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WFFER R DB EE (FE30) : Asymmetric desymmetrizations of o-symmetric 1, 2-diols and 1, 3-diols were
successfully achieved with newly developed C,-symmetric piperadine-type chiral diamine, DMPP.
Furthermore a key intermediate for the total synthesis of Salinosporamide A was synthesized in high
optical yield by means of the desymmetrization of o-symmetric 1, 3-diol with DMPP-CuCl, complex
and benzoyl chloride.
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Figure 2. Chemical Shift of DMPP-Cu(II) complex
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Table 1. Asymmetric Desymmetrization of 1,
2-Diols Utilizing Chiral Diamines-Cu (II) Complex

3 mol% Chiral Diamine
3 mol% CuCl,
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+ I
R”NOH CHLCl,, -78 °C R”NOH R71 OBz
1S,2R 1R2S
Me H H
N - N = N
Me H H
DMPP DHPP (-)-Sparteine

% (%ee) config % (%ee) config % (%ee) config

I 77 (92) 1S2R 58 (3) 1S2R 55(94) 1R.2S

I 73 (86) 1S,2R 66 (70) 1S2R 98 (97) 1R2S

<I 73 (79) 1S2R 56 (18) 1S2R 61 (66) 1R.2S
OH
OH

(I 100 (93)1S,2R 80 (91) 1S2R 80 (94) 1R.2S
OH
OH
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Table 2. Asymmetric Desymmetrization of 1,
3-Diol Utilizing Chiral Diamines-Cu(II) Complex

Chiral Diamine (5 mol%)

CuCl, (5 mol%)
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OCl . “OMe i-ProNEt (2.4 eq) ocl Z “OMe + ocl <. ~OMe
| o | |
HO OH CHClp, 0°C, 2h BzO OH BzO OBz
9 Monobenzoate 10 Dibenzoate 11
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Entry  Chiral Diamine _—
Yield (%) ee (%) Yield (%)

1 (-)-Sparteine 73 0 15
2 DHPP 7 0 16
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Table 3. Substituent Effect upon the Yield and the

Enantioselectivity
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2 126 Alyl 77 95 12
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4 12d PMB 73 83 15
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