N

B e

mb e = '—__3:','—{—,1"_::__'-__’__:"—_;**;, ¢ am— - R

e ‘_UH'! t ~#_): :Fronsmon meta| complexes in or an\lC

T synthesis. —
; - 74N ! ] T b - \

“ o~ o
(3]

b mw‘fMetql carbonyls of cobalt IS used in cg—rm

lotfon Of alkenes . For eq. octa carbonyl cobalt .

coa (CO)g catalyses A Lu\de range of r‘euc‘ruom

carbon mopoxide of which ’*‘he best Known ig

» Pl’ObClbl\-' “+hHe b\.'d-mform:;!ojfon C OX0 I"@OC“’)QF
J J

- ——

alkenes.
Depenqu on reactn condition hOtOblkf co € Ha

ratio <« tempero&ure > +be products are G’dehqdes
or dlcohols ( bydm metbylafion)

—

R-CH=CHp + Ccog (CODdg 130-180C R-CH-CH2

CO:Hz) t—; c;—yo
™ajor
), £ S o i R
CHe H ™MinQrT .
L3 For bydmmethyladion :-
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Hydrogen ccjmde does not ad
bud such oaddrtiton canbe ey acheived in the presen:
ce of acid catalyzeg dicobalt. ¢N

R-cH=cCH2 T HCN coe (CO)3 R-CH—CH3

cobalt caralysed alkyn€ cyclo addition
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ceyl complexes . . 0
I Wwhich (s e€asi|
A portuculorw convinient reagen _I\

ciccessable on O large scole iS Na 2 [Fe((o)qj«-

It's aikyl derivatives bove found numercus

sypthetic applications & it resembles qn'qnara\“
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Butadiene complexes :-
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The comp|e:co¢|‘on of iron with unsqturated bydrb-

catbons 5 also very ‘mportant n arganic gvnmeSIs.

- o

Iroh qenerc:lly formp d Ccomplex twith butadiene £

~ buicudgene clem/o.hves .
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I Cl _ co
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The most imp complex OF his colegory s wotth

Ctjc\obumdfene .

i antraromolic Thus vt contains

cqclobwod\ene

locadized d:b- s distortion while mmnmrzrnq

antiaromatic overiap introduces mere strain +Hygn the

mol- would contan - .
The unstable diene form d stable complex twith
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Willkinson's catadyst -

Willkinson's catalyst is prepared by beatin

chlonde wih triphenyl phosphyne in t>t:n'J*r

Rhcl3 . Ha0 €xcess - phap
- Doiling ethang
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Acid chlorides having of least ope X- hydrogen S

undergo decarbonylation & cdehydrd balogenatiag
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on heating with willkinsons co.to.les}
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Desulphonafion -
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Ar-S02-Cl  [Rh(PPh3)ac]  Ar-c

C6H ¢

Ary) sulphonryl chlorides ardbromices are converted -

into Ayl chiorides € byomides respectively on healip,
With willkinson cofalyst . 5

Ar - S04 -Rr CRh(PPh3)ac']  Ar-Br

C6Heg =
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Electropbilic substitudion reaci i-e by

orgqno-merturic cemp- are very weak r)UC]EOPh”f
4 reack only with very reactive electropbile SUCb
as x® or R-lg |

il
1& Arcmatic comp. Undergo mercurafion reacrnwlﬂ)!
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‘\ The qn;l MErturic salt con be wied ro

pvd Y
can be used for synthesis of or-.,) bou!de
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A solb of TTN ‘
i ' ran
for the direct oxid ative reOrronqemenr of j

ation < pxidative rearrn-

comaininq c—-N double bond . 1

in methang] is a convinient reagent _i

§

olekins to aldebydes & ketones.

oxidajtion of cydoberene qives in'\HQll7 cgc!open’ccmf’

carboxaldehyde dimetby| acetad grom which +he free

oJdehyde mMmay be obtain in excellent yield bj =
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Acetic acid £ Vvaricus dilufe ™minera| acids can be
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oxidation of Qcetylenes -

Thallium is rgpelectrontc wrth mercury £ ’H"e"ebore

We expected to catalyzed +he bydration af Qcgty|q
J ) h
e have examine +he reactions Of diaryl acet

Yieng

siatky| aryl acetylenes . dialkyl ocetglenes.g

MOno alky acetylenes with TTHN under Varioyy

conditions qives diff . products -

O
Ar—-c=c- Al 1N Ar~|¢'—é‘“N‘
S
Ri-iE=c=R Trar R Q-'c'-c‘-R
H AQcylion (X -hydrezy
Ketane) ;
R -c=c-H TTN‘ R-cocon + HCHOo . J
3 af

\-.

. X 3 ; b

i
tendency 10 enclise under acetic condition &

+hHhe oxidationp can easily be Step o the anyH
acylion Staqge . —

4

React
actions gf monoo\kjl ocef\j\enes with TT 1

Oxidation with ocuerqy) =

‘ CieCWQqe Qf G- C.P‘-J 4
gives corboxa\ic acig e

€ farmald ehydes

= ERONNO N -
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: . \ with ach

5y oxidative cyclisation of unsaluroted comp

nw@HwJ\GﬂP comp -

< The o=xidative cyclisation of B - dicarbonyl comp- to

X nese
benzo non borna di in the presence of ™MQanga
acetate < CU(OAc)lin Acetic acdid gives a cgclu‘c( cyclo

addition proguct.

O © (o)
N Pl o B mnCoAc)s?
O— Cu(oAd)2 J

o
AcoH

(o] (o]

2 d + # MHCOAQ)S‘ ﬁ—j\
oH Ph CHoCl2 o -;b
3) J e Ph
N h s
Q’L&C + mﬂ(oAc)i i o ‘ ‘;I
Ph |

Ph N

2% c‘gciopero:(idcuion reaction carried 6w 'O +he presence

Of ©1ygen -

= Monqqnese acetate mediated gree radical cyclisation
Op alkene with active me*rhjlene cemp. N Hhe Presence

of oxygen to cjiue cchlic peroxide .

Ph
Ph o R
n CCAC)S
AL ¢ - — ﬂ/ o
i SN t
me

Goq » ACO
bh o + ACOH

3) ™Manganese Acetate mediated Lactonisation react’ 2
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