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(57) ABSTRACT

A method of reducing hydroxymethylfurfural (HMF) where
a starting material containing HMF in a solvent comprising
water is provided. H, is provided into the reactor and the
starting material is contacted with a catalyst containing at
least one metal selected from Ni, Co, Cu, Pd, Pt, Ru, Ir, Re
and Rh, at a temperature of less than or equal to 250° C. A
method of hydrogenating HMF includes providing an aque-
ous solution containing HMF and fructose. H, and a hydro-
genation catalyst are provided. The HMF is selectively
hydrogenated relative to the fructose at a temperature at or
above 30° C. A method of producing tetrahydrofuran
dimethanol (THFDM) includes providing a continuous flow
reactor having first and second catalysts and providing a
feed comprising HMF into the reactor. The feed is contacted
with the first catalyst to produce furan dimethanol (FDM)
which is contacted with the second catalyst to produce
THFDM.
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HYDROXYMETHYLFURFURAL REDUCTION
METHODS AND METHODS OF PRODUCING
FURANDIMETHANOL

RELATED PATENT DATA

[0001] This patent claims priority under 35 U.S.C. § 119
to U.S. Provisional Application No. 60/804,409, which was
filed Jun. 9, 2006.

TECHNICAL FIELD

[0002] The invention pertains to hydroxymethylfurfural
reduction methods, methods of producing furandimethanol,
and methods of producing tetrahydrofuran dimethanol.

BACKGROUND OF THE INVENTION

[0003] Hydroxymethylfurfural (HMF) is a compound
which can be produced from various hexoses or hexose-
comprising materials. HMF can in turn be converted into a
variety of derivatives, many of which are currently or are
quickly becoming commercially valuable. Of particular
interest is a reduction product furandimethanol (FDM).
Another reduction product of interest is tetrahydrofuran
dimethanol (THF dimethanol, alternatively referred to as
THF-diol or THFDM). FDM and THF dimethanol are useful
in adhesives, sealants, composites, coatings, binders, foams,
curatives, polymer materials, solvents, resins or as mono-
mers, for example.

[0004] Conventional methodology for production of FDM
and/or THF dimethanol from HMF typically results in low
yields, and/or low selectivity and can therefore be cost
prohibitive. Additionally, conventional methodology often
utilizes one or more environmentally unfriendly compound
or solvent, or utilizes harsh reaction conditions. Accord-
ingly, it is desirable to develop alternative methods for
production of FDM and/or THF dimethanol from HMF.

SUMMARY OF THE INVENTION

[0005] In one aspect the invention encompasses a method
of reducing HMF where a starting material containing HMF
in a solvent comprising water is provided into a reactor. H,
is provided into a reactor and the starting material is con-
tacted with a catalyst containing at least one metal selected
from Ni, Co, Cu, Pd, Pt, Ru, Ir, Re and Rh. The contacting
is conducted at a reactor temperature of less than or equal to
250° C.

[0006] In one aspect the invention encompasses a method
of hydrogenating HMF. An aqueous solution containing
HMF and fructose is provided into a reactor and H, is
provided into the reactor. A hydrogenation catalyst is pro-
vided in the reactor. The HMF is selectively hydrogenated
relative to the fructose at a temperature at or above about 30°
C.

[0007] In one aspect the invention pertains to a method of
producing tetrahydrofuran dimethanol (THFDM) A feed
comprising HMF is provided into a reactor containing a first
and a second catalyst. The feed is contacted with the first
catalyst to produce furan dimethanol (FDM). The FDM is
contacted with the second catalyst to produce THFDM.

BRIEF DESCRIPTION OF THE DRAWINGS

[0008] Preferred embodiments of the invention are
described below with reference to the following accompa-
nying drawings.
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[0009] FIG. 1 shows conversion of HMF and selective
production of furandimethanol and tetrahydrofuran diol
(THF diol) as a function of time on stream (TOS) utilizing
a continuous flow reactor with a cobalt supported on SiO,
catalyst and a base set of parameters in accordance with one
aspect of the invention.

[0010] FIG. 2 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at an increased liquid hourly space velocity (LHSV)
relative to FIG. 1.

[0011] FIG. 3 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at a decreased pressure relative to FIG. 1.

[0012] FIG. 4 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at a decreased temperature relative to FIG. 1.

[0013] FIG. 5 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at a decreased temperature relative to FIG. 1.

[0014] FIG. 6 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at a decreased pressure relative to that of FIG. 1.

[0015] FIG. 7 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at decreased pressure and temperature relative to that
of FIG. 1.

[0016] FIG. 8 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 and an increased HMF feed concentration relative to
that of FIG. 1.

[0017] FIG. 9 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at an increased HMF feed concentration and
decreased pressure relative to that of FIG. 1.

[0018] FIG. 10 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at an increased HMF feed concentration and a
decreased pressure with increased temperature relative to
that of FIG. 1.

[0019] FIG. 11 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at an increased temperature relative to FIG. 1.

[0020] FIG. 12 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 1 at an increased pressure relative to that of FIG. 1.

[0021] FIG. 13 shows HMF conversion and product selec-
tivity as a function of temperature utilizing the catalyst of
FIG. 1.

[0022] FIG. 14 shows HMF conversion and product selec-
tivity as a function of pressure utilizing the catalyst of FIG.
1.

[0023] FIG. 15 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing an 0.8%
palladium supported on carbon catalyst in a continuous flow
reactor utilizing a base set of reaction parameters in accor-
dance with one aspect of the invention.
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[0024] FIG. 16 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 15 at a decreased LHSV relative to FIG. 15.

[0025] FIG. 17 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 15 at an increased temperature and decreased LHSV
relative to FIG. 15.

[0026] FIG. 18 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 15 at an increased pressure and decreased LHSV
relative to FIG. 15.

[0027] FIG. 19 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 15 at reduced pressure and increased temperature and
decreased LHSV relative to FIG. 15.

[0028] FIG. 20 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
15 at an increased temperature and decreased LHSV relative
to FIG. 15.

[0029] FIG. 21 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
15 at a decreased H, gas hourly space velocity (GHSV),
increased temperature, and decreased LHSV relative to FIG.
15.

[0030] FIG. 22 shows HMF conversion and product selec-
tivity as a function of time on stream for a continuous flow
reactor utilizing a Pt on SiO, support (in-house prep) cata-
lyst and a base set of reaction parameters in accordance with
one aspect of the invention.

[0031] FIG. 23 shows HMF conversion and product selec-
tivity as a function of time on stream for a continuous flow
reaction utilizing another Co/SiO, catalyst and a base set of
reaction of parameters in accordance with another aspect of
the invention.

[0032] FIG. 24 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 23 at a decreased pressure and decreased temperature
relative to FIG. 23.

[0033] FIG. 25 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 23 at a decreased pressure and decreased temperature
with an increased HMF feed concentration relative to FIG.
23.

[0034] FIG. 26 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 at an increased temperature relative to FIG. 23.

[0035] FIG. 27 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 at the parameters used in FIG. 23.

[0036] FIG. 28 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 utilizing an increased LHSV relative to FIG. 23.

[0037] FIG. 29 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 utilizing an increased HMF feed concentration relative to
FIG. 23.
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[0038] FIG. 30 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 23 and the parameters of FIG. 23 where the catalyst
was pretreated by dry reduction at 150° C.

[0039] FIG. 31 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 after 150° C. dry reduction utilizing the parameters of
FIG. 23.

[0040] FIG. 32 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 reduced at 150° C. at a decreased LHSV.

[0041] FIG. 33 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 reduced at 150° C. at a decreased LHSV relative to FIG.
23.

[0042] FIG. 34 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 reduced at 150° C. at an increased reactor temperature
relative to FIG. 23.

[0043] FIG. 35 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 reduced at 230° C.

[0044] FIG. 36 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 originally reduced at 230° C. utilizing a decreased LHSV
relative to FIG. 23.

[0045] FIG. 37 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 reduced at a temperature of 362° C.

[0046] FIG. 38 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
23 originally reduced at 362° C.

[0047] FIG. 39 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing a Cu—Cr
catalyst and a base set of reaction parameters in accordance
with another aspect of the invention.

[0048] FIG. 40 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 39 and an increased LHSV relative to FIG. 39.

[0049] FIG. 41 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
39 at an increased HMF feed concentration relative to FIG.
39.

[0050] FIG. 42 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
39 at an increased LHSV over a portion of the run and N,

sparging.

[0051] FIG. 43 shows HMF conversion and product selec-
tivity as a function of time on stream for a 5% Pt/Al,O,
catalyst reduced at 150° C. at a base set of reaction param-
eters with varied LHSV.

[0052] FIG. 44 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
43 originally reduced at 150° C. at a decreased LHSV
relative to FIG. 43.
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[0053] FIG. 45 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 43 and a crude HMF feed.

[0054] FIG. 46 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 43 and a second crude HMF feed.

[0055] FIG. 47 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 43 and a third crude HMF feed.

[0056] FIG. 48 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing the catalyst of
FIG. 43 at an increased reactor temperature relative to FIG.
43.

[0057] FIG. 49 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
43 at an increased reactor temperature and at an increased
LHSV relative to FIG. 43.

[0058] FIG. 50 shows HMF conversion and product selec-
tivity as a function of time on stream of the catalyst of FIG.
43 at an increased reactor temperature and increased LHSV
relative to FIG. 43.

[0059] FIG. 51 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
43 at an increased reactor temperature and at an increased
LHSYV relative to FIG. 43.

[0060] FIG. 52 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
43 at an increased pressure and decreased LHSV relative to
FIG. 43.

[0061] FIG. 53 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
43 at an increased pressure, an increased temperature and at
an increased LHSV relative to FIG. 43.

[0062] FIG. 54 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
43 at an increased pressure, an increased temperature and at
an increased LHSV relative to FIG. 43.

[0063] FIG. 55 shows HMF conversion and product selec-
tivity as a function of time on stream for the catalyst of FIG.
43 at a decreased pressure and decreased LHSV relative to
FIG. 43.

[0064] FIG. 56 shows HMF conversion and product selec-
tivity as a function of temperature for the catalyst of FIG. 43.

[0065] FIG.57 shows HMF conversion and product selec-
tivity as a function of time on stream utilizing a continuous
flow reactor and a Co/SiO, catalyst at 120° C.

[0066] FIG. 58 shows FDM conversion and product selec-
tivity as a function of time on stream for a continuous flow
reactor utilizing a Ni/SiO, catalyst at 70° C.

[0067] FIG. 59 shows HMF conversion and product selec-
tivity as a function of time on stream for a continuous flow
reactor utilizing a Ni/SiO, catalyst at 70° C. at varied LHSV.

[0068] FIG. 60 shows a repeat of FDM conversion and
product selectivity as a function of time on stream for a
continuous flow reactor utilizing a Ni/SiO, catalyst at 70°
C., after the run shown in FIG. 59.
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[0069] FIG. 61 shows HMF conversion and product selec-
tivity for a staged bed (segregated catalysts) continuous flow
reactor utilizing Co/SiO, and Ni/SiO, catalysts.

[0070] FIG. 62 shows HMF conversion as a function of
time on stream for a staged bed continuous flow reactor
utilizing segregated Co/SiO, and Ni/SiO, catalysts and a
base set of reaction conditions in accordance with one aspect
of the invention.

[0071] FIG. 63 shows HMF conversion as a function of
time on stream utilizing the system of FIG. 62 and increased
temperatures relative to FIG. 62.

[0072] FIG. 64 shows HMF conversion as a function of
time on stream utilizing the system of FIG. 62 and increased
feed concentration and increased LHSV relative to FIG. 62.

[0073] FIG. 65 shows HMF conversion as a function of
time on stream utilizing the system of FIG. 62 with
increased feed concentration and decreased LHSV relative
to FIG. 62.

[0074] FIG. 66 shows HMF conversion as a function of
time on stream utilizing the system of FIG. 62 with
increased temperatures and decreased LHSV relative to FIG.
62.

[0075] FIG. 67 shows HMF conversion as a function of
time on stream utilizing the system of FIG. 62 with
increased temperature and decreased LHSV relative to FIG.
62.

[0076] FIG. 68 shows tetrahyrofuran dimethanol
(THFDM) conversion as a function of time on stream
utilizing the system of FIG. 62 and increased temperature
with decreased LHSV relative to FIG. 62.

[0077] FIG. 69 shows THFDM conversion as a function of
time on stream utilizing the system of FIG. 62 and increased
temperature with decreased LHSV relative to FIG. 62.

[0078] FIG. 70 shows HMF or FDM conversion as a
function of time on stream utilizing the system of FIG. 62
and increased temperature with decreased LHSV relative to
FIG. 62.

[0079] FIG. 71 shows HMF conversion and product selec-
tivity as a function of reaction time for a batch reaction
utilizing RANEY® cobalt (Cr—Ni—Fe).

[0080] FIG. 72 shows HMF conversion and product selec-
tivity as a function of reaction time for a batch reactor
utilizing 5% Pt (Ge)/C catalyst.

[0081] FIG. 73 shows HMF conversion and product selec-
tivity as a function of reaction time for a batch reactor
utilizing a 5% Pd/C catalyst.

[0082] FIG. 74 shows HMF conversion and product selec-
tivity as a function of reaction time for a batch reactor
utilizing a 5% Ru/C catalyst.

[0083] FIG. 75 shows HMF conversion and product selec-
tivity as a function of reaction time for a batch reactor
utilizing a RANEY® cobalt catalyst at 60° C.

[0084] FIG. 76 shows HMF conversion and product selec-
tivity as a function of reaction time for the catalyst of FIG.
75 at an increased temperature relative to FIG. 75.
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[0085] FIG. 77 shows HMF conversion and product selec-
tivity as a function of reaction time for a batch reactor
utilizing a RANEY® copper sponge catalyst.

[0086] FIG. 78 shows HMF conversion and product selec-
tivity as a function of reaction time at two different reactor
pressures for a batch reactor utilizing 5% Pt (Ge)/C catalyst.

[0087] FIG. 79 shows HMF conversion as a function of
reaction time at three different temperatures utilizing a 5%
Pt (Ge)/C catalyst.

[0088] FIG. 80 shows FDM product selectivity as a func-
tion of reaction time at three different temperatures utilizing
the 5% Pt (Ge)/C catalyst of FIG. 79.

[0089] The following acronyms are used:

[0090] FDM=Furan-2,5-dimethanol; GHSV=Gas hourly
space velocity; 12HD=1,2-hexanediol; HMF=5-Hydroxym-
ethyl-2-furaldehyde; HMFCA=5-Hydroxymethyl-2-furan-
carboxylic acid; LHSV=Liquid hourly space velocity;
THFA=Tetrahydrofurfuryl alcohol; THF-diol=Tetrahydro-
furan-2,5-dimethanol (THFDM); THFDM-=Tetrahydrofu-
ran-2,5-dimethanol (THF-diol); 1,2,6-THH=1,2,6-trihy-
droxyhexane; 1,2,6-Triol=1,2,6-trihydroxyhexane; TOS=
Time on Stream

DETAILED DESCRIPTION OF THE
PREFERRED EMBODIMENTS

[0091] This disclosure of the invention is submitted in
furtherance of the constitutional purposes of the U.S. Patent
Laws “to promote the progress of science and useful arts”
(Article 1, Section 8).

[0092] In general, the methodology of the invention
encompasses production of furandimethanol (FDM), pro-
duction of tetrahydrofuran dimethanol (THF dimethanol), or
both. More specifically, selective reduction of the aldehyde
group on HMF, or both aldehyde groups on alternative
starting material diformyl furan (DFF), can be conducted to
selectively produce FDM. In particular instances, THF
dimethanol is produced as a byproduct. Alternatively, reac-
tion parameters and/or the reaction catalyst can be altered to
increase production of, or to selectively produce THF
dimethanol. The reaction methodology involves providing
HMF or DFF in aqueous solution or within an aqueous
mixture. However, the invention contemplates conducting
reduction reactions in the presence of one or more organic
solvents. In general, the reaction mixture is exposed to a
catalyst in accordance with the invention which promotes a
reduction of the aldehyde group, and in particular instances
the carbon-carbon double bond(s), in water solvent and
under relatively mild reaction conditions as compared to
conventional methodology. It is to be understood that the
invention additionally includes use of alternative starting
compounds for reduction utilizing methodology in accor-
dance with the invention, such as HMF derivatives with
similarly reducible groups including but not limited to
formyl, acid, ester or amide groups.

[0093] For aqueous reactions, the relatively mild reaction
conditions of reduction methodology in accordance with the
invention typically comprise a reaction temperature of less
than or equal to 250° C., and in particular instances the
reaction temperature will be less than or equal to 100° C.
The reduction reaction is performed in the presence of H,.
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Typically the H, pressure will be at least 1 atm (14.7 psi) and
less than or equal to 1400 psi, more typically between
200-500 psi. Although not limited to a particular pH, the
HMF reduction is typically conducted at a pH of about
neutral.

[0094] For methodology of the invention that utilize fixed-
bed continuous flow operation, additional parameters such
as liquid and gas flow rates, and feed concentration can be
adjusted and in some aspects can affect overall yield.

[0095] In one aspect, catalysts of the present invention can
comprise at least one of the catalyst metals selected from the
group consisting of Pd, Pt, Ru, Rh, Ni, Ir, Cu, Re and Co. In
particular instances, catalysts comprising Pd, Pt, Co, Rh, Ir,
Cu and/or Ni, can be combination catalysts which addition-
ally include one or more metals selected from the group
consisting of Ca, Cr, Mn, Re, Fe, Ru, Rh, Ir, Ni, Pd, Pt, Ag,
Au, In, Ge, Cu, Sn, S, Cd, Ga, Al, Mo, Zn and Bi. In
particular embodiments, the catalyst can preferably com-
prise both In and Ir. In alternative aspects, a Cu-chromite
catalyst can be preferred.

[0096] Where catalysts comprising these metals or com-
binations of metals are utilized for HMF/HMF-derivative
reduction, the catalyst metal can typically be supported by
one or more support materials. Such support materials can
be, for example, carbon support materials including but not
limited to activated carbon support materials, and various
inorganic supports such as metal oxide support materials
including but not limited to Zr-oxides, Ti-oxides, Al-oxides,
Si-oxides, etc. Various exemplary catalysts of the type
described above which were utilized for conducting reduc-
tion methodology in accordance with the invention are set
forth in Tables 1 and 2. Table 1 presents commercially
available catalysts while Table 2 presents catalysts prepared
in-house for use in the reduction reactions. It is to be
understood that the listed catalysts are exemplary and are not
intended to limit the scope of the invention.

TABLE 1

Exemplary commercially available catalysts for HMF reduction

Catalyst Composition Manufacturer Lot No/Sample ID
5% Pd, 0.5% CwC Engelhard 787A-15-409-1
10% Pd/C Degussa CC1-2155

5% Pd, 1% Sn/C Engelhard SOC 98186
5% Pd, 0.15% Fe/C Engelhard 787A-8-157-1
5% Pd, 0.5% Fe/C Engelhard 787A-15-417-1
5% Pd/C Engelhard 39658

5% Pd, 5% Re/C Engelhard 6758-17-03
5% Pd, 5% Re/C Engelhard 6555-38-1

5% Pt(Ge)/C Engelhard 43932

5% P(S)/C Engelhard 787A-15-321-1
1.5% Pt, 0.15% Cw/C Engelhard 787A-8-153-1
1.5% Pt, 0.15% Sw/C Engelhard 787A-8-152-1
1.5% Pt, 0.15% Bi/C Engelhard 787A-8-151-1
1.5% Pt, 0.15% Rw/C Engelhard 787A-8-150-1
3% PYALO; Engelhard 6849-14-1

3% Pt/C Engelhard 43931

Escat 288 Engelhard 324230

5% Rw/C AlfaAesar C10J23

2.5% RwC Engelhard 6818-13-2

5% RwWZrO, Engelhard 712A-4-294-1
5% Rw/'C Johnson Matthey 072183

3% RwTiO, (rutile) Degussa H7709x/0

3% RwTIO, Degussa CC4-251A

5% RW/C Heraeus K-0319

5% R/C Engelhard 43671
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TABLE 1-continued
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TABLE 2-continued

Exemplary commercially available catalysts for HMF reduction

Catalyst Composition

Reduction catalysts prepared in-house.

Catalyst Composition

Catalyst Composition

Ni powder

2.5% Ni, 2.5% Re/C
4% Ni, 4% Re/C
Cuw/Cr

Cw/Cr/Mn

Cu-chromite

1.5% Pt, 0.15% Cu on C

10% Re on Al,O3
10% Re on Al,O53
0.5% Pd on C

5% Rhon C

5% Ru on ZrO,
0.7% Ruon C

5% Pd, 1% Sn on C

2.5% Ni, 2.5% Re on C

5% Pd, 5% Re on C

2.5% Co, 2.5% Re on C

2% Ni, 2.5% Re on C
Supported 40% Co
Supported 40% Co
Supported 40% Co
40% Co on SiO,
Supported 50% Ni
Supported 50% Ni
Supported Cu
0.8% Pd on C
0.5% Pd on C
0.5% Pton C

5% Pton C
Supported Cu
Supported Cu
Supported Cu

5% Rh on C
Supported Cu
55% Ni on SiO,

40% Co on SiO, + ZrO,

40% Co on SiO,

40% Co on SiO, + ZrO,

Supported 50% Ni
Supported Cu
Supported Cu

40% Co on SiO,
Supported Cu
Supported Cu
Raney ® 2700-Co
Raney ® 2724-Co
Raney ® Cu sponge
Raney ® Ni catalyst

Manufacturer Lot No/Sample ID
Mallinckrodt S-96-674
Engelhard 6757-43-2
Engelhard 6818-15-3
SudChemie G-22/2

United Catalyst G-89, 4171-S
(SudChemie)

Engelhard S-02-245
Engelhard 787a-8-153-1
Davicat Al2301

Davicat Al2400

Degussa E181

Degussa G106

Engelhard Ru on ZrO,
Engelhard 47038

Engelhard 5% Pd 1% Sn
Engelhard 6757-43-2
Engelhard 6758-17-02
Engelhard 6818-15-1
Engelhard 6818-20-4
Engelhard Co-0124
Engelhard Co-0138
Engelhard Co-0164
Engelhard Co-0179
Engelhard NI-3210 T
Engelhard Ni-3288 E
Engelhard Cu-1186 t 1/8 lot #60"
Engelhard Escat 132
Engelhard Escat 138
Engelhard Escat 238
Engelhard Escat 288

Sud Chemie G-132 1/16 ext."
Girdler G-9 CuMn tab.
Harshaw Cu-2501 G4-6
Engelhard Ttaliana 43664
Katalco ICI MeOH cat. CuZnAl
Sud Chemie C46-7-03 RS
Sud Chemie G62aExt

Sud Chemie G62aRS

Sud Chemie G67aRS Ext

Sud Chemie G69bRS

Sud Chemie G-99b-13 EF tab.
Sud Chemie T-4489 rs 3 x 3 tab
United Catalysts G62RS

United Catalysts G-89 CuCrMn
United Catalysts T-4489 CuAl

W. R. Grace & Co  Lot# 7865

W. R. Grace & Co  Lot# 8318

Strem Chemicals Lot# 141625-S
Activated Metals A-5200

20% Co, 1.2% Fe on SiO,
5% Co, 0.9% Ir on SiO,
20% Co, 3.5% Ir on SiO,
5% Co, 0.3% Mn on SiO,
20% Co, 1.2% Mn on SiO,
5% Co, 0.3% Ni on SiO,
20% Co, 1.2% Ni on SiO,
5% Co, 0.5% Pd on SiO,
20% Co, 2% Pd on SiO,
5% Co, 0.9% Pt on SiO,
20% Co, 3.5% Pt on SiO,
5% Co, 0.5% Rh on SiO,
20% Co, 2% Rh on SiO,
0.65% Ir on SiO,

1.3% Ir on SiO,

2.6% Ir on SiO,

5.1% Ir on SiO,

1.4% Pd, 0.7% Cd on SiO,
Pd, Fe on C

1.4% Pd, 0.5% Ga on SiO,
1.4% Pd, 0.8% In on SiO,
1.4% Pd, 0.8% Sn on SiO,
Pton C

2.6% Pt on SiO,

5% Pt on SiO,

5% Pt on ALLO;

2.6% Pt, 0.3% Ca on SiO,
2.6% Pt, 0.7% Cd on SiO,
2.6% Pt, 0.5% Ga on SiO,
2.6% Pt, 0.8% In on SiO,

2.6% Pt, 0.8% Sn on SiO,
1.4% Rh on SiO,

1.4% Rh, 0.8% In on SiO,
1.4% Rh, 0.8% Sn on SiO,

[0097]

TABLE 2

Reduction catalysts prepared in-house.

Catalyst Composition

Catalyst Composition

5% Co on SiO,

20% Co on SiO,

5% Co, 1% Ag on SiO,
20% Co, 4% Ag on SiO,
5% Co, 1.8% Au on SiO,
20% Co, 7.2% Au on SiO,
5% Co, 0.4% Ca on SiO,
20% Co, 1.6% Ca on SiO,
5% Co, 0.6% Cu on SiO,
20% Co, 2.4% Cu on SiO,
5% Co, 0.3% Fe on SiO,

5.1% Ir on SiO,

2.6% Ir, 0.3% Ca on SiO,
2.6% Ir, 0.7% Cd on SiO,
2.6% Ir, 0.5% Ga on SiO,
2.6% Ir, 0.8% In on SiO,
2.6% Ir, 0.8% Sn on SiO,
7% Ni, 0.5% Fe on C
Supported 20% Ni, 10% Mo
1% Pd on TiO, (rutile)
1.4% Pd on SiO,

1.4% Pd, 0.3% Ca on SiO,

[0098] For preparation of the catalysts presented in Table
2, support material was manually weighed into a vial,
impregnated with the first metal solution and allowed to dry
in air at ambient pressure overnight. Where a second metal
was utilized, a second metal solution was then added.
Optionally, the vial could be exposed to a flow of air (100
ml./min) and heated to 400° C. for 4 h with a ramp of about
5° C./min. The vial was then placed in a catalyst reduction
reactor and reduced at 250-300° C. with a ramp of 1-2°
C./min and held for 2-4 h under a flow of H, (10 mL/min).
After reduction, the catalyst reduction reactor was sealed
under an N, environment and moved to a glovebox where
the catalyst could be loaded into the conversion reactor.

[0099] Each of the catalysts listed in Tables 1 and 2 was
tested batch-wise under mild conditions (typical conditions:
500 psi H, and 60° C. for a reaction time of 1 hour) and/or
in a fixed-bed continuous flow reactor. Of the listed catalysts
tested batch-wise, Co, Pd, Ir and Pt catalysts resulted in the
highest yields of FDM. Test reactions were also conducted
batch wise at temperatures as low as 30° C. and showed
good conversion of HMF. The batch testing additionally
included experiments conducted as low as 100 psi H,, also
showing good conversion. Selectivity of HMF to FDM is
often highest upon just reaching approximately 100% con-
version of HMF, with continued reaction times sometimes
resulting in over-reduction.

[0100] Reactions were also performed utilizing various of
the catalysts presented in the Tables in fixed-bed reactor
systems. Such studies suggest that, of the catalysts tested,
Pd, Pt, Co and Cu—Cr catalysts can be preferred for FDM
production under the conditions utilized.

[0101] In addition to the catalysts described above, reac-
tion methodology of the invention can alternatively be
conducted utilizing RANEY® type metals such as
RANEY® nickel, RANEY® cobalt or RANEY® copper.

[0102] With respect to the RANEY® type metals,
RANEY® cobalt appears to be both highly active and
selective for FDM production from HMF. RANEY® Ni is
also able to catalyze reduction of HMF to FDM under the
reaction conditions of the present invention. RANEY®
copper also shows ability to produce FDM under the mild
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reaction conditions, however such metal is less reactive and
gives a different product distribution than was observed for
RANEY® cobalt or RANEY® Ni catalyzed reductions.

EXAMPLE 1

Selective Reduction of HMF Utilizing Pd/C

[0103] To 10 mL of water in a small pressure autoclave (45
mL total volume) was added 0.2289 g of dry Pd/C catalyst
(commercially available 0.8% Pd on carbon). A magnetic
stir bar was added and the vessel was sealed. The reactor was
purged with N, and was pressure tested for leaks at 500 psi.
After confirming an absence of leaks, the vessel was vented,
the line was removed and 0.4513 g of HMF dissolved in 5
mL of water was added utilizing a small syringe and needle
through the Y16 inch fitting on the head of the vessel.

[0104] The vessel was then purged with N, purged with
H, and pressurized to 500 psi H,. The reaction vessel was
isolated from the H, feed line by a valve downstream from
the pressure gauge. The reactor was brought to a reaction
temperature of 60° C. in less than 5 minutes. After 2 hours
reaction time (measured from the point of reaching 60° C.)
the pressure within the vessel was determined to be 330 psi.
The vessel was then vented and purged with N, and the gas
line removed to allow sampling of vessel contents. Approxi-
mately 1 mL of sample was removed utilizing an approxi-
mately 5 inch needle, and the sample was filtered utilizing
a 0.2 micron syringe filter. The gas line was then recon-
nected and the vessel purged with N, followed by H, and
was re-pressurized to 500 psi H,.

[0105] Sampling was repeated after 4 hours and the reac-
tion was stopped after removing the 4 hour sample. Each of
the 2 hour and 4 hour samples was diluted by 50% and was
analyzed by liquid chromatography (LC). The results
showed that by 2 hours the HMF conversion was 100% with
51% selectivity to FDM due to over-reduction (as apparent
by the presence of THF dimethanol).

EXAMPLE 2

Reduction of HMF Utilizing RANEY® Metals

[0106] Reduction reactions were performed utilizing
RANEY® cobalt, RANEY® copper and RANEY® nickel
in independent reactions. The reduction reactions were per-
formed at 60° C. and 500 psi H, for at least 2 hours. The
experiment conducted utilizing RANEY® cobalt resulted in
a 100% HMF conversion with 97% selectivity for FDM
upon reacting for 2 hours. As indicated above, RANEY®
copper was less reactive and resulted in a different product
distribution.

EXAMPLE 3

Reduction of HMF with Production of THF
Dimethanol

[0107] A commercially available nickel powder catalyst
(Mallinckrodt Specialty Chemical Company, Calsicat, S-96-
674, #69F-093 A, E-473P L, Dec. 6, 1996) was utilized. The
catalyst was received and stored under water.

[0108] 1 mL of catalyst slurry was placed in a glass liner
and 9 mL of water added. A magnetic stir bar was added and
the liner sealed in a 45 mL autoclave. The autoclave was
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purged and pressure/leak tested to 500 psi with hydrogen.
The autoclave was vented and 0.45 grams of HMF dissolved
in 5 mL of water was added. The reactor was purged again,
and pressurized to 500 psi with hydrogen. The desired
temperature of 60° C. was achieved upon heating for
approximately 5 minutes and was maintained for 2 hours at
which time the first sample was removed and analyzed by
LC. HMF conversion was 99% with selectivity to FDM of
84%. Over reduction of FDM to THF dimethanol occurred
with a selectivity to THF dimethanol of 10%.

[0109] After 4 hours at 60° C. a second sample was
removed and analyzed. Conversion of HMF was 100% with
more over reduction, selectivity to FDM dropped to 77%
and selectivity to THF dimethanol increased to 17%. At 4
hours the temperature was increased to 100° C. and pressure
increased to 950 psi hydrogen. After 3 hours of additional
reaction under these conditions, FDM selectivity had
dropped to 3% and THF dimethanol selectivity increased to
95%.

[0110] In fixed-bed continuous flow experiments using the
same or similar catalysts and reaction conditions described
above, alternative parameters such as gas and liquid flow
rates, and feed concentrations were also independently var-
ied to study the effect of such variations on conversion, yield
and selectivity. A first set of studies was performed utilizing
cobalt metal on SiO, support material with varying param-
eters including temperature, H, pressure, feed concentration,
and flow rate parameters. The results of such studies are
presented in a series of graphs set forth in FIGS. 1-14.

[0111] Similar studies were performed utilizing a palla-
dium metal on carbon support catalyst. For both the palla-
dium and the cobalt catalyst studies, a fixed-bed reactor was
utilized to allow sample flow rate to be studied. The results
of independent variants of flow rate, reaction temperature,
and pressure for the Pd/C catalyst studies are presented in
FIGS. 15-21. Tables 3 and 4 show the effect of pressure at
70° C. and 100° C. respectively utilizing the Pd/C catalyst.

TABLE 3

Pressure Effect (T = 70° C., data taken at TOS = 60 minutes)

P =500 psig P =800 psig
HMFConv, wt % 57.29 51.71
FDM Sel, wt % 88.36 84.07
THF Diol Sel, wt % 3.78 5.68
Sel to Others, wt % 7.86 10.25
[0112]
TABLE 4

Pressure Effect (T = 100° C.. data taken at TOS = 60 minutes

P =200 psig P =500 psig
HMFConv, wt % 72.68 95.32
FDM Sel, wt % 91.19 87.93
THF Diol Sel, wt % 1.28 4.79
Sel to Others, wt % 7.53 7.28

[0113] Additional flow reactor studies were conducted
utilizing alternative catalysts. Presented herewith are results



US 2007/0287845 Al

of flow reactor studies conducted utilizing Pt/Si0O, (FIG. 22),
an alternative Co/SiO, catalyst (FIGS. 23-38), a copper-
chromite catalyst (FIGS. 39-42), or Pt/A1,0O; (FIGS. 43-56).
The enclosed sets of results for the alternative Co/SiO,
catalyst, Cu-chromite, and Pt/Al,0; include effects on con-
version and product selectivity of varied reaction parameters
including gas and liquid flow rates, HMF feed concentration,
H, pressure, and/or temperature. Table 5 shows the effect of
pretreatment temperature for the alternative Co/SiO, cata-
lyst (Engelhard Co0-0179). Table 6 shows the effect of
pressure for continuous flow reaction utilizing the Pt/Al,O,
catalyst.

TABLE 5

Effect of Catalyst Pretreatment Temperature
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LC results for each sample taken showed 100% conversion
of HMF and 95% selectivity to FDM.

[0117] After 1 hour and 40 minutes of testing the liquid
feed rate of the 1% HMF solution was decreased to 0.3
ml./minute. Sampling and analysis was repeated at 20
minute intervals for an additional 1 hour and 40 min. The
results indicate no observed over-reduction at this lower
liquid flow rate (as apparent by the absence of THF dimetha-
nol) and that HMF conversion remained at 100% with 95%
selectivity to FDM.

[0118] As can be observed in the forgoing figures, under
certain conditions products other than FDM can be selec-
tively produced from HMF with particular catalysts. Further
studies sere conducted to selectively produce non-FDM
products utilizing HMF, FDM or tetrahydrofuran dimetha-

Condition # nol (THFDM, THF diol) starting material.
1 13 9 . .
[0119] The Co-179 catalyst in a continuous flow reactor at
Reaction Temp, ° C. 362 230 150 70° C. resulted in high selectivity (>95%) to FDM (see
g]glfv[ Cémlv’ % 22'3 gg'g ggg FIGS. 28, 29 and 36), with only moderate selectivities to
THF Dieol Sel 2.5 1o 40 THFDM when the temperature is raised to 1.20° C. Referring
Others Sel 1.7 5.8 7.7 to FIG. 57, at about 100% HMF conversion at 120° C. a
THFDM selectivity of about 70% was achieved. Reduction
to THFDM was incomplete and significant by-products were
[0114] observed at the higher temperature.
TABLE 6
Effect of Pressure (5% Pt/Al,0O)
70° C., LHSV =15 h! 140° C., LHSV = 30 h~!
P =500 P=1000 P=500 P=1000 P =1400
psig psig psig psig psig
HMF Conv, wt % 91.63 93.68 96.21 96.66 98.46
Sel to FDM, wt % 95.10 96.06 94.22 93.33 92.82
Sel to THF Diol 0.49 0.10 0.53 0.73 1.14
Sel to Others 4.41 3.84 5.25 5.93 6.04
EXAMPLE 4 [0120] Referring to FIG. 58, Ni/SiO, reduced FDM nearly

Reduction of HMF with Production of FDM in a
Fixed-Bed Continuous Flow Reactor

[0115] A tubular reactor made of ¥ inch stainless-steel
thick-wall tubing (0.065 inch wall thickness) was utilized. 2
mL (1.11 g) of dry Pt/Al,0O; catalyst (prepared with 5% Pt
on 40-80 mesh alumina support) was reduced before testing
at 150° C. at atmospheric pressure with a hydrogen flow of
20 mL/minute. The reactor was then cooled to 40° C. and
water was introduced at a flow rate of 0.5 mI./min with a
high pressure liquid pump.

[0116] The hydrogen gas flow was increased to approxi-
mately 120 m[/minute until the system pressure increased to
500 psig, at which time the hydrogen flow rate was
decreased to 14 mI/minute. The temperature operating set
point of the system was increased to 70° C. and upon
achieving 70° C., a 1% feed solution of HMF (optionally
purged with nitrogen) was fed to the catalyst bed at a rate of
0.5 mL/minute. At 20 minute reaction time intervals (mea-
sured from the time feed was started) liquid samples of the
product exiting the reactor were collected for LC analysis.

quantitatively to THFDM at 70° C. However, under identical
conditions utilizing HMF (FIG. 59), only 80% HMF con-
version was obtained and selectivity to THFDM was about
40%. When the feed was switched again to FDM, only about
20% FDM conversion was observed (FIG. 60), indicating
that HMF poisons the Ni catalyst.

[0121] A staged bed (segregated catalysts in the same bed)
containing Y3 cobalt catalyst and 25 nickel catalyst was
tested for production of THFDM from HMF. The HMF feed
first passed through the Co catalyst which primarily reduced
the HMF to FDM, then through the Ni catalyst which
primarily reduced the FDM to THFDM. Very high HMF
conversion and selectivity to THFDM was obtained as
shown in FIG. 61. The Ni catalyst appeared to remain active
for THFDM production when HMF was reduced first to
FDM with the Co catalyst. HMF feed concentrations of 1%,
3%, and 6%, were tested, all giving similar conversions and
selectivities.

[0122] Additional experiments were conducted utilizing
the staged Co/Ni catalysts at high temperatures with either
HMF or FDM feeds to examine polyol production (FIGS.
62-70). Temperatures as high as 180° C. were evaluated. The
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major product was 1,2,6-hexanetriol but yields decreased
with increased temperatures with production of may
unknown products. One major by-product was identified as
2,5-hexanediol. When the feed was THFDM however,
almost no ring-opening occurred. THFDM was quite stable
up to 200° C. Ring-opened polyols therefore likely are
formed via HMF or FDM, not via THFDM. FIGS. 62-70
show the results obtained under a variety of temperatures,
feed (FDM vs. HMF) feed concentration and space velocity.

[0123] A batch-wise experiment was conducted to study
the effect of organic solvent on the catalytic hydrogenation
of HMF to FDM utilizing two different catalysts. Selectivity
toward FDM production was compared for reactions con-
ducted in ethanol and reactions conducted in water. As
shown in Table 7, conversion and selectivity toward FDM
are lower in ethanol than in water under the same reaction
conditions and reaction times.

TABLE 7
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tivity but that essentially no fructose was converted to
sorbitol or mannitol even at high HMF conversion. Only
trace amounts of levulinic and formic acids were formed.

[0127] FIGS. 71-80 show the results of a number of
batchwise HMF conversion reactions utilizing RANEY®
Co-2724 (FIG. 71); 5% Pt(Ge)/C (FIG. 72); 5% Pd/C (FIG.
73); 5% Ru/C (FIG. 74); RANEY® Co-2700 (FIGS. 75-76);
and RANEY® Cu (FIG. 77) catalysts. The effect of H,
pressure was investigated utilizing a 5% Pt(Ge)/C catalyst as
shown in FIG. 78. FIG. 79 shows the effect of temperature
on HMF conversion using the Pt(Ge)/C catalyst, and FI1G. 80
shows the effect of temperature on FDM selectivity for the
Pt(Ge)/C catalyst.

[0128] Reaction methods of the invention for selective
reduction of HMF to produce FDM and/or THF dimethanol
have many advantages relative to conventional technologies.
The reaction temperature of the inventive methodology is

Effect of Organic Solvent on HMF Reduction

60° C.
500 psi Hy

100° C.
950 psi H,

Time Conversion Selectivity Time Conversion Selectivity

Co/SiO, HO0 4hr  100% 96%  1hr 98%
EtOH 4 hr 1% 16%  1hr 2%
P/ALO,  H,0 2hr 94% 98%  1hr 89%
EtOH 2 hr 82% 98%  1hr 53%

83%
49%
96%
96%

[0124] The impact of various impurities on the hydroge-
nation of HMF was investigated in both batch-wise and flow
reactor studies. Impurities included fructose, ethyl acetate,
dimethylacetamide, methyl t-butyl ether, methyl iso-butyl
ketone, levulinic acid, formic acid, acetic acid, sodium
sulfate, and N-methyl pyrrolidinone. These impurities were
found to be non-detrimental to HMF conversion within the
accuracy of the experiments.

[0125] Of particular interest were the results with fructose
impurity in batch experiments conducted between 60 and
100° C. and 500 psi for at least 2 h. Both Pt(Ge)/C
(Engelhard #43932) and Co/SiO, (Sud Chemie G62aRS)
catalysts converted HMF to reduced products without reduc-
ing fructose to sorbitol or mannitol, even at high HMF
conversions. FDM can be formed in high yield. In the
absence of HMF, fructose is easily reduced under these
reaction conditions, suggesting that HMF either inhibits
fructose reduction or is reduced at a faster rate. These results
indicate that highly selective reduction of HMF is possible
with the HMF precursor fructose present in the feed and that
fructose need not be separated from the HMF solution prior
to reduction.

EXAMPLE 5

Reduction of HMF in the Presence of Fructose

[0126] Batch-wise experiments were conducted with an
aqueous solution of 15 wt % each of HMF and fructose
under 500 psi H, between 75 and 100° C. using Ge-
promoted 5% Pt on carbon (Engelhard #43932) for at least
2 h. In a sample taken at 1 h, LC and '*C NMR analysis
showed that HMF was converted to FDM with good selec-

relatively low, thereby reducing unwanted side reactions and
decomposition of reactants and/or products, and allowing
increased selectivity. The hydrogen pressure is also low
resulting in reduced operating costs. Since the solvent uti-
lized is water rather than an organic solvent, the methodol-
ogy is relatively less expensive and more environmentally
friendly than many conventional processes. The reaction
rates obtained through the methodology of the invention are
high, allowing highly efficient continuous flow reactors to be
utilized.

[0129] In compliance with the statute, the invention has
been described in language more or less specific as to
structural and methodical features. It is to be understood,
however, that the invention is not limited to the specific
features shown and described, since the means herein dis-
closed comprise preferred forms of putting the invention
into effect. The invention is, therefore, claimed in any of its
forms or modifications within the proper scope of the
appended claims appropriately interpreted in accordance
with the doctrine of equivalents.

The invention claimed is:
1. A method of reducing hydroxymethylfurfural (HMF),
comprising:

providing a starting material comprising HMF in a solvent
comprising water into a reactor;

providing H, into the reactor; and

contacting the starting material with a catalyst comprising
at least one metal selected from Ni, Co, Cu, Pd, Pt, Ru,
Ir, Re and Rh, the contacting being conducted at a
reactor temperature of less than or equal to 250° C.
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2. The method of claim 1 wherein the contacting is
conducted at a reactor temperature of less than or equal to
180° C.

3. The method of claim 1 wherein the contacting is
conducted at a reactor temperature of less than or equal to
70° C.

4. The method of claim 1 wherein the contacting is
conducted at a reactor temperature of less than or equal to
60° C.

5. The method of claim 1 wherein the catalyst further
comprises one or more metal selected from the group
consisting of Ni, Rh, Cu, Ca, Cr, Ru, Mn, Ag, Au, In, S, Fe,
Re, Sn, Ge, Ir, Pd, Pt, Cd, Ga, Mo, Zn, Al, and Bi.

6. The method of claim 1 wherein the reactor is a
continuous flow reactor, and wherein providing the starting
material comprises flowing the starting material as a feed
stream into the reactor.

7. The method of claim 6 further comprising purging the
starting material with inert gas.

8. The method of claim 7 wherein the catalyst comprises
Cu-chromite.

9. The method of claim 1 wherein the reaction results in
production of tetrahydrofuran dimethanol.

10. The method of claim 1 wherein the reaction results in
production of furandimethanol.

11. The method of claim 10 wherein the converting
produces FDM as the major product.

12. The method of claim 1 wherein the catalyst comprises
Pd on a carbon support material.

13. The method of claim 1 wherein the catalyst comprises
Pt on an inorganic support material.

14. The method of claim 1 wherein the catalyst comprises
Co on an inorganic support material.

15. The method of claim 1 wherein the catalyst comprises
Cu-chromite.

16. A method of hydrogenating hydroxymethyl furfural
(HMF), comprising:

providing an aqueous solution containing HMF and fruc-
tose into a reactor;
providing H, into the reactor;

providing a hydrogenation catalyst in the reactor;

at a temperature of at or above about 30° C., selectively
hydrogenating the HMF relative to the fructose.
17. The method of claim 16 wherein the temperature is
greater than or equal to 60° C.
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18. The method of claim 16 wherein the catalyst com-
prises Pt and Ge.

19. The method of claim 16 wherein the catalyst com-
prises Co.

20. A method of producing tetrahydrofuran dimethanol
(THFDM), comprising:

providing a continuous flow reactor having a first catalyst
and a second catalyst;

providing a feed comprising hydroxymethyl furfural
(HMF) into the reactor;

contacting the feed with the first catalyst to produce furan
dimethanol (FDM); and

contacting the FDM with the second catalyst to produce
THFDM.

21. The method of claim 20 wherein the first catalyst is
segregated from the second catalyst within the same reactor
bed.

22. The method of claim 20 wherein the feed comprises
from about 1% to about 6% HMF.

23. The method of claim 20 wherein the THFDM is the
majority product.

24. The method of claim 20 wherein the first catalyst
comprises Co.

25. The method of claim 22 wherein the second catalyst
comprises Ni.

26. A method of producing tetrahydrofuran dimethanol
(THFDM), comprising:

providing a starting material comprising furan dimethanol
(FDM) in a solvent comprising water into a reactor;

providing H, into the reactor;

contacting the starting material with a catalyst comprising
at least one metal selected from the group consisting of
Ni, Ir, Co, Rh, Pt, Pd, and Ru, the contacting being
conducted at a temperature of less than or equal to
about 250° C.
27. The method of claim 26 wherein the contacting occurs
at a temperature of less than or equal to 180° C.
28. The method of claim 26 wherein the catalyst com-
prises Ni.
29. The method of claim 26 wherein THFDM is the major
product/.
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