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Figure 1 o-Functionalized D4-Symmetric Porphyrin
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(1) 5. 10, 15, 20-tetrakis(4'-tert-butyl-2', 6'-dicarboxyphenyl)porphyrin 1DEER
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Figure 2 QOctacarboxy- and Octaamidotetraphenylporphyrin
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Scheme 1 Synthetic Scheme of Novel D4-Symmetric Chiral Porphyrins 6a and 6b
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Table 1 Epoxidation of substituted styrenes
with 6b-Fe(Br)

*

7 N 7
~/\I —_— |, |
X X
X ee (%) yield (%)
H 47 68
3-F3 66 66
4-F 52 59
4-Cl 51 67
4-Br 48 67
2-Me? 31 58
3-Me 42 53
4-Me 28 51
3-CF3 74 53
4-CF3 52 66
3-NO,? 78 62

Reactions were typically run for 3h at -20° with

0.25 pmol of 6b-Fe (Br), 25 pmol of PhlO, 250 umol
of substrate in 500 pi of toluene. Ees and yields
(based on PhlO) were determined by HPLC analysis.
a)lsolated yields. Ees were determined by 'H NMR
with (+)-Eu(hfc)s.
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Table 2 Epoxidation of Olefins Catalyzed by p-Substituted 6b-Fe (Br)

N Ri - R
©/\' catalyst/ Phi0 bl

Rz R>
Ee (%) (Yield (%))

Substrate +BuCO  Br H Me n-BuO
trans-p-methylstyrene® 39 (48) 40 (43) 42 (45) 44 (46) 45 (49)
styrene® 42 (72) 44(65) 47(68) 49(65) 52 (66)
3-nitrostyrene® 71(68) 74(70) 78(61) 78(70) 79 (63)

Reactions were typically run for 3h at -20° with 0.25 umol of catalyst, 25 umol of PhiQ, 250 pmol of
substrate in 500 p! of toluene. Ees and yields (based on PhlO) were determined by HPLC analysis
except 3-nitrostyrene. a) (1S, 28)-Epoxide was obtained as major enantiomer. (1S, 2R)-Epoxide
was also obtained in 2-3% yield (7-10% ee). b) (S)-Epoxide was obtained. c) Isolated Yields. Ees
were determined by NMR with (+)-Eu (hfc);. Absolute configuration of epoxide was not determined.
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