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Poli, R.; Smith, K. M., Science of Synthesis, (2003) 2, 283

‘While group 6 complexes containing carbonyl ligands (Fischer-type) are most common for chromium, those

without carbonyl ligands (Schrock-type, also called alkylidene complexes) are mora typical of molybdenum and

tungsten. Although a few chromium examples are known, {*! our attention will be almost completely devoted

to systems. i (24) and
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ope Rearrangement

NAVIGATION DOIL: 10.1055/505-SD-001-00238

Takacs, J. M.; Vayalakkada, S., Science of Synthesis, (2001) 1, 371.

The oxy-Cope rearrangement is a synthetically useful variant on the Cope rearrangement. While the full
experimental details are not reported, it was found that in certain cases the palladium(1I)-catalyzed
S 0 f rearrangement of 245 is quite facile (Scheme 71). [246] For example, 245 (R! =R3 = Me; R2=R* =H) op

c1ence o undergoes palladium-catalyzed rearrangement to unsaturated ketone 247 under mild conditions LI claisen and Thia-Claisen Rearrangements

Synthes iS {[PdCI,(NCPh), (0.1 equiv), THF, 25°C, 3h} and in quantitative yield. The reaction presumably proceeds via a £l Enol fﬂg:f:;j::;zzﬁgizts
palladacyclohexyl cation (as illustrated in Scheme 67) to afford an intermediate enol 246, which tautomerizes ster Rearrangement
- to the observed ketone. Bis(benzonitrile)dichloropalladium is a superior catalyst to other common palladium(II)

complexes, e.g. [PdCl,(cod)], [PACl,(PPh;),], or Pd(OAc),. The reaction proceeds with good control over the (@ Palladium(1if’ fontaining Complexesds
geometry of the newly formed double bond (the observed E/Z is greater than 9:1) and can be used to (@ High-Valen adium in Catalysis &

construct macrocyclic rings [RY,R? = (CH,) 4 or (CH,);o]. One rather unusual limitation on the reaction is that in (3 organemetal mplexes of Platinum di
substrate 245 the substituents R* and R® must be alkyl, neither can be hydrogen. The reasons for this 8 Organomet; mplexes of Cobalt )

requirement are not dear. () Organomet; mplexes of Rhodiumdz
(5 Organomel mplexes of Iridiumds)

Scheme 71 Palladium(I1)-Oxy-Cope Rearrangements (2461 5 organom nplexes of Irond)
£ 0rgano nplexes of Rutheniumdz
R R (3 Organa plexes of Osmiumds)
R :::'i:fzh”‘" Tewtv) RZ. " @Mn..., Cr.... ..., Lanthanide, and Actinide Compounds (Groups 7-3) (Vol. )43
R e q @ 2Zn, Cd, H d Au Compounds (Groups 12 and 11) (Vol, 3)ds|
T R OH (3 silicon C As, Sb, Bi Compounds (Group 15) (Vol. 4)d3)
HO @ Ge, 5n, unds (Group 14) (Vol. 5)dg]
245 246 (@ Boron . 6)d5)
@Al Ga, a Compounds (Groups 13 and 2) (Vol. 7)dg]
R @Li, Na mpounds (Group 1) (Vol. 8)dg]
R2 5 Sl Hetare
_— R
Text complet e o

R! R? R® R* Time (h) Ratio (E/Z) Yield (%) of 247 Ref S’arriba a Ia taUIa de
e Me 3 = continguts (TOC), tant
Me CH,CH=CMe, Me H 3 100 76 [246]

(e wew 28 o 55 t2se des de la pantalla de
(CHaho Medhi 6 00 8 e resultats com des del text

= The reaction failed for R? =R2 = Me; R® = H; R* =Me or H and R! =R2 =R¥=H; R® = Me.
complet
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21 Three Carbon—Heteroatom Bonds: Amides and Derivativ .
RIS, Refworks, BibTex

Science of
Synthesis

Peptides; Lactams

DOI: 10.105%/505-S0-021-00001

Mzhajan, Y. R.; Weinreb, 5. M., Scanca of Synthasis, (2003) 21, 1.

oS 2y

Thes volume covers the synthesis of comgaunds containing an amide moiety, nduding peptices and lactams,
These compounds have been divided into groups depending on the type of amide and the nature of the

substituents around the amide funcionality. These groups are shown n Table 1, together with the sections n

which they appear.

lable 1 (assas of tha Amye-Hond Lantaining Compounds Covernd in Voluma 21

o Plain text

Product Class Structural Formula(s) Section
smple amides RICIO)NH,, RECIOJNHR?, R*CIOINRTR? 21.1
tnacylammes and diacylamines R'C[OINCIOIRFCIXIRY, R'ClOINRCIO)RT 212

-[a- i)- ‘
N-[a-(heteroatem)alkyl)-substituted R'C(D)?\F2D~'-.R3. F.'C(O)NR’CKK’R' 213
alkanamices -
N-arvl:l:an;mndes, yv‘armddes, REC[OINRZA2, RACIOINREC=CR?, e . i .,
aciankine, dacrmites, 3 RICIOINRECRA~CRAR - Descarrega o impressio
allenamides .
@ heteroatom substituted RIC(K)CIOINRR?, RECK,COINAZRE, i del capitol
alkananudes RICHXC[D)NRTRY ¢
alk-2-ynamides, arenscarboxamides, and R'C=CC{DINRTR?, Ar'C{ONR'R?, 216
alk-2-enamides RIRAC=CRECIOINRR® ?
p-neteroatom-substituted RIC{X)CHCOINRTRY, RICX;CH CONR?R, oy
alkanamices RICHXCH,C(OINR?R? ’

[

wlactams W’\fn 21.8
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