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In rlew of xwoent publication6 oonoemlng ame raaotiona of oarbonan (2) and ylldaa 

(3,4,5,6) rhioh ham bean applied to the ayntheale of five-maborod hokrooyolfom vm rould 

like to reportanexample of whataaema to ba anamraaotion of dlasaethumleadingto 

forutlon of dlhydrofurana. We feel that this rosotlon, vhioh 1, bon deaoribe am l ppllod 

to tha Hannioh mothiodide of ~ethylthlooolohiciu., ml&t oonetituk a gonoral method 

for the synthsair, of dihydrotiana based on the xwaotion of dlasaethana with phenolio 

Huualoh buee or their methiodldes. 

Roaotion of )-damethylthiooolohioine (I) (7) with an axoeea of aquooua dlme~lamimo 

aad formaldehyde in boiling ethanol for 7 houra , follovod g reolyt5tallisation of the onlda 

produotfwm ethylaoetate, e-8 80% yieldof 3-dasthyl-4-dlmathylamlnthyl~oool- 

ohioino (II), m.p. about 190' (8). && Calod for C24E3005M2S : C, 62.75 8 H, 6.58 ; I, 

6.12 ; S, 6.98. Found I C, 63.0 ; If, 6.6 ; II, 5.7 ; S, 6.8 .[o(&- 188' (o_ 0.5 CEC13) . 
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Treatment of nanuioh baas II vlth metbjl Iodide in benzene-m ethanol solution afforded 

the oorreaponding mathiodide III in exoellent yield. On reaotion with a h(p oooaa 
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OS dhsaathaa in ~et&lene ohlorlde+ethanol solution for 48 hourm at 5: o-pound III mm 

tha orude dlhydro?uran derivative IV In 67$ yield. 8eoryatalltsatlon m ethyl wetate 

tiordod l 18 Held of pure ~thov_4',5'-dihsclrorPro[2',)'t3;,4]thiooolohloi (IV), 

I.P. about 194'. && Clrlod for C23H2505E3 1 W4.65 ; H, 5.89 ; m, 3.27 I s, 7.50 i CH3C, 

Y.5 . Found B C, 64.3 ; H, 6.2 ; 9, 7.8 1 CH,O, 14.6 . [o$ - 1990 (0 0.5 cIEc13) . 
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Tbm IlQt-qmotnm of IV in CDC13 wu In o-went 

addltlon tom oorre~pondlngto the wetylamho(7; 
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with the adopted hruoture- In 

7.90, ItE-CCC~ ; 2 2.02, gf-CCCE,), 

the thiaefhyl (2 7.54 ) and the two methoxy eproupo ( r 6.36 , 5.98 ), the vlolnal aromatlo 

protonro?ringC(t2.92,2.70)md~leolrkdprotono?~~orlng(~2.4g)~ 

qeotrum oontained an A2X2 l yata uith a triplet oentired at Z 5.27 ( J = g opa ,-&CH&-CH2) 

and mother oentered at z 6.84 (-O-C+C&-). 

To ratlonallse the ionatlon of the flve-mrbered ring eeveral pathway8 may be oon- 

l ldered. First of all , starting ?rom III , two independent initial otepa are po8alble whloh 

rill lead to a oommon lnkaedlate. An dlasomethane approwhes the positive oent+ra o? the 

rthlodide III, that la; the phenollo hydrogen and the trimethylammonlurmathylene @WIT, It 

w either abstrwt the wldio proton inltlatlng the formation of an o-qulnone methlde (V) 

or l ttwk + methylene oarbon with departure of trlmethylamlne. This latter nuolwphillo 

dleplwement mould thus give the same intermediate VI ariming ?rom rewtlon of V with dlaso- 

methane. Frcm that o-on inkmediate attwk of the near phenolio oxymn on the oarbon 

bearing the dlaw mp will then whleve oyollmatlon rlth aimultaneou~~ departure of nit* 

(Fn* 

The-tumtod mplroketone VII might alao be proposed aa an interredlate in the 

reaotlon (6). It oould lead to dihydrofuran IV by a rearrangement o? the e-8 type 



No.41 3609 

to dibydrom (69). 

?iadv oae my ooadder 8 p8m d8rtia# wltb 8 C-H iaeertloa of 08rbellb oa 

me&Iodide III 8imllu to tht report84 Sor the remtioa of ghslvldlmaethuw aad + 

dlmetbyluiaoflwreao (l0). The intennediak VIII thue towed oould thoa easily uadergo 

ring oloeuw to IV. 
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Hethylatim of tertiary smines by diasaethsne is not a ?requent ruotion bat fonution 

ott ktitror ZL mq3r 23s am&&u& au&qjwa5 kr Caa_asq3sucutba a?&wfw ZtaWma h?ar ah5t3- 

rthmsand&yoine(ll)mdto ~rerurtionofdislraet~rithabjbroVquinol~thioh 

affords 8-h@lwJ-lretl@quiIlonolinirrbeta~eksidee thenonmlo-methylationproduot(l2). 

stutingtith +demefhjloolohiolne aimllarreaotiona a8 deecribedfor 34emetJqltbio- 

oolohio~~ouri~outand~~theoomepondingdibydrorururoarpoundbutvew~ 

~bletoobtsintb~tinpuno~blli#dioar. 

Tb premed paper representa the third of a series of publications oomeming the em_ 

t&de of w @nabetituted brrivatlvee of oolohlolne and tbiooolchio%ne (l3,y). 
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