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Escalating global demand for energy, diminishing petroleum
reserves, and concern over rising CO, emissions are driving interest
in the use of nonfood-based biorenewable chemicals and fuels.’
Lignocellulose is a particularly important resource, with US
production potential estimated at 1 billion tons/year.” However,
breakdown of the highly functionalized polymers lignin and
cellulose for use in biofuels and chemical applications is a major
challenge.'* Some promising technologies that have emerged utilize
C—O bond cleavage, such as in enzymatic and acid-catalyzed
hydrolysis, as well as pyrolysis/gasification.*>

Less attention has been directed at lignocellulose disassembly
by selective C—C bond cleavage, which could provide alternative
bioderived feedstocks. It has been recognized for some time that
vanadium(V) complexes are capable of oxidative C—C bond
cleavage reactions. Early work by Waters, West, Skoog, and others
demonstrated that VO," in H,SO, or HCIO, could effect stoichio-
metric C—C bond cleavage in a range of substrates, including
pinacol and glycerol (to give acetone and formic acid, respectively).®
A catalytic aerobic reaction has been reported by Bregeault and
co-workers, who found that VO(O'Pr)3/O, catalyzed the conversion
of 1,2-diphenyl-1,2-ethanediol to benzaldehyde with 11 turnovers.”
Developing new vanadium-catalyzed aerobic oxidative C—C bond
cleavage reactions of this type would complement related oxidation
processes catalyzed by other metals® and could enable reactions
that provide new chemical intermediates from cellulose and lignin.

The mechanisms of VO,*/H* alcohol oxidations have been
studied in detail and generally appear to proceed via a one-electron
redox pathway.®® In contrast, a two electron pathway involving
VI intermediates has been proposed in the vanadium-catalyzed
aerobic oxidation of activated alcohols reported by Toste, Chen,
and Uemura; however, such intermediates have not yet been
observed experimentally.'®'" To investigate these oxidation reac-
tions further, we prepared and characterized vanadium diolate
complexes derived from dipicolinic acid (Hydipic). We report herein
our studies on the stoichiometric and catalytic oxidation of alcohols,
including the isolation of a V" species resulting from reaction under
anaerobic conditions.

Reaction of (dipic)VV(0)O'Pr (1a)'? or (dipic)V"(O)OEt (1b)"?
with pinacol (Hppin) in CH3CN gave the new yellow pinacolate
complex (dipic)VV(O)(Hpin) (2). Complex 2 was isolated in 88%
yield and characterized by 'H NMR and IR spectroscopy, elemental
analysis, and X-ray crystallography.'® The molecular structure of
2 (Figure 1) indicates that the monoanionic pinacolate ligand is
bound unsymmetrically.

When complex 2 was dissolved in pyridine-ds and the reaction
followed over the course of 4—6 days at room temperature,
complete disappearance of 2 was observed, along with formation
of acetone (1 equiv) and pinacol (0.5 equiv) (eq 1). The green VIV
product (dipic)VV(O)(pyr), (3) could be isolated on a synthetic scale
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Figure 1. Molecular structures of pentavalent (dipic)V(O)(Hpin) (2, left)
and tetravalent (dipic)V(O)(pyr), (3, right) (thermal ellipsoids at 50%
probability, H atoms omitted for clarity). Selected bond lengths (A) for 2:
V1-07 = 1.588(2), VI-06 = 1.777(2), V1—05 = 2.252(2), VI-NI1 =
2.063(2), VI-01 = 1.959(2), V1-03 = 1.953(2). For 3: V1-05 =
1.611(2), V1-01 = 2.013(2), V1—-03 = 2.009(2), VI—N3 = 2.170(2),
V1-N2 = 2.141(2), VI—NI1 = 2.148(2).

in 67% yield and was characterized by IR and UV—vis spectros-
copy, elemental analysis, and X-ray crystallography (Figure 1).'*
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Under more forcing conditions, 'H NMR spectroscopy revealed
that complex 3 can facilitate a further C—C bond cleavage reaction.
When the above reaction mixture containing 3 and 0.5 equiv of
pinacol was heated in pyr-ds at 100 °C for 48 h, the pinacol was
entirely consumed and acetone (1 equiv) was formed (eq 2).
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A dark purple vanadium species (4) was also produced in this
reaction. When the reaction was performed on a synthetic scale,
dark purple crystals of 4 could be isolated in 60% yield and
characterized by X-ray crystallography, UV —vis spectroscopy, and
elemental analysis.'* The X-ray structure (Figure 2) reveals that
complex 4 is a VI y-oxo dimer. The V1—035 bond length of
1.797(1) A is typical of that observed for V" y-oxo dimers.!> The
dark purple color of this complex (A = 518 nm, € = 5000 M™!

m~'; A = 598 nm, € = 4600 M~' cm™) is also consistent with
reported complexes of this type and has been attributed to a
V—0-V ligand to metal charge transfer.'>

The reaction of complex 3 with pinacol to form V™ complex 4
is remarkable. Reactions of V¥ complexes with alcohols generally
afford VIV products, and although V' complexes have been
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Figure 2. Molecular structure of trivalent [(dipic)V(pyr).].(u-O) (4)
(thermal ellipsoids at 50% probability, H atoms, and cocrystallized pyr
omitted for clarity). Selected bond lengths (A): V1-05=1.797(1), V1-03
=2.027(2), V1—=01 = 2.030(2), VI—=N1 = 2.097(2), VI—N2 = 2.151(2),
VI—N3 = 2.154(2).

proposed as intermediates in the vanadium-catalyzed aerobic
oxidation of activated alcohols,"' V' products have never been
isolated from such reactions. This reaction appears to be highly
ligand-dependent; when the V!V complex V!V(O)(acac), was treated
with pinacol under the same reaction conditions employed to isolate
4 (pyr-ds, 100 °C), formation of acetone was observed in less than
30% yield after 1 week (whereas reaction of 3 with pinacol to give
4 was complete in 48 h under these conditions).

Both complexes 3 and 4 could be oxidized by air, suggesting
potential catalytic reactivity of (dipic)V toward polyalcohols.
Reaction of a pyridine solution of 4 with air was followed by
UV—vis spectroscopy, and yielded 3 after 1 h at room tempera-
ture.'* Only trace oxidation of the V!V complex 3 occurred under
air in pyr-ds solution at room temperature over several weeks, but
when the reaction was conducted at 100 °C, slow formation of cis-
dioxo VY complex 5 was observed (50% yield after 4 days).
Complex 5 could also be prepared by reaction of 1a or 2 with H,O
in pyridine (eq 3).'°
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Catalytic aerobic oxidative C—C bond cleavage of pinacol was
achieved in both pyr-ds and NMP solvent (NMP = 1-methyl-2-
pyrrolidinone), with the use of NMP resulting in better catalytic
performance.'* With 1a (5 mol%) as the catalyst in NMP solvent, 19
turnovers (97% conversion, turnover = mol pinacol consumed per
mol V) were observed after 3 days at 100 °C under air. Control
experiments involving the thermolysis of pinacol in pyr-ds or NMP
solvent under air with no vanadium showed no reaction under these
conditions.'*

The (dipic)VY complexes were also found to oxidize unactivated
aliphatic alcohols. Reaction of isopropoxide complex 1a in pyr-ds
at room temperature for 1—2 days yielded acetone (0.5 equiv) and
VIV complex 3. In this case, further thermolysis at 100 °C in the
presence of excess isopropyl alcohol did not result in formation of
a V" product. To gain insight into the mechanism of this alcohol
oxidation, cyclobutanoxide complex (dipic)VY(O)(OC4H,) (6) was
prepared,'* and its reactivity examined. Thermolysis of a pyridine-
ds solution of 6 at 100 °C for 30 min produced cyclobutanone in
93% yield. The absence of ring-scission products in this reaction
argues against radical intermediates and is more consistent with a
two-electron pathway involving V! intermediates.'” In contrast, a
one-electron pathway is implicated for VO, in HCIO,, where
reaction with cyclobutanol was found to give primarily ring-opened
products (94%), with less than 1.5% cyclobutanone formed.’

In conclusion, dipic V complexes are able to catalyze the aerobic
oxidative C—C bond cleavage of pinacol. Reaction under anaerobic
conditions allows for isolation of a V! z-oxo dimer, which provides
strong support for the potential involvement of V™ in aerobic
oxidation reactions. Experiments exploring the scope and mecha-
nism of this reaction in more detail, including reactions with lignin
and cellulose, are currently underway.
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