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Catalytic Propargylic Alkylation
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Ruthenium-Catalyzed Propargylation of Aromatic Compounds with
Propargylic Alcohols
Yoshiaki Nishibayashi," Masato Yoshikawa,! Youichi Inada,! Masancbu Hidai,"* and
Sakae Uemura*!
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Ruthenium-Catalyzed Carbon—Carbon Bond Formation between Propargylic
Alcohols and Alkenes via the Allenylidene-Ene Reaction
Yoshiaki Nishibayashi,! Youichi Inada,’ Masanobu Hidai,"* and Sakae Uemura®t
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Reacﬂu'ﬁry amdl Pegiofe[ecﬂvlﬁv of allenylidene compleyes

A serles of theoritical eleulations on allenyli deve. complexes
nvolving severnd metallic fragments have now been Veported.

While. the allenyll&ene frgmonts ate b-doney -
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Table 1. LUMO and HOMO distribution and net charges of the allenylidene chain on half-sandwich Ru™ and Os"! complexes

Model B HOMO (%) VLMo o S, T Net charges A

ity GI16 & GG & B g

Ru(n*-CoH;NPH,).) 3 21 0o 1 ¢ WL -0352 0051 —0.048 "

}Ru{qs-CgH:)(COJ)( Hy)l* '3 3l 0 (124 4 7 ' 2027 “olis oom .
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E. Makamura d’dj JACS | 2002, /l()ﬁ, 7/8/

Using computationad method, they explained the mechanlsuw of C-C—ﬁm{ an
reaction bettoeen dinzo campound and alkane extalyed by divhodicuy telrocatborylite

TN R
2 : HH o
H Dirhodium complex X N an T__.o_-
N;_.=< + R2-H ~ R com TN 2ba= O/qrf-ﬂ H
CO,R’ i O

\(‘3
.................................... [Rh&(I1)]— [Rh1(11)] 1—+1L CIAM%Q tancfor fiow R

‘ ttevactlon
H . Pt Riz oceuy . (due-b:) m‘f \
No=( +0.84 +0.8Z3 N _0.08 o-F e[ec-{h—n Fa[y o-P Jfazo% w
oL @05?12 e (Rh?— [RhT—. . : , Rh-RE bordl?)
A 7 2492 7 coMe i GForbital of Rh-Rh bonol?
ﬂ g 1 """"""" i T TN R and carbene carben have
: 7 ' o5l Cinﬂ. .
i +0.83 +0.8'@ H ,'®H2 E [*1-4063;15 E-F?h?]OV;(\N/ +0.03 i Nl&"dUQly hl%{ﬂ P SI.HUQ h%
vy 1 4 : Rh?]— :
gmhqﬂ“{?h ]_{ggzMe i 2455 GogMe V=T The formatlon of ¢-C
- bone ® | radis eupant g

: X ¥ ‘
1074 s091 HoR? H=R* 072 4092 . 014 | trons fox '?YM Rt RW
P 2485 Go,Me :

: ¥ a0
Bremuy [RR2(1)]: —= [Rh‘(lll)]l ----------------------------------------
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Table 1. Propargylic Substitution Reactions of
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mol %). ¥ Isolated yield. © Acetone was used as solvent. ¢ Ethanol ag: Ayl

was used as solvent. ¢ Aniline (5 equiv) was used as nucleophile.
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Rherium V) -oxo complex catalyzed propovgy| substiturtion reactoms.
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A Mild C-— 0O Bond Formation Catalyzed by a Rhenium-Oxo Comple
Benjamin D. Sherry, Alexander T. Radosevich, and F. Dean Toste

Table 2. Re Oxo-Catalyzed Etherification of Propargyi Alcohols
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* Reaction conditions: 1 M propargyl alchahal in MeCN. 3.0 equiv of
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Rhenium-Catalyzed Aromatic
Propargylation

Joshua J. Kennedy-Smith, Lauren A. Young, and F. Dean Toste®

Substituton occured with o wide va'rie’ry of \:Poya%ﬂ
oleohol subshietes.  Acid-labile groups such as
ocetols | keteds and t-butylcarbawetes were wot
cleaved undes the veacton condiHoms.
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