Vol. 28 BEFEALFEFR No. 1
2007 4£1 H CHEMICAL JOURNAL OF CHINESE UNIVERSITIES 65 ~70

BRI K BT R 5 R LR IARI 5 A

f2mesr' | Hoeger Sigurd®
(1. BRREFEAERRE S TR, JE R ARTRZ Y B 0%, W] 6500915

2. Institut fiir Technische Chemie und Polymerchemie, Universitit Karlsruhe, Engesserstr. 18, 76131 Karlsruhe, Germany)

WE  RABERT: ) 7= A T A B A S e A 1 5 S S 0 R, Tl DALk A S R
WAL AW DU E Hagivaha (8GR A EE T IO TG 2200 52 Z2 (4. 38 25 AH R A AR AR VU R AT A 900 1 43 F- 19
Glaser & WIS RIRIF. KIFMEHIH NMR, GPC M UV-Vis RAEHHIE.

KB KIF; DML B SRl B A TR A

RESES 0625.15 XEFRIREE A XEHE  0251-0790(2007)01-0065-06
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1.1 XE5IRH

Bruker-WH - 250, AM-400 5% DRX-500 #@IEIR1L ; Finnigan MAT 90 Fii{¥; & Merck 23w ™
B RE B JEAR ( 5735 silica gel 60 PF,q, ) 5 #EJZHTH 32 E Merck A &l AYAEHE 60 (230 ~400 H) ; HEFs)ZHr .
Chromatotron ( Harrison Research Europe, Muttenz) R HIEFEH AR 77 4 mm JE 09 & A KA EERE 60 PR,
(Merck A7) . FHIRFII A0 Mr 4l 4-H KB | o-+ Uk R . — F M A B IRER ( DIAD) |
NEAMBE n-— ZFF | LSS S (3-FILNEL) W ELGE | BF, - THF, 2- =5 N3 aESL 2
K P (11a) PIM Sigama-Aldrich AR ; (Ph,P),PACL, Ky H il ; THF F Na [ 18912818, 7S
UM BE RN E ] CaH, [ T4RIF 2808 s A RN ATFE R MR R #E47. 2,6-fl4- TR (1) 442 3C
BR[S 1AM, 7% 80.2 %, m. p. 59 ~61 °C (SCHA{E " : 55 ~58 C). -1 JUBRK B (6) #4 SCHik
(6] EA . 7% 84.5 % , m. p. 100 ~101 °C (SCHME . 99 ~100 °C).
1.2 KETHRERRFTRELIEKRIF(10a F110b) BIE B

G LN Scheme 1 FR.
1.2.1 o-T B _B-[4-FH2 6-Z8 KL 8B (7)) 4K FEY 1(997.7 mg, 2.77 mmol)
F16(380 mg, 1.26 mmol) J PPh,(990. 36 mg, 3. 78 mmol) # T THF (10 mL) #, ¥ DIAD(763. 6 mg,
3.7 mmol) AN T, FEBEHFILR, A 150 mL Et,0 & 50 mL H,0, 443 HLAHFFAK K H

W H YT 2006-02-27.

FEETH . E5K B RS (MHES . 20472070) FI = B4 A ABL =4 (HEMES . 2005E008M) | [ DFG 4 . mM e AA
T4 M =B K22 AN A AL 4 9 ).
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Scheme 1 Synthesis routes of oval-form macrocycle 10a and 10b

a. PPh;y, DIAD, THF (yield 88.4% ); b. (1) tipsphenylacetylene (11a, 11b respectively) PdCl, ( PPhy),, Cul, piperidine,

(2) (CPDMS) acetylene, PdCl, (PPh;),, Cul, piperidine (3a yield 29.9% ; 3b yield 27.1% ); c¢. K,CO5;, MeOH, THF (4a

yield 91.6 % ; 4b yield 73.1% ) ; d. BF; - THF (yield 84.5% ) ; e. PPhy, DIAD, THF (yield 91.1 % ); f. PdCl, (PPh;),,

Cul, piperidine(8a yield 87.3% ; 8b yield 36.7.1% ) ; g. Bu,NF, THF(9a yield 89.2% ; 9b yield 72.8% ) ; h. CuCl/CuCl,

(10a yield 84. 1% ; 10b yield 93.5% ).
H,0(40 mL x3) XA EL7K (20 mL x3) PEi%, MgSO, T4, 7817, FAY i iE 2 braifh s 15
PN VR . V(PE): V(CH,CL,) =4:1, R, =0.44). PE 1.13 ¢ (% 91.1 %), HAREMEK, m. p.
77 ~79 C; CyyH 1,0, (A 984.35); FAB, m/z: 984.9(M"*, 100% ) ; HRMS(FAB) C,, H,4 1,0,
(M*)HEAH . 984.9867, SLili{E . 984.9915. '"H NMR (250 MHz, CD,CL ), 8; 7.55(s, 4H, Ar—H) ,
3.89 ~3.84[t, Jyy u =6.7 Hz, 4H, 20CH, ], 2.18(s, 6H, 2 CH,), 1.89 ~1.76 (m, 4H, 2CH,),
1.54 ~1.41(m, 4H, 2CH,), 1.34 ~1.16 (m, 26H, 13CH,). " C NMR (100.6 MHz; CD,Cl,), §:
155.05, 139.54, 136.95, 89.60, 72.67, 29.24, 28.94, 28.92, 28.88, 28.84, 28.75, 25.19, 18.60.
1.2.2 4-WH2 6- 28R+ 8B (2) WA K GHITERAED 7. 7% 88.4 % ; FIAMIK;
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m.p. 71 ~72 C; C, Hy LO (T8 1H: 668.52); EI-MS, m/z: 668.2 (M*, 100% ); HRMS ( EI)
CpHeyL,O(M ™) M : 668. 1951, SZMIfH ; 668.1956. '"H NMR (250 MHz, CD,ClL,), & : 7.57(s, 2H,
Ar—H), 3.95~3.90[t, J, 4 =6.7 Hz , 2H, OCH, ], 2.23(s, 3H, CH,), 1.91 ~1.83(m, 2H,
CH,), 1.57 ~1.50 (m, 4H, 2CH,), 1.32 ~1.19(m, 34H, 17CH,), 0.90 ~0.85(m, 3H, CH,).
C NMR(100. 6 MHz; CD,ClL,), & : 156.21, 140.70, 138.09, 90.74, 73.82, 32.33, 30.39, 30.09,
30.04, 29.99, 29.91, 29.76, 26.34, 23.09, 19.75, 14. 28.

1.2.3 4-FH2[4-Q-ZFREABHRE IRV KR E]6-{[(B-RETR) - FEERL] R} -1-
Ko+ B (3a) WAEK BEEY 2(2 g, 2.99 mmol) K 11a(845 mg, 2. 99 mmol) % T 15 mL THF
Ko7 mL ZSEMBES, A PPh, (30 mg) , Cul(15 mg) K (Ph,P),PdCl, (30 mg). £ 40 °C #H+E 12 h )5,
JA 1.36 ¢(8.97 mmol) [ (3-FIENIL) I ILaEHE ] L He (2 3CHk[ 7] ikl 4 ), T 40 °C $Hidk 24 h,
VeI S5, A CH,CL (150 mL) B H,0(50 mL) (MR A, 53 B AT BRI 10% Z B2 (40
mL x3), H,0(40 mL x3), 10% NaOH (40 mL x3), H,0(40 mL x3) MMAIEEL/K (40 mL x3) ¥E#,
MgSO, TG, ZERUH]. Y HIIesE IRk aifb [ Ve . V(PE): V(CH,CL,) =2:1, R, =0.34) ].
FEAE 758 mg (5K 30.0 % ) 5 FEIARY); CyHg, NOSI, (1151 846.47); HRMS(EI) CyHg, NOSi,
(M)A . 846. 6360, S . 846.6398. 'H NMR(250 MHz, CD,Cl,), §: 7.42(s, 4H, Ar—H) ,
7.25 ~7.24[d, Jy u =2.1 Hz, 1H, Ar—H], 7.19 ~7.18[d, J u =2.2 Hz, 1H, Ar—H], 4.17 ~
4.12[t, Jy w =6.7 Hz, 2H, OCH, ], 2.38 ~2.36[t, Jy 4 =7.0 Hz, 2H, CH,CN], 2.23(s, 3H,
CH,), 1.84 ~1.71 (m, 4H, 2CH,), 1.51 ~1.44(m, 2H, CH,), 1.26 ~1.16 (m, 36H, 18CH,),
1.09 ~1.07(m, 21H, 6CH,, 3CH), 0.86 ~0.77(m, 5H, CH,, CH,), 0.25(s, 6H, 2CH,). “C NMR
(100.6 MHz, CD,Cl,), &: 161.82, 136.85, 136.58, 135.29, 134.11, 133.49, 125.64, 125.38,
121.89, 119.39, 119.22, 108.73, 104.43, 98.87, 95.15, 94.98, 89.64, 76.75, 34.14, 32.73,
31.92, 31.89, 31.85, 31.58, 28.48, 24.91, 22.89, 22.62, 22.26, 20.62, 17.82, 16. 10, 13. 52.
1.2.4 4-FH2[25-ZCEHA4-QZFREARHEL R E)ROBE]6-{[ (3-AAETHE)-Z ¥ e
F]TFE] 1K+ kB (3b) A HEUNERILEY) 3a. ALE W) 11 4% 3CHR[ 8 ] ikl 4. 1k
G0 3a 77K 28.0 % ; BOIRY); CeH,,,NO,Si, (11554 1046.76). '"H NMR (250 MHz, CD,Cl,),
8:7.24 ~7.23[d, Jyy y =2.1 Hz, 1H, Ar—H], 7.19 ~7.18[d, J,, 4, =2.0 Hz, 1H, Ar—H], 6.92
(s, 2H, Ar—H), 4.22 ~4.17[t, J .y =6.6 Hz, 2H, OCH, ], 4.00 ~3.90(m, 4H, 20CH, ) , 2.42 ~
2.37[t, Ju.w =7.1 Hz, 2H, CH,CN], 2.23(s, 3H, CH;), 1.83 ~1.73(m, 6H, 3CH,), 1.53 ~1.33
(m, 6H, 3CH,), 1.31 ~1.10(m, 65H, 22CH,. , 18CH,, 3CH) , 0.90 ~0.79(m, 9H, 3CH,), 0.25
(s, 6H, 2CH;). *C NMR(100 MHz, CD,CL,), &8: 161.61, 156.41, 155.51, 136.69, 136.61, 135. 12,
121. 86, 119.63, 118.56, 116.21, 116.07, 105. 17, 104.56, 98.74, 96.42, 92.92, 90.28, 76.69,
71.83, 71.54, 34.12, 33.90, 32.72, 31.90, 31.85, 31.64, 31.55, 31.53, 28.39, 28.07, 27.89,
24.88, 24.85, 22.87, 22.66, 22.60, 22.53, 22.21. 1.

1.2.5 4-BWH2-ZHHE6-[4-Q-ZFRABERXZHA)RIHE]-1- K+ 25 (da) A K Kk
A% 3a(651 mg, 0.77 mmol) T THF(8 mL) Fl MeOH (4 mL) 1, il A K,CO, (638 mg, 4.62 mmol) ,
TEZEW FHEE 24 b, BA CH,CL, (200 mL) #1 H,0(50 mL) BIRAWT, /e A PUAH, #kH H,0
(40 mL x3) FIETEh /K (20 mL x 3) PEi, FH MgSO, TG, 282467, et #E )2 Mratifb)s , K da 7
Wedi, A MeOH, U855 . 77t 510 mg(J73 91.6 % ) ; B R ERCRY; CsH, 0Si (T
fE: 721.22) ; HRMS(EI), CsH, OSi (M**) 3H54A . 722. 5733, SENME . 722.5812. 'H NMR (250
MHz, CD,CL,), 8 : 7.42(s, 4 H, Ar—H), 7.27 ~7.26[d, Jy y, =2. 1 Hz, 1H, Ar—H], 7.22 ~7.21
[d, Jom =2.2 Hz, 1H, Ar—H], 4.18 ~4. 15[, J,y y, =6.6 Hz, 2H, OCH, ], 3.22(s, 1H, CH),
2.23(s, 3H, CH,), 1.80 ~1.75(m, 2H, CH,), 1.52 ~1.45(m, 2H, CH,), 1.24 ~1.20(m, 36H,
18CH,), 1.13 ~1.10 (m, 21H, 6CH,, 3CH), 0.86 ~ 0.84 (m, 3H, CH,). “C NMR (100 MHz,
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CD,Cl,), 8: 159.03, 134.09, 133.73, 132.37, 131.14, 130.51, 122.67, 122.36, 116.44, 115.56,
105.73, 92.17, 92.07, 86.62, 80.37, 78.91, 73.87, 31.17, 29.64, 29.30, 28.95, 28.89, 28.78,
28.61, 25.38, 21.94, 19.30, 17.65, 13.13, 10. 81, 10.53, 10.25.
1.2.6 4-WHE2-ZHH6-[25-—CERA-Q-ZFRERE LRI XA 1K =+ Z 58t (4b)
AR AEOTIEFEEY) da, PR 7301 % 5 IRFEEOERERCRY ; CoHig0,Si(THFE{E: 921.54);
HRMS(EI), CuoH,000:Si(M ™), 1548 : 920. 74, SZMIE . 920. 7434. "H NMR (250 MHz, CD,Cl,), &:
7.24 ~7.23[d, Jy w =1.9 Hz, 1H, Ar—H], 7.21 ~7.20[d, Jy , =1.5 Hz, 1H, Ar—H], 6.91(s,
2H, Av—H), 4.22 ~4.17[t, Jy 4, =6.6 Hz, 2H, OCH,], 3.99 ~3.89(m, 4H, 2 OCH,), 3.25(s,
1H, CH), 2.23(s, 3H, CH;), 1.81 ~1.71(m, 6H, 3CH,), 1.49 ~1.35(m, 6H, 3CH,), 1.41 ~1.08
(m, 44H, 22CH,), 0.82 ~0.90(m, 9H, 3CH,). “C NMR(100 MHz, CD,Cl,), &: 160.03, 154.63,
153.74, 135.55, 135.01, 133.34, 117.73, 116.72, 114.46, 114.27, 103.40, 96.94, 91.11, 90.57,
81.56, 81.37, 80.22, 74.95, 70.03, 69.74, 34.54, 32.35, 32.12, 32.06, 30.83, 30.13, 30.09,
30.03, 29.87, 29.75, 29.44, 26.50, 26.12, 23. 11, 23.07, 22.75.
1.2.7 WRATEY (8a F2 8b) A K KALEH 7(113.6 mg, 0. 115 mmol) Fl 4a(499.2 mg, 0. 692
mmol) ¥ T THF(10 mL) FI7S & MEAE (5 mL) Hr, fIA PPhy (5 mg), Cul(2.5 mg) A (Ph,P),PdCl, (10
mg). 1E40 °C #tHE 24 h, B HFER, A CH,CL (150 mL) K% H,0(50 mL) ', 3B A HLA, IFK
K 10% 2.2 (40 mL x3), H,0(40 mL x3), 10% NaOH (40 mL x3), H,0(40 mL x3) &5k (40
mL x3) PEi, H MgSO, TG, Z8 WM. W IR E ik sifb [ R . V(PE): V(CH,CL) =
4:1, R, =0.23)]. 78 335.6 mg( /5% 87.3 %) ; IRE AWK, Cpyy Hoyg O, Si, (THF{H: 3357.59).
'"H NMR (250 MHz, CD,Cl,), 8: 7.42(s, 16H, A—H) , 7.26(s, 12H, Ar—H) , 4.27 ~4.21(m, 12H,
60CH,), 2.26(s, 18H, 6CH,), 1.78 ~1.56(m, 12H, 6CH,), 1.54 ~1.49(m, 12H, 6CH,), 1.20 ~
1.16(m, 170H, 85CH,), 1.13 ~1.17 (m, 84H, 24CH,, 12CH), 0.85 ~0.78 (m, 12H, 4CH,).
“C NMR(100 MHz, CD,Cl,), §: 158.40, 158.32, 133.49, 133.37, 133.29, 132.27, 131. 13, 130. 52,
122.63, 122.50, 116.71, 116.67, 116.42, 105.79, 92.13, 92.01, 88.99, 86.92, 73.96, 31.18,
29.85, 29.05, 28.96, 28.91, 28.62, 25.63, 21.94, 19.39, 17.66, 13. 13, 10. 55.
AT kA Ak & 9 8b, 7738 36. 7% 5 IR ¥ A WAK; Cy, Hy, 04, Siy, (T {E: 4158.87).
'"H NMR (250 MHz, CD,Cl,), 8: 7.27 ~7.25(m, 12H, Ar—H) , 6.93 ~6.92(m, 8H, Ar—H) , 4.30 ~
4.25(m, 12H, 60CH,), 3.99 ~3.90(m, 16H, 8OCH,), 2.30 ~2.26 (m, 18H, 6CH,), 1.85 ~1.71
(m, 12H, 6CH,), 1.60 ~1.49 (m, 12H, 6CH,), 1.48 ~1.11(m, 278H, 97CH,, 24CH,, 12CH),
0.86 ~0.80(m, 36H, 12CH,). “C NMR (100 MHz, CD,ClL,), &: 158.29, 158.20, 153.47, 152.58,
133.41, 133.33, 133.23, 132.12, 116.71, 116.58, 115.61, 113.22, 102.25, 95.73, 90.20, 89. 31,
88.94, 88.87, 73.89, 68.88, 68.57, 31.18, 30.96, 30.90, 29.86, 29.09, 28.98, 28.91, 28.71,
28.61, 28.60, 25.67, 25.58, 25. 13, 24.96, 21.93, 21.91, 19. 36.
1.2.8 TIRAT A4 (9a F19b) By A & W FAL-n-PU T HEE7 (1 mol/L THF) (1. 19 mL, 1. 19 mmol) jii A
&A1) 8a(326 mg, 0.099 mmol) (¥ THF (15 mL) ¥, 7EZ IR FHEFELA. A CH,CL, (150 mL) il
H,0(20 mL), 4B HAHH, KK H,0(25 mL x3), BE7K (25 mL x2) ##%, MgSO, THa, 785
V. SEAAT RN VR . V(PE): V(CH,CL) =4: 1, R =0.19) J4lifb/513™=%), /it 240 mg( /"%
89.2 %) ; EEREERIBERY ; C o Hy O, (2732.32) ; GPC: Bl M, : 3600. 57 ; "H NMR (250 MHz,
CD,Cl,), 8: 7.44(s, 16H, Ar—H), 7.26(s, 12H, Ar—H), 4.29 ~4.21(m, 12H, 60CH,), 3.19(s,
4H, 4CH), 2.26(s, 18H, 6CH,),1.84 ~1.77(m, 12H, 6CH,), 1.55 ~1.47(m, 12H, 6CH,) , 1.28 ~
1.10(m, 170H, 85CH,), 0.85 ~0.80(m, 12H, 4CH,). “C NMR (100 MHz, CD,Cl,), & : 159.57,
134.72, 134.53, 133. 44, 133.34, 132.46, 131.76, 124.25, 122.35, 117.87, 117.82, 117.49, 92.91 ,
90.16, 89.94, 88.21, 83.42, 79.27, 75.13, 32.33, 31.00, 30.20, 30.12, 30.06, 29.77, 26.78,



No. 1 FERR LTS, A Kbk TR AR 09 35 B K A0 K IR A9 AR, 69

23.09, 20.54, 17.96, 14.28, 13.02, 12.70.
FHZERIDT G AL B W) 9b. 7738 72.8% 5 B R K BE AU BOIRY; m. p. 68 ~70 C5 ChsHye Oy
(3533.50); GPC. MLl M, . 4263.46; 'H NMR (250 MHz, CD,Cl,), &: 7.27 ~7.25(m, 12 H,
Ar—H), 6.95 ~6.94(m, 8 H, Ar—H), 4.30 ~4.24 (m, 12H, 60CH,), 3.98 ~3.91 (m, 16H,
8OCH, ), 3.33(s, 2H, CH), 2.27 ~2.26(m, 18H, 6CH,), 1.85 ~1.71(m, 12H, 6CH,), 1.73 ~1.33
(m, 12H, 6CH,), 1.32 ~1.15(m, 194H, 97CH,), 0.89 ~0.80 (m, 36H, 12CH,). " C NMR (100
MHz, CD,ClL,), &: 159.46, 159.38, 154.50, 153.79, 134.60, 134.48, 133.30, 117.99, 117.89,
117.87, 117.76, 117.19, 114.93, 112.97, 91.53, 90.16, 90.07, 90.05, 82.59, 80.35, 75.11,
75.06, 69.99, 69.97, 68. 14, 32.33, 32.05, 31.97, 31.04, 31.01, 30.24, 30.15, 30.12, 30.07,
29.77,29.70, 29.59, 26.83, 26.74, 26.11, 26.03, 23. 10, 23.07.
1.2.9 K& T bt FEAR i 25 b K 340 K30 (10a #2 10b) 9 & % FEREFE R, B fbA 4 9a(111.9 mg,
0. 0421 mmol) AYMERE (15 mL) W, FEZEHE T 96 h N2 INE] CuCl(854.3 mg) Fl CuCl, (169 mg) ¥
MERE (50 mL) BRI . B RIS AR A CH,CL, (400 mL) F1 H,0(200 mL) 1, /M HAHLZ, Kk
FH25% NH,OH, H,0, 10% CH,COOH/H,0, 10% NaOH/H,0 FIff ALKy, MgSO, TG, 7%
FRFRIIHER, A MeOH(100 mL) , i U844, LR oR, FEEMT IS (VR . AR |
B e s, A MeOH , 33385 (ML= #EH CHCL, BG5S, A58, 728 94.4 mg (2% 84.1% ) ;
IREEER; m.p. 174 ~ 175 C; Cuy Hye, O (TH531H: 2666. 13) ; GPC: Hil M . 2657.22. '"H NMR
(250 MHz, THF-d,), &: 7.52(s, 16 H, Ar—H), 7.34 ~7.30(m, 12 H, Ar—H), 4.31 ~4.30(m,
12H, 60CH,), 2.33(s, 18H, 6CH,), 1.85 ~1.75(m, 12H, 6CH,), 1.59 ~1.52(m, 12H, 6CH,),
1.32 ~1.07(m, 170H, 85CH,), 0.89 ~0.86(m, 12H, 4CH,).

FHIRNE G AL G W) 10b, 774 93.5% 5 IR B A 1A m. p. 126 ~ 128 C; CyoHyss Oy (A
3467.40); GPC; & M, . 3243.63. '"H NMR(250 MHz, CDCL,), 6: 7.21 ~7.19(m, 12H, Ar—H) ,
6.89 ~6.88(m, 8H, Ar—H) , 4.27 ~4.19(m, 12H, 60CH, ), 3.93 ~3.88(m, 16H, 80CH,) , 2.23 ~
2.22(m, 18H, 6CH,), 1.79 ~0.89(m, 218H, 109CH, ) , 0.89 ~0.80(m, 36H, 12CH,). “C NMR (100
MHz, CDCL,), &: 158.60, 158.29, 153.95, 152.27, 133.20, 132.55, 131.42, 131.32, 124.50,
116.55, 116.50, 116.28, 115.91, 114.23, 111.58, 90.85, 89.09. 88.84, 88.70, 68.61, 68.59,
66.96, 52.40, 30.92, 30.61, 30.59, 30.45, 30.35, 30.30, 30.17, 30.14, 29.44, 29.30, 28.82,
28.79, 28.76, 28.74, 28.72, 28.67, 28.36, 28.25, 28. 16.

2 RS

PR 5 A Ve S 0 55 R S T R FR B B %) S PR SR 5 4 TSRS DO Ak 5 )
7 AR, A 4 N 2,6- 4 F IR (1) JFRHI 4, £E Mitsunobu RV &4, &M 1 5 n-—
+ R TEEAL, ) 2 oS IR 4-(2- SR N SR BRI ) SR AT AE Y (11a R 1LL ) RN,
5 3 450 3L 5 T L RE L 24 [ (CPDMS) acetylene | 7 #EA T4 1, 75 CPDMS-TIPS {54 (1)
ZHAEE Y (3a F13b). 1T 3 459 (CPDMS) acetylene &0 T {52 2K Wi A4E M (11a F 11b ) BAAR 3
[ 2 AL 2 YJEE S (CPDMS) acetylene #EATIA, 2E U™ ¥ (3a F1 3b) FEI™H); LA 3-FEPN 5 I
FERESE (CPDMS) AR LA IE SRS A CN L1, (=4 JFURE AR =4 i A v 7= AR AR K A 22 501
S FrEndE s EN B K,CO, 45 CPDMS 3£, JLPA52 5 B 1 B TIPS-I 2 BefiF A4
(4a F1db). o-T -8R (5) H BF, - THF S50, 74 6 S50 17 gEA7mEfk , 15 55 v 5 Ay A
WAk & 7. (a4 57 HATUER Pd ALY Hagihara (54 SN, F5%EFRAGHE N ELE] C,, ke L8 1)
R DU R AT AE 4 8 (TIPS L-yIE) . FHSALIY T 2B 2= TIPS f4 5L, ML DU fis A= 9. 7€
BEMBAMT, Bk 9 AYMLIEA AR 20 R 248 (4 d) 3 CuCl-CuCl, MRLIE ST, HEAT
Glaser 43 NI, HL= P EATJEHT 2040515 K30 10a(77 % 84. 5% ) S 10b (773 92% ).
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Synthesis of Arylenealkyne Conjugated Macrocycles
Containing Long Alkylene Bridge

CHENG Xiao-Hong' ", Hoeger Sigurd’
(1. Key Laboratory of Medicinal Chemistry for Natural Resourse of Ministry of Education ,
School of Chemistry Science and Engineering, Yunnan University, Kunming 650091, China;
2. Institut fiir Technische Chemie und Polymerchemie, Universitiit Karlsruhe, Engessersir. 18, 76131 Karlsruhe, Germany)

Abstract The synthesis of the first two arylenealkyne conjugated macrocycles containing long alkylene bridge
via Glaser coupling of template-directed tetraacetylenes was reported. Tetraacetylenes intermediates with com-
plex structures were constructed rapidly via quadruple Hagihara coupling of monoprotected bisacetylenes to ap-
propriate tetraiodides and subsequent desilylation. The characterization of such compounds was carried out by
NMR, GPC and UV-Vis spectra. Unfortunately the two compounds were not liquid crystals, without biaxial
nematic mesophase characterc as expected.

Keywords Macrocycles; Arylenealkyne; Template; Biaxial nematic phase liquid crystal
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