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Table 11, Influence of the Organophosphine on the Palladium-Catalyzed Reaction of 4-Bromophenol with Methyl

Acrylate®
reaction

registry temp, time, % yield

phosphine no. . P/Pd °C h (GLC)
PhyP 603-35-0 2 ) 6 3
PhyP 6 5 508 5
(0-tol)3P 6163-58-2 -2 i 22 98
(0-tol)sP | 6 75 49 95
(p-tol)sP 2 100 45 26
(c-nap)P 3411-48-1 9 100 4 8
' (4-CH;;OCOC¢;H4);;P 66417-54-7 2 K 50 4
(4-(CHy)sNCgH,),P 1104-21-8 2 75 50 ~)
2,3,4,5-(CHy)CoH]sP 66417-52-5 2 75 90 37
2,3,4,5-(CH3)4CeH]4P 6 75 100 8
(2-CoHzCeHy)aP 507177-21-0 2 % 8l 43
(2:CoHsCeHy)sP 6 L3 50 95
(2,5-i-ProCqHs)sP | 63600-29-3 2 ™ 53 27
(2,5-1-ProCeHs)sP 6 15 50 68
[2-CHj-5-t-BuCgHs)sP 66417-48.9 2 75 51 87
[2-(CH3¥5-t-BuCGH3]3P . 6 75 49 95
(2-CH3-4-(CH3)oNCgH3)sP 66417-47-8 2 75 50 20
[2-CHj-5-CF4CqHy)sP 66417-45-6 2 75 3 29
{2-CH3-5-CF3CeHg)sP 6 75 49 95
2,6-(CH30)3C¢H3PPhy 66417-43-4 2 75 8t 1
(NCCHoCH,)sP 4023-53-4 2 ) 4 ~)

@ Carried out with 1 mol % of palladium acetate based upon the aryl halide. ® No further increase in yield was observed with longer
reaction time.



=

@—Br + O + Et,N
_ N

Pd(OAc), + 2P(o-t01)3b N O / O

100 °C, 96 h

+ Et,NH"Br~




Br Pd(OAcly + Plo-toily
zcn-taoch\/ § CNNF

b 2EtgN e

0,CHj

CH30:C 7 NN\ N XX + 2EtsNH'Br

36%



PR,

!
>—Br + Pd(PRy), — \>—-I~i’dB'r + (n—2)PRg

PRa
I‘>R3 ) ?r. .
\>—-PdBr + <y — PR—Pd—FR —
| OH 3
PRy _
H
I
— PR,
’ |
N Br PRq PR&
H . - PR,
CJ  Spe” om | | o
5\;\\/!\ - H Pd Br :
l FR, - = / :
OH o
{ ’N.\‘//\/l\ + HPA(PR.),Br |
| | | II>R3
PR,
>._/\|( + HPA(PRe):Br =—— Br— Pd—H
O \>_/§LI/
OH
Ii{‘ ' !‘{2"' Br~

N N
HPJA(PR.).Br <+ | — Q + PA(PRg),



Br

JUON

H
|

+@

Pd(0Ac) y» Plo-tol) 3

100°, 66 h

.

0.0

1%
1






Acknowledgments
University ot Delaware

John Nolley, Jr. William Fischetti

Harold Dieck Babu Patel

Carl Ziegler, Jr. C. K. Narula
Alan Schoenburg

Walter Frank .

) } James Neilan
Jim Il Kim John Weir
Nicholas Cortese Guangzhong Wu
Joseph Plevyak

Hercules, Inc.
National Science Foundation
Petroleum Research Fund



	PALLADIUM REACTIONS FOR ORGANIC SYNTHESES
	Slide Number 2
	Slide Number 3
	Slide Number 4
	Slide Number 5
	Slide Number 6
	Slide Number 7
	Slide Number 8
	Slide Number 9
	Slide Number 10
	Slide Number 11

