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Intermolecular [2+2+1] Carbonylative Cycloaddition of Aldehydes
with Alkynes, and Subsequent Oxidation to y-Hydroxybutenolides by

a Supported Ruthenium Catalyst

Hiroki Miura, Kazuki Takeuchi, and Tetsuya Shishido*

Abstract: Intermolecular [242+1] carbonylative cycloaddi-
tion of aldehydes with alkynes and subsequent oxidation to y-
hydroxybutenolides is achieved using a supported ruthenium
catalyst. A ceria-supported ruthenium catalyst promotes the
reaction efficiently, even with an ambient pressure of CO or
without external CO, thus giving the corresponding y-hydroxy-
butenolide derivatives in good to high yields. Moreover this
catalyst can be reused with no loss of activity.

]/'H ydroxybutenolides are often found in a variety of
natural products and artificial pharmaceutical materials
(Scheme 1) which demonstrate an important class of bioac-
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Scheme 1. Selected example of substituted y-hydroxybutenolides which
demonstrate bioactivities.

tivities, such as anti-inflammatory, antitumor, anticancer, and
antimicrobial activity.l"' In particular, PD 156707 has attracted
much interest as a candidate motif for the endthelin A
receptor antagonist.”! Thus, considerable efforts have been
devoted to the development of synthetic strategies which
realize rapid and straightforward construction of highly
functionalized y-hydroxybutenolide moieties.

The key step in the syntheses of y-hydroxybutenolides is
the construction of the five-membered lactone scaffold. In
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this regard, [2+2+41] carbonylative cycloaddition of an
aldehyde with alkyne functionalities, well-known as oxa-
Pauson-Khand reactions [oxa-PKRs; Eq. (1)], are one of the
most powerful tools leading to butenolide derivatives, thanks
to their inherent 100% atom efficiency.m Such oxa-PKRs,
however, have been limited to titanium-mediated or titanium-
catalyzed,”) molybdenum-mediated,’! and ruthenium-cata-
lyzed® intramolecular-type reactions which employ tethered
ynals as substrates. Moreover, in many cases, the reactions
have been conducted under pressurized CO conditions
(>5atm). Thus, the development of intermolecular
[242+1] carbonylative cycloaddition of simple aldehyde and
alkyne moieties with an ambient pressure of CO remains
a challenging subject.
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In contrast, the use of supported metal catalysts attract
much attention from the perspective of green and sustainable
chemistry because of their high recyclability and low con-
tamination of metallic species into products after catalytic
reactions.”) We have reported that CeO,-supported ruthe-
nium catalysts were very effective for a series of organic
transformations, including C—C bond-forming reactions.®!
These results encourage us to explore further application of
Ru/CeO, catalysts for the construction of finely tuned carbon
architectures.

Here, we demonstrate ruthenium-catalyzed intermolecu-
lar [242+1] carbonylative cycloaddition of aldehydes with
alkynes, and subsequent oxidation which enables straightfor-
ward construction of y-hydroxybutenolides. A ceria-sup-
ported ruthenium catalyst promotes the reaction efficiently,
even with an ambient pressure of CO, or without external CO.
Furthermore the CeO,-supported ruthenium catalyst could
be reused with no loss of activity.

The [2+2+1] carbonylative cycloaddition of p-anisalde-
hyde (1a) with diphenylacetylene (2a) in the presence of
a catalytic amount of Ru/CeO, (2.5 mol% as Ru) together
with Xantphos!” under 1 atm of CO (balloon) took place to
give the corresponding butenolide 3a in 72% yield (GC;
Scheme 2). Surprisingly, the prolonged stirring of the reaction
mixture, including Ru/CeO, under air at room temperature,
promoted oxidation of 3a, which generated the y-hydroxy-
butenolide 4a as a stable product in 72 % yield upon isolation.
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Ru/Ce0,
(0.025 mmol as Ru) le) o
o HCO,Na (0.15 mmol) o
Xantphos (0.050 mmol
Hs ph—==—pp 2nPhos { A NF Pt A’MP“*
s DMA (2.0 mL) Ph
o 160°C, 3 h, Fh
1a 2a under 1 atm CO (balloon) 3a Sa
(3.0 mmol) (1.0 mmol) (Ar = p-MeOCgH,)
72% yield (GC)
P G R 3 O o
3 i HO o i stirring overnight
: O O : Z~ph Ar Z"Ph RT, under air
3 o : Al Ph
! PPh, PPhy! Ph
Xantphos ! 4a 5a
""""""""" (Ar = p-MeOCgHy4)
72% yield (isolated) 19% yield (GC)

Scheme 2. Synthesis of the y-hydroxybutenolide 4a by the [24241]
carbonylative cycloaddition of an aldehyde and alkyne, with subsequent
oxidation by Ru/CeO,.

During the reaction, the hydroacylated product Sa was also
formed in 19% yield (GC) as a byproduct.'”

Table 1 shows the results of the optimization of the
reaction conditions.''! Ru/CeO, gave a higher yield of 4a than
did [Ru(acac);], [{RuCl,(p-cymene)},], and [Rus(CO),]
(entries 1-4). This outcome is probably because of the
macro-ligand nature of CeO,, such as basic properties and
steric effects, which enhance the selectivity and stability of
active ruthenium species. When HCO,Na is absent, the
reaction with either Ru/CeO, or [{RuCl,(p-cymene)},]
resulted in no conversion of the substrates (entries 5 and 6).
In contrast, a zero-valent ruthenium complex, namely [Rus-

(CO)y,), showed moderate activity without HCO,Na
(entry 7), thus suggesting that the active species is
Table 1: Optimization of the reaction conditions.
1) Ru/CeO,,
HCO;Na, Xantphos O
0 DMA, 160 °C. 3 h O
+ Ph— P under'CO (balloon) HO~{ -
H o 2) RT, overnight Ar
o under air Zh
1a 2a (Ar=p-ManC He)
6Ha

Entry Variation from the standard reaction conditions!” Yield [%6]"

1 none 72

2 [{RuCl, (p-cymene)},] in place of Ru/CeO, 62

3 [Ru(acac),] in place of Ru/CeO, 50

4 [Ru3(CO),,] in place of Ru/CeO, 64

5  without HCO,Na o

6  [{RuCl,(p-cymene)},] in place of Ru/CeO,, without ~ 01

HCO,Na
7 [Ru3(CO),) in place of Ru/CeO,, without HCO,Na 36

8  SiO,, Al,O4-, TiO,-, or ZrO,-supported Ru catalyst 0
in place of Ru/CeO,

9  PPh, in place of Xantphos o
10 dppb in place of Xantphos ot
11 dppf in place of Xantphos ot
12 DPEphos in place of Xantphos o
13 CO (3 atm) o
14 gram-scale reaction!! 58

[a] Reaction conditions: 1) 1a (3.0 mmol), 2a (1.0 mmol), Ru/CeO,
(125 mg, 2.5 mol% as Ru), HCO,Na (0.15 mmol), Xantphos

(0.70 mmol), DMA (2.0 mL), 160°C, 3 h, CO (1 atm, balloon); 2) stirring
overnight at RT under air. [b] Yield of the isolated product. [c] No
conversion of 2a was observed. [d] Reaction in a stainless steel
autoclave. [e] Reaction run at 10 times the scale as that used in the
standard reaction conditions.
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a ruthenium(0) species, and that HCO,Na works as a reduc-
tant to promote the transformation of high-valent ruthenium
species into an active ruthenium(0) species, which is effective
for the first step, the [24-2+1] cycloaddition.®" 2! Ruthenium
catalysts supported on SiO,, Al,O;, TiO,, and ZrO, showed
no activities (entry 8).%! Xantphos was also indispensable for
the present reaction and the other phosphines listed in
entries 9-12 were totally ineffective. No consumption of
substrates was observed under pressurized CO conditions
(entry 13). This observation implies that an excess of CO
inhibits the coordination of the substrates to the active
ruthenium center. The present Ru/CeO, catalytic system
could be employed on a gram scale to furnish 4a in a yield of
58% (2.08 g of 4a was isolated; entry 14). Note that 3a,
formed through the [24241] cycloaddition, was completely
converted during overnight oxidation under air.

Under the optimized reaction conditions, a variety of vy-
hydroxybutenolides was synthesized by the intermolecular
[242+1] carbonylative cycloaddition of aldehydes with
alkynes, and subsequent oxidation with the catalytic system
of Ru/CeO,, HCO,Na, and Xantphos (Table 2). Note that
byproducts were formed through hydrogenation and hydro-
acylation of alkynes in all the following cases (see below). The
reaction of substituted aromatic aldehydes smoothly pro-
ceeded to give the corresponding y-hydroxybutenolides (4b—
i) in moderate to good yields. In contrast, the reaction of 2,4,6-
trimethylaldehyde (1p) did not give the corresponding y-
hydroxybutenolide, while the hydroacylated product Sp was
obtained as a major product (Scheme 3).*1 Symmetrical

Table 2: Scope with respect to the substrates.®!

1) Ru/CeO,,
HCO;Na, Xantphos (o}
fo) DMA, 160 °C. 3 h [¢]
under CO (balioon) HO
)L + R—VR IR
Ar”H 2) RT, overnight Ar
under air R
1 4

0
Ho_ P
Z~Ph
Ph

4b 54%

2
o o) o]
Ho P \ Hop | Ho P
Z~Ph o ~Ph O Z~Ph
Ph Ph Ph
o

4c 66% 4d 70% 4e 57%
O

O o) (0]
Ho P Ho P Ho, © Ho, ©
Z~Ph Z~Ph ~Ph Z~Ph
L LR OO
N
\

4f 44%

Ph
4h 65%

49 35% 4i 59%

o
Ho P
Ar 7 O

4161%
(Ar = p-MeOCgH,)

o] O
Hoyg? Hoyiﬁ
Ar 7 ~Ph Ar 7 TE
Et Ph
40 40'

55% (40/40' = 93 : 7)
(Ar = p-MeOCgH,)

4j76%
(Ar = p-MeOCgH,)

o] O
Hoﬁi Hoﬁﬁ
Ar 7 ~Ph Ar 7 Me
Me Ph
4n 4n'

47% (4n/4n’ = 86 : 14)
(Ar = p-MeOCgH,)

4k 61%
(Ar = p-MeOCgH,)

4m 31%
(Ar = p-MeOCgHy4)

[a] Reaction conditions: 1) 1a (3.0 mmol), 2a (1.0 mmol), Ru/CeO,
(125 mg, 2.5 mol% as Ru), HCO,Na (0.15 mmol), Xantphos

(0.10 mmol), DMA (2.0 mL), 160°C, 3 h, CO (1 atm, balloon); 2) stirring
overnight at RT under air. [b] Yield of the isolated product.
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1) Ru/CeO,
HCO;Na, Xantphos

i s Eay K P
under atm HO
H = Phe———————> Z “Ph Z
+ Ph Fh 2) RT, overnight Ph Ar’ Ph
under air Ph

1p 2a 5p 4p
(3.0 mmol) (1.0 mmol) (Ar = 2,4,6-Me3CgHy)

74%
0%

Scheme 3. Hydroacylation of the internal alkyne 2a with 1p by Ru/
CeO,. DMA = N,N-dimethylacetamide.

internal alkynes gave the corresponding products (4j—
1; Table 2) in good isolated yields. The reaction of
bis(thienyl)acetylene occurred to produce 4m in 31 %
yield. Asymmetrical internal alkynes gave 4n, 4n’ and
40, 40’ as mixtures of regioisomers, with the ratio of
86:14 and 93:7, respectively. In both cases, the products
where aryl substituents are located at the a-position to
a carbonyl group were obtained as major isomers.
Unfortunately, unsymmetrical internal alkynes with
tert-butyl, trimethylsilyl, or alkoxycarbonyl groups
could not participate in the present catalytic reaction.

Molecular CO can be drawn from aldehydes by
transition metal catalyzed decarbonylation.™ The
present active ruthenium species could also act as an
effective decarbonylation catalyst to produce molec-
ular CO, which can be utilized as an in situ formed C,
source in the [242+41] carbonylative cycloaddition.!"”
The desired products 4a—c were obtained in moderate
to good yields without external addition of gaseous CO
by cascade decarbonylation, carbonylative cycloaddi-
tion, and oxidation (Scheme 4). Although it was

HO
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[242+1] cycloaddition is initiated with the cleavage of the
formyl C—H bond of the aldehyde by an in situ generated Ru”
species to give the acyl-Ru" intermediate A. Subsequently,
insertion of the alkyne into the Ru—C bond of A leads to B.
The hydroacylated product 5 can be formed through the
reductive elimination from B. In contrast, when CO is present
in the reaction system, insertion of CO into the Ru—C bond of
B takes place to afford C, which undergoes intramolecular

] ]
Ce Ce
Ru'V-oxo species

Ce

o )R o )R
A R \_/ Ar BR
2 \{
o T
2nd step 1st step

[2+2+1] carbonylative cycloaddition under CO or Ar

previously reported that [Rus(CO),,]-catalyzed car-
bonylative cycloadditions developed by Chatani and

co-workers prefer CO pressurized conditions
Ru/CeO,
(0.050 mmol as Ru) o
o HCO,Na (0.30 mmol) o
H 4+ Ph———ph Xantphos (0.10 mmol) HO Dpn
DMA (3.0 mL; RT, overnight
R 160 °C, under Ar under air Ph
1 2a R
(5.0 mmol) (1.0mmol) | ... carbonylatve - o
cycloaddition oxidation 4a:R=0Me 60% (3h)
4b:R=H 60% (3 h)
Ru/CeO, 4c:R=Me 36% (4h)
HCO,Na
Xantphos | ;mm-moTommoo
under Ar

 in situ forme
: co

Scheme 4. [2+42+1] carbonylative cycloaddition of aldehydes and
alkynes without using external CO.

(>5 atm),** the present reaction proceeded on Ru/CeO,
even under a low concentration of CO. This outcome implies
that the catalytic cycle in the present reaction is different from
that proceeding via the formation of oxaruthenacycle inter-
mediate.>®

A possible reaction route to the formation of y-hydroxy-
butenolides is shown in SchemeS5. Our previous study
revealed the presence of isolated Ru'Y-oxo species on the
surface of CeO,, and it is transformed into a Ru’ species upon
treatment with HCO,Na and alkyne in DMA.F"'2 The
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Scheme 5. Possible reaction route to y-hydroxybutenolides.

cyclization leading to D. In the case of 2,4,6-trimethylbenz-
aldehyde (1p), the cyclization step must be suppressed by the
steric repulsion of the methyl substituents at the ortho-
position of aromatic aldehydes. The active Ru” species
regenerates through reductive elimination of D together
with the formation of the butenolide 3. After changing the
reaction atmosphere to open air, oxidation of y-hydroxy
acrylic acids (E), formed through hydrolysis of 3, is promoted
by the ruthenium catalyst with molecular oxygen to provide
the y-keto acrylic acids F. Finally tautomerization of F gives y-
hydroxybutenolides (4) as final products."® However, the
oxidation route to 4 by the direct oxidation of the C(sp*)—H
bond of 3 has not been excluded.

The most advantageous feature of supported catalysts is
their high recyclability. The Ru/CeO, catalyst was successfully
applied to the present reactions to produce 4a without any
decrease in the yields for at least three cycles (Scheme 6).

Although y-hydroxybutenolides themselves are of great
value in the field of biochemistry and pharmaceutical
chemistry, further chemical transformation can convert
them into various useful compounds. The treatment of 4a
with methyl iodide gave the a,f3-unsaturated-y-keto ester 6a
[Eq. (2); DMF = N,N-dimethylformamide]."” The reaction
with methylhydrazine produced the substituted pyridazinone
derivative 7a [Eq. (3)], which shows various important

Angew. Chem. 2016, 128, 286 —290
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Scheme 6. Recycling of Ru/CeO, catalyst.

pharmacological activities, such as fungicidal, antibacterial,
anti-hypertensive, and anti-inflammatory properties."® Also,
the y-amino-butenolide 8a was readily prepared by the
treatment of 4a with a simple primary amine [Eq. (4);
M.S. = molecular sieves].

o OxOMe
Mel, K,CO4 P @
DMF, RT, 3h Ar Ph
Ph
6a 75%
(o} \ 0
o] N
oL, NH,NHMe N )Ph
A Ph nBuOH \
Ph 100°C,5h A’ Ph
4a 7a43%
(Ar = p-MeOCgHy4)

F’hj o
PhCH,NH, HN O
nBUOH, 4A M.S. Ar%% @
100°C, 5h Ph
8a51%

In summary, we have developed a novel synthetic route
for y-hydroxybutenolides by ruthenium-catalyzed intermo-
lecular [2+42+1] carbonylative cycloaddition of aldehydes
with alkynes, followed by oxidation. A ceria-supported
ruthenium catalyst promotes the reaction, even with an
ambient pressure of CO, or without external CO, thus giving
the corresponding vy-hydroxybutenolides in good to high
yields. It is noteworthy that the present catalytic system
showed excellent environmental compatibility thanks to high
recyclability of the Ru/CeO, catalyst. Further synthetic
application of the Ru/CeO,-catalyzed carbonylative reactions
and mechanistic investigations are underway in our labora-
tory.

Acknowledgments

A part of this study was partially supported by the Program
for Element Strategy Initiative for Catalysts & Batteries
(ESICB) and the Grants-in-Aid for Young Scientists (B) (No.
26820353), commissioned by the Ministry of Education,
Culture, Sports, Science and Technology (MEXT) of Japan.

Keywords: carbonylation - cycloaddition - heterocycles -
ruthenium - supported catalyst

How to cite: Angew. Chem. Int. Ed. 2016, 55, 278-282
Angew. Chem. 2016, 128, 286—290

Angew. Chem. 2016, 128, 286 —290

© 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Boyd, J. Nat. Prod. 2001, 64, 661-663; f) R. A. Keyzers, M. T.
Davies-Coleman, Chem. Soc. Rev. 2005, 34,355-365; g) P. Yang,
D. Q. Liu, T. I. Liang, J. Li, H. Y. Zhang, A. H. Liu, Y. W. Guo,
S. C. Mao, Bioorg. Med. Chem. 2015, 23, 38 -45.

[2] a) A. M. Doherty, W. C. Patt, J. J. Edmunds, K. A. Berryman,
B. R. Reisdorph, M. S. Plummer, A. Shahripour, C. Lee, X. M.
Cheng, J. Med. Chem. 1995, 38, 1259-1263; b) W. C. Patt, J. J.
Edmunds, J. T. Repine, K. A. Berryman, B. R. Reisdorph, C.
Lee, M. S. Plummer, A. Shahripour, S.J. Haleen, J. A. Keiser,
M. A. Flynn, K. M. Welch, E. E. Reynolds, R. Rubin, B. Tobias,
H. Hallak, A. M. Doherty, J. Med. Chem. 1997, 40, 1063 -1074;
c) C. Holtke, M. P. Law, S. Wagner, K. Kopka, A. Faust, H. J.
Breyholz, O. Schober, C. Bremer, B. Riemann, M. Schifers,
Bioorg. Med. Chem. 2009, 17, 7197 —-7208.

[3] a) N. Chatani, Chem. Rec. 2008, 8, 201 —212; b) N. Chatani, M.
Tobisu, T. Asaumi, Y. Fukumoto, S. Murai, J. Am. Chem. Soc.
1999, 121, 7160-7161; c¢) M. Tobisu, N. Chatani, T. Asaumi, K.
Amako, Y. Ie, Y. Fukumoto, S. Murai, J. Am. Chem. Soc. 2000,
122, 12663-12674; d) N. Chatani, K. Amako, M. Tobisu, T.
Asaumi, Y. Fukumoto, S. Murai, J. Org. Chem. 2003, 68, 1591 -
1593.

[4] a) W. E. Crowe, A.T. Vu, J. Am. Chem. Soc. 1996, 118, 1557 -
1558; b) N. M. Kablaoui, F. A. Hicks, S. L. Buchwald, J. Am.
Chem. Soc. 1996, 118, 5818-5819; c) N. M. Kablaoui, F. A.
Hicks, S. L. Buchwald, J. Am. Chem. Soc. 1997, 119, 4424 —4431;
d) S. K. Mandal, S. R. Amin, W. E. Crowe, J. Am. Chem. Soc.
2001, 723, 6457 -6458.

[5] a) C. M. Yu, Y. T. Hong, J. H. Lee, J. Org. Chem. 2004, 69, 8506 —
8509; b) C.M. Yu, Y.T. Hong, S. K. Yoon, J. H. Lee, Synlett
2004, 1695-1698; c) J. Adrio, J. C. Carretero, J. Am. Chem. Soc.
2007, 129, 778-779; d) P. Gao, P. F. Xu, H. Zhai, J. Org. Chem.
2009, 74, 2592 -2593.

[6] a) N. Chatani, T. Morimoto, Y. Fukumoto, S. Murai, J. Am.
Chem. Soc. 1998, 120, 5335-5336;b) S. K. Kang, K. J. Kim, Y. T.
Hong, Angew. Chem. Int. Ed. 2002, 41, 1584-1586; Angew.
Chem. 2002, 114, 1654—-1656.

[7] a) P. T. Anastas, J. Warner in Green Chemistry: Theory and

Practice, Oxford University Press, New York 1998; b) R. A.

Sheldon, R.S. Downing, Appl. Catal. A 1999, 189, 163-183;

c) B. M. Trost, Acc. Chem. Res. 2002, 35, 695-705; d) P. Laszlo,

Acc. Chem. Res. 1986, 19,121 -127; ¢) Y. Izumi, M. Onaka, Adv.

Catal. 1992, 38, 245-282; f) J. H. Clark, D. J. Macquarrie, Chem.

Soc. Rev. 1996, 25, 303-310; g) B. F. Sels, D. E. De Vos, P. A.

Jacobs, Catal. Rev. Sci. Eng. 2001, 43, 443-488; h) T. Nishimura,

S. Uemura, Synlert 2004, 201; i) S. Kannan, Catal. Surv. Asia

2000, 70, 117-137; j) K. Kaneda, Synlett 2007, 999 -1015; k) M.

Tada, Y. Iwasawa, Coord. Chem. Rev. 2007, 251, 2702-2716;

1) L. Yin, J. Liebscher, Chem. Rev. 2007, 107, 133 -173.

a) K. Wada, H. Miura, S. Hosokawa, M. Inoue, J. Jpn. Pet. Inst.

2013, 56, 69-79; b) H. Miura, K. Wada, S. Hosokawa, M. Sai, T.

Kondo, M. Inoue, Chem. Commun. 2009, 4112-4114; c) H.

Miura, K. Wada, S. Hosokawa, M. Inoue, Chem. Eur. J. 2010, 16,

4186-4189; d) H. Miura, K. Wada, S. Hosokawa, M. Inoue,

ChemCatChem 2010, 2, 1223 -1225; ¢) M. Nishiumi, H. Miura,

K. Wada, S. Hosokawa, M. Inoue, Adv. Synth. Catal. 2010, 352,

3045-3052; f) H. Miura, S. Shimura, S. Hosokawa, S. Yamazoe,

K. Wada, M. Inoue, Adv. Synth. Catal. 2011, 353, 2837 —-2843;

¢) S. Shimura, H. Miura, S. Tsukada, K. Wada, S. Hosokawa, M.

Inoue, ChemCatChem 2012, 4, 2062 -2067; h) M. Nishiumi, H.

8

=

www.angewandte.de

289


http://dx.doi.org/10.1016/0040-4020(95)00638-O
http://dx.doi.org/10.1016/0040-4020(95)00638-O
http://dx.doi.org/10.1016/0040-4039(96)00718-6
http://dx.doi.org/10.1016/0040-4039(96)00718-6
http://dx.doi.org/10.1016/S0960-894X(99)00431-X
http://dx.doi.org/10.1016/S0960-894X(99)00431-X
http://dx.doi.org/10.1021/np000544e
http://dx.doi.org/10.1039/b408600g
http://dx.doi.org/10.1016/j.bmc.2014.11.031
http://dx.doi.org/10.1021/jm00008a002
http://dx.doi.org/10.1021/jm9606507
http://dx.doi.org/10.1016/j.bmc.2009.08.058
http://dx.doi.org/10.1002/tcr.20149
http://dx.doi.org/10.1021/ja991223w
http://dx.doi.org/10.1021/ja991223w
http://dx.doi.org/10.1021/ja003018i
http://dx.doi.org/10.1021/ja003018i
http://dx.doi.org/10.1021/jo0267495
http://dx.doi.org/10.1021/jo0267495
http://dx.doi.org/10.1021/ja9535874
http://dx.doi.org/10.1021/ja9535874
http://dx.doi.org/10.1021/ja960953q
http://dx.doi.org/10.1021/ja960953q
http://dx.doi.org/10.1021/ja970115b
http://dx.doi.org/10.1021/ja005568m
http://dx.doi.org/10.1021/ja005568m
http://dx.doi.org/10.1021/jo049252z
http://dx.doi.org/10.1021/jo049252z
http://dx.doi.org/10.1055/s-2004-830849
http://dx.doi.org/10.1055/s-2004-830849
http://dx.doi.org/10.1021/ja0684186
http://dx.doi.org/10.1021/ja0684186
http://dx.doi.org/10.1021/jo900045k
http://dx.doi.org/10.1021/jo900045k
http://dx.doi.org/10.1021/ja9802697
http://dx.doi.org/10.1021/ja9802697
http://dx.doi.org/10.1002/1521-3773(20020503)41:9%3C1584::AID-ANIE1584%3E3.0.CO;2-Y
http://dx.doi.org/10.1002/1521-3757(20020503)114:9%3C1654::AID-ANGE1654%3E3.0.CO;2-I
http://dx.doi.org/10.1002/1521-3757(20020503)114:9%3C1654::AID-ANGE1654%3E3.0.CO;2-I
http://dx.doi.org/10.1016/S0926-860X(99)00274-4
http://dx.doi.org/10.1021/ar010068z
http://dx.doi.org/10.1021/ar00124a004
http://dx.doi.org/10.1039/cs9962500303
http://dx.doi.org/10.1039/cs9962500303
http://dx.doi.org/10.1081/CR-120001809
http://dx.doi.org/10.1007/s10563-006-9012-y
http://dx.doi.org/10.1007/s10563-006-9012-y
http://dx.doi.org/10.1016/j.ccr.2007.06.008
http://dx.doi.org/10.1021/cr0505674
http://dx.doi.org/10.1627/jpi.56.69
http://dx.doi.org/10.1627/jpi.56.69
http://dx.doi.org/10.1039/b901830a
http://dx.doi.org/10.1002/chem.200903564
http://dx.doi.org/10.1002/chem.200903564
http://dx.doi.org/10.1002/cctc.201000144
http://dx.doi.org/10.1002/adsc.201000431
http://dx.doi.org/10.1002/adsc.201000431
http://dx.doi.org/10.1002/adsc.201100415
http://dx.doi.org/10.1002/cctc.201200342
http://www.angewandte.de

290

[9

—

(10]

(11]
(12]
(13]

(14]

(15]

www.angewandte.de

Zuschriften

Miura, K. Wada, S. Hosokawa, M. Inoue, ACS Catal. 2012, 2,
1753-1759; i) H. Miura, K. Wada, S. Hosokawa, M. Inoue,
Chem. Eur. J. 2013, 19, 861-864; j) H. Miura, K. Tsutsui, K.
Wada, T. Shishido, Chem. Commun. 2015, 51, 1654-1657.
Abbreviations: Xantphos = 4,5-bis(diphenylphosphino)-9,9-
dimethylxanthene; acac=acetylacetonate, dppb=1,4-bis(di-
phenylphosphino)butane; dppf=1,1"-bis-(diphenylphosphino)-
ferrocene; DPEphos = 2,2'-bis(diphenylphosphino)diphenyl
ether.

Hydroacylation mainly occurred when an excess amount of
alkyne was employed under an Ar atmosphere for the RuCeO,/
HCO,Na/Xantphos system.®

More detailed results of the optimization of the reaction
conditions are shown in the Supporting Information.

R. Martinez, M.-O. Simon, R. Chevalier, C. Pautigny, J.-P. Genét,
S. Darses, J. Am. Chem. Soc. 2009, 131, 7887 —7895.

Similar trends were observed in our previous studies on organic
transformations with supported ruthenium catalysts.®!

a) J. Tsuji, K. Ohno, J. Am. Chem. Soc. 1968, 90, 94-98;b) D. H.
Doughty, L. H. Pignolet, J. Am. Chem. Soc. 1978, 100, 7083 —
7085; c¢) G. Domazetis, B. Tarpey, D. Dolphin, B. R. James, J.
Chem. Soc. Chem. Commun. 1980, 939-940; d) C. M. Beck,
S. E. Rathmill, Y.J. Park, J. Chen, R. H. Crabtree, Organo-
metallics 1999, 18, 5311-5317; e) K. H. Park, S. U. Son, Y. K.
Chung, Chem. Commun. 2003, 1898—1899; f) T. Shibata, N.
Toshida, M. Yamasaki, S. Maekawa, K. Takagi, Tetrahedron
2005, 61, 9974-9979; g) T. Iwai, T. Fujihara, Y. Tsuji, Chem.
Commun. 2008, 6215-6217.

a) T. Morimoto, K. Fuji, K. Tsutsumi, K. Kakiuchi, J. Am. Chem.
Soc. 2002, 7124,3806-3807; b) K. Fuji, T. Morimoto, K. Tsutsumi,

[16

(17

[18

]

]

—_

An dte

Chemie

K. Kakiuchi, Angew. Chem. Int. Ed. 2003, 42, 2409-2411;
Angew. Chem. 2003, 115,2511-2513; ¢) K. Fuji, T. Morimoto, K.
Tsutsumi, K. Kakiuchi, Chem. Commun. 2005, 3295-3297;
d) F. Y. Kwong, H. W. Lee, W. H. Lam, L. Qiu, A. S. C. Chan,
Tetrahedron: Asymmetry 2006, 17, 1238 —1252.

a) K. Bowden, J. M. Byrne, J. Chem. Soc. Perkin Trans. 2 1997,
123-128; b) W. H. Miles, D. G. Duca, B. R. Selfridge, C. A. P.
De Sousa, K.B. Hamman, E.O. Goodzeit, J. T. Freedman,
Tetrahedron Lett. 2007, 48, 7809 -7812.

a) W. Rothweiler, C. Tamm, Helv. Chim. Acta 1970, 53, 696 —
724; b) 1. F. Grove, J. Chem. Soc. C 1971, 2261-2263; c) M.
Massias, L. Molho, S. Rebuffat, M. Cesario, J. Guilhen,
Phytochemistry 1989, 28, 1491-1494; d)J. Sekiguchi, H.
Kuroda, Y. Yamada, H. Okada, Tetrahedron Lett. 1985, 26,
2341-2342; e) B. Proksa, J. Fuska, Pharmazie 1995, 50, 215—-
216; f) M. D. Ronsheim, C. K. Zercher, J. Org. Chem. 2003, 68,
4535-4538; g) M. Gao, Y. Yang, Y. D. Wu, C. Deng, L. P. Cao,
X. G. Meng, A. X. Wu, Org. Lett. 2010, 12, 1856 —1859.

a) M. Takaya, M. Sato, K. Terashima, H. Tanizawa, Y. Maki, J.
Med. Chem. 1979, 22, 53-58; b) R. Barbaro, L. Betti, M. Botta,
F. Corelli, G. Giannaccini, L. Maccari, F. Manetti, G. Strappa-
ghetti, S. Corsano, J. Med. Chem. 2001, 44, 2118-2132; ¢) X. J.
Zou, L. H. Lai, G. Y. Jin, Z. X. Zhang, J. Agric. Food Chem.
2002, 50, 3757-3760; d) S. Demirayak, A.C. Karaburun, R.
Beis, Eur. J. Med. Chem. 2004, 39, 1089 —-1095.

Received: August 20, 2015
Revised: September 20, 2015
Published online: October 28, 2015

© 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Angew. Chem. 2016, 128, 286 —290


http://dx.doi.org/10.1021/cs300151x
http://dx.doi.org/10.1021/cs300151x
http://dx.doi.org/10.1002/chem.201203530
http://dx.doi.org/10.1039/C4CC08461F
http://dx.doi.org/10.1021/ja9017489
http://dx.doi.org/10.1021/ja01003a017
http://dx.doi.org/10.1021/ja00490a061
http://dx.doi.org/10.1021/ja00490a061
http://dx.doi.org/10.1039/c39800000939
http://dx.doi.org/10.1039/c39800000939
http://dx.doi.org/10.1021/om9905106
http://dx.doi.org/10.1021/om9905106
http://dx.doi.org/10.1039/b304325h
http://dx.doi.org/10.1016/j.tet.2005.08.016
http://dx.doi.org/10.1016/j.tet.2005.08.016
http://dx.doi.org/10.1039/b813171f
http://dx.doi.org/10.1039/b813171f
http://dx.doi.org/10.1021/ja0126881
http://dx.doi.org/10.1021/ja0126881
http://dx.doi.org/10.1002/anie.200351384
http://dx.doi.org/10.1002/ange.200351384
http://dx.doi.org/10.1039/b503816b
http://dx.doi.org/10.1016/j.tetasy.2006.03.036
http://dx.doi.org/10.1039/a602509i
http://dx.doi.org/10.1039/a602509i
http://dx.doi.org/10.1016/j.tetlet.2007.09.017
http://dx.doi.org/10.1002/hlca.19700530404
http://dx.doi.org/10.1002/hlca.19700530404
http://dx.doi.org/10.1039/j39710002261
http://dx.doi.org/10.1016/S0031-9422(00)97771-9
http://dx.doi.org/10.1016/S0040-4039(00)95093-7
http://dx.doi.org/10.1016/S0040-4039(00)95093-7
http://dx.doi.org/10.1021/jo026299g
http://dx.doi.org/10.1021/jo026299g
http://dx.doi.org/10.1021/ol100473f
http://dx.doi.org/10.1021/jm00187a013
http://dx.doi.org/10.1021/jm00187a013
http://dx.doi.org/10.1021/jm010821u
http://dx.doi.org/10.1021/jf0201677
http://dx.doi.org/10.1021/jf0201677
http://dx.doi.org/10.1016/j.ejmech.2004.09.005
http://www.angewandte.de

