
Printed by Jouve, 75001 PARIS (FR)

(19)
E

P
3 

36
3 

77
9

A
1

TEPZZ¥¥6¥779A_T
(11) EP 3 363 779 A1

(12) EUROPEAN PATENT APPLICATION
published in accordance with Art. 153(4) EPC

(43) Date of publication: 
22.08.2018 Bulletin 2018/34

(21) Application number: 16868560.0

(22) Date of filing: 22.11.2016

(51) Int Cl.:
C07C 68/02 (2006.01) C07C 69/96 (2006.01)

(86) International application number: 
PCT/JP2016/084621

(87) International publication number: 
WO 2017/090617 (01.06.2017 Gazette 2017/22)

(84) Designated Contracting States: 
AL AT BE BG CH CY CZ DE DK EE ES FI FR GB 
GR HR HU IE IS IT LI LT LU LV MC MK MT NL NO 
PL PT RO RS SE SI SK SM TR
Designated Extension States: 
BA ME
Designated Validation States: 
MA MD

(30) Priority: 24.11.2015 JP 2015229018

(71) Applicant: DAIKIN INDUSTRIES, LTD.
Osaka-shi, Osaka 530-8323 (JP)

(72) Inventors:  
• HAMADA, Tomohito

Osaka 530-8323 (JP)
• OKADA, Michiaki

Osaka 530-8323 (JP)
• YAMAUCHI, Akiyoshi

Osaka 530-8323 (JP)
• KISHIKAWA, Yosuke

Osaka 530-8323 (JP)

(74) Representative: Hoffmann Eitle
Patent- und Rechtsanwälte PartmbB 
Arabellastraße 30
81925 München (DE)

(54) PRODUCTION METHOD OF ASYMMETRIC CHAIN CARBONATE

(57) The present invention provides a method for producing an asymmetric chain carbonate by reacting an alcohol
with a halocarbonate ester compound at a high conversion rate and high selectivity. Provided is a method for producing
an asymmetric chain carbonate, including reacting a specific alcohol with a specific halocarbonate ester compound in
the presence of a basic magnesium salt or the like to produce a specific asymmetric chain carbonate.
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Description

TECHNICAL FIELD

[0001] The present invention relates to a method for producing an asymmetric chain carbonate. The present invention
also relates to a composition containing an asymmetric carbonate.

BACKGROUND ART

[0002] Patent Literature 1 reports production of methyl-2,2,2-trifluoroethyl carbonate with a yield of 46% by adding
methyl chloroformate to a solution containing 2,2,2-trifluoroethanol, pyridine, and dichloromethane.
[0003] Patent Literature 2 and Patent Literature 3 describe production of highly purified methyl-2,2,2-trifluoroethyl
carbonate by mixing trifluoroethanol, pyridine, and triglyme, and dropwise adding methyl chlorocarbonate to the mixture
to synthesize methyl-2,2,2-trifluoroethyl carbonate, followed by rectification to collect highly purified methyl-2,2,2-trif-
luoroethyl carbonate.

CITATION LIST

- Patent Literature

[0004]

Patent Literature 1: US 2012/0141870
Patent Literature 2: WO 2015/083745
Patent Literature 3: WO 2015/083747

SUMMARY OF INVENTION

- Technical Problem

[0005] Unfortunately, the conversion rate and selectivity are insufficient in conventional techniques using pyridine.
[0006] In view of the current state of the art described above, the present invention aims to provide a method for
producing an asymmetric chain carbonate by reacting an alcohol with a halocarbonate ester compound at a high con-
version rate and high selectivity.

- Solution to Problem

[0007] The present invention relates to a method for producing an asymmetric chain carbonate, the method including
reacting an alcohol represented by Formula (1):

R1OH

wherein R1 is an organic group,
with a halocarbonate ester compound represented by Formula (2) :

XCOOR2

wherein X is a halogen atom; and R2 is an organic group different from R1,
in the presence of a basic magnesium salt or a basic alkaline earth metal salt to produce an asymmetric chain carbonate
represented by Formula (3):

R1OCOOR2

wherein R1 and R2 are as defined above (hereinafter, also referred to as "first production method of the present invention"
or "first production method").
[0008] In the first production method of the present invention, preferably, R1 is an alkyl group having no fluorine atom
or an alkyl group having a fluorine atom, and R2 is an alkyl group having no fluorine atom or an alkyl group having a
fluorine atom.
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[0009] The present invention also relates to a method for producing an asymmetric chain carbonate, the method
including
reacting an alcohol represented by Formula (1):

R1OH

wherein R1 is an organic group,
with a halocarbonate ester compound represented by Formula (2) :

XCOOR2

wherein X is a halogen atom; and R2 is an organic group different from R1,
in the presence of an inorganic base and a desiccant to produce an asymmetric chain carbonate represented by Formula
(3):

R1OCOOR2

wherein R1 and R2 are as defined above (hereinafter, also referred to as "second production method of the present
invention" or "second production method").
[0010] In the second production method of the present invention, preferably, R1 is an alkyl group having no fluorine
atom or an alkyl group having a fluorine atom, and R2 is an alkyl group having no fluorine atom or an alkyl group having
a fluorine atom.
[0011] The inorganic base in the second production method of the present invention is preferably at least one selected
from the group consisting of carbonates of alkali metals, hydroxides of alkali metals, oxides of magnesium, oxides of
alkaline earth metals, hydroxides of magnesium, hydroxides of alkaline earth metals, carbonates of magnesium, car-
bonates of alkaline earth metals, acetates of magnesium, and acetates of alkaline earth metals.
[0012] The desiccant in the second production method of the present invention is preferably at least one selected from
the group consisting of neutral calcium salts, zeolite, silica gel, alumina, and activated carbon.
[0013] The present invention also relates to a composition including:
an asymmetric chain carbonate represented by Formula (3) :

R1OCOOR2

wherein R1 is an organic group; and R2 is an organic group different from R1, and
at least one selected from the group consisting of symmetric chain carbonates represented by Formula (4):

R1OCOOR1

wherein R1 is as defined above; and
symmetric chain carbonates represented by Formula (5):

R2OCOOR2

wherein R2 is as defined above (hereinafter, also referred to as "first composition of the present invention" or "first
composition").
[0014] The present invention also relates to a composition including:

an asymmetric chain carbonate represented by Formula (3) :

R1OCOOR2

wherein R1 is an organic group; and R2 is an organic group different from R1, and
water,
the composition containing water in an amount of 100 ppm or less (hereinafter, also referred to as "second composition
of the present invention" or "second composition").
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- Advantageous Effects of Invention

[0015] The first and second production methods of the present invention with the above-described features enable
production of an asymmetric chain carbonate by reacting an alcohol with a halocarbonate ester compound at a high
conversion rate and high selectivity.

DESCRIPTION OF EMBODIMENTS

[0016] The present invention will be specifically described below.
[0017] The first production method is a method for producing an asymmetric chain carbonate represented by Formula
(3) by reacting an alcohol represented by Formula (1) with a halocarbonate ester compound represented by Formula
(2) in the presence of a basic magnesium salt or a basic alkaline earth metal salt. The present inventors have found that
a high conversion rate and high selectivity can be surprisingly achieved by the use of a basic magnesium salt or a basic
alkaline earth metal salt.
[0018] Examples of the basic magnesium salt or basic alkaline earth metal salt include basic magnesium salts such
as magnesium oxide, magnesium hydroxide, magnesium carbonate, magnesium hydrogen carbonate, and magnesium
acetate; basic calcium salts such as calcium oxide, calcium hydroxide, calcium carbonate, calcium hydrogen carbonate,
and calcium acetate; basic strontium salts such as strontium oxide, strontium hydroxide, strontium carbonate, strontium
hydrogen carbonate, and strontium acetate; basic barium salts such as barium oxide, barium hydroxide, barium carbon-
ate, barium hydrogen carbonate, and barium acetate; and mixtures thereof.
[0019] The basic magnesium salt or basic alkaline earth metal salt is preferably a basic calcium salt. Usually, a weak
acid calcium salt is used. In particular, it is more preferably at least one selected from the group consisting of calcium
oxide, calcium hydroxide, calcium carbonate, calcium hydrogen carbonate, and calcium acetate.
[0020] The amount of the basic calcium salt or basic alkaline earth metal salt per mol of the alcohol represented by
Formula (1) is preferably 0.5 to 2.0 mol, and is more preferably 0.7 mol or more and more preferably 1.5 mol or less. In
the case of using two or more salts, the amount means the total amount of all the salts.
[0021] The purity of the basic calcium salt or basic alkaline earth metal salt is not particularly limited, but is preferably
90% by mass or higher to keep expected reactivity. Usually, no other salt is used, but other neutral or basic inorganic
salts may be contained.
[0022] The calcium oxide may contain impurities such as hydrochloric acid-insoluble substances, chlorides, carbon-
ates, sulfates, heavy metals, and iron, but a smaller amount is better. For example, acceptable amounts of impurities
are as follows.
Hydrochloric acid-insoluble substance: 0.5% or less
Chloride (Cl): 0.25% or less
Carbonate: test-passed amount (forming almost no bubbles)
Sulfate (SO4): 1.0% or less
Heavy metal (Pb): 0.025% or less
Iron (Fe): 0.25% or less
[0023] The calcium oxide preferably has an ignition loss (800°C) of 6.0% or less. The calcium oxide content (after
ignition) is preferably 98.0% or more.
[0024] The calcium hydroxide preferably has a purity of 96.0% or higher. The calcium hydroxide may contain impurities
such as hydrochloric acid-insoluble substances, carbonates, chlorides, sulfates, sodium, potassium, magnesium, lead,
arsenicum, chromium, manganese, and iron, but a smaller amount is better. For example, acceptable amounts of
impurities are as follows.
Hydrochloric acid-insoluble substance: 0.5% or less
Carbonate: test-passed amount (forming almost no bubbles)
Chloride (Cl): 0.05% or less
Sulfate (SO4): 0.25% or less
Sodium (Na): 0.25% or less
Potassium (K): 0.25% or less
Magnesium (Mg): 5.0% or less
Lead (Pb): 0.015% or less
Arsenicum (As): 2.5 ppm or less
Chromium (Cr): 0.025% or less
Manganese (Mn): 0.05% or less
Iron (Fe): 0.10% or less
[0025] The calcium hydroxide preferably meets the standard prescribed in JIS K 8575-1994.
[0026] In the first production method, the below-described desiccant is not essential, but may be used.
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[0027] The second production method is a method for producing an asymmetric chain carbonate represented by
Formula (3) by reacting an alcohol represented by Formula (1) with a halocarbonate ester compound represented by
Formula (2) in the presence of an inorganic base and a desiccant. The present inventors have found that a high conversion
rate and high selectivity can be surprisingly achieved by the use of an inorganic base and a desiccant.
[0028] Preferably, the inorganic base is at least one selected from the group consisting of carbonates of alkali metals,
hydroxides of alkali metals, oxides of magnesium, oxides of alkaline earth metals, hydroxides of magnesium, hydroxides
of alkaline earth metals, carbonates of magnesium, carbonates of alkaline earth metals, acetates of magnesium, and
acetates of alkaline earth metals. More preferably, it is at least one selected from the group consisting of potassium
carbonate, sodium carbonate, potassium hydroxide, and sodium hydroxide.
[0029] The amount of the inorganic base per mol of the alcohol represented by Formula (1) is preferably 0.5 to 2.0
mol, and is more preferably 0.7 mol or more and more preferably 1.5 mol or less.
[0030] The desiccant is preferably at least one selected from the group consisting of neutral calcium salts, zeolite,
silica gel, alumina, and activated carbon, more preferably at least one selected from the group consisting of calcium
chloride, zeolite, and alumina.
[0031] The neutral calcium salt usually means a strong acid calcium salt. It is preferably at least one selected from
the group consisting of calcium chloride, calcium bromide, calcium iodide, and calcium sulfate.
[0032] The purity of the neutral calcium salt is not particularly limited, but is preferably 90% by mass or higher to keep
expected reactivity. Usually, no other salt is used, but other neutral or basic inorganic salts may be contained.
[0033] Each neutral calcium salt may be used alone or in combination of two or more.
[0034] The neutral calcium salt may be activated before use. The activation is performed, for example, by drying
treatment with heating at 300°C to 350°C or at 350°C to 400°C overnight in vacuum (10-1 to 10-3 mmHg). Neutral calcium
salts not activated by such a treatment can also be suitably used.
[0035] The zeolite may be natural zeolite or a synthesized zeolite.
[0036] The zeolite is preferably a synthesized zeolite.
[0037] The zeolite is preferably one represented by the formula: M2/nO·Al2O3·xSiO2·yH2O (wherein M represents a
metal cation, n represents the valence of the metal cation, x represents a coefficient, and y represents a coefficient).
The metal cation as M is preferably at least one metal cation selected from the group consisting of a sodium cation, a
lithium cation, and a potassium cation.
[0038] The zeolite is preferably porous.
[0039] The zeolite preferably has an average pore size of preferably 3 to 5 angstrom, more preferably 3 to 4 angstrom.
[0040] The morphology of the zeolite may be, for example, powder, granule, or pellet, and is preferably powder or
granule.
[0041] The zeolite has a weight average particle diameter of preferably 10 mm or less, more preferably 5 mm or less.
Herein, the particle diameter refers to a major axis. Herein, in the case where the primary particles of zeolite form
secondary particles, the term "weight average particle diameter" refers to the particle diameter of the secondary particles.
[0042] Each zeolite may be used alone or in combination of two or more.
[0043] The zeolite may be activated before use. The activation is performed, for example, by drying treatment with
heating at 300°C to 350°C overnight in vacuum (10-1 to 10-3 mmHg). Zeolite not activated by such a treatment can also
be suitably used.
[0044] The silica gel may be spherical or crushed silica gel.
[0045] In the case of spherical silica gel, the particle diameter thereof upon use does not matter, but is more preferably
about 40 to 500 mm.
[0046] The silica gel may be acid silica gel, neutral silica gel, or basic silica gel such as amino silica.
[0047] Each silica gel may be used alone or in combination of two or more.
[0048] The silica gel may be activated before use. The activation is performed, for example, by drying treatment with
heating at 300°C to 350°C overnight in vacuum (10-1 to 10-3 mmHg). Silica gel not activated by such a treatment can
also be suitably used.
[0049] Alumina having any shape may be used.
[0050] The particle diameter of the alumina upon use does not matter, but is preferably about 50 to 100 mm.
[0051] The alumina may be acid alumina, neutral alumina, or basic alumina.
[0052] Each alumina may be used alone or in combination of two or more.
[0053] The alumina may be activated before use. The activation is performed, for example, by drying treatment with
heating at 100°C to 150°C overnight in vacuum (10-1 to 10-3 mmHg). Almina not activated by such a treatment can also
be suitably used.
[0054] The activated carbon may be crushed, granulated, or molded activated carbon.
[0055] In the case of spherical activated carbon, the particle diameter thereof does not matter, but is more preferably
about 50 to 100 mm.
[0056] The activated carbon may be gas-activated carbon, zinc chloride-activated carbon, or phosphoric acid-activated



EP 3 363 779 A1

6

5

10

15

20

25

30

35

40

45

50

55

carbon.
[0057] Each activated carbon may be used alone or in combination of two or more.
[0058] The activated carbon may be activated before use.
[0059] The activation is performed, for example, by firing at 800°C to 1000°C. Activated carbon not having undergone
such a treatment can also be suitably used.
[0060] The alcohol is represented by Formula (1):

R1OH

wherein R1 is an organic group.
[0061] Examples of the organic group include alkyl groups optionally having one or more substituent(s), alkenyl groups
optionally having one or more substituent(s), alkynyl groups optionally having one or more substituent(s), cycloalkyl
groups optionally having one or more substituent(s), cycloalkenyl groups optionally having one or more substituent(s),
aryl groups optionally having one or more substituent(s), and heteroaryl groups optionally having one or more substit-
uent(s).
[0062] The organic group is preferably an alkyl group optionally having one or more substituent(s) or an aryl group
optionally having one or more substituent(s).
[0063] Examples of the substituent include halogen atoms (preferably, fluorine atom), alkyl groups, fluorinated alkyl
groups, aryl groups, and heteroatom-containing groups. Preferred of these is a halogen atom, and more preferred is a
fluorine atom. Examples of the heteroatom-containing groups include groups containing N, O, or S, such as an amino
group, an amide group, a hydroxy group, an ether bond, an ester bond, a thiol bond, and a SH group.
[0064] The number of the substituents is preferably 1 to 4, more preferably 1 to 3, still more preferably 1 or 2.
[0065] The organic group is preferably an optionally substituted alkyl group.
[0066] The organic group may be an alkyl group having no halogen atom or an alkyl group having a halogen atom,
or may be an alkyl group having no fluorine atom or an alkyl group having a fluorine atom.
[0067] The organic group is more preferably an alkyl group having a halogen atom, still more preferably an alkyl group
having a fluorine atom.
[0068] The organic group has preferably 20 or less carbon atoms, more preferably 10 or less carbon atoms, still more
preferably five or less carbon atoms, particularly preferably three or less carbon atoms, most preferably two or less
carbon atoms, and may have one or more carbon atoms.
[0069] The alkyl group has preferably 20 or less carbon atoms, more preferably 10 or less carbon atoms, still more
preferably five or less carbon atoms, particularly preferably three or less carbon atoms, most preferably two or less
carbon atoms, and may have one or more carbon atoms.
[0070] The alkyl group may be linear or branched.
[0071] Examples of R1 include -CH3, -CH2CH3, -CH2-O-CH3, -CH2-CH2-O-CH3, -C6H5, -CF3, -CF2H, -CFH2, -CH2CF3,
-CH2CF2H, - CH2CFH2, -CF2CF3, -CF2CF2H, -CF2CFH2, -CFHCF3, -CFHCF2H, - CFHCFH2, -CH(CF3)2, -CH2C2F5,
-CH2CF2CF3, -CH2CF2CF2H, - CF2CF2CF3, -CHFCH3, and -CF2CH3.
[0072] In particular, in order to achieve a high conversion rate and high selectivity, R1 is preferably a C1-C3 alkyl group
having a fluorine atom, more preferably at least one selected from the group consisting of -CF3, -CF2H, -CFH2, - CH2CF3,
-CH2CF2H, -CH2CFH2, -CF2CF3, -CF2CF2H, -CF2CFH2, - CFHCF3, -CFHCF2H, -CFHCFH2, -CH(CF3)2, -CH2C2F5,
-CH2CF2CF3, - CH2CF2CF2H, and -CF2CF2CF3, still more preferably at least one selected from the group consisting of
-CH2CF3 and - CF2CF3.
[0073] The halocarbonate ester compound is represented by Formula (2):

XCOOR2

wherein X is a halogen atom, and R2 is an organic group different from R1.
[0074] The halogen atom as X is preferably F, Cl, Br, or I, more preferably F or Cl, still more preferably Cl.
[0075] The halocarbonate ester compound to be used has a purity of 95 to 100% by mass, and may be used without
undergoing any treatment or after purified by a usual method such as dehydration or distillation. Unpurified halocarbonate
ester compounds may also be suitably used.
[0076] R2 is an organic group different from R1.
[0077] Examples of the organic group include alkyl groups optionally having one or more substituent(s), alkenyl groups
optionally having one or more substituent(s), alkynyl groups optionally having one or more substituent(s), cycloalkyl
groups optionally having one or more substituent(s), cycloalkenyl groups optionally having one or more substituent(s),
aryl groups optionally having one or more substituent(s), and heteroaryl groups optionally having one or more substit-
uent(s).
[0078] The organic group as R2 is preferably an alkyl group optionally having one or more substituent(s) or an aryl
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group optionally having one or more substituent(s).
[0079] Examples of the substituent include halogen atoms (preferably, fluorine atom), alkyl groups, fluorinated alkyl
groups, aryl groups, and heteroatom-containing groups. Examples of heteroatom-containing groups include groups
containing N, O, or S, such as an amino group, an amide group, a hydroxy group, an ether bond, an ester bond, a thiol
bond, and a SH group.
[0080] The number of the substituents is preferably 1 to 4, more preferably 1 to 3.
[0081] The organic group as R2 is preferably an optionally substituted alkyl group.
[0082] The organic group as R2 may be an alkyl group having no halogen atom or an alkyl group having a halogen
atom, or may be an alkyl group having no fluorine atom or an alkyl group having a fluorine atom.
[0083] The organic group as R2 has preferably 20 or less carbon atoms, more preferably 10 or less carbon atoms,
still more preferably five or less carbon atoms, particularly preferably three or less carbon atoms, most preferably two
or less carbon atoms, and may have one or more carbon atoms.
[0084] The alkyl group has preferably 20 or less carbon atoms, more preferably 10 or less carbon atoms, still more
preferably five or less carbon atoms, particularly preferably three or less carbon atoms, most preferably two or less
carbon atoms, and may have one or more carbon atoms.
[0085] The alkyl group may be linear or branched.
[0086] Examples of R2 include -CH3, -CH2CH3, -CH(CH3)2, - CH2CF3, and -CH2C2H5.
[0087] In particular, in order to achieve a high conversion rate and high selectivity, R2 is preferably a C1-C3 alkyl group
having no fluorine atom, more preferably at least one selected from the group consisting -CH3, -CH2CH3, -CH(CH3)2,
and -CH2C2H5, still more preferably -CH3.
[0088] In order to achieve a high conversion rate and high selectivity, preferably at least one of R1 and R2 is an alkyl
group having a halogen atom. More preferably, one of R1 and R2 is an alkyl group having a halogen atom, and the other
is an alkyl group having no halogen atom.
[0089] In order to achieve a high conversion rate and high selectivity, preferably at least one of R1 and R2 is an alkyl
group having a fluorine atom. More preferably, one of R1 and R2 is an alkyl group having a fluorine atom, and the other
is an alkyl group having no fluorine atom.
[0090] The asymmetric chain carbonate is represented by Formula (3):

R1OCOOR2

wherein R1 and R2 are as defined above.
[0091] The first and second production methods are particularly suitable to produce an asymmetric chain carbonate
such as CF3OCOOCH3, CF3CH2OCOOCH3, CF3CF2OCOOCH3, CF3CF2CF2OCOOCH3, CF3CF(CF3)OCOOCH3,
CF3CH(CF3)OCOOCH3, CF3CF(CH3)OCOOCH3, CF3CH(CH3)OCOOCH3, CF3OCOOCH2CH3,
CF3CH2OCOOCH2CH3, CF3CF(CF3)OCOOCH2CH3, CF3CH(CF3)OCOOCH2CH3, CF3CF(CH3)OCOOCH2CH3,
CF3CH(CH3)OCOOCH2CH3, CH3OCOOCFHCH3, and CH3CH2OCOOCFHCH3.
[0092] The reactions in the first and second production methods may be performed in a solvent, but use of a solvent
is not essential. Use of a solvent is advantageous in facilitating mixing of raw materials and removal of heat generated
in the reactions. Use of no solvent is advantageous in simplifying collection of target products and cost efficiency.
[0093] The solvent is preferably an organic solvent. Use of water as a solvent may lead to an insufficient conversion rate.
[0094] Examples of the solvent include esters such as methyl acetate, ethyl acetate, propyl acetate, n-butyl acetate,
and tert-butyl acetate; ketones such as acetone, methyl ethyl ketone, and cyclohexanone; aliphatic hydrocarbons such
as hexane, cyclohexane, octane, nonane, decane, undecane, dodecane, and mineral spirits; aromatic hydrocarbons
such as benzene, toluene, xylene, naphthalene, and solvent naphtha; alcohol such as methanol, ethanol, tert-butanol,
iso-propanol, and ethyleneglycol monoalkyl ethers; chain ethers such as dimethyl ether and diethyl ether; cyclic ethers
such as tetrahydrofuran, tetrahydropyran, and dioxane; halogenated hydrocarbons such as chloromethane, dichlo-
romethane, trichloromethane (chloroform), tetrachloromethane, 1,2-dichloroethane, and difluoroethane; amides such
as N-methylpyrrolidone, dimethylformamide, and dimethylacetamide; nitriles such as acetonitrile; and sulfoxides such
as dimethyl sulfoxide.
[0095] In particular, the solvent is preferably at least one selected from the group consisting of dodecane, octane,
nonane, decane, dichloromethane, 1,2-dichloroethane, chloroform, carbon tetrachloride, toluene, xylene, ethyl acetate,
propyl acetate, and butyl acetate. If the target carbonate is liquid, such a solvent is preferred in view of simplification of
the reaction system.
[0096] The reaction temperature is preferably -20°C to 40°C, more preferably -10°C to 30°C, still more preferably 0°C
to 20°C. At too high a reaction temperature, the halocarbonate ester compound represented by Formula (2) may be
deactivated.
[0097] The duration of the reaction is preferably 0.1 to 100 hours, more preferably 1 to 90 hours, still more preferably
5 to 80 hours.
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[0098] The reaction may be performed at atmospheric pressure or elevated pressure, for example, at 1 MPa (gauge
pressure) or lower.
[0099] The first and second production methods may further include distillation of the asymmetric chain carbonate
produced by the reaction.
[0100] The first composition of the present invention includes:

an asymmetric chain carbonate represented by Formula (3) :

R1OCOOR2

wherein R1 is an organic group; and R2 is an organic group different from R1, and
at least one selected from the group consisting of symmetric chain carbonates represented by Formula (4):

R1OCOOR1

wherein R1 is as defined above; and
symmetric chain carbonates represented by Formula (5):

R2OCOOR2

wherein R2 is as defined above.

[0101] The definitions of R1 and R2 are as described for the first and second production methods.
[0102] The amount of the asymmetric chain carbonate represented by Formula (3) relative to the composition is
preferably 30 to 99.99% by mass, more preferably 50 to 99.95% by mass, still more preferably 80 to 99.9% by mass.
[0103] The amount of the symmetric chain carbonate represented by Formula (4) relative to the composition is pref-
erably 0.01 to 10% by mass, more preferably 0.05 to 5% by mass, still more preferably 0.1 to 2% by mass.
[0104] The amount of the symmetric chain carbonate represented by Formula (5) relative to the composition is pref-
erably 0.01 to 10%, more preferably 0.05 to 5% by mass, still more preferably 0.1 to 2% by mass.
[0105] The amounts of the symmetric or asymmetric chain carbonates represented by Formula (3) to Formula (5) can
be measured by gas chromatography.
[0106] The first composition can be produced by the first and second production methods.
[0107] The second composition of the present invention includes:

an asymmetric chain carbonate represented by Formula (3) :

R1OCOOR2

wherein R1 is an organic group; and R2 is an organic group different from R1, and
water,
the composition containing water in an amount of 100 ppm or less.

[0108] The definitions of R1 and R2 are as described for the first and second production methods.
[0109] The amount of water can be measured using a Karl Fischer moisture meter.
[0110] The second composition can be produced by the first and second production methods.

EXAMPLES

[0111] The present invention will be specifically described below with reference to, but not limited to, examples.

Example 1

[0112] Stirring of 2,2,2-trifluoroethanol (1 g, 10 mmol), calcium oxide (560 mg, 10 mmol), and dichloromethane (2.84
g, 30 mmol) was performed at 0°C to 5°C. To the resulting mixture was carefully dropwise added methyl chloroformate
(0.992 g, 10.5 mmol) while preventing heat generation. After the completion of the dropping, the mixture was stirred for
about 16 hours while gradually raising the temperature to room temperature, and then filtrated and distillated, thereby
producing a composition containing CF3CH2OCOOCH3 and CH3OCOOCH3 with a conversion rate of 99.0%. The con-
version rate means the conversion rate of the alcohol (2,2,2-trifluoroethanol in Example 1) determined by gas chroma-



EP 3 363 779 A1

9

5

10

15

20

25

30

35

40

45

50

55

tography (GC). Table 1 shows the result. With regard to the water content of the system, the composition produced by
the reaction was pulled out with a dry syringe and subjected to measurement using a Karl Fischer moisture meter to
confirm that the composition contained water in an amount of 22 ppm (average of three measures).

Example 2

[0113] A composition containing CF3CH2OCOOCH3 and CH3OCOOCH3 was produced as in Example 1, except that
calcium hydroxide was used instead of calcium oxide. The conversion rate was 99.9%. The water content was measured
using a Karl Fischer moisture meter and confirmed to be 85 ppm (average of three measures).

Example 3

[0114] A composition containing CF3CH2OCOOCH3 and CH3OCOOCH3 was produced as in Example 1, except for
using no dichloromethane. The conversion rate was 95.4%.

Comparative Example 1

[0115] The same operation as in Example 1 was performed, except that pyridine was used instead of calcium oxide.
The conversion rate was only 24.0%. The methyl chloroformate was decomposed. A lot of symmetric carbonate was
observed.

Example 4

[0116] A composition containing CF3CH2OCOOCH3 and CH3OCOOCH3 was produced as in Example 1, except that
methanol, trifluoroethyl chloroformate, and calcium hydroxide were used instead of 2,2,2-trifluoroethanol, methyl chlo-
roformate, and calcium oxide, respectively. The conversion rate was 99.6%.

Example 5

[0117] A composition containing CH3CH2OCOOCH3 and CH3OCOOCH3 was produced as in Example 1, except that
ethanol and calcium hydroxide were used instead of 2,2,2-trifluoroethanol and calcium oxide, respectively. The conversion
rate was 99.3%.

Example 6

[0118] A composition containing CH3OCH2CH2OCOOCH3 and CH3OCOOCH3 was produced as in Example 1, except
that 2-methoxy ethanol and calcium hydroxide were used instead of 2,2,2-trifluoroethanol and calcium oxide, respectively.
The conversion rate was 99.4%.

Example 7

[0119] A composition containing C6H5OCOOCH3 and CH3OCOOCH3 was produced as in Example 1, except that
phenol and calcium hydroxide were used instead of 2,2,2-trifluoroethanol and calcium oxide, respectively. The conversion
rate was 99.0%.

Example 8

[0120] Stirring of 2,2,2-trifluoroethanol (1 g, 10 mmol), potassium carbonate (1.38 g), calcium chloride (1.11 mg, 10
mmol), and dichloromethane (2.84 g, 30 mmol) was performed at 0°C to 5°C. To the resulting mixture was carefully
dropwise added methyl chloroformate (0.992 g, 10.5 mmol) while preventing heat generation. After the completion of
the dropping, the mixture was stirred for about 16 hours while gradually raising the temperature to room temperature,
and then filtrated and distillated, thereby producing a composition containing CF3CH2OCOOCH3 and CH3OCOOCH3
with a conversion rate of 94.8%.

Comparative Example 2

[0121] The same operation as in Example 4 was performed, except that pyridine was used instead of calcium hydroxide.
The conversion rate was only 34.3%. The trifluoroethyl chloroformate was decomposed. A lot of symmetric carbonate
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was observed.

Comparative Example 3

[0122] The same operation as in Example 5 was performed, except that pyridine was used instead of calcium hydroxide.
The conversion rate was only 36.6%. The methyl chloroformate was decomposed. A lot of symmetric carbonate was
observed.

Comparative Example 4

[0123] The same operation as in Example 8 was performed, except for adding no calcium chloride. The conversion
rate was only 31.4%. The methyl chloroformate was decomposed. A lot of symmetric carbonate was observed.
[0124] The selectivity in the following table was determined based on the area ratios measured by gas chromatography.

Claims

1. A method for producing an asymmetric chain carbonate, the method comprising
reacting an alcohol represented by Formula (1):

R1OH

wherein R1 is an organic group,
with a halocarbonate ester compound represented by Formula (2) :

XCOOR2

wherein X is a halogen atom; and R2 is an organic group different from R1,
in the presence of a basic magnesium salt or a basic alkaline earth metal salt to produce an asymmetric chain
carbonate represented by Formula (3):

R1OCOOR2

wherein R1 and R2 are as defined above.

[Table 1]

GC area %
Conversion rate % Selectivity %

R1OH CH3OCOCl CH3OCOOCH3 R1OCOOCH3

Example 1 0.98 0.91 1.42 96.69 99.0 98.6

Example 2 0.12 1.11 1.47 97.30 99.9 98.5

Example 3 4.55 0.74 0.85 93.86 95.4 99.1

Example 4 0.35 0.88 1.39 96.88 99.6 98.5

Example 5 0.69 2.08 1.51 95.72 99.3 98.4

Example 6 0.55 1.82 1.43 96.20 99.4 98.5

Example 7 0.99 1.67 1.88 95.72 99.0 98.1

Example 8 4.20 17.17 1.38 77.25 94.8 98.2

Comparative Example 1 57.33 0.00 24.55 18.12 24.0 42.4

Comparative Example 2 48.78 0.00 25.80 25.42 34.3 49.6

Comparative Example 3 50.18 0.00 20.89 28.99 36.6 58.1

Comparative Example 4 49.24 0.00 28.17 22.59 31.4 44.5
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2. The production method according to claim 1,
wherein R1 is an alkyl group having no fluorine atom or an alkyl group having a fluorine atom, and
R2 is an alkyl group having no fluorine atom or an alkyl group having a fluorine atom.

3. A method for producing an asymmetric chain carbonate, the method comprising
reacting an alcohol represented by Formula (1):

R1OH

wherein R1 is an organic group,
with a halocarbonate ester compound represented by Formula (2) :

XCOOR2

wherein X is a halogen atom; and R2 is an organic group different from R1,
in the presence of an inorganic base and a desiccant to produce an asymmetric chain carbonate represented by
Formula (3):

R1OCOOR2

wherein R1 and R2 are as defined above.

4. The production method according to claim 3,
wherein R1 is an alkyl group having no fluorine atom or an alkyl group having a fluorine atom, and
R2 is an alkyl group having no fluorine atom or an alkyl group having a fluorine atom.

5. The production method according to claim 3 or 4,
wherein the inorganic base is at least one selected from the group consisting of carbonates of alkali metals, hydroxides
of alkali metals, oxides of magnesium, oxides of alkaline earth metals, hydroxides of magnesium, hydroxides of
alkaline earth metals, carbonates of magnesium, carbonates of alkaline earth metals, acetates of magnesium, and
acetates of alkaline earth metals.

6. The production method according to claim 3, 4, or 5,
wherein the desiccant is at least one selected from the group consisting of neutral calcium salts, zeolite, silica gel,
alumina, and activated carbon.

7. A composition comprising:

an asymmetric chain carbonate represented by Formula (3) :

R1OCOOR2

wherein R1 is an organic group; and R2 is an organic group different from R1, and
at least one selected from the group consisting of symmetric chain carbonates represented by Formula (4):

R1OCOOR1

wherein R1 is as defined above; and
symmetric chain carbonates represented by Formula (5):

R2OCOOR2

wherein R2 is as defined above.

8. A composition comprising:

an asymmetric chain carbonate represented by Formula (3) :
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R1OCOOR2

wherein R1 is an organic group; and R2 is an organic group different from R1, and
water,
the composition containing water in an amount of 100 ppm or less.
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