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4000 00000000'H-000YCNMRO 00000000 ODDOOOOOOO

00000 (0w =0 00000000000 (CDCls & ¢ = 77.0,
298) D00 0D0O0OO0OOOODOIRODOODOODOFT IRO O O Shimadzu
O000O0D0O0OdODOdADO Rudolph Research AnalyticalO AUTOPOL 4TO O
0010 degen’ ¢ 0000000000000 ODODOOOOOO
OOQOOOOOODODODODOG®60 N (spherical, neutral, 40-50 mm)O
gooooobobobouoooooogooduooobbb oo oooogaa
oo0oDoooooooooao
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ggboooooODDDDDODOADmix~-a OOODODDDDDDDODODOO?L.71 g, 18.0 mmol
oooobooooboooboooobobooobooobooobooobiDoboDbOoo
OO00D0D0O0O(bath temp OO )D OO DODOOOOS.00 g, 18.0 mmolD Otert-O0 0 00O O
goQo@oompyooooooooooUoogo/vwoooooboboooooooovrmwoo
02395 ¢, 95.0molDDODODODOOOOOOOOOOOOOOOOOOOOOOOOOO

gb2vMOiboboboooboobobobobobooboboboboboboooo
gbobooboobobobooooboooboobobobooboobooboobooboboooooan
ocoooboooboooobooooooboouoobo:booboos20bb00oooooo
Oo0O0O0O01 (467 ¢, 8 W) 0D ooooooboooooooooDbDDbDDDDO
OO'H-NMRO DD DDOOOOOOOOOO0 10
gbooooao

oggoao

oo

00000OD0DD0DDDO0OD0OO0OD0O1004-epi-0 00 00O OOSbBO(4S,5R)-5-(hydroxymeth
yl)-4-(4-methoxyphenyl)oxazolidin-2-one (4-epi-Cytooxazone)D 0 OO O OO O0OO
O0O0ooOooooo

0o00o

NH
CCl,

pBU
Cl,CCN cat. BF; OEt, N’<

oH
 otes
MeO -30°C CCls
OTBS
1

ctz:n3 HN’(
H20 nt

THF
(74% 3 steps) (90%)
OTBS

0oooo
00000000000 O0001(49.1 mg, 0.153 mmo)0 0000000000 OO 1.

M0 0000000000000 00000000000O000NOoDOoooooona
00000 @0p L, 3.09mmol) 0000000000 DOOD0OODOODOOOOOOOO 30
O O (bath temp -300) 0O OOCODBUDODOOOODOOODOCOO18-00000
0[5.4.0]10000-7-000(505u L, 0338 mmo)0 000000000 DO30000
0000000000000 O00D0O0DO00O0OODON0ONOoONODONoOooOoooon
0000000000000 000000000000000000000000000
0000000000000 0000000O0bis-0000020000
O00Obis-00O00D02000000000000¢HNMR (399.8 MHz, CDCls) & 8

33 (s, 1 H), 8.28 (s, 1 H), 7.43 (d, J = 8.7 Hz, 2 H), 6.87 (d, J = 8.7 Hz, 1 H

), 6.22 (d, J = 7.1 Hz, 1 H), 5.42 (ddd, J = 4.0, 3.6, 7.4 Hz, 1 H), 3.86 (dd, J

= 4.0, 11.5 Hz, 1 H), 3.80 (s, 3 H), 3.50 (dd, J = 4.0, 11.1 Hz 1 H), 0.88 (s,

H), -0.15 (s, 6 H)}. 40
0o0oo0

000000 Obs-0000020000000000000000000A0bis-00
0020000000000029mMO00000000000000000000000
00000000000 O00BROC.00000O0O0ON0ONODONODNONODONDOOO
O
O

OO0 oooogenon

oopbooOOoooo (re6p L, 0.060mmol) OOODODODODDDODOODIODDOOODDOO

Ooo0o0o0@9u L, 0.2 mmoh00DDOOOO0OD180000O0O0O0DODOO
0o0oDoOOd0ooDoDo0oo0oDoO0o0oDoO0o0oDoDO0OoooDoOoO0nDoOagaoasn((4S,5R)-5-(
((tert-butyldimethylsilyl)oxy)methyl)-4-(4-methoxyphenyl)-2- (trichloromethyl)-4
,5-dihydrooxazoleDO O OO D OOODODOOODDOOODODODO colorless oil; [a o
- 113° (c 0.993, CHCIs); v max (neat) 2955, 2930, 2857, 1661, 1514, 1252, 1138,

OO0 ooogg e

24.6
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837, 793, 779 cm’’; 'H NMR (399.8 MHz, CDCl:) & 7.17 (d, J = 8.7 Hz, 2 H), 6.9

0 (d, J = 8.7 Hz, 2 H), 5.21 (d, J = 6.9 Hz, 1 H), 4.72 (ddd, J = 3.9, 4.1, 7.2

Hz, 1 H), 3.95 (dd, J = 4.1, 11.4 Hz, 1 H), 3.83 (dd, J = 4.1, 11.4 Hz, 1H), 3.8

1 (s, 3 H), 0.91 (s, 9 H), 0.11 (s, 6 H); "°C NMR (100.5 MHz, CDCl:) & 162.6, 1

59.4, 132.6, 127.8, 144.3, 91.1, 71.0, 63.1, 55.3, 25.8, 18.3, 5.4, 5.5; Anal. C

alcd for CisH26CIsNOsSi: C, 49.27; H, 5.97; N, 3.19. Found: C, 49.04; H, 5.77; N

, 3.21%.

Oo0oooao

000000000000 0000000D00000000000000000000a0
O0000000D000000000D00D00000000D00D0O0DO0O0oDoOoaOn
0D0000000D00000000000000000000000000000000a0
0D000:0000004100000000000000000000000O0040N-(1
S,2R)-3-((tert-butyldimethylsilyl)oxy)-2-hydroxy-1-(4-methoxyphenyl)propyl)-2,2,
2-trichloroacetamide (51.3 mg, 74 %)0 0O O O
O000D0@S2R00000000004000000000000nmp 80.9-82.00; [
o Jo°°+ 34.1° (c 1.00, CHCls); v max (KBr) 3406, 2955, 2930, 1713, 1514, 150

4 cm’; "H NMR (399.8 MHz, CDCl:)0 7.63 (d, J = 7.3 Hz, 1 H), 7.30 (d, J = 8.7 H

z, 2 H), 6.90 (d, J = 8.7 Hz, 2 H), 4.88 (dd, J = 3.7, 7.8 Hz, 1 H), 3.99 (ddd,

J = 4.1, 41, 6.9 Hz, 1 H), 3.80 (s, 3 H), 3.67 (dd, J = 4.5, 10.1 Hz, 1 H), 3.5

3 (dd, J = 6.9, 10.1 Hz, 1 H), 2.62 (d, J = 3.7 Hz, 1 H), 0.91 (s, 9 H), 0.08 (s

, 6 H); '°C NMR (100.5 MHz, CDCl:)O 161.4, 159.3 130.5, 128.0, 114.2, 92.8, 73.8

, 63.9, 55.4, 55.3, 25.8, 18.3, 5.4, 5.5; Anal. Calcd for CisH2sCIsNQ4Si: C, 47.

32; H, 6.18; N, 3.07. Found: C, 47.50; H, 5.98; N, 3.22%.

Oo0oooao

O0000000D00000000@R2R) 00000000000 400000000
Oooooogo
O0O0OO0O0@R2DDDO0O0O000NON4000000000000'HNMR (399.8 MHz
, CDCl:) & 8.48 (d, J = 7.8 Hz, 1 H), 7.24 (d, J = 8.7 Hz, 2 H), 6.87 (d, J = 8

.7 Hz, 2 H), 5.10 (dd, J = 4.3, 7.8 Hz, 1 H), 3.94 (ddd, J = 2.1, 2.3, 4.1 Hz, 1

H), 3.70 ~ 3.62 (m, 1 H), 3.56 - 3.48 (m, 1 H) ', 2.10 - 2.03 (m, 1 H, exchange

able with D.0), 0.93 (s, 9H), 0.17 (s, 3 H), 0.14 (s, 3 H). Data in the presence

of D:0; 3.64 (dd, J = 1.8, 11.9 Hz, 1 H) and ~3.51 (dd, J = 3.7, 11.9 Hz, 1 H

).

Do0oooo

D0000000D00000000A4(834.4mg, 0.73 mmo)D0 000000 DOODODN(6
7000000000000 0000000000000000000000000

oooobooooboog 20M, 11w, 22mmol) ODOODDOOODDOODODDOOO
gboboboboboboboobooobooooboooooooooooooo4b0DbO
gbooboobobobooboooobooboboboboobobooboboobooboboobooooaon
ocoooboooboooobooobobooobooobooobooobbooobobOoo
goboobooboboboooobooboboboboboobooboboobobobooooo
O0O000OD0DDDDODO4-epi-0 00000051535 mg, 90%)000000O0O0O0OO
ocooobooobooobooobobooobooobooobooobboooboobOoo
oo

25.3

mp 159.8-161.40 ; [a ]o - 32.7° (c 0.998, MeOH) [cf. Tetrahedron Lett. 1999
, 40, 4203-4206.: mp 161.5-162.50, [a ]*" -30.4. (¢ 1.01, MeOH); antipode: J. O
rg. Biomol. Chem. 2004, 2, 1549-1553.0 : mp 158-1600, [a ]*° +28.6 (c 1.0, MeOH
)1; v max (KBr) 3244, 3144, 1757, 1514, 1252, 1101, 1022, 831 cm'; 'H NMR (399.
8 MHz, acetone-ds)0 7.33 (dd, J = 8.7 Hz 2 H), 6.96 (dd, J = 8.7 Hz, 2 H), 6.94
(br, s, 1 H), 4.78 (d, J = 6.4 Hz, 1 H), 4.32 (dd, J = 6.0, 6.4 Hz 1 H), 4.25 (d

20
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dd, J = 4.1, 4.1, 6.4 Hz 1 H), 3.82 (ddd, J = 4.1, 6.0, 12.4 Hz 1 H), 3.80 (s, 3
H), 3.72 (ddd, J = 4.1, 6.4, 12.4 Hz, 1 H); "C NMR (100.5 MHz, CDCIs) & 160.6
, 159.0, 133.9, 128.4, 115.0, 85.6, 62.4, 57.6, 55.6; Anal. Calcd for Cii1Hi3NOa:
C, 59.19; H, 5.87; N, 6.27. Found: C, 59.14; H, 5.70; N, 6.44%.
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