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MEZFER, SZRINELRLE, TETRES/NNSITS BHREK, ™RE
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6b: Boc—DL—ILe—A4Ala—Me 62%
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BiR, BHT, 3/ARNEA Snmol ZEREBHEKZHAR, ERTH El2~24/h
NEREEXER, BEWET4mIZE, FAKE (3x15ml), LKEBEBRATE, 2
B, ELXEHEREALEEENSE (AHBANZEZRBBERL ).

()R TEBRBRRERR-BETERFE(6a)

m. p. 114~116°C.

TESP(CHsO0sN,) Bip{H, C 58,54%, H 8,54%, N 8,54%, LIkfE, C 58.53%,
H 8.70%, N 8,38%,

IR vEiL (em™) 3325, 3275, 1770, 1625,

'H NMR(CDC13) 6 0,9(t, 3H, J=7Hz), 0.98(d, 3H, J=7Hz), 1.20(m, 2H), 1.44
(s, 9H), 1,75(d, sH, J=7.2Hz, B B &), 1.92(m, 4H), 3,72(s, 3H), 4.06(dd, 1H ),
5.,08(d, 1H, NH), 6.80(Q, 1H, I=7,2Hz, BKF ), 7.47(br. s, 1H, NH),
CH,

\N/
MS m/e(%) 328(1,5, M*), 214(2, M* ||\ ), 186(7.5, M*

/
NH™  COMe
CH, H

/
| ), 57(100).
/ \
CONH  CO,Me

(2 )M TEBRBRRIER—PEREHRTAE(6D)

m. p. 102~-104°C.

tH NMR(CDCl;) 46 o0,92(t, 3H, J=7,2Hz), 0,98(d, 3H, J=7.2Hz), 1,28(m, 2H),
1.48(s, 9H), 1.98(m, 1H), 3.86(s, 3H), 4,08(dd, 1H), 5.08(d, 1H, NH), 5,92(s, 1H,
RIRF), 6.64(s, 1H, HHET), 8.24(br, s, 1H, NH),

(3 )FEBBBER—MERZTRTFE(6c)

m, p. 182~184°C.

H NMR(CDCIl;) 6 0.96(m, 6H), 2.04(m, 1H), 3.84(s, 3H), 4,.10(dd, 1H),5.12(s,
2H), 5.40(d, 1H, NH), 5.90(s, 1H, % 5 F ), 6.60(s, 1H, ¥ B F), 7.33(s, 5H), 8.14
(br. 1H, NH),

(4)BTEmBRRER—M (E8 ) ER—UETS%HEE6d)

IR (CHCI;) (cm™1)3325, 3300, 3280, 1710, 1685, 1660, 1620,

'H NMR(CDCI;) 6 0,6~1,1(m, 12H), 1,25(m, 2H), 1,44(s, 9H), 1.64(m, 1H), 1,85
(d, 3H, I=7.2Hz, BHRET ), 2.40(m, 1H), 3.80(s, 3H), 4.06(dd, 1H), 5.08(br. d,
1H, NH), 5.24(dd, 1H), 6.88(br. d, 1H), 6.90(q, 1H, T=7,2Hz, &EKF), 8.08(s, 1H),
8.66(br. 1H, NH),

CH, H

N/
MS m/e(%) 510(1.6, M*), 397(22, M* [l ), 368(2,7, M*

VAN
NH CO,Me
CH, H
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I )» 57(100),
/
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(5)MTHEBRBER R ER— (%W ) S% B IR T (6e)
m, p 132~134°C.
IR vmax (cm™) 3350, 3300, 3280, 1715, 1680, 1655, 1620,

'H NMR(CDCly) 6 0.5~1,1(m, 12H), 1.24 (m, 2H), 1.42(s, 9H), 1,88 (m, 1H),
2,40(m, 1H), 3,92(s, 3H), 4,02(dd, 1H), 5,04 (d, 1H, NH),5.22 (dd,1H), 5.96(s,1 H)
6.78(s, 1H), 6,98(br. d, 1H, NH), 8,05(s, 1H), 9.62(br. s, 1H, NH).

H H H H
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&l
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TRZH, N0, 42mIZ 8" RV HABEFI0, 3mIPUSILEE, RSEZEMBEE T 3 /N
RIARPHAO A=K HBITKZIH (8ml) 5K, FEBB0 N EREKREE T,
FRHRIAISmIK, FIZRB(3x20ml) Rk, HRMEHERK(2x 15ml), E K5
BATHR. SiE BERKBEET, RAVAKLERERS D ( Gll—258 2 B8
BEBEML ) » #3220mgTa,

m, p. 138~139°C,

RSP (CuHyN:Oe-H,0)  Eligl, C 56.63%, H 8.76%, N 9.44%; 4k, C 56.59
%, H 8,79%, N 9.32%.

IR vmax(cm™) 3320, 3300, 1740, 1670, 1645.

'H NMR(CDCl;) & 0.8~1,0(m, 12H), 1.04~1,08(m, 4H), 1.42(s, 9H), 1.6~2.1
(m, 2H), 3.74(s, 8H), 4.2~4.8(m, 5H), 5.12(d, 1H), 6.98(d, 1H),

MS m/e(%) 427(1.6, M*), 57(100).

8, 2-(2-(1-RTHERBMER-2-FHE ) E-4 ) ERIK-4-FB- SEMBE
E(Th)MER

L5 1gBUT EARBE-D- 40 (M ) i B -L- £ B -L- B35 58 B A% (2.9m mol )
BT15mlBKLTE, MAImIZ SR EEM0,85mIPUsILE, REEEBMBET
FEFEAL Mg =R BN TR Z I (30ml) ik ( 2.5/ ) ik 521 /N
BREBRBERBEET, MRYhMASImIZBMIsmIK, E5RO544 % KE, 7
BERKE(3x20ml), TRBEBRMT R, ZBERIKBEEL10ml LS 11 REN A 1H
(REBCHE, AILRFN 2R ZBEEI ) , 150,8gik(Tb), 55%,

FERIHT(CrsHseN4OsS) Hitfs: C 55.64%, H 7,25%, N11.29%; w:afli: C 55.33%,
H 7.24%, N 10,96%.

‘H NMR(CDCly) 4 0,7~1,08(m, 12H), 1,26(m, 2H), 1.44(s, 9H), 1.88(m, 1H),
2.4(m, 1H), 3.75(s, 3H), 4.48~4,90(m, 5H), 5,36(d, 1H, NH), 7.05(d, 1H, NH),
7.90(s, 1H),
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I
N/
X

N
MS m/e(%) 496(2, M*), 453(10, M* C;H,), 353(42, M* HN CO;Me),
84(100).
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A New Synthetic Method of Dehydropeptides

Long Kanghou Jian Zhigang Zhong Shizhou

Abstract

A new synthetic method of dehydropeptides, by dircct coupling of N-protected
amino acids or N-protected peptides with f-hydroxy -a-amino acid esters in the
presence of three cquivalents of each of triphenylphosphine, carbon tetrachloride,
and triethylamine or ethyl diisopropylamine, was devcloped. Compounds synthesized
by this method were Boc-DL-Ile-ABut-oMe, Boc-DL-Ile-4Ala-oMe, Boc-DL-Val-
AAla-OMe, Boc-L-Ile-DL-Val(Thz)-ABut-oMe, and Boc-1.-Ile-DL-Val(Thz)-4Ala
-oMe, In the case of L-threone methyl ester, only ,Z-dehydroamino acid residue
was observed, A possible mechanism was proposed. It was believed that the N-
protected amino acid or N-protected peptide was coupled first with S-hydroxy
-a-amino acid ester, forming a peptide having a B-hydroxyamino acid residue at
the C terminal, and then dehydration of the newly formed peptide gave dehydro-
peptide. The same reagents were used to synthesize peptide oxazolines, The key
factor affecting reaction directions was the acidity of the protons at the «-C-H
bond and at the N-H bond,

Keywords Dehydropeptide, Dehydroamino acid, Oxazoline




