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A NEW APPECUCH TO TEB DIEEN b.f AZEHNL AND b,f OXEPIIWE ZTSTEM 
[I Cl 
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mmmy.ronmofdh+-b.f]am+.. dib=+,~msplw~-~.~~~~~ 

rryntbonimd uatll mow mainly by two getnerd mdoda aymboli8ed b tbe followlmg aohomes: 

bea, on tba whole, failed 6o hr (1.2). Md only reu8ntly have htmaon and oo-worker8 (2) ~fweeded 

in making the unsatirabed amkqm of Noh ryatema according to tkda #Obeme. 

We wish to report a gewral method. uttlising Nheme 3. for the ryntbeel of lO, ll-dihydro-N- 

aoetyl-dibann [b.f~orsplne and 10.11~dthydrodibN=[b.ij oxe#ne. 4.4~-Dlbrom~2.2Uimelbyldlpbaayl 

ether (I), obtakmd from the 2.2*-dlmethyl oompound (4) and bromine in olpainl acetic aoid (yield 24% 

b. p. llO-l~S” (1 mm)) gave wltb N-bromoN aoinimide in the preseaoe of beasoyl peroxide only t& 

tribromo compuund (IQ (80% wp. 1280 (from W)). Howew~. tba reaatlua of 2.2’~dimetbyldlpbqvl 

stbar with a large exeoea (E s&t) of NBS in the prerewe of tbo peroxide gave 4.41-dibromo-2.2~- 

di(bromometbyl)-diphenyl ether (Itl) (46%; m. p. 1780 (from oyolobexaw)). Treatment of the kttsr rilb 

6 mole of pbmnyl lithium gave a 66.6% yield of the unkmwn lO, ll-dihydrodibenwo [b, fj mptaa (IV) 

(m.p. 1640, from baseam- hexanD) ord 2.3% cd lO,ll-dibydro-2. kWromodtbenso b,f oseptm(V) 
r 1 

(m.p. 2100); tltey could be separated tn plre form by aoluma ubrom8togra~ on alumina, beesone+-r 

(ssq mrvlqf u &ent. 
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wbn allalopady N-aeetyI-1,z%almbyl~l (VI) (5) (b.P. lo-UC ( 1 mm); 

m.p. a-63q wm treed WItb NBS. the 2.2’~di@ollloltleiiIyl)-de~~tlve (VII) N mot able ewugb to 

be idabed ia plre form; it wa@ dirsouy treated ritll an emcee ofphe9lltttdumudpvea55.5%yteld 

of fhoetyl-10, Il-dihydrodibeiw [b.il asepdae (m. p. @So) (VflI) (6) pod a 3.5% yield of N-acetyl-dtbeas - _ 

c I 
b.f asepiae (Xl) (m. p. 1200) (6); they could be separated from enoh other aad from btpheayl formed in 

the reaction by column chromatography. 

AC AC AC 
VII VIII Ix 

The II. m. r. epectra of 2,2’-dimethyl-diphenyletr and VI &ow an tntererting differem: In the former, 

there exiata free rotation around the G(o_tolyl) bonds (singlet at 6s 2.3), whllrt in Vl a dablet appeara 

at & 2.2, indicating steric repreaeion of the free rotation through the aoyl group, even at room temper- 

ature. l%is difference in the epectra reflecta the difference8 easily recogniwd in mode& of the two 

The analpees of all compounde were satisfactory. A detailed paper will appear fn due course+ 
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