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Total synthesis of the natural product of crinumaquine
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[Abstract ] Objective To complete the synthesis of the natural product of crinumaquine .Methods 3 ,4-methylenedioxy-
phenethylamine and 2 ,5-dimthoxyphenylacetic were taken as starting material , and chemical reactions of condensation , cycliza-

tion , reduction , oxidation and other reactions were conducted .Results and Conclusion The optimum synthetic route was deter-

minedunder which the final yield rate was 73% .
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2.1 PEARXF]  Bruker DRX-500 BUAZpEILYRYL
(TMS JNFR JEREAE 582 F ) s Varian MAT-212
JRIEAN (35 [E BLHL %2 /N 1] ) ;BrukerDahonics APEX
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22 b4 s HIEARREBILGEY 2
(0.59 g,3.0 mmoDFIfLEH) 3(0.5 g,3.0 mmol)
BT 50 ml ARERH AT 10 ml Jok & H ke =
T T BIIMA =287 (0. 92 ¢,9. 0 mmol ), 1-F K
FF =M (0. 41 g,3. 0 mmol ), 1-(3-—H & FL NI )-3-
L FERR W EER R EL (0. 7 g ,3.6 mmol) JEIRPEFE
TR TLC K RS KK 2R B2
B AYUZ AR JoK BB T8 ik 4h 45
AR T EEAR 1.0 g =% 976, "H NMR (600
MHz, CDCls ) 8 6.79~6.75 (m, 3H), 6.65 (d.,
J=7.9 Hz,1H),6.53 (d, J=1.5 Hz, 1H), 6. 46
(dd, J=7.9,1.6 Hz, 1H), 5.90 (s, 2H), 5.81
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(d, J=16.6 Hz, 1H), 3.75 (s, 3H), 3.71 (s,
3H),3.49 (s, 2H), 3.38 (dd, J=12.8,6.5 Hz,
2H), 2.62 (t, J=6.7 Hz, 2H); " C NMR
(150 MHz, CDCL ) & 170.9, 153.7, 151.1,
147.6, 146.0, 132.7, 124.6, 121.5, 116.8,
113.2, 111.7, 109.0, 108.2, 100. 8, 55.8 , 55.6 ,
40.6,38.9, 35.2; 1% Civ Ha NOsNa 43 T+ N
366. 131 7 , B 403 e S 4y 366. 132 3,

J7k B AEE R A 2(0.59 ¢,3.0 mmol) ,

BT 50 ml AR AT 10 ml Jo/k N N-— 3
FHBE iz I o 43 A N, N Ik kmk 0. 74 ¢,
4.5 mmol) , IR PEFE ;48 h .MMtk & 3
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KPR JOKBRER AN T4 A 4 L B 25 A5 21 T (L8]
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11. 7 mmol)IE T 100 ml H F b i fin = & & s
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3.5 g, 7% 92% ., 'H NMR (600 MHz, CDCl: ) &
6.82 (d,J=8.7 Hz, 1H), 6.797~6.74 (m, 3H),
6.56 (s, 1H), 5.90 (s, 2H),5.29 (s,1H),4.15
(dd,J=10.2,3.2 Hz, 1H), 3.82 (s, 3H), 3.77
(s, 3H),3.24~3.18 (m, 2H), 2.91~2.86 (m.,
1H), 2.77 (dd, J=13.4, 10.2 Hz, 1H), 2.72
(t, J=5.9 Hz, 2H); “ C NMR (150 MHz,
CDCl:) & 153.4, 152.0, 145.7, 145.6, 132.4,
129.0, 128.2, 117.5, 111.6, 111.3, 108.7,
106.6, 100.5, 55.9, 55.7, 55.7, 39.9, 37.8,
30.0; 744 Cis Hai NO«Na 43 T8 350. 136 8, 1
Gy BT S A 350. 136 4,
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(10 ml) 435 K FAR RN R 7K PR 4 JC /K Bt BR 4
THE AR A 2T (AT b - FEE=19 -
175 R B €4 5 K 105 mg, =% 84% . ' H NMR
(500 MHz, CDCl: ) 8 6.82 (s, 1H), 6.686. 62
(m.2H),6.58 (s, 1H),5.91 (s, 2H), 4.17 (d,
J=15.8 Hz, 1H), 3.79 (d, J=2.8 Hz, 6H),
3.50 (d, J=9.7 Hz, 1H), 3.43 (d, J=15.8 Hz,
1H), 3.35 (dt, J=9.7, 4.8 Hz, 1H), 3.23~
3.04 (m, 2H), 2.71~2.51 (m, 3H); “C NMR
(125 MHz, CDCL ) & 151.3, 149.9, 146.1,
145.8, 131.2, 127.7, 124.9, 124.7, 108.3,
107.4, 107.1, 105.8, 100.7, 59.0, 55.7, 55.6,
53.7,51.4,31.7,29.6; 38 Cx H2 NO:Na 4>F
362, 136 8 =4 ik SEi A362. 137 1,

2.5 feddh 1 ws R FREULEY 9(0.339 g,
1.0 mmol) &V T 10 ml Jo/K Z B A 2 FR
(0.5 g,5.1 mmol), % W T 7§ fin it (0.24 g,
1. 8 mmo)AY /K Z B (15 mDIER , WA 2 Jini
M. 2 hJ5 R EEE U8 58 50
FHAKFITEK B0 TR B AR 0. 33 g J7R
98% . '"H NMR (500 MHz, CDClL: ) & 10.64 (s,
1H),8.51 (s, 1H), 7.61 (d, J=83.6 Hz, 1H),
7.39 (s, 1H), 7.04~ 6.75 (m, 2H), 6.10 (s,
2H), 5.42 (s, 2H), 4.07 (s, 3H), 4.04 (s,
3H),3.31 (s, 2H); “C NMR (125 MHz, CDCl: )
5 153.2, 152.5, 149.9, 149.0, 148.2, 146.3,
132.8, 126.1, 124.6, 116.6, 115.9, 110.2,
109.9, 109.5, 106.8, 103.7, 58.1, 57.8, 57.1,
29. 1, S53CHR[] HRE g A —3K,
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