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Reactlon Conditions: ‘a: 2,2-dimethoxypropane, acetone, HClO4, 0°C, 53%. b: PhCOCl,
Et3N, CH,Cly, 1t, 93%. ¢ DDQ (0.1 eq.), CH3CN- H,0, rt, 24 h, 92%. d: PPh3, imidazole,
15,Zn, 79%. e: KyCO3, MeOH, rt, 12 h, 68%. f: TBSCI, EtzN, DMAP, CH;Clp, rt, 24 h,
100%. g: K;0sOgHy, chloramine-T trihydrate, CH3CN- H20 rt, overnight, 91%. h:

triphosgene, pyridine, CH2Clp, 0 °C, 84%. i: Li, NH3(1), THF, -78 °C, overnight, 64%. j: (i)
for 9a NaH, Mel, THF, rt, 2 h; 93%; (11) for 9b NaH, BnBr, THF rt 2 h, 70%; (iii) for 9¢
‘NaH, tB_u02CCH2Br THF, rt, 96%. k: TBAF, THF, rt, 91- 96% 1 : PCC, 3 AMS CH2C12,
I, _3—'12 h, 73-93%. ' o c ‘

: ‘Preparatit)n of Compound 7. To a. solution of al'cohol-'41v (2.6 vg, 10.0 mmol) in CHzClz (15
: mL) were added Et3N (5.0 mL, 30.0 mmo]) and PhCOCl (1 7 g, 12. 0 mmol) Upon st1rr1ng atrt.
until no startlng material was left as Judged by TLC the reaction mlxture was poured 1nto water,
extracted W1th Et 0, washed with brme dr1ed (Na2504) flltered concentrated and purified by .
ﬂash chromatography to glve the benzoate as a colorless 011 (339¢g, 93 %) H NMR (CDC13,
300MZ) ) 8 11- 808 (m 2H), 7.60-7.54 (m, 1H), 7.47- 742 (m, 2H), 5.39°(d, / = - 7.8 Hz, 1H)
: 446(dd J 78 5.1 Hz, lH) 429(dd J= 51 24Hz lH) 4.21 (dd J—132 2.4 Hz, 1H),
414, J = 132Hz 1H) 4.01 (d, J= 92Hz 1H), 390 d,J = 92Hz lH) 161 (s, 3H),
1.51 (s, 3H) 141 (s, 3H) 1. 37 (s 3H)‘ 13C NMR (CDCl3, 75 MHz) 5 166 1, 133.5, 1300

>1296 1286 1123 1098 1040 -75.2, 73.9, 718 707 60.6, 280 266 26.5, 26.3.
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' 'T.o a solution of the above benzoate (0.364 g, ‘1.0>m_rnol) in CH3CN/H,0 (3.4-mL, 1o/1)‘
was ‘added DVDQ (0.23 g, 0.10 mmoIA).z. Upon stirr_ing. at rt for 24 h, the reactiOn mixture Was
concentrated and purified by flash chromatography to give diol 5 as a colorless oil (0.297 g, 92%).

" IR (KBr, film) 3465, 1718, 1700 el "HNMR (CDci3,- 300 MHZ) 5 8.11-8.08 (m, 2H), 7.60-
7.54 (m 1H), 747 7.42 (m, 2H), 540 (d,J = 99Hz lH) 418383 (m 6H), 3. 10268 (brs,
 2H), 1.52 (s, 3H) 147 (s, 3H); 3¢ NMR (CDC13, 100 MHz) & 167 7, 133 8, 130 2, 129 4,

| 128.7, 112.3, 1047 72.2, 714 704 698 64.2, 267 266

| To a reﬂuxrng mixture of dlol 5125g, 7 72 mmol) PPh3 7: 69 g, 29.32 mmol) '
imidazole (3.78 g 55.56 mmol) and zinc (0.031 g) in toluene (37 mL) was added I (3. 92 g,

15.43 mmol) over 45 min. 2 After the reaction mrxture was st1rred at reﬂux for 1 h another batch

of zinc (0.031 g) was added. Upon stlrrmg for an addrtronal 3 5 h, the reactlon mixture was B

cooled, filtered, concentrated and purified by flash chromatography to give the olefm as a
“colorless oil (1.77 g, 79%). 'H NMR (CDC13, 300 MHz) & 8.12-8.08. (m, 2H), 7.61-7.55 (m,
1H), 7.47-7..42 (m, QH), 6.01-5.95 (m, 1H), 5.79-5.73' (m, 2H), 4.51-4.43 (m, lH); 4.25-4.18

| (m, 1H), 4.04 (m, 2H), 1.60 (s, 3H), 1.50 (s,~3H); lé.c. NMR',_,(CDCI‘3,, 300 MHz) ‘8‘ 1»6.6.3,

133.4, 129.9, 129.7, 128.7; 128.6, 123.6, 112.1, 101.6, 72.1, 65.9, 6'1.7,_ 27.0, 26.3.

. To a solution of the above olefin (24.56 g 84.69 ~mmo1)_. in methanol (423 mL)‘ was added
K,CO3(23.41 g, 169.0 mmol). -Upon stirring atrt for 12h,- the.'reaction mixture was filtered,
concentrated, and purified by flash 'chromatography to give t_he'alcohol as a colorless oit (10.78 g,-
68%). [012°p =-71.6 (¢ 0.75, CHCls): IR (KBr, film) 3443, 1221, 1057, cm’"; 'H NMR

(CDCl3, 300 MHz) § 5.87-5.81 (m, 1H), 5.76-5.71 (m; ‘1H)v, 4.36-4.27 (m, 1H), 417 (d, J =
8.4 Hz, 1H), 4.15—4.06_ (m, 2H), 4.01 (d,'J = 8.4 Hz, 1H)4,‘2.1‘O (s, iH-), 1.54 (s, 3H), 1.45 (s,
3H); 13C NMR (CDCls, 300 MHz) § 127.3, 127.0, 1119, 103.1,72.3, 64.0, 61.4, 27.1, 263
" Toasolution of the above alcohol (0.052 g, 0.28 mmol) in CH;Cl (1.5 mL) were added
Et3N (0.283 g, 2.8 mmol), DMAP (0.0034 g, 0.028 mmol), an'd'TBDM.SCl (0.063 g, 0.42

mmol) atrt. Upon stirring at rt for 24 h, the reaction mixture was quenched with water, extracted -

" with Et;0, _‘vyasvhed With"brine, dried (Naé'SO4), filtered, c':oncentrated, and purified by flash .
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chromatography' to give compound 6 asa colorless oil (0.084 g 100%).~ [(x]ZOD:‘ 2.7 (c 0.4.5,
CHC1-3) H NMR (CDC13, 300 MHz) § 5.75 (m 1H), 5.62 (m, 1H), 4.35-4.26 (m, 2H), 4.09-
4.00 (m, lH) 402 d,J= 8.4 Hz, 1H) 389 d,J=284 Hz, 1H), 150 (s, 3H), 1.40 (s, 3H)
0.89 (s, 9H) 0.09 (s, 3H) 0.07 (s 3H) C NMR (CDC13, 75 MHz) 8 127 8, 126.8, 112 1,

103.2, 71. 8 650 618 275 26.3, 260 182 40 -4.7.

To a solutlon of 6 (2. 16 g, 7. 2 mmol) in CH3CN/H,0 (14 mL, v/v 1/1) were added
chloramlne T tr1hydrate (2.44 g, 8.64 mmol) and K20306H4 (0. 018 g, 0. 036 mmol) 3 After the
mixture was stirred at rt overnlght Na2803 and -EtOAc were added Upon stirring for an
addltlonal 1 h, the layers were. separated. The organlc layer was. dried (Na2504) flltered

' concentrated and purrﬁed by flash chromatography to give compound 7 as‘a whlte sohd (3 09 g
91%). mp 62 65 °C; [OL] D =-60.7 (c 0. 23 CHCI3) IR (KBr, fllm) 3532, 3271 cm ; lH
NMR (CDCl3+D20 300 MHz) & 7 78-1.75 (m, 2H), 7.34-7.33 (m, 2H), 5.23 d, J = 7 2 Hz,
1H), 403' (d, J = 8.4 Hz, 1H), 3.88 (d, J = 8.4 Hz, lH) 3.82 (dd‘ J = 12.6 2.1 Hz 1H), 3.76 -
(dd, J =95, 45Hz 1H), 354(d J= 95Hz lH) 3.50-3.48. (m 1H), 3.29 (dd, J= 126 24 '
Hz, lH) 2. 43 (s, 3H), 1 40 (s 3H) 1.39 (s, 3H), O 89 (s, 9H) O 136 (s 3H) 0. 092 (s 3H) :
Be NMR (CDC13, 75 MHZ)S 1300 1273 1122 1058 71. 8 71 1,70.1, 619, 55 1, 27.1,

| 264 26.1, 21.8, 18 6 3.6, -4.5; Anal. -Caled for C22H37NO7851 C, 54. 18 H, 7.65; N
2.87. Found: C5396H766N261 |

Preparation of compound 8. | 'To 'a. solution of compound 7 (d 5() g 1()6 mmol) and pyridine

- (0.84 g, 10 6 mmol) in CH2C12 (5 mL) at 0 °C was added tr1phosgene (O 315 g, 1.06 mmol)‘
Upon stirring at 0 °C until no starting materlal was left as ]udged by TLC, the reactron mrxture was
quenched w1th walter, extracted with EtOAc, dr1ed (Na2804) f11tered concentrated and purified

" by flash chromatography to give the carbamate as a white’ solid (0.442 g, 84%). mp 118-120 °C;
(012 = -84.1 (c 0.29, CHCl); IR (KBr, film) 1792, 1373, 1175 cm™; 'H NMR (CDCl3, 300
MHz) § 791 (d, J = 8.3 Hz, 2H), 7.36 (d, J = 8.3 Hz, 2H), 4.56 (dd, J =128, 66 Hz, 1H),
4.47 (dd, J = 13.2, 15 Hz, 1H), 4.42 (m, TH), 4.25 (dd, J = '13.2,‘2.4 Hz, 1H),,4.01 d, J =
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87 Hz, 1H), 390 (d, J =87 Hz lH) 379 (d,J = 6.6 Hz, lH) 245 (s 3H) 149 (s, 3H),
1.42 (s, 3H), O. 89 (s, 9H), 0.11 (s, 3H) 0.10 (s 3H); B¢ NMR (CDC13, 75 MHz) § 152.1,
145.9, 134.1, 129.9, 128.6, 1121 1039 760 727 70.2, 60.0, 572 26.5. 264 25.8, 21. 9
- 18.2, -4.4, -4.9; Anal Calcd for Cz3H»35NQgSSl C 53 78; H 6 87 N 2. 73 Found: C,
54.00; H, 7.05; N, 2.60. | R |
- To a solution of the above carbamate (26 57 g, 51 79 mmol) in THF (52 mL) and liquid
ammonia (450 mL) at -78 °C was added Li (3.60 g, 518 0 mmol) Upon stirring at -78 °C
overnight, the reaction mixture was quenched wrth sohd NH4C1 and warmed to rt. . The resulting
mixture was dlluted with MeOH filtered, concentrated and punf1ed by ﬂash chromatography to
gr\'/_e compound 8 as a whrte solid (11,'91 g, 64%) mp 124-126 0C [oc] D =-114. 2(c0.33
CHCl3); IR (KBr, fillm) 3255, t769 1718: 1125 cm” ; 'H NMR (CDC13, 300 MHz) 8 6.45 (s, -
1H, NH), 4.58 (dd, J = 7.2, 6:9 Hz IH) 4.13- 4.06 (m, 3H) 3.94 (d J 8.7, 1H), 3.86 (d, J
=69 Hz, 1H), 3.80 (m, IH), 1.494(s, 3H), 1.43 (s, 3H), 0.92 (s, 9H),.0.19 (s, 3H), O._13 (s,
~ 3H); '%C NMR (CDCl3, 300 MHz) § 159.8, 112.4,104.3, 78.9, 72.1, 703, 600, 53.0, 268,
26.4, 25.9, 18.'3', -4.1,' -5.o; Anal. 'Calcd for C16H29No651i C, 53:46; H, 8.13; N, 3.90.
Found: C, 53.49; H, 8.24; N, 3.88. R B

Preparatlon of ketone 3a o

To a solution of compound 8 (1.077 g,3.0 mmol) in. THF (15 mL) was added NaH (O 18
g,4.5 mmol) at O oC under N2 After the reactlon mixture was stirred at O °C for 0.5 h, ‘Mel (1 3
g,9.0 mmol) was added. Upon snrrrng at rt for an addltronal 2'h, the reaction was quenched w1th

| water, extracted with EtOAc washed W1th brme dried (Na2804) ﬁltered concentrated punfled -

by flash chromatography to give compound 9aasa wh1te SOlld (1 04 g, 93%) mp 116.5- 118 °C;
[OL] D = —109 6 (c 0.36, CHCly); IR (KBr film) 1767 cm l; H NMR (CDCl3, 300 MHZ) )
4.51 (dd, J 7.2, 69Hz 1H), 4.10 (dd, J— 13.5,2.7 Hz, 1H), 410 (d, J = 90Hz lH) 3.01
(d, J = 9.0 Hz, 1H), 3.86 (d, J=135 -Hz,» lH), 3.74 (d, J = 6.9 Hz, 1H), 3.70 (dd, s =75,2.7
Hz, 1H), 2‘.847(5, 3H), 1.50 (s,'BH), 1.44 (s, 3H) 6.92 (s,r 9H), 0.20 (s, 3H),’,0'12 (s, -3H);
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13¢ NMR (CDCl3, 75 MH2) 5 1584, 112.5, 1046, 76.2, 72.1, 705, 577, 57.2, 292,269,
26.4, 25. 9' 18.3, -4.1, -5. 0 VI Anal' Calcd for‘C17H51NOGSi: . C, 54.66; H, 8.37; N, 3.75.. |
Found: C5487H850N377 | - o
: To a solution of 9a (O 315 g, 0 845 mmol) in THF (10 mL) was added TBAF (O 85 mL,
085 mmol 1.0 M in THF) at rt under N2 Upon stlrrlng untll no starting matenal was left as
]udged by TLC, the react1on mlxture was concentrated and purified by flash chromatography to
- give the alcohol as a whlte solid (0.199 g, 91%) mp 119-121 0C [oc] D _-145 5(c 017,
| CHCl3) IR (KBr fllm) 3244 1765 em’l; 'H NMR (CDC13, 300 MHz) 8 4 64 (dd, J =72, 5.7
- Hz, 1H), 417(d J= 90Hz 1H), 410(dd J—135 2.1 Hz, 1H), 396(d J = 9.0 Hz, 1H),
| 3.88 (d, J= 135Hz 1H), 3.81 d,J= 57Hz 1H), 3.75 (dd J=12, 21HZ lH) 3.02 (s, -
1H), 2.86 (s, 3H), 1 52 (s 3H), 146 (s, 3H);- Be NMR (CDC13, 75 MHz) ) 158.3, 112.2,
' 103 8, 747 72.7, 691 57.5, 56.7, 290 265 26.4. Anal Calcd for C11H17NO6 C, 50.96;
H, 6.61; N, 5.40. Found: C5116H682N536 ' | »
Toa mixture of the above alcohol (0.199.g, 0.77 mmol) and powdered 3 AMS (O 72 g) n
‘ CH2C12 (38 mL) was added PCC (0 385 ¢, 1.79 mmol) portionwise over: 15 min. Upon st1rr1ng '
at rt under N> for 3 h, the reactlon mlxture was ﬁltered through cehte and washed w1th Et;0. The :
filtrate was concentrated and purified by ﬂash chromatography to give ketone 33 as a whlte sohd
(0.183 g, 93%). mp 168 169 °oC; [OL] D = -1101 (c 0 32 CHC13) IR (KBr, fllm) 3387
(hydrate), 1750 cm’!; Ketone: H NMR (CDCl3, 300 MHz) 6 5.00 (d, J 7.5 Hz, 1H), 4.50
(d, J— 10 Hz, lH) 429(d J-138Hz 1H) 4.17 (d, J =75 Hz, lH) 403 (m 2H) 2.88 (s,
3H), 155 (s, 3H), 1.43 (s, 3H): 13C NMR (CDCl3, 75 MHz) 8 194.4, 157.4, 114.4, 104.2,
728 70.9, 61.2, 578 29.1, 266 26.0. Hydrate 'H NMR (CD3CN DzO v/v 15/1 400 L
MHz) 6 4.59 (d, J = 8.6 Hz, 1H), 430(d J =92 He, 1H), 400(d J = 14.0 Hz, 1H), 389 (d,

J = 8.6 Hz, 1H), 3.78 (d J = 140Hz lH) 372(d,J = 92Hz 1H), 272 (s, 3H) 141 (s,
‘3H), 1.37 (s, 3H); Bc NMR (CD3CN D0, v/v 1.5/1, 100 MHz) 6 160.3, 113.0, 106.2, 91.4,
757, 72.3, 58.5, 57.7,. 29.1, 26.4, 26.3. Anal Calcd for C11H15NO6 C 51.36; H, 5.88; N,
5.45. Found: C,51.54;H,5.83;N,5.27
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Preparation of ketone 3b.
To a solution of 8 (0 718 g, 2.0 mmol) in THF (10 mL) was added NaH (0 12 g, 3.0
mmol) at 0 oC under Nj. After the reactlon rrnxture was st1rred at 0 °C for 0. 5 h, BnBr (0. 513 g,
3 mmol) was added Upon stlrrlng at rt for another 2 h, the reactlon mlxture was quenched w1th
water extracted with EtOAc washed w1th br1ne dr1ed (Na2804) flltered concentrated and
‘ pur1f1ed by flash chromatography to glve compound 9b as a wh1te solid (0.631 g, 70%) mp 126-
128 °C; [OL] D‘ -54.8 (c 0. 16 CHCl3) IR (KBr frlm) 1758, 1252, 1123 cm’ ; 1y NMR :
‘ (CDC13, 300 MHz) d7. 37 7 25 (m, 5H), 4.89 (d J=156 Hz 1H) 4.47 (dd J=". 2 6.9 Hz
1H), 4.13 (d, J = 15.6 Hg, 1H) 4.12 (d, J= 90Hz 1H) 3.97 (dd,, J—135 3.0 Hz, lH) 3.92
(d, J =9.0 Hz, 1H), 3.84 (d, J—»135Hz lH) 379(d J= 69Hz lH) 364(dd J=172,30
Hz, 1H), 1.47 (s, 3H), 1 42 (s, 3H), 0.93 (s 9H), 0. 23 (s 3H) 0.15 (s 3H); C NMR
(CDCl3, 75 MHz) § 158.2, 134.9, 1290 128.2, 1124 1045 763 72.0, 70.5, 56 8, 546
46.1, 268 26.3,25.9, 4.1, -5.0; Anal Calcd for C23H35NO681 C 61.44; H, 785 N 3. 12
 Found: C, 61.54; H, 7.67; N, 3.10. | | | | |
Toa solution of 9b (0:598 g 1.33 mmol) in THF (15 mL) was added TBAF (1. 4 ml, 1.4 -
mmol, 1.0 M in THF) at rt under Nj. Upon strrrmg until no starting material was left as judged by .
TLC, the reaction m}ixture was concentrated and .purified‘ by .ﬂash chromatography to give the
, alcohol as a white solid (0._409 g, 92%).. mp 1‘45-146 oC; [oc]zOD = 78.8.1 {c Q.‘13Z, CHC13);‘ IR
(KB, film) 3416, 1755 cm™; 'H NMR (CDCl3, 300 MHz) 5 7.40-7.28 (m, SH), 489 (d, J =
153 He, 1H), 463 (¢, J=12 Hz, 1H), 4’24'(d’ J=9.0 Hz, 1H), 4.19 (d, J = 153 Hz, 1H),
4.03-3.99 (m 2H), 3.90-3.85 (m, 2H) 3.71- (dd J=12, 20Hz lH) 3.20 (m, 1H), 152 (s,
3H) 1.48 (s- 3H); | C NMR (CDC13, 75 MHz) 6 158.3, 1349 1290 128.1, 112.2, 103 8,
75.1,72.6, 69.1, 57.2, 54 0 46 1,26.4; Anal Calcd for C17H21NO6 C, 60.89, H, 6.31; N,
© 4.18. Found: ‘C, 60.66; H, 6.24; N, 4.15. |

To a mlxture of the above alcohol (0 409 g, 1 22 mmol) and powdered 3A MS (1 12 g) in

CH2C12 (5 3 mL) was added PCC (0.605 g, 2.807 mmol) portlonwrse over 15 min. Upon
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stirring under N 2 for 3 h, the reaction mrxture was ﬁltered through celite and washed with Et0.

The filtrate was concentrated and purlfled by ﬂash chromatography to g1ve ketone 3b as a white
solid (0. 298 g, 73%) mp 130 0- 131 5 °C; [OL] D = -95 2 (¢ 0.24, CHC13) IR (KBr film)
3394 (hydrate), 1754 cm’ ; Hydrate H NMR (CD3CN -D70; viv 1 5/1 400 MHz) § 7.30 (m o
SH) 4.58 (d J = 8.4 Hz, 1H), 4.52 (d, J— 160Hz IH) 432 (d J = 9.4 Hz, IH) 4.24 (d J
—160Hz IH) 3.92 (d, J— 132Hz 1H), 384(d J= 84Hz 1H), 3.77 (d, J = 94Hz 1H),

3. 68 (d J= 13 2 Hz, IH) 1.39 (s, 3H) 1.36 (s, 3H) NMR (CD3CN D20, v/iv 1.5/1, 100
MHz) § 160.1, 136.9, 129.8, 128.8, 128.7, 112.9, 106.2, 914, .75.9,.72;3, 58.6, 55.8, 46.4,
264,263, Anal. Calcd for C17H{90gN#0,7 HpO: C,59.02; H, 5.94; N, 4.05. Found: C, -
59.01; H, 6.10; N, 4.00. : | |

' Preparatlon’ of ketoné 3¢ ‘
.Toa solunon of compound 8 (L. O g, 2 79 mmol) in THF (20 mL) was added NaH (0.134 )
g, 3.3 mmol) at 0 °C under Ns. _After the reaction mrxture was stirred vat 0 oC for’0.5 h,.
' BrCHz(-Z‘OQt‘Bu (0.652' g, 3.3 mmol) was added.. ‘Uponvstirring atrt until no_.starting material was
: left as judged by TLé, the-reaction mvi"xture was quenched withwater, extracted with.' EtOAc, dried
(Na2804), filtered, 'concentrated and purrfi'ed by ﬂash chromatography to give compound 9c as a.
‘colorless oil (1.26 g, 96%). [oc] 05 ="96.0 (¢ 0.93, CHCL), IR (KBr) 1772, 1739 cm’" Loy
NMR (CDC13, 300 MHz) ) 454 (dd, J =175, 72 Hz, 1H), 4. 17 (d, J = 18. O Hz, 1H), 4.13-
7406 (m, 2H) 408 d,J=28.7 Hz IH) 3.89 (d J =87 Hz IH) 3.77-3.72 (m 2H) 363 d,J
= 180 Hz, IH) 1.47 (s, 3H), 1.44 (s 9H) 142 (s, 3H) 090 (s, 9H) 0. 19 (s, 3H) 0.10 (s
.3H); 1°C NMR (CDC13 75-MHz) 6 167 2, 1582, 112. 5 104. 6, 82. 9 76.8, 72.0, 704 57.1,
55.7,.43.8,28.2, 26 8, 26 3 25 9, 18.3, -4.0, -5.0; Anal. Calcd fo_r. C22H39NOgSi: C, 55.79; -
H, 8.30; N, 2.96. Found C5583H804N289 N | .' - | _
To a solution of 9¢ (1.2 g, 2. 54 mmol) in THF (25 mL) was added TBAF (2 55mL, 255 -

‘mnol, 1.0M in THF).  Upon, stlrnng at rt until no starting matenal was left as Judged by TLC, the

reaction mixture was quenched with water., extracted with EtOAc‘,' dried (NaéSO4), filtered,




-
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. concentrated, and purified by ﬂash chromatography to give the alcohol asa wh1te sohd (0 876 g,

‘96%)‘mp104040@0°C,[a},D-J283(c027(}KHQ IR (KBr) 3442, 1763, 1738 om’ L
IHNMRathJMOMHD8467MdJ—7269Hz1H)4%MdJ_180Hle)4U
d,J —87Hz1H)4144050n2H)394m.l 87HleL3813750n2H)364m

'J—lSOHle)150(53H)145(59H)144@ 3H); 1%:NMR(CDch;BIWHn6.

1672, 1582 112.3, 103.9, 83.0, 756 72.4, 69.0, 57.4, 550 43.8, 282 26.44. 2639

_Anal Calcd for C16H25N03 G, 53 47, H, 7.01; N, 3.90. Found C 53.57; H 6.93; N, 3.95.

Toa solutron of the alcohol (0. 85 g, 2.37 mmol) in CH2C12 (10 rnL) were added 3A MS |
(2 2 g) and PCC 1.2g,5. 57 rnmol) Upon stirring at rt for 12 h the reaction mixture was passed'

- through a short silica gel» column. The filtrate was concentrated and purified by flash-
cmmm%mmymngwmak%awmmmmudwsgw%)mpnionuwc[m”ﬁ
=-114.8 (¢ 0.27 CHCl3); IR (KBr) 1774 1736 1215 crn Hydrate" 1H NMR (CD3CN-D0,
v/v 1.5/1, 300 MHz) § 4.63 (d J = 80Hz lH) 430 (d J = 92 Hz, 1H), 4.03- 397 (m, 2H),
3.94 (d J- 18.2 Hz, lH) 377 (d J 92Hz 1H), 3.76 (d J = 18.2 Hz, lH) 3.72 (d J—
13.6 Hz, lH) 141 (s, 3H), 1.39 (s, 9H) 1.36 (s 3H) 13C NMR (CD3CN-D20 v/v 1. S/, 100
MHz) 5 169.5, 160.3, 1132 106.3, 914, 841 76.3,72.0, 58.7, 565 44.8, 282 26.5, 26.3.

Anal. Calcd for C;¢H23NOg: - C, 53.78; H, 6.49; N, 3.92. Found: C, 53.69; H, 6.62; N, 3.79.
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