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Summary: The oxidative addition of 0-(Me;RSiCH,0)-
CsHal (R = Me, Ph, F) to palladium(0) complexes leads
to the corresponding complexes o0-(Me,RCH,0)CsH4Pd-
(Lo)I (L = PPhg, AsPhgs; L, = dppf). The intramolecular
Pd/Si transmetalation proceeds smoothly with fluorides
and carbonates as the promoters.

Transmetalation of organosilanes with organopalla-
dium(Il) complexes is a key step in the synthetically
useful Hiyama cross-coupling reaction (eq 1),! an at-
tractive alternative to the Stille coupling reaction of
organostannanes.2 However, although organosilanes

Pd
RI-X + R2-SiY3 %» RI-R2 + SiXY3 @

are more convenient reagents than organostannanes in
organic synthesis from the point of view of their toxicity
and ecological impact, silanes are considerably less
reactive toward transmetalation with the in situ gener-
ated organopalladium complexes.3# In practice, pal-
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ladium-catalyzed coupling of alkenyl or aryl halides with
alkenyl-, allyl-, and alkynylsilanes (Hiyama reaction)
is only possible in the presence of stoichiometric amounts
of a fluoride salt as the activating agent.> The best
results are usually obtained by using less readily
available fluorosilanes as the nucleophilic partners,®
although the presence of the fluoride ion (TASF or
TBAF)® as a promoter is still necessary. Probably, the
acceleration observed in the presence of fluoride is a
consequence of the formation of a pentacoordinated
fluorosilane intermediate, more nucleophilic toward the
organopalladium in the rate-determining transmetala-
tion step.1>78 Fluoride salts have also been found to
enhance the reactivity of alkenyl- and arylboronic acids
in their cross-coupling with organic electrophiles (Su-
zuki reaction) by the likely formation of a reactive
fluoroborate.%19 Alternatively, fluoride also promotes
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(7) The stereochemistry of the transmetalation step has been
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the reduction of phosphine palladium(ll) complexes to
palladium(0), probably by nucleophilic attack on the
coordinated phosphine.l!

We have recently reported that iodoaryl stannane 1
reacts with Pd(PPhg), to afford palladacycle 2, as a
result of an intramolecular Pd/Sn transmetalation of the
intermediate oxidative addition arylpalladium(l1) com-
plex (eq 2).12 We have now found that by using silanes

0
O -SnBus  py(pphy), @}
- Pd_ )
I /  TPPhg
PhgP
1 2

instead of stannanes the intermediate complexes can
be obtained as stable compounds, allowing one to
systematically study the transmetalation step of an
important cross-coupling reaction, isolated from the
oxidative-addition and reductive-elimination steps. Im-
portantly, the Pd/Si transmetalation can be promoted
by the formation of a transient Pd—O bond.

Silanes 3, 4, and 52 reacted smoothly with Pd(PPhs),
(toluene, 40 °C) or Pd(dba)(AsPhs),5¢1 (acetone, 23 °C)
to give the oxidative-addition complexes 6—10 (Scheme
1). Similarly, reaction of 3 and 5 with Pd(dba)(dppf)d-15
(toluene, 23 °C) afforded 11 and 12, respectively.®

Palladium(I1) complexes 6—12 are stable compounds
and did not suffer intramolecular Pd/Si transmetalation
after being heated at 50 °C for 17 h (CDClI3 or CD3CN
solutions). Furthermore, trimethylsilyl derivatives 6
and 11 failed to undergo transmetalation in the pres-
ence of fluoride anion as the promoter. We envisioned
that the desired transmetalation could be achieved by
using the less strongly coordinating ligand triphenyl-
arsine,’” which could facilitate the formation of a
coordinatively unsaturated 14-electron complex, which
would be more reactive in the transmetalation reac-
tion.’® This was shown to be the case. Thus, once TBAF
was added to a solution of complex 7 in acetonitrile at
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Table 1. Transmetalation of Complexes
Ar—Pd(L),—1 (6—12) to Palladacycles 2, 13—15

entry T reaction yield
no. Ar—Pd—I reagent? (°C) time (h) palladacycle (%)°
1 6 TBAF¢ 23 d
2 6 A92CO3 50 d
3 7 TASF 23 51 13 (22)
4 7 TBAF 23 51 13 (80)
5 7 Ag.CO; 23 13+14  95¢
6 7 K2CO3 50 5 13 100
7 8 TASF 23 d
8 8 TBAF 23 51 13 (67)
9 8 Ag,CO; 23 51 13 (100)
10 8 K2CO3 50 44 13 (20)
11 9 TASF 23 1 13 (100)
12 9 TBAF 23 1 13 (200)
13 9 KF 23 51 13 (25)
14 9 Ag:CO; 23 2 13 70 (100)
15 9 K2COs3 23 13 27)
16 10 Ag,CO; 23 1 2 94
17 11 AgCOz 50 d
18 12 AgCO; 23 1 15 100

a Two molar equivalents of additive was used. Unless otherwise
stated, the reactions were carried out in MeCN. P Isolated yields.
Numbers in parentheses are for yields determined by 'H NMR.
¢ MeOH as the solvent. 9 No reaction was observed after 24—48
h. ¢ A 1:1 mixture of 13 and 14.

23 °C, transmetalation ensued to give palladacycle 1312
(Table 1, entry 4). Addition of TASF led to only 22%
conversion of 7 into 13 under these conditions (entry
3). Among the fluoride sources examined with 8, only

0
MesSi

Ly @[ >
PhyR
Pd Pd 2 %
~N
AsPh ~
PhsAs/ s Ph3As/ AsPhs k@

13 14

Pd~PPn2

TBAF led to a significant conversion into 13 (entry 8).
The more favorable cleavage of the alkyl—Si bond in the
presence of a phenyl—Si bond in 8 is another example
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of endocyclic restriction!® in the intramolecular trans-
metalation reaction.’2 (Fluorosilyl)palladium(ll) com-
plex 9 was the most reactive, leading to 13 in almost
guantitative yield in the presence of 1 equiv of TASF
or TBAF (entries 11 and 12). Treatment of a solution
of 9 in acetonitrile with potassium fluoride, which was
a very poor promoter for the transmetalation of 7 and
8, led to 33% conversion into 13 after 51 h at 23 °C
(entry 13).20

Interestingly, an alternative procedure for the trans-
metalation was uncovered by using Ag>,CO; as the
additive in the absence of fluoride anion. Thus, (dimeth-
ylphenylsilyl)palladium complex 8 led to 13 after being
treated with Ag,CO3 (Table 1, entry 9). The fluorosilyl
derivative 9 reacted very rapidly under these conditions
(entry 14). However, trimethylsilyl derivatives 6 and
11 with phosphines as the donor ligand for palladium
were also unreactive under these conditions. In con-
trast, (fluorosilyl)palladium complex 10 readily reacted
in the presence of Ag,COgs to afford palladacycle 2 (entry
16). Complex 7 reacted with Ag,COs in acetonitrile at
50 °C to give palladacycle 13. Surprisingly, complex 13
was accompanied by an equimolar amount of the silyl-
substituted complex 14 (entry 5). Formation of the last
complex was unexpected, but it could be envisaged as
taking place by cleavage of palladacycle 13 by a trimeth-
ylsilyl electrophile followed by aromatic palladation.?!
A similar result was obtained by using Ag.,0O as the
additive.?2 Significantly, the presence of silver ion was
not essential for these reactions since the transmeta-
lation of 7 could be cleanly achieved with K,COs in
acetonitrile to give exclusively palladacycle 13 (entry
6). Furthermore, the use of silver salts like AgOTf,
AgBF4, or AgOTs gave negative results (either no
reaction or extensive decomposition of 7) under different
reaction conditions. Reaction of 8 with K,CO3 also led
to 13, albeit in low yield (entry 10). Fluorodimethylsilyl
complex 12 with a bidentate dppf ligand underwent
smooth transmetalation in the presence of Ag,CO3 to
give to oxapalladacycle 15 in quantitative yield (entry
18).

These experiments are in accord with the formation
of an arylpalladium carbonato complex,2324 which may
lead to a reactive arylpalladium oxo intermediate by

(19) Beak, P. Acc. Chem. Res. 1992, 25, 215.

(20) The reduced reactivity of KF may be due, at least in part, to
its low solubility in organic solvents. Similar results were obtained
with CsF.

(21) Alternatively, complex 14 may arise by an oxidative-addition—
reductive-elimination pathway. Studies on this subject are in progress.

(22) (a) As expected,!8 the addition of excess AsPhs slows down the
transmetalation reaction. (b) Complex 7 also afforded palladacycle 13
in low yield in the presence of NaOH or Na;HPO, as the additives
(MeCN, 23 °C).

Organometallics, Vol. 16, No. 10, 1997 1999

decarboxylation. This proposal is in agreement with the
activation promoted by Ag,O. Therefore, these results
suggest that formation of an intermediate palladium-
(11) complex with a Pd—0O bond is key for the success of
the Pd/Si transmetalation reaction. Interestingly, for-
mation of complexes with a Pd—O bond has been
proposed to accelerate the Pd/B transmetalation, which
occurs in the Suzuki coupling reaction.10.25.26

In summary, we have achieved the intramolecular
transmetalation of alkylsilanes with arylpalladium
complexes, the key step in the Hiyama coupling reac-
tion. The developed system allows one to study the
effect of ligands and additives on the rate of the
transmetalation step, isolated from the oxidative-addi-
tion and reductive-elimination steps. The preliminary
results shown here demonstrate that the Pd/Si trans-
metalation can be promoted by the formation of a Pd—O
bond. Additionally, the use of AsPh; as the ligand for
palladium, which has been demonstrated to facilitate
the transmetalation in the Stille reaction,” substan-
tially accelerates the Pd/Si transmetalation step. The
study of the effect of additional ligands and additives
on the transmetalation and the application of these
findings for the development of new coupling reactions
are in progress.
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38, 439.



