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(1) The Synthesis and Chemistry of 9-Substituted Bicyclo[6.1.0]non-1(9)-enes ; (2)
The Synthesis and Reactions of (E)-3-phenyl-1-[(phenylsulfonyl)imino]-2-propene
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Cyclopropene 9-Substituted bicyclo[6.1.0]Jnon-1(9)-ene 9-Chlorobicyclo[6.1.0]non-
“= 1(9)-ene 9-Bromobicyclo-[6.1.0]non-1(9)-ene Bicyclo[6.1.0]non-1(9)-ene 9-
Methylbicyclo[6.1.0]non-1(9)-ene 9-Trimethylsilylbicyclo[6.1.0]non-1(9)-ene. (E)-3-
.. phenyl-1-[(phenylsulfonyl)imino]-2-propene Tricarbonyl{(E)-3-phenyl-1-
~ [(phenylsulfonyl)-imino]-2- propene }iron(0) °
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(Z) 9-EEIR[6.1.01-19)-# (75) 81 9-AEEIR[6.1.01-109)-1% (37) FI4EH
9,9- IR-1-FEEER[6.1.01 0% (74) B2 1,9,9-= R EEIR([6.1.0] -5¢ (36) 77 AR R
BrCl 84 Br2 i35 - (L& 37 AI1E BB 9-HUEEER[6.1.0]1 - 1(9)-FJH1Y
Y BESHIR- S BRSO AR BT » Rl 7 RS 2R
[6.1.01-1(9)-% (39) » 9-FAKLEEER[6.1.01-1(9)-k% (34) » B 9-—= FHELHY fre s
[6.1.01F-19)-# (98)  MfSEIHVEREBEANFE(LEY 75 ~ 37 ~ 39 ~ 34 81 98

7 ORI I R B EGZEY) 99 ~ 100 ~ 101 ~ 102 B 103 © 75 LE Diels-

B Alder K EY 2 endo-exo FE:AHEY) (endo-addition from the view of the

( |cyclopropene and exo-addition from the view of cyclononene) » At 2R L&)

B 108 4K EHIN S ER IS EIEAHIEEY) 104a o (B 3-8 1-CRRRREEL) Th i -

) 2-P9fE (181) B 1.1 & &MY MeLi/ LiBr &R » AISEUEEY) 156 ¢ {HAEEL 2
& =M MeL/LiBr SZFERF » AlZERAEEDY) 156 ~ 182 ~ 183 ~ 184 Bl 185 - 57F
(b7 181 81 1.1 5 2 & =1 PhLi KBRS - 52L& 197 5 BEEY) 181
TEfE LiBr WYE BN T8 2 & &/ PhLi fZFERS - A4 20 b &Y - 55—
JIH  FAPHLERE T [3- - 1-CR AR RS no e RS-2- N I | = s 0) $5 & )
(155) B4 Me2CuLi R FE&FIAIA CAN T[{5EHEEY) A » TSEEY) 155 A4k
&Y 181 GREE]

4 (1) 9-Chlorobicyclo[6.1.0]non-1(9)-ene (75) and 9-bromobicyclo- [6.1.0]non-1(9)-ene

B |(37) were synthesized by dehalo- genation of 9,9-di- bromo-1-

( |chlorobicyclo[6.1.0]nonane (74) and 1,9,9-tribromobicyclo- [6.1.0]nonane (36).

—hfe

. Compound 37, an intermediate for the preparation of 9-substituted bicyclo[6.1.0]non-



) 11(9)-enes, underwent bromo-lithium exchange followed by nucleophilic substitution
reactions to generate bi- cyclo[6.1.0]non-1(9)-ene (39), 9-methylbicyclo[6.1.0]non-
1(9)-ene (34), and 9-trimethylsilylbicyclo[6.1.0]non-1(9)-ene (98). The bicyclic
cyclopropenes 75, 37, 39, 34, and 98 reacted with cyclopentadiene to form 99, 100,
101, 102, and 103, respectively. All of these Diels-Alder adducts are endo- exo
1somers (endo-addition from the view of the cyclopropene and exo-addition from the
view of cyclononene). We also found compound 98 underwent ene reaction to give a
dimeric product 104a. (2) When (E)-3-phenyl-1-[(phenylsulfonyl)imino]-2-propene
(181) treated with 1.1 equivalent MeLi/LiBr, dominating product 156 was formed. If
excess MeLi/LiBr (2 eq.) was involved, the side products 182, 183, 184, and 185
became significant can be isolated and identified. Only compound 197 formed when
compound 181 reacted with softer nucleo- phite, PhLi, in the absence of LiBr. When
LiBr was introduced, products were complicate. We also report the compound A was
synthesized by tricarbonyl{ (E)-3-phenyl-1-[(phenylsulfonyl)-imino]-2-propene }iron(0)
(155) with Me2CulLi then followed with CAN. Complex 155 was formed from the
compound 181.
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