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Description

[0001] The present invention relates to the field of vinyl
compounds, especially vinyltetrahydrofuranes.
[0002] One of the biggest challenges of this century is
the development of novel ways to harness renewable
resources as an alternative to petroleum-based value
chain. Both the energy and fuel sector as well as the
chemistry sector with everyday chemicals such as plas-
tics, paints, soaps, etc. are extremely dependent on oil.
With the increasing demand and declining reserves of oil
a change to a different raw material base will be neces-
sary in future. As part of the ongoing industrialization of
emerging economies in particular the extension of the
value chain is more significant. Renewable resources
have a completely different chemical composition com-
pared to oil. The refinery established technologies such
as thermal and catalytic cracking, isomerization and oth-
er petrochemical processes can therefore not be used
directly. For this reason, new pathways and tools need
to be developed and analyzed to establish analogous to
a petroleum refinery, a biorefinery with specific technol-
ogies.
[0003] For this reason, it is an object to provide novel
suitable building blocks and methods to their production.
Especially of interest are vinyl- or alkene-containing ma-
terials due to their polymerizability which are on the other
hand somewhat polar due to suitable functional groups.
[0004] This object is solved by the material of Claim 1
and the method of Claim 2. Accordingly, (2R,3R,4S)-2-
vinyltetrahydrofuran-3,4-diol and a method to its produc-
tion is provided.
[0005] (2R,3R,4S)-2-vinyltetrahydrofuran-3,4-diol
has, depending on the actual application, at least one or
more of the following advantages:

- As will be shown later on, it can be produced easily
from glucose and fructose, compounds abundant in
biomass

- Due to the two hydroxy groups the compound is high-
ly polar, making it an interesting candidate for many
polymers

- The incorporated functionalities in the compound en-
able the chemical modification of surfaces and ma-
terials

- The incorporated functionalities in the compound en-
able the synthesis of surfactants

[0006] Yet accordingly, a method of producing
(2R,3R,4S)-2-vinyltetrahydrofuran-3,4-diol is provided,
comprising the step of

a) reacting 1,4-sorbitan with a Rhenium compound
(Re-compound) in the presence of a protic solvent

[0007] Surprisingly it has been found that by this meth-
od the target compound (2R,3R,4S)-2-vinyltetrahydro-
furan-3,4-diol can be obtained as the only stereoisomer.

1,4-Sorbitan itself can be made easily from glucose or
fructose via literature-known methods.
[0008] According to a preferred embodiment of the
present invention, the Re-compound is preferably select-
ed from the group of compounds in the oxidation state
(VII), more preferably selected from the group including
HReO4, Re2O7, H3CReO3, AReO4 with A preferably se-
lected from a monovalent metal or ammonium ion and
mixtures thereof. These compounds have proven them-
selves in practice. Especially preferred are HRO4, Re2O7
and H3CReO3, more especially HRO4, since in many ac-
tual applications they have given the best yields.
[0009] However, this is not limiting to the present in-
vention, and according to a preferred embodiment of the
present invention, the Re-compound comprises Rhe-
nium in a lower oxidation state than (VII), either as the
active compound or as a precursor. Especially preferred
compounds include Re(CO)5Br (Rhenium (I)) and
Re2(CO)10 (Rhenium (0)).
[0010] However, it should be noted that the present
invention is not limited to these compounds and also
more complex Re-materials, e.g. with organic ligands or
the like are also alternatively preferred compounds.
[0011] According to a preferred embodiment of the
present invention, the Re-compound is present in heter-
ogenous form. Preferably the Re-compound is bound to
a solid carrier, such as - but not limited to - active coal,
functionalized active coal, polymers, especially hyper-
branched polymers, and oxidic materials, including TiO2,
ZrO2, SiO2, zeolite, Al2O3, Co3O4.
[0012] Precursor materials for immobilizing the Re-
compound may be selected from NH4ReO4, Re2O7,
HReO4, ReO2, ReO3, Re, H3CReO3 and Re2(CO)10.
[0013] Preferred methods for immobilizing the Re-
compound include wet impregnation, dry impregnation,
absorption or precipitation.
[0014] According to a preferred embodiment of the
present invention, the protic solvent is a mono-or poly-
valent alcohol. Furthermore preferably the protic solvent
has a boiling point of 130°C or more.
[0015] Preferred solvents are especially monovalent
C5 to C10- alcohols, especially 1-octanol and/or 2-octa-
nol.
[0016] According to a preferred embodiment of the
present invention, step a) is carried out without any fur-
ther reagents. This has shown to be advantageous and
side-reaction prohibiting for many applications within the
present invention.
[0017] According to a preferred embodiment of the
present invention, step a) is carried out at a temperature
of ≥100°C.
[0018] The aforementioned components, as well as
the claimed components and the components to be used
in accordance with the invention in the described embod-
iments, are not subject to any special exceptions with
respect to their size, shape, material selection and tech-
nical concept such that the selection criteria known in the
pertinent field can be applied without limitations.

1 2 



EP 3 009 430 A1

3

5

10

15

20

25

30

35

40

45

50

55

[0019] Additional details, characteristics and advan-
tages of the object of the invention are disclosed in the
subclaims and the following description of the respective
examples --which in an exemplary fashion--show one
preferred embodiment of the rotary drum according to
the invention. Such embodiment does not necessarily
represent the full scope of the invention, however, and
reference is made therefore to the claims and herein for
interpreting the scope of the invention. It is to be under-
stood that both the foregoing general description and the
following detailed description are exemplary and explan-
atory only and are intended to provide further explanation
of the present invention as claimed.

EXAMPLE I:

[0020] Preparation of (2R,3R,4S)-2-vinyltetrahydro-
furan-3,4-diol:
[0021] Under an argon atmosphere 1,4-sorbitan
(606.6 mg, 3.70 mmol), HReO4 (aq.)(65w%) (33.1 mL,
46.4 mg, 184.7 mmol, 5 mol %) and 24.3 ml 2-octanol
were given in a bottle flask with condenser. About 7.0 g
Molecular sieve (4Å) are placed on a sieve between Flask
and condenser. The solution was heated to 170 °C in an
oil bath and stirred for 2 hours.
[0022] The catalyst was removed from the reaction
mixture by silica column chromatography (Ethyl acetate).
[0023] Ethyl acetate was removed by rotation evapo-
ration. The resulting solution was extracted with wa-
ter/methanol (1.5/1.1). Water and methanol was re-
moved from the resulting solution and the remaining high
viscous oil was again purified by column chromatogra-
phy. The product fraction was dried and subsequently
sublimated (60°C, high vacuum).
[0024] Product: 255.8 mg (2R,3R,4S)-2-vinyltetrahy-
drofuran-3,4-diol:

[0025] 1H-NMR (600 MHz, MeOH-d4): δ = 3.65 (dd, J
=9.3 Hz, 1.1Hz; 1H), 3.93 (dd, J=3.2 Hz, 1.1Hz; 1H), 4.14
(dd, J=9.3Hz, 4.3Hz; 1H), 4.17 (m, 1H), 5.25 (ddd,
J=10.4Hz, 1.9Hz, 1.0Hz; 1H), 5.36 (ddd, J=17.3, 1.3Hz,
1.9Hz; 1H), 5.95 (ddd, J=17.3Hz, 10.4Hz, 7.0Hz; 1H)
ppm.
[0026] 13C-NMR (151 MHz, MeOH-d4): δ=74.4, 78.5,
79.6, 83.7, 118.5, 135.1 ppm.
[0027] HRMS (ESI) found [M+Na]+:153.05219,
C6H10O3Na requires: 153.05222
[0028] The particular combinations of elements and
features in the above detailed embodiments are exem-
plary only; the interchanging and substitution of these
teachings with other teachings in this and the patents/ap-
plications incorporated by reference are also expressly

contemplated. As those skilled in the art will recognize,
variations, modifications, and other implementations of
what is described herein can occur to those of ordinary
skill in the art without departing from the spirit and the
scope of the invention as claimed. Accordingly, the fore-
going description is by way of example only and is not
intended as limiting. In the claims, the word "comprising"
does not exclude other elements or steps, and the indef-
inite article "a" or "an" does not exclude a plurality. The
mere fact that certain measures are recited in mutually
different dependent claims does not indicate that a com-
bination of these measured cannot be used to advantage.
The invention’s scope is defined in the following claims
and the equivalents thereto. Furthermore, reference
signs used in the description and claims do not limit the
scope of the invention as claimed.

Claims

1. (2R,3R,4S)-2-vinyltetrahydrofuran-3,4-diol.

2. A method of producing (2R,3R,4S)-2-vinyltetrahy-
drofuran-3,4-diol, comprising the step of

a) reacting 1,4-sorbitan with a Rhenium-com-
pound (Re-compound) in the presence of a pro-
tic solvent

3. The method of claim 2, whereby the Re- compound
is selected from HReO4, Re2O7, H3CReO3, AReO4
with A preferably selected from a monovalent metal
or ammonium ion and mixtures thereof. Re(CO)5Br
and Re2(CO)10

4. The method of claims 2 or 3, whereby the protic sol-
vent is a mono- or polyvalent alcohol.

5. The method of any of the claims 1 to 4, whereby the
protic solvent has a boiling point of 130°C or more.

6. The method of any of the claims 1 to 5, whereby step
a) is carried out without any further reagents.

7. The method of any of the claims 1 to 6, whereby step
a) is carried out at a temperature of ≥100°C.

8. The method of any of the claims 1 to 7, whereby the
Re-compound is immobilized or present in heterog-
enous form.
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