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Abstract: The first Pd0-catalyzed intermolecular arylative
dearomatization of b-naphthols with aryl halides is described.
It was found that Q-Phos could facilitate the palladium-
catalyzed cross-coupling-type dearomatization of b-naphthols,
while avoiding O-arylation, to construct 2-naphthalenones in
excellent yields and with high chemoselectivity.

Phenol derivatives are important chemical starting materials
and widely used in organic synthesis.[1] Dearomatization of
phenol derivatives provides an efficient and straightforward
approach to cyclic enones, which are popular structural motifs
in functional molecules.[2, 3] Palladium-catalyzed cross-
coupling reactions have been applied in the dearomatization
of phenol derivatives.[4–8] However, to date, the reported
works are mainly limited to intramolecular reactions, which
can avoid the competitive Friedel–Crafts-type reaction, and
coupling reaction with phenol oxygen nucleophile, by effi-
ciently forming favorable five or six-membered rings. How-
ever, the intramolecular reaction generally requires multi-
step synthesis of the designed substrates and thus limits the
structures of the products. Consequently, there is a great
demand to develop palladium-catalyzed intermolecular de-
aromatization of phenol derivatives by cross-coupling with
simple electrophiles such as aryl halides. The challenge for
such a reaction process is obvious, as phenols and aryl halides
are known to undergo a C�O bond-forming reaction in the
presence of a palladium catalyst (Eq. (1)).[9,10] Therefore, to
avoid the O-arylation process will be key for a highly efficient
palladium-catalyzed intermolecular cross-coupling-type de-
aromatization of phenol derivatives. As naphthols display
relatively weak aromaticity compared to phenols, we envis-
aged that the utilization of naphthols might facilitate the
proposed palladium-catalyzed cross-coupling-type dearoma-
tization reaction. Such an intermolecular reaction would
provide easy access to the naphthalenone scaffold. Previous
limited reports on intermolecular dearomative arylation of
naphthol or phenol derivatives include the utilization of
stoichiometric aryl lead or aryl bismuth reagents,[11, 12] hyper-
valent-iodine-mediated dearomatizing phenylation,[13] and
the oxidation of phenols by stoichiometric oxidant[14] or an

electrochemical method.[15] Herein, we report the first Pd0-
catalyzed intermolecular arylative dearomatization of
b-naphthols (1) with aryl halides, which constructs 2-naph-
thalenones bearing an all-carbon quaternary stereogenic
center at the a-position, in excellent yields and with high
chemoselectivity (Eq. (2)).

The study was launched by utilizing 1,3-dimethyl-2-
naphthol (1a) and bromobenzene (2a) as the model
substrates to examine different ligands with [Pd(C3H5)Cl]2

as a palladium precursor. The results are summarized in
Table 1. None of the desired dearomatized product was
obtained when Buchwald-type ligand XPhos (L1)[16] and rac-
Feringa ligand (L2) were used (Table 1, entries 1 and 2), while
the utilization of SIPr·HBF4 (L3) and (di-tBu)XPhos (L4)[16]

gave trace amounts of product (3aa ; Table 1, entries 3 and 4).
Fortunately, with ferrocenyl dialkylphosphine Q-Phos (L5)[17]

as the ligand, the arylative dearomatization proceeded
smoothly, with good conversion and excellent chemoselectiv-
ity (73% yield, 3 aa/4aa = 20/1; Table 1, entry 5). Subse-
quently, several bases were examined (Table 1, entries 6–9).
To our delight, stronger alkali base, such as Cs2CO3, could
improve the conversion without affecting the chemoselectiv-
ity, and the desired dearomatized product (3aa) was obtained
in 92 % isolated yield (Table 1, entry 7). Arene-type solvents,
such as fluorobenzene and o-xylene, could also give satisfac-
tory yields (Table 1, entries 10 and 11). Notably, temperature
plays an important role. The reaction at 60 8C was sluggish,
and the reaction at 120 8C led to an increase of the O-arylation
side product (Table 1, entries 14 and 15). Therefore, the
optimized conditions were obtained as the following:
[Pd(C3H5)Cl]2 (2.5 mol%), Q-Phos (L5 ; 7.5 mol%), and
Cs2CO3 (1.5 equiv) in toluene at 80 8C (Table 1, entry 7).

Subsequently, various b-naphthols (1 a–1 l) were reacted
with bromobenzene to examine the generality of the novel
dearomatization under the optimized reaction conditions
(Table 2). It was found that the substituents at the 1- and
3-positions of 2-naphthol are of great importance. When the
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substituents were both alkyl groups, the corresponding
2-naphthols underwent dearomatization smoothly, in good
to excellent yields and chemoselectivity (Table 2, entries 2–5).
However, 1-methyl-2-naphthol (1j) was less reactive; only
48% yield of the desired product was obtained and some
starting material remained. Additionally, the presence of
a phenyl group (1k) or an electron-withdrawing group such as
CO2Me (1 l) at the 1-position could inhibit the dearomatiza-
tion (Table 2, entries 11 and 12). Overall, electron-rich
b-naphthols facilitate the dearomatization, as 1,3-dimethyl-
2-naphthol derivatives bearing 6-Ph (1 f), 6-Me (1g), 7-Ph
(1h), and 7-Me (1 i) groups all led to their corresponding
dearomatized products in excellent yields and with high
chemoselectivity (91–94% yields, 3/4 > 20/1; Table 2,
entries 6–9).

Subsequently, the reactions of naphthol 1a with various
aryl halides (2) were examined. As shown in Table 3, when
different halides such as Cl (2b) and I (2c) were tested, the
reactions occurred smoothly with excellent chemoselectivity
(> 20:1), but in slightly decreased yields (Table 3, entries 2
and 3). After that, the substituent effect of aryl bromides was
carefully examined. Aryl bromides bearing an electron-

Table 1: Optimization of the reaction conditions.[a]

Entry Ligand Base Solvent t
[h]

3aa Yield
[%][b]

3aa :4aa

1 L1 K2CO3 toluene 10 0 ND
2 L2 K2CO3 toluene 10 0 ND
3 L3 K2CO3 toluene 10 trace ND
4 L4 K2CO3 toluene 10 trace <1:20[c]

5 L5 K2CO3 toluene 10 80 (73[d]) 20:1
6 L5 Na2CO3 toluene 10 trace ND
7 L5 Cs2CO3 toluene 6 >99 (92[d]) >20:1
8 L5 K3PO4 toluene 10 73 >20:1
9 L5 tBuOK toluene 10 24 ND
10 L5 Cs2CO3 PhF 15 95 >20:1
11 L5 Cs2CO3 o-xylene 6 99 >20:1
12 L5 Cs2CO3 DCE 2 12 ND
13 L5 Cs2CO3 dioxane 15 14 >20:1
14[e] L5 Cs2CO3 toluene 22 44 >20:1
15[f ] L5 Cs2CO3 toluene 2 80 13:1

[a] Reaction conditions: 1a (0.2 mmol), [Pd(C3H5)Cl]2 (0.005 mmol),
ligand (0.015 mmol), 2a (0.3 mmol), base (0.3 mmol) in solvent
(1.0 mL), 80 8C. [b] Determined by 1H NMR using CH2Br2 (0.2 mmol) as
an internal standard. [c] Only etherified product was obtained in 25%
NMR yield. [d] Isolated yield. [e] Temperature was 60 8C. [f ] Temperature
was 120 8C.

Table 2: The reaction substrate scope: Naphthols.[a]

Entry 1, R1, R2, R3 3 :4[b] Yield of 3 [%][c]

1 1a, Me, Me, H >20:1 3aa, 92
2 1b, Et, Me, H >20:1 3ba, 93
3 1c, CH2CH2Ph, Me, H >20:1 3ca, 99
4 1d, Me, Et, H >20:1 3da, 91
5 1e, Me, Bn, H 10:1 3ea, 73
6 1 f, Me, Me, 6-Ph >20:1 3 fa, 92
7 1g, Me, Me, 6-Me >20:1 3ga, 94
8 1h, Me, Me, 7-Ph >20:1 3ha, 92
9 1 i, Me, Me, 7-Me >20:1 3 ia, 91
10 1 j, Me, H, H 4:1 3 ja, 48[d]

11 1k, Ph, Me, H ND 3ka, 9[e]

12 1 l, CO2Me, Me, H ND 3 la, trace

[a] Reaction conditions: 1 (0.2 mmol), [Pd(C3H5)Cl]2 (0.005 mmol),
Q-Phos (0.015 mmol), 2a (0.3 mmol), Cs2CO3 (0.3 mmol) in toluene
(1.0 mL), 80 8C. [b] Determined by 1H NMR. [c] Isolated yield. [d] 1 j
(0.2 mmol), [Pd(C3H5)Cl]2 (0.005 mmol), Q-Phos (0.015 mmol), 2a
(0.3 mmol), K2CO3 (0.3 mmol) in toluene (1.0 mL), 80 8C. [e] NMR yield,
determined by 1H NMR using CH2Br2 (0.2 mmol) as an internal
standard.

Table 3: The reaction substrate scope: Aryl halides.[a]

Entry 2, R1, X 3 :4[b] Yield of 3 [%][c]

1 2a, H, Br >20:1 3aa, 92
2 2b, H, Cl >20:1 3ab, 81
3 2c, H, I >20:1 3ac, 84
4 2d, 4-Me, Br >20:1 3ad, 93
5 2e, 4-OMe, Br >20:1 3ae, 95
6 2 f, 4-tBu, Br >20:1 3af, 99
7 2g, 4-nBu, Br >20:1 3ag, 91
8 2h, 4-Ph, Br 18:1 3ah, 93
9 2 i, 4-Cl, Br >20:1 3ai, 90
10 2 j, 4-F, Br >20:1 3aj, 86
11 2k, 4-CF3, Br 4:1 3ak, 75
12 2 l, 4-CO2Me, Br 2.1:1 3al, 62
13 2m, 4-NO2, Br 1:2.1 3am, 31
14 2n, 3-Me, Br >20:1 3an, 91
15 2o, 3,5-(tBu)2, Br >20:1 3ao, 99
16 2p, 3-F, Br >20:1 3ap, 92
17 2q, 2-Me, Br <1:20[d] 3aq, trace

[a] Reaction conditions: 1a (0.2 mmol), [Pd(C3H5)Cl]2 (0.005 mmol),
Q-Phos (0.015 mmol), 2 (0.3 mmol), Cs2CO3 (0.3 mmol) in toluene
(1.0 mL), 80 8C. [b] Determined by 1H NMR. [c] Isolated yield. [d] Only
etherified product was obtained in 20% NMR yield. [e] 1a (0.1 mmol),
[Pd(C3H5)Cl]2 (0.005 mmol), Q-Phos (0.015 mmol), 2 t (0.1 mmol),
Cs2CO3 (0.15 mmol) in toluene (1.0 mL), 80 8C.
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donating substituent or halide (Me, OMe, tBu, nBu, Ph, Cl, F)
at the para-position could be tolerated to give their desired
products in excellent yields and with high chemoselectivity
(86–99% yields, 3/4 : 18/1–> 20/1; Table 3, entries 4–10).
However, aryl bromides bearing a strong electron-withdraw-
ing substituent (CF3, CO2Me, NO2) at the para-position led to
an increase of the O-arylation side product (Table 3,
entries 11–13). More O-arylation product is formed when
the substrate bearing a stronger electron-withdrawing sub-
stituent is employed. Aryl bromides bearing a meta-substitu-
ent also participated smoothly in the dearomative cross-
coupling reaction in excellent yields and with high chemo-
selectivity (Table 3, entries 14–16). Probably as a result of the
steric effect, the reaction of ortho-substituted aryl bromide
(2q) only gave O-arylation product in 20% yield (determined
by NMR spectroscopy; Table 3, entry 17). Pleasingly, when
more complicated aryl bromides were tested, such as
2-bromonaphthalene and 5-bromoindole, these reactions
afforded dearomatized products 3 ar and 3as in 95 % and
71% yield, respectively, with excellent chemoselectivity. The
structure of 3ar was confirmed by an X-ray crystallographic
analysis. It is worth noting that natural product flustramine
B[18] could be employed as a coupling partner to give
dearomatized product 3at in 71% yield.

To further demonstrate the utility of this method, a gram-
scale reaction and transformations of the 2-naphthalenone
products have been carried out. The intermolecular arylative
dearomatization of 1a with 3,5-di-tert-butylbromobenzene
(2o) in a 3.5 mmol scale gave the desired product 3ao in 96%
yield and excellent chemoselectivity (3ao :4ao > 20:1) while
the catalyst loading could be further reduced to 1.25 mol%
[Eq. (3)]. Dearomatized product 3ai could undergo the
Sonogashira coupling reaction with ethynyltriisopropylsilane
to afford 5 ai in 85 % yield [Eq. (4)]. Additionally, the ketone
group of product (3aa) could be selectively transformed to an
alcohol (6aa) in 99 % yield (d.r. > 20:1; Eq. (5)) under Luche
reduction conditions, and the double bond of 3ja could be
hydrogenated to form 7 ja in 81 % yield [Eq. (6)].

To our delight, 4-methyl-1-naphthol (1m) underwent
dearomatization to afford benzoenone (3ma) in 81% yield
[Eq. (7)], while 2-methyl-1-naphthol underwent a Friedel–
Crafts-type reaction at the para-position under standard
reaction conditions (for details, see the Supporting Informa-
tion). Moreover, substituted phenol (1 n) is also a suitable
substrate to afford dienone (3na) in 60 % yield under slightly
forced conditions [Eq. (8)], while 2,4,6-trimethylphenol
underwent an O-arylation process to afford the ether product
(for details, see the Supporting Information).

Preliminary mechanistic investigation revealed that the
dearomatization product and the O-arylation product cannot
be interconverted with each other under standard conditions
(for details, see the Supporting Information). A catalytic cycle
was proposed as depicted in Scheme 1. The in situ formed Pd0

species undergoes oxidative addition across the C�Br bond in
bromobenzene, affording a phenyl palladium species.
Assisted by base, the 1,3-dimethyl-2-naphthol proceeds
ligand exchange to form oxo-p-allylic palladium intermediate
I, which then undergoes reductive elimination to afford
product 3aa and finish the catalytic cycle.

In summary, we have developed the first palladium-
catalyzed intermolecular arylative dearomatization of

Scheme 1. Proposed catalytic cycle for palladium-catalyzed arylative
dearomatization of naphthols.
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b-naphthols with aryl halides to construct 2-naphthalenones
bearing an all-carbon quaternary stereogenic center at the
a-position, in excellent yields and with high chemoselectivity.
It was found that Q-Phos could facilitate the dearomatization
of b-naphthols while avoiding an O-arylation process. Further
studies on the reaction mechanism and development of
catalytic asymmetric reactions are currently under investiga-
tion.

Acknowledgements

We thank the National Basic Research Program of China
from MOST (2015CB856600, 2016YFA0202900), National
Natural Science Foundation of China (21332009, 21421091),
and Chinese Academy of Sciences for generous financial
support.

Keywords: cross-coupling · dearomatization ·
homogeneous catalysis · naphthol · palladium

[1] “Phenol”: M. Weber, M. Weber, M. Kleine-Boymann, Ullmanns
Encyclopedia of Industrial Chemistry, Wiley-VCH, Weinheim,
2004.

[2] For recent reviews, see: a) A. R. Pape, K. P. Kaliappan, E. P.
K�ndig, Chem. Rev. 2000, 100, 2917; b) S. Quideau, L. Pouys�gu,
D. Deffieux, Synlett 2008, 467; c) L. Pouys�gu, D. Deffieux, S.
Quideau, Tetrahedron 2010, 66, 2235; d) S. P. Roche, J. A.
Porco, Jr., Angew. Chem. Int. Ed. 2011, 50, 4068; Angew.
Chem. 2011, 123, 4154; e) C.-X. Zhuo, W. Zhang, S.-L. You,
Angew. Chem. Int. Ed. 2012, 51, 12662; Angew. Chem. 2012, 124,
12834; f) Q. Ding, Y. Ye, R. Fan, Synthesis 2013, 1; g) W.-T. Wu,
L. Zhang, S.-L. You, Chem. Soc. Rev. 2016, 45, 1570; h) W. Sun,
G. Li, L. Hong, R. Wang, Org. Biomol. Chem. 2016, 14, 2164.

[3] For selected examples, see: a) T. Dohi, A. Maruyama, N.
Takenaga, K. Senami, Y. Minamitsuji, H. Fujioka, S. B. Caem-
merer, Y. Kita, Angew. Chem. Int. Ed. 2008, 47, 3787; Angew.
Chem. 2008, 120, 3847; b) J. K. Boppisetti, V. B. Birman, Org.
Lett. 2009, 11, 1221; c) S. Quideau, G. Lyvinec, M. Marguerit, K.
Bathany, A. Ozanne-Beaudenon, T. Buffeteau, D. Cavagnat, A.
Ch�ned�, Angew. Chem. Int. Ed. 2009, 48, 4605; Angew. Chem.
2009, 121, 4675; d) M. Uyanik, T. Yasui, K. Ishihara, Angew.
Chem. Int. Ed. 2010, 49, 2175; Angew. Chem. 2010, 122, 2221;
e) T. Yakura, M. Omoto, Y. Yamauchi, Y. Tian, A. Ozono,
Tetrahedron 2010, 66, 5833; f) T. Nemoto, Y. Ishige, M. Yoshida,
Y. Kohno, M. Kanematsu, Y. Hamada, Org. Lett. 2010, 12, 5020;
g) A. Rudolph, P. H. Bos, A. Meetsma, A. J. Minnaard, B. L.
Feringa, Angew. Chem. Int. Ed. 2011, 50, 5834; Angew. Chem.
2011, 123, 5956; h) T. Oguma, T. Katsuki, J. Am. Chem. Soc.
2012, 134, 20017; i) T. Nemoto, Z. Zhao, T. Yokosaka, Y. Suzuki,
R. Wu, Y. Hamada, Angew. Chem. Int. Ed. 2013, 52, 2217;
Angew. Chem. 2013, 125, 2273; j) C.-X. Zhuo, S.-L. You, Angew.
Chem. Int. Ed. 2013, 52, 10056; Angew. Chem. 2013, 125, 10240;
k) R. J. Phipps, F. D. Toste, J. Am. Chem. Soc. 2013, 135, 1268;
l) J. Nan, Z. Zuo, L. Luo, L. Bai, H. Zheng, Y. Yuan, J. Liu, X.
Luan, Y. Wang, J. Am. Chem. Soc. 2013, 135, 17306; m) C.
Bosset, R. Coffinier, P. A. Peixoto, M. El Assal, K. Miqueu, J.-M.
Sotiropoulos, L. Pouys�gu, S. Quideau, Angew. Chem. Int. Ed.
2014, 53, 9860; Angew. Chem. 2014, 126, 10018; n) T. Nemoto, N.
Matsuo, Y. Hamada, Adv. Synth. Catal. 2014, 356, 2417; o) S.-G.
Wang, Q. Yin, C.-X. Zhuo, S.-L. You, Angew. Chem. Int. Ed.

2015, 54, 647; Angew. Chem. 2015, 127, 657; p) D. Yang, L. Wang,
F. Han, D. Li, D. Zhao, R. Wang, Angew. Chem. Int. Ed. 2015, 54,
2185; Angew. Chem. 2015, 127, 2213; q) J. Zheng, S.-B. Wang, C.
Zheng, S.-L. You, J. Am. Chem. Soc. 2015, 137, 4880; r) X. Lian,
L. Lin, G. Wang, X. Liu, X. Feng, Chem. Eur. J. 2015, 21, 17453;
s) Q. Yin, S.-G. Wang, X.-W. Liang, D.-W. Gao, J. Zheng, S.-L.
You, Chem. Sci. 2015, 6, 4179; t) S.-G. Wang, X.-J. Liu, Q.-C.
Zhao, C. Zheng, S.-B. Wang, S.-L. You, Angew. Chem. Int. Ed.
2015, 54, 14929; Angew. Chem. 2015, 127, 15142; u) W.-T. Wu,
R.-Q. Xu, L. Zhang, S.-L. You, Chem. Sci. 2016, 7, 3427; v) Q.
Cheng, Y. Wang, S.-L. You, Angew. Chem. Int. Ed. 2016, 55,
3496; Angew. Chem. 2016, 128, 3557.

[4] For palladium-catalyzed cross-coupling-type dearomatization of
phenol derivatives, see: a) S. Wiegand, H. J. Sch�fer, Tetrahe-
dron 1995, 51, 5341; b) S. Rousseaux, J. Garcia-Fortanet,
M. A. D. A. Sanchez, S. L. Buchwald, J. Am. Chem. Soc. 2011,
133, 9282; c) R.-Q. Xu, Q. Gu, W.-T. Wu, Z.-A. Zhao, S.-L. You,
J. Am. Chem. Soc. 2014, 136, 15469; d) K. Du, P. Guo, Y. Chen,
Z. Cao, Z. Wang, W. Tang, Angew. Chem. Int. Ed. 2015, 54, 3033;
Angew. Chem. 2015, 127, 3076; e) H. Zheng, L. Bai, J. Liu, J.
Nan, Z. Zuo, L. Yang, Y. Wang, X. Luan, Chem. Commun. 2015,
51, 3061; f) L. Yang, H. Zheng, L. Luo, J. Nan, J. Liu, Y. Wang, X.
Luan, J. Am. Chem. Soc. 2015, 137, 4876; g) L. Bai, Y. Yuan, J.
Liu, J. Wu, L. Han, H. Wang, Y. Wang, X. Luan, Angew. Chem.
Int. Ed. 2016, 55, 6946; Angew. Chem. 2016, 128, 7060.

[5] For palladium-catalyzed cross-coupling-type dearomatization of
anilines, see: a) J. Garcia-Fortanet, F. Kessler, S. L. Buchwald, J.
Am. Chem. Soc. 2009, 131, 6676; b) R. B. Bedford, C. P. Butts,
M. F. Haddow, R. Osborne, R. F. Sankey, Chem. Commun. 2009,
4832.

[6] For palladium-catalyzed cross-coupling-type dearomatization of
indoles, see: a) R. B. Bedford, N. Fey, M. F. Haddow, R. F.
Sankey, Chem. Commun. 2011, 47, 3649; b) K.-J. Wu, L.-X. Dai,
S.-L. You, Org. Lett. 2012, 14, 3772; c) C. Shen, R.-R. Liu, R.-J.
Fan, Y.-L. Li, T.-F. Xu, J.-R. Gao, Y.-X. Jia, J. Am. Chem. Soc.
2015, 137, 4936; d) D. A. Petrone, A. Yen, N. Zeidan, M.
Lautens, Org. Lett. 2015, 17, 4838.

[7] For palladium-catalyzed cross-coupling-type dearomatization of
pyrroles, see: K.-J. Wu, L.-X. Dai, S.-L. You, Chem. Commun.
2013, 49, 8620.

[8] For palladium-catalyzed cross-coupling-type dearomatization of
pyridines, see: T. Y. Xu, H. Alper, Org. Lett. 2015, 17, 1569.

[9] For selected palladium-catalyzed C�O bond-forming reactions,
see: a) M. Palucki, J. P. Wolfe, S. L. Buchwald, J. Am. Chem. Soc.
1996, 118, 10333; b) G. Mann, J. F. Hartwig, J. Am. Chem. Soc.
1996, 118, 13109; c) M. Palucki, J. P. Wolfe, S. L. Buchwald, J.
Am. Chem. Soc. 1997, 119, 3395; d) S. Kuwabe, K. E. Torraca,
S. L. Buchwald, J. Am. Chem. Soc. 2001, 123, 12202; e) X. Wu,
B. P. Fors, S. L. Buchwald, Angew. Chem. Int. Ed. 2011, 50, 9943;
Angew. Chem. 2011, 123, 10117.

[10] For selected palladium-catalyzed C�O coupling of phenols, see:
a) A. Aranyos, D. W. Old, A. Kiyomori, J. P. Wolfe, J. P. Sadighi,
S. L. Buchwald, J. Am. Chem. Soc. 1999, 121, 4369; b) G. Mann,
C. Incarvito, A. L. Rheingold, J. F. Hartwig, J. Am. Chem. Soc.
1999, 121, 3224; c) S. Harkal, K. Kumar, D. Michalik, A. Zapf, R.
Jackstell, F. Rataboul, T. Riermeier, A. Monsees, M. Beller,
Tetrahedron Lett. 2005, 46, 3237; d) C. H. Burgos, T. E. Barder,
X. Huang, S. L. Buchwald, Angew. Chem. Int. Ed. 2006, 45, 4321;
Angew. Chem. 2006, 118, 4427; e) T. Hu, T. Schulz, C. Torborg,
X. Chen, J. Wang, M. Beller, J. Huang, Chem. Commun. 2009,
7330.

[11] a) H. C. Bell, G. L. May, J. T. Pinhey, S. Sternhell, Tetrahedron
Lett. 1976, 4303; b) H. C. Bell, J. T. Pinhey, S. Sternhell, Aust. J.
Chem. 1979, 32, 1551.

[12] a) D. H. R. Barton, J.-C. Blazejewski, B. Charpiot, D. J. Lester,
W. B. Motherwell, M. T. B. Papoula, J. Chem. Soc. Chem.
Commun. 1980, 827; b) D. H. R. Barton, J.-C. Blazejewski, B.

Angewandte
ChemieCommunications

4 www.angewandte.org � 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim Angew. Chem. Int. Ed. 2016, 55, 1 – 6
� �

These are not the final page numbers!

http://dx.doi.org/10.1021/cr9902852
http://dx.doi.org/10.1055/s-2008-1032094
http://dx.doi.org/10.1016/j.tet.2009.12.046
http://dx.doi.org/10.1002/anie.201006017
http://dx.doi.org/10.1002/ange.201006017
http://dx.doi.org/10.1002/ange.201006017
http://dx.doi.org/10.1002/anie.201204822
http://dx.doi.org/10.1002/ange.201204822
http://dx.doi.org/10.1002/ange.201204822
http://dx.doi.org/10.1039/C5CS00356C
http://dx.doi.org/10.1039/C5OB02526E
http://dx.doi.org/10.1002/anie.200800464
http://dx.doi.org/10.1002/ange.200800464
http://dx.doi.org/10.1002/ange.200800464
http://dx.doi.org/10.1021/ol8029092
http://dx.doi.org/10.1021/ol8029092
http://dx.doi.org/10.1002/anie.200901039
http://dx.doi.org/10.1002/ange.200901039
http://dx.doi.org/10.1002/ange.200901039
http://dx.doi.org/10.1002/anie.200907352
http://dx.doi.org/10.1002/anie.200907352
http://dx.doi.org/10.1002/ange.200907352
http://dx.doi.org/10.1016/j.tet.2010.04.124
http://dx.doi.org/10.1021/ol102190s
http://dx.doi.org/10.1002/anie.201102069
http://dx.doi.org/10.1002/ange.201102069
http://dx.doi.org/10.1002/ange.201102069
http://dx.doi.org/10.1021/ja310203c
http://dx.doi.org/10.1021/ja310203c
http://dx.doi.org/10.1002/anie.201209317
http://dx.doi.org/10.1002/ange.201209317
http://dx.doi.org/10.1002/anie.201304591
http://dx.doi.org/10.1002/anie.201304591
http://dx.doi.org/10.1002/ange.201304591
http://dx.doi.org/10.1021/ja311798q
http://dx.doi.org/10.1021/ja410060e
http://dx.doi.org/10.1002/anie.201403571
http://dx.doi.org/10.1002/anie.201403571
http://dx.doi.org/10.1002/ange.201403571
http://dx.doi.org/10.1002/adsc.201400247
http://dx.doi.org/10.1002/ange.201409756
http://dx.doi.org/10.1002/anie.201410257
http://dx.doi.org/10.1002/anie.201410257
http://dx.doi.org/10.1002/ange.201410257
http://dx.doi.org/10.1021/jacs.5b01707
http://dx.doi.org/10.1002/chem.201503276
http://dx.doi.org/10.1039/C5SC00494B
http://dx.doi.org/10.1002/anie.201507998
http://dx.doi.org/10.1002/anie.201507998
http://dx.doi.org/10.1002/ange.201507998
http://dx.doi.org/10.1039/C5SC04130A
http://dx.doi.org/10.1002/anie.201511519
http://dx.doi.org/10.1002/anie.201511519
http://dx.doi.org/10.1002/ange.201511519
http://dx.doi.org/10.1016/0040-4020(95)00248-7
http://dx.doi.org/10.1016/0040-4020(95)00248-7
http://dx.doi.org/10.1021/ja203644q
http://dx.doi.org/10.1021/ja203644q
http://dx.doi.org/10.1021/ja508645j
http://dx.doi.org/10.1002/anie.201411817
http://dx.doi.org/10.1002/ange.201411817
http://dx.doi.org/10.1039/C4CC09099C
http://dx.doi.org/10.1039/C4CC09099C
http://dx.doi.org/10.1021/jacs.5b01285
http://dx.doi.org/10.1002/anie.201601570
http://dx.doi.org/10.1002/anie.201601570
http://dx.doi.org/10.1002/ange.201601570
http://dx.doi.org/10.1039/b910894g
http://dx.doi.org/10.1039/b910894g
http://dx.doi.org/10.1039/c0cc05033d
http://dx.doi.org/10.1021/ol301663h
http://dx.doi.org/10.1021/jacs.5b01705
http://dx.doi.org/10.1021/jacs.5b01705
http://dx.doi.org/10.1021/acs.orglett.5b02403
http://dx.doi.org/10.1039/c3cc44631j
http://dx.doi.org/10.1039/c3cc44631j
http://dx.doi.org/10.1021/acs.orglett.5b00452
http://dx.doi.org/10.1021/ja962408v
http://dx.doi.org/10.1021/ja962408v
http://dx.doi.org/10.1021/ja963273w
http://dx.doi.org/10.1021/ja963273w
http://dx.doi.org/10.1021/ja9640152
http://dx.doi.org/10.1021/ja9640152
http://dx.doi.org/10.1021/ja012046d
http://dx.doi.org/10.1002/anie.201104361
http://dx.doi.org/10.1002/ange.201104361
http://dx.doi.org/10.1021/ja990324r
http://dx.doi.org/10.1021/ja984321a
http://dx.doi.org/10.1021/ja984321a
http://dx.doi.org/10.1016/j.tetlet.2005.03.033
http://dx.doi.org/10.1002/anie.200601253
http://dx.doi.org/10.1002/ange.200601253
http://dx.doi.org/10.1039/b915249k
http://dx.doi.org/10.1039/b915249k
http://dx.doi.org/10.1071/CH9791551
http://dx.doi.org/10.1071/CH9791551
http://dx.doi.org/10.1039/c39800000827
http://dx.doi.org/10.1039/c39800000827
http://www.angewandte.org


Charpiot, W. B. Motherwell, J. Chem. Soc. Chem. Commun.
1981, 503; c) D. H. R. Barton, N. Yadav-Bhatnagar, J.-C. Blaz-
ejewski, B. Charpiot, J.-P. Finet, D. J. Lester, W. B. Motherwell,
M. T. B. Papoula, S. P. Stanforth, J. Chem. Soc. Perkin Trans.
1 1985, 2657; d) D. H. R. Barton, N. Yadav-Bhatnagar, J.-P.
Finet, J. Khamsi, W. B. Motherwell, S. P. Stanforth, Tetrahedron
1987, 43, 323; e) D. H. R. Barton, J.-P. Finet, C. Giannotti, F.
Halley, J. Chem. Soc. Perkin Trans. 1 1987, 241.

[13] A. Ozanne-Beaudenon, S. Quideau, Angew. Chem. Int. Ed. 2005,
44, 7065; Angew. Chem. 2005, 117, 7227.

[14] A. Libman, H. Shalit, Y. Vainer, S. Narute, S. Kozuch, D. Pappo,
J. Am. Chem. Soc. 2015, 137, 11453.

[15] A. Kirste, B. Elsler, G. Schnakenburg, S. R. Waldvogel, J. Am.
Chem. Soc. 2012, 134, 3571.

[16] a) X. Huang, K. W. Anderson, D. Zim, L. Jiang, A. Klapars, S. L.
Buchwald, J. Am. Chem. Soc. 2003, 125, 6653; b) R. Martin, S. L.
Buchwald, Acc. Chem. Res. 2008, 41, 1461.

[17] Q. Shelby, N. Kataoka, G. Mann, J. F. Hartwig, J. Am. Chem. Soc.
2000, 122, 10718.

[18] a) J. S. Carl�, C. Christophersen, J. Am. Chem. Soc. 1979, 101,
4012; b) T. Hirano, K. Iwakiri, H. Miyamoto, A. Nakazaki, S.
Kobayashi, Heterocycles 2009, 79, 805; c) B. M. Trost, S.
Malhotra, W. H. Chan, J. Am. Chem. Soc. 2011, 133, 7328.

Received: September 6, 2016
Published online: && &&, &&&&

Angewandte
ChemieCommunications

5Angew. Chem. Int. Ed. 2016, 55, 1 – 6 � 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim www.angewandte.org

These are not the final page numbers! � �

http://dx.doi.org/10.1039/c39810000503
http://dx.doi.org/10.1039/c39810000503
http://dx.doi.org/10.1039/p19850002657
http://dx.doi.org/10.1039/p19850002657
http://dx.doi.org/10.1016/S0040-4020(01)89960-9
http://dx.doi.org/10.1016/S0040-4020(01)89960-9
http://dx.doi.org/10.1039/p19870000241
http://dx.doi.org/10.1002/anie.200501638
http://dx.doi.org/10.1002/anie.200501638
http://dx.doi.org/10.1002/ange.200501638
http://dx.doi.org/10.1021/jacs.5b06494
http://dx.doi.org/10.1021/ja211005g
http://dx.doi.org/10.1021/ja211005g
http://dx.doi.org/10.1021/ja035483w
http://dx.doi.org/10.1021/ar800036s
http://dx.doi.org/10.1021/ja002543e
http://dx.doi.org/10.1021/ja002543e
http://dx.doi.org/10.1021/ja2020873
http://www.angewandte.org


Communications

Cross-Coupling Reactions

R.-Q. Xu, P. Yang, H.-F. Tu, S.-G. Wang,
S.-L. You* &&&&—&&&&

Palladium(0)-Catalyzed Intermolecular
Arylative Dearomatization of b-Naphthols

2-Napthalenones made easy : Pd0-cata-
lyzed intermolecular arylative dearomati-
zation of b-naphthols with aryl halides is
described. It was found that Q-Phos
could facilitate the palladium-catalyzed

cross-coupling dearomatization of b-
naphthols while avoiding O-arylation, to
construct 2-naphthalenones in excellent
yields and with high chemoselectivity.
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