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Abstract: An enantioselective oxidative carbocyclization—
borylation of enallenes that is catalyzed by palladium(II) and
a Brgnsted acid was developed. Biphenol-type chiral phos-
phoric acids were superior co-catalysts for inducing the
enantioselective cyclization. A number of chiral borylated
carbocycles were synthesized in high enantiomeric excess.

Chiral anion-induced enantioselective transformations have
emerged as challenging reactions in asymmetric catalysis.! In
particular, the combination of chiral anions with transition
metal catalysis has introduced new perspectives to the field
and offers opportunities for the discovery of new enantiose-
lective reactions.””! Ever since the development of the first
enantioselective hydrocarboxylation of styrenes catalyzed by
Pd" and a chiral phosphoric acid,®! a number of palladium-
catalyzed asymmetric protocols employing such a chiral anion
strategy have been developed.”'? These advances have
mainly focused on the a-allylation of aldehydes and
ketones,”!”! the Overman rearrangement,’" and the Diels—
Alder reactions™ under non-oxidative conditions. On the
other hand, for Pd-catalyzed oxidative transformations,
especially those involving the stereoselective formation of
carbon-carbon bonds, the catalytic system based on Pd" and
a chiral Brgnsted acid has been less successful.['*]
Pd"-catalyzed oxidative carbocyclization reactions have
recently emerged as an important class of chemical trans-
formations, as they allow the rapid assembly of a variety of
complex cyclic structures from substrates incorporating fewer
prefunctionalizations."*!”! In the past decade, our research
group has been involved in the development of novel
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Scheme 1. Palladium(l1)-catalyzed oxidative carbocyclization of enal-
lenes.

enantioselective
carbocyclization?

oxidative carbocyclization reactions using allenes as the
carbon nucleophiles. Several unsaturated hydrocarbon sys-
tems have been studied extensively, such as dienallenes, !
enallenes,’” and allenynes.”’ Among those, the carbocycli-
zation of enallenes, proposed to involve a vinylpalladium(II)
intermediate A, occurred through a syn-carbopalladation
leading to the formation of cyclic structures, which contain
a new stereogenic center (Scheme 1). In order to develop an
asymmetric protocol, we envisioned that by exchanging the
acetate with a chiral anion, migratory insertion of the alkene
into the Pd—C bond may occur in an enantioselective manner.
By this means, an enantioselective carbocyclization could be
accomplished under oxidative conditions. Herein, we report
a Pd"/Brgnsted acid-catalyzed enantioselective oxidative
carbocyclization-borylation of enallenes.

We chose chiral phosphates as anions of interest, owing to
their stability under oxidative conditions.”!! In the initial
experiment, enallene la was treated with 2.5mol% of
Pd(OAc),, 5mol% of (R)-BINOL phosphoric acid 3a,
1.0 equiv of bis(pinacolato)diboron (B,pin,) and 1.2 equiv of
benzoquinone (BQ) in toluene at room temperature for 24 h.
Gratifyingly, the desired borylated carbocycle 2a was
obtained in nearly quantitative yield and the enantiomeric
excess of the borylated carbocycle was determined as 30 %
(Table 1, entry 1).%! Although the enantioselectivity was low,
this result clearly indicates that the anticipated chiral anion
strategy was feasible for this oxidative carbocyclization
reaction. We further screened a series of 3,3'-disubstituted
(R)-BINOL phosphoric acids.”®! However, only minor
improvement of the enantioselectivity was observed. 2-
Naphthyl-substituted phosphoric acid 3¢ was the most
effective among its analogues, but the reaction delivered the
desired product in only 45% ee (entry 3). Phosphoric acid 3i
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Table 1: Screening of reaction conditions.!

Pd(OAc); (2.5 mol%)
chiral acid (5 mol%) E E
B,pin, (1.0 equiv)
BQ (1.2 equiv)

E E

o

)J\ toluene, RT .
Bpin
E = COOMe
1a 2a

Entry Chiral acid Time [h] Yield [%6]" ee [%6]9
1 3a 24 >95 30
2 3b 24 >95 8
3 3¢ 24 >95 45
4 3d 24 67 6
5 3e 24 >95 42
6 3f 24 >95 10
7 3h 24 >95 26
8 3h 24 >95 20
9 3i 16 67 24
10 4a 24 >95 77
11 4b 16 67 76
12 4c 16 >95 40
13 4d 16 >95 48
14 4e 48 <5 L
150 4a 84 >95 80
16 4a 84 >95 83
1700 4a 36 >95 83
18! 4b 36 >95 80
19ih 4a 42 97 (931 84

[a] Reactions were run on a 0.1 mmol scale in 1.0 mL of toluene.

[b] Yields were determined by '"H NMR analysis of crude reaction
mixtures using anisole as the internal standard. [c] Yield of isolated
product. [d] Determined by HPLC on a chiral stationary phase. [e] Not
determined. [f] Using 5 mol % of Pd(OAc),, 10 mol % of chiral acid in
anhydrous solvent under argon at 13°C. [g] In 1.0 mL of m-xylene. [h] In
0.5 mL of m-xylene. [il On 0.2 mmol scale with 1.5 equiv of BQ in 1.0 mL

of m-xylene.
R R R
‘ 0.2

‘ ‘ 0.0 -
o >F

CC ™ ] o
R R' R

3 4

3a,R=H 3f, R=SiPh; 4a, R=1{Bu, R'=Me, X=0OH
3b,R=Ph 3g, R = SitBuPh;, 4b, R = tBu, R'=Cl, X = OH
3¢, R =2-naphthyl 3h, R = mesityl 4c,R=H, R'=Me, X=0H

3d, R = 9-anthracenyl 3i, R = 2,4,6-(iPr);CgH,
3e, R =SiMe;

4d, R = 2-naphthyl, R' = Me, X = OH
4e, R =tBu, R'= Me, X = NHTf

(TRIP), which was the optimal acid in previous stud-
ies, 1011714 showed poor enantioselectivity in our carbocyc-
lization reaction (entry 9).

We further examined phosphoric acids with different
chiral backbones. To our delight, biphenol-type phosphoric
acid 4a with 3,3'-di-tert-butyl substitution was superior for
rendering a highly enantioselective carbocyclization and the
borylated carbocycle 2a was obtained in 77 % ee (Table 1,
entry 10).?* An analogous phosphoric acid 4b with electron-
withdrawing chlorides attached to the backbone gave a similar
outcome with regard to the enantioselectivity of the reaction
(entry 11). Modification of the substituents at the 3,3
positions resulted in a diminished enantioselectivity
(entries 12 and 13). With phosphoramide 4e, however, the
reaction hardly proceeded, probably because of the steric
hindrance of the anion (entry 14). A careful screening of the
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solvent showed that noncoordinating arene-type solvents
were effective, and m-xylene gave the best results. Further-
more, higher catalyst loading (5 mol % ), lower temperature
(13°C), and an excess of BQ (1.5 equiv) improved both the
yield (93 %) and enantioselectivity (84 % ee) of the reaction
(entry 19).%

With the optimized conditions in hand, we investigated
the substrate scope of the reaction. The diethyl malonate
enallene 1b gave the cyclization product in similar yield and
enantioselectivity as la (Table2, entry?2). A significant
increase in enantioselectivity (93 % ee) was observed with
enallene 1e¢, which incorporated a cyclohexylidene allene
moiety (entry 3). The ring size of the cycloalkylideneallenes
had a minor influence on the enantioselectivity, as the
cyclopentylidene and cycloheptylidene enallenes 1d and 1e
both gave the corresponding borylated products in 92% ee
(entries4 and 5). However, the borylated prodcut from
cycloheptylidene substrate 1e was obtained in a lower yield.
The reaction of the cyclooctylidene substrate 1f led to 2f in
a higher yield, but the enantioselectivity was diminished
slightly (88 % ee), probably because of a less favored coordi-
nation of the chiral catalyst to the substrate (entry 6). The
borylation of unsymmetrical monomethyl allene 1g led to the
product in low yield (34%) and moderate enantiomeric
excess (51% ee) after 96 h (entry 7).[) Evidently, this out-
come indicates that the terminal disubstitution of the allene is
crucial for both its reactivity and the enantioselectivity of the
reaction. Better results with regard to the yield (75%) and
enantioselectivity (71 % ee) were obtained with methyl- and
phenyl-substituted 1h compared to 1g (entry8 versus
entry 7). Modifications on the alkene moiety were unfavor-
able for the enantioselective carbocyclization. An internal
methyl substituent on the alkene was tolerated, but the
product was obtained in only 75% ee (entry9). Cinnamyl
substrate 1j, which reacted well in the racemic reaction, "
completely failed under the enantioselective reaction con-
ditions and no cyclized product was formed (entry 10).%° The
cis-phenyl isomer 1k could only be converted to the desired
product to a small extent after 96 h with moderate enantio-
selectivity (68 % ee, entry 11).””! Aza-enallene 11 was incom-
patible with the reaction conditions and decomposition of the
starting material was observed, probably because of its
sensitivity to the acidic environment (entry 12).*

Previous studies suggest a possible coordination of the
tethered group (e.g. carbonyl moiety of the malonate) to the
Pd" center, which may influence the outcome of the
reaction.””) A control experiment employing enallene 1m
with a ketal tether, which cannot coordinate to Pd in the C—C
bond-forming step, showed that the enantioselectivity was
unaffected compared to the reaction of 1¢, where the tether
has two carbomethoxy groups. Borylated carbocycles 2m and
2¢ were obtained with the same enantioselectivity (93 % ee)
and in a similar yield, though a slightly longer reaction time
was required for the former (entry 13 versus entry 3).

In conclusion, we have developed a Pd"/Brgnsted acid-
catalyzed enantioselective oxidative carbocyclization-boryla-
tion of enallenes. Biphenol-type chiral phosphoric acids
served as novel anionic co-catalysts for this enantioselective
carbocyclization. With this protocol, a number of borylated
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Table 2: Scope of the enantioselective carbocyclization-borylation reac-
tion 1!

Entry  Enallene Carbocycle Time  Yield ee
h 6" 9]
EE EE
1 g _ JQ; 22 4 93 84
)]\ Bpin
EtOOC_COOEt EtOOC_COOEt
42 88 84
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[a] Reaction conditions: Enallene (0.2 mmol), Pd(OAc), (5 mol %), 4a
(10 mol %), B,pin, (1.0 equiv), and BQ (1.5 equiv) in anhydrous m-xylene
(1.0 mL) under argon at 13°C. [b] Yields of isolated products after
column chromatography. [c] Determined by HPLC on a chiral stationary
phase. [d] Not determined. E=CO,Me, Ts = para-toluenesulfonyl.
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carbocycles were formed with good to high enantioselectivity.
More importantly, this work has successfully tackled the
enantioselective oxidative carbocyclization reactions from
a new angle.!'"”’ We believe that this chiral anion strategy can
be further applied for the development of different enantio-
selective oxidative carbon—carbon bond-forming reactions.
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chiral phosphoric acid - oxidation - palladium

How to cite: Angew. Chem. Int. Ed. 2015, 54, 6024-6027
Angew. Chem. 2015, 127, 6122-6125

[1] For leading reviews: a) M. Mahlau, B. List, Angew. Chem. Int.
Ed. 2013, 52, 518-533; Angew. Chem. 2013, 125, 540-556;
b) R. J. Phipps, G. L. Hamilton, F. D. Toste, Nat. Chem. 2012, 4,
603-614; c)J. Lacour, D. Moraleda, Chem. Commun. 2009,
7073 -7089.

[2] a) D. Parmar, E. Sugiono, S. Raja, M. Rueping, Chem. Rev. 2014,

114, 9047-9153; b) D.-F. Chen, Z.-Y. Han, X.-L. Zhou, L.-Z.

Gong, Acc. Chem. Res. 2014, 47, 2365-2377.

With gold, see: a) R. L. Lalonde, Z.J. Wang, M. Mba, A.D.

Lackner, F. D. Toste, Angew. Chem. Int. Ed. 2010, 49, 598 - 601,

Angew. Chem. 2010, 122, 608 -611; b) K. Aikawa, M. Kojima, K.

Mikami, Adv. Synth. Catal. 2010, 352, 3131-3135; ¢) G. L.

Hamilton, E.J. Kang, M. Mba, F. D. Toste, Science 2007, 317,

496 -499.

With copper, see: a) V. Rauniyar, Z. J. Wang, H. E. Burks, F. D.

Toste, J. Am. Chem. Soc. 2011, 133, 8486—8489; b) R. Yazaki, N.

Kumagai, M. Shibasaki, J. Am. Chem. Soc. 2010, 132, 10275-

10277; ¢) B. Zhao, H. Du, Y. Shi, J. Org. Chem. 2009, 74, 8392 —

8395; d) D. B. Llewellyn, D. Adamson, B. A. Arndtsen, Org.

Lett. 2000, 2, 4165 -4168.

With ruthenium, see: a)J.R. Zbieg, E. Yamaguchi, E.L.

MclInturff, M. J. Krische, Science 2012, 336, 324-327; b) G.

Jiang, B. List, Chem. Commun. 2011, 47, 10022 -10024.

With rhodium, see: a) B. Xu, S.-F. Zhu, Z.-C. Zhang, Z.-X. Yu, Y.

Ma, Q.-L. Zhou, Chem. Sci. 2014, 5,1442-1448;b) L. Ren, X.-L.

Lian, L.-Z. Gong, Chem. Eur. J. 2013, 19, 3315-3318; c) M.

Terada, Y. Toda, Angew. Chem. Int. Ed. 2012, 51, 2093 -2097,

Angew. Chem. 2012, 124, 2135-2139; d) B. Xu, S.-F. Zhu, X.-L.

Xie, J.-J. Shen, Q.-L. Zhou, Angew. Chem. Int. Ed. 2011, 50,

11483 -11486; Angew. Chem. 2011, 123, 11685-11688; ¢) V.

Komanduri, M. J. Krische, J. Am. Chem. Soc. 2006, 128, 16448 —

16449.

With iridium, see: a) Y. Zhang, C.-S. Lim, D. S. B. Sim, H.-J. Pan,

Y. Zhao, Angew. Chem. Int. Ed. 2014, 53, 1399-1403; Angew.

Chem. 2014, 126, 1423 -1427; b) M. Barbazanges, M. Augé, J.

Moussa, H. Amouri, C. Aubert, C. Desmarets, L. Fensterbank,

V. Gandon, M. Malacria, C. Ollivier, Chem. Eur. J. 2011, 17,

13789-13794.

[8] H. Alper, N. Hamel, J. Am. Chem. Soc. 1990, 112, 2803 —2804.

[9] a) S. Mukherjee, B. List, J. Am. Chem. Soc. 2007, 129, 11336—
11337;b) G. Jiang, B. List, Angew. Chem. Int. Ed. 2011, 50,9471 -
9474; Angew. Chem. 2011, 123, 9643 —9646.

[10] a) K. Ohmatsu, N. Imagawa, T. Ooi, Nat. Chem. 2014, 6, 47-51;
b) D. Zhang, H. Qiu, L. Jiang, F. Lv, C. Ma, W. Hu, Angew.
Chem. Int. Ed. 2013, 52, 13356 -13360; Angew. Chem. 2013, 125,
13598 -13602; ¢) Z.-L. Tao, W.-Q. Zhang, D.-F. Chen, A. Adele,
L.-Z. Gong, J. Am. Chem. Soc. 2013, 135, 9255-9258; d) K.
Ohmatsu, M. Ito, T. Kunieda, T. Ooi, J. Am. Chem. Soc. 2013,
135, 590-593; e) K. Ohmatsu, M. Ito, T. Kunieda, T. Ooi, Nat.
Chem. 2012, 4, 473 -4717.

[11] G.Jiang, R.Halder, Y. Fang, B. List, Angew. Chem. Int. Ed. 2011,
50, 9752-9755; Angew. Chem. 2011, 123, 9926 —9929.

3

—

[4

[}

[5

—

6

[}

[7

—

Angew. Chem. Int. Ed. 2015, 54, 60246027


http://dx.doi.org/10.1002/anie.201205343
http://dx.doi.org/10.1002/anie.201205343
http://dx.doi.org/10.1002/ange.201205343
http://dx.doi.org/10.1038/nchem.1405
http://dx.doi.org/10.1038/nchem.1405
http://dx.doi.org/10.1039/b912530b
http://dx.doi.org/10.1039/b912530b
http://dx.doi.org/10.1021/cr5001496
http://dx.doi.org/10.1021/cr5001496
http://dx.doi.org/10.1021/ar500101a
http://dx.doi.org/10.1002/anie.200905000
http://dx.doi.org/10.1002/ange.200905000
http://dx.doi.org/10.1002/adsc.201000672
http://dx.doi.org/10.1126/science.1145229
http://dx.doi.org/10.1126/science.1145229
http://dx.doi.org/10.1021/ja202959n
http://dx.doi.org/10.1021/ja105141x
http://dx.doi.org/10.1021/ja105141x
http://dx.doi.org/10.1021/jo901685c
http://dx.doi.org/10.1021/jo901685c
http://dx.doi.org/10.1021/ol000303y
http://dx.doi.org/10.1021/ol000303y
http://dx.doi.org/10.1126/science.1219274
http://dx.doi.org/10.1039/c1cc12499d
http://dx.doi.org/10.1039/c3sc52807c
http://dx.doi.org/10.1002/chem.201203993
http://dx.doi.org/10.1002/anie.201107805
http://dx.doi.org/10.1002/ange.201107805
http://dx.doi.org/10.1002/anie.201105485
http://dx.doi.org/10.1002/anie.201105485
http://dx.doi.org/10.1002/ange.201105485
http://dx.doi.org/10.1021/ja0673027
http://dx.doi.org/10.1021/ja0673027
http://dx.doi.org/10.1002/anie.201307789
http://dx.doi.org/10.1002/ange.201307789
http://dx.doi.org/10.1002/ange.201307789
http://dx.doi.org/10.1002/chem.201102723
http://dx.doi.org/10.1002/chem.201102723
http://dx.doi.org/10.1021/ja00163a053
http://dx.doi.org/10.1021/ja074678r
http://dx.doi.org/10.1021/ja074678r
http://dx.doi.org/10.1002/anie.201103263
http://dx.doi.org/10.1002/anie.201103263
http://dx.doi.org/10.1002/ange.201103263
http://dx.doi.org/10.1002/anie.201306824
http://dx.doi.org/10.1002/anie.201306824
http://dx.doi.org/10.1002/ange.201306824
http://dx.doi.org/10.1002/ange.201306824
http://dx.doi.org/10.1021/ja402740q
http://dx.doi.org/10.1021/ja312125a
http://dx.doi.org/10.1021/ja312125a
http://dx.doi.org/10.1038/nchem.1311
http://dx.doi.org/10.1038/nchem.1311
http://dx.doi.org/10.1002/anie.201103843
http://dx.doi.org/10.1002/anie.201103843
http://dx.doi.org/10.1002/ange.201103843
http://www.angewandte.org

[12] S.-Y. Yu, H. Zhang, Y. Gao, L. Mo, S. Wang, Z.-J. Yao, J. Am.
Chem. Soc. 2013, 135, 11402 -11407.

[13] Z. Chai, T.J. Rainey, J. Am. Chem. Soc. 2012, 134, 3615-3618.

[14] P-S. Wang, H.-C. Lin, Y.-J. Zhai, Z.-Y. Han, L.-Z. Gong, Angew.
Chem. Int. Ed. 2014, 53, 12218 -12221; Angew. Chem. 2014, 126,
12414-12417.

[15] For the use of bidentate amino acid ligands, see: a) K. S. L.
Chan, H.-Y. Fu, J.-Q. Yu, J. Am. Chem. Soc. 2015, 137, 2042 —
2046; b) K.-J. Xiao, D. W. Lin, M. Miura, R.-Y. Zhu, W. Gong,
M. Wasa, J.-Q. Yu, J. Am. Chem. Soc. 2014, 136, 8138 -8142;
c) M. Wasa, K. M. Engle, D. W. Lin, E. J. Yoo, J.-Q. Yu, J. Am.
Chem. Soc. 2011, 133, 19598 -19601; d) B.-F. Shi, Y.-H. Zhang,
J. K. Lam, D.-H. Wang, J.-Q. Yu, J. Am. Chem. Soc. 2010, 132,
460-461; e) B.-F. Shi, N. Maugel, Y.-H. Zhang, J.-Q. Yu, Angew.
Chem. Int. Ed. 2008, 47, 4882 —4886; Angew. Chem. 2008, 120,
4960 —-4964.

[16] a) Y. Deng, A. K. A. Persson, J.-E. Bickvall, Chem. Eur. J. 2012,
18, 11498 -11523; b) R. I. McDonald, G. Liu, S. S. Stahl, Chem.
Rev. 2011, 111, 2981-3019; c) E. M. Beccalli, G. Broggini, M.
Martinelli, S. Sottocornola, Chem. Rev. 2007, 107, 5318 -5365;
d) B. V. Popp, S. S. Stahl, Top. Organomet. Chem. 2007, 22, 149 —
189.

[17] For Pd"-catalyzed enantioselective oxidative carbon-carbon
bond formation with neutral chiral ligands, see: a) K. Takenaka,
S. C. Mohanta, H. Sasai, Angew. Chem. Int. Ed. 2014, 53, 4675—
4679; Angew. Chem. 2014, 126, 4763 -4767; b) B. M. Trost, D. A.
Thaisrivongs, E. J. Donckele, Angew. Chem. Int. Ed. 2013, 52,
1523-1526; Angew. Chem. 2013, 125, 1563-1566; c)J. A.
Schiffner, T. H. Woste, M. Oestreich, Eur. J. Org. Chem. 2010,
174-182; d)J. A. Schiffner, A.B. Machotta, M. Oestreich,
Synlett 2008, 2271 -2274; ¢) K. Akiyama, K. Mikami, Hetero-
cycles 2007, 74, 827 —-834.

[18] a) J. Lofstedt, J. Franzén, J.-E. Bickvall, J. Org. Chem. 2001, 66,
8015-8025; b) J. Lofstedt, K. Nirhi, I. Dorange, J.-E. Béckvall,
J. Org. Chem. 2003, 68, 7243 —7248; ¢) 1. Dorange, J. Lofstedt, N.
Katja, J. Franzén, J.-E. Béckvall, Chem. Eur. J. 2003, 9, 3445—
3449; d) J. Piera, A. Persson, X. Caldentey, J.-E. Bickvall, J. Am.
Chem. Soc. 2007, 129, 14120-14121.

[19] a)J. Franzén, J. Lofstedt, I. Dorange, J.-E. Bickvall, J. Am.
Chem. Soc. 2002, 124, 1124611247, b) J. Franzén, J.-E. Biick-
vall, J. Am. Chem. Soc. 2003, 125, 6056—6057; c) J. Franzén, J.
Lofstedt, J. Falk, J.-E. Backvall, J. Am. Chem. Soc. 2003, 125,
14140-14148; d) A.K. A. Persson, J.-E. Bickvall, Angew.
Chem. Int. Ed. 2010, 49, 4624 —4627; Angew. Chem. 2010, 122,

Ang

Internatic

4728-4731; e) A. K. A. Persson, T. Jiang, M. T. Johnson, J.-E.
Backvall, Angew. Chem. Int. Ed. 2011, 50, 6155-6159; Angew.
Chem. 2011, 123, 6279-6283; f) T. Jiang, A. K. A. Persson, J.-E.
Bickvall, Org. Lert. 2011, 13, 5838; g) C. M. R. Volla, J.-E.
Backvall, Org. Lett. 2014, 16, 4174—-4177.

[20] a) Y. Deng, T. Bartholomeyzik, A. K. A. Persson, J. Sun, J.-E.
Béckvall, Angew. Chem. Int. Ed. 2012, 51, 2703-2707; Angew.
Chem. 2012, 124,2757-2761; b) Y. Deng, T. Bartholomeyzik, J.-
E. Backvall, Angew. Chem. Int. Ed. 2013, 52, 6283 - 6287; Angew.
Chem. 2013, 125, 6403-6407; c) C. M. R. Volla, J.-E. Bickvall,
Angew. Chem. Int. Ed. 2013, 52, 14209-14213; Angew. Chem.
2013, 125, 14459-14463; d) T. Bartholomeyzik, J. Mazuela, R.
Pendrill, Y. Deng, J.-E. Béckvall, Angew. Chem. Int. Ed. 2014,
53, 8696-8699; Angew. Chem. 2014, 126, 8840-8843;
e) C. M. R. Volla, J. Mazuela, J.-E. Biackvall, Chem. Eur. J.
2014, 20, 7608-7612.

[21] Attempts to use chiral BOX-type ligands and chiral carboxylic
acids gave low enantioselectivity.

[22] The reaction using (S)-BINOL phosphoric acid resulted in
30% ee, tavoring the other enantiomer of the product.

[23] For the complete screening of reaction conditions, including
solvents, catalysts, and oxidants, see the Supporting Information.

[24] The axially chiral biphenol backbone was used previously in
ring-closing metathesis catalysts. See: J. B. Alexander, D. S. La,
D. R. Cefalo, A. H. Hoveyda, R. R. Schrock, J. Am. Chem. Soc.
1998, 120, 4041 -4042.

[25] Even for the racemic reaction (in the absence of the chiral
phosphoric acid), enallene 1g could not reach full conversion
after 96h with 5mol% of Pd(OAc),, 1.0equiv of B,pin,,
1.2 equiv of BQ at 40°C.

[26] The reaction of cinnamyl substrate 1j using phosphoric acid 3a
instead of 4a did not change the outcome and also in this case
there was no conversion.

[27] The reaction of cis-phenyl enallene 1k using phosphoric acid 3a
instead of 4a gave the borylated product in 3% ee.

[28] A.K. A. Persson, E. V. Johnston, J.-E. Bickvall, Org. Lett. 2009,
11, 3814-3817.

[29] a) E. A. Karlsson, J.-E. Béckvall, Chem. Eur. J. 2008, 14, 9175 -
9180; b) V. Pardo-Rodriguez, E. Buiiuel, D. Collado-Sanz, D. J.
Cardenas, Chem. Commun. 2012, 48, 10517-10519.

Received: February 3, 2015
Published online: March 24, 2015

Angew. Chem. Int. Ed. 2015, 54, 6024—6027

© 2015 The Authors. Published by Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

www.angewandte.org

die

Chemie

6027


http://dx.doi.org/10.1021/ja405764p
http://dx.doi.org/10.1021/ja405764p
http://dx.doi.org/10.1021/ja2102407
http://dx.doi.org/10.1002/anie.201408199
http://dx.doi.org/10.1002/anie.201408199
http://dx.doi.org/10.1002/ange.201408199
http://dx.doi.org/10.1002/ange.201408199
http://dx.doi.org/10.1021/ja512529e
http://dx.doi.org/10.1021/ja512529e
http://dx.doi.org/10.1021/ja504196j
http://dx.doi.org/10.1021/ja207607s
http://dx.doi.org/10.1021/ja207607s
http://dx.doi.org/10.1021/ja909571z
http://dx.doi.org/10.1021/ja909571z
http://dx.doi.org/10.1002/anie.200801030
http://dx.doi.org/10.1002/anie.200801030
http://dx.doi.org/10.1002/ange.200801030
http://dx.doi.org/10.1002/ange.200801030
http://dx.doi.org/10.1002/chem.201201494
http://dx.doi.org/10.1002/chem.201201494
http://dx.doi.org/10.1021/cr100371y
http://dx.doi.org/10.1021/cr100371y
http://dx.doi.org/10.1021/cr068006f
http://dx.doi.org/10.1002/anie.201311172
http://dx.doi.org/10.1002/anie.201311172
http://dx.doi.org/10.1002/ange.201311172
http://dx.doi.org/10.1002/anie.201207870
http://dx.doi.org/10.1002/anie.201207870
http://dx.doi.org/10.1002/ange.201207870
http://dx.doi.org/10.1002/ejoc.200901129
http://dx.doi.org/10.1002/ejoc.200901129
http://dx.doi.org/10.1021/jo0157324
http://dx.doi.org/10.1021/jo0157324
http://dx.doi.org/10.1021/jo034412c
http://dx.doi.org/10.1002/chem.200305056
http://dx.doi.org/10.1002/chem.200305056
http://dx.doi.org/10.1021/ja075488j
http://dx.doi.org/10.1021/ja075488j
http://dx.doi.org/10.1021/ja026150m
http://dx.doi.org/10.1021/ja026150m
http://dx.doi.org/10.1021/ja029505a
http://dx.doi.org/10.1021/ja037398u
http://dx.doi.org/10.1021/ja037398u
http://dx.doi.org/10.1002/anie.201000726
http://dx.doi.org/10.1002/anie.201000726
http://dx.doi.org/10.1002/ange.201000726
http://dx.doi.org/10.1002/ange.201000726
http://dx.doi.org/10.1002/anie.201008032
http://dx.doi.org/10.1002/ange.201008032
http://dx.doi.org/10.1002/ange.201008032
http://dx.doi.org/10.1021/ol202451f
http://dx.doi.org/10.1021/ol501862z
http://dx.doi.org/10.1002/anie.201107592
http://dx.doi.org/10.1002/ange.201107592
http://dx.doi.org/10.1002/ange.201107592
http://dx.doi.org/10.1002/anie.201301167
http://dx.doi.org/10.1002/ange.201301167
http://dx.doi.org/10.1002/ange.201301167
http://dx.doi.org/10.1002/anie.201308448
http://dx.doi.org/10.1002/ange.201308448
http://dx.doi.org/10.1002/ange.201308448
http://dx.doi.org/10.1002/anie.201404264
http://dx.doi.org/10.1002/anie.201404264
http://dx.doi.org/10.1002/ange.201404264
http://dx.doi.org/10.1002/chem.201402688
http://dx.doi.org/10.1002/chem.201402688
http://dx.doi.org/10.1021/ja974353i
http://dx.doi.org/10.1021/ja974353i
http://dx.doi.org/10.1021/ol901294j
http://dx.doi.org/10.1021/ol901294j
http://dx.doi.org/10.1002/chem.200801294
http://dx.doi.org/10.1002/chem.200801294
http://dx.doi.org/10.1039/c2cc34468h
http://www.angewandte.org

