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The 24th domestic Chemical Society of Japan Sym-
posium on Heteroatom Chemistry was held in Sen-
dai during the period of December 11 (Thursday)
through 13 (Saturday) under the management of
Prof. Masaaki Yoshifuji, who introduced for the first
time a Poster Session in addition to oral presenta-
tions. We had three plenary lectures, namely, by Prof.
Alexander Senning of the Technical University of
Denmark, Prof. Edgar Niecke of the University of
Bonn, and Prof. Kenji Uneyama of Okayama Uni-
versity. The weather treated us nicely, without any
very cold days. The first plenary lecture was given by
Prof. Alexander Senning on “The Thiosulfine-Dithiir-
ane-Dithioester Manifold R1R2(CS2),” and the follow-
ing is a summary of his lecture. In Scheme 1, which
is based on literature data, (R1 4 R2 4 H) 3 . 2 . 1
is the order of thermodynamic stability. The isom-
erization of 1 to 2 is, in most cases, calculated to be
exothermic. A notable exception is that of tropothi-
one S-sulfide. Calculations show that the S-sulfide is
roughly isoenergetic with the corresponding spiro
compound.
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SCHEME 1

Synthetic aspects of the thiosulfine-dithiirane-
dithioester manifold were emphasized. Especially
intriguing are the many cycloadditions possible with
1, notably those of the 1,3-dipolar type (Equation 1).

(1)

The second lecture was presented by Edgar Niecke
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on the subject of “From Reactive Intermediates to
Metastable Structures: Cations, Carbenoids and Dir-
adicals Containing P/C–pp-Bonds.” He discussed
methylenediylphosphenium cations that undergo
the types of reactions shown in Scheme 2 in gener-
alized form.

SCHEME 2

He further described the synthesis and behavior
of ylene(phosphoranylidene)carbenoids and other
unique compounds such as the following:

He also pointed out that 1,3-diphosphetane-(2,4)-di-
yles undergo reactions as shown in Scheme 3.

SCHEME 3

The third plenary lecture was given by Prof.
Kenji Uneyama on “Fluorofunctionalization by Het-
eroatom-Mediated Reactions.” He described fluoro-
selenenylation and perfluoroaklyl-selenenylation as
shown in Scheme 4.

SCHEME 4

He also described the chemistry of trifluoroace-
timidoyl halides as depicted in Schemes 5 and 6.

SCHEME 5

SCHEME 6

Among the 47 regular presentations, some im-
pressive lectures were the following: Professor Nob-
umasa Kamigata’s article was read by Dr. T. Shimizu
on the “Synthesis and Reactions of Sulfur-Substi-
tuted Allenes.” He covered the chemistry summa-
rized in Scheme 7.
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FIGURE 1 ORTEP drawing of Ph2S(OPr)N.

SCHEME 7

Professor Juzo Nakayama and coworkers de-
scribed the synthesis, isolation, and full character-
ization of the parent thiophene 1,1-dioxide that is
unstable and difficult to characterize. The dioxide
was prepared by the reaction of thiophene with di-
methyldioxirane (Equation 2).

(2)

Professor Tetsuo Otsubo et al. reported a convenient
and high-yield preparation of 1,3-dithiole-2-thiones
and 1,3-diselenole-2 selones, key precursors for
tetrathiafulvalenes and tetraselenafulvalenes, as
shown in Scheme 8.

SCHEME 8

Professor Yoshiaki Yoshimura delivered his ar-
ticle that dealt with the chemistry of the SN triple
bond, as shown in Scheme 9: An ORTEP drawing of
Ph2S(OPr)N is presented in Figure 1.

SCHEME 9

Professor Shinzi Kato’s article was read by Dr.
Toshinori Takahashi, and the chemistry is summa-
rized in Schemes 10 and 11. ORTEP drawings of the
key reagents are grown in Figure 2.

SCHEME 10

SCHEME 11

Professor Tadashi Kataoka and coworkers re-
ported the synthesis and isolation of selenabenzenes
stabilized by the presence of two electron-withdraw-
ing groups, as shown in Scheme 12. Their thermal
reactions were also described.

SCHEME 12

Professor Toshio Fuchigami of Tokyo Institute of
Technology gave a lecture on “Electrochemical Mo-
lecular Conversion of Organofluorine Sulfur Com-
pounds Using Fluoride Ions as a Mediator.” In his
view, there is much similarity to the Pummerer-type
reaction, but one in which fluorine is bonded to the
central sulfur atom. This is shown in Scheme 13.

SCHEME 13
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FIGURE 2 ORTEP drawing of key reagents.

Among 32 poster presentations, Prof. Tsuneo Im-
amoto’s poster was of particular interest. He carried
out a stereospecific Mitsunobu reaction on a chiral
phosphine (Equation 3).

(3)

We look forward to the 25th Heteroatom Sympo-
sium to be held in Kyoto at about this time of year.
We look forward to viewing the impressive temples,
shrines, and gardens at this location as well as to the
presentation of new research results.
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