporous substrate. The battery sepa-
rator of the present disclosure can effectively confine
homogenous ion transport and thus stabilize electrodeposi-
tion of reactive metals (e.g. Li metal) at the anode/electro-
lyte interface, thereby resisting, impeding, suppressing, and/
or preventing dendrite growth in the battery. Moreover, the
battery separator can exhibit good dendrite-resistant ability
under various current densities. The battery separator of the
present disclosure can be applied in any battery which may
have an anode on which dendrites can grow. The battery of
the present disclosure is dendrite-resistant and can prevent
the problems described previously. Further, the battery of the
present disclosure is thermostable and exhibits long-term
stability at various current densities. Moreover, compared to
other battery with a single-layer macroporous separator or
tradition separator (e.g, separator produced by Celgard
LLC.), the battery of the present disclosure has better
cycling ability.

FIG. 1A shows a cross-sectional view of a battery 100A
according to various embodiments of the present disclosure.
The battery 100A includes an anode 110, a cathode 120, and
a battery separator 130. The battery separator 130 is posi-
tioned between the anode 110 and the cathode 120. The
anode 110 is separated from the cathode 120 by the battery
separator 130. The battery separator 130 includes a mac-
roporous substrate 130a and a mesoporous silica thin film
(MSTF) 1305 with perpendicular mesopore channels H1.
These mesopore channels H1 are through nanochannels. The
macroporous substrate 130a has macropores H2. The MSTF
1305 is positioned on the macroporous substrate 130a, and
between the macroporous substrate 130a and the anode 110.
In some embodiments, the macroporous substrate 130a is in
direct contact with the MSTF 1304. FIG. 1B shows a
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cross-sectional view of a battery 100B according to various
embodiments of the present disclosure. The difference
between the battery 100B and the battery 100A is that the
MSTF 1305 of battery 100B is positioned between the
macroporous substrate 130a and the cathode 120 rather than
between the macroporous substrate 130a and the anode 110.

FIG. 2A shows the macroporous substrate 130a in FIG.
1A according to various embodiments of the present disclo-
sure. FIG. 2B shows the battery separator 130 in FIG. 1A
according to various embodiments of the present disclosure.

In some embodiments, the battery 100A and the battery
100B are a lithium battery or a rechargeable lithium battery.
For example, the rechargeable lithium battery is lithium ion
battery (LIB), lithium metal battery (LMB), or lithium-
sulfur (Li—S) battery, but not limited thereto. The battery
separator 130 is a porous membrane and can confine homog-
enous Li ion transport, thereby being capable of resisting,
impeding, suppressing, and/or preventing Li dendrite
growth. The Li dendrite-resistant ability of the battery
separator 130 is good under both general electric current
densities and high current densities. With the mesopores
confinement on Li-metal electrodeposition and Li ion trans-
port, the ordered mesoporous silica thin film 1306 with
uniform perpendicular mesoporous channels H1 provides
effective strategy for design and operation of safe lithium
batteries and rechargeable lithium batteries.

In some embodiments, the battery 100A or the battery
100B is disposed in a battery module. The battery module
can be a laptop computer, a cellphones, a personal digital
assistant (PDA), a digital music player, or a cordless power
tool.

In some embodiments, each mesopore channel H1 of the
MSTF 1306 has a pore size of more than or equal to about
2 nm, and less than or equal to about 10 nm. For example,
the pore size is 2.2 nm, 2.5 nm, 3 nm, 3.7 nm, 4 nm, 5 nm,
5.4 nm, 5.9 nm, 6 nm, 7 nm, 8 nm, or 9 nm, but not limited
thereto. In some embodiments, the MSTF 13056 has a
thickness of more than or equal to about 10 nm, and less than
or equal to about 100 nm. For example, the thickness of the
MSTF 1305 is 30 nm, 40 nm, 50 nm, 60 nm, 70 nm, 80 nm,
or 90 nm, but not limited thereto. In some embodiments, the
MSTF 1306 has an area of more than or equal to about 0.5
cm?, and less than or equal to about 100 cm®. For example,
the area of the MSTF 1304 is 10 cm?, 20 cm?, 30 cm?, 40
cm?, 50 cm?, 60 cm?, 70 cm?, 80 cm?, or 90 cm?, but not
limited thereto.

In some embodiments, the macroporous substrate 130a
includes an inorganic material, a metal, a polymer, or a
combination thereof. In some embodiments, the inorganic
material is selected from the group consisting of aluminum
oxide, zirconia, titania, magnesia, spinel, calcia, cordierite,
zeolite, mullite, ferrite, zinc oxide, silicon carbide, alumi-
num nitride, silicon nitride, titanium carbide, tungsten car-
bide, barium titanate, boron carbide, kaolin, and hydroxy-
apatite. In some embodiments, the inorganic material
includes an anodic aluminum oxide (AAO). In some
embodiments, the macroporous substrate 130a is an AAO
substrate. In some embodiments, the polymer is selected
from the group consisting of polyvinylidene fluoride
(PVDF), polyvinyl chloride (PVC), polyacrylonitrile (PAN),
polymethyl methacrylate (PMMA), polyoxyethylene (PEO),
polyamide (PAI), polytetrafluoroethylene (PTFE), and rub-
ber. In some embodiments, the macropores H2 of the
macroporous substrate 130a have an average pore diameter
of more than or equal to about 20 nm, and less than or equal
to about 1 um. For example, the average pore diameter of the
macropores H2 is 50 nm, 100 nm, 200 nm, 300 nm, 400 nm,
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500 nm, 600 nm, 700 nm, 800 nm, or 900 nm, but not limited
thereto. In some embodiments, the macroporous substrate
1304 has a thickness of more than or equal to about 20 nm,
and less than or equal to about 1 mm. For example, the
thickness of the macroporous substrate 130a is 30 nm, 40
nm, 50 nm, 60 nm, 70 nm, 80 nm, 90 nm, 100 nm, 200 nm,
300 nm, 400 nm, 500 nm, 600 nm, 700 nm, 800 nm, 900 nm,
or 1000 nm, but not limited thereto.

Another aspect of the present disclosure provides a
method of fabricating a porous membrane. The method
includes the following steps. (i) A polymer film is formed on
a macroporous substrate. (ii) A mesoporous silica thin film
(MSTF) with perpendicular mesopore channels is grown on
the polymer film. (iii) The polymer film is removed to form
the porous membrane. More specifically, the porous mem-
brane includes the macroporous substrate and the MSTF
with perpendicular mesopore channels thereon. The MSTF
fabricated by the method is free of cracking defects and has
uniform perpendicular mesopore channels. Moreover, by
this method, large area MSTF can be produced. In some
embodiments, the method is used for fabricating a centime-
ter-size MSTF. In some embodiments, the MSTF has an area
of more than or equal to about 0.5 cm?, and less than or equal
to about 100 cm?.

In some embodiments, the polymer film is formed by
synthesizing the polymer film on the macroporous substrate.
For example, the polymer film is formed by the following
steps. A solution including polymers and a photoinitiator is
coated on the macroporous substrate. The solution is irra-
diated with UV light to form crosslinked polymers to form
the polymer film.

In some embodiments, the polymers comprise polysty-
rene (PS), poly(ethylene oxide) poly(propylene oxide) poly
(ethylene oxide) triblock copolymer (PEO-PPO-PEO tri-
block copolymer, P123), polymethyl methacrylate
(PMMA), or a combination thereof. In some embodiments,
the polymer film includes cross-linked polystyrene (PS),
cross-linked poly(ethylene oxide) poly(propylene oxide)
poly(ethylene oxide) triblock copolymer (PEO-PPO-PEO
triblock copolymer, P123), cross-linked polymethyl meth-
acrylate (PMMA), or a combination thereof.

In some embodiments, the polymer film is removed by a
heat treatment and an ozone clean. In some embodiments,
the heating treatment is performed at a temperature between
about 300° C. and about 500° C. For example, the tempera-
ture is 350° C., 400° C. or 450° C., but not limited thereto.

In some embodiments, step (ii) is prior to step (i). More
specifically, a mesoporous silica thin film with perpendicular
mesopore channels is grown on a polymer film. After that,
the mesoporous silica thin film and the polymer film are
transferred onto the macroporous substrate, wherein the
polymer film is positioned between the macroporous sub-
strate and the mesoporous silica thin film.

In some embodiments, the polymer film includes polyvi-
nylidene fluoride (PVDEF). In some embodiments, the poly-
mer film is removed by N-methyl-pyrrolidone (NMP) and an
ozone clean.

In some embodiments, the mesoporous silica thin film
with the perpendicular mesopore channels is grown on the
polymer film by the following steps. (i) The polymer film is
immersed into an ammonia solution, wherein the ammonia
solution includes a tertiary alkyl ammonium halide, alcohol,
ammonium hydroxide, and a pore expending agent. (ii) A
silica precursor is introduced into the ammonia solution. (iii)
A heating step is performed to form the mesoporous silica
thin film on the polymer film. In some embodiments, the
tertiary alkyl ammonium halide is cetyltrimethylammonium
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bromide (CTAB). In some embodiments, the pore expending
agent is selected from the group consisting of decane, ethyl
acetate, hexadecane, silane polyethylene glycol, pentyl ether
and a combination thereof. In some embodiments, the silica
precursor includes tetraethyl orthosilicate, fumed silica, zeo-
lite beta seeds, or a combination thereof. In some embodi-
ments, the heating step is performed at a temperature
between about 35° C. and about 80° C. For example, the
temperature is 40° C., 45° C., 50° C., 55° C., 60° C., 65° C,,
70° C., or 75° C., but not limited thereto.

Hereinafter, the present disclosure will be described in
detail with reference to the embodiments and comparative
examples in the present disclosure. However, the present
disclosure is not limited to the following embodiments.

Example 1: Synthesis of a Dual-Layer MSTF/AAO
Membrane by a Polymer Interlayer Method

Firstly, polystyrene (PS), PEO-PPO-PEO triblock copo-
lymer (P123) and polymethyl methacrylate (PMMA) were
respectively used to produce a smooth surface layer on
aluminum oxide (AAO) membranes with macropores for
further growth of mesoporous silica thin film (MSTF). PS
and P123 were dissolved in toluene under 50° C. for 1 h,
respectively. PMMA was dissolved in anisole. Subsequently,
0.1 wt %-1 wt % photoinitiator was well dispersed into the
solutions above. These solutions were used to spin-coat the
AAO membranes (2.5 cm-4.7 cm in diameter, situated on a
5x5 cm? glass sheet) at 2000 rpm for 30 s, respectively. Then
the cross-linking of the polymers on AAO surface were
induced by the photoinitiator under UV light irradiation for
5 min-10 min. The spin-coated PS/AAO support and
PMMA/AAO support were cured under 100° C. for 1 h-2 h
afterwards, while P123/AAO support was stabilized at room
temperature for 1 h-2 h, respectively.

Further growth of a mesoporous silica thin film (MSTF)
on the top surface of each polymer film coated AAO
membrane was conducted in an oil-in-water emulsion. The
oil-in-water emulsion was prepared by mixing cetyltrimeth-
ylammonium bromide (CTAB) (0.965 g), ethanol (30.0 g)
and a pore expending agent (either 3.0 mL of decane, or 3.1
mL of pentyl ether or 4.5 mL of hexadecane, or 1.2 mL of
ethyl acetate, or 1.2 mL of ethyl acetate with the addition of
2.2 mL of silane polyethylene glycol) at 50° C. Then, the
polymer film coated AAO membranes were directly
immersed into the solution, followed by an introduction of
NH; aqueous solution (7.5 g, 35.5 wt %), tetraethyl ortho-
silicate (TEOS)/ethanol solution (8.35 mL, 20% by vol-
umes) under stirring at 50° C. overnight. The molar ratios of
CTAB:H,0:NH;:decane:ethanol: TEOS were calculated to
be 1:8400:90:5.8:250:2.8. The synthesized MSTF/polymer
film/AAO membranes were rinsed with ethanol, and then
calcined in air atmosphere by heating from room tempera-
ture at rate of 1° C./min to 300° C.-500° C. and maintained
at this temperature for 30 min-6 h, followed by UV ozone
clean for 15 min-30 min. The polymer film and surfactant
(e.g. CTAB) were removed by calcination and an ozone
clean. After that, porous membranes including the AAO
membrane and the MSTF with perpendicular mesopore
channels freely standing on the AAO membrane were
obtained.

Example 2: Synthesis of a Dual-Layer MSTF/AAO
Membrane by a Polyvinylidene Fluoride (PVDF)
Assistant Transfer Method

Firstly, 10.0 wt % polyvinylidene fluoride (PVDF) was
dissolve in acetone and dimethyl formamide mixed solution
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(acetone:dimethyl formamide=3:1 v/v) under the ultrasonic
at 30° C. for 1 h. Then, the PVDF solution was spin-coated
at 2000 rpm for 30 s on a 5x5 cm? glass sheet. Further
solvent was evaporated at 60° C. for 1 h. Subsequently,
MSTF was grown onto the PVDF film by the same proce-
dures as mentioned in Example 1. Then, the synthesized
MSTEF/PVDF film/glass sheet was rinsed with ethanol three
times. To remove the residual organic surfactants, the
samples were immersing in a hydrochloric acid/ethanol (5
mg/ml, 50 mL) solution for 12 h-16 h under constant
stirring, followed by washing the MSTF/PVDF film/glass
sheet by ethanol, and peeling off the MSTF/PVDF film from
the glass sheet. Subsequently, transfer the MSTF/PVDF film
onto AAO membrane (0.1 cm-4.7 cm in diameter). Finally,
the PVDF film in MSTEF/PVDF f{iln/ AAO membrane was
removed by N-methyl-pyrrolidone (NMP), follow by UV
ozone clean for 15 min-30 min to remove the PVDF film and
the organics. After that, a porous membrane which includes
the AAO membrane and the MSTF with perpendicular
mesopore channels freely standing on the AAO membrane
was obtained.

Example 3: Characterization of a Dual-Layer
MSTF/AAO Membrane by Scanning Electron
Microscope (SEM)

Top-view and edge-view micrographs were taken on a
field emission scanning electron microscope (SEM) (Hitachi
S-4800) operated at accelerating voltages of 5 kV and 15 kV,
respectively. The samples were loaded onto a plate holder
with conducting carbon tape adhered at the bottom and
silver paint coated at the edges of membranes. The whole
specimen was baked at 80° C. overnight prior to SEM
imaging.

FIGS. 3A-3B respectively show top-view SEM images of
a single-layer AAO membrane. FIG. 3C shows a side-view
SEM image of a single-layer AAO membrane. FIGS. 4A-4B
respectively show top-view SEM images of a dual-layer
MSTF/AAO membrane. FIG. 4C shows a side-view SEM
image of a dual-layer MSTF/AAO membrane. The top-view
SEM images of the single-layer AAO membrane (FIGS. 3A,
3B) and the top-view SEM images of the dual-layer MSTF/
AAO membrane (FIGS. 4A, and 4B) confirm that the
continuous regime of the MSTF of MSTF/AAO showed no
apparent defects. Centimeter-size MSTF in MSTF/AAO can
be routinely prepared with optically uniformity. A magnified
top-view SEM image (FIG. 4B) reveals the single-layer
MSTF with hexagonally arranged nanopores cover on both
the wall and macrospores of AAO membrane. A side-view
SEM image (FIG. 4C) of the MSTF/AAO reveals AAO with
uniform perpendicular channels (thickness of 60 pm), while
MSTF with uniform thickness of about 30 nm.

Example 4: Characterization of a Dual-Layer
MSTF/AAO Membrane by Grazing Incidence
Small Angle X-Ray Scattering (GISAXS)

The incidence X-ray energy of 12 keV (1.033 A) and the
sample-to-detector distance of 3.10 m result in a g-range of
0.005540-0.2853 A~! that is equivalent to real space dis-
tance of 2.2-113 nm. The incidence angle of each X-ray
beam varied between 0.1° and 0.3°. The scattering data
extraction was performed in an X-ray scattering image
analysis package (POLAR). Alternatively, in-house scatter-
ing was conducted by a grazing-incidence geometry (Nano-
Viewer, Rigaku) with a two dimensional (2D) area detector
(Rigaku, 100K PILATUS). The instrument is equipped with
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a 31 kW mm™2 generator (rotating anode X-ray source with
a Cu Ka radiation of A=0.154 nm). The scattering vector, q
(gq=4m/\ sin 0), along with the scattering angles 6 in these
patterns were calibrated using silver behenate. The mes-
oporous silica thin film with perpendicular mesopore chan-
nels was mounted on a z-24 axis goniometer with an incident
angle of 0.1°-0.3°.

The perpendicular mesopore channels over the entire
membrane were further characterized by 2D grazing-inci-
dence small-angle X-ray scattering (GISAXS). FIG. 5 shows
2D GISAXS scattering profile of MSTF. The 2D GISAXS
patterns show three prominent spots on the left and right of
the grazing-incidence X-ray beam, respectively. It indicates
the highly ordered perpendicular mesopore nanochannel
features of mesoporous silica thin films. FIG. 6 shows 1D
intensity profile plotted against q,, for the GISAXS pattern of
MSTF. The 1D intensity profile shows three peaks, assigned
to the 100, 110, and 200 reflections of a 2D hexagonal
symmetry with the space group p6 mm, as well as evidence
the perpendicular orientation of MSTF above substrates.
The (100) peak is found to correspond with an averaged
d-spacing of 6.87 nm, account for a pore to pore center
distance of 7.94 nm, which agrees with the SEM results
(FIGS. 4A, 4B, and 4C) with average pore size of about 5.8
nm and pore wall size of about 2.2 nm.

Example 5: Use of a Dual-Layer MSTFLAAO
Membrane as a Dendrite-Resistant and
Thermostable Battery Separator for Li—Li Metal
Battery

(1) Electrochemical Measurement

Lithium plating/stripping through separator in lithium
metal batteries were used to evaluate the electrochemical
properties of sample as separator. A pair of Li metal anodes
(300 um thick, @11 mm) was used in Li—Li symmetric
cells. Li and Cu foil (10 pm thick, UBIQ technology Co.,
LTD) were used in Li—Cu asymmetric cells. These cells
were fabricated in a CR2023 coin cell with a battery
separator including Celgard® 2325 (polypropylene (PP)/
polyethylene (PE)/polypropylene (PP)) (Celgard LLC.,
USA), AAO, and MSTFLAAO, respectively. The electro-
lytes were 1 M lithium bis(trifluoromethane sulfonyl)imide
(LiTFSI, 99.0%, Acros organics) in 1:1 (v/v) solution of
1,2-dimethoxyethane (DME, anhydrous, 99.5%, Sigma-Al-
drich)/1,3-dioxolane (DOL, anhydrous, Sigma-Aldrich).
Cycling processes were carried out by using an Arbin
Battery Tester (Model BT 2043, Arbin Instruments Corp.,
USA) with various current densities ranging from 2 mA/cm?
to 20 mA/cm?. Each charge and discharge time was set as 30
min. LiFePO, (LFP, L &F Co., Ltd in Korea.)—carbon
cathode materials used in Li-LFP batteries were made from
a slurry consisting of 80 wt % LFP, 10 wt % carbon black
(Super-P Li, Timcal Inc.), and 10 wt % polyvinylidene
fluoride (PVDF, Kynar 2801) binder mixed with anhydrous
N-methyl-2-pyrrolidone (NMP, Sigma-Aldrich) and stirred
overnight. The LFP loading was 4-5 mg/cm®. Li metal is
against to MSTF side of MSTFLAAO separator. Li-LFP
batteries were assemble by sandwiching the Celgard® 2325
(polypropylene (PP)/polyethylene (PE)/polypropylene (PP))
or MSTFLAAO separator. The Li-LFP cells were cycled at
a 0.5 C rate (1C=177 mA g™') at room temperature. The
battery performance was conducted at various C rates of 0.1
C,025C,05C,1C, and then 0.1 C between 3.0 and 3.8
V. All the cells were assembled in an Ar-filled glove box
with O, and H,O content below 1.0 ppm. Electrochemical
impedance spectroscopy (EIS) measurements were con-
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ducted at open circuit potential (OCP) after Oth, 4th, 50th,
150th and 200th cycle using an frequency analyzer (Solar-
tron 1255, AMETEK) in a frequency range from 0.01 Hz to
1 MHz with an amplitude of 10 mV and a potentiostat
(Solartron 1287, AMETEK).

(2) Dendrite-Resistant Effect of MSTFLAAO as a Li Bat-
tery Separator

In consideration of the well-defined porous structure and
thermostability of MSTF/AAO, applied as a dendrite-resis-
tant and thermostable separator for lithium metal battery was
investigated. The MSTF with well-defined mesopore size
(5.4£0.4 nm) and uniform vertical nanochannels was
expected to block the growth of Li dendrite and allow the Li*
transportation between electrodes.

In order to examine the performance of MSTFLAAO
nanoporous separator on the Li electrodeposition, the behav-
ior of Li electroplating and electrostripping with the nanop-
orous separator were investigated by using galvanostatic
cycling of Li—Li symmetric cells in the liquid electrolyte.
FIG. 7 shows the galvanostatic cycling performance of
Li—Li symmetric cells with Celgard® 2325 (polypropylene
(PP)/polyethylene (PE)/polypropylene (PP)), bare AAO, and
MSTFLAAO separator, respectively, cycled at a fixed cur-
rent density of 2 mA cm™ and a capacity of 1 mAh cm™ to
mimic operation of Li plating/stripping in a Li metal battery.
The electrolyte is 1M LiTFSI in a 1:1 (v/v) solution of
DOL/DME. FIGS. 8A-8C respectively show the galvanos-
tatic cycling profiles of cycling regions (I)-(I1II) in FIG. 7. As
shown in FIG. 8A, the voltage profiles obtained in Li—Li
symmetric cell with Celgard® 2325 (polypropylene (PP)/
polyethylene (PE)/polypropylene (PP)) separator exhibit an
increase in overpotential of Li plating/stripping in less than
200 h of operation which is attributed to the instability of
Li/electrolyte interfaces. As shown in FIG. 8B, the cell with
bare AAO separator with a pore size of 70 nm shows an
overpotential of about 25 mV and the voltage for the Li
plating/stripping increases in about 1000 h of operation. The
cycling performance of Li—Li symmetric cells with Cel-
gard® 2325 (polypropylene (PP)/polyethylene (PE)/poly-
propylene (PP)) and AAO separator are consistent with
previous results. In comparison, FIG. 8C shows that the cell
with MSTFLAAO separator gives an excellent cycle per-
formance under the same conditions. The Li plating/strip-
ping occurred at a lower overpotential (about 12 mV). The
voltage profiles maintain low overpotential and stable volt-
age polarization without short circuit for more than 2000 h
of operation, suggesting that Li cycling is highly stable and
reversible with MSTFLAAQO separator. Thus Li dendrite
growth is dramatically suppressed in the presence of
MSTF1AAO separator.

To investigate the morphology of Li metal with different
separators during Li plating/stripping process, SEM obser-
vation of the morphologies of Li metal surface after cycles
was performed. FIGS. 9A and 9B show surface SEM images
of Li metal cycled in a Li—Li symmetric cell with Celgard®
2325 (polypropylene (PP)/polyethylene (PE)/polypropylene
(PP)) separator at a fixed current density of 2 mA cm™2 and
a capacity of 1 mAh cm™ after 200 repeated Li plating-
stripping cycles. FIGS. 9C and 9D show surface SEM
images of Li metal cycled in a Li—Li symmetric cell with
bare AAO separator at a fixed current density of 2 mA cm™2
and a capacity of 1 mAh cm™ after 400 repeated Li
plating-stripping cycles. FIGS. 9E and 9F show surface
SEM images of Li metal cycled in a Li—Li symmetric cell
with MSTFLAAO separator at a fixed current density of 2
mA cm™2 and a capacity of 1 mAh cm™ after 400 repeated
Li plating-stripping cycles. Each plating and stripping step
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takes 30 min long. The Li metal in the cells stopped at the
end of the stripping process was used for the SEM mea-
surements. The electrolyte is 1M LiTFSI in a 1:1 (v/v)
solution of DOL/DME. As shown in FIGS. 9A-9D, SEM
images of Li metal surface cycled with Celgard® 2325
(polypropylene (PP)/polyethylene (PE)/polypropylene (PP))
and AAO separators show extensive appearance of microm-
eter-sized and tree-like structures, suggesting the formation
of Li dendritic structure after cycling. In contrast, as shown
in FIGS. 9E and 9F, Li metal cycled with MSTFLAAO
separator with Li contact to MSTF side shows smooth and
uniform morphology which is correlated to stable Li cycling
performance obtained in the Li—Li symmetric cell.

In addition, the galvanostatic Li cycling experiments at
higher current densities to further evaluate the electrochemi-
cal compatibility of MSTFLAAO membrane with the Li
metal were performed. FIG. 10A shows the galvanostatic
cycling performance of Li—Li symmetric cells with bare
AAO and MSTFLAAO, respectively, cycled at a fixed
current density of 3 mA ¢cm™ and a capacity of 1.5 mAh
cm™? The voltage profiles obtained with MSTFLAAO sepa-
rator maintain lower overpotentials (15 mV-25 mV) in
comparison with AAO separator (150 mV-230 mV) for more
than 2000 h. FIG. 10B shows the galvanostatic cycling
performance of Li—Li symmetric cells with bare AAO and
MSTFLAAO, respectively, cycled at a fixed current density
of 10 mA cm™ and a capacity of 5 mAh cm™. MSTFLAAO
separator could maintain steady cycles for more than 1600
h of operation without a dendrite-induced short circuit while
overpotential obtained with AAO separator suddenly drops
after approximately 1100 h of cycling which is attributed to
short circuits. FIG. 10C shows the galvanostatic cycling
performance of Li—Li symmetric cells with bare AAO and
MSTF LAAO, respectively, cycled at a fixed current density
of 20 mA cm™2 and a capacity of 10 mAh cm™2. For such
extremely high current density, stable Li cycling can even be
achieved with MSTFLAAO separator for over 400 h with
low overpotential of 100 mV-145 mV. The overpotential
obtained with the corresponding AAO separator increases
with cycles and shorts at about 135 h of cycling. Overall, the
cells cycled with MSTF L AAQ separator exhibit lower over-
potential and better cycling performance than the cells
cycled with AAO separator. Thus, the superior cyclability of
the cell with MSTF L AAO separator implies a homogeneous
Li deposit and less consumption of both Li and electrolyte
occurring in the cell.

Example 6: Use of a Dual-Layer MSTFLAAO
Membrane as a Dendrite-Resistant and
Thermostable Separator for Li—Cu Metal Battery

Cycling performance of Li—Cu asymmetric cells with
MSTFLAAOQO separator can be used to quantify the stability
of Li plating/stripping behavior resulted from the electro-
lyte/separator assembly. FIG. 11 shows the galvanostatic
cycling measurement of Li—Cu asymmetric cell with AAO
separator cycled at a fixed current density of 0.5 mA cm™
and a capacity of 0.25 mAh cm™. FIG. 12 shows the
galvanostatic cycling measurement of Li—Cu asymmetric
cell with MSTFLAAO separator cycled at a fixed current
density of 0.5 mA cm™2 and a capacity of 0.25 mAh cm™2.
The electrolyte is 1M LiTFSI in a 1:1 (v/v) solution of
DOL/DME. Cu is against MSTF side in cells with
MSTFLAAO separators. FIG. 13 shows the coulombic
efficiency of Li—Cu asymmetric cells with bare AAO,
MSTFLAAO, and Celgard 2325, respectively, cycled at a
fixed current density of 0.5 mA cm™ and a capacity of 0.25
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mAh cm™2. As shown in FIG. 13, the fluctuation of cou-
lombic efficiency of the cells cycled with AAO separator and
Celgard 2325 suggest that solid electrolyte interphase (SEI)
formation and Li plating/stripping behavior is not stable
during cycling. In contrast, the cells with MSTFLAAO
separator exhibit a lower coulombic efficiency of 60-100%
at initial cycles, suggesting that the formation of stable SEI
occurs in the first 20 cycles. The coulombic efficiency then
researches >99.9% in long cycle life of 150 cycles (after
25™). FIG. 14 shows the coulombic efficiency of Li—Cu
asymmetric cells with bare AAO and MSTFLAAO, respec-
tively, cycled at a fixed current density of 2 mA cm™ and
capacity of 1 mAh cm™. As shown in FIG. 14, improved
cycling performance of Li—Cu asymmetric cells with
MSTFLAAO separators can also be observed even at higher
current density and capacity, which demonstrates reliability
of MSTFLAAO separators for i metal battery application.

Example 7: Use of a Dual-Layer MSTFLAAO
Membrane as a Dendrite-Resistant and
Thermostable Separator for LFP Full Cell Battery

Next, a full cell test of Li metal batteries with lithium
metal anode, LFP cathode, and separators including
MSTFLAAO were conducted. FIG. 15 shows the cycling
performance of Li/LFP batteries with Celgard® 2325 (poly-
propylene (PP)/polyethylene (PE)/polypropylene (PP))
separator and MSTF LAAO separator, respectively, cycled at
0.5 C rate. An initial specific capacity of 135 mA h g™* was
observed after the first cycles, and a specific capacity of 130
mAh g~! was still maintained after 100 cycles with the
coulombic efficiency up to 99.9%, demonstrating that Li-
metal, MSTFLAAO, and liquid electrolytes are compatible
under higher-voltage conditions. Meanwhile, the coulombic
efficiency is lower in Li/LFP batteries with MSTFLAAO as
separator than that of Celgard® 2325 (polypropylene (PP)/
polyethylene (PE)/polypropylene (PP)) as separator (ca
97%). Furthermore, FIG. 16 shows the cycling performance
of Li/LFP batteries with Celgard® 2325 (polypropylene
(PP)/polyethylene (PE)/polypropylene (PP)) separator and
MSTFLAAO separator, respectively, cycled at various
C-rates. It displays a capacity of 111 mA h g at 1 C,
whereas the capacities obtained from the cells with Cel-
gard® 2325 (polypropylene (PP)/polyethylene (PE)/poly-
propylene (PP)) shows a significant decrease of the specific
capacity of 94 mA h g™' at 1 C, suggesting that the
MSTFLAAO separator can significantly improves charge-
discharge rate performance of Li metal batteries. From these
results, one can see the great potential in our MSTF based
separator towards the goal of stable lithium anode for
long-term high power application. Intense optimizations
toward materials stability and high current density of the
novel separator.

Examples 1-7 describe a porous membrane,
MSTFL1LAAO, including a AAO membrane with macropores
and a MSTF with perpendicular mesopore channels thereon
was applied as a battery separator for dendrite-resistant Li
batteries. The MSTF is a centimeter-size continuous mem-
brane. Excellent cycling performance can be achieved in
Li—Li cells with the MSTFLAAQO separator cycled at
ultrahigh current densities such as 10 mA cm~2 for more than
1600 h of operation. Also, MSTF LAAO separator results in
the extremely high coulombic efficiency of >99.9% in
Li—Cou cells cycled at a high current density of 2 mA cm=>
and a capacity of 1 mAh cm™ for more than 150 h of
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cycling. Full-cell Li metal battery tests suggest that
MSTFLAAO membrane can be used to achieve safe Li
metal batteries.

Based on the above, the present disclosure provides a
battery including a porous membrane as a battery separator
and a method of fabricating a porous membrane. The porous
membrane includes a macroporous substrate and a mes-
oporous silica thin film (MSTF) with perpendicular mes-
opore channels, wherein the MSTF is positioned on the
macroporous substrate. The MSTF fabricated by the method
is free of cracking defects and has uniform perpendicular
mesoporous channels. The battery separator can stabilize
electrodeposition of reactive metals at the anode/electrolyte
interface, thereby resisting, impeding, suppressing, and/or
preventing dendrite growth. The battery of the present
disclosure can exhibit good dendrite-resistant ability and
long-term stability under various current densities, and is
thermostable.

Although the present invention has been described in
considerable detail with reference to certain embodiments
thereof, other embodiments are possible. Therefore, the
spirit and scope of the appended claims should not be limited
to the description of the embodiments contained herein.

It will be apparent to those skilled in the art that various
modifications and variations can be made to the structure of
the present invention without departing from the scope or
spirit of the invention. In view of the foregoing, it is intended
that the present invention cover modifications and variations
of this invention provided they fall within the scope of the
following claims.

What is claimed is:

1. A battery, comprising:

an anode;

a cathode; and

a battery separator positioned between the anode and the

cathode, the battery separator comprising: a macropo-
rous substrate and a mesoporous silica thin film
(MSTF) with perpendicular mesopore channels that are
perpendicular to a first upper surface of the MSTE,
wherein the MSTF is positioned on a second upper
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surface of the macroporous substrate, and a lower
surface of the macroporous substrate is free of being
covered by an additional MSTF.

2. The battery of claim 1, wherein the battery is a lithium
battery or a rechargeable lithium battery.

3. The battery of claim 1, wherein each mesopore channel
of the MSTF has a pore size of more than or equal to about
2 nm, and less than or equal to about 10 nm.

4. The battery of claim 1, wherein the MSTF has a
thickness of more than or equal to about 10 nm, and less than
or equal to about 100 nm.

5. The battery of claim 1, wherein the MSTF has an area
of more than or equal to about 0.5 cm?, and less than or equal
to about 100 cm?.

6. The battery of claim 1, wherein the macroporous
substrate has macropores, and the macropores have an
average pore diameter of more than or equal to about 20 nm,
and less than or equal to about 1 pm.

7. The battery of claim 1, wherein the macroporous
substrate has a thickness of more than or equal to about 10
nm, and less than or equal to about 1 mm.

8. The battery of claim 1, wherein the macroporous
substrate comprises an inorganic material, a metal, a poly-
mer, or a combination thereof.

9. The battery of claim 8, wherein the inorganic material
is selected from the group consisting of aluminum oxide,
zirconia, titania, magnesia, spinel, calcia, cordierite, zeolite,
mullite, ferrite, zinc oxide, silicon carbide, aluminum
nitride, silicon nitride, titanium carbide, tungsten carbide,
barium titanate, boron carbide, kaolin, and hydroxyapatite.

10. The battery of claim 8, wherein the inorganic material
comprises an anodic aluminum oxide (AAO).

11. The battery of claim 8, wherein the polymer is selected
from the group consisting of polyvinylidene fluoride
(PVDF), polyvinyl chloride (PVC), polyacrylonitrile (PAN),
polymethyl methacrylate (PMMA), polyoxyethylene (PEO),
polyamide (PAI), polytetrafluoroethylene (PTFE), and rub-
ber.



