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COVER PICTURE

The cover picture shows a new method to access
1,1-difluoroolefins, which are important fluoro-containing
organic compounds. The N-tosylhydrazones derived from
trifluoromethyl ketones react with arylboronates in the pres-
ence of Rh(I) catalyst, affording 1,1-difluoroolefins in mod-
erate yields. This Rh(I)-catalyzed cross-coupling reaction is
based on migratory insertion of Rh(I) carbene followed by
P-fluoride elimination. More details are discussed in the arti-
cle by Wang e al. on page 473—476.
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2™ generation of perfluoroalkanesulfenamides reagents can react with chalcogenols in
basic or catalytic acid conditions to give the corresponding perfluoroalkylthiochalco-
genides still little described this day.
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The iodo and hydrotrifluoroethylation of alkynes with CF;CH,I proceeded selectively
by visible-light photocatalysis. Subtle differences in the combination of the photocata-
lyst, base, and solvent controlled the selectivity of the two transformations.
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Iron-Mediated Chlorotrifluoromethyl-
ation of Alkenes with Sodium Tri-
fluoromethanesulfinate

Bin Yang, Xiu-Hua Xu, Feng-Ling Qing*
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An iron-mediated chlorotrifluoromethylation of alkenes with CF;SO,Na was reported.
This process works well for both styrenes and aliphatic alkenes giving the chloro-
trifluoromethylated products in moderate to excellent yields.
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methylation of a-Diazo Esters

Mingyou Hu, Qigiang Xie, Xinjin Li,
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A copper-mediated deuterotrifluoromethylation of a-diazo esters under the promotion of
deuterium oxide (D,O) has been developed for the synthesis of deutero-labeled
trifluoromethyl compounds. This deuterotrifluoromethylation reaction is of broad scope
and can afford the deuterated products with higher than 99% isotopic purity.
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Rh(l)-Catalyzed Reaction of Trifluo-
romethylketone  N-Tosylhydrazones
and Arylboronates
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[Rh(COD)CI],
LiOtBu (2.5 equiv.) CF»
MeOH, 70 °C Ar Ar'
34%- 70%

NNHTSs 0—

/
Ar)J\CFs + Ar——Bb—><

In this communication, a new synthetic method for 1,1-difluoro-2,2-diarylalkenes based
on Rh(I)-catalyzed reaction of trifluoromethylketone N-tosylhydrazones and arylboro-
nates is reported. The key step of the reaction is Rh(I)-carbene migratory insertion fol-
lowed by f-fluoride elimination.
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Bronsted Acid Catalyzed gem-Difluo-
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A shelf-stable gem-difluorinated reagent S-tosyloxy-y,y-difluroallylboronic acid pinacol
ester has been prepared, which can be easily used for the synthesis of gem-difluorinated
homoallylic alcohols through Brensted acid (PhCO,H) catalyzed gem-difluoroallylation
of aldehydes.
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DBU-Promoted Trifluoromethylation
of Aryl lodides with Difluoromethyl-
triphenylphosphonium Bromide

Yun Wei, Liuying Yu, Jinhong Lin,* Xing
Zheng,* Jichang Xiao*
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DBU-promoted  trifluoromethylation of aryl iodides with difluoromethyltriphenyl-
phosphonium bromide (DFPB) in the presence of copper source occurred smoothly to
give the desired products in moderate to good yields.
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Activation of Trifluoromethylthio Moi-
ety by Appending lodonium Ylide
under Copper Catalysis for Electro-
philic Trifluoromethylation Reaction

Ibrayim Saidalimu, Shugo Suzuki, Etsuko
Tokunaga, Norio Shibata*
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In situ-activation of SCF; to +CF;. Unlike known electrophilic trifluoromethylation
reagents, the new reagent 2 has a stable SCF; group which is activated by appending
iodonium ylide under copper catalysis via sulfonium ylide to generate a cationic CF;
species for intermolecular transfer trifluoromethylation. On the other hand, a difluoro-
methylthio analogue 5 does not affect intermolecular transfer difluoromethylation, but
intramolecular 1,4-migration proceeded to a Stevens rearrangement product 6.
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Nucleophilic Trifluoromethylthiolation
of Alkyl Chlorides, Bromides and To-
sylates

Chunfa Xu, Qingyun Chen, Qilong Shen*
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A direct nucleophilic trifluoromethylthiolation of alkyl chlorides. bromides and tosy-
lates with AgSCF; was described. It was found that the presence of 7BuyNI or a combi-
nation of nBuyNI/nBuyNBr significantly enhanced the reaction rates. The reaction con-
ditions were mild, thus allowing the tolerance of a variety of functional groups.
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A Convenient Process for the Prepa-
ration of Heteroaryl Trifluoromethyl
Selenoethers

Qinli Tian, Zhigiang Weng*
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The synthesis of heteroaryl trifluoromethyl selenoethers by the trifluoromethylselenola-
tion of heteroaryl bromides with [(bpy)CuSeCF;], was investigated. The reaction af-
fords a variety of trifluoromethylselenolated heterocyclic compounds in good yields and
tolerates a range of functional groups.
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Copper-Catalyzed Aerobic Oxidation
of Azinylmethanes for Access to Tri-
fluoromethylazinylols

Gang Zheng, Hao Liu, Mang Wang*
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A ligand-free and additive-free copper-catalyzed aerobic oxidation of methylazaarenes
was evolved by a trifluoromethylation leading to trifluoromethylazinylketols efficiently
in one-pot.
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An Efficient One-pot Three-compo-
nent Process for the Synthesis of
Perfluoroalkylated Quinolizines

Dandan Shen, Yanjie Xu, Dong He, Jing
Han, Jie Chen, Hongmei Deng, Min
Shao, Hui Zhang,* Weiguo Cao*
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A facile multi-component process for the synthesis of perfluoroalkylated quinolizine
derivatives was achieved.
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