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In this investigation the reactions of dizzocalkanes

with the following compounds are studied:

(2) Prenanthrenecuinons (b) CGhryserns-oizche
(¢) Incdantrione (4) periiopniiindon-
and (e) Coumarand’ ine. 2,3, 4-trione

(2) With Phenanthreneguinone:- Diphenyldis

65}
B8
Q
=}
i)
o+
°h
J
[1%)
|
[4)]
-

r,p'=-dichlorodiphenyldiazome+ane and p-nitrophenyl-
phenyldiazomethane react with phenanthrenesuinone

to give the o-ketoepoxides (XCII) and (XCVa,b)

{cf. page 42,44). Such products hsve been previously
described as methylenedioxy derivatives (ILa) and (XOT%)
{cf. page 41 and 43). p,p'-Dimethoxydiphenyldiszoneithane

faiiz to react with phenanthrereguinone.

(z) With Chrysenequinonci— When diszomethane wss allowed

to resct with chrysenequinone ring expension and epoxide
fornation occured with the foramstion of (XCVIia)

(cf. page 48). The reaction of dirhenyldi.comsthune

and p,p'-dichlorodiphenyldiszomethane wits this quinons
gives methylenedioxy derivatives (XCVIIIa) and (XOVITIB)
(¢cf. paze 51). Diazoethane and p,p'-dimethoxydiphenyl--
diszomethane fzil to resct witk chrysenegninone, Thesc

nagative results are of special interest znd ars

Giccussed thoroughly (eof. page 52).
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{a) 7ith Indantrione:- Diazomethane reascts with indantrione

e

o zive a mixture of 2-methoxy-1,4-naphthoguinone (XIC)

(of. page 54) and another product to which fthe hemi-

s

& p«‘l,f"j

6)

AT

I8
&

zmethalal structure (CIIa) is given (o

(4} with periWaphtiindan~2,3,4-trione .- The reaction of

diaromethane with perinaphthindan-2,3,4-trion: affords

it

ring expansion product (CIIT) (ef. page 59).

[Uy]

With Coumarandione:-— Diazomethane veacts with coumaran-

Paiin
D
o

diore with the Tormation of z mixture of 3-amcthcxycoumarin

(1%Y¥viTT) (cf. page 60) and zrother product whoze 4z’ »

]
Q
ts
-
ot

ig not sufficient to verify reasonanle structure

Tre siructures of these products cre discusced 1in

lishi »f their cheamlical and spectroscople properties.
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REACTIONS OF DIAZOALKANES

‘2V T,3-ADDITION TOQ ATXZNIZ: -

b

1) wish q, punsaturated ketones and carhoxylic

(93]

[

vl

N

O
£

V. Auwersza’b’c stated that the addition of
methane o aq , prunsaturated esters follows Gcheme & retier
tien Zchene (R).

Scneme A

g- HCOO0R!

D-CH=CHCDUR! ELV L, e (17
LR HCou + C o 5 1V)

— » R-CE——CHZOOR!
Bchere B I |

Mo

- 5,0,0 , -
The same authors™ "%~ ghowed zlss Shat the initisl

P . - 1 . far
products of addition of diszoslkanes are [N -pyrazclines [17)

wiich wrgtly isomerize rapidly to the nore s‘table5 isoneric

A

A T—pyrazolines (VI), particulary if thie change resultsd in
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the formation of = conjugated system (Scheme C).

n~CH CEOOOR!
CE iy
e ,;

However,

ragction follows Scheme (D).

R~CH ~——C-COCR"
| |
cH ¥
o .
T Frd
Pl
(VII)

Awad et al.,t

Schem

in the case of

z

R-CH ——— 0-C0O0R"’
§

| I

CI B
~ o
el
B
11
e

(VIII)

investizated the action of diszonethene

on ¥-phenylozleimide (IX) and found that the procuct is

~

(¥I), as wvweviously
a wyrolyzis product

obzerved in sinilar

g derivative of le—pyrazoline (X) and not llz-pyrazoline

claimedS, (XI) wes only obtained as

of (X).

085856.
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Diazomethane was found7 te add reacdily to benzal-
2cetonnendone 1n cold ethereal solution giving two lsomeric
ryrazolines, m.p. 92-93°C snd 127°C respesctively. Tae

lawer -elting point vroduct (XII) could be transformed
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T A (E-GEC0C 7N e (1 _H O e CECOC L
0 JC"" ICOJQD.'; “+ CH?L? 5 J{ T hd 6 b
cH, 2
\_\\\I/’_

E NH
o e
S

In cerinln case38 oniy .mz—pyrazolines were formed in

the meaction of diszometnane with q , ~unsaturated ketones.

2) Zecctions with p-guinonesi-

P

~otion of diagoalkanes on 1,4-raphthoguinonsz: -

m

 diamomethan

Q

eger and Petersg at:died the addition
znd other derivatives %0 1,4-naphihoguinone. Tiazomethare
o + ! 1 s 9 S - 1 1 - P e T LT
adas %0 1,4~-naphthoguinone- to give first in suaniiiastive
vizin o vl lilow 1niermediate coopound which hss
tion C,.Ho0,M, (¥IV). It was unsteble and on crystallisztion
or digscrutinon in glksli, it changed ovsr into a colourliess
substance naving the formpula 3111{60,,1\7,j {(XV) whica nas two
[

hyirozen stoms less than the previous compound.

sooording to this, the yellow substance becomes oxidiged

t0 thne colourless ceogpound on crystelligation.
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The reaction of diphenyldiaz methane with 1,4-rapiiino-

9 3 - -+ PR I mtrd o
~uinore was found” to give an orange coloured cORpOound 2aVINg

the composition of the sum of the reactauts (Xv1).

- ‘:".\\.,'//"\\1 - . .4\‘ -\/-//A\/' S o

=) Agcion of diszoalkanes on p-benzoguinones and toluguinone.

Tre reaction of p-benzoguinone with diazometlhans was

. s 9,11
pvrazoline Gerivailives

'
&
¢
IR
e
”
11
!
i._l
£

=]

, the zadlvion
swins place at the quinonoid sthylene linkege. Fileour
e* al.,” reporbed thet p-benszoquinons adds ordinarily two

wles of the reesgent and there are two possitle aovaes
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(¥VII)

In case of toluguinone, only one molecule of dizzo-
ot e . ig ;
methene was added co give (XVIII).

L9 0 O
ER N H, O\‘ AT

i
1

22 e R
\/ B e \(y o~ CH} .\\'\ // T: o

|
0 Q) 0
(XVIII)

This is attributedlz to the slectron repeling chrrooior
o She aethyl group which increases the =2isctron dencity 2t
the Joubls hond where it is zttzched, as compared wiwnn the
cther dsuble bond in the same wolecule. Diazomethane wilceh

- -+

ig bolieved 40 react here as a carbanion :CHg—NEE:, seekling
o low 2l ctron density on the toluguinone molecule is sxpscied
5 =248 on the side of toluguinore free from the zethyl zroup.
Tnis wes further confirmed by the observation reported by

e s 1 . . . ,
Smoheth oand Wingor 3 +hat the presence of an alkyl subgtituont
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