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ABSTRACT: Rh(III)-catalyzed redox-neutral C−H olefination of
aryldiazenecarboxylates has been realized using arylate esters as the
olefinating reagents. This reaction proceeds under mild and redox-
neutral conditions, resulting in integration of C−H activation and
transfer hydrogenation. The chemoselectivity complements that of previously reported rhodium-catalyzed coupling of the same
substrates.

Transition-metal-catalyzed C−H activation has attracted
increasing attention over the past decades.1 Among the

various transition metal complexes, rhodium complexes have
been widely employed as catalysts owing to their high catalytic
reactivity and selectivity, especially in direct C−H functional-
ization of arenes.2 In particular, rhodium catalysis has allowed
olefination of diversified classes of arenes,3 which was
performed (mostly) under oxidative conditions,3a,e,4 redox-
neutral conditions,5 and, occasionally, hydrogen-releasing
conditions,6 depending on the nature of the arene substrates
and the reaction conditions (Scheme 1). While the redox-

neutral or H2-releasing conditions may circumvent the
employment of stoichiometric metal or organic oxidants with
reduced production of metal or organic wastes, there is still
room for improvement regarding the reaction atom economy.
The outstanding performance of Cp*Rh(III) catalysts in

catalytic C−H activation is due to their versatility in promoting
distinct transformations in the catalytic cycle.7 For example,
Rh(III) species have been known for decades to catalyze
transfer hydrogenation8 besides C−H bond activation. Such
functional versatility should streamline the synthesis of
complex structures and be conducive to atom-economic
transformations of arenes. However, these two areas mostly
evolved independently, and the rarity in this regard is probably
ascribed to the poor compatibility of C−H activation and
transfer hydrogenation. A breakthrough was made in 2018 by
the Wang group,9 who reported the first redox-neutral C−H
olefination of ketones using styrenes as olefinating reagents by
Mn−Zn bimetallic synergy (Scheme 1b). Of note, the
hydrogen transfer is intramolecular via the ligand-to-ligand
hydrogen transfer (LLHT) mechanism.10 In the same year, our
group reported the reductive C−C coupling of aniline with
enones,11 which utilized isopropanol as the hydrogen source,
and varying chemoselectivity was realized using rhodium and
iridium catalysts (Scheme 1c).
The rarity of C−H activation en route to intramolecular

transfer hydrogenation inspired us to further explore this
chemistry using Rh(III) catalysis. To this end, we designed
arenes bearing a built-in hydrogen acceptor, and the coupling
with olefin may serve this purpose. We now report the redox-
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Scheme 1. Catalytic Systems via C−H Activation and TH
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neutral coupling of aryldiazenecarboxylates and acrylates via
Rh(III) catalysis.
With this rationale, we designated aryldiazenecarboxylates as

such arenes. Although the C−H activation of these substrates
has been reported by Glorius in annulative coupling with
activated and unactivated olefins (Scheme 1d),12 we
rationalized that the chemoselectivity may be switched to
transfer hydrogenation under proper reaction conditions
(Scheme 1e). We started our investigation by examining the
reaction parameters of the coupling of tert-butyl 2-aryldiazene-
carboxylate 1a with methyl acrylate 2a. The desired product
3aa was indeed isolated in 38% yield when treated with
[Cp*RhCl2]2/AgSbF6, PivOH, and 4 Å-MS in tetrahydrofuran
(Table 1, entry 1). The yield was improved to 46% when the

solvent was switched to 1,2-dimethoxyethane (DME, Table 1,
entry 2). Other acids such as MesCO2H and AcOH were also
examined, which failed to increase the yield of product 3aa
(Table 1, entries 3 and 4). Different amounts of PivOH were
then examined, and a better yield of 58% was realized in the
presence of 8 equiv of PivOH (Table 1, entries 3−6).
Meanwhile, 100 mg of 4 Å-MS were optimal, affording product
3aa in 79% yield. In all cases, no annulative coupling product
was observed. Thus, the conditions in entry 8 were used for
further studies.
To evaluate the generality of this reaction, the scope with

respect to the acrylate ester was first explored under the
optimal conditions (Scheme 2). To our delight, alky, benzyl,
and aryl acrylates all worked well with 1a, affording the desire
hydrazines (3aa−3af) in 59−79% yields. However, a
benzhydryl acrylate 2g reacted only in low yield, indicating
the steric effect of the ester group.
Encouraged by the above results, we next investigated the

scope of aryldiazenecarboxylates with methyl acrylate 2a being
a coupling reagent (Scheme 3). A series of para substituted
phenyldiazene substrates containing electron-donating (Me,
OMe, iPr) groups generally worked well, affording the desired
products in 35−82% yields. However, introduction of electron-

withdrawing groups (F, Br, CF3) led to moderate yields (3da−
3ha).
When F, Cl, and CF3 groups were introduced into the meta

position, the C−H bond cleavage occurred mostly (F) or
exclusively (Br and CF3) at the less hindered site, generating
the corresponding products 3ka−3ma in 33−35% yields. The

Table 1. Optimizations of the Reaction Conditionsa

entry acid/equiv solvent yield (%)b

1 PivOH (2) THF 38
2 PivOH (2) DME 46
3 MesCO2H (2) DME 36
4 AcOH (2) DME <5
3 PivOH (4) DME 41
4 PivOH (6) DME 46
5 PivOH (8) DME 58
6 PivOH (10) DME 57
7 PivOH (8) DME 21c

8 PivOH (8) DME 79d

9 PivOH (8) DME 55e

10 PivOH (8) DME 46f

aReaction conditions: 1a (0.1 mmol), 2a (2.0 equiv), [Cp*RhCl2]2 (4
mol %), AgSbF6 (16 mol %), PivOH (2.0 equiv), 4 Å-MS (0.050g),
solvent (1 mL) under a N2 atmosphere, 35 °C for 24 h. bIsolated
yield. cNo 4 Å-MS. d4 Å-MS (0.100 g). e4 Å-MS (0.150 g). f4 Å-MS
(0.200 g).

Scheme 2. Scope of Acrylic Estersa,b

aReaction conditions: 1a (0.2 mmol), 2 (2.0 equiv), [Cp*RhCl2]2 (4
mol %), AgSbF6 (16 mol %), PivOH (8.0 equiv), 4 Å-MS (200 mg),
DME (2 mL) under N2 atmosphere, 35 °C for 24 h. bIsolated yield
after column chromatography.

Scheme 3. Scope of the Phenyldiazene Carboxylatesa,b

aReaction conditions: 1a (0.2 mmol), 2 (2.0 equiv), [Cp*RhCl2]2 (4
mol %), AgSbF6 (16 mol %), PivOH (8.0 equiv), 4 Å-MS (200 mg),
DME (2 mL) under a N2 atmosphere, 35 °C for 24 h. bIsolated yield
after column chromatography. c∼92% purity (determined by 1H
NMR spectroscopy). dThe r.r. was determined by 1H NMR
spectroscopy.

Organic Letters pubs.acs.org/OrgLett Letter

https://dx.doi.org/10.1021/acs.orglett.1c00107
Org. Lett. XXXX, XXX, XXX−XXX

B

https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?fig=tbl1&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?fig=tbl1&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?fig=sch2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?fig=sch2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?fig=sch3&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?fig=sch3&ref=pdf
pubs.acs.org/OrgLett?ref=pdf
https://dx.doi.org/10.1021/acs.orglett.1c00107?ref=pdf


coupling of a meta-F substituted substrate led to C−H
functionalization at both ortho sites, and the regioisomeric
products (3ka and 3ka′) were isolated as a mixture.
A variety of ortho-substituents (CH3, F, and Cl) also proved

amenable to the reaction conditions, producing the desired
products 3na−3pa in lower but acceptable yields (39−44%).
These results indicate that the reaction system is sensitive to
the electronic nature and the position of the substituents. The
Et and iPr esters of the phenyldiazenes also proved to be
suitable for this transformation, affording the corresponding
products in 78% and 69% yields, respectively. In addition,
diazenes bearing a disubstituted benzene ring also turned out
to be applicable (3sa−3wa, 35−69%).
To demonstrate the synthetic applications of this reaction, a

scale-up coupling of 1b and 2a was conducted under standard
conditions, from which product 3ba was isolated in 59% yield
(see Scheme 4a). Derivatization reactions have been carried

out to showcase the synthetic applicability. Oxidation of 3aa
under aerobic conditions afforded the corresponding diazene 4
in 90% yield (Scheme 4b). Meanwhile, base treatment of 3aa
followed by methylation and Michael addition afforded the
compound 5 in 78% yield (Scheme 4c).
Several experiments have been carried out to explore the

mechanism of this coupling system. To probe the hydro-
genation of the putative olefinated diazene intermediate, the
coupling of 4-methyl phenyldiazene (1b) and methyl acrylate
(2a) was conducted in the presence of a preolefinated
phenyldiazene 4 (0.3 equiv) under the standard reaction
conditions. NMR and GC analysis indicated that only product
3ba was produced and no 3aa was detected, together with
recovery of the introduced diazene 4 (Scheme 5a). This
control experiment suggests a pathway defined by olefin
insertion, β-H elimination, and subsequent hydrogenation of
the NN bond to be less likely, on the premise that the
putative diazine-olefin species can undergo facile ligand
exchange.
Next, the H/D exchange reaction between 1a and PivOD in

the absence of alkene 2a revealed significant H/D exchange at
the phenyldiazene C(2) and C(6) position (Scheme 5b),
indicating the relevance of C−H bond activation. However, no
H/D exchange was observed in product 3aa when alkene 2a
was present, suggesting that the C−H activation was largely
irreversible in the catalytic system. To further understand the

C−H activation process, the kinetic isotope effect has been
measured based on parallel reactions, and a borderline KIE
value (kH/kD = 1.8) was obtained (Scheme 3c), indicating that
the C−H bond cleavage occurs prior to the RDS, and this
cleavage process only contributes partially to the overall
barrier.
A plausible mechanism is proposed on the basis of our

experimental data and literature precedents (Scheme 6).12

Cyclometalation of 1a with the active catalyst A affords a
rhodacyclic intermediate B, along with generation of an acid
(HX). Subsequent coordination of acrylic ester 2a gives the
intermediate C, which undergoes migratory insertion of the
aryl group into alkene to deliver a seven-membered ring D. An
intramolecular hydrogen transfer together with Rh−N
formation is proposed to give intermediate E. The fact that
poor reactivity and decomposition were observed in the
absence of 4 Å MS may suggest that the adventitious water
weakens the basicity of the azo group (via hydrogen-bonding)
toward subsequent hydrogen abstraction or transfer. Proto-

Scheme 4. Scale-up Synthesis and Derivatization of a
Coupled Product

Scheme 5. Mechanistic Studies

Scheme 6. Proposed Reaction Pathway
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nolysis of the Rh−N bond in intermediate E byPivOH
generates the desired product 3aa with regeneration of the
active catalyst A. We had planned to use deuterated olefins to
probe the mechanism. However, it seems that the lability of the
two NH protons in the products may defy any solid conclusion
toward mechanistic understanding. At this stage we cannot rule
out the possibility of the β-H elimination pathway because our
proposal is based on the assumption of rapid exchange
(coordination/dissociation) of an olefinated diazene inter-
mediate during our mechanistic studies (see Supporting
Information).
In summary, we have realized Cp*Rh(III) catalyzed

coupling of aryldiazenecarboxylates and acrylic esters under
redox-neutral conditions, which provides a new system that
integrates C−H activation and transfer hydrogenation. The
coupling reaction proceeded with a moderate scope, and the
chemoselectivity remained complementary to that previously
reported in the Rh(III) catalyzed coupling of the same
substrates. Further studies of other transfer hydrogenation
systems are underway in our laboratories.
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Annulations through Activation and Cleavage of C-H Bonds. Angew.
Chem., Int. Ed. 2016, 55, 11000. (e) Thoke, M. B.; Kang, Q.
Rhodium-Catalyzed Allylation Reactions. Synthesis 2019, 51, 2585.
(f) Rej, S.; Chatani, N. Rhodium-Catalyzed C(sp2)- or C(sp3)-H
Bond Functionalization Assisted by Removable Directing Groups.
Angew. Chem., Int. Ed. 2019, 58, 8304. (g) Wang, R.; Xie, X.; Liu, H.;
Zhou, Y. Rh(III)-Catalyzed C-H Bond Activation for the Con-
struction of Heterocycles with sp3-carbon centers. Catalysts 2019, 9,
823.
(3) For reviews, see: (a) Ackermann, L. Carboxylate-Assisted
Transition-Metal-Catalyzed C-H Bond Functionalizations: Mecha-
nism and Scope. Chem. Rev. 2011, 111, 1315. (b) Ma, W.;
Gandeepan, P.; Li, J.; Ackermann, L. Recent Advances in Position-
al-selective Alkenylations: Removable Guidance for Twofold C-H
Activation. Org. Chem. Front. 2017, 4, 1435. (c) Xie, F.; Li, X.
Rhodium(III)-Catalyzed Non-annulative Carbon-Hydrogen Bond
Functionalization. In Rhodium Catalysis in Organic Synthesis: Methods
and Reactions; Tanaka, K., Ed.; WileyVCH: Weinheim, Germany,
2019; pp 521−592. (d) Zhu, W.; Gunnoe, T. B. Advances in
Rhodium-Catalyzed Oxidative Arene Alkenylation. Acc. Chem. Res.
2020, 53, 920. (e) Luo, Z.; Whitcomb, C. A.; Kaylor, N.; Zhang, Y.;
Zhang, S.; Davis, R. J.; Gunnoe, T. B. Oxidative Alkenylation of
Arenes Using Supported Rh Materials: Evidence that Active Catalysts
are Formed by Rh Leaching. ChemCatChem 2021, 13, 260.
(4) Selective examples: (a) Mo, J.; Lim, S.; Park, S.; Ryu, T.; Kim, S.;
Lee, P. H. Oxidative ortho-Alkenylation of Arylphosphine Oxides by
Rhodium-catalyzed C-H Bond Twofold Cleavage. RSC Adv. 2013, 3,
18296. (b) Jambu, S.; Sivasakthikumaran, R.; Jeganmohan, M.
Aerobic Oxidative Alkenylation of Weak O-Coordinating Arylaceta-
mides with Alkenes via a Rh(III)-Catalyzed C−H Activation. Org.
Lett. 2019, 21, 1320. (c) Ncube, G.; Huestis, M. P. Directed
Cp*Rh(III)-Catalyzed Fluorosulfonylvinylation of Arenes. Organo-
metallics 2019, 38, 76. (d) Zhu, W.; Gunnoe, T. B. Rhodium-
Catalyzed Arene Alkenylation Using Only Dioxygen as the Oxidant.
ACS Catal. 2020, 10, 11519. (e) Jia, X.; Frye, L. I.; Zhu, W.; Gu, S.;
Gunnoe, T. B. Synthesis of Stilbenes by Rhodium-Catalyzed Aerobic
Alkenylation of Arenes via C−H Activation. J. Am. Chem. Soc. 2020,
142, 10534.
(5) For selective examples, see: (a) Rakshit, S.; Grohmann, C.;
Besset, T.; Glorius, F. Rh(III)-Catalyzed Directed C-H Olefination
Using an Oxidizing Directing Group: Mild, Efficient, and Versatile. J.

Organic Letters pubs.acs.org/OrgLett Letter

https://dx.doi.org/10.1021/acs.orglett.1c00107
Org. Lett. XXXX, XXX, XXX−XXX

D

http://pubs.acs.org/doi/suppl/10.1021/acs.orglett.1c00107/suppl_file/ol1c00107_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acs.orglett.1c00107/suppl_file/ol1c00107_si_001.pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?goto=supporting-info
http://pubs.acs.org/doi/suppl/10.1021/acs.orglett.1c00107/suppl_file/ol1c00107_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Xingwei+Li"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
http://orcid.org/0000-0002-1153-1558
mailto:lixw@snnu.edu.cn
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Xiaofei+Zhang"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
http://orcid.org/0000-0003-2490-9705
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Bin+Zhang"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.orglett.1c00107?ref=pdf
https://dx.doi.org/10.1021/acs.chemrev.6b00574
https://dx.doi.org/10.1021/acs.chemrev.6b00644
https://dx.doi.org/10.1021/acs.chemrev.6b00644
https://dx.doi.org/10.1021/acs.chemrev.6b00644
https://dx.doi.org/10.1039/C7CS00619E
https://dx.doi.org/10.1039/C7CS00619E
https://dx.doi.org/10.1002/adsc.201800960
https://dx.doi.org/10.1002/adsc.201800960
https://dx.doi.org/10.1002/adsc.201800960
https://dx.doi.org/10.1002/anie.201904214
https://dx.doi.org/10.1002/anie.201904214
https://dx.doi.org/10.1021/acscatal.8b04506
https://dx.doi.org/10.1021/acscatal.8b04506
https://dx.doi.org/10.1021/acs.chemrev.0c00559
https://dx.doi.org/10.1021/acs.chemrev.0c00559
https://dx.doi.org/10.1002/anie.202008437
https://dx.doi.org/10.1002/anie.202008437
https://dx.doi.org/10.1002/anie.201710377
https://dx.doi.org/10.1039/c2cs15281a
https://dx.doi.org/10.1039/c2cs15281a
https://dx.doi.org/10.1039/c2cs15281a
https://dx.doi.org/10.1007/3418_2015_140
https://dx.doi.org/10.1007/3418_2015_140
https://dx.doi.org/10.1021/acs.accounts.5b00077
https://dx.doi.org/10.1021/acs.accounts.5b00077
https://dx.doi.org/10.1002/anie.201511567
https://dx.doi.org/10.1002/anie.201511567
https://dx.doi.org/10.1055/s-0037-1611784
https://dx.doi.org/10.1002/anie.201808159
https://dx.doi.org/10.1002/anie.201808159
https://dx.doi.org/10.3390/catal9100823
https://dx.doi.org/10.3390/catal9100823
https://dx.doi.org/10.1021/cr100412j
https://dx.doi.org/10.1021/cr100412j
https://dx.doi.org/10.1021/cr100412j
https://dx.doi.org/10.1039/C7QO00134G
https://dx.doi.org/10.1039/C7QO00134G
https://dx.doi.org/10.1039/C7QO00134G
https://dx.doi.org/10.1021/acs.accounts.0c00036
https://dx.doi.org/10.1021/acs.accounts.0c00036
https://dx.doi.org/10.1002/cctc.202001526
https://dx.doi.org/10.1002/cctc.202001526
https://dx.doi.org/10.1002/cctc.202001526
https://dx.doi.org/10.1039/c3ra43764g
https://dx.doi.org/10.1039/c3ra43764g
https://dx.doi.org/10.1021/acs.orglett.8b04140
https://dx.doi.org/10.1021/acs.orglett.8b04140
https://dx.doi.org/10.1021/acs.organomet.8b00327
https://dx.doi.org/10.1021/acs.organomet.8b00327
https://dx.doi.org/10.1021/acscatal.0c03439
https://dx.doi.org/10.1021/acscatal.0c03439
https://dx.doi.org/10.1021/jacs.0c03935
https://dx.doi.org/10.1021/jacs.0c03935
https://dx.doi.org/10.1021/ja109676d
https://dx.doi.org/10.1021/ja109676d
pubs.acs.org/OrgLett?ref=pdf
https://dx.doi.org/10.1021/acs.orglett.1c00107?ref=pdf


Am. Chem. Soc. 2011, 133, 2350. (b) Guimond, N.; Gorelsky, S. I.;
Fagnou, K. Rhodium(III)-Catalyzed Heterocycle Synthesis Using an
Internal Oxidant: Improved Reactivity and Mechanistic Studies. J. Am.
Chem. Soc. 2011, 133, 6449. (c) Feng, C.; Feng, D.; Loh, T.-P.
Oxidant-Free Rh(III)-Catalyzed Direct C-H Olefination of Arenes
with Allyl Acetates. Org. Lett. 2013, 15, 3670. (d) Shi, Z.; Boultadakis-
Arapinis, M.; Koester, D. C.; Glorius, F. Rh(III)-Catalyzed Intra-
molecular Redox-neutral Cyclization of Alkenes via C−H Activation.
Chem. Commun. 2014, 50, 2650. (e) Lu, P.; Feng, C.; Loh, T.-P.
Divergent Functionalization of Indoles with Acryloyl Silanes via
Rhodium-Catalyzed C-H Activation. Org. Lett. 2015, 17, 3210. (f) Xu,
Y.; Zheng, G.; Yang, X.; Li, X. Rhodium(iii)-catalyzed Chemo-
divergent Annulations Between N-Methoxybenzamides and Sulfoxo-
nium Ylides via C−H Activation. Chem. Commun. 2018, 54, 670.
(g) Wang, F.; Qi, Z.; Zhao, Y.; Zhai, S.; Zheng, G.; Mi, R.; Huang, Z.;
Zhu, X.; He, X.; Li, X. Rhodium(III)-Catalyzed Atroposelective
Synthesis of Biaryls by C-H Activation and Intermolecular Coupling
with Sterically Hindered Alkynes. Angew. Chem., Int. Ed. 2020, 59,
13288. (h) Bian, M.; Ma, L.; Wu, M.; Wu, L.; Gao, H.; Yi, W.; Zhang,
C.; Zhou, Z. Rh(III)-Catalyzed Redox-Neutral [4 + 2] Annulation for
Direct Assembly of 3-Acyl Isoquinolin-1(2H)-ones as Potent
Antitumor Agents. ChemPlusChem 2020, 85, 405. (i) Kanchupalli,
V.; Shukla, R. K.; Singh, A.; Volla, C. M. R. Rh(III)-Catalyzed Redox-
Neutral Cascade Annulation of Benzamides with p-Quinone
Methides. Eur. J. Org. Chem. 2020, 2020, 4494.
(6) (a) Chen, K.; Li, H.; Lei, Z.-Q.; Li, Y.; Ye, W.-H.; Zhang, L.-S.;
Sun, J.; Shi, Z.-J. Reductive Cleavage of the Csp2-Csp3 Bond of
Secondary Benzyl Alcohols: Rhodium Catalysis Directed by N-
Containing Groups. Angew. Chem., Int. Ed. 2012, 51, 9851. (b) He, R.;
Huang, Z.-T.; Zheng, Q.-Y.; Wang, C. Manganese-catalyzed
Dehydrogenative [4 + 2] Annulation of N-H Imines and Alkynes
by C-H/N-H Activation. Angew. Chem., Int. Ed. 2014, 53, 4950.
(c) He, K.-H.; Zhang, W.-D.; Yang, M.-Y.; Tang, K.-L.; Qu, M.; Ding,
Y.-S.; Li, Y. Redox-Divergent Hydrogen-Retentive or Hydrogen-
Releasing Synthesis of 3,4-Dihydroisoquinolines or Isoquinolines.
Org. Lett. 2016, 18, 2840. (d) Li, W.-H.; Wu, L.; Li, S.-S.; Liu, C.-F.;
Zhang, G.-T.; Dong, L. Rhodium-Catalyzed Hydrogen-Releasing
ortho-Alkenylation of 7-Azaindoles. Chem. - Eur. J. 2016, 22, 17926.
(e) Manikandan, R.; Tamizmani, M.; Jeganmohan, M. Ruthenium-
(II)-Catalyzed Redox-Neutral Oxidative Cyclization of Benzimidates
with Alkenes with Hydrogen Evolution. Org. Lett. 2017, 19, 6678.
(f) Lv, N.; Liu, Y.; Xiong, C.; Liu, Z.; Zhang, Y. Cobalt-Catalyzed
Oxidant-Free Spirocycle Synthesis by Liberation of Hydrogen. Org.
Lett. 2017, 19, 4640. (g) Xia, J.; Huang, Z.; Zhou, X.; Yang, X.; Wang,
F.; Li, X. Rh(III)-Catalyzed Acceptorless Dehydrogenative Coupling
of (Hetero)arenes with 2-Carboxyl Allylic Alcohols. Org. Lett. 2018,
20, 740. (h) Xie, H.; Jiang, J.; Wang, J. Rhodium(III)-Catalyzed C−
H/N−H Functionalization with Hydrogen Evolution. Chem. - Eur. J.
2020, 26, 7365.
(7) (a) Satoh, T.; Miura, M. Oxidative Coupling of Aromatic
Substrates with Alkynes and Alkenes under Rhodium Catalysis. Chem.
- Eur. J. 2010, 16, 11212. (b) Colby, D. A.; Tsai, A. S.; Bergman, R.
G.; Ellman, J. A. Rhodium Catalyzed Chelation-Assisted C-H Bond
Functionalization Reactions. Acc. Chem. Res. 2012, 45, 814. (c) Kuhl,
N.; Schroeder, N.; Glorius, F. Formal SN-type Reactions in
Rhodium(III)-catalyzed C-H Bond Activation. Adv. Synth. Catal.
2014, 356, 1443. (d) Liu, B.; Yang, L.; Li, P.; Wang, F.; Li, X. Recent
Advances in Transition Metal-catalyzed Olefinic C−H Functionaliza-
tion. Org. Chem. Front. 2021, DOI: 10.1039/D0QO01159B.
(8) (a) Stateman, L. M.; Nakafuku, K. M.; Nagib, D. A. Remote C-H
Functionalization via Selective Hydrogen Atom Transfer. Synthesis
2018, 50, 1569. (b) Irrgang, T.; Kempe, R. 3d-Metal Catalyzed N-
and C-Alkylation Reactions via Borrowing Hydrogen or Hydrogen
Autotransfer. Chem. Rev. 2019, 119, 2524. (c) Short, M. A.;
Blackburn, J. M.; Roizen, J. L. Modifying Positional Selectivity in
C-H Functionalization Reactions with Nitrogen-Centered Radicals:
Generalizable Approaches to 1, 6-Hydrogen-Atom Transfer Processes.
Synlett 2020, 31, 102. (d) Barath, E. Hydrogen Transfer Reactions of
Carbonyls, Alkynes, and Alkenes with Noble Metals in the presence of

Alcohols/Ethers and Amines as Hydrogen Donors. Catalysts 2018, 8,
671. (e) Nait Ajjou, A. Aqueous-phase Catalytic Oxidation, Transfer
Hydrogenation, Reductive Amination and Hydration Reactions.
Catal. Today 2015, 247, 177.
(9) Hu, Y.; Zhou, B.; Chen, H.; Wang, C. Manganese-Catalyzed
Redox-Neutral C−H Olefination of Ketones with Unactivated
Alkenes. Angew. Chem., Int. Ed. 2018, 57, 12071.
(10) (a) Guihaumé, J.; Halbert, S.; Eisenstein, O.; Perutz, R. N.
Hydrofluoroarylation of Alkynes with Ni Catalysts. C−H Activation
via Ligand-to-Ligand Hydrogen Transfer, an Alternative to Oxidative
Addition. Organometallics 2012, 31, 1300. (b) Bair, J. S.; Schramm, Y.;
Sergeev, A. G.; Clot, E.; Eisenstein, O.; Hartwig, J. F. Linear-Selective
Hydroarylation of Unactivated Terminal and Internal Olefins with
Trifluoromethyl-Substituted Arenes. J. Am. Chem. Soc. 2014, 136,
13098. (c) Tang, S.; Eisenstein, O.; Nakao, Y.; Sakaki, S. Aromatic
C−H σ-Bond Activation by Ni0, Pd0, and Pt0 Alkene Complexes:
Concerted Oxidative Addition to Metal vs Ligand-to-Ligand H
Transfer Mechanism. Organometallics 2017, 36, 2761.
(11) Zhou, X.; Xia, J.; Zheng, G.; Kong, L.; Li, X. Divergent
Coupling of Anilines and Enones by Integration of C−H Activation
and Transfer Hydrogenation. Angew. Chem., Int. Ed. 2018, 57, 6681.
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