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Abstract

A catalytic, asymmetric Gosteli-Claisen rearrangement (CAGC)
has been utilized to provide the C5-C8 segment of berkelic
acid.


Key words

allyl vinyl ether - asymmetric catalysis - berkelic
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50:1→20:1) to afford unreacted 22 (20
mg, 19%) and 17 (77 mg, 61%). R
            
              f
             = 0.20
(cyclohexane-EtOAc, 20:1); ¹H NMR (CDCl3,
400 MHz): δ = 7.68-7.70 (m, 4 H),
7.38-7.45 (m, 6 H), 5.69-5.78 (m, 1 H),
5.06-5.17 (m, 2 H), 4.81 (t, J = 4.0
Hz, 1 H), 3.56-3.57 (m, 2 H), 3.30-3.40
(m, 7 H), 2.72-3.03 (m, 3 H), 2.62-2.69
(m, 1 H), 2.51-2.57 (m, 1 H), 2.18-2.22
(m, 1 H), 1.78-1.98 (m, 3 H), 1.05-1.10
(m, 12 H). ¹³C NMR (CDCl3,
100 MHz): δ = 136.7 (CH), 135.6 (4 × CH),
133.6 (C), 133.5 (C), 129.6 (2 × CH), 127.6
(4 × CH), 118.1 (CH2), 102.7
(CH), 66.8 (CH2), 57.2 (C), 53.5 (CH3), 52.5
(CH3), 46.0 (CH), 39.5 (CH2), 35.8 (CH), 26.9
(3 × CH3), 25.8 (CH2),
25.5 (CH2), 24.5 (CH2), 19.3 (C), 9.9 (CH3);
IR (neat): 2930, 2900, 2860, 1430 cm-¹; Anal.
Calcd for C30H44O3S2Si:
C, 66.13; H, 8.14. Found: C, 66.2; H, 8.1; [α]²5
            D +21.0
(c 1.01, CHCl3).
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