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Introduction:

Analogous to carbon—carbon and carbon—oxygen double
bonds, carbon—nitrogen double bond has been an active
site of study in recent times. The reactivity of the carbon—
nitrogen double bond lies in between that of the carbonyl
and olefinic functions. The carbon—nitrogen double bond
has an additional lone pair of electrons which leads to its
distinctive properties from carbon—carbon double bond.

N-Sulfonylimine! (also known as sulfonylimine) is one
such good example of azomethenic carbon—nitrogen dou-
ble bond. N-Sulfonylimines are useful precursors for the
synthesis of important synthetic intermediates such as
oxaziridines® and aziridines® as well as for the synthesis of
compounds of medicinal importance.*” N-Sulfonyl-
imines also serves as heterodienes and heterodienophiles
in [4+2] cycloadditions.®

Preparation:

N-Sulfonylimines can be synthesised by direct condensa-
tion of primary sulfonamides with aldehydes or ketones in
the presence of some dehydrating agents (TiCl,, 4 A mo-
lecular sieve, MgSO,, AICI;).>2° However, only few
methods are reported for the preparation of N-Sulfo-
nylimines of enolizable and sterically hindered ketones.
Such reactions involve the in situ generation of oxime O-
sulfinyl derivatives'® and their subsequent homolytic rear-
rangement to sulfonylimines. Recently, a simple method
has been reported which involves the condensation of
simple as well as hindered ketones with 4-toluenesulfon-
amides in the presence of TiCl, and Et;N.!!
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Abstracts
(A) Catalytic hydrogenation of methyl vinyl ketone and ethyl O oS Rh(cod),OT (5-10 mol%) 0 NHSO,Ar
vinyl k_etone in the presence of N—(2—nitr0_phepylsulfony!)imines 1 . 2 \hj (2—Fur)§P (12-24 mol%; 1 ,
at ambient pressure with tri-2-furylphosphine ligand rthodium cat- R R R
: i | /C\2CHCI 0.2 mol %), 35 °C
alysts produces the mannich product with moderate to good syn- H R 2Cl2 g—l - 1m0 0),
diasteroselectivity.? 2 (1 atm)
(B) Direct asymmetric mannich-type reaction of N-sulfonyl- R o LaX3 (10 mol%) R
imines with trichloromethylketone in the presence of lanthanum O Q

aryloxide and Pybox gives B-amino carbonyl compounds.'?

P H

5 (S,S)-i-Pr-pybox (10 mol%) |
N7 + LiOAr (x mol%) O=S—NH CClg
)|\ O CCl3 Il
solvent (y M)
3AMS,-40°C PH
(Ar = 4-MeOCgH,)

(C) Selective reduction of electronically deficient imines in the
presence of ketones, Et;Zn, and Ni(acac), produces respective
amines in moderate to good yields.'*
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(D) The cata}ytic mapnich reaction of .1,l—diﬂuoro—.Z—.trialkyl.(ar— E oTMs PMPSO, PMPSO,NH o R
yl)-silyl-2-trimethylsilyloxyethenes with sulfonylimines gives N\ _/ Lewis acids
a,0-difluoro-B-amino acid derivatives." F/C_C\TMS + |C|: CHyClp, rt.  Ph N)ﬁ(OEt

H™ >Ph FrPH §
(E) The reaction of phosphorylated N-sulfonylimines with hydro- SOMAr cl.c. HN—SOAr
phosphoryl agents involve the C-N transfer of phosphoryl group -2 RoPOH 2 7< 0 qo.p
and produce aza-Perkow products.'6 | -5 P
_(OEt), O=R | “hol
ClsC ﬁ R,(OEY2
0}
O\\ O\\
Cl F—(CE) ¢l PR
_C\ + _C\
Cl /N—SOQAr cl N—SO,Ar
O=F =
\ O—P\
Rz (OEt),
(F) In the presence of a catalytic amount of chiral diaminothio- 1. Cu(l) (3 mol%) ligand (6 mol%) NHTs
phosphoramide the asymmetric addition of diethyl zinc to N- R—C=NT. EtoZn (2. 2 equiv), toluene, 0 °C, 8 h C_—
sulfonylimines can be achieved in moderate to good yield ee (63— H S R™*
e O h
O
NHEt Z NHEt
NHP(S)Me; N NHP(S)Ph,
0 e
(G) The nucleophillic addition of chiral lithium enolates of (S)- o) o o
(-)-4-benzyl-2-oxazolidinone acetamide with N-tosylarylalde- /U\ CI:I )j\ ,? NHTs
hyde imines gives B-aryl-B-amino acid derivatives in good toex- o~ “N7\_R o~ >N-C R
. . 1) LDA, THF, 78 °C
cellent diastereoselectivity.'® \]/\Ar
2) ArCH=NTSs, THF, —70 °C R
Ph PH R =H, Me
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