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Over the past 20 years, transition-metal-catalyzed functionalization of unreactive carbon-hydrogen
bonds has been widely studied. So far, many studies regarding this research subject have been
reported. Unfortunately, however, most of these reactions need to use noble metals, such as
rhodium, palladium, platinum, and ruthenium, which are expensive and somewhat toxic, as a
catalyst to accomplish the reactions. From the point of the necessity of developing sustainable
organic synthetic methods, the use of base metals such as iron, nickel, and cobalt as a catalyst is
strongly demanded because of their cost-effectiveness and low toxicity. Among the base metals,
iron is highly attractive because it is available cheaply and facilely.

The reaction of aromatic ketones with methylenecyclopropanes was performed using isolable
Fe(PMe3)4 complex as a catalyst. When the reaction of p-trifluoromethylpivalophenone with
2-phenyl-1-methylenecyclopropane was carried out using 5 mol % Fe(PMe3)4 in THF at 70 °C in a
sealed tube, C-H homoallylation reaction took place at the ortho position in good yield. Even
though this homoallylation reaction might provide regioisomers, the phenyl group is selectively
installed at the 2-position of the homoallyl group. Various aromatic ketones such as
pivalophenones, acetophenones, propiophenones, fused-bicyclic ketones benzophenones are
applicable for this C-H homoallylation reaction. The C-H homoallylation reaction was applied to the
convenient synthesis of a 1,2-dihydro naphthalene derivative using a molybdenum mediated
metathesis reaction.

Notes

Genre

Research Paper

URL

https://koara.lib.keio.ac.jp/xoonips/modules/xoonips/detail.php?koara_id=2020000008-20200082

BERZBAZZMERI AT N U(KOARA)ICEHE N TWA IV TUY NEEERL, ThThOERE, FLFLEHRWRTECREL., TOEINGEEEECE ST
REENTVET, BIAICHLE> TR, EFEEZEZETLTTHALEZY,

The copyrights of content available on the KeiO Associated Repository of Academic resources (KOARA) belong to the respective authors, academic societies, or
publishers/issuers, and these rights are protected by the Japanese Copyright Act. When quoting the content, please follow the Japanese copyright act.



http://www.tcpdf.org

2020 4EEE FHIEHES (BEAWFE) wrmpswss 20218 I8 T

Zit:) I B4 Bz
WRRKE Eh%E (200 (B) A
K4 BN BE K4 (353E) |Fumitoshi Kakiuchi

HHIERE (AAFE

R R A A AT R S AR E AUV O R R — KRB S UM EROFR D FERIE DR R

e (ER)

Development of Catalytic Carbon—hydrogen Bond Functionalization Using a Sustainable Iron Catalyst
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Over the past 20 years, transition—-metal—-catalyzed functionalization of unreactive carbon—hydrogen bonds has been widely studied.
So far, many studies regarding this research subject have been reported. Unfortunately, however, most of these reactions need to use
noble metals, such as rhodium, palladium, platinum, and ruthenium, which are expensive and somewhat toxic, as a catalyst to
accomplish the reactions. From the point of the necessity of developing sustainable organic synthetic methods, the use of base
metals such as iron, nickel, and cobalt as a catalyst is strongly demanded because of their cost—effectiveness and low toxicity. Among
the base metals, iron is highly attractive because it is available cheaply and facilely.

The reaction of aromatic ketones with methylenecyclopropanes was performed using isolable Fe(PMe3)4 complex as a catalyst. When
the reaction of p—trifluoromethylpivalophenone with 2—phenyl-1-methylenecyclopropane was carried out using 5 mol % Fe(PMe3)4 in
THF at 70 ° C in a sealed tube, C—H homoallylation reaction took place at the ortho position in good yield. Even though this
homoallylation reaction might provide regioisomers, the phenyl group is selectively installed at the 2—position of the homoallyl group.
Various aromatic ketones such as pivalophenones, acetophenones, propiophenones, fused—bicyclic ketones benzophenones are
applicable for this C—H homoallylation reaction. The C—H homoallylation reaction was applied to the convenient synthesis of a 1,2—
dihydro naphthalene derivative using a molybdenum mediated metathesis reaction.
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