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Diastereoselective Oxidation Reaction between Pyridinium
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Abstract A novel diastereoselective oxidation reaction between pyridinium chlorochromate and the tertiary o —
hydroxy epoxides is described. The stereoselectivity, chemoselectivity and the possible reaction mechanism have
been discussed. This reaction could be developed to a synthetic method of chiral tertiary o — hydroxy epoxides
as well as 1,3 — diones with & quaternary carbon at 2 — position.
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1.1 {z8% Fi HP 5988A Bl { 3R M E . mE TR (d.e. %)
TH#MBC NMR #5038 % F Bruker AM - 400 MHz: {HAFRHAHAEREGCC-9AM U HME BEFRAF
XY BWE, CDC, fEBEAF AR, GC- MS B R EWELTI =749 200 ~ 300 mesh BEBE .
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Table 1 Diastereo — recognizable reaction between o — hydroxy epoxides and PCC
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1.2 Z4%eMNHE

B 9 = 5 3T SR T £ 3R R DR O i b AT
WS EFEFEHAEL T, HEH R NMR B E, 4
B RE NMR S-S R M 7 e 5%
W9 TR LR A A A ROk A'H NMR B GC# € .
He la1tb h R F AN EAEEE MACEYY
h A RS R,
1.3 ZHTEAMS5 PCCRUREN—MFE

% 0.71 mmol PCC (RFECIA ik W &) 4rit
T A B ZUEE PR 9 = 58 31 S 8%.(0. 47 mmol, 3573k X B
REASYR CHCL(I5 )BT, RNk R g4
HEERTHES: HGCUNED Xk IR(d4. ..
% )MEBE A ETA EL0 & RN, ¥
S B, R ESE A EL0(2 x 10 mL)BF U
GHOENRAES EEREBRF [V (AOE) :
V(Petroleum) = 1:10 ¥ 1% ], 47 B 4k 7= M 1K L RE
MAEBEY, TAEHRNSHEH f1°C NMR KL
BoC-MSHZ(REREDNT) AXMTEL'H
NMR % GCHE  ERERATE L.
1.4 L =9 A0 e T M iR

- Ek -2- X5 -5-F - RTHE(2)
&y: 0.83 {d, J=6.4 Hz, 3H), 1.16{(m, 1H), 1.66
(m, 1H), 1.90(s, 3H), 2.30(m, 4H), 2.56(m,
1H), 7.13- 7.36{(m, 5H). §¢: 21.8, 28.5, 29.4,
31.9, 35.7, 48.7, 70.6, 3 x 127.8, 129.0, 129.2,
137.1, 206.6, 210.5. GC-MS (m/z,%): 230(M*,
<1), 188{100), 146(21), 117{20), 115(15), 103
(18), 97(13), 91(42), 84(18), 77(17). HRMS caled
for CisH;30;; 230.1314, found 230, 1307.

2-LBtk -2-% A -4-FPE - KTE(5)
8- 0.93 (4, J=6.4 Hz, 3H), 1.38(m, 1H), 1.81
{m, IH), 1.90{s, 3H), 2.03{m, 1H), 2.31(m,
1H), 2.50(m, 2H), 2.63{(m, 1H), 7.14-7.41{m,
5H). &q: 21.2, 27.1, 28.7, 35.9, 40.0, 41.1,
70.8, 127.7, 127.8, 128.3, 128.5, 129.3, 137.6,
206.5, 211.4. GC-MS (m/z, %): 230(M*, <1},
188(100), 173(15), 146(43), 118(27), 115(13),
103(16}, 97(3}, 91{21), 77(15), 43(16). HRMS
caled for CysHig0,: 230.1320, found 230.1307.

2-ZRTE-BFPER)-2-2K-4-F% -
HFLW(6c) dp: 0.76(d, J=6.4Hz, 3H), 0.86(d,
J=6.6Hz, 3H), 0.88(d, J=6.6 Hz, 3H), 0.90(d,
J=6.5Hz, 3H), 1.04{d, J=6.7 Hz, 3H), 1.18(S,
5H), 1.36{m, 2H), 1.49(m, 4H), 1.63(m, 1H),
1.85(m, 1H), 2.41{(m, 1H), 2.51(m, 1H). &¢:

20.4, 22.6, 2.0, 23.2, 24.9, 25.5, 23.8, 29.7,
32.7, 38.7, 38.8,39.1, 39.2, 67.5, 69.3, 209.0.
GC-MS (m/z, %): 252(M* - 18, 4), 209(2), 196
{13), 195(100), 153{6), 143(4), 139(4), 128(23),
125(9), 111(7), 107(6), 97(4), 95(4), 93(5), 86
(7), 85(9), 81(7), 69(17). HRMS caled for CisHy; "
0,; 270.2159, found 270.2151.

2-FAPHAE-2_¥K _4-PER-KIS
(7e) &y: 1.05(d, 7 =6.3 Hz, 3H), 1.66(m,
1H), 1.98(m, 1H}, 2.63(m, 4H), 2.74{m, 1H),
7.23~7.51(m, 10H). &¢; 21.3, 27.2, 34.9, 40.3,
43.4, 70.6, 127.2 ~131.1, 137.5, 137.8, 200.7,
210.9. GC- MS (m/z, %): 292(M*, 6), 129(1),
128(1), 115(2), 105(100), 103(3), 91(5), 89(2},
77(21). HRMS calcd for CyyHyO,; 292. 1466, found
292 ,1463.

2-2K-2,4-—_9 Kk - M (8) dy:
0.96(d, J=6.3 Hz, 3H), 1.32(m, 1H), 1.38(s,
3H), 2.00{m, 2H), 2.07{(m, 1H), 2.40{m, 1H),
2.58(m, 2H), 3.90(b, 1H). &¢: 19.3, 25.6, 29.5,
35.5,36.6, 49,8, 75.4, 214.3. GC - MS { m/z,
%), 142(M*, 9), 98(54), 85(99), 81(9), 71(65),
67(16), 58(67), 55(15), 43(100). HRMS caled for
CeH 40, 142.0968, found 142,0094 .
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¥ R PR A EHE - |k, 40 Scheme 1 AT7R, PCC B 5E
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BHEFFAMR IB AMERREN TR,
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# 7c. ¥ 6 B9 B 5E 33 P2 AN Scheme 2 BF 7R, JEH) 6a 1 1
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B 2-C~3- CEBMNEMBTE K 8¢ (Scheme 3).
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