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REVIEWS

Morita—Baylis—Hillman adduct derivatives

(MBHAD:s): versatile reactivity in Lewis base- Bl '-e“ffBB)'ase
promoted annulation Versatile R! EWG| PRj NR, SR, Diverse
Peizhong Xie and You Huang* and aT_a_zting Annulation
reactivity MBHADs Electrophil
MBHADs, which exert diverse and amazing reactivity and ﬁﬁcﬁggphﬁ‘::r
emerged as novel "multi-role synthons”, can participate in
diverse annulation.
1,3-Dipolar cycloadditions of azomethine imines Q
. ) . RE s H
Carmen Najera,* José M. Sansano and Miguel Yus U < e N8| 1300 @Q{NR‘ Nowr
R® O

Azomethine imines react with alkenes and alkynes to give
pyrazolines, pyrazolidines, pyrazolopyridines,
indazoloisoquinolines, pyrazolo[l,5-alisoquinolines and
pyrazolopyrazolones through regio-, stereo- and
enantioselective 1,3-dipolar cycloadditions.
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2-Oxo promoted hydrophosphonylation & aerobic
intramolecular nucleophilic displacement reaction

Satyanarayana Battula, Narsaiah Battini, Deepika Singh
and Qazi Naveed Ahmed*

Highly efficient catalyst free methods for the synthesis of
a-hydroxy-p-oxo phosphonates (HOP) and a-oxoesters
(OE) have been described for the first time. The existence
of a 2-oxo group in a-oxoaldehydes (OA) was a key factor
in promoting the reaction of the tervalent phosphite form
towards activated aldehydes (OA) in the synthesis of HOP.

air
79h

H-bonding promoted [}
toluene (80 °C) phosphoryl attack on ] Mo
Activated activated -CHO group / \/—<
proton g O~
o 1o Isolated
H)li_oR neat air intermediate
Ar SOR | 10-25 min B | 79h
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HoP Basel Catalyst ' ___ - _.)...i BaselCatalyst - Base free
o = free - Catalyst free
- Mil
whlon  [Acivator - Good yield

| SRR - Air oxidant

HOP: a-hydroxy-b-oxophosphonates ~ /"6t methods

R: alkyl OE: a-oxoesters

Towards more drug-like proteomimetics:
two-faced, synthetic a-helix mimetics based
on a purine scaffold

M. E. Lanning, P. T. Wilder, H. Bailey, B. Drennen,
M. Cavalier, L. Chen, J. L. Yap, M. Raje and S. Fletcher*

Key residues on opposing faces of the Bak-BH3 a-helix
were recapitulated by the 2,6,9-tri-substitution of a purine
scaffold.

Trapping of carbolithiation-derived tertiary
benzylic a-lithio piperidines with carbon
electrophiles: Controlling the formation of
a-amino quaternary and vicinal stereocenters

Timothy K. Beng,* Nathan Fox, Daniel P. Bassler,
Amir Alwali, Kayla Sincavage and Ann Wens V. Silaire

The interception of carbolithiation-derived tertiary benzylic
o-lithio piperidines with carbon electrophiles has led to the
diastereoselective synthesis of vicinally functionalized
piperidines bearing a-amino quaternary stereocenters.

PAPERS

additive critical
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~— Boc-group essential Boc

>20 examples
up to 88% vyield, >99:1 dr
E = alkyl, acyl, allyl, or aryl

R, R"=H or alkyl, R? = alkyl
Ar = aryl or heteroaryl

Phl(OAc),-mediated one-pot oxidative
decarboxylation and aromatization of tetrahydro-
p-carbolines: synthesis of norharmane, harmane,
eudistomin U and eudistomin |

Ahmed Kamal,* Yellaiah Tangella,

Kesari Lakshmi Manasa, Manda Sathish,
Vunnam Srinivasulu, Jadala Chetna and Abdullah Alarifi

A new strategy for synthesis of g-carbolines via one-pot
oxidative decarboxylation at room temperature is
developed for the first time.

This journal is © The Royal Society of Chemistry 2015
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Stokes shift 133 nm Stokes shift 186 nm

A ratiometric fluorescent probe for rapid, sensitive
and selective detection of sulfur dioxide with large
Stokes shifts by single wavelength excitation

Xingjiang Liu, Qinwei Yang, Wengiang Chen, Lingna Mo,
Song Chen, Jiang Kang and Xiangzhi Song*

A ratiometric fluorescent probe was deve oped for rapid,
sensitive and selective detectlon of SOz%~ with large Stokes
shifts. Imaging intracellular SOs2~ was successfully
demonstrated in living HNE-2 cells.

14 examples , 76-85% yield

Metal free, Short reaction time
Mild reaction conditions

High yields with excellent regioselectivity
Broad functional group tolerance

An efficient one pot regioselective synthesis of a
3,3"-spiro-phosphonylpyrazole-oxindole
framework via base mediated [1,3]-dipolar
cycloaddition reaction of the Bestmann—Ohira
reagent with methyleneindolinones

Anil M. Shelke and Gurunath Suryavanshi*

A one pot, highly regioselective synthesis of 3,3'-spiro-
phosphonylpyrazole-oxindole by 1,3-dipolar cycloaddition
of the Bestmann—Ohira reagent (BOR) &
methyleneindolinones has been developed.

(Ar0);PAU(NCCH;)SbFg

O O (1-5 mol%)
— =" =
i Toluene

Functional group 16 examples and

7]

Iterative
application
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CO,Et

(1 step) (2 steps) (4 steps)

Regioselective functionalisation of
dibenzothiophenes through gold-catalysed
intermolecular alkyne oxyarylation

Matthew J. Barrett, Paul W. Davies* and
Richard S. Grainger*

Site-selective and direct C—H functionalisation of
dibenzothiophenes is achieved using a gold-catalysed
oxyarylation approach.

8574 | Org. Biomol Chem., 2015, 13, 8571-8577

Colorful surface architectures with three different
types of dynamic covalent bonds: integration of
anthocyanins, tritylium ions and flavins

Kang-Da Zhang, Naomi Sakai and Stefan Matile*

Complex systems with three different types of dynamic
covalent bonds are probed for emergent properties.

This journal is © The Royal Society of Chemistry 2015
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Unraveling the intramolecular cyclization
mechanism of oxidized tryptophan in aqueous
solution as a function of pH

Jefferson Méndez-Hurtado, M. Isabel Menéndez,*
Ramon Lopez and Manuel F. Ruiz-Lopez*

Acid Neutral Alkali

C-route
(11.6 kcal/mol)

l-route

Only I-route (14.6 kcal/mol) Only C-route
pH tunes the mechanism of the intramolecular cyclization 7.2 kealimoll (6.8 keal/mal)
of 3a-substituted tryptophan derivatives.

Self-immolative base-mediated conjugate release @N/N\\N BASE SN °N

from triazolylmethylcarbamates

Christopher A. Blencowe, David W. Thornthwaite,
Wayne Hayes* and Andrew T. Russell*

A range of carbamate functionalized 1,4-disubstituted
triazoles featuring a model aromatic amine reporter group
(R) have been prepared via copper()) catalysed azide—
alkyne cycloaddition and revealed self-immolative
characteristics under basic conditions.
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A simple fluorescent probe based on a pyrene
derivative for rapid detection of protamine and
monitoring of trypsin activity

Baiyang Tang, Yan Yang, Gefu Wang, Zhiyi Yao,*
Li Zhang* and Hai-Chen Wu*

Detection of protamine and trypsin with a simple
fluorescent probe based on a pyrene derivative.
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A Sn atom-economical approach toward
arylstannanes: Ni-catalysed stannylation of aryl X ‘ SnBu

) . - Ni cat. N ®
halides using BuzSnOMe Rt V +  MeO—SnBu; ————= R% \)/

o . o M ol
Kimihiro Komeyama,* Ryota Asakura and Ken Takaki S " ~
X = Br. Cl. OTf Sn atom-economical

This article describes a Ni-catalysed stannylation of aryl gl stanny| source 25 Bxangles

halides using BuzSnOMe without a liberation of wasteful
and toxic stannyl residue.

This journal is © The Royal Society of Chemistry 2015
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Regioselective synthesis of
N nitrosoimidazoheterocycles using tert-butyl nitrite
R‘—</\|:\>—R’ R‘Gf R > Practical Method ) y 9 Y
S 'BUONO (1.2 equiv) 'S > Mild Reaction Conditions Kamarul Monir, Monoranjan Ghosh, Sourav Jana,
e > Short Time . . "

(,..[s%N Acwonivie. 70°C "HES% > NP Tt T Pallab Mondal, Adinath Majee and Alakananda Hajra
SN LWL > i . .

N, .Y e A simple and practical method has been developed for the

ON

regioselective nitrosylation of imidazopyridines via C(spz)—
H bond functionalization using tert-butyl nitrite under mild
reaction conditions.

OH o

e AgOAc (20 mol%) NN

Ts =+ @ % @ H s
1,4-Dioxane, 80 °C F > 1

(25eq) 0.5-1h H

Silver-catalyzed cascade reaction of tosylmethyl
isocyanide (TosMIC) with propargylic alcohols to
(E)-vinyl sulfones: dual roles of TosMIC

Haniya Bounar, Zhenhua Liu, Lin Zhang, Xiaoxue Guan,
Zonglian Yang, Peiqiu Liao, Xihe Bi* and Xingqi Li*

An silver-catalyzed cascade reaction of tosylmethyl
isocyanide (TosMIC) with propargylic alcohols for the
synthesis of (E)-vinyl sulfones has been developed where
TosMIC plays a dual role as both the reactant in the
allenylation of propargylic alcohols and the sulfonyl
source.

HO

R (o)
HO RCHO
BF;.0OEt,, CH,CI, 7, 2O
o > /E
d .
N\ 0 °C, 30 min to 1h T o

Domino Prins/pinacol reaction for the
stereoselective synthesis of spiro[pyran-4,4'-
quinoline]-2',3'-dione derivatives

B. V. Subba Reddy,* S. Gopal Reddy, M. Durgaprasad,
Manika Pal Bhadra and B. Sridhar

A novel series of spiro[pyran-4,4'-quinoline]-2",3’-dione
derivatives have been synthesized in good yields with
excellent diastereoselectivity through a cascade of
Prins/pinacol reactions.

8576 | Org. Biomol. Chem., 2015, 13, 8571-8577

Trivalent ligands for CXCR4 bearing polyproline
linkers show specific recognition for cells with
increased CXCR4 expression

Wataru Nomura, Taisuke Koseki, Nami Ohashi,
Takaaki Mizuguchi and Hirokazu Tamamura*

The trivalent ligand with rigid linkers designed for
exploration of GPCR multimerization shows specific
recognition for overexpressed CXCR4.

This journal is © The Royal Society of Chemistry 2015
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Visible light-induced selective
hydrobromodifluoromethylation of alkenes with
dibromodifluoromethane

Qing-Yu Lin, Xiu-Hua Xu and Feng-Ling Qing*

The visible light-induced addition of CF,Br; to alkenes
proceeded smoothly in the presence of catalytic eosin Y,
affording various hydrobromodifluoromethylated products
in moderate to excellent yields.

R1

RZJ\ & CF2B|’2

R3

visible light H R
Eosin Y (5 mol %) R2>§(CFZBr
KHCO3, THF, rt R

25 examples

41-90% vyield

Investigation of glycofullerene dynamics by NMR
spectroscopy
Olof Engstrom, Antonio Mufioz, Beatriz M. Illescas,

Nazario Martin, Renato Ribeiro-Viana, Javier Rojo and
Goran Widmalm*

Mannose residues linked to flexible spacers on slowly
diffusing glycofullerenes may facilitate efficient rebinding
to receptors.

This journal is © The Royal Society of Chemistry 2015
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