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HpD,L-(4) EH S EKR f Hantzsch 755V F 1, B BL-SRBRATAROBK
Bl SRAAER ZMEESETE. THhxe Ml H. 5fiEfHBr-HOAc
REBPRFERERYEG 6, #H 5Boc-L-IlefFEIT T, THEMRE, BEL-£F
BERAAHe. 9/EMHCI-EIOACHERERT AMERF EE10, 8/HRER
Brik: 5oF fER Rk, 3=Rk12, 10M12RDCC-HOBT H i e BB K132, B
B TRARFRR, fEHKPatellamide ALK, RITRATLEXBEGITEX
RIIR, RIF=RE12%B A Al Ascidiacyclamidelf g HIBHAF] DPPA RFZ
RIEIRAIR, KATHE DEL, XEFNAERTERXRE, HREFE, 132
FI7K & B 4L 81318b, 5 fI CF,COOHB £ (R1P H1513¢ 13c EB M A i 5NaNO, fk
HENENERILT Y, BERBENHARERERS T1.

2 KBRS

2,1 X

B IL IR 9 F X-90QK), TMS thti; wESLCA Perkin Elmer 240C
s RS NZAB-HSH, BARME@REENE, REIHREKIE.
2,2 & H
2,2,1 S5##%4& W53,
2.2,2 6t#& 6,7g5 mASomlififaHBr-HOAc, 2R FHH R 2k, A 300m]
Tk Z Bk, FEVKIB T E0min, 48, FIkER LK I8 21k, #£P.O-H,SO,F#%
SRPTEASTIR, BREGSY6.52, ©X0%, m,p,204~206C, 'HNMR(DMSO )
dppm. 0,8~1,2(m,6H), 1,3(t,3H), 2.2(m,1H), 4,35(q,2H), 4,7(brs,1H),
8,0(brs,1H), 8,65(s,1H),
2.2,3 T##%& 6,506, 6,0gBoe-L-1lefk2, 1gN-F KWz F50ml Sk,
FEKBEREH, B TIMAL.9¢DCCRS5,9¢HOBT, 7EVkiE FRRi3h, ERTRRE 1
K, lBEE Kk, HVOEZBOREE, k. ERETAREN, HAl50ml 2K
ZEsvnf®, M5 %rNaHCO, ¥ %, THH 2 mol/Livirkimik ik, R/KGEEh i, TK
Na, SO F %, WEREN, B THRIF6.65¢a&E™#,™%R90,5%,m,0,130~131C,
sEEot: C,HN,OS, it (%) Cs7.14, 117,94, N9,525 454rE (% ):
Cs7.25, H8,17, N9, 57, MS(m/e)(%)44.(2.5, M*), 214(100), 'HNMR(CDCI;)
Sppm; 0,8~1,04(m,12H), 1,2(m,2H), 1,4(t,3H), 1.42(s,9H), 1.84(m,1H),
2.24(m, 1H), 4,0(m, 1H), 4.41(g, 2F!), 5.2(m, 2H), 7.0(d,1H, I=11Hz),
8.,04(s, 1H),
2,2,4 8##%& 6.0 TiEF30oml Zigs, fn 15ml 1 mol/L NaOH, ZigTFHit
2h, REMRZE, m2smlK, FAZEEREC2 K, /Ki1H 2 mol/LHCIE K, #&LZE
W, BRILWAIZBEREE, Kk, £/AKNa,SOF B, BEREN, EETRELEER
K= 8, i%85,4%.
2.2,5 9¢idl & 5g8, 2,1gL-2Z2FMHP KT 1.5 N-F AWM TFsoml M
BRm, KBS HTMADCC3 057 %3.6eHOBT, vk LifERRI2h, ZRTRIE46
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h, 81 REBAESE 5.3 BiRKk™W, X 85,3%. MS(m/z)(%): 514(M*,
1.6),496(6,3,M* -~ H,0), 86(100), 'HNMR(CDCl,)éppm: 0,76~1,12(m, 12H),
1.3(m,2H),1.45(s,9H),1,84(m,1H),2,19(s,1H,0H),2,30(m,1H),3.85(s,3H),
4,04(m,2H),4,.82(m,2H),5,10{m,1H),5,26(d,1H),7,14(d,1H,I =9Hz),5,10(m,
1H),5.26(d,1H),7,14(d,1H,I =9Hz),8,04(s,1H),8,18(d,] =10Hz),

2,2,6 1049%) % 2,752 9 mA1omligfnHCLI-EtOAc, ZR T Hi1h, I A250ml EK
M, £-10C £4AE20min, o8, MAKIEE2 K, HETHR, 82.3sKAE
Y10, JFER6T%.

2.,2,7 M# % 4,08 ET30omITHEqu, KB BAITMAL99¢DCCRI,2gN-32
BT B, RNEGHE Tk#d2oh, FiETE, B ERNCBRIMELER,
3,752 W11, 5 376,1%, m,p,160~162°C, 'HINMR(CDC!,)Sppm. 0,72~1,04
(m,12H)1,18(m,2H),1,40(s,9H),1.96(m,2H),2,88(s,4H),1,0(m,1H), 5,04(d.
1H,J=11Hz2),5,.20(dd,iH,]=10,6Hz),6,9(d,1H,i=9Hz),8.36(s,1H),

2,2,8 1269# & 3,65011iF T50ml ZAgrh, jino. 86g L-J5 &% f10, 6g NaHCO,#y25ml
KB, iJ‘-:%iﬁT”i%ﬁmh WL C8. KER B OB 1k, H10% K K%k
L, MO OmEREG, KUk, )T BKNaSOF B, BEBRET, HaST§F2.6g
zdimugr*%lz, ) 69,5% ., MS(m/2){(%):514(0,84,M%),496(0.86,M* - H,0),
86(100), 'HNMR(CDCl,)éppm; 0,72~1,06(m,12H),] 2(m,5H),1,39(s,9H ) .
1.,80(m,1H),2,24(m,1H)4,0(dd,1H),4,51(m,2H),1,96(m,1H), 5,18(m, tH ) ,
7.50(d,1H,J =10Hz),8,04(s,1H),8,12(d,1H),

2,2,9 13adi#l& 1,84g12, 2,3210% 0.8mIN-Fi LW WiA T 50mlp & kg, K
BWHEHITF A0, 8¢DCC K 1,0¢HOBT, vk S FRE3h, B TRM 2K, T
MR G A FIS2. . 75 K™ 11382, 77 384, ,3% . MS(m/e)(%). 911(1,6M* +1),
277(100) 'HNMR (CDCl,)éppm; 0,6~1,06(m,24H),1,08~1,28(m,7H),1.40(s,
9H),1,88(m,2H),2,0(brs,2H,0H),2,28(m,2H),3,8(s,3H), 3,88~4,2(m,2H),
4,2~5,0(m,6H),5,02~5,36(m, 2H),7,12(d,1H,I =10Hz),7,3(brs,1H),7.5(d,
1H,}=9Hz),7,99(s,1H),8,01(s,1H),8,22(d,1H,I =9Hz),8,32(d,1H,I = 8Hz),
2,2,10 13b&y#l & 1,0g13a75T 5 mIA /KZ 8, I 1 ml2s% /K& M, ’:§&%1'Fﬁi‘r
B3R, MEKRSE: 2ml, I A 4mbUK, $5HRaE kg, AHE-K (1:3) &
FRf30, 7/ #138b, % &70%.

2,2,11 B#H45F 1464 4,5mg 13bAF 1 mICH,ClLrp, ZWRBEHFMA 1 ml
CF,COOH, % il VR M.30min 5 bRz, HIMA 5 mlCClL, BT, %P0, FE %
F1RF18c, H13cixT 1 mIDMFd, % #HE -20°C, MAKEN 1 mol/LiHClo, 25
ml,0,1mol/LENaNO,0, 49mi, F -20°CTFH HFisminGHAEBANI0R ZEZRELE
By DME ggigio,6ml i,  7EVKERIS AT Bt 6.5h, 7 - 12°CELKE 6 K. 7E60C
UTFTESIRGET, FamETicoml O L, il 1 mol/LHCL 3 1 K5, BHK
BERE, REREEZT. Fipiisgeo~ 120 HiERERIT, MCH,CP,-EtOAc %
BB, BlomgBiR~MH1, E33,8%, R¥ECHERIKR, MS(m/z)(%). 778(11,3,
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M*),760(1,4,M-H,0),742(20,7),715(1,38),699(1,7), 685(1,0), 637(2,76),279
(9.6),217(17,25),166(34,5),91(100), 'HNMR(CDCl;)éppm. 0,4~1,1(m,24H),
1.2(d,3H),1.1~1.7(m,4H),1,8~2.5(m,4H),2,72(m, 2H),3,7(m,1H),3,9~4,8
(m,4H)4,8~5,4(m,4H),7,3~7,8(m,3H),7,9(1H),8,04(s,1H),8,05Cs,1H),8,0
~8,.4(2H),
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Synthesis of the Isomer of Cyclopeptide Ascidiacyclamide

Jian Zhigang Jian Dunlong Long Kanghou*.

Abstract The cyclopeptide DL-(Val)T hz-L-Ser-L-lle
L-lle-L-Thr-DL-(ValThz,an isomer of marine

cyclopeptide Ascidiacyclamide has been synthesized, The rhiazole amino acid
was prepared by Hantzsch method, The peptide bonds were constructed by
DCC-HOBT coupling method and the pepiide ring was formed by azide method,

Keywords cyclopeptide, thiazole, antineoplastic activity, synthesis
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