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Development of Catalytic Reactions Using Low Coordinate Phosphine
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<Mes* = 2,4,6-tri-t—butylphenyl>
Figure 1. Np = 1-naphthyl
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Figure 2. Molecular Structure of 2b-Et,0O. Hydrogen
atoms and Et,O molecule are omitted for clarity.
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Table 1. Hydroamination of 1,3-Cyclohexadiene with Aniline
Catalylzed by 3a and 3b

3a or 3b (2 mol%)

_— @—NHPh
solvent, room temp

entry catalyst solvent additive? time (h) yield (%)? ee (%)°

+ HoNPh

(2 equiv)

1 3a toluene - 43 45

2 3a Et,O - 96 31 21
3 3a THF - 100 55 0
4 3a CH.Cl, - 126 0 -
5 3a toluene MS3A 49 72 1
6 3a toluene MS4A 44 76 0
7 3a toluene MS5A 49 84 3
8 3b  toluene MS5A 53 61 0

4100 mg/mL of activated molecular sieves was added.
b Determined by GLC using tridecane as an internal standard.
¢ Determined by chiral HPLC analysis.
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Scheme 1. Direct Polymerization of 2-Bromo-3-hexylthiophene
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