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Abstract:

Surmmary: The in ziin palladium(0)-catalyzed Suzuki
reaction is shown to be an efficient method for the eross-
coupling of aryl-, furyl-, primary, and benzylic boranes
with aryl or vinyl bromides and iodides without the
igolation of the organoboronic acid or the addition of any

external base.
Tables:
Takle 1. Various Attempts Toe Optimize the Yield of Biphenyl via the in Site Suzuki Cross-Coupling Reaction
entry solvent PhX water ar base catalyst time (h) wield® of biphenyl (%)

1 DME I NagOOhy Pd(PThyly 20 (i)
2 DME I NagQOOy PdiPPhj)s 2 5
3 benzene I NagCOy PdiPPhal 16 61°
4 benzene 1 Hi0 PdiPPhal 16 514
&t benzene I Nag(0y PaiOAc ) PPhyls n RR
[ NMP Br H:0 Pdi(PPhy)y 17 B3
7 DME Br H:0 Pd(PPha)s 1.5 62
8 DME Br H:O/TMEDA* Pd(PPha)y 1.5 58
9 DME Br NagCOy Pd(OAc)(PPha)z 2 76

10 DME Br NagC0y Pd(PPhaly 2 48

11 DME Br NazC0y PdiPfuryls)y 5 53

12 DME Br H:0 PdiPhaly 1.5 i)

13 DME Br nona Pd(Phgly 2 9

147 DME Br H,0 Pd(Phs) 1.76 21

@ Yield obtained by distillation and NMR analysis of the distillate. * Arvllithium generated by halogen—metal change of iodobenzene
in ether at —05 °C for 10 min. © 18% yield of butylbenzene. 7 12% yield of butylbenzene. © 1.0 equiv of TMEDA was added. " Boronic acid
prepared from phenylmagnesium chloride.

Table 2, Cross Coupling of in Situ Generated Organoboranes with Organo Halides

entry halide boronic acid source catalyst solvent water source time (h) product (% yleld)
1 bromobenzene 5 Pd(FPhaly benzene HzO 15 10 (55)
2 indobenzens iodobenzene Pd(FFhaly benzene 2 M NagCOy 20 biphenyl (85)
3 bromobenzene n-BuLi Pd(OAc)y(PFhs)y THF H 20 n-butylbenzene (52}
4 2-bromobenzaldehyde benzyllithium Pd(PPhaly toluene 2 M NagCOy 20 2-benzylbenzaldehyde (83)
5 bromobenzene [ Pd(PPhgsly benzene 2 M NapCOy 18 11 (95)
6  bromobenzene 7 Pd(PPhsy THF Hz0 48 12 (39)
7 bromobenzens s-BulLi Pd(DAc)(PPhs); benzene HO 18 mixture (<30)
8 3 8 Pd(PPhs)y THF H:0 13 18(43)
5 4 g PdiPPh;ls DME  H;0 2 14078
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