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ABSTRACT: New air -s table tr ipodal t r iphosphine l igands 1 ,8 ,13-tr i s -
(diisopropylphosphino)-2,3-dimethoxytr iptycene (P3T1) and 1,8 ,13-tr is-
(diphenylphosphino)-2,3-dimethoxytriptycene (P3T2) are presented and discussed. Their
synthesis is based on the first practical synthesis of 1,8,13-tribromotriptycene. Reaction with
palladium leads to the formation of new pseudo-C3-symmetric carbometalated complexes:
namely, Pd(P3T1)Cl and Pd(P3T2)Cl. The catalytic activity of the new ligands and
complexes was tested in the palladium-catalyzed chemoselective transfer hydrogenation of
α,β-unsaturated ketones.

After more than 50 years of intensive research, numerous
catalytic transformations have become routine for

manufacturing fine and bulk chemicals on both academic and
industrial scales. The breakthrough toward popularizing catalysis
in organic synthesis came three decades ago after understanding
that ligands can strongly affect and modify the intrinsic catalytic
performance of late transition metals (Rh, Ru, Pd, Ir, Pt, and
others). Since then, thousands of structurally different (mainly
multidentate) ligands have been synthesized and tested for
numerous metal-catalyzed reactions. However, despite the
structural diversity of commercially available and reported
scaffolds, C3-symmetric ligands are still quite rare and, therefore,
less explored.1

Most of the C3-symmetric ligands known to date possess hard
donors (N- or O-based) and, therefore, are more suitable for the
synthesis of main-group- or early-transition-metal complexes.2

Examples of ligands coordinating late transition metals through
phosphorus and their applications in chiral molecular recog-
nition and catalysis are less common, but some have appeared in
the literature.3 However, metalated C3-symmetric complexes
possessing a direct C/Si/N(sp3)−M bond have been even less
studied.4 These compounds often possess unique reactivity,
arguably because of the singular electronic and steric properties
of the metal site originating from the strong σ-donating character
of the anionic C(sp3)-hybridized carbon in combination with the
coordination sphere of unusual geometry.5

Our group has a longstanding interest in developing catalysts
based on carbometalated PC(sp3)P pincer ligands, especially
those derived from a dibenzobarrelene-based scaffold.6 Our
interest in these compounds stems from the fact that, unlike the
case for many known classes of PC(sp3)P pincer ligands,
synthesis of dibenzobarrelene derivatives is verymodular because
it is accomplished through the use of reliable Diels−Alder

cycloaddition methodology, which guarantees facile access to a
readily modifiable platform with tailored steric and electronic
properties.7 In addition, the rigidity of the frame and the lack of
available labile α- and β-hydrogens can be translated into
robustness and conformational stability, along with exceptional
σ-donation of the metalated bridgehead sp3-hybridized carbon.
Following this initial interest and keeping in mind that
triptycene-based ligands, in general, have gained a high
reputation in catalysis,8 extending the bis(dialkylphosphino)-
tripticene system to the symmetrically substituted tris-
(dialkylphosphino)tripticene was quite natural and logical.
Herein, we report the synthesis and characterization of a new

class of triptycene-based triphosphines (P3T1 and P3T2), their
coordination to Pd(II), and the benchmarking catalytic tests in
the Pd(II)-catalyzed chemoselective transfer hydrogenation of
α,β-unsaturated ketones.
The ligands P3T1 and P3T2 were prepared in three steps from

the readily accessible starting materials, as presented in Scheme
1. Initially, 1,8-dibromoanthracene (1) is converted into 1,13-
dibromo-6,7-dimethoxytriptycene (2) using a slightly modified
literature protocol9 in 63% yield. A successive electrophilic
bromination of 2 results in the formation of a 1:1 mixture of the
syn- and anti-substituted tribromide 3. Fortunately, the desired
3syn can be selectively crystallized out in 42% yield, obviating
tedious chromatographic isolation.
Surprisingly, an extensive literature search revealed that

syntheses of symmetrically halogenated triptycenes are ex-
tremely rare and generally report on the synthesis of inseparable
mixtures of isomers.10 Thus, the reported protocol represents the
first practical synthesis of 1,8,13-halogenated triptycenea
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valuable synthetic intermediate.11 Finally, phosphination of 3syn
was carried out by sequential treatment with n-BuLi/TMEDA
and the corresponding chlorodialkylphosphine. Both P3T1 (4)
and P3T2 (5) were synthesized in approximately equal yields
(33−35%).
NMR spectroscopy unequivocally validates the desired

structure. For example, 31P NMR of P3T1 displays two
resonances for two different phosphine types: a doublet centered
at −8.27 ppm (J = 10 Hz) for phosphines installed onto
unsubstituted rings and a triplet appearing at 6.17 ppm (J = 10
Hz) for the MeO substituents neighboring the phosphine (AB2
system).12 Since six bonds separate all phosphorus nuclei, the
splitting must originate from through-space interactions of the
phosphines if they still converge at the same point, apparently in
proximity to the central methine hydrogen. Indeed, the lack of
free rotation can be clearly concluded from the 1H NMR by the
perfectly resolved anisochronous methyl groups within each of
the isopropylphosphine substituents (please see the Supporting
Information).13 Furthermore, whereas peripheral methine
hydrogen appears as an expected singlet at 5.25 ppm, the front
hydrogen is shifted strongly downfield (7.93 ppm) and is split
virtually into a quartet, which supports this assessment. Both of
these phenomena have been described for bis-phosphine
compounds of this type.14 NMR spectra of the ligand P3T2 are
less indicative, however, but exhibit similar patterns and are
presented in the Supporting Information.
With the ligands at hand, we performed a series of

complexation studies. Thus, for example, when P3T1 (4) and
P3T2 (5) react stoichiometrically with PdCl2(MeCN)2 in
toluene at 100 °C for 48 h, the carbometalated Pd(P3T1)Cl
(6) and Pd(P3T2)Cl (7) form as orange solids in 83−89%
isolated yields. 31P{1H} NMR spectra taken from the new
compounds 6 and 7 displayed an expected AB2 pattern, but with
well-expressed secondary effects. The stronger influence of the
second-order splitting in 6 and 7 is due to a stronger through-
metal Pa−Pb coupling in the complexes versus a weak through-

space coupling in the corresponding free ligands (JPa−Pb
= 212 Hz

in Pd(P3T1)Cl (6) versus J = 10Hz for P3T1 and JPa−Pb = 218Hz
in Pd(P3T2)Cl (7) versus J = 18 Hz for P3T2 that correspond to
Δν/J = 20 for 6 and Δν/J = 5 for 7). In both cases, the triplet
signal assigned to the phosphine in the substituted ring (Pa) of
the free ligand now appears as a multiplet arising from the
second-order splitting consisting of four transition lines centered
at δP 55.76 ppm (JPa−Pb = 212 Hz) for 6 and at δP 30.92 ppm

(JPa−Pb = 218 Hz) for 7. The parent doublet signal ascribed to the
phosphines on the unsubstituted rings of P3T1 and P3T2 is now
situated at δP 34.8 ppm for 6 and 24.4 ppm for 7 and is also seen
as a four-transition-line multiplet. The absence of the front
methine hydrogen and the perfectly resolved isopropyl methyl
groups in the 1H NMR of 6 confirm their rigid (i.e., metalated)
structure.
Despite the unambiguous identification of the new compound,

single crystals of Pd(P3T1)Cl (6) and Pd(P3T2)Cl (7) (CCDC
1578676 and CCDC 1578674, correspondingly), grown by the
slow diffusion of hexane into their saturated solutions in
chloroform at room temperature, were subjected to X-ray
diffraction analysis. Selected crystallographic parameters and the
ORTEP drawingare presented in Figure 1. As expected, the

palladium center in C(sp3)-metalated complexes has almost a
perfect trigonal-bipyramidal shape. For example, for Pd(P3T2)-
Cl,15 the observed Cl1−Pd1−C1 angle is 176.6° and for P1−
Pd1−P2, P2−Pd1−P3, and P1−Pd1−P3 the angles range from
118.6 to 122.8°. As expected, the Pd−Cl bond in Pd(P3T2)Cl is
slightly longer than the corresponding bond in the previously
reported anthracene-based two-dimensional pincer complexes
owing to a stronger trans influence exerted by the sp3-hybridized
carbon.7b,16

Chemoselective transfer hydrogenation of α,β-unsaturated
ketones was chosen to benchmark the catalytic activity of the new
complexes.17 We chose this particular transformation because it
is mediated by Pd-hydride species whose stability/reactivity
balance is responsible for the higher efficiency and selectivity of
the catalysts. We hypothesized that chemoselectivity will greatly
benefit from the structural and conformational stability of the
tripodal triptycene-based complexes. On the other hand, the
electron-rich nature of the palladium centers will enhance the
reactivity of the Pd-hydride intermediates. Moreover, this

Scheme 1. Synthesis of the New Pseudo-C3-Symmetric
Triptycene-Based Ligands and Complexes

Figure 1.ORTEP drawing (50% probability ellipsoids) of Pd(P3T2)Cl
(7). Hydrogen atoms and solvent molecules are omitted for clarity.
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transformation is of great importance in organic synthesis.18 It is
often carried out in the presence of silicon or boron hydrides,19

hydrogen,18b,20 or hydrogen surrogates such as alcohols21 and
formates.22 However, of all these alternatives, the use of alcohol
as an environmentally friendly, safe, and cost-efficient hydrogen
source is the most important one.
The catalysts Pd(P3T1)Cl and Pd(P3T2)Cl were initially

tested in the conjugate reduction of benzalacetophenone ((E)-
chalcone). Brief experimentation showed that the primary
alcohols were generally superior over the secondary alcohols as
solvents for the described transformation (e.g., 1-butanol or 1-
propanol versus 2-butanol or 2-propanol), whereas ethanol and
methanol led to no conversion. For example, 68% of the
corresponding saturated product in >99% selectivity forms in
refluxing 1-PrOH in the presence of 1 mol % of Pd(P3T1)Cl and
10 mol % of K3PO4 as a base. A significantly lower yield, yet with
excellent selectivity (25% and >99%, respectively), were
observed under the same substrate:catalyst:base ratio in 2-
propanol (Table 1, entries 1 and 2). We assume that the Pd−H

bond formation is more difficult when sterically demanding
alcohols interact with a cribbed palladium center. On the other
hand, the excellent chemoselectivity of the presumed Pd(P3T1)-
H species also originates from the singular steric environment
around the catalytic site. The diminished activity of the lower
primary alcohols can be rationalized by the lower reaction
temperature. Further improvement was achieved using boiling n-
butanol in the presence of 10 mol % of K2CO3 and 0.5 mol % of
equally reactive Pd(P3T1)Cl or Pd(P3T2)Cl (Table 1, entry 3).
It is noteworthy that this reaction does not require oxygen,
moisture-free conditions, or special equipment; therefore, the
procedure can be performed in air using the standard grade
solvents.
To test the general applicability of the new Pd complexes, a

limited number of various α,β-unsaturated ketones were allowed
to react under the optimized conditions. Substituted and
unsubstituted, aromatic, and heteroaromatic enones were
transfer-hydrogenated to provide the desired products in high
yields and with excellent selectivity (Table 1, entries 4−6).
In order to confirm that the reaction is indeed mediated by the

presumed Pd−H species and not by colloidal palladium that can,
in principle, form, upon decomposition of the complexes, we
carried out a mercury test as well as two deuterium-labeling
experiments for the transfer hydrogenation of chalcone. Thus,
the presence of metallic mercury in the reaction vessel showed no
influence on the outcome. On the other hand, the use of

CH3CH2CH2OD as a hydrogen source afforded an α-deuterated
product, whereas the reaction using CD3CD2CD2OH afforded
the product exclusively deuterated at the β-position (eq 1)the

selectivity cannot be achieved if the process is mediated by the
ligand-free particle catalysts. Finally, employment of the
previously reported anthracene-based two-dimensional pincer
complexes of palladium led to diminished conversion and poor
selectivity under the same reaction conditions (eq 2).
To conclude, we have disclosed for the first time synthesis and

coordination studies of unprecedented air-stable tripodal ligands
(P3T1 and P3T2) based on a pseudo-C3-symmetric triptycene
derivative. The whole synthesis relies on the first practical
synthesis of 1,8,13-tribromotriptycene. The catalytic activity of
the new palladium complexes was tested in palladium-catalyzed
chemoselective transfer hydrogenation of α,β-unsaturated
ketones showing uniqueness of the reported scaffold. Further
coordination and catalytic studies of this new family of tripodal
ligands, including those that are chiral and enantiopure, will be
reported soon.
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Table 1. Representative Results of the Transfer
Hydrogenation of Enones Catalyzed by Pd(P3T1)Cl

entry conditionsa Ar yield (sel), %b

1 6 1 mol % K3PO4, n-PrOH phenyl 68 (99)
2 6 1 mol % K3PO4, i-PrOH phenyl 25 (99)
3 6 0.5 mol % K3PO4, n-PrOH phenyl 89 (99)
4 6 0.5 mol % K3PO4, n-PrOH 4-MeO-phenyl 92 (99)
5 6 0.5 mol % K3PO4, n-PrOH 1-naphthyl 73 (99)
6 6 0.5 mol % K3PO4, n-PrOH 2-furyl 72 (99)

aOther conditions: 0.5 mol % of Pd(P3T1)Cl, 10 mol % of K2CO3 in
refluxing n-butanol (or as stated in the table). bIsolated yield;
selectivity according to NMR integration.

Organometallics Communication

DOI: 10.1021/acs.organomet.7b00907
Organometallics XXXX, XXX, XXX−XXX

C

http://pubs.acs.org
http://pubs.acs.org/doi/abs/10.1021/acs.organomet.7b00907
http://pubs.acs.org/doi/abs/10.1021/acs.organomet.7b00907
http://pubs.acs.org/doi/suppl/10.1021/acs.organomet.7b00907/suppl_file/om7b00907_si_001.pdf
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:1578674&id=doi:10.1021/acs.organomet.7b00907
https://summary.ccdc.cam.ac.uk/structure-summary?pid=ccdc:1578676&id=doi:10.1021/acs.organomet.7b00907
http://www.ccdc.cam.ac.uk/data_request/cif
mailto:data_request@ccdc.cam.ac.uk
mailto:dmitri.gelman@mail.huji.ac.il
http://orcid.org/0000-0001-7185-1345
http://dx.doi.org/10.1021/acs.organomet.7b00907


■ ACKNOWLEDGMENTS

The studies were supported by the ISF (Israel Science
Foundation) Grant Nos. 917/15 and 1384/13. We thank Dr.
Benny Boguslavsky for solving X-ray structures.

■ REFERENCES
(1) (a) Gade, L. H.; Bellemin-Laponnaz, S. Chem. - Eur. J. 2008, 14,
4142−4152. (b) Moberg, C. Isr. J. Chem. 2012, 52, 653−662.
(c) Benincori, T.; Marchesi, A.; Pilati, T.; Ponti, A.; Rizzo, S.;
Sannicolo, F. Chem. - Eur. J. 2009, 15, 94−105. (d) Gibson, S. E.;
Castaldi, M. P. Angew. Chem., Int. Ed. 2006, 45, 4718−4720.
(2) (a) Etayo, P.; Ayats, C.; Pericas, M. A. Chem. Commun. 2016, 52,
1997−2010. (b) Fang, T.; Du, D.-M.; Lu, S.-F.; Xu, J. Org. Lett. 2005, 7,
2081−2084. (c) Bellemin-Laponnaz, S.; Gade, L. H. Angew. Chem., Int.
Ed. 2002, 41, 3473−3475. (d) Chan, T. H.; Zheng, G. Z. Can. J. Chem.
1997, 75, 629−633. (e) Pettinari, C.; Pettinari, R. Coord. Chem. Rev.
2005, 249, 525−543. (f) Szczepura, L. F.; Witham, L. M.; Takeuchi, K. J.
Coord. Chem. Rev. 1998, 174, 5−32.
(3) (a) Bhadbhade, M. M.; Field, L. D.; Gilbert-Wilson, R.; Guest, R.
W.; Jensen, P. Inorg. Chem. 2011, 50, 6220−6228. (b) Scherl, P.;
Wadepohl, H.; Gade, L. H. Organometallics 2013, 32, 4409−4415.
(c) Gloaguen, Y.; Jongens, L. M.; Reek, J. N. H.; Lutz, M.; de Bruin, B.;
van der Vlugt, J. I. Organometallics 2013, 32, 4284−4291. (d) Field, L.
D.; Li, H. L.; Dalgarno, S. J.; McIntosh, R. D. Inorg. Chem. 2013, 52,
1570−1583. (e) Anderson, J. S.; Moret, M.-E.; Peters, J. C. J. Am. Chem.
Soc. 2013, 135, 534−537. (f) Scherl, P.; Kruckenberg, A.; Mader, S.;
Wadepohl, H.; Gade, L. H. Organometallics 2012, 31, 7024−7027.
(g) Kameo, H.; Hashimoto, Y.; Nakazawa, H. Organometallics 2012, 31,
3155−3162.
(4) (a) Creutz, S. E.; Peters, J. C. J. Am. Chem. Soc. 2014, 136, 1105−
1115. (b) Allen, O. R.; Field, L. D.; Magill, A. M.; Vuong, K. Q.;
Bhadbhade, M. M.; Dalgarno, S. J. Organometallics 2011, 30, 6433−
6440. (c) Ciclosi, M.; Estevan, F.; Lahuerta, P.; Passarelli, V.; Perez-
Prieto, J.; Sanau, M. Adv. Synth. Catal. 2008, 350, 234−236. (d) Ciclosi,
M.; Lloret, J.; Estevan, F.; Lahuerta, P.; Sanau, M.; Perez-Prieto, J.
Angew. Chem., Int. Ed. 2006, 45, 6741−6744. (e) Del Castillo, T. J.;
Thompson, N. B.; Peters, J. C. J. Am. Chem. Soc. 2016, 138, 5341−5350.
(f) Mondal, B.; Neese, F.; Ye, S. Inorg. Chem. 2016, 55, 5438−5444.
(g) Reithofer, M. R.; Schrock, R. R.; Muller, P. J. Am. Chem. Soc. 2010,
132, 8349−8358. (h) Anderson, J. S.; Rittle, J.; Peters, J. C.Nature 2013,
501, 84−87.
(5) (a) Alajarin, M.; Lopez-Leonardo, C.; Berna, J. Org. Lett. 2007, 9,
4631−4634. (b) Betley, T. A.; Peters, J. C. Inorg. Chem. 2003, 42, 5074−
5084.
(6) Gelman, D.; Musa, S. ACS Catal. 2012, 2, 2456−2466.
(7) (a) De-Botton, S.; Romm, R.; Bensoussan, G.; Hitrik, M.; Musa, S.;
Gelman, D. Dalton Trans. 2016, 45, 16040−16046. (b) Azerraf, C.;
Shpruhman, A.; Gelman, D. Chem. Commun. 2009, 466−468.
(8) (a) Musa, S.; Ghosh, A.; Vaccaro, L.; Ackermann, L.; Gelman, D.
Adv. Synth. Catal. 2015, 357, 2351−2357. (b) Musa, S.; Filippov, O. A.;
Belkova, N. V.; Shubina, E. S.; Silantyev, G. A.; Ackermann, L.; Gelman,
D. Chem. - Eur. J. 2013, 19, 16906−16909. (c) Abkai, G.; Schmidt, S.;
Rosendahl, T.; Rominger, F.; Hofmann, P. Organometallics 2014, 33,
3212−3214. (d) Schmidt, S.; Deglmann, P.; Hofmann, P. ACS Catal.
2014, 4, 3593−3604. (e) Bezier, D.; Brookhart, M. ACS Catal. 2014, 4,
3411−3420. (f) Li, Y.; Cao, R.; Lippard, S. J. Org. Lett. 2011, 13, 5052−
5055. (g) Leung, F. K.-C.; Ishiwari, F.; Shoji, Y.; Nishikawa, T.; Takeda,
R.; Nagata, Y.; Suginome, M.; Uozumi, Y.; Yamada, Y. M. A.;
Fukushima, T. ACS Omega 2017, 2, 1930−1937.
(9) Grossman, O.; Azerraf, C.; Gelman, D. Organometallics 2006, 25,
375−381.
(10) (a) Shioya, H.; Shoji, Y.; Seiki, N.; Nakano, M.; Fukushima, T.;
Iwasa, Y. Appl. Phys. Express 2015, 8, 121101−121104. (b) Chmiel, J.;
Heesemann, I.; Mix, A.; Neumann, B.; Stammler, H.-G.; Mitzel, N. W.
Eur. J. Org. Chem. 2010, 2010, 3897−3907. (c) Elsey, G. M.; Ciampini,
M. D.; Taylor, D. K. Tetrahedron 1997, 53, 4661−4668. (d) Rogers, M.
E.; Averill, B. A. J. Org. Chem. 1986, 51, 3308−3314. (e) Mori, I.;

Kadosaka, T.; Sakata, Y.; Misumi, S. Bull. Chem. Soc. Jpn. 1971, 44,
1649−1652.
(11) (a) Zhou, H.; Tao, F.; Liu, Q.; Zong, C.; Yang, W.; Cao, X.; Jin,
W.; Xu, N.Angew. Chem., Int. Ed. 2017, 56, 5755−5759. (b) Yan,W.; Yu,
X.; Yan, T.; Wu, D.; Ning, E.; Qi, Y.; Han, Y.-F.; Li, Q. Chem. Commun.
2017, 53, 3677−3680. (c) Umezu, S.; dos Passos Gomes, G.; Yoshinaga,
T.; Sakae, M.; Matsumoto, K.; Iwata, T.; Alabugin, I.; Shindo, M. Angew.
Chem., Int. Ed. 2017, 56, 1298−1302. (d) Chandrasekhar, P.; Savitha, G.;
Moorthy, J. N. Chem. - Eur. J. 2017, 23, 7297−7305. (e) Leung, F. K.-C.;
Ishiwari, F.; Kajitani, T.; Shoji, Y.; Hikima, T.; Takata, M.; Saeki, A.; Seki,
S.; Yamada, Y. M. A.; Fukushima, T. J. Am. Chem. Soc. 2016, 138,
11727−11733. (f) Kawasumi, K.; Wu, T.; Zhu, T.; Chae, H. S.; Van
Voorhis, T.; Baldo, M. A.; Swager, T. M. J. Am. Chem. Soc. 2015, 137,
11908−11911. (g) Pochorovski, I.; Milic, J.; Kolarski, D.; Gropp, C.;
Schweizer, W. B.; Diederich, F. J. Am. Chem. Soc. 2014, 136, 3852−3858.
(12) Andrieu, J.; Camus, J.-M.; Balan, C.; Poli, R. Eur. J. Inorg. Chem.
2006, 2006, 62−68.
(13) Devriese, G.; Ottinger, R.; Zimmermann, D.; Reisse, J.; Mislow, K.
Bull. Soc. Chim. Belg. 1976, 85, 167−178.
(14) (a) Azerraf, C.; Grossman, O.; Gelman, D. J. Organomet. Chem.
2007, 692, 761−767. (b) Azerraf, C.; Cohen, S.; Gelman, D. Inorg.
Chem. 2006, 45, 7010−7017.
(15) The quality of the Pd(P3T1)Cl crystal is insufficient for structural
discussion but can be used for a demonstration of connectivity.
(16) Musa, S.; Shpruhman, A.; Gelman, D. J. Organomet. Chem. 2012,
699, 92−95.
(17) (a) Baba, A.; Yasuda, M.; Nishimoto, Y.; Partial reduction of
enones, styrenes, and related systems. In Comprehensive Organic
Synthesis; Knochel, P., Molander, G., Eds.; Elsevier: Amsterdam, 2014;
Vol. 8, pp 673−740;. (b) Lipshutz, B. H.; Copper(I)-mediated 1,2- and
1,4-reductions. In Modern Organocopper Chemistry; Krause, N., Ed.;
Wiley-VCH: Weinheim, Germany, 2002; pp 167−187.
(18) (a) Ohkuma, T.; Ooka, H.; Ikariya, T.; Noyori, R. J. Am. Chem.
Soc. 1995, 117, 10417−10418. (b) Spogliarich, R.; Vidotto, S.; Farnetti,
E.; Graziani, M.; Gulati, N. V. Tetrahedron: Asymmetry 1992, 3, 1001−
1002.
(19) (a) Tuokko, S.; Pihko, P. M. Org. Process Res. Dev. 2014, 18,
1740−1751. (b) Tuokko, S.; Honkala, K.; Pihko, P. M. ACS Catal. 2017,
7, 480−493. (c) Chong, C. C.; Rao, B.; Kinjo, R. ACS Catal. 2017, 7,
5814−5819. (d) Korytiakova, E.; Thiel, N. O.; Pape, F.; Teichert, J. F.
Chem. Commun. 2017, 53, 732−735.
(20) (a) Sui-Seng, C.; Hadzovic, A.; Lough, A. J.; Morris, R. H. Dalton
Trans. 2007, 2536−2541. (b) Kerr,W. J.; Mudd, R. J.; Brown, J. A.Chem.
- Eur. J. 2016, 22, 4738−4742. (c) Holz, J.; Rumpel, K.; Spannenberg, A.;
Paciello, R.; Jiao, H.; Boerner, A. ACS Catal. 2017, 7, 6162−6169.
(d) Zhang, T.; Jiang, J.; Yao, L.; Geng, H.; Zhang, X. Chem. Commun.
2017, 53, 9258−9261.
(21) (a) Le Page, M. D.; James, B. R. Chem. Commun. 2000, 1647−
1648. (b) Sakaguchi, S.; Yamaga, T.; Ishii, Y. J. Org. Chem. 2001, 66,
4710−4712. (c) Hoffman, T. J.; Dash, J.; Rigby, J. H.; Arseniyadis, S.;
Cossy, J. Org. Lett. 2009, 11, 2756−2759. (d) Long, J.; Zhou, Y.; Li, Y.
Chem. Commun. 2015, 51, 2331−2334. (e) Tsuchiya, Y.; Hamashima,
Y.; Sodeoka, M. Org. Lett. 2006, 8, 4851−4854. (f) Fujimoto, K.;
Yoneda, T.; Yorimitsu, H.; Osuka, A. Angew. Chem., Int. Ed. 2014, 53,
1127−1130. (g) Puylaert, P.; van Heck, R.; Fan, Y.; Spannenberg, A.;
Baumann, W.; Beller, M.; Medlock, J.; Bonrath, W.; Lefort, L.; Hinze, S.;
de Vries, J. G. Chem. - Eur. J. 2017, 23, 8473−8481.
(22) (a) Mai, V. H.; Lee, S.-H.; Nikonov, G. I. ChemistrySelect 2017, 2,
7751−7757. (b) Gao, Y.; Wang, J.; Han, A.; Jaenicke, S.; Chuah, G. K.
Catal. Sci. Technol. 2016, 6, 3806−3813. (c) Li, X.; Li, L.; Tang, Y.;
Zhong, L.; Cun, L.; Zhu, J.; Liao, J.; Deng, J. J. Org. Chem. 2010, 75,
2981−2988. (d) Ranu, B. C.; Guchhait, S. K.; Ghosh, K. J. Org. Chem.
1998, 63, 5250−5251. (e) Rao, H. S. P.; Reddy, K. S. Tetrahedron Lett.
1994, 35, 171−174.

Organometallics Communication

DOI: 10.1021/acs.organomet.7b00907
Organometallics XXXX, XXX, XXX−XXX

D

http://dx.doi.org/10.1021/acs.organomet.7b00907

