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During the past two decades, there has been 

considerable interest in catalytic asymmetric syn

thesis using a chiral ligand-transition metal comp

lex catalyst1. It is one of the most promising me

thods for synthesis of optically active compounds, 

since a large amount of optically active products 

are formed from a small amount of chiral mate

rials. Common chiral ligands have been phosphi

nes and extensively studied in a variety of cataly

tic application2. Recent research of asymmetric hy

drosilylation (Scheme 1) focuses on the use of nit

rogen based ligands3'5.

Optically active Schiff base 1 has been used as 

a bidentate chiral ligand in the asymmetric hydro

silylation of prochiral ketones4. The very recent 

work of Nishiyama et al. has showed tridentate 

ligand bis(oxazolinyl)pyridine to be better than bi

dentate ligand in the reaction5. We have given
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Scheme 1. 

much attention to the synthesis of such chiral tri

dentate ligand like 4.

Here we report the synthesis of C2_symmetrical 

and tridentate chiral Schiff base from 2t6-pyridi- 

nedicarboxaldehyde (^Scheme 2).

Several methods are available for the oxidation 

of 2,6-pyridinedimethanol 2 to 2,6-pyridinedicar- 

boxaldehyde 36. Selenium dioxide was the best 

oxidizing agent. Treatment of 2 with 2.1 equiv. 

of SeO2 in dioxane at 80t for 4 h afforded 3 in 

84% yield after recrystallization (hexane/chloro- 

form=3/l). Optically active tridentate 2,6-bis(l- 

phenylethylimino)pyridines 4 having two imine 

skeleton would be easily synthesized through di

rect Schiff base condensation. Treatment of pyridi- 

nedicarboxaldehyde 3 with 2 equiv. of optically 

acitve (Z?)-l-phenylethylamine in refluxing ben

zene gave, after flash chromatography of the crude

"Reagents: (a) SeO2(Z.l equtv), E>toxane, 80 °C： (b) (/T)-l-phenytethytemine 
(2.0 equiv), benzene, refknc; (c) RhQ3 3H2O, ethanol, 60 °C.

Scheme 2.
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Table 1. Physical properties of compounds 4 and 5

Smpd mp.(c=M%Ck) NMR (CDCk), 6

4 oil -1.2° 】H-NMR 1.62(d, /=6.9

Hz, 6H), 4.65(q, 7=6.5 

Hz, 2H), 7.24~7.46(m, 

10H), 7.78(t, /=8.3 Hz, 

1H), 8.13(d, /=7.8Hz, 2 

H), 8.49(& 2H)

5 182t -2.9° 2.07(d, /=6.9Hz, 6

dec H), 6.12(q, /=6.5Hz, 2

H), 7.38~7.60(m, 10H), 

7.64(s, 2H), 7.69(d, J= 

7.9 Hz, 2H), 8.03(t, 7=8. 

3 Hz, 1H)

product, 4 as a colorless oil in ca. 86% yield. The 

tridentate 앉liral ligand 4 reacted with RhCla ,31120 

in ethanol at 60t for 3 hr to afford Rh complex 

5, which was purified by flash chromatography 

(ethyl acetate/methanol=7/1) to give sta비e orange 

solids in 75% yi시d.

The structural assignment for 4 and 5 are based 

upon 'H-NMR spectral data. The spectral data are 

collected in Table 1. In particular, the protons of 

the CH=N groups exhibit characteristic low che

mical shifts (4: 8=7.64, 5: 8=8.49)4.

Now we are examining the potential of this new 

ligand and the corresponding Rh complex in asy

mmetric hydrosilylation of prochiral ketone.
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