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Abstracts

Among the many examples of reactions on aromatic systems,3 1 has
recently been employed for the iodination of bioactive peptides con-
taining Tyr. The mildness of the reagent allowed the reaction to be
carried out even on solid support. Several N-protecting groups were
tolerated and the iodination process was reported to be completely
chemoselective in the presence of other aromatic groups.5

Dimerisation of silyl protected 2-aryl-alkynes was accomplished
yielding the respective enynes in high yields and with exclusive (Z)-
configuration. These products were shown to be either suitable start-
ing materials for endiyne cores or, upon further treatment with 1,
they rearranged into (E)-1,2-diiodo-1,3-butenynes in a stereoselec-
tive manner.6

In the presence of 1/HBF4 propargylic thioethers undergo a novel in-
tramolecular exo-endo-cyclisation. This sequence represents a novel
domino reaction which involves an alkyne-alkyne coupling fol-
lowed by an intramolecular Friedel-Crafts like cyclisation.7

Bis(pyridine)iodonium(I)tetrafluoroborate (1) - Barluenga’s
reagent - is a powerful iodination agent which is the reagent
of choice for highly selective electrophilic iodination under
mild conditions. Examples include all kinds of unsaturated
substrates such as isolated and conjugated olefins,1

acetylenes2 and aromatic compounds3 tolerating a variety of
functional groups. Compound 1 also allows to control poly-
iodination reactions3b in a regioselective manner and has
been reported to initiate iodination/cyclisation cascade-pro-
cesses.4

Preparation1a,2

Reagent 1 is conveniently prepared by reaction of HgO/
HBF4-SiO2 with iodine and pyridine in CH2Cl2. After filtra-

tion of the crude reaction mixture, the title compound is pre-
cipitated by addition of cold Et2O. Further purification can be
carried out by recrystallisation from CH2Cl2/CHCl3. There-
by, 1 is obtained as a white solid and should be stored under
an inert atmosphere at 4°C in the dark. Generally, HBF4 is
added to the reaction mixture in order to release the free io-
donium ion by protonation of the pyridine groups and thus
preventing a possible nucleophilic reaction by the free pyri-
dine. Alternatively, HBF4 can be replaced by BF3-Et2O or
CF3SO3H.

References

  (1) (a) Barluenga, J.; González, J. M.; Campos, P. J.; Asensio, G. An-
gew. Chem. Int. Ed. Engl. 1985, 24, 319. (b) Barluenga, J.; Gon-
zález, J. M.; Campos, P. J.; Asensio, G. Tetrahedron Lett. 1986, 
27, 1715.

  (2) Barluenga, J.; Rodriguez, M. A.; Campos, P. J. J. Org. Chem. 
1990, 55, 3104.

  (3) (a) Barluenga, J.; González, J. M.; García-Martín, M. A.; Campos, 
P. J.; Asensio, G. J. Org. Chem. 1993, 58, 2058. (b) Barluenga, J.; 
González, J. M.; García-Martín, M. A.; Campos, P. J. Tetrahedron 
Lett. 1993, 34, 3893.

  (4) (a) Barluenga, J.; González, J. M.; Campos, P. J.; Asensio, G. An-
gew. Chem. Int. Ed. Engl. 1988, 27, 1546. (b) Goldfinger, M. B.; 
Swager, T. M. J. Am. Chem. Soc. 1994, 116, 7895.

  (5) Arsequell, G.; Espuña, G.; Valencia, G.; Barluenga, J.; Pérez-Car-
lón, R.; González, J. M. Tetrahedron Lett. 1998, 39, 7393.

  (6) Barluenga, J.; Llorente, I.; Alvarez-García, L.J.; González, J. M.; 
Campos, P. J.; Díaz, M. R.; García-Granda, S. J. Am. Chem. Soc. 
1997, 119, 6933.

  (7) Barluenga, J.; Romanelli, G. P.; Alvarez-García, L. J.; Llorente, 
I.; González, J. M.; García-Rodríguez, E.; García-Granda, S. An-
gew. Chem. Int. Ed. 1998, 37, 3136.

Article Identifier:
1437-2096,E;1999,0,10,1679,1679,ftx,en;V01299ST.pdf

SYNLETT

Spotlight 10
This feature focuses on a re-
agent chosen by a postgradu-
ate, highlighting the uses and
preparation of the reagent in
current research

Bis(pyridine)iodonium(I)tetrafluoro-
borate
Compiled by Kilian Muñiz
e-mail: muniz@chem3.chem.nagoya-u.ac.jp
Kilian Muñiz studied Chemistry at the Universität Hannover/Ger-
many, at the Imperial College London/UK and at Universidad de 
Oviedo/Spain. From 1996-1998 he worked on his PhD in the group 
of Professor C. Bolm at the RWTH Aachen/Germany. Currently, he 
is carrying out postdoctoral research in the group of Professor R. 
Noyori at Nagoya University/Japan.

T
hi

s 
do

cu
m

en
t w

as
 d

ow
nl

oa
de

d 
fo

r 
pe

rs
on

al
 u

se
 o

nl
y.

 U
na

ut
ho

riz
ed

 d
is

tr
ib

ut
io

n 
is

 s
tr

ic
tly

 p
ro

hi
bi

te
d.


