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It ha8 beea well oatablinhed that formylation of tr68- 

-24eealona I') , and their Bteroiual a3mlO@leD 2;) - oeoum~ 

oluairely at O-3 (deoalona nmbering 1. mile the 8orrupom- 

dfse &-24ocalon, II31 4) aul anumber of 5g-3-bto8tmid8 

bahaminwlianalogou8mamer, m forqZaUoneS 5+8tWat- 

22-am+-onehaebeenrqiortedto~ldboth O-2andW+(ate- 

roidnmariag) mb8titutedproduotm 4.5). 

In eonmotion with our interee& in the avallabiliW of 

a-rorqlated ~clloketone~ aa potential irrterm&iateafor the 

ayntheais of am-steroid8 and asa-anthra-eteroide,mhave exw 

mInedthe Influenceof aB,y~ublabood,~eo~t~~~u m 

'Pbiapaper ahouldberegardeuu tb,e rirthpap~inehe 
heterorqclle mterold aeriee~. Part IV' gee Ietrahedron, 1965 
(in preom). 

t+ Abatraoted in part from the forthoomlng theai,irr of LWied- 
hallp,ulllverdtjofAut6Ma,1%5. 

l ** Froaent a&&em8 : Laboratories, of li.V.Pbilip~-Duphar, 
wemYp,TheIwh~landa. 
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ieolatod funatbn, u in the ketones IX1 ti IV, w ae pert 

of en eromatlo myeta aa in ketoae V, em the dire&&on of for- 

qlatlon. 

JcY3 0 ‘: 
I 

I 

aI 0 
x-, I 

m 

co 0 I= 
P 

liorqlatlon of II@ in toltlare,dthone eqtivaleYktof 

sodiumuthoxide as the aondenslng agent, resultelnthefor- 
ration oi a Qdroqmetbylene-ketone uhdrioh was leolated ae a 

pure o~talline product In 76 p&. yield (I.P. 90-92'; u 3 

3280,1700,1610 a~-')+. 

Zhatthe structure of thelatterketone ie VI endnotVI1 

ie Meated Sror ite U.V. epeotrm which etlibite a aheraoter- 

istic abeozption ggy I 275 nm (76001, i,ndicating therebj the 

preeenoe of a non-oon;lumted hJilroxymetllJrene function 7). In 

agreement dth struature VI, reaction dth.hydraslne mate 

gave a crystalline pyrazole derivative (83 %)(m.p. 141-142°; 

l All new compounds gave satidaatory analyses end had LB. snd 
III&B. spectra oonsintent with the assigned etmcturee. 
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obtelned iam it6 red?mtiolr pxod?mter Gakalytie ]vdro~~tie~ 

at VI ever m./O (lo S) till the hydregen uptake had aoaml 

remmml ia a dxture ef prhiucts fres which IX (ap. 89+ 

90,5"(litt.t 88-89'8))) wae isolated in en ryppreaial~le Held*. 

While the unezqsoted formation of IX dsaerwe eeme aommmt 

cad will be discolrrred in detail elsewhere, it ie ebvloua that, 

b&ringu.uwtml sole~rrearr~~nt(e),~oadt~l~in 

IlrmutarieefromtkeerigSnel forqPfnwtie3i.Bkepo8%tian 

of this methyl group clearly eetablhhee the directSon of for- 

n@.ation of ketone III. 

A completely e~elogoue behaviour irr exhibited bJ ketone 

IVg). Fomylafson results in a aimgle produet X (65 %) (m,p. 

+ h3colwsig to its I.B., U.V. and H.&B. spectra a mixture of 
ieoaeric 3-metwl-deaalonea wee isolated in additionta XX. 



rdrblr aomld bo kydro6emt.d to the trlqclio dial XI cm.). 

72-U.; 1_ -* 2lan (lr.300),263n8 (woO);v~* 

3460,1615,1580,1300,1060 eta-l). A 8trwturally al.&fiorat 

fO8turO of wo I.H.11. rpo&ru ef n in deut0rioohl.ref.n 

mel8tiollwu tkapuewe ef apalr of ahup dn&d8 (at 

6 - 6,s and 6.70 ,@a.) fu the two aferatio protom. 

lrorqlatlonof IIIinethonol, usbag soaium&ho~e 

u a ham, realted in a low Jield of VI (IF25 S) and a 

Bixhra arl the rtwt*ketolw anditr, aonju&atedimner 

ICII. Bince in a 8epar8tq experiment it rrao poesiblo to ahw 

that fomlation af XII al80 gave4 VI la an exoellent yield 

uuder maditionm of the experiment, Its folzation frmII1 

laalwhol1qeri8e l lther direotljortiathelntermd%- 

~OiXLI. 

Porqlatien of totralom-2 (V) glvee a rirhuy of two 

~xgqat4lene-ketoaee in ddcih the forqL group 18 intro- 

dueed atr podtion Q-1 (XIII) or O-3 (XIV). The eompo8ftion of 

the mlrbure is dope&oh 01~ the eolrent employed 10) i ==e4, 

f orqlation in tolueae yield8 a Irl rirtaro, while in etha- 

nol a mixture of 80 p.c* of XIII and 20 p.c. of XIV ie formed, 

aa could be estimated from the H.&B. apeotra. 
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BeacfAen of the rirttu?e rlth hptmsine ll#rate gawk* b a 

immsgandiag ratio, a 3a%xtm~ of thu pyrasoler IS 8nd Et@, 

uhicb conId be 8eparated. Ooapotmd XfI was iaolatetl fre8 tko 

mixture a8 a ar?p8talline uompouad (8.~. 14%q49,5'), XV an a 

rb&li8h ail, that after #tana- partial.4 ery0tmxltsed 

(**p* 8fter trro 43xpMui5ationrr~rn etw/hem: 1344369. 

!rhe U.Y. spaem oi ths phen+cosju6atea pyra5010 xv 

(Xzs 215 1s~ (l6.300), 239 zm (13.800)) permits to dis- 

tindrrirrhItison~aaon-eonjtlgatis(i~eslcu!f[Vf(~~* 

215 = 00.3oo1, 2% =w, 264 131 mm, 272 gll mN)r Ilu 

fB.Y.B. spectra of the tm pyrasolete also mpparts thelr&n&o- 

tural a6eiganante; htmmer, irr tier of their aomplerlty they 

are not dlsmassd here. 

3!he formalzion of 8s nkkxturs of the G-1 and G-3 forqla- 

tea products fmm v, in wb%uh the fo?zmer is ~lF88csat; to at 

least 50 p.c. is in aontrast with the recentkj reported beha- 

* Possible tautoaerism oit the pyraxols nualeus bs$ng ma&s- 
cuesed. 
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viour of 5-methow-tetralone-2 in a sUilar reaotion 'I) end 

corresponds to the results described 12) earlier for the latter 

ketone. 

'Eha differences in the formylation reaction of tetralone- 

-2 end the non-aromatia ketones III, IV, and KII, as well as 

the inf'luemce of polar an4 non-polar solvents is of considera- 

ble mechemistia end smthetia interest. A complete account of 

these features will be pesemted in a further communication. 
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