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EXMBE PR ZHBMEARBOERFEE 2, 6-— (RHE) W5 g-(V-H B %K
BERERBEES, FHEKFRREHRIBEN®),8 HRERBES1, -84, 10-
ZREHTTRE 6) HARK, REEEHE, B RAEEBRSEBRTIRERM FHRE LS,

118,17,28- LR 420, 25-"HhZ-=3F[15, 5, 5, 1"1]-H -7, 9, 11(28)=4% (D).

PLAER Lehn™ HHE T EMEWRB AR M 4 RE KR AWM, 35 2L A5
FUNGY TR TRALLA R 5 A 16 308 S B (2247 038 7 T B B LIRS,
Lehn %= FAART REHBM M AE 1, FHXTHEDESY.
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1,7-—@#4 10-—Ha2Hx+=5 ¥

ERERBEEERAZZHBE O fl S-HA-RIE-1, bHEER 4 BE1MKkE
JE48 6, m. p. 79~80°C,

2 6-—(N-MNPEHHE V- PEHEX-FHTE)-HE(6)

et 7 250 mL B JE 54 N 60 mmol B-(N-%f B BEBESE) HE W R P R
60 mmol 5k Tk B8R 87 bl K 150 mL — F 2 FBERE, 76 IR T RIS I+ R 50mL &
30mmol 2, 6, -= (WEE)- MR _—HEPBERE, FOhARMEE EZH AL
P 4Sh EBBRME, XL TPEPRE, SREAHRY, AR KEBRRRAE, 24

% i J. Comarmond $£{#, m. p. 42.5~44°C,
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LAY, AR LR I, B AZ R TR A, B 98%.

b BRERL HEFAPEN, £ 60~T0°C K5 4~5h, YEL 60%.

H e, b WA= TESHTM 20 NMR i @ 4R 54 —%.

[4#7] CaoHaNi0sS, 3HE{H. C, 56.834; H, 5.71; N, 6.80, szi{l. C, 56.45;
H, 5.78, N, 6.95,

%C NMR & {4, 21.1(CH:C0eH;),33.4(NCH,CH,C00CH,),44 .5(NCH,CH,COOCHj,),
51.8(COOCH,), 53.7(PyCH,N), 171.2(C0),121.1(Py 3F B-Bk), 187.4(Py IF y—#%),
156.2(Py 3 a-B).

R, 6-Z (N PEHBE4-HE--MHTH)-0tE(7)

B 5.7g(9.2mmol)6 F 80mL Py ukmsh, in 22mL 4 N #hR/SE f 4~bh, B &
FR, HEERRN, L 20% SEAMBERLHE, i pH N 6, 2 - F B EER, BRER
trafife, B EAREA, m. p. 68~70°C, K 94%.

THEXRBTMAEE S FOFLHBE R 8h, BERS EILHEBE B0 aBE™Y S,
WHEIEFER., E@FREH, m. p. 87~89°C,

[4#7] CoHsNsOsSs i-E {8, C, 55.0; H, 5.30; N, 7.18, sz, C, 54.94;
H, 5.80; N, 7.24,

1,513, 17 28 A %2025 —7%4-5, 18— REBRHRR 16— F-=%
(15, 5, 5, 1»1]—4/\-7, 9, 11(28) =#%(9)

TRRARERBLEEREY 4L MO PR 1.8L K FEM 16.8 mmol =
2Rz, ¥ 6.6 mmol B F1 6.7mmol 8 55 T 850 mL Jo K WA MK P, 3T = ek #
#: (4000 3% /min) F, R 43 T LR Z ZREM PR BB, 8himse, k= ZH4m
HEELMERER PR, BRECEE, SEABEREN, U@ P %R, 18 9, m. p.
244 ~245 .5°C, Wr# 48%.

(4871 OssHasNsOeS: &4, C, 56.81, H, 5.97; N, 9.21, sy, C, 55.17;
H, 5.93; N, 9.12,

130 NMR & {4, 22.5 (CH.0H;), 80.9, 33.6, 35.3 (CH,S; CH,CO), 47.9, 48.9,
53.5, 57.1(CH,N), 122.5(Py 3 B-#), 189.0(Py 3F y-#%), 158.1(Py F-a &),

1,5,13, 17, 28-H @420, 26-—54-5, 13-~ B E# B B-= 35 (15, 5, 5,
1714 )\-7, 9, 11(28) = (10)

7 250 mL KRN 1.8 mmol 9 Fi1 50 mL Jok POk, A, B FE T 20
mL 1M Z§isMEsR i, mAER 8h, RELEW/E, RATHMSEPRELIHE R
SRS RANAKE, SO aEE, S PR, hERItE R, 2 FR, kM 2.5N
AEPEBRPIE pHT~8, L FRRERMELBEEN, U_EFRERSB
10, m. p. 170~171°C, W= 68%.

[4#]: OsHaoN:0.S: 34848, C, 57.43;H, 6.75; N, 9.57, szHifs. C, 57.33;
H, 6.82; N, 9.39,

80 NMR & {8, 21.2(CHyCeH;), 27.8(NCH;CH;CH,N), 28.7(CH,S), 48.0(CH,),
53.8(PyCH,N), 55.0(SCH,CH,N),
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1,5,613, 17, B-5 @ #-20, 2-—F #-= 5 (15, 5, 5, 1" 1]—H \-7, 9, 11(28)
=H®@

FEF OB A 800mg 8 71 86mL Z B HE, EA. BHFM 15mL EHN
LB HREEW, BHERMN 1.5h, RIEH 6N SR, KBRS 8P RERLE
RE. KBERME, SRAFEHEEBRK, 2HBETED. EEERRE, B%AHR
Y. ZKkNEEZTRERRGHR,. BEELELEERN, U_S9 R, 52,
m. p. 107~109°C, W Zif 80%.

[4#7] OxHsN:Ss HH{E, O, 59.53; H, 8.80; N, 16.53, s£jif, O, 59.67;
H, 8.82; N, 16.38,

C NMR & {8, 26.7(NCH;CH,OH.N), 27.6(CH,S), 47.1(NHCH,), 53.3[CH,N
(CH,)OH,], 54.0(SCHsCH;N), 55.5(PyCH,N), 120.7(Py 3 B-B:), 186.5 (Py 3f -
), 159.5(Py 3F a-5%).

BT 2 Rl AESPRERBRIE. B &£ L34 WA 90%C0HCla—
10%CH;OH Befi 2 BRI L, L mBiAk 2 4k, 77 5k 2,

$ F X W
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SYNTHESIS OF LATERAL MACROBICYCLIC CRYPTAND

JM.LEEN Wvu CHENG-TAT* F.PLUMERE
(Le Bel Institute, Louis Pastewr University, Strasbourg, France)

ABSTRACT

This paper deals with the synthesis of a new laieral macrobioyclic oryptand 2.
Condensation of 2, 6-di(bromomethyl)~pyridine with 38-( N-tosylamino)-methyl
propionate in the presence of anhydrous KsCO; at room temperature gave compound 6
which was hydrolyzed to 7. The latter reacted with. excessive sulfonyl chloride to
afford 2, 6-di(4’—chloroformyl-2’—tosyl-2’-azabutyl)--pyridine 8. Pentaaza-1, 5, 13,
17, 28-dithia—20, 25-tricyclo[15, 5, b, 1™]-octacosa~7, 9, 11 (28)—triene 2 has been
synthesized by the following sequenoce of reations. Condensation of compound 8 with
1, 7-diaza—4, 10-dithia—dodecane 5, using high dilution technique in toluene-THF
at room temperature afforded 9, which was reduced by diborane in THF solution
1o give compound 10. Treatment of 10 with sodium anthracene in monoglyme
produced compound 2.
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