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ABSTRACT

We herein reported the first regioselective 1,4-alkynylation of 1-benzopyrylium ions
generated in situ from C3-tosyl-2H-chromene hemiketals with terminal alkynes. The use of
cheap and readily available Fe(OTf); or In(OTf); as Lewis acid catalyst allowed the
preparation of various C4-alkynylated C3-tosyl 4H-chromenes in moderate to good yields.
The tosyl group at the C3-position of 2H-chromene hemiketals played an important role in
determining the 1,4-regioselectivity. The products could be further elaborated based on
the alkyne moiety.

Graphical Abstract

A Lewis acid cz /\1 terminal alkynes
was reported, Have questions about this content? Try Al Companion. C arate to good
BETA

yields.



22/8/69 10:03 Regioselective 1,4-Alkynylation of C3-Tosyl-2H-Chromene Hemiketals With Terminal Alkynes to Access C4-Alkynylated 4H-Chrom...

a017.

CAS[Z Web of Science® 4 Google Scholar &

56 S. Rattanaburi, W. Mahabusarakam, S. Phongpaichit, and A. R. Carroll, "Acylphloroglucinols From
Callistemon lanceolatus DC,” Tetrahedron 69 (2013): 6070-6075, https://doi.org/10.1016/j.tet.2013.0
5.085.

CAS 2 Web of Science® [/ Google Scholar #

57 W. Kemnitzer, J. Drewe, S. Jiang, et al., “Discovery of 4-Aryl-4 H -chromenes as a New Series of
Apoptosis Inducers Using a Cell- and Caspase-Based High-Throughput Screening Assay. 3.
Structure—Activity Relationships of Fused Rings at the 7,8-Positions,” Journal of Medicinal Chemistry 50
(2007): 2858-2864, https://doi.org/10.1021/jm070216c.

CAS[©Z PubMed [Z Google Scholar 2

58 W. Kemnitzer, J. Drewe, S. Jiang, et al., “Discovery of 4-Aryl-4 H -chromenes as a New Series of
Apoptosis Inducers Using a Cell- and Caspase-based High-Throughput Screening Assay. 1.
Structure—Activity Relationships of the 4-Aryl Group,” Journal of Medicinal Chemistry 47 (2004): 6299-
6310, https://doi.org/10.1021/jm049640t.

CAS@ PubMed @ Google Scholar @

59 D. R. Anderson, 5. Hegde, E. Reinhard, et al., "Aminocyanopyridine Inhibitors of Mitogen Activated
Protein Kinase-activated Protein Kinase 2 (MK-2),” Bioorganic & Medicinal Chemistry Letters 15 (2005):
1587-1590, https://doi.org/10.1016/j.bmcl.2005.01.067.

CAS[Z PubMed [ Web of Science® [2 Google Scholar £

60 W. Kemnitzer, 5. Kasibhatla, S. Jiang, et al., “Discovery of 4-aryl-4H-chromenes as a New Series of
Apoptosis Inducers Using a Cell- and Caspase-based High-throughput Screening Assay. 2. Structure-
activity Relationships of the 7- and 5-, 6-, 8-positions,” Bioorganic & Medicinal Chemistry Letters 15
(2005): 4745-4751, https://doi.org/10.1016/].bmcl.2005.07.066.

CAS[Z PubMed [ Web of Science® 2 Google Scholar [7

61 H. GOUI’deaU 1 L T L e T ._|.._4_:qn sz_amin0_4_

(3-bromo-4,5-d . . . “Agents,”
?
Molecular Canc. Have questions about this content? Try Al Companion. LL4375.3.11.

CAS[Z PubMed © Google Scholar @

https:/fchemistry-europe.onlinelibrary wiley. com/doilabs/10.1002/slct 73830 1017



