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We found three tamdem and dimerization reactions in serendipity. Because these reactions were quite
fantastic, we have investigated the reaction mechamisms and substrates generality. Furthermore, we
constructed zeylanone, isolated from Plumbago zeylanica, using the unique dimerization reaction as a
key step as well as the determination of its relative and absolute configuration.
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Table 1. Formation of oxepin dimer 2

Pd catalyst
Q Cul (1.0 eq)

(MesSn), (1.1 eq)

Na,CO3 (1.0 eq

Br DMF, rt
10
Entry Pd catlyst/ Ligand Na,COzTime (h) Yield (%)
1 Pd(dppf)Cl, (0.2 eq)/ - = 5 61
2 Pd(dppf)Cl, (0.1 eq) /- = 5 35
3 Pdy(dba)3(0.05 eq) /(+)-BINAP (0.1 eq) - 15 47
4 Pdy(dba)3(0.05 eq) /(+)-BINAP (0.1 eq)+ 1 96
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Pd,(dba); (0.05 eq)
(£)-BINAP (0.1 eq) o
Q Cul (1.0 eq) Br
(Me3Sn); (1.1 eq) ‘
O‘ Na,CO3 (1.0 eq) o O OH
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10 3 QD
Entry Pdy(dba); (+)-BINAP Cul (Me3Sn), Time (h) Yield (%)
1 + + + - 24 -
2 + + - + 25 44
3 + - + + 1.5 27
4 - + + + 2 83
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Figure 1
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Conditions; CHCl3, 1 x 10 M, 25°C, light pass length = (a) 5 mm, (b) 10 mm.
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