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[0108] & 1. AKHIE AL G090 HUVEC HEFE Y 1C,, fH
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ARHLEY) ICy (1 mol/L)
1-6 128.0
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I-17 475.6
[0110]
I-18 145. 71
I-19 132. 4
1-20 1895. 6
1-23 1763. 9
1-35 327
1-51 210

01111 2 1 AP SRS X ML 2 Z A [ S i 61 o
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FokAEY (1-1) 1% 1,2,3,4,6- H -0- ZWBERE — o -D- ALAE A 2008 (11-1)

[0117]  £E =M # i A ZnCl, (2. 0g) F1J5 7K £ IR EF (54. 0g,50. OmL, 0. 52mo1) , fif 4
30min J5 RALERAEAE, 73 LI D- R 2 HE R K (10. 0g, 0. 056mol) , 7873 it o 5T, 44k
M (100°C ) bjmdh 2h Zifh . W H, FHREWEI 200mL JKK A, 7850 B HE LA AR e W
IEERT o FFUEA RV A, 2 Ja A ok & B UTiE, ks FE 1h, 138, i B A KPE
B IRJE TALAMT T8, A3 B 4 18, 11g (™ 28 83.58% ) o [E A JL/K 1 (7T0mL)

12
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G5, 13 3 3 [ AR, ZDAMT R4S 15. 61, BRI SR J5 XAF 0. 78g, K™ % 75. 60 %,
m. p. 107-109°C » (SCHR{E :m. p. 107-110°C [AFAIIL T, 2005,22 (4) :307-310]) o 1- JRAX -2,
3,4,6- U —0- WAL —1- AR — o -D- MEME R 2588 (111-1)

[0118]  7E = #UE ', ¥ 4L 8% (1. 8g) BiF T 20mL LR, 78 43 HiE #, W iR (10. 8g,
3. 48mL, 68mmol) , #EHIE FEAC T 20°C . W n5e He, HiR AR LEHiHE 30min. FF T11-1(12. 96g,
33.2mmol) ZrtMA BB RAKF o n5e, S MHE 4h, MAE AT 20ml. A E 1SR A
B NUKAK A, 138, 43 A HLZ, 7K 2 &5 250, A HLZ 53 500 FH 7K U0 0k B8 S B v
YA NaCl W BE B Jo7K NapSO, 4. BR 2RI TS WAL Z T CAMBE / LR LR =
20 1-1 . D), BRAGEKS. 72g, 7% 63.84%,m. p. 89-90°C ( CHKE :m. p. 88-89°C [ &
414k T, 2005, 22 (4) :307-310]) .

[o119]  1- B -2,3,4,6- VU -0- SWidE —1- W4 — B -D- nbmg s Z&58E (IV-1)

[0120] % I11-1(3.89g,50mmol) ¥ T-TA i (36mL), F44 2 &4 (0. 78g,60mmol) ¥%§ T-7K
OmL) BT R AN o IR EWIFEEE Pl RNV R Z TLC WM ER s k. iR
PRV E S N B 5 DK KR s B KR A3, o A HLUZ, K2 & PR AL
— K, B IFE VARG K MgSo, T . oLy, ek s T 158 A G i 1A R 44 3. 49¢.
(AKHEEBRN TP RN )

[0121]  HUbEAEEN PE/EA =2 ¢ 1), A A EBEAAR AR, mp. 124-127°C ( CHAE -
m. p. 125. 5-126. 5°C [Tetrahedron, 2005, 61, 8625-8632]) ;

[0122]  '"H-NMR (300MHz, CDC1,) & (ppm) :5. 23(1H, t, J = 9.6Hz, H-3),5. 11 (1H, t, ] =
9. 6Hz, H-4) ,4. 96 (1H, t, J = 9. 3Hz, H-2),4. 65 (1H, d, ] = 8. THz, H-1) , 4. 28 (1H, dd, J =
4.8Hz, J = 12. 6Hz, H-6a) ,4. 17 (1H, dd, ] = 1. 8Hz, ] = 12. 3Hz, H-6b) , 3. 80 (1H, ddd, ] =
2.4Hz, ] = 4.8Hz, J = 9.9Hz, H-5),2. 111,2.086,2.039,2.01 8(each 3H, each s, each
CH,).

[0123]  2,3,4,6- VU —0- LME3E —1- B4R — B —D— LI 2 25 7 8 H 2R R £ (G,—NH, » HC1)
[0124]  HEH IV-1 FIRAY) (3.49¢) W T LR LM / FEE (1 ¢ 1)60ml KRS,
10% Pd/C(1g) (5 40% 17K ) AL . JREWTET H T4 248 TLC Wi JERE f v 2%
Ry S IR H i o AR B Ot A5 D0 GOV, 98 s o 30 I 49 31 B i 2R R, I
T R AT B A VA AR, SRS AE VKIS RN HCL UM 2B & 8 A AT, pH 4k
4 7oty BT UKAT ) 2he 8, yEUFHA NI PR, ZLAMT H 13 B ElE 7k 2. 82g, 73
78.69%, m. p. 161-162°C (R4k) .

[0125] /b3 G,-NH,. HC1, ik R S AN AL BEAT 1- 2455 -2, 3, 4, 6- P4 —0- Sk —1- it
48, — B —D— ML R AR G, -NH,, I "H-NMR :

[0126]  'H-NMR (300MHz, CDC1,) & (ppm) :5.25(1H, t, J = 9. 3Hz, H-3),5.07(1H, t, ] =
9. 6Hz, H-4) , 4. 84 (1H, m, H-2) , 4. 20 (3H, m, H-1, 6a, 6b) , 3. 73 (1H, m, H-5) , 2. 10-2. 01 (2H,
br s, NH), 2. 10-2. 10 (12H, m, 4 X CH,) .

[0127]  N-(2,3,4,6- VU —0- LMEZEE —1- B4R — B —D— Mk #2502 ) —3— 2R3 — NI IZ
FARUAEY (1-1)

[0128] A A B2 0. 19¢ (1. 3mmol) & V% T 10mL (¥ T 4 CH,CL, , 18 18 ¥ hn 5 ik 5
0. 70g (0. 47mL, 5. bmmo 1) , WA EIE IS, Z J5 i I — W JG7K DMF, K& 248, WS

13
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PG, ARG T AR N ORE RN 24h. T BR RIS B A AR, R A BT
— RN

[0129] ¥4 4k & ) G,-NH, 0.5g (L. 3mol) & V% T TmL [ CH,CL, o, i 5 A B B8 8
(0. 30g, 2. 8mmol) ¥ T 7K (TmL) BT JE MBS W, A ML 5 E¥E. B Hla Bt &s T
CH,C1, (4mL) H, SR S 1218 A BN LA _E AR 2 5 T 3300 T B SO I 4 o S B
BN WA T, 4y A HLE, 2K JEH CH,CL, (10mL X 1) 225, A HUAH& I 5 FH 8 A1 NaHCO,
FE (10m1 X 2) $E¥E, Te7K MgSO, TRt 1 o ik i, B ek ks 725 2 v ) IR AL 2 M (2 0 1,
£/ LR LB, R = 0. 22) , 1R 3 IR A 0. 23g, 1% 37. 09% ,m. p. 150-151°C;
[0130]  'H-NMR (300MHz, CDC1,) & (ppm) :7.66 (1H, d, J = 15.9Hz, -CH =), 7.51 (2H, d, J
= 3. 6Hz, aromatic),7. 39 (3H, s, aromatic),6. 44 (1H,d, J = 9. 3Hz, NH) ,6. 34 (1H, d, ] =
15. 6Hz,-CH = ), 5. 38 (2H,m, H-1,3) ,5. 10 (1H, t, ] = 9. 6Hz, H-2) , 5. 00 (1H, t, ] = 9. 6Hz,
H-4),4. 34 (11, dd, ] = 4. 5Hz, ] = 12. 6Hz, H-6a) ,4. 11 (1H, t, ] = 4. 5Hz, H-6b) , 3. 89 (1H,
m, H-5) , 2. 082, 2. 049, 2. 047, 2. 034 (each 3H, each s, eachCH,) ;

[0131]  "“C-NMR (300MHz, CDC1,) & (ppm) :171. 29, 170. 65, 169. 88, 169. 62 (4C, ester C
= 0),165.91(1C, amide C = 0),143. 34, 134. 29,130. 31, 128. 80, 128. 09, 119. 40 (6C,
aromatic C),128.94,127.83(2C, CH = CH),78.55(1C, C-1),73.65,72.79,70. 78,
68. 43 (4C, C-2,3,4,5) ,50. 86 (1C, C-6) , 20. 73,20. 71, 20. 60 (4C, 4 X CH,) ;

[0132] IR(cm™) :3357 (NH), 3055,2961,2882(CH), 1757 (ester, C = 0),1660,
1634 (amide, C = 0), 1573, 1541, 1369, 1222, 1091, 1038, 771 ;

[0133]  MS(ESI(+) 70V, m/z) :478. 0[M+H]" ;

[0134]  MS(ESI(-) 70V, m/z) :476. 0[M-H] ;

[0135]  Anal. Caled for C,H,.NO,, 0.5H,0 :C,56. 79, H, 5. 80, N, 2. 88. Found, C, 56. 99, H,
5.79, N, 2. 59.

[0136]  SCjtifs] 2

[0137]  N-(2,3,4,6- VY -0- LWedk —1- W4 — B -D— ML A 25 BH 25 ) —3— (3, 4- — LA
ARIE) - NIEBEE K& (T-5) il#

[0138] UKV VA#H1 N EMNHERR 1. 5g (8. 33mmol) IO F 1. 15g (28. 75mmol) NaOH ¥%§ T 11ml
TK BT BRI R A s e 12 A2 0 Ac,0 2. 27m1 (20. 82mmol) , ¥ N 56 5 WU AR VA L, 4
FUKB EIR TP FE RN 1. 5he 1R, KR A 10% H,S0, ¥ pH 22 2-3 2245, 4k4E
PiH: 20min, 38, BEUF K ST BESEOR, TAAMT PSS K A EREE (4 WALk
T )2.01g, fL# 91. 36% .

[0139]  #4x ZBEALWNHERR 0. 34g (1. 3mmol) AiF T 10mL T4 CH,C1, A, 1218 35 In 55k
#0.70g(0. 47mL, 5. 5mmo 1) , WA PE IS, Z 5 i I— JosK DMF, R &2 A2, Il
L PG, NG T 3R T HHE O 24h. 98T BR 255500115 2 (il 44, o e i BB
T RN

[0140]  H4k A 9 G,-NH, 0.5g (1. 3mol) & ¥F T TmL (¥ CH,CL, o, Hii B I N 5% IR 4
(0. 30g, 2. 8mmol) ¥ T-/K (TmL) BT JE WS, A HLE S L¥E. ¥ H1e B2 % T
CH,C1, (4mL) 7, PR JE 18 12 A 2 UL E B PIARE A, 22 05 T 2500 T ik S N 1 o K S MV
BN BT, 2 A AL, ZKJE L CHCL, (10mL X 1) ZEHL, F ARG I Ja F M9 A1 NaHCO,
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FE (10m1 X 2) $E¥S, Te7K MgSO0, TRk 1 o ik i, BV ek o 72 2w IR AR E 0T (1 2 1,
FsE /) 2 ZES, R, = 0. 22) , {59 S VAR 14 0. 45, fi# 58. 4%, m. p. 86-88°C ;
[0141] [a ], = -6.85(c 0.365, CH,0H) ;

[0142]  'H-NMR (300MHz, CDC1,) & (ppm) :7.59 (1H, d, J = 15.6Hz, —-CH = ), 7. 36 (2H, m,
aromatic),7.23(1H, d, J] = 8. 4Hz, aromatic),6. 39 (1H, d, J] = 9Hz, NH) ,6. 26 (1H, d, ] =
15. 6Hz,-CH = ), 5. 35 (2H,m, H-1,3) ,5. 10 (1H, t, J = 9. 6Hz, H-2) , 4. 98 (1H, t, ] = 9. 6Hz,
H-4),4. 34 (1H, dd, J = 4.5Hz, ] = 12. 6Hz, H-6a) ,4. 12 (1H, dd, J = 2. 4Hz, ] = 4. 5Hz,
H-6b) , 3. 88 (1H, ddd, ] = 2. 1Hz, ] = 4. 2Hz, ] = 10. 2Hz,H-5) , 2. 313, 2. 301 (each 3H, each
s, each CH,),2.082,2.049,2.043,2.031 (each 3H, each s, each CH,) ;

[0143]  IR(em™) :3379 (NH), 2947 (CH) , 1756 (ester, C = 0),1691, 1636 (amide, C = 0),
1537,1509, 1224, 1111, 1040, 839 ;

[0144]  MS(ESI(+) 70V, m/z) :594. O[M+H]" ;

[0145]  MS(ESI(-) 70V, m/z) :592. L[M-H] ;

[0146]  Anal.Caled for C,H,NO,, 0.5H,0 :C,53.82, H,5. 35, N, 2. 32. Found :C, 53. 63, H,
5.53, N, 2. 21.

[0147]  SEZjfsl 3

[0148]  N-(2,3,4,6- V4 -0— LMBEEE —1- Wi% — B -D— nibAgg A 8 B 25 ) —3- (8- &2k 4- &
WEAE AT ) - I — KL &9 (1-6) [Hles

[0149] UKV VAH1F KEB 2R R 1. 5g (7. 73mmol) f A 2 0. 8g (20. 6mmo1) NaOH ¥ - 7. 7ml
I BTG BV T, AV I 18 P23 I A0 0. 91m1 (9. 66mmol) , 4 I 5¢ i VS VAR VE I, L
FUKH IR T W FE )Y 1. Bhe 45 b SO, UK R 10 % H,S0, %R pH 22 2 ~ 3, 4k 4L
PiRE 20min, 1338, JEUFH K 78 0 VEBRBUR, TALAMT SBT3 2 B Gl 7k ( SmEAk R 28
1) 1. T4g, U 95. 35% .

[0150] Kt ZEEALETBEIR 0. 31g (1. 3mmol) &% T 10mL (¥4 CH,CL, Hr, 1802 ik i 5 ik
0. 70g (0. 47mL, 5. bmmo 1) , WA EIF IS, S N —% J7K DMF, K& 48, il 5
PG ARG TR IR RN 24he R T B RV HIG B AR, LR A EERAT
— RV

[0151] #4540 G,-NH,0. 5g (1. 3mol) &¥F T TmL [¥) CH,CL, H, BidE T I A Bk E&#h (0. 30g,
2. 8mmo1) ¥ T /K (TmL) T RIS, A NS S FPEE o HIA3 I BE S0 T CHCL, (4mL) H,
SRIFEAR I A BICL E AR, 2 o TEE IR NI RN A 7 R
o, g A ALZ  JKJE FH CH,CL, (10mL X 1) ZEHL, A HUAH A I 5 AT NaHCO, % (10m1 X 2)
Ve, Jo/K MgS0, TR o ik vk, BB 28 RV FIRYALENT (L 1 L AW/ &
M W, Ry = 0. 22) , 13 B AR AR B £ 0. 41g, 2 55. 8%, m. p. 85-87°C ;

[0152] [a ], = -15(c 0. 34, CH,0H) ;

[0153]  'H-NMR (300MHz, CDC1,) & (ppm) :7. 60 (1H, d, ] = 15.6Hz, -CH = ),7.07 (30,
m, aromatic),6.37 (1H, d, J = 9. 3Hz, NH), 6. 27 (1H, d, J = 15.6Hz, -CH = ), 5. 37 (2H,
overlapping t,J] = 9. 6Hz,H-1,3),5. 10 (1H, t, ] = 9. 6Hz, H-2) ,4..99 (1H, t, ] = 9. 6Hz,
H-4),4. 34 (1H, dd, J = 4. 2Hz, ] = 12. 6Hz, H-6a) ,4. 11 (1H, dd, J = 1. 8Hz, J = 14. 4Hz,
H-6b) , 2. 32 (3H, s, OCH,) , 2. 32 (1H, m, H-5),2. 082, 2. 055, 2. 045, 2. 034 (each3H, each s,
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each CH,) ;

[0154]  IR(cm™) :3357 (NH) , 3069, 2945 (CH) , 1754 (ester, C = 0), 1684, 1632 (amide, C =
0),1600, 1536, 1511, 1224, 1157,1122, 1036, 833 ;

[0155]  MS(ESI (+) 70V, m/z) :566. 0 [M+H]";

[0156]  MS(ESI(-) 70V, m/z) :564.0[M-H] ;

[0157]  Anal.Calced for C,H,NO,; * H,0 :C,53.51, H,5. 70, N, 2. 40. Found :C, 53. 55, H,
5. 45, N, 2. 02.

[0158] St 4

[0159]  N-(2,3,4,6- V4 -0- SWidE —1- L4 — B —D- MbM P FLBEES ) -3-(3,4- — L%
IR ) - N (1-14) K&

[o160]  1,2,3,4,6- 11 -0~ LWFE - B -D- nbmg =LA (11-2)

[0161]  2.5g J/K NaOAc H I 35mlAc,0 77, BV A A [FlvaL . 4 il (Rl A2, 734tk
A D= iR FUBE (5. 0g, 0. 029mol) , REEAIVE 1 /NN . VAH1 G K S NI RI A2 250m] R oK
o PR 4 /N, BT H A IR, YA KPR, 49 K B (A A, JE/K LT 50ml BEAS g, 15 E L
1K 5g, K 44. 2% o m. p. 147-149°C. ( 3CR{E mp. 144-146°C [CN 1594342A]) 1- JRAK -2,
3,4,6- VY 0~ LBFE —1- B4 —a -D- mbig - FLpE (111-2)

[0162]  =FUMEH, B4 (0.7g) BiF T 7. Tml LR, 78 70 Bk, ZZ 12 iR (4. 18g,
1. 35m1,26. Immol) , ¥ i ¥ FE K T 20 'C. 3% 0 5¢ B8, =30 i # 30min j5, ¥ 11-2 (5g,
12. 3mmol) Z3HEIIAN, IEE, IR BEHE 4h, A 8ml &fh. JREWEINUKKS, L3, 7 B
BUE s K2 SR 2R, A ATLE AR UR BRI A 7K, VR R R S B VL M R S B i e, e
K Na,S0, 5. LL38, Be TV, A / ZROES (2 0 1) EERARENT, BTG
A 3. 3g, % 63. 2% o PRI E BT N — P RV,

[0163]  BHAE -2,3,4,6- /4 -0- LMWEIE —1- B4 — B -D- ML FFLHE (IV-2)

[0164] ¥ TT1-2(10g,0.024mol) ¥ T 100ml A B, F5-K5 & & & (3. 16g,0. 049mol) ¥ T
K (25ml) BB RS UM NI o YR -G TR T iR SOV 2 48 TLC Rl JFU Rk A v 2% o
JiE H TR, AT I, R LA N/ LR A BE (2 1 1) RERCKEDRIEENT, A
4 8.9g, L3 99. 4% o m. p. 99-100°C . ( SCHRAE :m. p. 99-100°C [ HHLILA=, 2003, 23 (4) -
361-367]1)2,3,4,6- VY —0- LWEEE —1- 4R — B -D- bz &1 FL0E (G,-NH,)

[0165]  # TV-2(1g,2. 68mmol) T LR AME / FEE (1 ¢ 1) 20ml FEA¥FIH, A 10%
Pd/CO. 1g, ¥ 2 T S 2 28 TLC Rl Bkl fivH 2o FEEE LBk, e T, X TR A
JEARIE £ 0. 85g, B 91. 3% » WEWATRE HIHAT N — P RN,

[o166]  N-(2,3,4,6- P4 -0- SWEdE —1- Jli4 — B —D- bW~ FLBEES ) -3-(3,4- — LA
AR ) -2 A EEZ (1-14)

[0167] 4 ZWEALMIHERR 0. 46g (1. 73mmol) &VF T 2mL &Lf7 1, VKB N ERI2W N Iml — 50
TEBR, ANFAEIAL The 980 BR 25349 58 COPIRY) , LB AL BN T — 2 RV,

[o168]  {L. &4 G,—NH, 0.5g(1. 44mmol) ¥ T 7TmLCH,CL, /1, i ¥ N I A Bk B8 &1 (0. 15g,
1. 4mmo1) FI7ZK (TmL) ¥V o HH BT B A5 I L =0 T 4ml CH,CL, A, S22 AR LA b P9 AH ¥
W, TEE N 24he B SONERE N S0 S A3 A HLE, K EH CH,CL, (10mL X 1)
REEL, 5 HUAH A I 5 IR AT NaHCO, ¥ (10m1 X 2) , AN NaCl %5y, To7K MgSo, T
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PRI o L8, PEBUR 28 RV . FIARYIAMEE / LR OER (3 1 2) IRHEEF A6
[ 14 0. 48g, YL # 56. 5%, m. p. 103-105C ;

[0169] [a]'°D =-7.1(c 0.2, CHCL,) ;

[0170]  IH-NMR (300MHz,CDC1,) 8 (ppm) :7. 60 (1H,d, ] = 15. 6Hz,—CH =), 7. 40-7. 21 (3H,
m, aromatic) ,6. 44 (1H, d, ] = 8. 7Hz, NH) , 6. 27 (1H, d, ] = 15. 6Hz, -CH = ) ,5. 47 (1H, d, J
= 1.5Hz,H-4) ,5. 35 (1H, t, ] = 9. OHz,H-1) , 5. 18 (2H,m, ] = 9. 6Hz,H-2, 3) , 4. 16—4. 10 (3H,
m, , H-5, 6a,6b) , 2. 38 (3H, s, COCH,) , 2. 32 (3H, s, COCH,) , 2. 17,2. 06, 2. 05,2. 01 (ecach 3H,
each s, each CH,) ;

[0171]  IR(em™) :3359 (NH) , 2940 (CH) , 1751 (ester, C = 0), 1687 (amide, C = 0), 1635 (C
= (), 1537,1506, 1221, 1112, 1050, 836 ;

[0172]  MS(ESI(+) 70V, m/z) :594. O[M+H]" ;

[0173]  Anal. Caled for C,HyNO,, :C,54. 64, H,5. 26, N, 2. 36. Found :C, 54. 62, H, 5. 22, N,
2.17.

[0174]  SEZjiifs) 5

[0175]  N-(2,3,4,6- P4 -0- ZWE2E —1- 4 — B -D- MEM~F-FLHE 3L ) -3- (3- P4k —4- &
MR LR TE ) - IR ELZ (I-15) I+

[0176] % LWEALFTZEER 0. 31g (1. 3mmol) &JF T 10mL T4 CH,CL, H, 1818 i i ik 5
0. 70g (0. 47mL, 5. bmmo ) , ¥ A T IS, Z Ja i IN— Jo/K DMF, K& 48, 3l E
PG, N E TEIR N RE RN 24h . T BR SIS B (U AR, R R A BN
— RN

[0177]  AbL-& 4 G,-NH, 0. 5g (1. 44mmol) ¥ T+ TmLCH,C1, 7, it ¥ T hn Ak B2 &4 (0. 15g,
1. 4mmo1) (7K (TmL) Vo R BT I A5 IR SUES T 4ml CH,CL, o, S22 A B LA IR P AR
W, TR IR 24he B ROV T, A A WLZ, 7K JE FH CH,CL, (10mL X 1)
L, WA A I G AR LR NaHCO, ¥ (10m1 X 2) , HaFl NaCl ¥yt ik, JE/K MgSo, T
PRI o T8, SRR 28 RV . FIRYIAMEE / LRl (3 1 2) HERAEEITF AR
[ 44 0. 44g, it 54. 3%, m. p. 117-120°C ;

[0178] [a ]*D = -6.53(c 0.095, CHCL,) ;

[0179]  IH-NMR(300MHz,CDCl,) 8 (ppm) :7.61 (1H,d, ] = 15.6Hz,—CH =), 7. 12-7. 03 (3H,
m, aromatic) ,6. 39 (1H, d, J = 9. 3Hz, NH) , 6. 27 (11, d, J] = 15.9Hz, -CH = ) ,5. 47 (1H, d, J
= 1. 5Hz, H-4),5. 37 (11, t, ] = 9. OHz, H-1) , 5. 19-5. 17 (2H, m, H-2, 3) , 4. 15-4. 08 (3H, m, ,
H-5,6a,6b) , 3. 87 (3H, s, OCH,) ,2. 32 (3H, s, COCH,) , 2. 16,2. 06,2. 04,2. 01 (each 3H, each
s, each CH,) ;

[0180]  TR(ecm") :3357 (NH), 2942 (CH), 1751 (ester, C = 0), 1686 (amide, C = 0),1633(C
= (), 1600, 1535, 1512, 1224, 1158,1123, 1051,834 ;

[0181]  MS(ESI(+) 70V, m/z) :566. 0[M+H]" ;

[0182]  MS(ESI (=) 70V, m/z) :563.9[M-H] ;

[0183]  Anal.Caled for Culy,NO,, :C,55. 22, H,5. 53, N, 2. 48. Found :C, 55. 52, H, 5. 93, N,
2.17.

[0184]  SZjffs] 6
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[0185]  N-(2,3,4,6- P4 -0- LBHE —1- 4 - B —D- LI ~FFUBEEE ) —3- (3, 4- —IEEER
i) - W KAE Y (T-16) [l

[o186]  #f 3,4- — AL NEERZ 0. 36g (1. 73mmol) & VF T 2mL G457, UKV N 2248 3 In
Iml N, S0 T HRE The fHS BR 255550045 5 (A A, ERR 2L H RN T — 8 O

[0187]  4bA 4 G,-NH, 0.5g(1. 44mmol) ¥ T 7TmLCH,CL, H, $i#E T AR ERE (0.1 5g,
1. 4mmo1) (7K (TmL) Vo R BT A3 I BESUES T 4ml CH,CL, o, S22 A S LA IR Py AH %
R, TE TR 24h R RN S 2 A ALZ KR AT CH,CL, (10mL X 1)
ZEIL, FHUAH A FF 5 K UK AR NaHCO, ¥ ¥R (10ml X 2) , ¥ NaCl ¥ RMES, /K MgSo, T
Bt Uk, SEVRIRE 28 IR FIARMAMEE /S LR (2 1 D mERAEREE6
[ 14 0. 45g, IKZ 58. 4%, m. p. 98-102°C ;

[0188] [a]"®D = -9.88(c 0.2450, CHCL,) ;

[0189] LH-NMR (300MHz, CDC1,) 6 (ppm) :7.60 (1H,d,J =1 5.6Hz,-CH=),7.1 5(1H,d, ]
= 8. 4Hz, aromatic) , 7. 02(1H, s, aromatic) ,6. 87 (1H, d, ] = 8. 4Hz, aromatic) , 6. 40 (1H,
d, J = 9.3Hz, NH),6. 21 (1H, d, J = 15.6Hz, -CH = ), 5. 47 (1H, s, H-4),5. 37(1H, t, J =
9. 0Hz, H-1),5.23-5. 19(2H, m, H-2,3) ,4. 19-4. 10 (3H, m, , H-5,6a,6b), 3. 93, 3. 89 (each
3H, each s, each OCH,),2.17,2.07,2.04,1.95(each 3H, each s, each CH,) ;

[0190] IR(em™) :3466 (NH) , 2938 (CH) , 1751 (ester, C = 0), 1677 (amide, C = 0), 1630 (C
= (), 1599, 1516, 1466, 1370, 1226, 1083, 1052, 909, 847 ;

[0191]  MS(ESI (+) 70V, m/z) :538. 0[M+H]" ;

[0192]  Anal.Caled for CyH,NOL,. 0. 5H,0 :C,54. 94, H, 5. 90, N, 2. 56. Found :C, 54. 92, H,
6. 34, N, 2. 64.

[0193]  SEjitifs)] 7

[0194]  N-(2,3,4,6- V4 -0- LBiAE —1- B4 - B -D- ML P FLREE ) -3- (2,3, 4- =HI42E
REE) - IR (T-17) K&

[0195] £ 2,3,4- = F4AIEAHER 0. 41g (1. 73mmol) BIF T 2mL &5, UKV T 2218 i
Iml &R, T BV , S N HRE Lhe WUE BR RIS S ARy, o s ditk B3
BNT—H RN,

[0196]  {¥. & 4 G,~NH,0. 5g (1. 44mmol) ¥ + 7mLCH,CL, ™, $ii ¥ " i A Bk IR &4 (0. 15g,
1. 4mmo1) FRI7K (TmL) HIR o BB EF A3 FIBE SRS T 4ml CH,CL, o, SR80 A B LA Py AR
A, T N B 24he B R NEEE A 73BN T 2 A ALE, KB AL CH,CL, (10mL X 1)
LI, A WU A FE 5 A UK AT NaHCO, Y378 (10ml X 2) , #AT NaCl ¥ RMESE, 7K MgSo, T
et . 1k, BERIRE ZE . RN S ZIROEE (3 1 2) MR ENE AN
[ 4 0. 25g, Z 30. 5%, m. p. 91-94°C ;

[0197] [« ]"°D = -1.24(c 0.225, CHCL,) ;

[0198] LH-NMR (300MHz, CDC1,) & (ppm) :7.80(1H, d, J = 15.9Hz, -CH =),7.21(1H, d, J
= 8. THz, aromatic) ,6. 69 (1H, d, J] = 8. 7THz, aromatic) , 6. 40-6. 34 (2H, overlapping, —CH
=,NH),5.47(1H,d, J = 1. 5Hz, H-4) ,5. 37 (1H, t, J = 9. OHz, H-1) , 5. 23-5. 18 (2H, m, H-2,
3),4.16-4. 10 (3H, m, , H-5,6a,6b),3.91,3. 89, 3. 84 (each 3H, each s, each OCH,),2. 16,
2.05,2.00,1.98(each 3H, each s, each CH,) ;
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[0199]  TR(em") :3349 (NH), 2941 (CH) , 1751 (ester, C = 0), 1684 (amide, C = 0), 1626 (C
= (), 1594, 1536, 1497, 1228, 1096, 1046, 909, 801 ;

[0200]  MS(ESI (+)70V, m/z) :568. 0[M+H]" ;

[0201]  Anal. Calcd for C,H,,NO,, :C,55. 02, H,5. 86, N, 2. 47. Found :C, 54. 70, H,5. 92, N,
2. 18.

[0202]  SEjdsl 8

[0203]  N-(2,3,4,6- V4 -0- LMBEIE —1- B4 - B -D- bGP FUMEE ) -3-(2- |2 ) -
Jalkig (1-18) 2%

[0204] ¥ 2- SAKERR (0. 32g, 1. 73mmol) &¥F T 1ml &I, AR R, Th 51210
SN, 9 B AT S (R Y, ER A BN T — B V.

[0205]  fL.& 4 G,-NH, 0.5g(1. 44mmol) ¥ T TmLCH,CL, /1, i N I A Bk B8 #5 (0. 15g,
1. 4mmo1) 7K (TmL) ¥V o BT B A5 IO BE =0 T~ 4ml CH,CL, 77, S22 AR LA b [ AH ¥
W, TEE TR 24he B OV N 30 S 4 A HLZ, K E H CH,CL, (10mL X 1)
UL, AU A FE 5 R R AT NaHCO, ¥ (10m1 X 2) , # 1 NaCl ¥R VES:  JE/K MgSo, T
PRI o T8, VRS RV . FIRYIAMEE / LRl 2 0 D) HREERTFA6
[ 44 0. 33g, WK 44. 6%, m. p. 77-81°C ;

[0206] [a]"™°D = -9.27(c 0.300, CHCL,) ;

[0207]  1H-NMR (300MHz, CDC1,) & (ppm) :7.61(1H, d, J = 15.6Hz, -CH = ),7. 49 (1H,
s, aromatic),7.39-7. 29 (3H, m, aromatic),6.49 (1H, d, J = 9Hz, NH) ,6.34(1H, d, J =1
5.6Hz,—CH =) ,5.47(1H,d, J = 1. 5Hz,H-4) ,5. 36 (1H, t, J = 9. OHz,H-1) ,5. 19-5. 17 (2H,
m, H-2,3) ,4. 16-4. 07 (3H, m, , H-5,6a,6b) , 2. 16,2. 06, 2. 04, 2. 01 (each 3H, each s, each
CH,) ;

[0208] IR(cm ') :3355(NH), 3066, 2965 (CH) , 1751 (ester, C = 0), 1688 (amide, C = 0),
1636 (C = C), 1594, 1538, 1370, 1225, 1123, 1083, 1052, 790 ;

[0209]  MS(ESI(+)70V, m/z) :512. O[M+H]" ;

[0210]  Anal. Calcd for C,,H,CINO,, :C,53.96,H,5. 12, N, 2. 74. Found :C,53. 66 H,5. 44,
N, 2. 43.

[o211]  SEJifs) 9

[0212]  N-(2,3,4,6- JU —0- L BEFE —1- Jli 40 — B —D— nb i~ LB 55 ) -3-(2,4- — &K
) - B (1-19) K&

[0213] ¥4 2,4- " &UAEERE (0. 38g, 1. 73mmol) &% T Iml — SR, AL, 2h J5
15 1 RO, 9B B RV AT B R, E R A B AN T — P RV

[0214]  {bA 9 G,-NH, 0.5g(1. 44mmol) ¥+ mL CHCL, 1, Hidt F I A ERHY (0. 158,
1. 4mmo1) 7K (TmL) ¥V o HH BT B A5 I BE =0 T 4ml CH,CL, 77, S22 AR LA B P AH ¥
W, TEE N 24he B OV 30 S 4 A BLE, K EH CH,CL, (10mL X 1)
FHL, A HUAH A I 5 KR AT NaHCO, ¥ (10m1 X 2) , 71 NaCl ¥R VES:, TE/K MgSo, T
PRI o L8, VRO 2 RV BRI MEE / LR OER (3 1 2) IRHEETAf
[l 44 0. 52g, BHK 65. 8%, m. p. 95-97°C ;

[0215]  [a]"°D = -3.06(c 0.085, CHCl,) ;
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[0216]  1H-NMR (300MHz, CDC1,) & (ppm) :7.96 (1H, d, J = 1 5.6Hz, -CH = ),
7.52-7. 26 (3H, m, aromatic),6.50(1H, d, ] = 8. 4Hz, NH),6. 32 (1H, d, J = 15. 6Hz, —CH
=),5.47(1H, d, J = 1. 5Hz, H-4),5. 37(1H, t, J = 9. 0Hz, H-1),5. 19-5. 17(2H, m, J =
9. 6Hz, 1-2,3) ,4. 12-4. 10 (3H, m, , H-5,6a,6b),2. 16,2.07,2. 05,2. 01 (each 3H, each s,
each CH,) ;

[0217]  IR(cm™) :3369 (NH), 2961, 2935 (CH) , 1751 (ester, C = 0), 1688 (amide, C = 0),
1632(C = C), 1584, 1537, 1370, 1225, 1123, 1084, 1051, 789 ;

[0218]  MS(ESI(+) 70V, m/z) :546. 0[M+H]" ;

[0219]  Anal. Caled for C,,H,.C1,NO,, :C,50. 56,H,4. 61,N, 2. 56. Found :C, 50. 27 H,4.61,
N, 2. 48

[0220]  SEjif) 10

[0221]  FPZE 6- (3 K2 - TNMGIENZIE ) —6- WA — o —D- ML R 205 (1-20) 11
[0222]  FAZE D— Mibre I 288 1 (V-1)

[0223] % 80g (0. 44mo1) 45 D~ A FE I AN F 500mL (IS K FEE A, i bk F 12181
Jnd HC B Je/K FFEEA A (78 0°C R 22mL () S BERUB AR 132. 5mL oK FEE ) ,
2h K 5C. ROV IEHE T (B RN 20h, SR JG 2R 0K T e 30g B G /K Bk R &L, K
A, 29 30min 058, SRS QREEPiEE 15min. SV UE, BEUEA oK SR GS, HEK
PETE % 75 R A EIRAEAF P G B A, NN TE/K I 550mL HE 25 5, 2 Fd 3, 35 (L i UiCE:
M, I 9EAT B ORURDRE 44, 2LAMT H 17 33. 02, mp 169-171°C, 24 a B (V-1-1) ;
( SCHRAY :m. p. 165-166°C [J. 0. C. 1957,22,1513-1514]) . P& WK4E 5 B IRHT w13 9. 37g,
m.p 95-98°C, N B A (V-1-2) . ( SCHR{H :m. p. 95-100°C [Chem. Abstr. 1941 ;7946]) .
[0224]  FIE 6-0— X A SRS — a —D- MM A 49 B FF (VI-1-1)

[0225]  #% V-1-1(8g,41. 2mmol) ¥ T 70mL (¥ L me A, £E 0°C AWy i #1202 1% n
X 2R R IR S (7. 44,39, 2mmol) ¥ T+ 18mL T4 AL IE AT T K WS T, T 2h P i B 52 BE,
76 0°C AR SN 12h, T30 F RV 12he X5 T 40°C R 5 28 25 b e, 25 (4 B 3200
Tl x5+ 50mL & A, F AR BR ST (20mL X 2) , T FH Bk FR S BN S v (20mL X 2) , 18
Fifr Rk (20mL X 1) Begs, A HIAHF I K it Be 4l 0 b 38 sk 98, 98 R 27— s 15
RO RORY), BG I REEIAIRE A 13. Te REW ) . HENT ( & Fht/ Tl
=20 : 1-15 : 1), 5K A EMAIRE K 7. 56g, 7% 52.68%, m.p 99-103°C ( CHRA -
m. p. 124°C [ChemischeBerichte, 1959,92 :384-391]) .

[0226]  'H-NMR (300MHz, CDC1,-D,0) & (ppm) :7. 78 (2H, d, ] = 8. 1Hz, aromatic) , 7. 32 (2H,
d, J = 8.1, aromatic),4. 64 (1l, d, J = 3.6Hz, H-1),4. 28 (2H, m, H-5,6a) , 3. 73 (11, m,
H-6b), 3. 66 (1H, t, J = 9. 3Hz, H-3),3. 46 (1H, dd, J = 3. 6Hz, J = 9. 6Hz, H-2), 3. 39 (1H,
t, J = 9. 3Hz, H-4), 3. 29 (3H, s, OCH,) , 2. 41 (3H, s, CH,).

[0227] AL 6- AL —6- B4 — o« -D- MM AT 4 5 (VII-1-1)

[0228] 4 VI-1-1(7.56g,21. Tmmol) ¥ T 65. 5mL T[] DMF Y&, B na g 65°C
Ja, #E a8 (7. 06g,108. mmol) Z3-#EPEIE N AL, In5e 5 FHR 2 80°C MY, 4 TLC A&l
JERHE 2R S i 1l RN o B SN DB, DEVE R S R 2 DMF, Jl RAE E4r ( & ke / PRI
=10 © 1) fFREOFERARD 2. 92g, 7% 61. 37%
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[0229]  IR(ecm") :3424(0H), 2930, 2842 (CH) , 2102 (N,) , 1176, 1041, 976, 567

[0230]  'H-NMR(300MHz, D,0) & (ppm) :4.74(1H, d, J = 3.6Hz, H-1),3. 70 (1H, m, H-5),
3. 57 (2H, m, H-6a, 6b) , 3. 48 (2H, t, ] = 9. 3Hz, H-2, 3) , 3. 36 (3H, s, OCH,) , 3. 39 (1H, m, H-4) .
[0231]  FEZE 6- 22k —6- Mi4 —a —D- ML A& BT (G,—NH,)

[0232] ¥ VII-1-1(1.88g,8. 58mmol) ¥ T 32mL [ B EE 1, hi N 10 % i) Pd/C(0. 4g) (&
7K 40% ), 2R T EAL Y. 24h, SR S5 B O AR AR R IR, 19 00 (0% IR, JERAE
40°C R P Hs B ZE RS 20 S OB ROR Y, T 12T A T8 24h J5 15 3 3 i AR [
14 1. 47g, 773 88. 73%, HHFNT — KN

[0233]  HU/DEAE)EHT G Pl 2 E .

[0234]  MS(ESI(+) 70V, m/z) :194. O[M+H]".

[0235]  FIJE 6-(3— 2R3k — NIGIRNIZIE ) —6- W%l — o —D- mLAg A 25 8% 1 (1-20)

[0236] ¥4 A kE & 0. 22g (1. 50mmol) AT 1- £ JE 28 IF = M (HOBt) 0. 20g (1. 50mmol) A
I T 10mL % 1 CHCL, 1, SR J5 ¥ 1-(3- Z 2 FE N 56 ) -3- & FE Ik — W iz #h 1% #h
(EDCT) 0. 29g (1. 50mmol) 1218 in A 1, ¥ 5 LS, = T KNV 23h J5, B &9
G,—NH,0. 29g (1. 50mmo1) ¥%§ T 3mL 4 K] DME JIT J% s 1) 35 8 PR T 38 I N B N 0, Y38 5
TR G PTG, 26N, fR3 T SR N 24h. NI T 35°C T I 25 B CH,CL,, 2R JE AR EHT
(20 : 1-10 : 1, CH,CL,/CH,0H), (10 : 1, CH,CL,/CH,0H, R, = 0. 23), T2 FE 1k T &=
T T4 24h 15 A E K 0. 258, 1% 51. 50%, m. p. 208-210°C ;

[0237]  'H-NMR (300MHz, CDC1,) & (ppm) :8.14(1H, t, J = 5. 7Hz, NH),7.56 (2H, d, ] =
6. 6Hz, aromatic),7. 41 (4H, m, aromatic, -CH = ),6.77(1H, d, J = 15.6Hz, -CH = ),
5.04 (1H, d, J = 5. 4Hz, OH), 4. 83(1H, d, J = 4.8Hz, OH),4. 77 (1H, d, J = 6. 6Hz, OH),
4.54(1H, d, J = 3.6Hz, H-1),3.67 (1H, ddd, J = 2. 1Hz, J = 6Hz, J = 13. 8Hz, H-6a),
3. 41 (2H, m, H-5,3),3. 34 (3H, s, OCH,) , 3. 21 (1H, m, H-6b,2),2. 97 (1H, h, J = 5. 4Hz, ] =
9. 3Hz, H-4) ;

[0238]  IR(cm) :3483(0H) , 3326 (NH) , 3084, 3030, 2942, 2916 (CH) , 1650, 1603 (amide, C
= 0),1564,1262,1249,1187,1151,1115, 1053, 1016, 1006, 846 ;

[0239] MS(ESI(+) 70V, m/z) :324. 1[M+H]";

[0240] MS(ESI(-)70V, m/z) :322. 0[M-H] .

[0241]  SZjfsl 11

[0242] R 6-[3-(3,4- OB ) - TNIAGIERZIE ] -6- 4R — a —D— MLL e e 265 4 7
PR EY (1-22) Kl

[0243] 4 SERALINMERS 0. 40g (1. 50mmol) FTHOBt 0. 20g (1. 50mmol) &% T 10mL -5
%) CH,C1, W1, 28 J5 % EDCT 0. 30g (1. 57mmo1) 218 AL, ¥ 5 _E¥G , =T RV 18h
J& » ALY Go—NH,0. 29g (1. 50mmo1) ¥ T+ 3mL 5 1] DMF JIT T Js PRI VL DRI 0 N S N
o VSRR VS, A6 N, (-4 NS IRV 7. 5he VIR T 35°C R IR 28R CH,CL, 2R
FEJEHT (20 ¢ 1-10 © 1, CH,Cl,/CH,0H), (10 : 1, CH,Cl,/CH,0H, Ry = 0. 17) , AT 5 3 iy [ 14
TRATEA T8 24h 13T EE K 0. 25g, e 37. 97%, m. p. 183-185°C ;

[0244] [a ]’ = +57.08(c 0. 130, CH,0H) ;

[0245]  'H-NMR (300MHz, DMSO-d,) & (ppm) :8. 13(1H, t, J = 5. 7Hz, NH),7. 50 (2H, m,

21



CN 101591364 B WO B 19/23 7

aromatic),7.41(1H,d, J = 15.6Hz,-CH=),7.31(1H,d, J = 8. 4Hz, aromatic) ,6. 75 (1H,
d,J = 15.6Hz,—CH =) ,5.05(1H,d, J = 5. 4Hz, Ot) , 4. 83 (11, d, J] = 4. 8Hz, OH) , 4. 77 (1H,
d, J = 6. 3Hz, OH) ,4. 54 (1H, d, J = 3. 6Hz, H-1),3.67 (1H, ddd, J = 1.8Hz, J = 5. 7THz, J
= 13. 5Hz, H-6a) , 3. 50-3. 25 (2H, m, H-5, 3) , 3. 25 (3H, s, OCH,) , 3. 25-3. 16 (2H, m, H-2, 6b) ,
2.97(1H, m, J = 5. 4Hz, J = 8. THz, H-4) , 2. 294, 2. 286 (each 3H, each s, each CH,) ;
[0246]  ">C-NMR (300MHz,DMSO-d,) 8 (ppm) :168. 14, 168. 09 (2C, ester C=0), 164. 99 (1C,
amide C = 0),142.61,142. 26,136. 99, 125. 83,124. 08,122. 17(6C, aromatic C),133. 83,
123.28(2C, CH = CH),99.71(1C, C-1),72.95,71.95,71. 88,70. 29 (4C, C-2,3,4,5),
54. 37 (1C, OCH,) ,49. 00 (1C, C-6) , 20. 29 (2C, 2 X CH,) ;

[0247]  IR(cm") :3485(0H) , 3365 (NH) , 2908, 2844 (CH) , 1766, 1752 (ester, C = 0), 1670,
1631 (amide, C = 0), 1545, 1507, 1285, 1259, 1125, 1186, 1040, 844

[0248]  MS(ESI(+) 70V, m/z) :440. 1[M+H]" ;

[0249]  Anal. Caled for CyuHyNO,, 0.5H,0 :C,53. 57, H, 5. 84, N, 3. 12. Found :C, 53. 61, H,
6. 18, N, 3. 41.

[0250] St 12

[0251]  FPJE 6-[3-(3— P4 —4- SWEARIEASE ) - NMGIEIREE 1-6- Bi% — o —D— ML i
R KA (1-23) K&

[0252] ¥ & Bk AL BT 2% B8 0. 35g (1. 50mmol) A1 HOBt 0. 20g (1. 50mmol) % T 15mL T &
f¥) DMF o, S8 J5 % EDCT 0. 30g (1. 57mmol) 1818 i A Ho v, =38 N R M 12h J&, #4549
G,~NH,0. 29g (1. 50mmo1) PRI IIA SN, 78 N, fRIP T 200 MY 8. 5he Je Vi T 80°CH
YRUE ZE R A B 4 DVF, SRS KFEEHT (20 ¢ 1-10 & 1, CH,CL/CH,OH), (10 © 1, CH,Cl,/CH,0H,
Ry = 0. 23), A1 45 2 i [ 44 T 2025 T4 2% T 45 24h 4998 35 (A8 14 0. 45, % 72.99 %,
m. p. 104-106C ;

[0253] [a ]’ = +52.38(c 0. 160, CH,0H) ;

[0254]  'H-NMR (500MHz, DMSO-d) 6 (ppm) :8.06 (1H, t, J = 5. 7Hz, NH) ,7.42(1H, d, ] =
15. 7THz, -CH = ), 7. 31 (1H, d, J = 1. 4Hz, aromatic), 7. 15(1H, dd, J = 1. 5Hz, J = 8. 2Hz,
aromatic),7.11(1H,d, J = 8. 1Hz, aromatic) ,6. 75(1H,d, J = 15. 8Hz, -CH = ), 5. 01 (1H,
d,J = 5. 3Hz,0H) ,4. 79(1H,d, J = 4. 6Hz,0H) , 4. 72(1H,d, J = 6. 4Hz,0H) , 4. 54 (1H,d, ] =
3. 6Hz,H-1), 3. 81 (3H, s,Ph—0CH,) , 3. 66 (1H, ddd, J = 2. 3Hz, J = 5. 9Hz, ] = 13. 9Hz,H-6a) ,
3.42(1H, m, H-5),3. 39 (1H, m, J = 4. 7THz, J] = 9. 1Hz, H-3), 3. 26 (3H, s, OCH,) , 3. 22 (2H, m,
H-2,6b),2.97(1H, m, J = 5. 4Hz, J = 9. 3Hz, H-4) ;

[0255]  'H-NMR (500MIz, DMSO-d;~D,0) 8 (ppm) :8. 13 (1M, t, J = 5. 8llz, NH) ,7. 43 (1H, d,
J = 15.80z, -CH = ),7.31(1H, d, J = 1.5Hz, aromatic),7. 18(1H, dd, J = 1. 7THz, J =
8. 3Hz, aromatic),7. 13(1H, d, J = 8. 2Hz, aromatic) ,6. 75(1H, d, J = 15. 8Hz, -CH =),
4.56 (1H, d, J = 3. 7THz, H-1) , 3. 82 (3H, s, Ph—0CH,) , 3. 65 (1H, ddd, J = 2. 6Hz, J = 5. 9Hz,
J = 14Hz, H-6a) , 3. 45(1H, ddd, J = 2.5Hz, J = 7. 4Hz, ] = 9. THz, H-5) ,3. 40 (1H, t, ] =
9. 2Hz, H-3),3. 28 (1H, m, H-6b), 3. 26 (3H, s, OCH,) , 3. 24 (1H, dd, J = 3.6Hz, J = 9. 5Hz,
H-2),2.99(1H, t, H-4, J = 9. 1Hz) ;

[0256] IR(em ") :3384 (br, NH, OH), 2935,2840 (CH) , 1763 (ester, C = 0),1661,
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1619 (amide, C = 0), 1545, 1510, 1263, 1197, 1155, 1122, 1048, 830

[0257] MS(ESI(+)70V, m/z) :412. 1 [M+H] " ;

[0258]  MS(ESI(-) 70V, m/z) :410. 0[M-H] ;

[0259]  Anal. Calcd for C,H,NO, H,0 :C,53. 14, H, 6. 34,N, 3. 26. Found :C, 53. 25,H, 6. 24,
N, 2.97,

[0260]  Sijfs] 13

[0261]  FIZE 6-[3-(3— FI4E —4- SRS RS ) - NI IEIEEE ] -6- AR — a —D- Ntk 2
FUBET (1-32) M4

[0262]  FIZE a -D- MEMPILBE T — KA (V-2-1)

[0263] ¥ 50g (0. 28mol) T4 D- - FLHE A Z 320ml Jo/K FEE, SR AHE T 2218 % hn
4 HCL B TE/K BV (0°C UK T, 13. 76ml ZEESZEME i 83ml Jo/K FEES ), 2. 5h i
Yoo RNVIEDERE NIRRT Y 12he VKGR, I NIRERES 858, EIRHIFE 3he RV
ik T W8, oK R RE VRS S8, B LIS e m i 2, 980 IR 4615 62 ST EHER, 2 HumA
15m1 /K, SR ECE 20h J&7 5°C IR 24h #1 s, i 38, K R 80% LW (26m1) , To/K T (10m1)
VeV, 1B it 25, e #E 42. 1%, m. p. 105 ~ 107°Co ( 3Tk m. p. 107 ~ 112°C. [Aust.
J. Chem. , 1965, 18,1303 ~ 1305].)

[0264] 3L 6-0— f A ZEREEEIE — o —D- ALM P SUREET (VI-2-1)

[0265] ¥4 V-2-1 1g(4. Tmmol) ¥§ T 8ml F-HEMbRE b, UK 3R T, S22 i hnots AR A< Tl i
2. 7g (14. Immol) 1 7. 2m1 FEENEREFFH, T Lh PR KRR T 4R 4L )W 2h J5 5 TN 3ml
A, 212 NN 1% 8 2R 2 150m1, A [ R4t , — & E (200ml X 3) ZEHL, A AHLZE H LAl
NaHCO, ¥V (200m1 X 3) JE%:, 0°C FHHE, L3, TS B 20K E 1 0. 6g, I3 36. 6%,
m. p. 163 ~ 164°C dec. . ( 3CHA m. p. 168°C dec. [Agric. Biol. Chem. ,52(5),1313 ~ 1315,
1988. 1) 3L 6- BAIE —6- B4 — o« —D- MEMGLFUMH (VIT-2-1)

[0266]  #f VI-2-18g(0.023mol) A& % T 160mIDMF( & 7K 10 % ) , I A & & W
4. 49g (0. 069mo1) , JIFAZ 80°C J i 30h o 9 F JiE T 51, Tl RYAEENT (& Tt © FlE=
10 : D, BA0HAES 7g, lKE 73.6%, m.p. 172 ~ 176°C, ( Xk m. p. 172 ~ 173°C [].
Org. Chem. 1969, 34, 675-681. ])

[0267]  'H-NMR (300MHz, DMSO-d,) & (ppm) :466 ~ 4. 58 (m,3H,3XOH),4.60(d, 1H, J,, =
3Hz, H-1),3.74(d, 1H, ] = 8. 4Hz, H-2) , 3. 63 ~ 3. 53 (m, 3H, H-3, H-4, H-5) , 3. 48 (dd, 1H, J
= 12. 6Hz, H-6a) , 3. 30 (s, 3H, OCH,) , 3. 23 (dd, 1H, ] = 12. 9Hz, H-6b)

[0268] AL 6- & FE —6- % — a —D— ML FLBETF (G-NH,)

[0269]  # VII-2-1 1g(4.57mmol) ¥ T 100ml FEE, I 10% Pd—CO. 1g, =& F&4L 3h
Je» TLC Al JC JsUkk, k8 - Bh ik, gk R 28 B ), B8 T4 O LB AR [E 44 0. 85g, i3
96. 5%, B T RV

[0270]  HUbEAMMAEZEM ( Z& P . FEE=5 . 1), %4 NMR, MS %52,

[0271]  'H-NMR (300MHz, DMSO-d,) 8 (ppm) :4.51(1H, d, J = 3.5Hz, H-1),3. 84 (5H, br,
3X OH,NH,) , 3. 67 (1H,m, H-5) , 3. 56 ~ 3. 45 (3H, m, H-2, H-3,H-4) , 3. 23 (3H, s, OCH,) , 2. 76 ~
2. 63 (2H, m, H-6a, H-6b) ;

[0272]  MS(ESI(-) 70V, m/z) :191. 7[M-H] ;
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[0273]  FAZE 6-[3-(3- 4L 4- SWEAE T ) - IR BEILEE 1-6- W4 — o —D— mLRg L
B (1-32)

[0274] 4 3- A 40 %k —4- & W A& A B R 1. 25g(5. 3mmol) A 1- 32 A& 2K Jf = M
(HOBt) 0. 72g (5. 3mmo1) ¥ T 50ml T4 DMF /1, i\ 1- (3— &N E ) -3- LEER P
kg #h (EDCI) 1. 02g (5. 3mmol) , H§WRPEE , B2 I G,—NH, (1. 02g, 5. 3mmol) ] 6ml T4
DMF ¥, Zil N HiFE 24he RVIET 80°C T ks 28 R, Tl RUAEIEHT (& @ A
=20 . 1), BFTEE AR 1. 26g, 8% 57. 8%, m. p. 119 ~ 124°C ;

[0275] [« ]*', = +120. 25(c 0. 0800, CH,0H) ;

[0276]  'H-NMR (500MHz, DMSO-d;) & (ppm) :8. 11 (1H, t, J = 5. 8Hz, CONH) , 7. 42 (1H, d, —CH
=),7.31(1H, d, ] = 1. 8Hz, ArH),7. 15(1H, dd, ] = 1. 8Hz, J] = 8. 3H, ArH), 7. 11 (1H, d,
J = 8.2Hz, ArH),6.68(1H, d, ] = 15. 8Hz, -CH = ), 4. 55(1H, d, ] = 3. 6Hz, H-1) ,4. 56 ~
4. 48 (3H, m, 3X OH) , 3. 82 (3H, s, OCH,) , 3. 68 ~ 3. 64 (2H, m, H-5, H-2) , 3. 59 ~ 3. 39 (3H, m,
H-3, H-4, H-6a) , 3. 24 (3H, s, OCH,) , 3. 17 (1H, m, H-6b) , 2. 26 (3H, s, OAc) ;

[0277]1  "C-NMR (300MHz, CDC1,) & (ppm) :168. 35 (1C, ester C = 0),165. 24 (1C, amide C
= 0), 151. 04, 140. 15, 133. 88, 123. 20, 122. 38, 111. 60 (6C, ArC) , 140. 15, 120. 00 (2C, CH =
CH) ,100. 11 (1C, C-1),69. 40,69. 33, 68. 64, 68. 26 (4C, C-2, C-3, C-4, C-5),40. 37(C-6),
55. 78, 54. 45 (2C, 2 X OCH,) , 20. 32 (1C, CH,) ;

[0278] IR(cm™") :3422(br, NH, OH), 2939, 2841 (CH), 1761 (ester, C = 0), 1659,
1620 (amide, C = 0), 1549, 1263, 1198, 1154, 1124, 1033, 788 ;

[0279]1  MS(ESI(-) 70V, m/z) :410. L[M-H] ;

[0280]  Anal.Calcd for C,H,NO, :C,55.47, H,6. 13, N, 3. 40. Found :C, 55. 28, H, 6. 45, N,
3. 29.

[0281]  sEjfsl] 14

[0282]  FEJE 6-[3-(3,4- —HIAIEAREE ) - NG IENGSE 1-6- A — o« —D— ML - FLBE 1 —
KALEY (1-33) [ %

[0283] ¥4 3,4— SR NARR 0. 46g (2. 2mmol) FTHOBt 0. 3g (2. 2mmol) %§ T 25ml T4
DMF 1, I EDCI 0. 42g (2. 2mmo1) , ¥ IR¥ET » 2212 N G;—NH, (0. 42g, 2. 2mmol) ] 3ml T
5 DMF Y598, Zi FHiFE 24h. JPVIE T 80°C H il R Z5BRESH, #lR WA ENT ( A5
FlE=20 : 1), A2 TS A6 0. 42, K 50. 0%, m. p. 113 ~ 114°C ;

[0284] [a ]°*® = +86.2(c 0.0650, CH,0H) ;

[0285]  'H-NMR (500MHz, DMSO—d,) 8 (ppm) :8. 01 (1H, t, J = 5. 9Hz, CONH) , 7. 36 (1H, d, J =
15.7, -CH=),7.15(1H, d, J = 1. 9Hz, ArH), 7. 11 (1H, dd, J = 2. OHz, J = 8. 3Hz, ArH),
6.98(1H, d, J = 8. 4Hz, ArH),6.56 (1H, d, | = 15. THz, -CH = ), 4. 56 (1H, d, ] = 3. 6Hz,
H-1),4. 55 ~ 4. 47 (3H,m, 3X 0H) , 3. 79 (3H, s, OCH,) , 3. 78 (3H, s, OCH,) , 3. 68 ~ 3. 64 (2H, m,
H-5, H-2) , 3. 59 ~ 3. 39 (3H, m, H-3, H-4, H-6a) , 3. 24 (3H, s, OCH,) , 3. 17 (1H, m, H-6b) ;
[0286] IR(cm™) :3397 (br, NH, CH), 2936, 2838 (CH), 1657, 1614 (amide, C = 0), 1599,
1515, 1264, 1141, 1079, 1023, 847 ;

[0287]  MS(ESI(+) 70V, m/z) :384. 2[M+H]" ;

[0288] Anal.Calcd for C,H,NO. H,0:C,53.86, H,6.78, N, 3. 49. Found :C,53. 70, H,
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6. 74, N, 3. 65.
[0289]  SLJEfs] 15

[0200]  FIZE 6-[3-(2- SR ) - INMAIERLSE 1-6— M4 — a —D— ML FLBE 70 43 2 =K
&4 (1-35) %

[0291] ¥4 2- SRS 0. 40g (2. 2mmol) F1 HOBt 0. 3g (2. 2mmol) ¥ T 25ml 45§ DMF o,
BN EDCIO. 42g (2. 2mmo ) , Y& WVEE » Z218 I\ G5-NH, (0. 42, 2. 2mmo1) ) 3m1 5 DMF %
W, IR N 24he VR T 80°C R IR ZE BRI, Bl RWAEENT ( &Pkt - FlE=
20 1 1), BT AEFE K 0. 42g, % 53. 2%, m. p. 105 ~ 107°C ;

[02902]  [a 1% = +100.5(c 0. 1100, CH,0H) ;

[02903]  'H-NMR (500MHz, DMSO-d,) & (ppm) :8.14 (1H, t, ] = 5. 8Hz, CONH),7. 62 (1H, s,
ArH),7.52(1H, m, ArH) ,7.42(3H, m, ArH, -CH = ),6.75(1H, d, J] = 15.8Hz, -CH = ),
4.55(1H, d, J = 3. 6Hz, H-1),4. 56 ~ 4. 48 (3H, m, 3X OH) , 3. 68 ~ 3. 64 (2H, m, H-5, H-2),
3.59 ~ 3. 39 (3H, m, H-3, H-4, H-6a) , 3. 24 (3H, s, OCH,) , 3. 17 (1H, m, H-6b) ;

[02904] TR (cm') :3416 (br, NH, OH) ,2935, 2838 (CH) , 1660, 1620 (amide, C = 0), 1565,
1228, 1197, 1146, 1127, 1044, 785 ;

[0205]  MS(ESI (+) 70V, m/z) :358. 2[M+H]" ;

[0296]  MS(ESI (-) 70V, m/z) :356. 0[M-H] ;

[02907]  Anal. Calcd for CH,CINO,. 0. 75H,0 :C,51. 76, H, 5. 84, N, 3. 77. Found :C,51. 70,
H,5. 61, N, 4. 26.

[0208]  SLJsEfs] 16

[02909] HIZE 2,3,4- = -0- L BEFE —6-[3-(3- A4 2k 4- L BR A R 2R 36 ) — TN 0 Bt Ji%
55 1-6- WA — o -D- MR FUMETY (1-51) BHl#%

[0300] ¥ 1-32 0.3g(0. 73mmol) ,4— — FA S Z= ML iE (4-DMAP) 0. 05g (0. 37mmol) , = Z Ji%
0. 05m1 (0. 37mmo1) , BEEF 0. 69m1 (7. 3mmol) , 43ml BELRE AN 100ml #iTEHE, 2535 T Hii e 12h,
RSB 40°C NI ZE RS, FARWAEEN Ak - 2RLlE=1 ¢ 1), A= THE
FIEE A 0. 29g, IR T4. 4%, m. p. 224 ~ 226°C ;

[0301] [a ]%° = +73.6(c 0. 1250, CHCl,) ;

[0302]  'H-NMR (500MHz, CDC1,) & (ppm) :7.58 (1H, d, J] = 15.6Hz, -CH = ),7.11 ~
7.02 (3H, m, ArH) ,6. 31 (1H, d, J = 15. 6Hz, -CH = ),5. 97 (1H, t, CONH) , 5. 44 (1H, d, J =
3. 3Hz, H-4),5. 36 (1H, dd, J = 10. 8Hz, J = 3. 4Hz, H-3),5. 17 (1H, dd, J = 10. 8Hz, | =
3.6Hz, H-2),4.99 (1H, d, J = 3.6Hz, H-1),4. 14 ~ 4. 10 (1H, m, H-5) , 3. 86 (3H, s, OCH,) ,
3.62 ~ 3.56 (1H, m, H-6a) , 3. 40 (3H, s, OCH,) , 3. 37 ~ 3. 31 (1H, m, H-6b) , 2. 31, 2. 19, 2. 09,
2. 00 (each 3H, each s,4X0Ac) ;

[0303]  C-NMR (300MHz, CDC1,) & (ppm) :170. 88,170. 36, 169. 71, 168. 69 (4C, ester C =
0),165. 70 (1C, amide C = 0),151. 31, 141.06,133.61,123. 11,120. 76, 111. 34(6C, ArC),
140. 94, 120. 32 (2C, CH = CH) ,97. 20 (1C, C-1) ,69. 26 (1C, C-4) ,68. 29 (1C, C-2) ,67. 58 (1C,
C-3),66.58(1C, C-5),38.91(1C, C-6),55.89,55. 51 (2C, 2 X OCH,) , 20. 72, 20. 65, 20. 54,
20. 54 (4C,4 X CH,) ;

[0304]  IR(cm") :3409 (NH), 2948, 2842 (CH) , 1762 (ester, C = 0), 1661, 1630 (amide, C =
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0),1517,1227,1200, 1046, 837 ;

[0305]  MS(ESI(+)70V, m/z) :538. 2[M+H]" ;

[0306]  Anal.Calcd for C,H,NO,, :C,55.86,H,5.81,N,2.61.Found :C,55. 54, H,6. 17, N,
2. 47.

[0307]  Sjfs] 17

[0308] i3l

[0300]  HYSEjfsl 18 H frfsA &4 0. 5, VWEK 2, MK 1g A, HI& & 30% LR /EiRIE
5, Hilk,
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