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1,3-dimesitylimidazol-2-ylidene)) were synthesized from the
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pentacoordinated progenitor Mo(=CC¢H,-p-OMe)(IMes)- / = . \[<CF3

(OCMe(CF;),),(OTf) (Mo4). Complexes Mo4—Mo6 were [ CF3 '&

evaluated for their ability to catalyze the self-metathesis of several Introduction of riflates as X-

internal alkynes. The presence of a triflate group facilitates é -Heterooyolo lgamas or Mo aliyiayne E',;fﬁ?;'ﬁﬂ'yc (“T”S,i'ﬁﬂ‘ﬁf ?Z,QTE)C complex
formation of a cationic species while preformation of the cationic - Functional group tolerant
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molybdenum center in molybdenum alkylidyne NHC complexes
indeed results in a strong increase in catalyst productivity and
activity, also in the presence of functional groups, compared to previously reported neutral congeners. The most striking feature of
this class of tetracoordinate cationic complexes is the excellent catalytic activity in the alkyne metathesis of non-protic substrates,
thereby supporting our previously published proposal of a tetracoordinate cationic active species in alkyne metathesis formed from
the neutral, pentacoordinate molybdenum alkylidyne NHC progenitors. Catalyst productivity, expressed as turnover number,
reached 20000 in the self-metathesis of 1-phenyl-1-propyne (S1) using Mo(=CCzH,-p-OMe)(1,3-dimesitylimidazol-2-
ylidene) (OCMe(CF;),),[B(Ar"),] (Mo06) and 5-(benzyloxy)-2-pentyne (S2) at catalyst loadings as low as 0.005 mol %.

S tarting from “ill-defined” metathesis catalysts, the number NHC complexes,” we aimed on the synthesis of a cationic,

of well-defined homogeneous alkyne metathesis catalysts preferably tetracoordinate complex, which would represent the
has grown unceasingly to the point that structure and reactivity stable active species in alkylidyne metathesis reactions.
can be precisely controlled.' The groups of Schrock,* " We started with molybdenum p-methoxybenzylidyne tris-
Fiirstner,'' ™' Tamm,'®™*° Veige,”*™*® Zhang,>” "' (hexafluoro-tert-butoxide) complexes bearing sterically less
Moore,”*™** Fischer,”™" and Cummins**~** developed demanding NHCs, e.g, 1,3-diisopropylimidazol-2-ylidene
current state-of-the-art catalysts bearing silanolates, amides, (TiPr); however, their reaction with N,N-dimethylanilinium
fluorinated alkoxides, iminato or multidentate ligands. A tetrakis(3,5-bis(trifluoromethyl)phenyl)borate only resulted in
common feature is the tetracoordinate nature of the active unstable tetracoordinate cationic species, decomposing in the
catalyst systems. In contrast, we recently reported on course of a few hours. Also, coordination of sterically
pentacoordinate molybdenum alkylidyne complexes, e.g, demanding carbenes, e.g., 1,3-dimesitylimidazol-2-ylidene
Mo(=CC¢H,-p-OMe)(NHC)(OCMe(CF;),);, bearing  (1Mes), to Mo(=CC4H,p-OMe)(DME)(OCMe(CF,),);
mono-, bi-, and tridentate N-heterocyclic carbene (NHC) (Mol, DME = 1,2-dimethoxyethane) resulted in immediate

ligands, which showed moderate productivity in alkyne
metathesis reactions with turnover numbers (TONs) <
1000.*" For strongly o-donating NHCs, the active species
was postulated to be the cationic tetracoordinate species after
dissociation of one fluorinated alkoxide as weakly coordinating
anion (WCA). Encouraged by the successful implementation
of triflate li§ands into molybdenum imido alkylidene NHC
catalysts,"' ~** we targeted the synthesis of complexes with
better leaving groups than the previously employed fluorinated
alkoxides, namely, triflates, to shift the equilibrium toward the
cationic species, thereby further enhancing the formation of
the active species. In view of the results obtained with tetra-,
penta-, and hexacoordinated, cationic tungsten alkylidyne

decomposition and formation of several byproducts. To
circumvent these issues, we focused on the synthesis of new
precursors with sterically less demanding anionic (X~) ligands.
For these purposes, the triflate ligand was deemed as the target,
additionally serving as an excellent leaving group. Hence, the
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trisalkoxide precursor Mol was carefully treated with 1 equiv
of triflic acid to obtain the molybdenum alkylidyne
monotriflate bisalkoxide complex Mo(=CCsH,-p-OMe)-
(DME)(OCMe(CF;),),(OTf) Mo2 in 64% isolated yield.
However, coordination of the NHC toward Mo2 resulted in
the formation of [1,3-dimesityl-2-methylimidazolium][OTf],
most probably formed through carbene-induced DME
activation, followed by transmethylation as previously shown
for tungsten alkylidene complexes.”® The DME ligand was
therefore exchanged by two THF molecules by stirring a
solution of Mo2 in THF for 1 h to yield Mo(=CC¢H,-p-
OMe)(THE),(OCMe(CF;),),(OTf) Mo3 in 84% isolated
yield (Scheme 1). The monotriflate precursor Mo3 was then

Scheme 1. Synthesis of the Neutral Monotriflate NHC
Complex Mo4 (Middle) and the Respective Cationic NHC
Complexes with B(Ph),” (Mo5) and B(Ar"),” (Mo6) as
Anion
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reacted with IMes to yield 86% of Mo(=CC¢H,-p-OMe)-
(IMes)(OCMe(CEF;),),(OTf) Mo4 (Scheme 1). The NHC
coordination toward Mo3 containing THF proceeded
smoothly in contrast to the DME-containing precursors Mol
and Mo2. Thereupon, the triflate in Mo4 was replaced by the
noncoordinating anion B(Ph),~ via reaction with NaB(Ph), to
yield the tetracoordinate species [Mo(=CC¢H,-p-OMe)-
(DME)(OCMe(CF;),),][BPh,] Mo$ in 88% isolated yield.
Alternatively, triflate was exchanged by tetrakis(3,5-bis-
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(trifluoromethyl)phenyl)borate, (B(Ar"),”), via reaction of
Mo4 with NaB(Ar'), to yield the tetracoordinate species
[Mo(=CC¢H,-p-OMe) (DME) (OCMe(CF;),),][B(Ar"),]
Mo6 in 86% isolated yield.

Crystals of the monotriflate complex Mo4 suitable for single
crystal X-ray analysis were obtained from CH,Cl, and n-
pentane. Complex Mo4 crystallizes in the monoclinic space
group P2,/n (a =1270.26(5) pm, a = 90°, b = 1757.39(8) pm,
f =106230(2)°, ¢ = 1922.24(8) pm, y = 90°, Z = 4) (Figure
1). The metal complex adopts a slightly distorted trigonal

Figure 1. Single crystal X-ray structure of complex Mo4. Selected
bond lengths [pm] and angles [deg]: Mo(1)—C(30) 176.75(14),
Mo(1)—0(1) 188.23(10), Mo(1)—0(2) 188.69(10), Mo(1)—C(1)
220.48(13), Mo(1)—0(4) 235.24(11), C(30)—Mo(1)—0(1)
103.03(5), C(30)—Mo(1)—0(2) 102.28(5), O(1)—Mo(1)-0(2)
113.75(5), C(30)—Mo(1)—C(1) 90.36(6), O(1)—Mo(1)—C(1)
117.76(5), O(2)—Mo(1)—C(1) 122.14(5), C(30)—Mo(1)—0(4)
175.08(5), O(1)—Mo(1)—0(4) 79.52(4), O(2)—Mo(1)—0(4)
80.29(4), C(1)—Mo(1)—0(4) 84.72(5).

bipyramidal (TBP) geometry based on the 75 value of 0.88
with the alkylidyne moiety and the triflate in the apices and the
NHC as well as the alkoxides in the plane.”” The alkoxides are
strongly bound to molybdenum as judged from the Mo—O
bond lengths (Mo—O1: 188.23 pm and Mo—03: 188.69 pm)
and do not experience any trans influence due to their in-plane
position in the TBP geometry. In contrast, the Mo—O g,
bond (235.24 pm) is exceptionally long compared to the
structurally related alkylidene complex Mo(N-2,6-Me,-C¢H;)-
(CH(CMe,Ph))(IMesH,)(OTf)(OCMe(CF;),) in which the
Mo—0,joxide and the Mo—O,q,. bonds are 200.9 and 218.5
pm, respectively. It is even substantially longer compared to
the alkylidene complex Mo(N-3,5-Me,-CcH;)(CH-
(CMe,Ph))(IMes)(OTf),, which is already considered cati-
onic at room temperature in solution with a Mo—Oyq,.. bond
length of 214.0 pm in the solid state.***’ The cationic
character of Mo4 with a dissociated triflate in solution is
further vindicated by the triflate signal at 6 = —78.92 pm in
CD,Cl, at 25 °C, virtually identical to the signal of “free”
triflate found for NBu,*OTf™ (—78.89 ppm).** The alkylidyne
ligand in Mo4 shows an almost perfectly linear arrangement
with a Mo—C(30)—C(31) angle of 179.05°.

The cationic complex Mo6 crystallizes in the triclinic space
group PI (a = 1575.70(10) pm, a = 97.815(4)°, b =
1618.41(11) pm, f = 95.823(4)°, ¢ = 1650.04(10) pm, y =
95.894(3)°, Z = 2) and adopts a slightly distorted tetrahedral
structure (7, = 091, 7,/ = 0.90) (Figure 2). The alkylidyne
bond is shorter (173.90 pm) compared to the neutral species
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Figure 2. Single crystal X-ray structure of complex Mo6. Selected
bond lengths [pm] and angles [deg]: Mo1—C(30) 173.9(3), Mol—
0(2) 187.6(2), Mo1—-0(1) 187.7(2), Mo1—C(1) 2.132(3), C(30)—
Mol-0(2) 106.37(12), C(30)—Mol—0(1) 106.57(12), O(2)—
Mol-0(1) 114.39(10), C(30)—Mol—C(1) 95.44(12), O(2)—
Mol—-C(1) 114.01(10), O(1)-Mol1—C(1) 117.26(11). The B-
(Ar"),” anion was omitted for clarity.

Mo4 (176.75 pm). The NHC is bound considerably stronger
(213.20 pm) compared to Mo4 (220.48 pm), which is most
probably a result of the substantial charge delocalization
between the NHC and the formally cationic metal center,
rendering the cationic complexes rather “soft” according to the
HSAB principle, as already elaborated for NHC alkylidene
complexes.”® In contrast, the alkoxides are almost unaffected in
the cationic complex and the bond lengths are only negligibly
shorter (Mo6: 187.6 pm, 187.7 pm; Mo4: 188.2 pm, 188.7
pm). Particularly interesting is the comparison between the
neutral and cationic complex regarding the ligand arrangement.
In the neutral monotriflate complex Mo4, the IMes ligand is
orthogonal to the alkylidyne ligand and in the same plane than
the two alkoxides. The triflate is trans to the IMes ligand.

In the cationic species M6, one of the mesityl substituents
occupies the now empty former triflate site, whereas the other
mesityl substituent engages in a z—n interaction with the
aromatic para-anisole alkylidyne substituent, therefore shield-
ing and stabilizing the cationic species. The aromatic systems
of the anisole and the mesityl are displaced in a parallel manner
with an interlayer distance of ca. 340 pm, typical for z-stacking.

Complexes Mo4—Mo6 were examined for their activity in
the self-metathesis of 1-phenyl-1-propyne (S1) in three
different solvents (toluene, 1,2-dichloroethane, 1,2-dichlor-
obenzene) and at different temperatures (35 and 80 °C) in the
presence of powdered S A molecular sieves (MS) as 2-butyne
scavenger ' using a catalyst loading of 0.1 mol %. Gratifyingly,
both the neutral monotriflate complex Mo4 and the
tetracoordinate cationic complexes MoS and Mo6 showed an
unexpected high level of activity. In the case of Mo6, full
conversion of S1 was reached in less than 1 h with a catalyst
loading of 0.1 mol % in 1,2-dichlorobenzene. The novel triflate
complexes thus outperform the to date most active neutral
molybdenum alkylidyne NHC catalysts®" by far: tested under
similar conditions, Mo(=CC¢H,OMe)(NHC)(OCMe-
(CF,),);”" with NHC = 1,3-diisopropylimidazol-2-ylidene
reached a conversion of 37% after 3 h. These findings are
fully in line with our hypothesis of a cationic tetracoordinate
NHC mol?rbdenum alkylidyne species acting as the active
species.”””" Complexes Mo4, MoS, and Mo6 were then
investigated with regard to their activity in self-metathesis
reactions of a wider substrate scope. 5-(Benzyloxy)-2-pentyne
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(S82), 2-pentyne-5-yl benzoate (S3), 2-pentyne-S-yl 4-nitro-
benzoate (S4), 2-pentyne-S-yl tosylate (S5), and S-(4-
methylthio-benzoate)-2-pentyne (S6) were chosen as sub-
strates. Substrates S1—-S6 (Figure 3) were tested under
optimized reactions conditions with a catalyst loading of 0.1
mol % in 1,2-dichlorobenzene at 35 °C in the presence of S A
MS.

o= o o

(o} o]
jop I SN jop ~F
[} TsO (©)
Vs s4 s5 o s6

Figure 3. Substrates S1—S6.

Complexes Mo4, MoS, and Mo6 were able to reach full
conversion in all metathesis experiments (Table 1), in the case
of Mo06, in less than 3 h. M06 turned out to be the most active
catalyst in all alkyne metathesis reactions. Full conversion for
S1, S2, S3, and SS was reached within 1 h. Reaction with Mo4
and MoS$ proceeded slightly slower than with Mo6; values for
conversion and TONs after 3 h are listed in the Supporting
Information (Table S1). The alkyne metathesis reactions were
repeated with a lower catalyst loading using Mo6 and carried
out at different substrate concentrations. A diluted system with
a substrate concentration of 13 mM, the hitherto used system
with a concentration of 130 mM and a more concentrated
system with a substrate concentration of 660 mM were chosen.
The catalyst loading was reduced to 0.05 mol %, allowing
TONSs up to 20 000. All reactions were stirred for 48 h at 35
°C due to the low concentration in the diluted system and the
therefore expected slow conversion rate (Table 1). Values for
the conversion after 3 h can be found in the Supporting
Information (Table S2). For substrate S1, the substrate
concentration was additionally set to 1.3 M as an increase in
substrate concentration usually leads to an increased
conversion. This is particularly the case with S1. In the highly
diluted system (13 mM), only 41% of the starting material was
consumed; however, conversion increased up to 99%, resulting
in a TON of 19900 for a substrate concentration of 1.3 M.
However, Mo4 and Mo6 are decomposing upon exposure to
air for 1 day (Figures S1—S4) or when reacted with alkynols
such as 3-pentyn-1-ol (Figures SS and S6).

In terms of catalytic performance, the cationic molybdenum
alkylidyne NHC complexes are at least comparable to the
catalysts recently published by Fiirstner et al., which showed
exceptional tolerance against functional groups and to some
degree against water at high catalyst loadings (>1 mol %),""*?
as well as to the catalysts reported by Tamm et al., which
reached TONs > 180 000, though only for carefully and highly
purified S1,'”'% in that the catalysts presented here allow for
high TONs for various substrates without extensive purifica-
tion. Furthermore, the turnover frequencies after 5 min
(TOFs,,;,) were determined for the conversion of S1—S6
with Mo6 at a catalyst loading of 0.005% and a concentration
of 660 mM (Table 2). For substrate 2, a TON of 3600 was
reached after S min, translating into a TOFq,;, of 12 s,

In conclusion, we have synthesized the first cationic
molybdenum alkylidyne NHC complexes with the aim to
increase activity, productivity, and functional group tolerance

https://doi.org/10.1021/acs.organomet.1c00175
Organometallics 2021, 40, 1178—1184
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Table 1. Turnover Numbers (TONs) and Conversion in Alkyne Self-Metathesis of Substrates S1—S6 with Complexes Mo4,
Mo$, and Mo6 at Different Concentrations and Catalyst Loadings”

Entry  Catalyst ~ Substrate: ~ Concentration Product Time TON  Conversion

Catalyst [mM] [h] [%]

1 Mo4 1000 130 12 990 99
2 Mos$ 1000 130 12 990 99
3 Mo6 1000 130 . 1 990 99
4 Mo6 20000 13 O o Q 48 8100 41
5 Moé 20000 130 1 48 10800 54
6 Moé6 20000 660 48 16000 80
7 Mo6 20000 1300 48 19900 99
8 Mo4 1000 130 3 990 99
9 MoS$ 1000 130 3 990 99
10 Mo6 1000 130 /\/\/o\/© 1 990 99
11 Mo6 20000 13 ©/\o 48 16600 83
12 Mo6 20000 130 s2 48 18900 94
13 Mo6 20000 660 48 19700 99
14 Mo4 1000 130 3 990 99
15 Mos$ 1000 130 3 990 99
16 Mo6 1000 130 Q /\/\/0 1 990 99
17 Mo6 20000 13 ©)\o o 48 13800 69
18 Mo6 20000 130 s3 48 11800 59
19 Mo6 20000 660 48 15800 79
20 Mo4 1000 130 12 990 99
21 Mos 1000 130 se 12 990 99
22 Mo6 1000 130 9 /\/\/o\n/@ 3 990 99
23 Mo6 20000 13 /©)J\o o 48 13600 68
24 Mo6 20000 130 s s4 48 13300 66
25 Mo6 20000 660 48 14300 71
26 Mo4 1000 130 12 990 99
27 Mos 1000 130 12 990 99
28 Mo6 1000 130 /\/\/ o 3 990 99
29 Mo6 20000 13 0 . 48 10000 50
30 Mo6 20000 130 48 11100 55
31 Mo6 20000 660 48 12300 61
32 Mo4 1000 130 12 990 99
33 Mos$ 1000 130 NO, 12 990 99
34 Moé 1000 130 0 /\/\/OYG/ 12 990 99
35 Mo6 20000 13 ﬁo o 48 9000 45
36 Mo6 20000 130 ON s6 48 11300 57
37 Moé 20000 660 48 9400 47

“Solvent: 1,2-dichlorobenzene; internal standard: tBu-benzene; temperature: 35 °C; with the addition of ground S A molecular sieves as 2-butyne

14
scavenger.

Table 2. Conversion and Turnover Frequencies after 5 min
(TOFy,,;,) in the Alkyne Self-Metathesis of Substrates S1—
S6 with Complex Mo6 at a Concentration of 660 mM

substrate: catalyst substrate conversion [%] TOFs, [s7']
5000 S1 31 S
5000 S2 72 12
2500 S3 37 3
2500 S4 40 33
2500 SSs 34 2.6
2500 S6 33 2.6
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and demonstrated that they indeed present the catalytic species
that form from neutral pentacoordinate molybdenum
alkylidyne NHC complexes via dissociation of one anionic
ligand. In that regards, particularly the triflate complexes were
found suitable. Tetracoordinate, solvent-free cationic com-
plexes demonstrate high catalytic activity and productivity in
the self-metathesis of several alkyne substrates, do not require
extensive purification of the substrates, and demonstrate

tolerance versus ether, ester-, thioether, and nitro groups.

https://doi.org/10.1021/acs.organomet.1c00175
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B EXPERIMENTAL SECTION

General Information. All operations were performed under an
inert gas atmosphere (N,), either with standard Schlenk techniques or
in a glovebox (LabMaster 130, MBraun, Garching, Germany), unless
stated otherwise. Diethyl ether, n-pentane, CH,Cl,, tetrahydrofuran,
and toluene were dried by a solvent purification system (SPS,
MBraun). All NMR measurements were conducted on a Bruker
Avance III 400 instrument. Chemical shifts are reported in ppm
relative to the solvent signal; coupling constants are listed in Hz. 1°C
NMR spectra were measured using broadband decoupling. Single-
crystal X-ray measurements were carried out on a Bruker Kappa
APEXII Duo diffractometer with Mo Ka radiation at the Institute of
Organic Chemistry, University of Stuttgart. Crystal data have been
deposited with the Cambridge Crystallographic Data Centre
(CCDC): Mo4 CCDC 2063125, Mo6 CCDC 2063124.

Reagents and starting materials were purchased from ABCR
(Karlsruhe, Germany), Alfa Aesar (Karlsruhe, Germany), and Merck
(Munich, Germany) and used as received unless stated otherwise. S1
was dried over CaH, and distilled under N,. All solvents were
purchased anhydrous and stored over 3 A molecular sieves. 1,3-
Dimesitylimidazol-l—ylidene,53 $2,2' $37%' 472! 85, $6,°* and
Mo1°®" were synthesized according to the literature.

Mo2. A solution of triflic acid (28 mg, 0.19 mmol) in 2 mL of
toluene:DME (5:1) was cooled to —40 °C and slowly added at —40
°C to Mol (150 mg, 0.18 mmol) dissolved in 4 mL of toluene. The
reaction mixture was stirred for 4 h at room temperature; then the
volatiles were removed in vacuo. The residue was coevaporated with
n-pentane (8 X 1 mL) and diethyl ether (8 X 1 mL), washed with n-
pentane (2 X 2 mL), and crystallized from diethyl ether/n-pentane.
The product was isolated in the form of red crystals (92 mg, 0.11
mmol, 64%): "H NMR (400 MHz, CDCL,): & = 7.36 (d, ¥y = 8.9
Hz, 2H), 6.81 (d, *Jy.q = 9.0 Hz, 2H), 4.41 (s, 3H), 4.29 (td, *Jyu =
11.4 Hz, ¥y = 3.2 Hz, 1H), 3.91-3.83 (m, 2H), 3.80 (s, 3H), 3.57—
3.51 (m, 1H), 3.37 (s, 3H), 2.02 (s, 3H), 1.97 (s, 3H) ppm; '’F NMR
(376 MHz, CDCL,): § = —76.35 (q, ¥Jzr = 9.7 Hz, 3F), —76.73 to
—76.85 (m, 3F), =77.30 (q, *Jp.r = 3.4 Hz, 3F), —77.55 to —77.69
(m, 3F), =77.92 to —78.10 (m, 3F) ppm; *C NMR (100 MHyg,
CDCL): 6 = 303.2, 161.3, 136.8, 133.7, 123.7 (q, Yo = 287 Hz,
CF;), 123.6 (q, YJcr = 287 Hz, CF;), 123.5 (q, YJc.r = 287 Hz, CF,),
123.1 (q, YJer = 287 Hz, CF;), 119.5 (q, Jcr = 318 Hz, CF;), 113.6,
85.6 (hept., Jo.r = 29.4 Hz), 84.5 (hept., 'Jor = 29.3 Hz), 76.0, 73.2,
69.4, 59.6, 55.6, 18.9, 18.8 ppm. Anal. Calcd (%) for
Cy H,3F s MoOgS: C, 30.90; H, 2.84. Found: C, 30.83; H, 2.91.

Mo3. Mo2 (500 mg, 0.61 mmol) was dissolved in 10 mL of THF
and stirred for 1 h at room temperature. All volatiles were removed in
vacuo; the residue was coevaporated with n-pentane (S X 2 mL) and
diethyl ether (S X 2 mL) and crystallized from diethyl ether/n-
pentane/CH,Cl,. The product was isolated in the form of red crystals
(450 mg, 0.52 mmol, 84%): 'H NMR (400 MHz, CDCL,): & = 7.39
(d, 3y = 9.0 Hz, 2H), 6.82 (d, *Jyq = 9.1 Hz, 2H), 4.62 (s, 2H),
4.37 (s, 2H), 3.80 (s, 3H), 3.76—3.71 (m, 4H), 2.13—2.05 (m, 4H),
1.99 (s, 3H), 1.90 (s, 3H), 1.82—1.77 (m, 4H) ppm. ’F NMR (376
MHz, CDCl,): § = —77.16 to —77.48 (m, 9F), —77.54 to —77.94 (m,
6F) ppm. *C NMR (100 MHz, CD,CL,): § = 304.7, 161.8, 137. 7,
134.3, 124.23 (q, ] = 287.7 Hz), 123.99 (q, ] = 287.2 Hz), 123.86 (q, ]
= 287.4 Hz), 120.07 (q, ] = 317.5 Hz), 113.8, 86.20 (hept, ] = 28.4
Hz), 84.84 (hept, ] = 28.2 Hz), 79.9, 69.2, 56.0, 26.5, 25.8, 19.7, 19.1
ppm. Anal. Caled (%) for CysH,oF;sMoOgS: C, 34.49; H, 3.36.
Found: C, 34.15; H, 3.41.

Mo4. A cold (—40 °C) solution of 1,3-dimesitylimidazol-2-ylidene
(139.9 mg, 0.46 mmol, 1 equiv) in toluene (50 mL) was added to a
solution of Mo3 (400 mg, 0.46 mmol) in toluene (50 mL), cooled to
—40 °C. The reaction was stirred for 3 h; then the solvent was
removed in vacuo and the residue was coevaporated with n-pentane (5
X 4 mL) and diethyl ether (S X 4 mL). The resulting solid residue
was washed with n-pentane (3 X 10 mL) and crystallized from diethyl
ether/n-pentane. The product was isolated in the form of orange
crystals (405 mg, 0.39 mmol, 86%): 'H NMR (400 MHz, CD,CL,): §
=7.95 (s, 2H), 6.86 (s, 4H), 6.77 (d, *Jyu = 9.0 Hz, 2H), 6.66 (d,
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Jun = 8.9 Hz, 2H), 3.84 (s, 3H), 2.17 (s, 6H), 2.02 (s, 12H), 1.77 (s,
6H) ppm. F NMR (376 MHz, CD,CL,): § = —=76.92 (q, *Jzr = 9.0
Hz), —78.67 (q, “Jep = 9:2), —78.93 ppm. *C NMR (100 MHz,
CD,CL): & = 311.0, 185.6, 162.8, 142.9, 137.7, 135.3, 134.0, 132.3,
130.6, 128.2, 122.80 (q, J = 286.7 Hz), 122.76 (q, ] = 286.6 Hz),
113.7, 85.25 (hept, ] = 30.1 Hz), 56.2, 21.3, 20.9, 17.6 ppm. Anal.
Caled (%) for CigHyFisMoN,OgS: C, 44.28; H, 3.62; N, 2.72.
Found: C, 44.29; H, 3.74; N, 2.80.

Mo5. Na[B(Ph),] (33.1 mg, 0.10 mmol, 1 equiv) was slowly added
to a solution of Mo4 (100 mg, 0.10 mmol) in CH,Cl, (4 mL), cooled
to —40 °C, and the mixture was stirred for 1 h at room temperature.
The resulting suspension was filtered through a pad of Celite, the
solvent was removed in vacuo, and the oily residue was excessively
coevaporated with n-pentane (10 X 2 mL) and diethyl ether (10 X 2
mL). The residue was washed with n-pentane (2 X 6 mL) and
crystallized from CH,Cl,/n-pentane. The product was isolated in the
form of dark red crystals (103 mg, 0.09 mmol, 88%): 'H NMR (400
MHz, CD,Cl,): § = 7.32 (s, 8H), 6.95 (m, 8H), 6.84 (s, 4H), 6.82—
6.74 (m, 4H), 6.77—6.70 (m, 4H), 6.67—6.60 (m, 2H), 3.82 (s, 3H),
2.18 (s, 6H), 1.91 (s, 12H), 1.76 (s, 6H) ppm. F NMR (376 MHz,
CD,CL): 6 = —=76.93 (q, ] = 9.0 Hz), —78.74 (q, ] = 9.1 Hz) ppm.
BC NMR (100 MHz, CD,ClL,): § = 310.7, 185.3, 165.53—163.58
(m), 162.8, 142.9, 137.6, 136.4, 135.1, 133.9, 132.1, 130.6, 127.6,
1262, 122.8 (q, J = 286.9 Hz), 122.7 (q, ] = 286.6 Hz), 122.3, 1137,
85.31 (hept, ] = 29.7 Hz), 56.2, 21.3, 20.9, 17.5 ppm. Anal. Calcd (%)
for C¢Hg;BF;,MoN,0;-(CH,Cl,),s: C, 59.41; H, 4.70; N, 2.25.
Found: C, 59.62; H, 4.79; N, 2.34.

Mo6. A suspension of Na[B(Ar"),] (343 mg, 0.39 mmol, 1 equiv)
in CH,Cl, (12 mL), cooled to —40 °C, was slowly added to a solution
of Mo4 (400 mg, 0.39 mmol) dissolved in CH,Cl, (12 mL), and the
resulting mixture was stirred for 1 h at room temperature. Then, the
suspension was filtered through a pad of Celite, the solvent was
removed in vacuo, and the oily residue was excessively coevaporated
with n-pentane (10 X 2 mL) and diethyl ether (10 X 2 mL). The
residue was washed with n-pentane (2 X 6 mL) and crystallized from
CH,Cl,/n-pentane. The product was isolated in the form of dark red
crystals (580 mg, 0.24 mmol, 86%): "H NMR (400 MHz, CD,CL,): §
=7.84—7.63 (m, 10H), 7.56 (s, 4H), 6.86 (s, 4H), 6.77 (d, *Jy.ps = 9.0
Hz, 2H), 6.65 (d, *J1.41 = 9.0 Hz, 2H), 3.81 (s, 3H), 2.16 (s, 6H), 2.00
(s, 12H), 1.79 (s, 6H) ppm. F NMR (376 MHz, CD,CL): § =
—62.87 (24F), =76.95 (q, “Jpr = 8.7 Hz), —78.78 (q, ¥Jp.r = 9.0 Hz)
ppm. *C NMR (100 MHz, CD,CL,): § = 311.1, 185.0, 162.5, 162.0,
161.5, 161.0, 142.8, 1372, 134.8, 134.5, 133.5, 131.5, 130.2, 128.7
(qq, J = 30.8 Hz, 5.7 Hz), 126.7, 126.0, 123.2, 122.3 (q, 'Jc.r = 286.7
Hz), 122.2 (q, Ycr = 286.7 Hz), 120.5, 117.46, 113.2, 85.0 (hept,
YJc.r = 30.3 Hz, C(CF;),Me), 55.6, 20.7, 20.4, 16.9 ppm. Anal. Calcd
(%) for CgoHoBF;MoN,O5: C, 47.50; H, 2.83; N, 1.61. Found: C,
47.54; H, 3.02; N, 1.66.
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