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framework disposed, in a sheet form, between two mono-
layers constituting a single bilayer membrane, wherein a
plurality of the bilayer membranes forms a hyper-swollen
lamellar phase in a solvent.

30 Claims, 12 Drawing Sheets
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1
METAL ORGANIC FRAMEWORK
NANOSHEET AND METHOD FOR
PRODUCING SAME

TECHNICAL FIELD

The present disclosure relates to a metal organic frame-
work nanosheet and a method for producing the same.

BACKGROUND ART

Some nano-size materials, such as nanosheets, exhibit
interesting properties that are not expected to be seen in a
bulk phase. Therefore, various methods for producing
nanosheets have been studied. Known conventional methods
for producing nanosheets are: bottom-up techniques such as
a sol-gel method, an electrolytic oxidation method, a CVD
method and a drop casting method; and top-down techniques
that form a layered compound by using a material for
forming a target nanosheet, intercalate a thick guest between
those layers, and then separate a single layer therefrom. In
some cases, however, the top-down techniques have a limi-
tation on the substances of the nanosheet to be obtained and
require a step of baking at a high temperature from 800° C.
to 1300° C. for a long time. The bottom-up techniques are
required to produce a thinner nanosheet, and thus new
methods have been studied. Examples of such nanosheet
production methods include Patent Literatures 1 and 2, and
Non-Patent Literature 1. The Patent Literature 1 discloses a
composite nanosheet on a liquid-liquid interface. The com-
posite nanosheet is formed on an interface between an
organic phase and an aqueous phase. The composite
nanosheet is composed of a molecular membrane consisting
of a surfactant and having a lamellar structure, and a metal
oxide nanosheet formed along a plane direction of the
molecular membrane. In this literature, the metal oxide
nanosheet is formed on a bilayer membrane, that is, the
metal oxide nanosheet is formed outside of the bilayer
membrane.

The Patent Literature 2 discloses a single-layer, self-
supporting organic metal nanomembrane. The nanomem-
brane has a plurality of complex molecules forming a
membrane by crosslinking two-dimensionally with each
other. Each of the complex molecules consists of one metal
atom, and a bimolecular derivative of terpyridine or bipyri-
dine. The derivative has two thiol groups. The thiol groups
of'the derivative are present on both opposing surfaces of the
membrane. The metal atom is bonded to at least a part of the
thiol groups. In this literature, a multilayer sheet is grown on
a substrate by electron beam exposure. The Non-Patent
Literature 1 discloses a gold nanosheet with excellent optical
and electrical properties, produced using a lamellar phase. In
the method of the Non-Patent Literature 1, the nanosheet is
formed in a portion having an affinity for a solvent, and thus
the method is applicable to materials, such as gold, that can
be formed into a nanosheet easily. On the other hand, this
method has a problem in that since the nanosheet is formed
in a solvent, it is impossible to form the nanosheet by
blocking its formation in a thickness direction just because
there is no hindrance in the thickness direction, and thus it
is not easy to form a material into a sheet in the case where
the material is a compound, such as a metal organic frame-
work, that easily develops a three-dimensional structure.
The method of the Non-Patent Literature 1 also has a
problem in that since the nanosheet is obtained using a
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2

hydrogel having a lamellar phase, the method for forming
the sheet is limited to a drop casting method.

CITATION LIST
Patent Literature

Patent Literature 1: JP 4765079 B
Patent Literature 2: JP 2014-225485 A

Non-Patent Literature

Non-Patent Literature 1: RSC Advances, 2016, 6. 45031-
45035

SUMMARY OF INVENTION
Technical Problem

The present disclosure is intended to provide a new metal
organic framework nanosheet and a method for producing
the same.

Solution to Problem

The present disclosure provides the following embodi-
ments.
[1] A metal organic framework nanosheet including a metal
organic framework disposed, in a sheet form, between two
monolayers constituting a single bilayer membrane, wherein
a plurality of the bilayer membranes forms a hyper-swollen
lamellar phase in a solvent.
[2] The metal organic framework nanosheet according to the
embodiment [1], wherein the bilayer membranes are com-
posed of a nonionic amphiphile.
[3] The metal organic framework nanosheet according to the
embodiment [2], wherein the nonionic amphiphile is at least
one selected from the group consisting of an ester type
surfactant, an ether type surfactant, an ester ether type
surfactant, an alkanolamide type surfactant, alkyl glycoside
and a higher alcohol.
[4] The metal organic framework nanosheet according to the
embodiment [3], wherein the nonionic amphiphile is the
ether type surfactant, and the ether type surfactant is at least
one selected from the group consisting of polyethylene
glycol monoalkyl ether and polyoxyethylene alkyl phenyl
ether.
[5] The metal organic framework nanosheet according to the
embodiment [1], wherein the bilayer membranes are com-
posed of polyethylene glycol monoalkyl ether represented
by Formula (1) below:

[Chemical Formula 1]

where n denotes the number of carbon atoms in an alkyl
group in a hydrophobic portion, and m denotes the number
of ethylene oxides in a hydrophilic portion.

[6] The metal organic framework nanosheet according to the
embodiment [5], wherein 2<n/m<6.

[7] The metal organic framework nanosheet according to the
embodiment [5], wherein n is 12 and m is 5.
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[8] The metal organic framework nanosheet according to
any one of the embodiments [1] to [6], wherein the solvent
includes water or a mixed solution of water and a water-
soluble organic solvent.

[9] The metal organic framework nanosheet according to the
embodiment [5], wherein n is 12 and m is 6, and further-
more, the solvent includes water and an organic solvent.
[10] The metal organic framework nanosheet according to
any one of the embodiments [6] to [9], wherein the metal
organic framework is a metal organic framework containing
a highly lipophilic ligand as a component.

[11] The metal organic framework nanosheet according to
any one of the embodiments [1] to [10], wherein the
hyper-swollen lamellar phase has a lamellar structure in
which a distance between any adjacent two of the bilayer
membranes is 50 nm or more.

[12] A metal organic framework nanosheet dispersion
including at least one metal organic framework nanosheet in
a dispersed state in a liquid, wherein the metal organic
framework nanosheet is the metal organic framework
nanosheet according to any one of the embodiments [1] to
[11].

[13] A method for producing a nanosheet, including forming
a nanosheet between two monolayers constituting a single
bilayer membrane in a case where a plurality of the bilayer
membranes forms a hyper-swollen lamellar phase in a
solvent.

[14] The method for producing the nanosheet according to
the embodiment [13], wherein the nanosheet is composed of
a metal organic framework.

[15] The method for producing the nanosheet according to
the embodiment [14], wherein the bilayer membranes are
formed in the solvent, an organic ligand is added in the
solvent to form the hyper-swollen lamellar phase formed of
the bilayer membranes, and a metal ion is then added in the
solvent to form the metal organic framework nanosheet
between the two monolayers constituting the single bilayer
membrane.

[16] The method for producing the nanosheet according to
the embodiment [14] or the embodiment [15], wherein the
bilayer membranes are removed after the metal organic
framework nanosheet is formed between the two monolay-
ers constituting the single bilayer membrane.

[17] The method for producing the nanosheet according to
any one of the embodiments [14] to [16], wherein the bilayer
membranes are composed of polyethylene glycol monoalkyl
ether represented by Formula (1) below:

[Chemical Formula 2]

where n denotes the number of carbon atoms in an alkyl
group in a hydrophobic portion, and m denotes the number
of ethylene oxides in a hydrophilic portion.

[18] The method for producing the nanosheet according to
the embodiment [17], wherein 2<n/m<6.

[19] The method for producing the nanosheet according to
the embodiment [17], wherein n is 12 and m is 5.

[20] The method for producing the nanosheet according to
any one of the embodiments [15] to [19], wherein the
solvent includes water or a mixed solution of water and a
water-soluble organic solvent.
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[21] The method for producing the nanosheet according to
the embodiment [17], wherein n is 12 and m is 6, and
furthermore, the solvent includes water and an organic
solvent.

[22] The method for producing the nanosheet according to
any one of the embodiments [14] to [21], wherein the metal
organic framework is a metal organic framework containing
a highly lipophilic ligand as a component.

[23] The method for producing the nanosheet according to
the embodiment [13], wherein the nanosheet is composed of
a metal oxide or a metal.

[24] The method for producing the nanosheet according to
the embodiment [23], wherein the bilayer membranes are
formed in the solvent, an amphiphile is added in the solvent
to form the hyper-swollen lamellar phase formed of the
bilayer membranes, and a metal-containing compound hav-
ing an oxygen atom or a metal-containing compound having
no oxygen atom is then added in the solvent to form the
metal oxide nanosheet or the metal nanosheet between the
two monolayers constituting the single bilayer membrane.
[25] The method for producing the nanosheet according to
the embodiment [24], wherein the solvent includes a mixed
solution of water and an organic solvent.

[26] The method for producing the nanosheet according to
the embodiment [24] or the embodiment [25], wherein a
surface-active auxiliary is further added in the solvent.
[27] The method for producing the nanosheet according to
any one of the embodiments [24] to [26], wherein the
amphiphile is an anionic amphiphile.

[28] A gas separation membrane including the metal organic
framework nanosheet according to any one of the embodi-
ments [1] to [11].

[29] The gas separation membrane according to the embodi-
ment [28], the gas separation membrane being for nitrogen
separation or carbon dioxide separation.

[30] A metal oxide nanosheet including a metal oxide
disposed, in a sheet form, between two monolayers consti-
tuting a single bilayer membrane, wherein a plurality of the
bilayer membranes forms a hyper-swollen lamellar phase in
a solvent.

[31] A gold nanosheet including a gold compound disposed,
in a sheet form, between two monolayers constituting a
single bilayer membrane, wherein a plurality of the bilayer
membranes forms a hyper-swollen lamellar phase in a
solvent.

Advantageous Effects of Invention

The present disclosure provides a new metal organic
framework nanosheet and a method for producing the same.
Unlike the Patent Literatures 1 and 2 and the Non-Patent
Literature 1, the method for producing the nanosheet accord-
ing to the present disclosure has no limitation on start
material, making it possible to produce various nanosheets.
Moreover, the method for producing the nanosheet accord-
ing to the present disclosure requires no step of high
temperature heating, which is industrially advantageous.
Also, in the case of the new metal organic framework
nanosheet according to the present disclosure, the pressure
at which molecules (hereinafter referred to as admolecules)
to be adsorbed start to be adsorbed thereto or start to be
desorbed therefrom can be shifted to a higher value than in
the case of bulk metal organic frameworks.

BRIEF DESCRIPTION OF DRAWINGS

FIG. 1A is a schematic view showing a method for
producing a metal organic framework nanosheet according
to Embodiment 1.
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FIG. 1B is a schematic view showing bilayer membranes
forming a hyper-swollen lamellar phase.

FIG. 1C is a schematic view showing a conventional
method for producing a gold nanosheet.

FIG. 2A shows a result of an observation on a metal
organic framework nanosheet according to Example 1 with
an atomic force microscope.

FIG. 2B shows a result of an observation on the metal
organic framework nanosheet according to Example 1 with
an atomic force microscope.

FIG. 3A shows a measurement result of a thickness of the
metal organic framework nanosheet according to Example 1
with an atomic force microscope.

FIG. 3B shows a measurement result of a thickness of the
metal organic framework nanosheet according to Example 1
with an atomic force microscope.

FIG. 4 shows X-ray diffraction spectra of the metal
organic framework nanosheet according to Example 1.

FIG. 5 is a graph showing a relationship between the
relative pressure of nitrogen and the amount of nitrogen
adsorbed to the metal organic framework nanosheet accord-
ing to Example 1.

FIG. 6 is a graph showing a relationship between the
absolute pressure of carbon dioxide and the amount of
carbon dioxide adsorbed to the metal organic framework
nanosheet according to Example 1.

FIG. 7 is a graph showing the relationship between the
absolute pressure of carbon dioxide and the amount of
carbon dioxide adsorbed to the metal organic framework
nanosheet according to Example 1.

FIG. 8 is a graph showing a relationship between the
relative pressure of nitrogen and the amount of nitrogen
adsorbed to a metal organic framework nanosheet according
to Example 2.

FIG. 9 is a diagram showing a method for checking the
occurrence of the formation of the hyper-swollen lamellar
phase.

FIG. 10 is a graph showing a relationship between the
concentration of polyethylene glycol monoalkyl ether,
which is a nonionic amphiphile, and reflection spectrum.

FIG. 11 is a table showing a relationship between the
composition of polyethylene glycol monoalkyl ether, which
is a nonionic amphiphile, and the occurrence of the forma-
tion of the hyper-swollen lamellar phase. The polyethylene
glycol monoalkyl ether is C,E,, where C,, is a hydrophobic
portion and E_, is a hydrophilic portion, and n denotes the
number of carbon atoms in an alkyl group in the hydropho-
bic portion, and m denotes the number of ethylene oxides in
the hydrophilic portion.

FIG. 12 is a chart showing a relationship between the
composition of polyethylene glycol monoalkyl ether (C,E,,
where C,, and E,, relatively have the same meanings as
above), which is a nonionic amphiphile, and the forming
temperature of the hyper-swollen lamellar phase.

FIG. 13 is a phase diagram in the case with C,,E, and a
toluene-water solvent.

FIG. 14 is a chart showing the effect of the addition of
glycerin to C,,E5 has on the forming temperature of the
hyper-swollen lamellar phase.

FIG. 15 is a chart showing the effect of the addition of
glycerin to C,,E4 has on the forming temperature of the
hyper-swollen lamellar phase.

FIG. 16 is a graph showing the effect of the content of
amphipathic molecules has on an interlayer distance.

FIG. 17 is a graph showing the effect of the addition of
glycerin has on the interlayer distance.
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FIG. 18 shows a result of an observation on a silica
nanosheet according to Example 3 with a transmission
electron microscope.

FIG. 19 shows a result of an observation on a gold
nanosheet according to Example 4 with a transmission
electron microscope.

FIG. 20 shows a result of an observation on the gold
nanosheet according to Example 4 with a scanning electron
microscope.

DESCRIPTION OF EMBODIMENTS

Porous frameworks are produced by combining various
raw materials and growth methods, and expected to be
applied to gas separation membranes, for example. Particu-
larly, metal organic frameworks are applied to carbon diox-
ide separation membranes because of their high affinity for
carbon dioxide.

When the metal organic frameworks are applied to sepa-
ration membranes, molecules to be separated are adsorbed to
the metal organic frameworks by pressurization, and the
molecules to be separated are desorbed from the metal
organic frameworks by depressurization. Conventional
metal organic frameworks have a problem in that it is
difficult for carbon dioxide to be desorbed therefrom even
under a low pressure and a lot of energy is required in the
desorption process. It is ideal that the molecules to be
separated are desorbed at 0.1 MPa or more.

Recently, it was reported that metal organic framework
nano particles exhibit a gate-opening pressure higher than
that of bulk metal organic frameworks. It is thought to be
possible to further raise the gate-opening pressure by reduc-
ing the size of the particles. In the present description, the
gate-opening pressure means both a pressure at which
admolecules start to be adsorbed and a pressure at which
admolecules start to be desorbed.

Intensive studies have been made to find a new metal
organic framework nanosheet and a method for producing
the same. As a result, the following knowledge has been
obtained. It should be noted that the knowledge below was
just a motivation to complete the present disclosure and does
not limit the present disclosure.

An insight gained was that a space between two mono-
layers constituting a single bilayer membrane can possibly
be used as a reaction field. Thus, organic ligands and metal
ions were added sequentially in a solvent, such as water,
composed of polar molecules when bilayer membranes
formed a hyper-swollen lamellar phase in the solvent. Sur-
prisingly, it was found that an extremely thin metal organic
framework nanosheet with a thickness of several nanometers
can be obtained.

When the organic ligands, which are nonpolar molecules,
are added to the solvent, they gather between the two
monolayers. It was thought that by adding the metal ions
thereto, a reaction (continuous formation of coordinate
bonds) to form a metal organic framework proceeds between
the two monolayers, forming a metal organic framework
nanosheet between the two monolayers. Since the thickness
of the bilayer membrane is limited, a nanosheet with a
limited thickness can be formed easily.

Hereinafter, embodiments of the present disclosure will
be described referring to the attached drawings. The embodi-
ments below are just examples and do not limit the present
disclosure. It should be noted that the word “lipophilic™ has
the same meaning as the word “hydrophobic.” In the present
description, the upper limits and the lower limits of numeri-
cal value ranges (such as the content of each component, the
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value calculated from each component, and each physical
property) can be combined suitably.

Each embodiment described below shows one preferable
example of the present disclosure. The numerical values,
shapes, materials, components, the arrangement locations
and connection manners of the components, steps, and the
order of the steps described in the following embodiments
are just examples and do not limit the present disclosure.

Among the components in the following embodiments,
the components which are not described in the independent
claims of the present disclosure are explained as arbitrary
components constituting more preferable embodiments. The
explanations for the components indicated by the same
reference numerals and signs in the drawings are omitted in
some cases. The drawings aim to show each component
schematically for better understanding and are not exact in
shape, scale ratio, etc. in some cases. In the production
method, the order of steps, etc. may be changed, and also
another step may be added as needed.

Embodiment 1

A metal organic framework nanosheet according to
Embodiment 1 of the present disclosure includes a metal
organic framework disposed, in a sheet form, between two
monolayers constituting a single bilayer membrane. A plu-
rality of the bilayer membranes forms a hyper-swollen
lamellar phase in a solvent.

The metal organic framework (MOF) is a porous material
having a high specific surface area and includes a metal and
an organic compound. Specifically, the metal organic frame-
work is a porous structure formed by utilizing coordinate
bonding between various metal ions and organic com-
pounds. More specifically, the metal organic framework can
be, for example, a highly periodic crystalline compound
obtained by forming a complex between a suitable rigid
organic ligand and a metal cluster whose direction of coor-
dination is specified. The metal organic framework is some-
times referred to as a porous coordination polymer (PCP).
The metal organic framework is applicable to various usages
such as gas adsorption and separation.

A metal organic framework nanosheet 1 is a sheet-form
structure composed of the metal organic framework. The
thickness of the metal organic framework nanosheet 1 is not
particularly limited as long as it is in nano size and can be
determined suitably according to required usage. The thick-
ness of the metal organic framework nanosheet 1 is usually
0.1 nm or more, preferably 0.5 nm or more, and more
preferably 1 nm or more. The thickness of the metal organic
framework nanosheet 1 is usually 100 nm or less, preferably
50 nm or less, and more preferably 20 nm or less. This is
because a thickness equal to or more than the lower limit
enhances usability, and a thickness equal to or less than the
upper limit provides practically sufficient thinness. Also, a
thickness equal to or more than the lower limit and equal to
or less than the upper limit is preferable to enhance the
gate-opening pressure.

The size of the metal organic framework nanosheet 1 in
a plane direction is not particularly limited and can be
determined suitably according to the start material to be used
and the usage of the metal organic framework nanosheet 1.
Practically, one side is usually 50 nm or more and preferably
100 nm or more, and also it is usually 1 pm or less and
preferably 500 nm or less.

The aspect ratio (horizontal width/thickness) of the metal
organic framework nanosheet 1 is not particularly limited
and can be determined suitably according to the start mate-
rial to be used and the usage of the metal organic framework
nanosheet 1. The aspect ratio is usually 10 or more, prefer-
ably 20 or more, more preferably 50 or more, and still more
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preferably 100 or more. Also, the aspect ratio is usually 5000
or less, and preferably 1000 or less.

With regard to the metal organic framework nanosheet,
the bilayer membranes are preferably composed of an
amphiphile. In a preferable embodiment, the amphiphile
may be a nonionic amphiphile from the viewpoint that the
nonionic amphiphile makes it easy to adjust the balance
between a hydrophilic portion and a hydrophobic portion in
order to form the hyper-swollen lamellar phase.

As the nonionic amphiphile, there can be mentioned an
ester type surfactant, an ether type surfactant, an ester ether
type surfactant, an alkanolamide type surfactant, alkyl gly-
coside and a higher alcohol. As the nonionic amphiphile, a
commercially available one can be used.

Examples of the ester type surfactant include: sucrose
fatty acid ester such as sucrose laurate ester, sucrose oleate
ester and sucrose monopalmitate ester; sorbitan fatty acid
ester such as sorbitan caprylic acid monoester, sorbitan
caprylic acid diester, sorbitan caproic acid monoester, sor-
bitan caproic acid diester, sorbitan capric acid monoester,
sorbitan capric acid diester, sorbitan lauric acid monoester,
sorbitan lauric acid diester, sorbitan myristic acid monoester
and sorbitan myristic acid diester; monoglycerine fatty acid
ester such as glyceryl caprylate, glyceryl caprate, glyceryl
laurate, glyceryl myristate and glyceryl di(laurate/
myristate); polyglyceryl fatty acid ester such as diglyceryl
monostearate, diglyceryl monooleate, diglyceryl dioleate,
diglyceryl monoisostearate, tetraglyceryl monostearate, tet-
raglyceryl tristearate, tetraglyceryl pentastearate, tetraglyc-
eryl pentaoleate, hexaglyceryl monolaurate, hexaglyceryl
monomyristate, hexaglyceryl monostearate, hexaglyceryl
monooleate, hexaglyceryl tristearate, hexaglyceryl pen-
tastearate, hexaglyceryl pentastearate, hexaglyceryl polyri-
cinoleate, decaglyceryl monolaurate, decaglyceryl mono-

myristate, decaglyceryl monostearate, decaglyceryl
monooleate, decaglyceryl monolinoleate, decaglyceryl
monoisostearate, decaglyceryl distearate, decaglyceryl

dioleate, decaglyceryl diisostearate, decaglyceryl tristearate,
decaglyceryl trioleate, decaglyceryl triisostearate, decaglyc-
eryl pentastearate, decaglyceryl pentaoleate, decaglyceryl
pentaisostearate, decaglyceryl heptastearate, decaglyceryl
heptaoleate, decaglyceryl heptaisostearate, decaglyceryl
decastearate, decaglyceryl decaoleate and decaglyceryl
decaisostearate.

Examples of the ether type surfactant include: polyethyl-
ene glycol monoalkyl ether including polyethylene glycol
monoalkyl ether (C,E,,) represented by Formula (1) below,

[Chemical Formula 3]

where n denotes the number of carbon atoms in an alkyl
group in a hydrophobic portion, and m denotes the number
of ethylene oxides in a hydrophilic portion; and polyoxy-
ethylene alkyl phenyl ether such as poly(oxyethylene) octyl
phenyl ether represented by Formula (2) below,

M

[Chemical Formula 4]

@
CgHy7

=|=
@—o—ecmcmoap—}[
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where p, which denotes the number of moles of ethylene-
oxide added, may be 3 to 40 or 5 to 20), and poly(oxyeth-
ylene) nonyl phenyl ether represented by Formula (3) below,

[Chemical Formula 5]

3
CoHyg

=|=
@—o—(—CHZCHzqu—H

where ¢, which denotes the number of moles of ethylene-
oxide added, may be 3 to 40 or 5 to 20.

Examples of the ester ether type surfactant include: poly-
oxyethylene fatty acid ester such as polyethylene glycol
monostearate, polyethylene glycol monooleate and polyeth-
ylene glycol dioleate; polyoxyethylene hexytane fatty acid
ester; polyoxyethylene sorbitan fatty acid ester (the sorbitan
fatty acid ester portion is the same as that of the ester type
surfactant); and sorbitan fatty acid ester polyethylene glycol
(the sorbitan fatty acid ester portion is the same as that of the
ester type surfactant).

Examples of the alkanolamide type surfactant include
lauric acid monoethanolamide, lauric acid monoisopropa-
nolamide, lauric acid diethanolamide, oleic acid diethanol-
amide, stearic acid diethanolamide, and fatty acid alkanol-
amide of cocamide DEA.

Examples of the alkyl glycoside include n-octyl-p-D-
glucoside, n-octyl-p-D-maltoside, n-decyl-f-D-glucoside
(decyl glucoside), n-decyl-p-D-maltoside, n-undecyl-f-D-
glucoside, n-dodecyl-f-D-glucoside (lauryl glucoside),
n-tridecyl-p-D-glucoside, n-octadecyl-f-D-glucoside,
n-heptyl-p-D-thioglucoside, n-octyl-f-D-thioglucoside and
n-nonyl-p-D-thiomaltoside.

As the higher alcohol, there can be mentioned a higher
alcohol having 12 to 18 carbon atoms, such as cetanol,
stearyl alcohol, lauryl alcohol and oleyl alcohol.

In a preferable embodiment, the nonionic amphiphile may
be composed of polyethylene glycol monoalkyl ether
(C,E,,) represented by Formula (1) below,

[Chemical Formula 6]

where n and m have the same meanings as those above,
respectively.

In an embodiment, 2<n/m<6, 2.2<n/m<5, or 2.4=n/ms=4
may hold in the Formula (1). The lower limit of n/m is not
particularly limited, and it may be 2, 2.2 or 2.4. The upper
limit of n/m is not particularly limited, and it may be 6, 5 or
4. The value n/m within these ranges makes it possible to
easily form the hyper-swollen lamellar phase just by carry-
ing out a process such as mixing a solvent that is water or
a mixed solution of water and a water-soluble organic
solvent to be described below together with polyethylene
glycol monoalkyl ether and stirring the resulting mixture,
flowing the mixture through a flow passage, and applying a
shearing stress to the mixture. Examples of the flow passage
include the bubble fixation flow passage device described in
JP 2015-058416 A. The stirring rate may be, for example,
1000 rpm or less, 750 rpm or less, and 500 rpm or less. It
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should be noted that n/m=2 may hold in the Formula (1).
Even in the case where n/ms2, it is possible to form the
hyper-swollen lamellar phase by using, for example, an
organic solvent, such as 1-hexanol, styrene and toluene,
together with water. Also, n may be one or more and m may
be one or more. Furthermore, n may be 250 or less and may
be 100 or less, and m may be 40 or less and may be 20 or
less.

In another embodiment, n may be 12 and m may be 5 in
the Formula (1) representing polyethylene glycol monoalkyl
ether. In this embodiment, the solvent may be water or a
mixed solution of water and a water-soluble organic solvent.
Examples of the water-soluble organic solvent according to
the present disclosure include: polyhydric alcohols such as
glycerin, ethylene glycol, diethylene glycol, isopropylidene
glycerol, 1,3-butanediol, 3-methyl-1,3-butanediol, triethyl-
ene glycol, propylene glycol, dipropylene glycol, trimeth-
ylolpropane, trimethylolethane, ethylene glycol, diethylene
glycol, dipropylene glycol, tripropylene glycol, tetraethyl-
ene glycol, hexylene glycol, polyethylene glycol, polypro-
pylene glycol, 1,5-pentanediol, 1,6-hexanediol, glycerol,
1,2,6-hexanetriol, 1,2,4-butanetriol, 1,2,3-butanetriol and
petriol; polyhydric alcohol alkyl ethers such as ethylene
glycol monoethyl ether, ethylene glycol monobutyl ether,
diethylene glycol monomethyl ether, diethylene glycol
monoethyl ether, diethylene glycol monobutyl ether, tetra-
ethylene glycol monomethyl ether and propylene glycol
monoethyl ether; polyhydric alcohol aryl ethers such as
ethylene glycol monophenyl ether and ethylene glycol
monobenzyl ether; a nitrogen-containing heterocyclic com-
pound such as 2-pyrrolidone, N-methyl-2-pyrrolidone,
N-hydroxyethyl-2-pyrrolidone, 1,3-dimethyl imidazolidone,
e-caprolactam and y-butyrolactam; amides such as forma-
mide, N-methylformamide, N,N-dimethylformamide, N,N-
dimethyl-f-methoxypropionamide and N,N-dimethyl-f-bu-
toxypropionamide; amines such as monoethanolamine,
diethanolamine, triethanolamine, monoethylamine, diethyl-
amine and triethylamine; a sulphur containing compound
such as dimethylsulfoxide, sulfolane and thiodiethanol;
3-ethyl-3-hydroxymethyloxetane, propylene carbonate and
ethylene carbonate; polyol having 8 to 11 carbon atoms;
glycol ether having 8 to 11 carbon atoms, and a lower
alcohol and the like. Glycerin is preferable. One of them
alone, or two of them or more may be mixed together with
water and used as the mixed solution.

In another embodiment, n may be 12 and m may be 6, and
furthermore, the solvent may include water and an organic
solvent. Examples of the organic solvent to be used together
with water include: toluene, o-xylene, m-xylene, p-xylene,
benzene, carbon tetrachloride, methylene chloride, 1,2-di-
chloroethane, 1,1,2-trichloroethane, trichloroethylene, chlo-
roform, monochlorobenzene, dichloroethylidene, methyl
acetate, ethyl acetate, methyl ethyl ketone and methyl
isobutyl ketone; a polymerizable liquid such as styrene; and
a hydrophobic ionic liquid. Examples of the hydrophobic
ionic liquid include N,N-diethyl-N-methyl-N-(2-methoxy-
ethyl)ammonium  bis(trifluoromethane  sulfonyl)imide
(DEME-TFSI), 1-ethyl-3-methyl imidazolium tetrafluoro
borate  (EMI-BF,), 1l-ethyl-3-methyl imidazolium
hexafluoro phosphate (EMI-PFy), 1-ethyl-3-methyl imida-
zolium bis(trifluoromethane sulfonyl)imide (EMI-TFSI),
1-butyl-3-methyl imidazolium tetrafluoro borate (BMI-
BF,), 1-butyl-3-methyl imidazolium hexafluoro phosphate
(BMI-PF) and 1-butyl-3-methyl imidazolium bis(trifluo-
romethane sulfonyl)imide (BMI-TFSI). As the organic sol-
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vent to be used together with water, toluene is preferable.
The organic solvent, such as toluene, may be present inside
the bilayer membrane.

The hyper-swollen lamellar phase is a specific lamellar
phase swollen with a solvent 3 (such as water). More
specifically, the hyper-swollen lamellar phase is a phase
formed of a plurality of the bilayer membranes that are
stacked in a layered form while sandwiching a layer of the
solvent 3 therebetween. The hyper-swollen lamellar phase
may be swollen with approximately 99 mass % of water. A
distance D between two of the bilayer membranes shown in
FIG. 1A may be 100 nm or more. The distance (the thickness
of the layer of the solvent) between the two bilayer mem-
branes may be several hundreds of nanometers. Each of the
bilayer membranes may have a thickness of several nano-
meters. In the case of water-C,,E;, an aqueous layer has a
thickness of approximately 250 nm and an oil layer has a
thickness of approximately 2 nm. The hyper-swollen lamel-
lar phase may exhibit a color due to Bragg reflection in a
visible light range. The distance between the two bilayer
membranes can be dependent on the content of molecules
(amphipathic molecules) constituting the bilayer mem-
branes. The hyper-swollen lamellar phase may be a hyper-
swollen lyotropic lamellar phase.

In the hyper-swollen lamellar phase, the mass ratio of the
solvent 3 to the whole system is not particularly limited as
long as the purpose of the present disclosure is accom-
plished. The mass ratio of the solvent 3 is usually 90 mass
% or more, and may be preferably 95 mass % or more, more
preferably 98 mass % or more, and further preferably 99
mass % or more. The upper limit is not particularly limited
as long as it falls within a range that makes it possible to
form the hyper-swollen lamellar phase for the solution the
solute and the solvent. The theoretical upper limit is the
highest possible concentration that allows the hyper-swollen
lamellar phase to be formed for the solution of the solute and
the solvent to be used. The “whole” means the total of all
substances contained, including the solute and the solvent.
In the hyper-swollen lamellar phase, the upper limit of the
mass ratio of the solvent 3 to the whole can be 99 mass %,
for example.

In the hyper-swollen lamellar phase, the distance D (also
referred to as an “interlayer distance” in the present descrip-
tion) between any adjacent two bilayer membranes 10 is not
particularly limited and can be determined suitably accord-
ing to the materials to be used and the target usage. Usually,
the distance D is 50 nm or more and 1000 nm or less (both
end values included, which will be applied hereinafter). In
order to reduce the thickness of the target nanosheet, it is
preferable that the distance D be short. Preferably, the
distance D is 500 nm or less, for example. In Embodiment
1, the distance D between adjacent two bilayer membranes
means a distance between: an end of a portion 5A, which has
an affinity for the solvent 3, of one of the bilayer membranes;
and an end of the portion 5A, which has an affinity for the
solvent 3, of the other bilayer membrane adjacent to the
bilayer membrane, as shown in FIG. 1A and FIG. 1B.

A thickness d of the bilayer membrane 10 is not particu-
larly limited. It is usually 1 nm or more and 20 nm or less.

The hyper-swollen lamellar phase is maintained stably
also in a solution of a nonionic amphiphile due to the
undulation of each layer and Helfrich interaction.

That is, by synthesizing the metal organic framework
inside the double-layer membrane in the hyper-swollen
lamellar phase, it is possible to produce a metal organic
framework nanosheet that exhibits a gate-opening pressure
higher than that of a bulk metal organic framework in carbon
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dioxide desorption that is important for absorption separa-
tion. It is also possible to produce a nanosheet from a metal
organic framework that cannot be formed into nano-size
particles or sheet by conventional methods.

The reason why the metal organic framework nano par-
ticles exhibit a high gate-opening pressure as described
above is thought to be because the metal organic framework
is reduced in size and that makes it difficult for its skeleton
to be deformed. The thickness-direction size of the metal
organic framework nanosheet of the present disclosure is
smaller than the sizes of conventional metal organic frame-
work nano particles. Such a small size is thought to con-
tribute to raising the gate-opening pressure.

In the metal organic framework nanosheet, the metal
organic framework contains an organic ligand as a compo-
nent. As the organic ligand, a hydrophobic raw material
(ligand) (hereinafter referred to as a “hydrophobic ligand” or
a “highly lipophilic ligand”) can be mentioned. The metal
organic framework also contains a hydrophilic metal ion.

As the metal ion, ions of metals such as Cu, Zn, Ni, Mg,
Co and Al can be mentioned, but it is not limited to these.
Examples of the organic ligand include a hydrophobic
ligand such as 4,4'-bipyridine, pyrazine and 5,5'-dimethyl-
2,2'-bipyridyl, and also terephthalic acid, trimesic acid and
2,3-pyrazine dicarboxylic acid, but it is not limited to these.
More specifically, the metal organic framework may be
ELM-11 ([Cu(bpy),(BF,),|(bpy=4,4"-bipyridine)) or ELM-
13 ([Cu(bpy),(CF;BF;),](bpy=4.4'-bipyridine)).

As another embodiment, there can be mentioned a com-
posite nanosheet 11 including the metal organic framework
nanosheet 1 and the bilayer membrane composed of an
amphiphile 5, as shown in FIG. 1A. In the composite
nanosheet 11, the metal organic framework nanosheet 1 is
formed inside the bilayer membrane (between portions 5B
having no affinity for the solvent 3 in FIG. 1A). The
amphiphile and the bilayer membrane are as described
above. The metal organic framework nanosheet 1 is a
sheet-form structure composed of the metal organic frame-
work as described above. The thickness of the composite
nanosheet 11 is not particularly limited. Usually, it is 1 nm
or more and 50 nm or less.

Embodiment 2

A metal organic framework nanosheet dispersion accord-
ing to Embodiment 2 includes at least one metal organic
framework nanosheet in a dispersed state in a liquid. The
metal organic framework nanosheet is any one of the metal
organic framework nanosheets according to Embodiment 1.

The nanosheet included in the dispersion is useful as a
catalyst, an adsorbent, a material for synthesizing a thin film,
etc.

Embodiment 3

A method for producing a nanosheet according to
Embodiment 3 includes the step of forming a nanosheet
between two monolayers constituting a single bilayer mem-
brane in a case where a plurality of the bilayer membranes
forms a hyper-swollen lamellar phase in a solvent.

An embodiment of the method for forming a nanosheet
will be explained below by describing a method for forming
the above-mentioned metal organic framework nanosheet as
an example.

Among technologies for producing a metal organic frame-
work nanosheet, etc., conventional methods, such as the one
disclosed in the Patent Literature 2, utilizing self-assembling



US 11,389,781 B2

13

characteristic allow a nanosheet to be obtained only on a
surface of a substrate. Therefore, it has been difficult for the
conventional methods to realize a thin nanosheet. The pres-
ent disclosure can realize a single-layer or multiple-layer
nanosheet (a nanosheet having a thickness equal to the
length of one to several repeating units in the metal organic
framework). Moreover, in the conventional methods, such as
the one disclosed in the Patent Literature 2, utilizing self-
assembling characteristic, the nanosheet needs to be
removed from the substrate when applied to a carbon
dioxide separation membrane, etc. In the present disclosure,
the metal organic framework nanosheet can be obtained also
in a dispersed state because the dispersion is used at the time
of synthesizing the metal organic framework nanosheet. In
the method of the Non-Patent Literature 1, a nanosheet is
obtained using a hydrogel, and thus the method for forming
the sheet is limited to drop casting. In contrast, the present
disclosure makes it possible to obtain a nanosheet in a liquid,
and therefore the metal organic framework nanosheet can be
produced also by spin coating, dip coating and the like
besides drop casting. Furthermore, the method of the Non-
Patent Literature 1 values chemical properties and forms a
gold nanosheet 12 while allowing, in the solvent 3, the
adsorption onto a surface of the bilayer membrane 10 that is
composed of a nonionic surfactant and serves as a substrate.
In contrast, unlike the Non-Patent Literature 1, the present
disclosure forms a sheet inside the bilayer membrane (be-
tween the portions 5B having no affinity for the solvent 3 in
FIG. 1A), valuing the physical viewpoint of providing steric
hindrance in a thickness direction of the sheet. Therefore, it
is difficult to apply the method of the Non-Patent Literature
1 to substances other than gold, which is easily formed into
a nanosheet, and thus applications to metals other than gold
and compounds are not suggested therein. In contrast, the
present disclosure makes it possible to form a nanosheet
easily due to the steric hindrance of the thickness direction
even with a compound which tends to form a steric structure
such as the metal organic framework.

It is thought that in an embodiment in which the metal
organic framework is formed into a nanosheet and thus the
metal organic framework (such as ELM-11 and ELM-13) is
composed of several layers of nanosheet, the hydrogen bond
between the layers of the metal organic framework is
strengthened, which, as a result, prevents the admolecules
from entering between the layers of the metal organic
framework when being adsorbed. That is, the gate-opening
pressure shifts to a higher value. This metal organic frame-
work may be referred to as a “flexible MOF”” because the
gate opens and closes.

The metal organic framework nanosheet includes not only
an organic ligand but also a hydrophilic metal ion. Examples
of the organic ligand include a hydrophobic raw material
(ligand). Thus, it is not obvious whether the raw material
accumulates in the hydrophobic portion of the bilayer mem-
brane and react. There is a possibility that the raw material
accumulates in the hydrophilic portion when reacting.
Therefore, in order to synthesize the metal organic frame-
work nanosheet in the hydrophobic portion of the bilayer
membrane, combination of the concentration of the organic
ligand and the concentration of the metal ion, and optimi-
zation of the concentration of the amphiphile are required
while the amount-of-substance ratio between the organic
ligand and the metal ion is also taking into consideration.

The metal organic framework is neither thermally polym-
erized nor necessarily baked after being formed into a sheet.
This makes it difficult for conventional methods for produc-
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ing a carbon nanosheet to produce the metal organic frame-
work, and thus these conventional methods have not been
able to be used.

In the case of forming a sheet of the metal organic
framework, the amount-of-substance ratio between the
organic ligand and the metal ion is also important. When a
y-coordination metal ion is added to an x-dentate organic
ligand, it becomes easy to form a plane by having x/y or
more of the metal ions relative to the amount of the organic
ligands. For example, when a tetrahedral-coordination metal
ion is added to a bidentate organic ligand, it becomes easy
to form a plane by having the metal ions with the half
amount of the organic ligands or more.

In order to adopt, as a preferable embodiment, the above-
mentioned ratio to an aqueous solution of amphipathic
molecules used in the method for producing the metal
organic framework nanosheet, a lipophilic ligand is neces-
sary.

In the method for producing the metal organic framework
nanosheet, the metal organic framework nanosheet is
formed between the two monolayers constituting the single
bilayer membrane in a case where the bilayer membranes
form the hyper-swollen lamellar phase in the solvent.

In a preferable embodiment of the method for producing
the metal organic framework nanosheet, the bilayer mem-
branes are formed in the solvent, an organic ligand is added
in the solvent to form the hyper-swollen lamellar phase
formed of the bilayer membranes, and a metal ion is then
added in the solvent to form the metal organic framework
nanosheet between the two monolayers constituting the
single bilayer membrane. The solvent, the bilayer mem-
branes, the amphiphile, the organic ligand, the hyper-swol-
len lamellar phase and the metal ion in this production
method are as in the explanation of the metal organic
framework nanosheet above. By using the organic ligand
and the metal ion, coordinate bonding occurs continuously
by a reaction and thus the metal organic framework is
obtained. Since this reaction takes place between the two
monolayers constituting the single bilayer membrane and
also the metal organic framework nanosheet is produced in
the solution in which the hyper-swollen lamellar phase is
formed, the metal organic framework nanosheet is formed
without being aggregated.

Hereinafter, the metal organic framework nanosheet
according to Embodiment 1 will be described with reference
to FIG. 1A and FIG. 1B.

The bilayer membrane 10 is formed of amphipathic
molecules 5. The above-mentioned amphiphile is used as the
amphipathic molecules 5. In the present production method,
the amphipathic molecules 5 are arranged so that the portion
5A having an affinity for the solvent 3 faces the outside (the
solvent 3 side) of the bilayer membrane 10 and the portion
5B having no affinity for the solvent 3 faces the inside of the
bilayer membrane 10, and thus the bilayer membrane 10 is
formed. That is, in the present production method, the
bilayer membrane 10 is formed in such a way that the
amphipathic molecules 5 are arranged so that the portion SA
having an affinity for the solvent 3 faces one side and the
portion 5B having no affinity for the solvent 3 faces the other
side so as to form a monomolecular membrane, and a pair
of the monomolecular membranes are disposed with one
side having no affinity for the solvent 3 facing each other. In
principle, the solvent 3 is almost absent inside the bilayer
membrane 10. In FIG. 1A, in the case where the solvent 3
is water, for example, the portion 5A having an affinity for
the solvent 3 represents a hydrophilic portion and the portion
5B having no affinity for the solvent 3 represents a hydro-
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phobic portion. In another embodiment, in the case where
the solvent 3 is the organic solvent, the portion SA having an
affinity for the solvent 3 represents a hydrophobic portion
and the portion 5B having no affinity for the solvent 3
represents a hydrophilic portion.

In a preferable embodiment, polyethylene glycol mono-
alkyl ether is presented by the above-mentioned Formula
(1), where 2<n/m<6, 2.2<n/m<S5 or 2.4=n/m=4 may hold,
and n may be 12 and m may be 5. Use of such amphipathic
molecules makes it possible to form the hyper-swollen
lamellar phase preferably. In a preferable embodiment, the
content of polyethylene glycol monoalkyl ether (C,E,)
where 2<n/m<6 is preferably 0.1 to 3.0 mass %, more
preferably 0.5 to 2.8 mass %, further preferably 0.8 to 2.4
mass %, and particularly preferably 1.2 to 2.0 mass % in a
surfactant solution in which the hyper-swollen lamellar
phase is developed.

In another preferable embodiment, polyethylene glycol
monoalkyl ether is presented by the Formula (1), where n
may be 12 and m may be 6. In this case, the solvent 3 may
include water and an organic solvent such as toluene. Such
a composition also makes it possible to form the hyper-
swollen lamellar phase preferably.

In the method for producing the metal organic framework
nanosheet according to the present disclosure, the metal
organic framework is formed inside the bilayer membrane
10. The bilayer membrane has a relatively uniform thick-
ness. The amount of the raw material of the nanosheet which
can be maintained inside the bilayer membrane is not
allowed to exceed a certain value. Since the inside of the
bilayer membrane is used as a reaction field, the thickness of
the reaction field itself is limited and a thin and homoge-
neous nanosheet can be formed easily. The method for
producing the nanosheet according to the present disclosure
forms the nanosheet by a bottom-up technique, and thus it is
applicable to a wide range of substances and enables mass-
production at low cost.

When the hyper-swollen lamellar phase is formed, a large
amount of the solvent 3 is present between a bilayer mem-
brane 10 and one of the adjacent bilayer membranes 10 and
thus the bilayer membranes are isolated from each other,
making it possible to prevent the metal organic framework
from growing three-dimensionally (in the thickness direc-
tion).

As shown in FIG. 1B, the metal organic framework
nanosheet 1 according to Embodiment 1 is formed inside the
bilayer membrane 10. The components common between
FIG. 1A and FIG. 1B are indicated by the same reference
numerals and signs, and detailed explanations thereof are
omitted.

In any of the production methods above, the metal organic
framework nanosheet 1 may be separated by removing the
bilayer membranes after the sheet-form metal organic
framework is formed between the two monolayers consti-
tuting the single bilayer membrane. In this description,
“removing” includes washing, centrifugal separation, dry-
ing, baking, etc. These techniques are not particularly lim-
ited and known techniques can be used. As the washing
technique, for example, there can be mentioned a technique
in which the nanosheet is separated by soaking in a solvent
that dissolves the bilayer membranes so as to remove the
bilayer membranes.

The metal organic framework to be produced in any of the
production methods above may be a metal organic frame-
work containing a highly lipophilic ligand as a component.
Also, the metal organic framework to be produced may be

10

15

20

25

30

35

40

45

50

55

60

65

16
the flexible MOF. More specifically, the metal organic
framework may be ELM-11 or ELM-13.

The metal organic framework may be a framework that is
formed by coordinate bonding occurring continuously
between the metal ions and the organic ligands.

As the solvent 3, water can be used, for example. How-
ever, the solvent 3 is not limited to water. For example, the
solvent 3 may be an organic solvent (such as a nonpolar
solvent), and the bilayer membrane may be formed in such
a manner that hydrophobic portions of the amphipathic
molecules face outside and hydrophilic portions of the
amphipathic molecules face inside. The combination of the
solvent and the amphipathic molecules to be mixed together
is changed, so that the hydrophobic portion and the hydro-
philic portion of the bilayer membrane are disposed as
mentioned above. In this case, a hydrophilic ligand can be
used to form the metal organic framework nanosheet.

As shown in FIG. 1A, the metal organic framework
nanosheet 1 may be formed inside the bilayer membranes 10
forming a hyper-swollen lamellar phase.

As other methods for producing the nanosheet, there can
be mentioned a method for producing a metal oxide
nanosheet and a method for producing a metal nanosheet.

As a preferable embodiment of the method for producing
the metal oxide nanosheet, there can be mentioned a method
for producing the metal oxide nanosheet wherein the bilayer
membranes are formed in the solvent, an amphiphile is
added in the solvent to form the hyper-swollen lamellar
phase formed of the bilayer membranes, and a metal-
containing compound having an oxygen atom is then added
in the solvent to form the metal nanosheet between the two
monolayers constituting the single bilayer membrane. As a
preferable embodiment of the method for producing the
metal nanosheet, there can be mentioned a method for
producing the metal nanosheet wherein the bilayer mem-
branes are formed in the solvent, an amphiphile is added in
the solvent to form the hyper-swollen lamellar phase formed
of'the bilayer membranes, and a metal-containing compound
having no oxygen atom is then added in the solvent to form
the metal nanosheet between the two monolayers constitut-
ing the single bilayer membrane. In the method for produc-
ing the metal oxide nanosheet and the method for producing
the metal nanosheet, the hydrophobic portion faces the
solvent side, and thus the nanosheet is formed between the
respective hydrophilic portions of the two monolayers con-
stituting the single bilayer membrane. The combination of
the solvent and the amphipathic molecules to be mixed
together is changed, so that the hydrophobic portion and the
hydrophilic portion of the bilayer membrane are disposed as
described above. In the method of the Non-Patent Literature
1, a lamellar phase of hydrogel is used to produce a gold
nanosheet, allowing reactions to occur only in a hydrophilic
field. In contrast, in the present disclosure, the nanosheet is
formed between the portions 5B having no affinity for the
solvent 3, making it possible to produce the nanosheet not
only in a hydrophilic reaction field but also in a hydrophobic
reaction field in accordance with the type of the solvent.

As the solvent to be used in the preferable embodiments
of the method for producing the metal oxide nanosheet and
the method for producing the metal nanosheet, an organic
solvent is preferable. The organic solvent may be a hydro-
carbon-based solvent. As the hydrocarbon-based solvent,
there can be mentioned: an aliphatic hydrocarbon-based
solvent such as cyclohexane, methylcyclohexane, n-pen-
tane, n-hexane, n-heptane, n-octane, n-nonane, n-decane,
n-dodecane and bicyclohexyl; and an aromatic hydrocarbon-
based solvent such as toluene, xylene, mesitylene, ethylben-
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zene, n-hexylbenzene and cyclohexylbenzene. The solvent
may be the hydrocarbon-based solvent alone, or a combi-
nation of the hydrocarbon-based solvent and another organic
solvent. Examples of the other organic solvent include: a
ketone-based solvent such as acetone, acetylacetone, methyl
ethyl ketone, cyclohexanone and acetophenone; an alcoholic
solvent such as methanol, ethanol, n-propanol, isopropyl
alcohol, cyclohexanol, ethylene glycol, diethylene glycol,
propylene glycol and glycerin; a chlorine-based solvent such
as 1,2-dichloroethane, 1,1,2-trichloroethane, chlorobenzene
and o-dichlorobenzene; and an ether-based solvent such as
tetrahydrofuran, dioxane, anisole and 4-methyl anisole. In
the case of using, as the solvent, the hydrocarbon-based
solvent and the other organic solvent, the mass ratio between
them, that is, the hydrocarbon-based solvent:the other
organic solvent, is preferably 80:20 to 99.99:0.01, and more
preferably 85:15 to 99.9:0.1. In preferable embodiments of
these production methods, water may be included. For
example, in the case where the solvent includes the hydro-
carbon-based solvent and water (preferably, the amphiphile
is, furthermore, an anionic amphiphile), the mass ratio
between them, that is, the hydrocarbon-based solvent:the
other organic solvent, is preferably 85:15 t0 99.99:0.01, and
more preferably 90:10 to 99.9:0.1. In these preferable
embodiments, the solvent may be a mixed solution of water
and the organic solvent. Furthermore, in another preferable
embodiment, there may be used, as the solvent: an aqueous
acidic solution such as hydrochloric acid, nitric acid and
sulfuric acid; and a basic aqueous solution such as a sodium
hydroxide aqueous solution, instead of water or in addition
to water in accordance with the type of reaction to occur
when a target nanosheet is synthesized.

In the preferable embodiments of the method for produc-
ing the metal oxide nanosheet and the method for producing
the metal nanosheet, the amphiphile may be an anionic
amphiphile. Examples of the anionic amphiphile include a
sulfonic acid type surfactant, a sulfate type surfactant, a
carboxylic acid type surfactant and a phosphate type sur-
factant. Examples of the sulfonic acid type surfactant
include: a-sulfofatty acid ester salt such as sodium a-sulfo
methyl myristate, sodium a-sulfo methyl stearate and
a-sulfo fatty acid methyl ester salt (CH,(CH,),CH(SO;Na)
COOCH;) where s may be 8 to 20); alkylbenzene sulfonate
salt such as sodium p-toluenesulfonate, sodium cumene-
sulfonate, sodium octylbenzenesulfonate and sodium
dodecylbenzenesulfonate; alkane sulfonate salt such as
sodium hexylsulfonate, sodium octylsulfonate, sodium
decylsulfonate, sodium dodecylsulfonate, sodium tetra-
decylsulfonate, sodium hexadecylsulfonate and sodium
stearylsulfonate; and c-olefin sulfonate salt having 8 to 26
carbon atoms. Examples of the sulfate type surfactant
include: R'—0OSO;Na (R'=a saturated hydrocarbon group
having 8 to 18 carbon atoms or an unsaturated hydrocarbon
group having one double bond) such as sodium hexylsulfate,
sodium octylsulfate, sodium decylsulfate, sodium
dodecylsulfate, sodium tetradecylsulfate, sodium hexa-
decylsulfate, sodium stearylsulfate and sodium laurethsul-
fate; polyoxyethylene alkyl ether sulfuric ester salt; fatty
acid monoglyceride sulfuric ester salt such as lauric acid
sodium monoglyceride sulfate; and fatty acid alkanolamide
sulfuric ester salt such as R?*CONHCH,CH,0SO,Na
(R>=fatty acid having 7 to 20 carbon atoms). Examples of
the carboxylic acid type surfactant include: alkyloyl sar-
cosines such as sodium octanoate, sodium decanoate,
sodium laurate, sodium oleate, sodium myristate, sodium
palmitate, sodium stearate, potassium laurate, potassium
oleate, perfluorooctanoic acid, perfluorononanoic acid and
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sodium N-lauroylsarcosinate; and sodium cocoyl glutamate
(HOOCCH,CH,CH(NHCOR?)COONa) where R® denotes
an alkyl group having 11 to 17 carbon atoms. Examples of
the phosphate type surfactant include: lauryl phosphate;
sodium monoalkyl phosphate such as sodium lauryl phos-
phate, sodium hexyl phosphate, sodium octyl phosphate,
sodium decyl phosphate, sodium dodecyl phosphate, sodium
tetradecyl phosphate and sodium hexadecyl phosphate;
potassium monoalkyl phosphate such as potassium lauryl
phosphate, potassium hexyl phosphate, potassium octyl
phosphate, potassium decyl phosphate, potassium dodecyl
phosphate, potassium tetradecyl phosphate and potassium
hexadecyl phosphate; polyoxyethylene alkyl ether phos-
phate; and sodium polyoxyethylene alkyl ether phosphate
such as sodium polyoxyethylene lauryl ether phosphate and
sodium polyoxyethylene tridecyl ether phosphate. The
anionic amphiphiles mentioned above preferably have an
alkyl group having 8 to 20 carbon atoms.

In the preferable embodiments of the method for produc-
ing the metal oxide nanosheet and the method for producing
the metal nanosheet, the solvent may contain a surface-
active auxiliary to stabilize the amphiphile. Examples of the
surface-active auxiliary include monohydric alcohol, and
glycol-based polyhydric alcohol and derivatives thereof.
Examples of the monohydric alcohol include: monohydric
alcohol having 1 to 10 carbon atoms such as ethanol,
n-propanol, isopropanol, n-butanol, sec-butanol, isobutyl
alcohol, tert-butyl alcohol, 1-pentanol, 2-pentanol, 3-penta-
nol, 2-methyl-1-butanol, isopentyl alcohol, tert-pentyl alco-
hol, 3-methyl-2-buthanol, neopentyl alcohol, 1-hexanol,
1-heptanol, 1-octanol, 1-nonanol, 1-decanol, 2-methyl-1-
pentanol, 4-methyl-2-pentanol, 2-ethyl-1-butanol, 2-hepta-
nol, 3-heptanol, 2-octanol, 2-ethyl-1-hexanol and 3,5,5-
trimethyl-1-hexanol; and cholesterol such as cholesterol,
cholesteryl alkenylsuccinate, cholestanol, cholesteryl ester
having 12 to 36 carbon atoms (preferably 14 to 28 carbon
atoms) and having a saturated or unsaturated, linear or
branched hydrocarbon group and dehydrocholesterol, and
derivatives thereof. Examples of the glycol-based polyhy-
dric alcohol and derivatives thereof include: glycol ethers
such as ethylene glycol monomethyl ether, ethylene glycol
monoethyl ether, ethylene glycol monobutyl ether, propyl-
ene glycol-1-methyl ether, ethylene glycol diethyl ether,
ethylene glycol dimethyl ether, diethylene glycol monom-
ethyl ether, diethylene glycol monoethyl ether, diethylene
glycol monobutyl ether, diethylene glycol dimethyl ether,
diethylene glycol diethyl ether and triethylene glycol dim-
ethyl ether; glycol ether acetates such as ethylene glycol
methyl ether acetate and diethylene glycol ethyl ether
acetate; diols such as ethylene glycol, propylene glycol,
1,3-butylene glycol, diethylene glycol, dipropylene glycol
and hexylene glycol; and polyols such as glycerin, pen-
taerythritol and sorbitol.

In preferable embodiments of the method for producing
the metal oxide nanosheet and the method for producing the
metal nanosheet, the solvent may include the hydrocarbon-
based solvent and water, the amphiphile may be the anionic
amphiphile, and furthermore, the solvent may contain the
surface-active auxiliary. In these production methods, when
a mixed solvent containing water is used, the content of
water is not particularly limited. It is preferably 5 mass % or
less, more preferably 2.0 mass % or less, and further
preferably 1.5 mass % or less in the solvent.

Examples of the metal-containing compound having an
oxygen atom used in the method for producing the metal
oxide nanosheet include metal alkoxide such as tetraethox-
ysilane (TEOS), titanium(IV) isopropoxide, germanium
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ethoxide, niobium(V) ethoxide and aluminium ethoxide.
Silicon is classified as a semimetal in some cases, but it is
defined as a metal in this description. Examples of the metal
oxide constituting the nanosheet to be obtained by the
above-mentioned production method include silica, titanium
oxide, niobium oxide and alumina.

Examples of the metal-containing compound having no
oxygen atom used, as a raw material, in the method for
producing the metal nanosheet include a gold-containing
compound having no oxygen atom, and a nickel-containing
compound having no oxygen atom. Examples of the gold-
containing compound having no oxygen atom include
hydrogen tetrachloroaurate(Ill) tetrahydrate from the view-
point that an Au(OH),-complex, which is easily photore-
duced, can be produced. In the case where the metal is gold
in the method for producing the metal nanosheet, that is, in
the method for producing a gold nanosheet, it is preferable
to use, as a protective agent, iron(Ill) chloride (FeCl,),
sodium chloride, copper chloride (CuCl,), sodium nitrate,
polyvinyl pyrrolidone, etc. in addition to the raw material
gold-containing compound having no oxygen atom. These
production methods shorten the reaction time, making it
possible to produce a thinner nanosheet.

In the case where the metal is gold in the method for
producing the metal nanosheet, that is, in the method for
producing a gold nanosheet, it is preferable to perform
energy irradiation such as supersonic wave, photoirradiation
(ultraviolet rays, visible rays) and y irradiation. For example,
irradiation by ultraviolet rays having a wavelength of
approximately 350 nm makes it possible to obtain gold
nanoparticles. Since the gold nanoparticles are formed
between the two monolayers constituting the single bilayer
membrane in the hyper-swollen lamellar phase, the gold
nanosheet can be produced. The duration of the energy
irradiation may be approximately 10 minutes to 15 hours, for
example. Furthermore, the metal nanosheet may be sepa-
rated by removing the bilayer membrane after the metal
nanosheet is formed. The removal can be carried out by the
same techniques as those used to separate the metal organic
framework nanosheet described above.

Embodiment 4

As another embodiment according to the present disclo-
sure, there can be mentioned a gas separation membrane
including any of the metal organic framework nanosheets
described above. The gas separation membrane may be for
nitrogen separation or carbon dioxide separation. The gas
separation membrane may be a multilayer structure config-
ured by stacking any of the aforementioned metal organic
framework nanosheets, or a composite structure configured
by stacking any of the metal organic framework nanosheets
and a known gas separation membrane. The thickness of the
gas separation membrane may vary depending on its pur-
pose.

Embodiment 5

As another embodiment according to the present disclo-
sure, there can be mentioned a metal oxide nanosheet
including a metal oxide disposed, in a sheet form, between
two monolayers constituting a single bilayer membrane,
wherein a plurality of the bilayer membranes forms a
hyper-swollen lamellar phase in a solvent. Furthermore, as
another embodiment according to the present disclosure,
there can be mentioned a metal nanosheet (such as a gold
nanosheet and a nickel nanosheet) including a metal (such as
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gold and nickel) disposed, in a sheet form, between two
monolayers constituting a single bilayer membrane, wherein
a plurality of the bilayer membranes forms a hyper-swollen
lamellar phase in a solvent. As another embodiment, there
can be mentioned a composite nanosheet including the metal
oxide nanosheet and the bilayer membrane composed of the
amphiphile. Also, there can be mentioned a composite
nanosheet including the metal nanosheet and a bilayer
membrane composed of an amphiphile.

The present invention includes embodiments which are
combinations of various compositions described above
within the technical scope of the present invention as long as
the effects of the present invention are achieved.

EXAMPLES

Next, the embodiments according to the present disclo-
sure will be described in more detail with reference to
examples. The present disclosure is not limited in any way
by these examples. Many modifications can be made, within
the technical idea of the present disclosure, by persons who
have common knowledge in this technical field.

Observation on Shape, Etc.

Atomic force microscope: NanoScope III TappingMode
AFM available from TOYO Corporation

Scanning electron microscope (SEM): S-5000 available
from Hitachi, Ltd.

Transmission electron microscope (TEM): H-800 available
from Hitachi, Ltd.

X-ray Diffraction Spectrum Measurement

X-ray diffractometer: MiniFlex II diffractometer available
from Rigaku Corporation

X-ray source: CuKa

Tube voltage: 30 kV

Tube current: 15 mA

Gas Adsorption Amount Measurement

High-precision gas/vapor adsorption measurement instru-
ment: BELSORP-max available from MicrotracBEL Corp.
Measurement temperature: 77K

Adsorption gas purity: 99.99 vol % for both nitrogen and
carbon dioxide

Pretreatment of Test Sample

A sample was weighed to approximately 30 mg and
allowed to stand still under vacuum (P<10~* Pa) at 373K for
2 hours.

Example 1

The metal organic framework nanosheet including ELM-
11 ([Cu(bpy),(BF,),]) as the metal organic framework was
prepared by the following method.

A surfactant solution was prepared by mixing 4,4'-bipyri-
dine (available from Wako Pure Chemical Corporation) and
C,,E; (available from Wako Pure Chemical Corporation) in
a 20 mL screw cap bottle (available from AS ONE Corpo-
ration) so that 4,4'-bipyridine had a concentration of 12.2
mass %. The surfactant solution and water were mixed
together at 2:98 (mass ratio). The aqueous solution thus
prepared was stirred at 300 rpm while heated to 54° C. with
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a hot stirrer and a magnetic stirrer that was 20 mm in length
and 7 mm in diameter. It was confirmed that a hyper-swollen
lamellar phase was maintained stably therein. Then 1 mL of
a 2.5-mass % aqueous solution of Cu(BF,),.6H,O (available
from Tokyo Chemical Industry Co., Ltd.) was added thereto.
The resulting mixture was stirred under sustained ordinary
temperature for 10 minutes to obtain a dispersion. Thereaf-
ter, the dispersion was dried at 90° C. for one night and a
remaining solid was washed with ethanol several times to
remove the surfactant. Then, a nanosheet of ELM-11 (here-
inafter referred to as an ELM-11 nanosheet) was obtained by
centrifugal separation. Observing the resulting powder with
the transmission electron microscope and the atomic force
microscope, it was confirmed that a flaky nanosheet was
obtained. The obtained ELM-11 nanosheet was observed
with the atomic force microscope. FIG. 2A, FIG. 3A, FIG.
2B and FIG. 3B show the observation results. FIG. 3A
shows a cross section cut along the vertical line in FIG. 2A.
FIG. 3B shows a cross section cut along the vertical line in
FIG. 2B. The arrows in FIG. 2A correspond respectively to
the arrows in FIG. 3A, and the arrows in FIG. 2B correspond
respectively to the arrows in FIG. 3B.

As shown in FIG. 3A and FIG. 3B, the ELM-11 nanosheet
had an irregular shape that was 200 to 300 nm in width and
length, and it was as extremely thin as 10 nm or less.

Next, the obtained ELM-11 nanosheet was measured for
X-ray diffraction spectrum by the above-mentioned method.
FIG. 4 shows the result.

In FIG. 4, the upper line shows the measured spectrum
and the lower line shows a theoretical spectrum. As shown
in FIG. 4, the spectrum of the ELM-11 nanosheet is well
consistent with the theoretical spectrum calculated from
bulk ELM-11, and it was confirmed that the ELM-11
nanosheet was obtained.

The amounts of nitrogen adsorbed to the ELM-11
nanosheet and bulky ELM-11 (hereinafter referred to as bulk
ELM-11, available from Tokyo Chemical Industry Co., Ltd.)
as an object for comparison were measured by the above-
mentioned method. FIG. 5 shows the results.

The vertical axis in FIG. 5 indicates the value obtained by
converting the amount of adsorbed nitrogen gas (N,) per
unit mass into the volume of nitrogen gas (N,) at a standard
temperature and a standard pressure (STP). In FIG. 5, &
indicates the amount of nitrogen adsorbed to the bulk
ELM-11 while the relative pressure of nitrogen was being
increased, [] indicates the amount of nitrogen adsorbed to
the bulk ELLM-11 while the relative pressure of nitrogen was
being decreased, @ indicates the amount of nitrogen
adsorbed to the ELM-11 nanosheet while the relative pres-
sure of nitrogen was being increased, and O indicates the
amount of nitrogen adsorbed to the ELLM-11 nanosheet while
the relative pressure of nitrogen was being decreased.

As shown in FIG. 5, on the metal organic framework
nanosheet, the rising point of the nitrogen adsorption
amount shifted further to the right than on the bulk metal
organic framework as the relative pressure of the nitrogen
increases. That is, on the metal organic framework
nanosheet, the gate-opening pressure for nitrogen adsorption
shifted to a higher value. In other words, by making the
metal organic framework into a nanosheet, it is expected to
be possible to control the amount of nitrogen adsorption at
a higher pressure.

Next, the amount of carbon dioxide adsorbed to the
ELM-11 nanosheet was measured by the same method as the
one used above to measure the amount of nitrogen absorbed.
FIG. 6 and FIG. 7 show the results. The vertical axis
indicates the amount of the adsorbed carbon dioxide mea-
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sured by the same method as shown in FIG. 5. In FIG. 6, B
indicates the amount of carbon dioxide adsorbed to the bulk
ELM-11 while the absolute pressure of carbon dioxide was
being increased, [ indicates the amount of carbon dioxide
adsorbed to the bulk ELM-11 while the absolute pressure of
carbon dioxide was being decreased, @ indicates the amount
of carbon dioxide adsorbed to the ELM-11 nanosheet while
the absolute pressure of carbon dioxide was being increased,
and O indicates the amount of carbon dioxide adsorbed to
the ELM-11 nanosheet while the absolute pressure of carbon
dioxide was being decreased. To simplify, FIG. 7 only shows
the graphs taken in the cases where the absolute pressure of
the carbon dioxide was increased.

As shown in FIG. 6 and FIG. 7, the metal organic
framework nanosheet was different from the bulk metal
organic framework in the way the amount of carbon dioxide
adsorption rose when the absolute pressure of carbon diox-
ide was increased, that is, in the inclination of the graph.
This reveals that the metal organic framework nanosheet
contains particles that exhibit a gate-opening pressure for
carbon dioxide adsorption higher than that of the bulk metal
organic framework while also containing particles that
exhibit a gate-opening pressure equivalent to that of the bulk
metal organic framework. In FIG. 6, it is presumed that there
is a variation in the shape and size of the particles consti-
tuting the metal organic framework nanosheet, and some of
the particles have a high gate-opening pressure. This leads to
a finding that it is possible to shift the gate-opening pressure
for carbon dioxide adsorption to a higher value on the metal
organic framework nanosheet than on the non-nanosheet
metal organic framework. In other words, by making the
metal organic framework into a nanosheet, it is expected to
be possible to control the amount of carbon dioxide adsorp-
tion at a higher pressure.

Example 2

A nanosheet (hereinafter referred to as an ELM-13
nanosheet) including ELM-13 as the metal organic frame-
work and ELM-13 (hereinafter referred to as bulk ELM-13),
which is a bulky metal organic framework, were prepared,
and both were measured for pressure dependence of the
nitrogen adsorption amount.

The ELLM-13 nanosheet was prepared by the following
method. 4,4'-bipyridine and C,,E were mixed together as in
Example 1. It was confirmed that a hyper-swollen lamellar
phase was maintained stably therein. Then, 1 mL of an
aqueous solution obtained by preparing 2.2 mass % of
Cu(BF,),.6H,O and 3.3 mass % of KCF;BF; (available
from Tokyo Chemical Industry Co., Ltd.) was added thereto.
The ELM-13 nanosheet having a thickness of 10 to 20 nm
was obtained by the same method as in Example 1.

The bulk ELM-13 was prepared by the following method.
A Cu (BF,) aqueous solution (80 mM, 6.25 mL) was put into
a test tube, and KCF;BF; (1.0 mmol) was added thereto and
dissolved. An acetone solution (80 mM, 12.5 mL) of 4,4'-
bipyridine (bpy) was dropped slowly thereto to stack ELM-
13. After allowing this to stand still for two weeks, blue
crystals precipitated were filtrated under reduced pressure
and dried under reduced pressure, so that crystals of blue
polymer metal complex were obtained.

The ELM-13 nanosheet and the bulk EL.M-13 obtained by
the above-mentioned methods were measured for pressure
dependence of the nitrogen adsorption amount as in
Example 1. FIG. 8 shows the results.

In FIG. 8, W indicates the amount of nitrogen adsorbed to
the bulk EL.M-13 while the relative pressure of nitrogen was
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being increased, [] indicates the amount of nitrogen
adsorbed to the bulk EL.M-13 while the relative pressure of
nitrogen was being decreased, @ indicates the amount of
nitrogen adsorbed to the ELM-13 nanosheet while the
relative pressure of nitrogen was being increased, and O
indicates the amount of nitrogen adsorbed to the ELM-13
nanosheet while the relative pressure of nitrogen was being
decreased.

As shown in FIG. 8, the metal organic framework
nanosheet was different from the bulk metal organic frame-
work in the way the amount of nitrogen adsorption rose
when the relative pressure of nitrogen was increased, that is,
in the inclination of the graph. This reveals that the metal
organic framework nanosheet contains particles that exhibit
a gate-opening pressure for nitrogen adsorption higher than
that of the bulk metal organic framework while also con-
taining particles that exhibit a gate-opening pressure equiva-
lent to that of the bulk metal organic framework. In FIG. 8,
it is presumed that there is a variation in the shape and size
of the particles constituting the metal organic framework
nanosheet, and some of the particles have a high gate-
opening pressure. This leads to a finding that it is possible to
shift the gate-opening pressure for nitrogen adsorption to a
higher value on the ELLM-13 nanosheet than on the bulk
ELM-13. The observed gate-opening pressure of the ELM-
13 nanosheet is the highest of the gate-opening pressures
currently confirmed for nitrogen absorption at 273K.

Experiment 1

The occurrence of the formation of the hyper-swollen
lamellar phase was studied in the case where the number of
carbon atoms in an alkyl group in a hydrophobic portion and
the number of ethylene oxides in a hydrophilic portion
varied in polyethylene glycol monoalkyl ether (C,E,,).

A surfactant solution was prepared, and the surfactant
solution and water were mixed together at 2:98 (mass ratio)
to prepare a solution in the same manner as in Example 2,
except that C,,E. was used instead of C,,E,. The solution
thus prepared was stirred at 54° C. and 300 rpm for 24 hours
to form a hyper-swollen lamellar phase. As shown in FIG. 9,
white light was emitted from a light source 22 toward a side
of a screw cap bottle 20, and the light reflected at an angle
of approximately 24 degrees was collected with a spectro-
scope 24 to analyze its spectrum. This reflection spectrum
measurement was conducted on the solution in which the
hyper-swollen lamellar phase was formed, while the solu-
tion was being stirred at 300 rpm and while the solution was
allowed to stand still (O rpm). FIG. 10 shows the results.

FIG. 10 shows that the peak position of the reflection
spectrum shifted to the low wavelength side as the concen-
tration of the surfactant (polyethylene glycol monoalkyl
ether C,,E;) in the solution increased. That is, this reflection
spectrum is Bragg reflection caused by the periodic structure
of the hyper-swollen lamellar phase. Therefore, it can be
said that the hyper-swollen lamellar phase was developed.

Separate from the experiment described above, solutions
were prepared using polyethylene glycol monoalkyl ethers
(C,E,,) (all available from Wako Pure Chemical Corpora-
tion) represented by the Formula (1) where n and m were
respectively the values specified in the table of FIG. 11 so
that the C,E,, content in deionized water was 1.2 to 2.0 mass
%. Then, the containers accommodating the respective solu-
tions were shaken strongly. Thereafter, the occurrence of the
formation of the hyper-swollen lamellar phase was checked
by the above-mentioned method. FIG. 11 shows the results.
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As shown in FIG. 11, the hyper-swollen lamellar phase
was formed when n/m in accordance with the Formula (1)
was more than 2 and less than 6, but the hyper-swollen
lamellar phase failed to be formed when n/m was 2 or less
and when n/m was 6 or more.

Experiment 2

In Experiment 2, the forming temperatures of the hyper-
swollen lamellar phase were compared in the case where the
number of carbon atoms in an alkyl group in a hydrophobic
portion and the number of ethylene oxides in a hydrophilic
portion varied in polyethylene glycol monoalkyl ether
(CVIEM)'

The experiment was conducted by using C,,Es and
changing temperature with a hot stirrer in the same manner
as in Experiment 1 shown in FIG. 11 in which the occurrence
of the formation of the hyper-swollen lamellar phase was
studied. For the other types of C,E,,, literature values were
adopted. Specifically, for C,,E,, R. Strey, Ber. Bunsenges.
Phys. Chem., 100, 182 (1996) was referred to. For C,,E;,
P.-G. Nilsson, B. Lindman, J. Phys. Chem., 88, 4764 (1984)
was referred to. For C,E,, C. Stubenrauch, S. Burauer, R.
Strey, Liquid Crystals, 31, 39 (2004) was referred to. For
C,oE;, A AL All, B. A. Mulley, J. Pharm. Pharmac., 30, 205
(1978) was referred to. FIG. 12 shows the results.

For example, the method shown in Experiment 2 makes
it possible to form nanosheets by using the hyper-swollen
lamellar phases of the metal organic frameworks having
different forming temperatures.

Experiment 3

Experiment 3 was carried out to study the conditions
regarding the toluene and C,,E, contents in order for poly-
ethylene glycol monoalkyl ether (C,,E) to form the hyper-
swollen lamellar phase in a toluene-water solvent.

C,,E, toluene as hydrophobic molecules, and deionized
water were mixed together in a 20 mL screw cap bottle at
various concentrations shown in FIG. 13 to prepare solu-
tions, each of which is 10 g in total. At that time, the
preparations were made so that C,,E, and toluene were
present at a fixed mass ratio (C,,Egtoluene=5:1). The
solutions each were measured for reflection spectrum for
characterization. The reflection spectrum measurement was
conducted while the solutions were being heated to 54° C.
and stirred at 300 rpm with a hot stirrer and a magnetic
stirrer that was 20 mm in length and 7 mm in diameter.
Solutions obtained by mixing C,,E, and styrene together at
various ratios were also observed, in which styrene was used
as hydrophobic molecules. FIG. 13 shows the results.

As shown in FIG. 13, it was found that the content of
toluene can impact the occurrence of the formation of the
hyper-swollen lamellar phase even when the content of
C,,E¢ was fixed.

Experiment 4

In Experiment 4, the forming temperatures of the hyper-
swollen lamellar phase were compared in the case where
glycerin was added to polyethylene glycol monoalkyl ether
(Cy5Es or Cp,Ey).

Formation of Hyper-Swollen Lamellar Phase
Composed of C,,E;-Glycerin-Water Three
Component System

C,,Es, glycerin and deionized water were mixed together
in a 20 mL screw cap bottle to prepare solutions having
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various glycerin concentrations. Each of the solutions was
observed for color change while being stirred and heated.
Also, the solutions were measured, in the same manner as
with the C,,Es aqueous solution, for reflection spectrum at
temperatures at which the solutions exhibited a color. Any
solutions in which C,,E; has a concentration of 2 mass %
were measured for viscosity as well.

Formation of Hyper-Swollen Lamellar Phase Com-
posed of C,,E,-Toluene-Glycerin-Water Four Com-
ponent System

C,,E;, toluene, glycerin and deionized water were mixed
together in a 20 mL screw cap bottle to prepare solutions
having various glycerin concentrations. Each of the solu-
tions was observed for color change while being stirred and
heated. The preparations were made so that the C,,E, and
toluene concentrations were 2 mass % and 0.67 mass %,
respectively, in the whole system. FIG. 14 and FIG. 15 show
the results.

Results

As shown in FIG. 14 and FIG. 15, the forming tempera-
ture of the hyper-swollen lamellar phase declines as the
amount of glycerin added rises. It is thought that the
concentration of the system (solution) increases as the
amount of glycerin added increases and thus Helfrich inter-
action changes, lowering the forming temperature of the
hyper-swollen lamellar phase. This reveals that addition of
glycerin makes it possible to control the forming tempera-
ture of the hyper-swollen lamellar phase.

Experiment 5

In Experiment 5, the interlayer distances (which each are
the distance between adjacent two bilayer membranes, that
is, D in FIG. 1A and FIG. 1B) in the hyper-swollen lamellar
phase were compared when the content of polyethylene
glycol monoalkyl ether (C,,E5 or C,,E) varied.

The experiment was conducted by the following method.
The method for forming the hyper-swollen lamellar phase
using C,,Es or C,,E, was the same as that in Experiment 4.
The interlayer distances were calculated from the wave-
length at which the reflected light intensity hit the peak.
Specifically, it was carried out as follows. That is, the light
was incident into, off the center of, a vial containing a
sample. The intensity of the reflected light was measured
through a spectroscope at an angle of just 20=24 degrees.
The angle herein refers to the angle between the straight
lines passing through the light source and the spectroscope,
respectively, with the reflecting point being the origin. In
accordance with a Bragg’s formula, the interlayer distance
d=A/(2n-cosB), where A denotes the wavelength at which the
intensity of the reflected light hits the peak. Here, n denotes
the refractive index (1.33) of water. Details of the method for
measuring the interlayer distance is also described in
Nanosheet Formation in Hyperswollen Lyotropic Lamellar
Phases, JACS, 138 (4), pp. 1103-1105, 2016, Uchida et al.

As shown in FIG. 16, there was a tendency that the
interlayer distance decreased as the content of the amphip-
athic molecules increased and the interlayer distance
increased as the content decreased. That is, it is possible to
control the interlayer distance in the hyper-swollen lamellar
phase by changing the content of the amphipathic mol-
ecules.
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Experiment 6

In Experiment 6, the interlayer distances (which each are
the distance between adjacent two of the bilayer membranes,
that is, D in FIG. 1A and FIG. 1B) in the hyper-swollen
lamellar phase were compared when the content of glycerin
varied.

The method for the experiment (including the method for
calculating the interlayer distance) is the same as that in
Experiment 4 and Experiment 5. FIG. 17 shows the results.

With regard to the content of glycerin, <> indicates 0 mass
%, @ indicates 10 mass %, [] indicates 20 mass %, O
indicates 30 mass % and 4 indicates 40 mass %. As shown
in FIG. 17, there was a tendency that the interlayer distance
decreased as the content of glycerin increased. That is, it is
possible to control the interlayer distance in the hyper-
swollen lamellar phase by changing the content of glycerin.

Addition of glycerin increases the viscosity of the solvent.
As an effect of the viscosity increase, it is expected that the
lamellar phase is stably maintained even at a high tempera-
ture. In reality, however, addition of glycerin lowered the
forming temperature of the hyper-swollen lamellar phase.
This implies that glycerin has a certain impact on the
characteristics of the bilayer membrane.

Example 3

A surfactant solution was prepared by adding and mixing
9.2 g of n-decane (89.8 mass %), 0.85 g of 1-pentanol (8.3
mass %), 0.09 g of octylbenzenesulfonate (0.9 mass %) and
0.1 g of water (1.0 mass %) in a 20 mL screw cap bottle. As
a silica raw material, 0.074 g of tetracthoxysilane (TEOS,
available from Wako Pure Chemical Corporation) was
added to 10.2 g of the surfactant solution to obtain a mixed
solution. The mixed solution was stirred at 300 rpm under
ordinary temperature for 72 hours with a magnetic stirrer
that was 20 mm in length and 7 mm in diameter. It was
confirmed that a hyper-swollen lamellar phase was main-
tained stably therein. At least one silica nanosheet was
produced. The at least one silica nanosheet obtained was in
a dispersed state in the solution, and the dispersion went
through a washing process to separate at least one silica
nanosheet. The washing process was carried out by centri-
fuging the dispersion first, and then adding methanol to a
solid content obtained and centrifuging the mixture, remov-
ing a supernatant, adding methanol again and centrifuging
the resultant mixture, and removing a supernatant. The
washing was carried out sufficiently by repeating the wash-
ing process several times, and then a remaining solid was
dried at 90° C. for one night. A silica nanosheet obtained was
observed with a transmission electron microscope (TEM).
FIG. 18 shows the result. The TEM observation was con-
ducted at a magnification of 120,000 and an accelerating
voltage of 200 kV. As shown in FIG. 18, it was confirmed
that a silica nanosheet was produced.

Example 4

The surfactant solution described in Example 3 was
prepared in the same manner as in Example 3, and 10 mg of
hydrogen tetrachloroaurate(Ill) tetrahydrate HAuCl,.4H,O
available from Wako Pure Chemical Corporation) was
added, as a raw material gold-containing compound, to 10.2
g of the surfactant solution. Further, 1 mg of iron(IIl)
chloride (available from Wako Pure Chemical Corporation)
was added thereto to obtain a mixed solution. While a
hyper-swollen lamellar phase was being maintained stably
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therein, the mixed solution was irradiated with UV (with a
wavelength of 350 nm) emitted from an UV irradiation
apparatus (product name: 300 W xenon light source, model
number: MAX-303, available from Asahi Spectra Co., [.td.)
for 1 hour. Thus, at least one gold nanosheet was synthe-
sized. The gold nanosheet obtained was in a dispersed state
in the solution, and the dispersion went through a washing
process to separate the gold nanosheet. The washing process
was carried out in the same manner as in Example 3. The
washing was carried out sufficiently by repeating the wash-
ing process several times, and then a remaining solid was
dried at 90° C. for one night. A gold nanosheet obtained was
observed with a Transmission Electron Microscope (TEM).
FIG. 19 shows the result. The TEM observation was con-
ducted at a magnification of 10,000 and an accelerating
voltage of 200 kV. Also, the gold nanosheet obtained was
observed with a Scanning Electron Microscope (SEM). FIG.
20 shows the result. The SEM observation was conducted at
a magnification of 500,000 and an accelerating voltage of 15
kV. As shown in FIG. 19 and FIG. 20, it was confirmed that
a gold nanosheet was produced. The TEM image shows that
the gold nanosheet had a width of approximately 4 um. In
addition, the SEM image shows that the gold nanosheet had
a thickness of approximately 6 nm.

From the description above, it is clear to persons skilled
in the art that there are many possible improvements and
other possible embodiments for the present disclosure.
Therefore, the description above should be interpreted
merely as examples and it is provided in order to teach
persons skilled in the art the best mode for carrying out the
present disclosure. Without departing from the technical
idea of the present disclosure, it is possible to change
substantially the structure and/or details of the functions of
the present disclosure.

INDUSTRIAL APPLICABILITY

The method for producing a metal organic framework
nanosheet according to the present disclosure is useful to
produce a nano-size metal organic framework sheet. Also,
the method for producing a nanosheet according to the
present disclosure has a wide range of options for materials
and is useful to produce nanosheets using various raw
material compounds. Furthermore, the metal organic frame-
work nanosheet according to the present disclosure is useful
as a gas separation membrane.

DESCRIPTION OF NOTATTIONS

1 Metal organic framework nanosheet

11 Composite nanosheet

12 Gold nanosheet

3 Solvent

5 Amphipathic molecules

5A Portion having an affinity for the solvent
5B Portion having no affinity for the solvent
10 Bilayer membrane

20 Screw cap bottle

22 Light source

24 Spectroscope

The invention claimed is:

1. A metal organic framework nanosheet comprising a
metal organic framework disposed, in a sheet form, between
two monolayers constituting a single bilayer membrane,
wherein

a plurality of the bilayer membranes forms a hyper-

swollen lamellar phase in a solvent.
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2. The metal organic framework nanosheet according to
claim 1, wherein the bilayer membranes are composed of a
nonionic amphiphile.

3. The metal organic framework nanosheet according to
claim 2, wherein the nonionic amphiphile is at least one
selected from the group consisting of an ester type surfac-
tant, an ether type surfactant, an alkanolamide type surfac-
tant, alkyl glycoside and a higher alcohol.

4. The metal organic framework nanosheet according to
claim 3, wherein the nonionic amphiphile is the ether type
surfactant, and the ether type surfactant is at least one
selected from the group consisting of polyethylene glycol
monoalkyl ether and polyoxyethylene alkyl phenyl ether.

5. The metal organic framework nanosheet according to
claim 1, wherein the bilayer membranes are composed of
polyethylene glycol monoalkyl ether represented by For-
mula (1) below:

[Chemical Formula 1]

where n denotes the number of carbon atoms in an alkyl
group in a hydrophobic portion, and m denotes the
number of ethylene oxides in a hydrophilic portion.

6. The metal organic framework nanosheet according to
claim 5, wherein 2<n/m<®6.

7. The metal organic framework nanosheet according to
claim 5, wherein n is 12 and m is 5.

8. The metal organic framework nanosheet according to
claim 1, wherein the solvent includes water.

9. The metal organic framework nanosheet according to
claim 5, wherein n is 12 and m is 6, and furthermore, the
solvent includes water and an organic solvent.

10. The metal organic framework nanosheet according to
claim 6, wherein the metal organic framework is a metal
organic framework containing a highly lipophilic ligand as
a component.

11. The metal organic framework nanosheet according to
claim 1, wherein the hyper-swollen lamellar phase has a
lamellar structure in which a distance between any adjacent
two of the bilayer membranes is 50 nm or more.

12. A metal organic framework nanosheet dispersion
comprising at least one metal organic framework nanosheet
in a dispersed state in a liquid, wherein

the metal organic framework nanosheet is the metal

organic framework nanosheet according to claim 1.

13. A gas separation membrane comprising the metal
organic framework nanosheet according to claim 1.

14. The gas separation membrane according to claim 13,
the gas separation membrane being for nitrogen separation
or carbon dioxide separation.

15. The metal organic framework nanosheet according to
claim 2, wherein the nonionic amphiphile is an ester ether
type surfactant.

16. The metal organic framework nanosheet according to
claim 1, wherein the solvent includes a solution of water
mixed with a water-soluble organic solvent.

17. A method for producing a nanosheet, comprising
forming a nanosheet between two monolayers constituting a
single bilayer membrane

in a case where a plurality of the bilayer membranes forms

a hyper-swollen lamellar phase in a solvent,

M
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wherein the nanosheet is composed of a metal organic

framework.

18. The method for producing the nanosheet according to
claim 17, wherein

the bilayer membranes are formed in the solvent,

an organic ligand is added in the solvent to form the

hyper-swollen lamellar phase formed of the bilayer
membranes, and

a metal ion is then added in the solvent to form the metal

organic framework nanosheet between the two mono-
layers constituting the single bilayer membrane.

19. The method for producing the nanosheet according to
claim 17, wherein the bilayer membranes are removed after
the metal organic framework nanosheet is formed between
the two monolayers constituting the single bilayer mem-
brane.

20. The method for producing the nanosheet according to
claim 17, wherein the bilayer membranes are composed of
polyethylene glycol monoalkyl ether represented by For-
mula (1) below:

[Chemical Formula 2]

where n denotes the number of carbon atoms in an alkyl
group in a hydrophobic portion, and m denotes the
number of ethylene oxides in a hydrophilic portion.

21. The method for producing the nanosheet according to
claim 20, wherein 2<n/m<6.

22. The method for producing the nanosheet according to
claim 20, wherein n is 12 and m is 5.

23. The method for producing the nanosheet according to
claim 18, wherein the solvent includes water.

24. The method for producing the nanosheet according to
claim 20, wherein n is 12 and m is 6, and furthermore, the
solvent includes water and an organic solvent.

25. The method for producing the nanosheet according to
claim 17, wherein the metal organic framework is a metal
organic framework containing a highly lipophilic ligand as
a component.

26. The method for producing the nanosheet according to
claim 18, wherein the solvent includes a solution of water
mixed with a water-soluble organic solvent.

27. A method for producing a nanosheet comprising
forming a nanosheet between two monolayers constituting a
single bilayer membrane in a case where a plurality of the
bilayer membranes forms a hyper-swollen lamellar phase in
a solvent, wherein the nanosheet is composed of a metal
oxide,

wherein the bilayer membranes are formed in the solvent,

an amphiphile is added in the solvent to form the
hyper-swollen lamellar phase formed of the bilayer
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membranes, and a metal-containing compound having
an oxygen atom is then added in the solvent to form the
metal oxide nanosheet between the two monolayers
constituting the single bilayer membrane,

wherein the solvent includes a mixed solution of water

and an organic solvent, and

wherein a surface-active auxiliary is further added in the

solvent.

28. A method for producing a nanosheet comprising
forming a nanosheet between two monolayers constituting a
single bilayer membrane in a case where a plurality of the
bilayer membranes forms a hyper-swollen lamellar phase in
a solvent, wherein the nanosheet is composed of a metal
oxide,

wherein the bilayer membranes are formed in the solvent,

an amphiphile is added in the solvent to form the
hyper-swollen lamellar phase formed of the bilayer
membranes, and a metal-containing compound having
an oxygen atom is then added in the solvent to form the
metal oxide nanosheet between the two monolayers
constituting the single bilayer membrane,

wherein the solvent includes a mixed solution of water

and an organic solvent, and

wherein the amphiphile is an anionic amphiphile.

29. A method for producing a nanosheet comprising
forming a nanosheet between two monolayers constituting a
single bilayer membrane in a case where a plurality of the
bilayer membranes forms a hyper-swollen lamellar phase in
a solvent, wherein the nanosheet is composed of a metal,

wherein the bilayer membranes are formed in the solvent,

an amphiphile is added in the solvent to form the
hyper-swollen lamellar phase formed of the bilayer
membranes, and a metal-containing compound having
an oxygen atom is then added in the solvent to form the
metal nanosheet between the two monolayers consti-
tuting the single bilayer membrane,

wherein the solvent includes a mixed solution of water

and an organic solvent and

wherein a surface-active auxiliary is further added in the

solvent.

30. A method for producing a nanosheet comprising
forming a nanosheet between two monolayers constituting a
single bilayer membrane in a case where a plurality of the
bilayer membranes forms a hyper-swollen lamellar phase in
a solvent, wherein the nanosheet is composed of a metal,

wherein the bilayer membranes are formed in the solvent,

an amphiphile is added in the solvent to form the
hyper-swollen lamellar phase formed of the bilayer
membranes, and a metal-containing compound having
an oxygen atom is then added in the solvent to form the
metal nanosheet between the two monolayers consti-
tuting the single bilayer membrane,

wherein the solvent includes a mixed solution of water

and an organic solvent and

wherein the amphiphile is an anionic amphiphile.
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