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(a) Bn, CHCL, , 2h; (b) (CH)2S0s, NapBsO7 10HLO, NaOH, HO, , 3h;
(c) NaHCOs, s , 12h; (d) NaBHs, CHOH, H
(e) Amberlyst 15, s , 2h; (f) w= 40% NaOH, 100°C , 3 h;
(g) w= 80 NH:NH HO, ) , 3h (h) KsFe (CN)s, NHs HO,
, 16 20°C, 2h; (i) PhsP= CH- CHO, . Na, , 24h
[10]
, 1 2 NaHCOs , 12 h, 3, 3
NaBTk 4, 4 , , 2
1, 4- 5, SO+
5 960 7 7 ,
8, , ,
. 8 N2 24h, Wittig ,
a, B_ 99 3% s ) s
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, TMS ; 7. AB-HS , FT-5DX, KBr
; GF254 ( );
31 a- 37 4= (1)
[8]
32 3-0- (2)
20 ¢ 1600 mL w 1% )

, , NaOH (26 g 100m L ),

60 mL , , 3h, ,

) 3, 5 5 Na SO )

, - , 12.5¢ (

58 1% ), Ow 111~ 112°C."HNM R (CDCE) W 3.90 (s, 3H, — COOCH), 3. 95(s, 3H,
— OCH). 7.19, 7.34 (d, J= 1.5 Hz. Ar— H).

33 3- -4-0- (3, 4- ) 5- (3)
250 mL , 5.2g (20 mmol) 1, 4¢g (20mmol) 2 160 mL
, 8. 1g NaHCOs, , 12- 15h, , ,
, , 3, , Naz SO4 , ,
, : 4.6g( 6L 3 ). 0n,182 184°C. IRv fem - 3350,

2 850, 1710, 1680, 1600, 1220, 1120, 1110, 1 020; "HNMR (CDCL) W 3.90
(s, 3H, COOH), 3.95 (s, 9H, 30CHs), 5.4 (s, 2H, - COCHRO-), 7.2 (d, 1H,
J= 7Hz, H5), 7.35(d, 2H, J= 23 Hz, H2 H-6), 7.5 (m, 2H, H2"~ H-6).
MS (ED: m/ 376 (M), 209, 180, 165 ( ), 151, 137, 107, 77.

34 3- ~4- 3- 3, 4- ) 5- (4)
2.2¢ (5. 8mmol) 3 30 mL , , 0.25 ¢
(6. 6mmol) NaBH:, 30 min 2 min, s s
) ) Naz SO+ ) ) ) 4

L8g (8% ), 0w 150- 151°C. MS (ED m /= 378 (M ), 360, 311, 164,
151, 137, 107, 77. TRv/em : 3450, 3200, 1 710, 1590, 1260, 1220, 1100, 1020,
'"HNMR (CDCE)W 3.90 (s, 9H, 30CH), 3.95 (s, 3H, COOCH), 4.2 (d, 2H, J
= 7Hz H89), 5.0(t, IH, J= 7Hz H7), 7.1 (m, 3H, H2°, HS; H6), 7.5

(d, 2H, J= 2 2 Hz, H-2, H-6); : Cro H20s, (w b ), C 60. 5,
HS. 8, c60 3, HS 8.
35 5- -2- (3, 4- ) =7- (5

.6g (42 mmol) 4 15 mL , 210 mg Amberyst—
15, I.5h, , , Naz SO4 ’ )

, - , 1.2g(  78% ). 0w 143~ 144°C . IRv fom "

3020, 2900, 1710, 1600, 1580, 1220, 1100, 1020. 'HNMR (CDCLE)W 3.9 (s,
9H, 30CHs), 3.95 (s, 3H, COOCH) 4. 15 (dd, 1H, J= 11.2, 9.5 Hz, H-3), 4.55
(dd, 1H, J= 95, 23 Hz, H2), 695 (m, 3H, H2; H-5; H6), 7.3 (d, 1H, J
= 20 Hz, H6), 7.4 (d, 1H, J= 2.0 Hz, H-8)., MS (FAR) m /z 361 (m+ H)" , 328,



(2) : 91

301, 223, 164 ( ), 154, 136, 121, 107. (W Po ) Cio HoOs, C 63.7,
HS5.7, C 633, HS5.6.
36 5- 2- (3, 4- ) =7~ (6)
lg (2.8mmol) 5, h 4@ NaOH 50 mL, 3h, ,
, 3, . , . 9% ,
08¢ ( 83 ), Owx 223~ 224°C. IRv/em : 2500~ 3364 , 1679,

- COOH, 1595, 1518, 1462, 1314, 1215, 1124, 1025 'HNMR (CDCL) W
39 (s, 9H, 30CHs), 4.15(dd, 1H, J= 11.2, 9.6 Hz, H3), 4.55(dd, 1H, J= 11.2,
23 Hz, H3), 5.05(dd, 1H, J= 9.5, 2. 3 Hz, H-2), 6.95 (m, 3H, H2: H5, H-
61, 73 (d, 1H, J= 2.0 Hz, H6), 7.4 (d, 1H, J= 20 Hz, H38), 10.3 (1H,
COOH). MS (El) m/z 346 (M" ), 315, 301, 184, 164, 121, 107, 77.

37 5- -2- (3, 4- ) —7- (8)
L1g(32mmol)6 1. 5mLh 80% 35mL \ 3 4h, TLC
) 3 4 mlL, s s s
, 7 L05g (98 ), 0mp138 1407C.

2.5¢ (7 mmol) 8SmlL , 17 20C lg (2.6 mmol)
7, 2.35gh 200 6 mL , Bu N

Br , 17 20C 2h, , 3, , Na SO,
, , , (VLC), (V ( )V
()= 8515 , \ , - ,
0.7g ( 6406 ). 0w 121~ 122°C . IRV /em % 2920, 1 680, 1600, 1580,

1 490, 1460, 1220, 1100, 1026 'HNMR (CDCk)W 3.9- 4.0 (9H, 30CH), 4. 15
(dd, 1H, J= 11.2, 9.5 Hz, H3), 4.55(dd, 1H, J= 11.2, 2.3 Hz, H3), 5 05 (dd,
1H, J= 9.5, 223 Hz, H2), 695 (m, 3H, H2; HS5; H6), 7.3 (d IH J= 20
Hz, H-6), 7.4 (d, 1H, J= 20 Hz, H-8), 9.7 (s, 1H, CHO). MS (EI) m/ 330
(M), 329, 301, 299, 164, 137, 107, 77.

38 5- 2-(3, 4- ) -T-E- @3- ) (9)
0.66¢g (2 mmol) 8 0 67g (2.2mmol) PhsP= CHCHO
, N2 , 24 h, , CHECL )
( Vo )V () = 8319, :

, - , 0.2¢ ( 33 ). O 152
153C. MS (El) m/z 356 (M), 341, 327, 309, 296, 194, 164 ( ), 149, 135,
105, 103, 91, 77, 65. CoFoOs (m /z 365. 1247). 'HNMR
(400 M Hz, CDCls) W 3.9~ 4.0 (9H, 30CH), 4. 15 (dd, 1H, J= 113, 93 Hz, H-
3), 455(dd, 1H, J= 11.3, 2.5 Hz, H-3), 505 (dd, 1H, J= 11.3, 9.3 Hz, H-2),
6.95 (m, 3H, H-2; HS; H6), 7.2 (d, 2H, J= 2. 2 Hz, H-6, H-8), 7.54 (d, 1H,
J= 1597 Hz, He). 6 7(dd. 1H, J= 7, 15.97 Hz, HB8), 9. 6(d, 1H, J= 7 Hz — CHO).
BCNMR (CDCE) W 75.2 (C-2), 69.8 (C-3), 149.2 (C-5), 1042 (C-6), 137.6 (C-
7),.109,4 (C-8), 144 2 (C9), 134 2(C-10), 153,(C«). 126 (CB)., 194 (CHO), 127.2



2 ( ) 36

(C-1), 104 (C-2%, 149.1 (C3"), 1489 (C5), 118.7 (C-6), 56.2 (OCHs), 55.9
(20CH).
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Design and Synthesis of Some New
I, 4-Benzodixan—Related Comounds

Wang Qiu an " Liu Jikai Zeng Longmei

Abstract A general synthetic approach to 2-aryl-1, 4 -benzodioxans has been explored,
five 2-aryl-1, 4-benzodioxane derivatives integrating structual features of some active natu—
ral products were prepared in order to search for novel antihypertensive agents.

Keywords 1, 4-benzodioxan-—related compounds, organic synthesis, antihypertensive a—

gents
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