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Monooxomolybdenum(IV) Complex with Extremely Bulky Dithiolate Ligands
— Acceleration of O-atom Transfer by Distorted Square Pyramidal Conformation
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Q2[Mo"v0O({1,2-S,-3,6-(Ph; CCONH),CH, }»] (Q = NEt4
(1), PPhy (2)) was synthesized and characterized as a model
for Mo-enzymes. The crystal structure of 2 shows the slightly
distorted square pyramidal core, Mo'YOS,. The O-atom transfer
reaction from Me3;NO to MesN in the presence of 1 proceeds at
30 to 48 times higher rates than in the presence of [MoY O{1,2-
$2-(CeHa) 21~ (3).

Molybdenum enzymes and related tungsten enzymes, which
are known to undergo O-atom transfer, are of great interest be-
cause they have a unique core structure and can act upon diverse
substrates.' Their active sites characteristically have one or two
pterin dithiolene ligands, which cannot be found in other metal-
loenzymes, and one or two oxo ligands. In Figure 1, the active
site of arsenite oxidase from Alcaligenes faecalis is illustrated.’
Arsenite oxidase can be assigned to the dimethylsulfoxide
(DMSO) reductase family. The MoV OS, core in the reduced
state has a distorted square pyramidal structure; the C1-C2—
C3-C4 dihedral angle is about 14°. Many model complexes with
a Mo'V 0S8, core have been synthesized but with an approximate-
ly regular square pyramidal sturucture.’ In this study, we synthe-
sized novel monooxomolybdenum complexes (1, 2) using an ex-
tremely bulky dithiolate ligand, [1,2-S,-3,6-(Ph3;CCONH),-
C¢H,]?~ (Figure 1), to clarify the relationship between function
and distorted structure.

_2/ r

O
o]

o—
(@) (b)

Figure 1. (a) Distorted square pyramidal structure of active site
in arsenite oxidase. (b) Synthetic bulky dithiolate ligand.

Synthesis of 1 or 2 involved a ligand-exchange reaction of
(NEty)[MoYO(SPh);] or (PPhy)[MoYO(SPh),]* with {1,2-S,-
3,6-(Ph;CCONH),C¢H, },,° accompanied with reduction by
NEt,BH,.6

In Figure 2, the crystal structure of the anion part of
2-8CH;CN is shown.” The space-filling representation clearly
shows that the bulky triphenyl groups form a unique conforma-
tion like as two engaged gears to avoid their steric hindrance.
The C11-C12-C31-C32 dihedral angle of 2 is 5.6°, which is
slightly larger than that of 3 (5.0° and 2.7° for two structures
in a unit cell).® The amide groups are not coplanar with the ben-
zene rings and the C(amide)-N-C(benzene ring)-C(benzene
ring) dihedral angles are 5-25°. Considering the orientation of

Figure 2. Structure of the anion part of 2:CH3CN. (a) ORTEP
perspective. (b) Space-filling view (top). (c) Space-filling view
(side).

the amide groups and the short N-S distances (2.92-2.97 A),
NH--S hydrogen bonding is expected. Large differences
between 2 and 3 are not observed for other bond lengths and
angles.

2 shows a single broad NH band at 3291 cm ™! in the solid
state, the low-frequency-shifted band indicates the presence of
NH---S hydrogen bonding,’ as expected from the crystal struc-
ture of 2.

The shifts of the Mo=O in 1 from that of 3 are +24 cm™! for
the resonance Raman band and +23cm~! for the IR band,
whereas the Mo—S Raman band shifts +10cm™" from that of
3. The LMCT band (348 nm) of 1 in DMF solution is red-shifted
by 20 nm from 3 (328 nm).'° The Mo'Y /Mo" redox potential of
1 in DMF solution is positively shifted by 0.41V from 3
(—0.38 V vs SCE). As compared with L = 1,2-S,-C,(CH3),, en-
hancements of Mo=O, red-shifts, and positive shifts are ob-
served for [Mo'VOL,]*>~ (L = 1,2-S,-Co(COOCH3;),, 1,2-S,-
C,(CF3),, 1,2-S,-C2(CN),) with electron-withdrawing substitu-
ents.!! Because the inductive effect of the triphenylacetoamido
group is thought to be weak,!? the delocalization of charge on
sulfur atoms by NH---S hydrogen bonding should be the main
reason of these shifts.

Figure 3 shows the spectroscopic time course of the O-atom-
transfer reaction between 1 and Me3;NO, one of the substrates for
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Figure 3. Visible spectral change during O-atom-transfer reac-
tion in DMF at 27 °C with [1]; = 1 mM and [Me3;NO], = 2 mM.
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Figure 4. Proposed mechanism of O-atom-transfer reaction be-

tween dithiolene complexes, 1 (
MC3NO.

the DMSO reductase family.' Trimetylamine N-oxide reductase
is crystallographically characterized only in the oxidized form;
two pterin dithiolene, two oxo, and Oy of Ser147 are revealed
to be the ligands.'”®> 1 reacts quickly with Me;NO to give
[Mo0"'0,{1,2-S,-3,6-(Ph;CCONH),C6H, },]*>~ and MesN. The
initial rate constant (kops) is analyzed by pseudo-first-order kinet-
ics using the LMCT band (531 nm) for the Mo"'0, complex.
The isosbestic point is observed at 350nm. The kops
(0.026s") for 1 (1mM) is 48 times larger than that of 3 in
the presence of 2mM Me3NO.!® The kqs for 1 increases to
0.17s~! at 10mM Me3;NO and is 30 times larger than 3.

Previously, we reported that the Mo' complex with inter-
molecular NH---S hydrogen bonding accelerates Me3;NO reduc-
tion by about 6 times.'* However, it is not explainable that the
large acceleration exhibited by 1 is caused only by the presence
of NH---S hydrogen bonding. In the case of [Mo'VO(1,2-1,2-S,-
3-Ph3SiC¢H3),]?>~ with bulky ligands, the trans—cis rearrange-
ment is the rate-determining step in the proposed reaction mech-
anism of 3 (Figure 4).! However, 1 did not show such a rate-de-
termining step in spite of much bulkier ligands. Therefore, a new
reaction mechanism for 1 should be proposed in Figure 4. In so-
lution, the free rotation of Ph—C and C—C(=0) bonds in Ph3;C—
C(=0)-NH and the increase of the C(amide)-N-C(benzene
ring)-C(benzene ring) dihedral angles by thermal vibration cre-
ate temporarily more distortion than in the solid state. But, in the
cis form, such steric repulsion is decreased. Thus, the extremely
large oxidation rate for 1 is attributed to the release from the
distortion. The initial step of the reaction is considered to be
Me;NO attack to a vacant space cis to the oxo ligand, formed
by the distortion. Such cis-attack is discussed for the active site
in Mo-, W-enzymes."

Recently a distorted square pyramidal structure has also
been reported in the active center of dithionite-reduced DMSO
reductase from Rhodobacter capsulatus.'® The Mo center in
the reduced form is hexacoordinated with two dithiolenes, an
oxo ligand, and Oy of Ser147. The dihedral angle of four carbon
atoms in two dithiolenes is about 31°. The large distortion from
the square pyramidal conformation in the active site of DMSO
reductase will accelerate the O-atom transfer from MoV O to
MOVIOZ.
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Ligand synthesis is as follows. (n-BusN),{1,2-(S,03),-3,6-(NH;),-
C¢H,} was derived from a cation-exchange reaction of K,{1,2-
(S,03),-3,6-(NH,),CsH, }'7 and n-BuyNBr using a liquid-liquid ex-
traction. To a chloroform solution (30 mL) of (n-BugN),{1,2-(S;03),-
3,6-(NH,),C¢Hy} (1.0g, 1.2mmol) including EtN (0.84 mL,
6.0 mmol) was slowly added Ph;CCOCI (0.90 g, 2.9 mmol), which
is synthesized from Ph3COOH and thionyl chloride. The mixture
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