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Multiple Coordination in Porphyrinoid Hybrid: Changing the 
Delocalization within the Extended -System
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Total Synthesis of (–)-Alstofolinine A: Selected Furan Oxidation/ 
Cyclization Cascade
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total 18 examples
up to 83% yield

6 steps
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Synthesis of Enantioenriched Tetra-ortho-3,3′-substituted Biaryls by 
Small-Molecule-Catalyzed Noncanonical Polyketide Cyclizations
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Organosilicon-Mediated Organic Synthesis (SiMOS): A Personal 
Account

Si-Reagent

Si-Additive
      Si-Catalyst

Sakurai Reaction

Silicon-Stereogenic Silanes

Allylation/Etherification

Huisgen and Oxidative HuisgenOxidative Esterification

Allylic Etherification of  SilanolsReductive etherification

Reductive DecarbonylationHydrogenation/Isomerization

Lithiation/Silylation/Condensation

Organocatalytic Multicomponent Reaction

Si-H/Si-C/Si-O 
Functional Group

Si-Ligand

SiR3

CF3SiMe3

R SiMe3
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HSiR3 ClSiR3
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O
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ArR2SiOH
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SiMOS

Silicon-involved Reactions

Organosilicon Chemistry

Asymmetric Catalysis
Account

21
T
hi

s 
do

cu
m

en
t w
Synlett 2020, 31, 37–40
DOI: 10.1055/s-0039-1690690

L. Angelini
L. Malet Sanz
D. Leonori*
University of Manchester, UK
Divergent Nickel-Catalysed Ring-Opening–Functionalisation of 
Cyclobutanone Oximes with Organozincs

N
OAr

[Ni] NC RR [Zn]

17 examples
up to 91% yield

alkyl

Ar

+

R =
Cluster
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Copper-Catalyzed Radical Bis(trifluoromethylation) of Alkynes and 
1,3-Enynes

C
R1

F3C R2

CF3

Cu(CH3CN)4BF4 (20 mol%)

Togni II–CF3, (bpy)Zn(CF3)2

CH3CN, rt, 12 h

Ar

CF3

or or

via alkenyl radical

via allenyl radicalR1
R2

catalytic in copper highly chemo-, regio- and stereoselective

Ar

CF3
Cluster
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Samarium Diiodide Catalyzed Radical Cascade Cyclizations that Con-
struct Quaternary Stereocenters

Ph
O

H

H H
Ph

Me
SmII

Me
Ph

O
Ph  quaternary stereocenters

 four contiguous stereocenters
 high diastereocontrol
 room temperature
 catalytic SmI2
 radical relay

5 mol% SmI2
THF, rt

96%, >95:5 dr
EtO2C CO2Et EtO2C CO2Et
Cluster
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C. J. Pratt
R. A. Aycock
M. D. King
N. T. Jui*
Emory University, USA
Radical -C–H Cyclobutylation of Aniline Derivatives

Ar1

N
MeSO2Ar2

Me

Ar1

N
Me
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catalyst, light

C(sp3)–H alkylation     proton/redox neutral     up to 96% yield8 8
Cluster
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Anti-Markovnikov Hydroazidation of Activated Olefins via 
Organic Photoredox Catalysis

R

R

TMSN3 (1.25 eq.)
TFE, 465 nm LEDs, N2

N
Ph

Me
Me

Me

tBu
tBu

catalyst
(1 mol%)

BF4

R

R
H

N3

iPr

iPr

iPr

SH
(20 mol%)

31 examples
22–98% yield

complete anti-Markovnikov selectivity

- terminal styrenes
- substituted styrenes
- vinyl ethers
Cluster
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China Agricultural University, 
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Enantioselective Addition of Alkynyl Esters and Ethers to Aldehydes 
Catalyzed by a Cyclopropyl Amino Alcohol Based Zinc Catalyst

OH

Ph
Ph

N

O 10 mol%

OR

+

toluene, 48 h
3 equiv Me2Zn

(Aryl) Alkyl
OR

OH

(  ) n

(  ) n

(Aryl) Alkyl H

O

43 examples
up to 95% ee, 93% yield

R = Ac, Bz, n-valeryl, i-butyryl, pivaloyl, phenylacetyl, Boc, Bn,  
       cyclopropylcarbonyl, cyclohexanoyl, TBDPS,TBS, t-Bu
Letter
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B. Kuila
R. Naikoo
D. Mahajan
P. Singh
G. Bhargava*
I. K. Gujral Punjab Technical 
University, India
Nickel(0)-Catalyzed [3+2] Cycloadditions of Bis(alkylidenecyclopro-
panes) with Diazenes: A Facile Synthesis of Functionalized 
Pyrazolidine-1,2-dicarboxylates

yields 61–72%

R = Me, Et, iPr

toluene, 90 °C

RO2C

RO2C

N

N

CO2R1

CO2R1

RO2C

RO2C

N

N

CO2R1

CO2R1

R1 = Et, iPr

Ni(COD)2
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First Total Synthesis of Jomthonic Acid A

O

H
N

O

O

OH

O

Mitsunobu reaction Yamaguchi esterification

Gilmann reaction

Frater–Seebach reaction
Letter
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M. Zhang
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Z.-X. Ren*
M.-W. Ding*
Shanxi University, P. R. of China
Central China Normal University, 
P. R. of China
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One-Pot Synthesis of [1,2,3]Triazolo[1,5-a]quinoxalin-4(5H)-ones by a 
Metal-Free Sequential Ugi-4CR/Alkyne–Azide Cycloaddition Reaction

NH2

R1

N3

R2CHO

R3 COOH R4NC

+ DMF

90 °C N

N O

N N

R3

R2 CONHR4

R1Ugi-4CR

MeOH

Metal-Free One-Pot Fashion

High Atom Efficiency Mild Reaction Conditions

17 examples
50–92% overall yields
Letter
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H. Yuan
L. Xu*
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Rhodium(III)-Catalyzed Regioselective C7-Allylation of Indazoles

+
O O

O

N
N

O
N

R

R

N
N

O
N

R

R

[RhCp*Cl2]2 (5 mol%)

AgNTf2 (20 mol%)

Cu(OAC)2 H2O (50 mol%)

4Å (100 mg), TCP (1.0 mL), N2

65 °C, 24 h

wide subtrate scope 38 examples, 
up to 82% yield
mild conditions

regioselective allylation

H R2

R2

R1
R1
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Air-Induced Disulfenylation of Alkenes: Facile Synthesis of Vicinal 
Dithioethers

ArS SArR
R

SAr
SAr+

R = aryl, alkyl
24 examples
39–80% yield

CH2Cl2, rt

ArSH (0.2 equiv)
trace O2

• air as green oxidant   • neutral conditions   • room temperature
Letter
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Palladium-Catalyzed Oxidative Allylic Alkylation of N-Hydroxyimides

+
O

N

O

ON

O

O

HOR R

H

20 examples 
up to 85% yield

up to 1 gram scale

Pd

C–H activationR = alkyl, halide, 
ether, ester, 
ketone, nitrile

open air
Letter
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N. Aoyagi
T. Endo*
Kindai University, Japan
Six-Membered Cyclic Amidines as Efficient Catalysts for the 
Synthesis of Cyclic Dithiocarbonates from Carbon Disulfide and Epox-
ides under Mild Conditions

PhO

O
+

PhO S
O

S

THF, 25 °C

21% 92%

<

CS2

Amidine 
(1 mol%)

N NNN<N N 6

0%

Amidine

Cyclic 
dithiocarbonate

Cyclic 
dithiocarbonate
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