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We wish to report the synthesis of 12,l~dime~1[1,2-~~m[5,6-~thienocyc~~o~~~~ 

(I) and 9,11-dimet&1-5,6-[12,15-epoxy-13,14-bismetho~oarbony1] cyclohexeno[l,2-&hisnccyclo- 

actatetraene (II), substituted derivatives of the hitherto unknown heterocyclic systems oontain- 

irqq a periphery of 16r and 12v-electrons, respectively. 

Wittig reaction of 2,5-dimet~lthiophens-j,4_dioarbo~de~de (1) and funan-j,&bis(methy- 

lenetripheuylphosphonium chloride) (2) with lithium nethoxide in dimethylfonnamide at gO", 

afforded the cyclic product (I) in lO$ yield. After sublimation at 0.5 mtn/70° compound (I) 

was obtained as colourless needles, m.p. 97’; mass spectrum, molecular ion at=/= 228.0606 

(oalcd. for C14H120S, 228.0608); x _ lDtOH 210 (sh), 240 (ah) end 260 lqu with loo& 4.04, 4.32 

and 4.41 respectively; n.m.r. (CC14, 60 Y.c.p.s)V 2.90 (a, 2 furan Protona), 3.70 (6, 4 

olefinic protons) and 7.81 (8, 6 met@4 protons). 

The Diela-Alder reaction of (I) with dimetJ@ fumarate in boilins benzene for 24 hr Save 

the adduct (II) in 30$ yield. The adduct crystallieed from ethanol in yellow prisms, m.p. 

150°; mass spectrum, molecular ion at =/g 372.1033 (calcd. for C20H2005S, 372.103l);AE 210, 

270 and 335 (broad) w with 1ogE 4.19, 4.27 and 3.40 respectively. The n.m.r. speotrum 
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confinned struoture (II), showing two overlapping quartets (4H) oentred ate 3.70, 4.35 (J, 

14 oPd and 3.m, 4.15 (J, 12 CpS) due t0 the Oldhi PrOtOm, 8 sir&let auperiqoesd On 8 

daublet (total Pa) at 5.03 (J, 3 ops) due to protons 12, 15; sin&he (3H eaah) 8t 6.23, 6.33 

due to the methoxyl protons whioh are superimposed on a 1H methim proton aim, s doublet 

(1H) oentred at 7.00 (J, 3 ops) due to the other methine proton, and 8 ah&t at 7.85 (6H) due 

to the met&r1 protons. 

The substitutsd [1,2-&bisnooyoloSotstet (II) oan superfioislly be oonsidered to 

OOnt6d.B 8 12 ?T -eleotrwI wstem, rfriOh iS iSOdeOkWti0 with the oOmspo&ing fUren Ooptpoand 

(III) (2), ths thieno[3,4_eloxepin (IV) (1) fmd the recently reported thieno[3+&hiepin (V) 

(3) l 

Bo9h of the adduots (II) and (III) and the thiepin (V) ehow marked ultraviolet ebeorption 

in the 300-400 np region, rhioh met indioate some extended ooaju&ion in these syetsms. 

Howe-r, the ohemioal shifts of the olefinio protons of (II) (4), and of the potential 16 a - 

syc3tem (I), provide little aidenos for p armagnetio ring ourrsnts whioh tight be expeoted if 

these hsterocyles oonstitutsd delooaliaed fl -systems (5). I?u?thenllore the proton ooupling 

oonsknts taoross the olefinio bonds of (II) am in the v exgeoted for vioid. oouplinse in 

cyo~o, non-planar G8-olefins (6). Hence it must be 0mOiua0a that (I) and (II) am non- 

plw, now-tio systems, which exhibit only limited inter&ion of the fl -electrons. 
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