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Preparation of polycyclic hetero-annulenes by intramolecular triple metathesis
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The aim of this project is development of novel synthetic method of tricyclic
heteroatom-centered annulenes by intramolecular triple ring-closing metathesis.
Tris(2-hexa-1,5-dieneyl)silanes and tris(l-cyclobutenyl)silanes are employed as promising precursors of
silaphenalene derivatives via sequential intramolecular metathesis.

The metathesis of these compounds in the presence of various Grubbs catalysts is now in progress.



=

(
o

T

@:E

A
VA~

8

N
o
1
ol

metathesis

@

e
S

metathesis

e

Grubbs

metathesis Q
—~ -

3 Hzc:CHz 9

M = B, P, Si-R, Sn-R



10

Q metatheS|S Q
@M - D

1
M =B, P, Si-R, Sn-R
15
8 10
8
10
8 13
12 tert- 1/3
13
13a 78
13b
56 13c
36
tert BuLi

Br RS|C|3

(1/3 equiv)
12 %\/\/

13a (R =H, 78%)
13b R Me, 56%
13¢ (R OMe, 36%)

13

13

16 16
15

14 tert-
15
1/3
16

CHBry + O KO BTQCA/\CH

- <>—Br

14

HSIClg
tert-Buli (1/3 equiv) J:"]
O B

o

16 (72%)

MeLi CF4COOH
—_— Br

16 -

Koichi Natori, Taizo Iwayama, Osamu
Yamabe, Yuichi Kitamoto, Hiroshi Ikeda,
Kenkichi Sakamoto, Tetsutaro Hattori, and
Sotaro Miyano Photoracemization of Blestriarene
C and Its Analogs, Chirality, 27, 479-486 (2015).
DOI: 10.1002/chir.22447.

Kenkichi Sakamoto, Naoko Nishina, Toshiaki
Enoki, and Jun-ichi Aihara, Aromatic Character
of Nanographene Model Compounds, J. Phys.
Chem. A, 118 3014-3025 (2014). DOI:
10.1021/jp5017032.

96 2016 3 24 H~27
1-
96
2016 3 24 H~27
Peterson Wittig
96 2016 3 24 H~
27

96



2016 3 24 H~27

96

2016 3 24 H~27

Preparation and
reactions of 1-cyclobutenylsilanes
2015 2015 12 15 H—~20

Preparation and some
reactions of trilithiocyclododecatriene

2015 2015 12 15 H~20

Synthesis, properties, and reactions of
quinone-fused siloles

2015 2015 12 15 H~20

Preparation and
reactions of oxygen-functionalized
dibenzodisilacyclohexadiene

2015 2015 12 15 H~20
Synthesis, properties,
and reactions of oligosiletanes
2015 2015 12 15 H~20

Reactions of
di-tert-butylcyclopropenone with Peterson and

Wittig reagents 2015
2015 12 15 H—~20
-tert-
95 2015
26 H~29
T 2014 11 21
H~22
25
2014 9 7H~9

18
2014 10 17 H~18
18
2014 10 17 H~18

Synthesis and Properties of

Quinone-Fused Siloles as Silicon Mimics of

Hipposudoric Acid  The 17th International
Symposium on Silicon Chemistry 17
2014 8 3 H~8

€Y
SAKAMOTO, Kenkichi

50187035



