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B. Burns, N. P. King, H. Tye, J. R. Studley, M. 
Gamble, M. Wills  J. Chem. Soc., Perkin Trans 1 
1998 , 1027.

The title phosphinamide catalyses the 
asymmetric reduction of ketones by borane.

(S)-N-(Dimethylphosphoryl)- αα ,αα-diphenylpyrrolidine-2-methanol

A (10 mol%),
BH3.SMe2 (1 eq)

PhMe, ∆ , 30 min

2 examples (yields 81 and 90%, %ee 92 and 62%).

81%, er = 96:4
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M. T. Reetz, G. Lohmer, R. Schwickardi Angew. 
Chem. Int. Ed. Engl.  1998, 37, 481.

The combination of a Pd(II) catalyst and A in the 
presence of small amounts of 
N,N-dimethylglycine (DMG) currently represents 
the most active and selective catalyst system for 
Heck reactions of normally unreactive halides.

Tetraphenylphosphonium Chloride

Ph4PCl

A

[Pd(MeCN)2Cl2]•6Ph4PCl•6DMG
(0.1 mol%),  NaOAc (2 eq)

 NMP, 150°C, 12 h

6 examples (conversion 66-97%).

NMP = N-methylpyrrolidinone
Ar = p-benzaldehyde

98% conversion (1:2:3 = 98:<1:2),
only 1% of undesired scrambling 
products
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D. M. Lynn, B. Mohr, R. H. Grubbs J. Am. Chem. 
Soc. 1998, 120, 1627.

The title reagent, in the presence of a Brønsted 
acid, catalyses living ring opening metathesis 
polymerisation (ROMP) in aqueous media.

Water-Soluble Ruthenium Metathesis Catalyst

R = cyclohexyl

ClCl

n

A

H+, H2O

Cl

The presence of acid not only serves to remove small concentrations of 
hydroxide ions (which cause significant catalyst decomposition), but also 
accelerates polymerisation and yields a true living system.
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T. Imamoto, J. Watanabe, Y. Wada, H. Masuda, 
H. Yamada, H. Tsuruta, S. Matsukawa, K. 
Yamaguchi J. Am. Chem. Soc. 1998, 120, 1635.

The synthesis of a new class of P-chiral 
phosphine ligands and their application to the  
rhodium(I) catalysed asymmetric hydrogenation 
of α-(acylamino)- arylates is described .

1,2-Bis( tert -butylmethylphosphino)ethane Rhodium(I) Norbornadiene Complex

A (0.2 mol%)
H2 (6 atm)

PhH, rt, 10-24 h

10 examples employing A  (%ee 55-99.9%); 11 other examples employing 
analogous catalysts.

er = 92:8
(yield not specified)
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J. Åhman, J. P. Wolfe, M. V. Troutman, M. 
Palucki, S. L. Buchwald J. Am. Chem. Soc. 1998 , 
120, 1918.

The title reagent in the presence of ( S)-BINAP 
catalyses the enantioselective arylation of ketone 
enolates to afford quaternary stereogenic 
centres.

(Dibenzylideneacetone)palladium(0)

Pd2(dba)3
A (10 mol%)

(S)-BINAP (12 mol%)

NaHMDS (2 eq)
PhMe, 100°C

86%, er = 98:2

(2 eq)

9 examples (yields 61-88%, %ee 
40-98%). Pd(OAc)2 was also 
used as an alternative source of 
palladium.
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K. Maeyama, N. Iwasawa J. Am. Chem. Soc.  
1998 , 120, 1928.

The title reagent catalyses the endo-dig 
cyclisation of ω-acetylenic silyl enol ethers.

Tungsten Pentacarbonyl Tetrahydrofuran Complex

W(CO)5•THF

A (30 mol%)
H2O (2 eq)

THF, rt, 3-5 d
77%

6 examples (yields 73-93%). The process is only successful for terminal 
acetylenes.
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P. A. Wender, C. O. Husfeld, E. Langkopf, J. A. 
Love J. Am. Chem. Soc. 1998, 120, 1940.

The title reagent catalyses the intramolecular 
[5+2] cycloaddition of alkenes to tethered vinyl 
cyclopropanes.

Tris(triphenylphosphine)rhodium(I) Chloride

RhCl(PPh3)3

A (10 mol%)
AgOTf (10 mol%)

PhMe, ², 1 h
94%

6 examples (yields 77-94%). All substrates possessing a 3-carbon tether 
between olefins yielded cis 5,7-ring systems, those with a 4-carbon tether 
yielded trans 6,7-ring systems.
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W.-S. Huang, Q.-S. Hu, L. Pu J. Org. Chem. 
1998 , 63, 1364.

A catalyses the enantioselective addition of 
diethylzinc to aldehydes.

(R)-3,3 ′-Bis(2 ′′,5′′
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