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The key to the success is to explore a mild condition, which )
50°C, 24 h

ensures the indole C—H activation and subsequent syn f-hydride
elimination through rapid enolization isomerization of Pd(I)-
enolate while suppressing other undesired side reactions. Synthetic
utility has also been demonstrated in the flexible transformation of

Ligand

« Simple starting materials and high regioselectivity
« Mild and near neutral reaction conditions as well as green oxidant

the coupling products to meta-phenols and benzo[a]carbazoles.

he numerous applications of functionalized indole in

pharmaceuticals, agrochemicals, and functional materials
have triggered long-standing and continuous efforts for the
exploration of efficient and applicable approaches for the
installation of these valuable compounds.’ Transition-metal-
catalyzed inert C—H bond functionalization of indole
represents one of the most straightforward and eflicient
strategies to access structurally diversified indoles owing to its
high efficiency in atom and step economy as well as
sustainability (Scheme 1a).” Among them, palladium-catalyzed
direct cross-coupling of indole with acyclic acrylate® has been
well studied and holds a unique position in this thriving
research area because of the synthetic flexibility of olefin
functionality in these products, which provide opportunities for
further useful transformations,* such as reductive additions,
pericyclic additions, and so on. Thus, exploration of new
coupling partners to expand this reactivity regime would
constitute significant interest in direct modification of indole
pharmacophores.

As a commercially available and relatively cheap reagent,
cyclohexenone has been demonstrated as an excellent
precursor to produce phenol.’ In particular, dehydrogenative
oxidation of f-functionalized cyclohexenones opens a new
entry to access meta-substituted phenols,” which are more
difficult to prepare in traditional electrophilic substitution
methods owing to the intrinsic ortho/para-directing propensity
of the hydroxyl group.” As a consequence, in order to
overcome the limitations of currently used coupling reactions
from prefunctionalized substrates® such as aryl halides and aryl
boronic acids (Scheme 1b), exploring efficient synthetic
approaches for f-functionalized cyclohexenones preparation

© XXXX American Chemical Society

7 ACS Publications

Late-stage modification

through the C—H activation strategy is highly desirable. In this
context, we conceived that direct cross-coupling of indole with
cyclohexenone to produce f-indolyl-substituted cyclohexenone
would undoubtedly expand diversified derivatization of indoles
(Scheme 1c), such as unique accessibility to meta-indolyl
phenols and benzo[a]carbazoles’. However, to the best of our
knowledge, direct coupling of cyclohexenone to the indole
moiety through C—H bond activation has not been reported
owing to the substantial challenges by employing both sensitive
substrates.

The challenge posed by our envisioned dehydrogenative
couplings between cyclohexenone and indole is to identify a
mild reaction condition which must be compatible and orderly
in good delay with indole C—H activation and syn f-hydride
elimination (Scheme 1d). First, selective palladation of the
indole C—H bond and migratory insertion to cyclohexenone
must be fast enough because cyclohexenone is sensitive to
strong acidic/basic conditions (self-aldol condensation) as well
as oxidative dehydrogenation (phenol) in palladium cata-
lysis.’”'" In addition, both the substrate and product
containing indole units are susceptible to decomposition
under oxidative reaction conditions.'" Thus, developing a mild
and near neutral reaction conditions is highly desirable.
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Scheme 1. Overview and Context of This Work
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Second, syn-f-hydride elimination is inaccessible owing to the
restricted bond rotation of the six-membered ring conforma-
tion for f-indolyl Pd(II)-enolate, which request its rapid
enolization isomerization to align the metal for syn
elimination.® Within our ongoing efforts in the development
of coupling diversifications by using challenging cyclic enones
as coupling partners,'” we have achieved the first palladium-
catalyzed dehydrogenative cross-coupling of cyclic enones with
indoles, which we report herein. Notable features such as
excellent regioselectivity, broad functional group tolerance, as
well as clean oxidant made our method more practical and
appealing in synthetic chemistry. In addition, the successful
transformation of coupling products to valuable meta-phenols
and benzo[a]carbazoles is also demonstrated.

We commenced our study by investigating reaction
conditions (Table 1) for dehydrogenative coupling of
commercially available indole (1a) with cyclohexenone (2a).
The reaction was initially performed in DMSO by using
Pd(OAcC), as catalyst and tert-butylhydroperoxide as oxidant at
50 °C for 24 h. Preliminary catalyst examination (entry 1—3)
proved that more electrophilic Pd(TFA),"* could promote the
desired product formation in 20% yield. Extensive screening of
the oxidants revealed that employment of ‘BuOOH is the
optimal oxidant to furnish the reaction at mild conditions
(entries 4—7); other commonly used oxidants such as Ag,CO;,
Cu(OAc),, and BQ proved to be ineffective (for more details,
please see the Supporting Information). The yield of 3a was
enhanced slightly when mixed solvents DMSO/THF (2:1)
were used (entry 8). To further improve the yield, we tested
the ligand effect by using nitrogen ligands to tune the
electronic property and stability of the Pd center (Table 1,
evaluation of ligands).14 To our delight, use of L7 as ligand
dramatically improved the yield of 3a up to 68%. Finally,
control experiment indicated that the palladium catalyst was

Table 1. Identification of Reaction Conditions™”

o
o PdX (10 mol %)
® . Ligand (20 mol %)
H oxidant, solvent QA
50°C, 24 h N
1a 2a 3aH
entry catalyst ligand oxidant solvent yield
1 Pd(OAc), ‘BuOOH DMSO trace
2 PdCL, - ‘BuOOH DMSO N.R.
3 Pd(TFA), ‘BuOOH DMSO 20%
4 Pd(TFA), Ag:CO; DMSO trace
S Pd(TFA), Cu(OAc), DMSO trace
6 Pd(TFA). - BQ DMSO trace
7 Pd(TFA), K505 DMSO trace
8 Pd(TEA), ‘BuOOH DMSO/THF (2:1) 32%
9 L7 ‘BuOOH DMSO/THEF (2:1) N.R

Evaluation of ligands®®

o
— — X
=N N= <n = N F
L1, N.R. .R.

L2, N. R L3, 38% La, 46%
1
| A Bu N N
N cl » P
N o F N o
L5, 42% L6, 41% L8, 53%

“Conditions: The reaction was conducted with 1a (0.25 mmol), 2a (1
mmol, 4 equiv), Pd(TFA), (0.025 mmol, 10 mol %), ligand (0.05
mmol, 20 mol %), oxidant (0.375 mmol, 1.5 equiv) in solvent (1.2
mL) at 50 °C stirred for 24 h. “Isolated yield.

essential to this reaction (entry 9). Thus, the efficient method
for the facile synthesis of f-indolyl cyclohexenone has been
established, starting from commercially available indole and
cyclohexenone.

With the optimized reaction conditions, we then examined
the generality of this dehydrogenative cross-coupling reaction.
As illustrated in Scheme 2, indoles bearing various functional
groups reacted efficiently with cyclic enones to give desired
coupling products in good vyields. Remarkably, reactions
proceeded exclusively at the C3 position of indole moiety in
all cases. Regardless of the substitutes, the positions of indole
substrates except for C3 are all tolerated in this reaction
protocol and afforded the desired products in synthetic useful
yields. In addition, a wide range of functional groups, including
alkyl (3b, 3c), methoxyl (3d, 3e, 3f), hydroxyl (3g), ester
(3h), fluoro (3i, 3j, 3k), and chloro (31, 3m), and even
susceptible bromo (3n, 30, 3p, 3q), cyano (3r), aldehyde (3s),
and nitro (3t), are all compatible under reaction conditions.
Notably, substitutes at the C2 position of indoles, which could
potentially increase steric hindrance of the coupling reaction,
also afforded the corresponding products in good yields (3u,
3w). Furthermore, substitutions on the nitrogen atom of
indole also furnished the reaction to provide the corresponding
products in good yields (3x, 3z). Besides monosubstituted
indoles, disubstituted indoles (3v, 3y) also proved to be
suitable substrates in this reaction. Other cyclic enones such as
cyclopentenone and cycloheptenone can also couple with
indole to give the desired coupling products (3ab, 3ac),
respectively. Such high chemoselectivity and broad functional
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Scheme 2. Scope of Substrate™”
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“Conditions: The reaction was conducted with 1 (0.25 mmol), 2 (1
mmol, 4 equiv), Pd(TFA), (0.025 mmol, 10 mol %), ligand (0.05
mmol, 20 mol %), ‘BuOOH (0.375 mmol, 1.5 equiv), in DMSO/
THF (0.8 mL/0.4 mL) at 50 °C stirred for 24 h. “Isolated yield.
“Stirred for 39 h. “Stirred for 48 h, yields are based on recovery of
starting materials.

group compatibility are likely attributed to the mild reaction
temperatures as well as avoiding use of strong acids and bases.

To illustrate the practicality and utility of this methodology,
a scale up reaction of la with 2a was conducted and afforded
the corresponding product 3a in 64% yield (eq 1). Addition-

0}
o PA(TFA), (10 mol %)
] L7 (20 mol %)
N * BUOOH (1.5 equiv) Q (eq 1)
H DMSO/THF (2:1) N
50°C, 36 h H

2 mmol 2.5 equiv
64%

ally, in the presence of iodine catalyst, the coupling products
(e.g, 3a, 3s, 3f 3x) could be transformed to meta-indolyl
phenols (Scheme 3) in high yields, which affords an efficient
and straightforward route to access these value-added
products. Furthermore, treatment of 3 with benzyne precursor
at room temperature yielded valuable benzo[a]carbazoles
bearing the free NH unit in good yields (Scheme 3), thus
providing a more efficient and easily handled [4 + 2]
annulation approach but avoiding the use of preformed a-
diazo carbonyl compounds."

To acquire the mode of action of this dehydrogenative cross-
coupling reaction, an intermolecular KIE reaction study (eq 2)
was operated under standard reaction conditions for 2 h. The

Scheme 3. Synthetic Applicationsa’b

09
.~ 4aa,66%R'=H,R?=H

4ac, 63%, R' = CH;, R2=H
4af, 60%, R' = OCH3, R?= H
4ax, 65%, R' = H, R? = CH3

O J
N

R! R?

3a, 3¢, 3f, 3x

6aa, 82%, R' =H,R2=H,
6ac, 77%, R' = CHs, R2=H
6af, 69%, R' = OCH;, R2 = H
6ax, 88%, R'=H, R?= CHj

“Conditions: (A) The reaction was conducted with 3 (0.25 mmol), I,
(0.075 mmol, 30 mmol %), DMSO (1 mL) at 60 °C stirred for 31 h.
(B) The reaction was conducted under N, balloon with 3 (0.2
mmol), CsF (1.5 mmol, 6 equiv), § (0.75 mmol, 3 equiv), CH;CN (2
mL) at room temperature stirred for 46 h. bIsolated yield.

D o Pd(TFA), (10 mol %)
A N\ L7 (20 mol %)
D+ R —reandn (ea2)
N \ fBUOOH (1.5 equiv) H(D)
N

\ DMSO/THF (2:1) \

0.125mmol 0.125mmol 4 equiv 50°C,2h
49%, KIE = 2.45
D O PA(TFA), (10 mol %) 0
L7 (20 mol %)

Np +

N BUOOH (1.5 equiv) Np (eq3)
\ DMSO/THF (2:1) N

0.25 mmol 4 equiv 50°C,4h \ (100% D)

50%

2.4S KIE value suggested that C—H bond cleavage of indole is
possibly involved in the rate-limiting step. Furthermore, the
deuterium retaining 100% in the 2-position of the coupling
product revealed that H/D exchange of the 2-position of the
indole moiety was not involved in this dehydrogenative
coupling reaction (eq 3). Thus, a plausible mechanism for
the catalytic cycle was proposed in Scheme 4. Initially, with the

Scheme 4. Proposed Mechanism
PdX,

BUOH + H,0  Lf*L
PdLX, H
2 HX + 'BUOOH

Pd® ¥ L PdLX

HX A

C—H bond cleavage of indole with more electrophilic Pd(II),
an indolyl-Pd(II) intermediate (A) was formed; subsequent
migratory insertion to cyclohexenone would generate Pd(II)-
enolate (B), which underwent a rapid enolization isomer-
ization (B—B1—B2) to maintain the Pd and f§ hydrogen atom
at the cis position for facile syn-f-hydride elimination to
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provide the desired product (C) with the concomitant
generation of Pd(0), wherein DMSO is expected as a suitable
base and polar solvent to facilitate enolization isomerization.'®
Finally, in the presence of tert-butylhydroperoxide, the active
Pd(II) catalyst could be regenerated to accomplish the
catalytic cycle.

In conclusion, we have developed an efficient method for the
facile synthesis of B-indolyl cyclic enones, starting from the
commercially available indoles and cyclic enones. Various
substituted indoles with broad functional group compatibility
are tolerated in this protocol to give the desired coupling
products in moderate to high yields. Further transformation of
the f-indolyl cyclohexenones to valuable meta-phenols and
benzo[a]carbazoles demonstrated the utility of our method-
ology. We expect that this cost-efficient and easy-to-handle
strategy has great prospective applications in indole
modification chemistry.

B ASSOCIATED CONTENT
@ Supporting Information

The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acs.orglett.0c01763.

Detailed experimental procedures and spectral data for
all products (PDF)

B AUTHOR INFORMATION
Corresponding Author

Zhen-Kang Wen — School of Chemistry and Chemical
Engineering, Shanxi University, Taiyuan 030006, China;
orcid.org/0000-0003-1253-9583; Email: zkwen@
sxu.edu.cn

Authors

Xiao-Xue Wu — School of Chemistry and Chemical Engineering,
Shanxi University, Taiyuan 030006, China

Wen-Kai Bao — School of Chemistry and Chemical Engineering,
Shanxi University, Taiyuan 030006, China

Jing-Jing Xiao — School of Chemistry and Chemical Engineering,
Shanxi University, Taiyuan 030006, China

Jian-Bin Chao — Scientific Instrument Center, Shanxi University,
Taiyuan 030006, China

Complete contact information is available at:
https://pubs.acs.org/10.1021/acs.orglett.0c01763

Notes

The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

This work was financially supported by the National Natural
Science Foundation of China (21502106), the National
Natural Science Foundation for Young Scientists of Shanxi
Province (201701D221028), and the Ministry of Human
Resources and Social Security Foundation of China for High-
level Returned Talents. We are also very grateful for the test
platform provided by Scientific Instrument Center of Shanxi
University.

B REFERENCES

(1) For selective reviews, see: (a) Shiri, M. Chem. Rev. 2012, 112,
3508. (b) Cacchi, S.; Fabrizi, G. Chem. Rev. 2011, 111, 215. (c) Shiri,
M,; Zolfigol, M. A.; Kruger, H. G.; Tanbakouchian, Z. Chem. Rev.

2010, 110, 2250. (d) Kochanowska-Karamyan, A. J.; Hamann, M. T.
Chem. Rev. 2010, 110, 4489. (e) Bandini, M.; Eichholzer, A. Angew.
Chem., Int. Ed. 2009, 48, 9608. (f) Humphrey, G. R; Kuethe, J. T.
Chem. Rev. 2006, 106, 2875. (g) Kawasaki, T.; Higuchi, K. Nat. Prod.
Rep. 2008, 22, 761. (h) Chen, F. E.; Huang, J. Chem. Rev. 2005, 108,
4671. (i) Cacchi, S.; Fabrizi, G. Chem. Rev. 2008, 105, 2873. (j) Garg,
N. K; Sarpong, R.; Stoltz, B. M. J. Am. Chem. Soc. 2002, 124, 13179.
(k) Sundberg, R. J. Indoles; Academic: New York, 1996.

(2) For selected reviews and examples, see: (a) Lv, J. H; Chen, X.
Y.; Xue, X. S.; Zhao, B. L,; Liang, Y.; Wang, M. Y,; Jin, L. Q;; Yuan, Y,;
Han, Y.; Zhao, Y.; Lu, Y.; Zhao, J.; Sun, W. Y.; Houk, K. N,; Shi, Z. Z.
Nature 2019, 575, 336. (b) Yang, Y. Q; Shi, Z. Z. Chem. Commun.
2018, 54, 1676. (c) Yamaguchi, M.; Suzuki, K; Sato, Y.; Manabe, K.
Org. Lett. 2017, 19, 5388. (d) Sandtorv, A. H. Adv. Synth. Catal. 2015,
357, 2403. (e) Pitts, A. K;; O’Hara, F.; Snell, R. H.; Gaunt, M. J.
Angew. Chem,, Int. Ed. 2015, 54, 5451. (f) Modha, S. G.; Greaney, M.
F. J. Am. Chem. Soc. 2015, 137, 1416. (g) Nimje, R. Y.; Leskinen, M.
V.; Pihko, P. M. Angew. Chem., Int. Ed. 2013, 52, 4818. (h) Wy, J. C;
Song, R. J.; Wang, Z. Q.; Huang, X. C,; Xie, Y. X,; Li, J. H. Angew.
Chem. 2012, 124, 3509. (i) Leskinen, M. V.; Yip, K. T.; Valkonen, A ;
Pihko, P. M. J. Am. Chem. Soc. 2012, 134, 5750. (j) Jiao, L.; Bach, T. J.
Am. Chem. Soc. 2011, 133, 12990. (k) Potavathri, S.; Pereira, K. C,;
Gorelsky, S. L; Pike, A.; LeBris, A. P.; DeBoef, B. J. Am. Chem. Soc.
2010, 132, 14676. (1) Liu, P.; Zhou, C. Y.; Xiang, S.; Che, C. M.
Chem. Commun. 2010, 46, 2739. (m) Phipps, R. J.; Grimster, N. P,;
Gaunt, M. J. J. Am. Chem. Soc. 2008, 130, 8172. (n) Stuart, D. R;
Fagnou, K. Science 2007, 316, 1172.

(3) (a) Lanke, V.; Prabhu, K. R. Org. Lett. 2013, 1S, 2818. (b) Chen,
W. L; Gao, Y. R;; Mao, S.; Zhang, Y. L; Wang, Y. F,; Q, W. Y. Org.
Lett. 2012, 14, 5920. (c) Garcia-Rubia, A.; Arrayas, R. G.; Carretero, J.
C. Angew. Chem., Int. Ed. 2009, 48, 6511. (d) Maehara, A.; Tsurugi,
H.; Satoh, T.; Miura, M. Org. Lett. 2008, 10, 1159. (e) Grimster, N.
P.; Gauntlett, C.; Godfrey, C. R. A;; Gaunt, M. J. Angew. Chem., Int.
Ed. 20085, 44, 3125.

(4) (a) Trushkov, L. V.; Uchuskin, M. G.; Abaev, V. T.; Serdyuk, O.
V. Synthesis 2019, S1, 787. (b) Verma, A. K; Danodia, A. K;
Saunthwal, R. K; Patel, M.; Choudhary, D. Org. Lett. 2015, 17, 3658.
(c) Markad, S. B.; Argade, N. P. Org. Lett. 2014, 16, 5470.

(5) (a) Jin, X. J.; Taniguchi, K; Yamaguchi, K.; Nozaki, K.; Mizuno,
N. Chem. Commun. 2017, 53, 5267. (b) Jin, X. J; Taniguchi, K;
Yamaguchi, K.; Mizuno, N. Chem. Sci. 2016, 7, 5371. (c) Manna, K;;
Zhang, T.; Lin, W. B. . Am. Chem. Soc. 2014, 136, 6566. (d) Yoshida,
K.; Toyoshima, T.; Imamoto, T. Chem. Commun. 2007, 36, 3774.
(e) Horning, E. C.; Horning, M. G. J. Am. Chem. Soc. 1947, 69, 1359.

(6) (a) Wang, S. K; Chen, M. T.; Zhao, D. Y.; You, X;; Luo, Q. L.
Adv. Synth. Catal. 2016, 358, 4093. (b) Liang, Y. F.; Song, S.; A, L. S;
Li, X. W,; Jiao, N. Green Chem. 2016, 18, 6462. (c) Zhang, ]J. W,;
Jiang, Q. Q;; Yang, D. J.; Zhao, X. M.; Dong, Y. L.; Liu, R. H. Chem.
Sci. 2018, 6, 4674. (d) Izawa, Y.; Zheng, C. W.; Stahl, S. S. Angew.
Chem., Int. Ed. 2013, S2, 3672. (e) Izawa, Y,; Pun, D.; Stahl, S. S.
Science 2011, 333, 209. (f) Ye, Y.; Wang, H.; Fan, R. H. Synlett 2011,
2011, 923.

(7) (a) Santra, S. K.; Banerjee, A.; Rajamanickam, S.; Khatun, N;
Patel, B. K. Chem. Commun. 2016, 52, 4501. (b) Maddox, S. M,;
Dinh, A. N.; Armenta, F.; Um, J; Gustafson, J. L. Org. Lett. 2016, 18,
5476.

(8) (a) Gottumukkala, A. L.; Teichert, J. F.; Heijnen, D.; Eisink, N.;
Van Dijk, S.; Ferrer, C.; Van den Hoogenband, A.; Minnaard, A. J. J.
Org. Chem. 2011, 76, 3498. (b) Fall, Y.; Doucet, H; Santelli, M.
Tetrahedron 2009, 65, 489. (c) Yoo, K. S;; Yoon, C. H.; Jung, K. W. J.
Am. Chem. Soc. 2006, 128, 16384. (d) Nishikata, T.; Yamamoto, Y.;
Miyaura, N. Angew. Chem., Int. Ed. 2003, 42, 2768.

(9) For selected examples, see: (a) Liu, A. Y.; Han, Q. S.; Zhang, X.
F; Li, B. H; Huang, Q. F. Org. Lett. 2019, 21, 6839. (b) Wu, F. T,;
Huang, W. B;; Qj, Y. L;; Yang, J.; Gu, Y. L. Adv. Synth. Catal. 2018,
360, 3318. (c) Parisien-Collette, S.; Cruché, C.; Abel-Snape, X;
Collins, S. K. Green Chem. 2017, 19, 4798. (d) Gao, H. Y.; Xu, Q. L,
Yousufuddin, M.; Ess, D. H.; Kiirti, L. Angew. Chem., Int. Ed. 2014, 53,
2701. (e) Protti, S.; Palmieri, A.; Petrini, M.; Fagnoni, M.; Ballini, R;

https://dx.doi.org/10.1021/acs.orglett.0c01763
Org. Lett. XXXX, XXX, XXX—XXX


https://pubs.acs.org/doi/10.1021/acs.orglett.0c01763?goto=supporting-info
http://pubs.acs.org/doi/suppl/10.1021/acs.orglett.0c01763/suppl_file/ol0c01763_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Zhen-Kang+Wen"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
http://orcid.org/0000-0003-1253-9583
http://orcid.org/0000-0003-1253-9583
mailto:zkwen@sxu.edu.cn
mailto:zkwen@sxu.edu.cn
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Xiao-Xue+Wu"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Wen-Kai+Bao"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jing-Jing+Xiao"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jian-Bin+Chao"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.0c01763?ref=pdf
pubs.acs.org/OrgLett?ref=pdf
https://dx.doi.org/10.1021/acs.orglett.0c01763?ref=pdf

Organic Letters pubs.acs.org/OrgLett

Albini, A. Adv. Synth. Catal. 2013, 35S, 643. (f) Shi, Z. Z.; Ding, S. T ;
Cui, Y. X; Jiao, N. Angew. Chem., Int. Ed. 2009, 48, 7895. (g) Garcia-
Fortanet, J.; Kessler, F.; Buchwald, S. L. J. Am. Chem. Soc. 2009, 131,
6676.

(10) Pun, D.; Diao, T. N; Stahl, S. S. J. Am. Chem. Soc. 2013, 138,
8213.

(11) Wang, Z.; Li, K. Z;; Zhao, D. B.; Lan, J. B.; You, J. S. Angew.
Chem., Int. Ed. 2011, S0, 5365.

(12) (a) Wen, Z. K; Zhao, Z. K.;; Wang, N. J.; Chen, Z. L.; Chao, J.
B.; Feng, L. H. Org. Lett. 2019, 21, 9545. (b) Wen, Z. K; Song, T. T,;
Liu, Y. F;; Chao, J. B. Chem. Commun. 2018, 54, 3668. (c) Gigant, N.;
Backvall, J. E. Chem. - Eur. ]. 2014, 20, 5890.

(13) (a) Jia, C. G; Piao, D. G.; Oyamada, J.; Lu, W. J.; Kitamura, T.;
Fujiwara, Y. Science 2000, 287, 1992. (b) Lu, W. J.; Yamaoka, Y.;
Taniguchi, Y.; Kitamura, T.; Takaki, K; Fujiwara, Y. J. Organomet.
Chem. 1999, 580, 290.

(14) (a) Lu, M. Z; Chen, X. R;; Xu, H.; Dai, H. X; Yu, J. Q. Chem.
Sci. 2018, 9, 1311. (b) Zhu, R. Y.; Saint-Denis, T. G.; Shao, Y.; He, J.;
Sieber, J. D.; Senanayake, C. H.; Yu, J. Q. J. Am. Chem. Soc. 2017, 139,
5724. (c) Li, S. H,; Zhu, R. Y,; Xiao, K. J.; Yu, J. Q. Angew. Chem., Int.
Ed. 2016, SS, 4317. (d) Zhy, R. Y.,; Tanaka, K; Li, G. C;; He, J.; Fu,
H.Y,; Li, S. H; Yy, J. Q. J. Am. Chem. Soc. 2015, 137, 7067. (e) Shen,
P. X,; Wang, X. C.; Wang, P.; Zhu, R. Y;; Yu, J. Q. J. Am. Chem. Soc.
2018, 137, 11574. (f) Wang, X. C.; Gong, W.; Fang, L. Z.; Zhu, R. Y,;
Li, S. H; Engle, K. M; Yu, J. Q. Nature 2015, S19, 334. (g) He, J;
Takise, R;; Fu, H. Y;; Yu, J. Q. J. Am. Chem. Soc. 2015, 137, 4618.
(h) Li, S. H;; Chen, G; Feng, C. G.; Gong, W.; Yu, J. Q. J. Am. Chem.
Soc. 2014, 136, 5267. (i) He, J; Li, S. H.; Deng, Y. Q; Fu, H. Y,;
Laforteza, B. N.; Spangler, J. E.; Homs, A.; Yu, J.-Q. Science 2014, 343,
1216.

(15) Li, B;; Zhang, B. B,; Zhang, X. Y.; Fan, X. S. Chem. Commun.
2017, §3, 1297.

(16) Walker, S. E.; Boehnke, J.; Glen, P. E.; Levey, S.; Patrick, L.;
Jordan-Hore, J. A;; Lee, A. L. Org. Lett. 2013, 15, 1886.

https://dx.doi.org/10.1021/acs.orglett.0c01763
Org. Lett. XXXX, XXX, XXX—XXX


pubs.acs.org/OrgLett?ref=pdf
https://dx.doi.org/10.1021/acs.orglett.0c01763?ref=pdf

