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Beckmann rearrangement of erythromycin A(E) oxime
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Abstract: A proposed mechanism of the isomerization of products [rom the Beckmann rearrangement of erythromyein A
(E) oxime was introduced , which was proved by the Beckmann rearrangement and reduction . The synthelical procedure of ery-

thromycin 6 ,9-imnoether was improved . The optimized condilion was as [ollows:at S°C for 1 h with n(p-TsCl) : n(EMAE-O) =

May 2004

1.5.At end erythromycin 6,9-iminoether was 98 % in purity and 93% in yield.
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# 50 mL FEIIA 100 mL = 03, ZE A
10 g(0.0134 mol) 1.7 & A—(E) 5 NaHCO; /K I &
(% 3.0 g NaHCO;) & T/KEH, AL IR B 5°C, % I
SXof FH 2Tk T S0 TR B VAV (3.0 g % AR R T R 4D , 78
DEIRJE TR 1 h, TLC W5 (GFas, 81, J& FF 5 R (fk
R 7.5:3: 2 W ATHIERE/ 2R s/ — 2 Bk) . 2 )5
JK 70 mL, VT pH (BN 12, 87 VL3, L3,
TH,BEERAKNEN™Y, HPLC 2447, & &
98% , I F 93% (SCHR R B & & h 97.2% , WL #
92%).

FEMIIE A5 129 ~ 130°C o JEE AT Cyy HegN, 045,
HE M (%): C60.79, H 9.10, N 3.83; 52 Il 1§ .
C 60.50,H 8.73, N 3.82, ZL4M ;1% IR (KBr), v/
em ':3561 (OH), 1 725 (N B, C=0),1 705
(0OC—=N), 'H NMR (400 MHz, CDCl;), 8:5.17 (d,
1H,H3),3.34(s,3H,3"—0Me),2.27(s, 6H, NMe, ) ,
1.41(s,3H,6—Me),1.31(d,3H,8—Me), “C NMR
(100 MHz, CDCl;), 8:177.9(C1),163.9(C9),102.5
(C1'),94.4(C1"),49.4 (OMe), 40.3 (NMe, ). MS
(FAB) m/z:731(M +1),
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21K 6,9 VIR EAE % 97.12 98.1 90.5 78.6 66.11

LFFER 9,11 Wk R %/ % 0.10 1.06 8.8 20.26 32.36
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1A 6,9 VIR B/ % 78.5 98.1 95.1 89.2 83.5 77.6

LITFE 9,11 WIkBE R 8/ % 0.0 1.06 2.9 9.7 15.5 21.1

FEA 2 R it (B) A A T AT AR R B, B
RN TR G0, R AL R 9,11 R EEE &
U BT, N e B RN B R A 1 b e SR
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n(p-TsC): n(ZA5 &K F k7)
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0.5 1 1.5 2

LI K 6,9 Wk & % 69.5 87.5 98.0 64.9

AR 9,1 WS ES /% 0.1 1.00 1.05 15.6
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BR 9,11 MR TE B b, BB 1 Uk AT PR A
KB 04 B AR AN T A pd R B, e BB
MG ERERAE RN E WA R 6,9 TR B ™
R T SCERRGE R R 3% (4L R
6,9 WM 0 98% ) , T & T IR A4 T #1174k
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MAHR EFRMNwSBmAER N PHALER
6,9 W i BEFI 20 K 9, 11 V. Jiie Bk 19+ B 4% AL AL B
BT TRV TERNLE TR T, #0E 7Rl &S
SR LR 6,9 W kY SRR Rl X LA
FOFEAT T A, SE B B SR AR Y OB SR R s R TR
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