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Brs(9,3: 5,6-DI&3Cmmmm~rnL) cl2em 

B. S. shyh, II. L Jhmm, and 1. K. PobrraadeF 

NolwnlBagiomrlReaeMh~~~= Peoria,I~L 

~(Booolvod 17 JUIUUJ 1966) , 

ge~~~~tha~~~mdl~t~i~~ofa~lortho- 

~~~rl~~~ofa~,tha~tnrctunof~ohhu~~~of 

2,3:5,64i4-~o~ro~yudene~-amrmi~1 w M through the w 

l tcm~tC-luKlC-4to~aarLwldc4l. 

10 have reported (1) Wt bir(l,24-ieopmpylidene-34-thhaWmyl- 

Q-p-e- furamae)dWAfldeundergoeea w-fragmentawon 

~tunug hpyrpJrridha to give equh01u? mtd 0f 1,24-hp~ii- 

u-&gluoofurmwe, 1,24-ieopmpy1~~1uoofurame 5,6-thfmooarbx~- 

l k,oarbondisulfUe,andfreemlfur. Infwtberehdie~m,+& 

bkhavior of the bU(Q-tMoearbonyl)dhulfido mNr> bb(2,%5&=4- 

i6opmpyU.dene-l4-toarboql+1umitol)dhulfide (I)msprepmad. 

mpyru.he I r~adlly\mdenrsntde~itiorrto form 2,3:5,6&4- 

kPop~lidcns~~~l,crrbond~ulMds,~eeullur,mdorJntillins 

bie(2,3:5,6414-~opropylidene-@mz&ol) ortbooarbmate (II), r.p. 

246-247". No thiolloaarbonate derivative aouldbe ioolated frcmthe 

re~tmirtuFe. meetnlaturaofIIM folmllatedant&ebMie 

of the followjaq erperhental flnde.. Elmental analysti gave: C, 

56.6; H, 7.6 @j&oou mquhw: c, 56.4; H, 7.5 of foxmu weight 532). 

AWhl.ar-raightdetcnninationbytheRaatmetbodgava 52C,uhereurthe 

%hia ia l labomtorgof the NorthemlJtili5ation2e~eamhmdDeve~t 
Division, Agrlaultural Baeearch Semioe, U.S. Department of Agrbul . 
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mace spectrum (2) &owed a high mmx peak at 532 (FIG. 1). DeJongh end 

n/e 
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FIG. 1. Maee spectrum of bie(2,~3,64iq-isopFid~~- 

rmlnitol) ort&JearboMte (II). 

Biemexm (3) noted that Q-ieopropylidene derivativee am met Buitable for 

the detemdnationof themolecularrelghtof c~boWdr&tee because the 

low of one of the maw1 grows from the 2,2~i~netWl-l,3-d~~ rins 

givee rise to anabundantfxwgmentofmaee M-13. Indeed, the spectrum 

of II ekmx a etnmg peak at 517. otherpeakeintheepeatrum~re 
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interpreted as follows: 502 (M - 2CHs), 474 (M - (G-i&&~), 

459 (474 - c&J, 4Jl.4 (459 - ar,), 431 (M - 

101 ( 'II,), 59 ((CHs)aC=O + H)), and 43 (C&i&). Several of these 

fragments were shown by DeJongh and Biemann (3) to be characteristic of Q- 

isopropylidene sugars. 

Mass peaks at 195, 222, and 251 each had what appeared to be isotope 

peaks at l/2 mass unit higher. These isotope peaks indicate that the 195, 

222, and25lfragmenta are doubly charged ions of masses 3%, 444, and 

502, respectively. zhe 386, 444, and 502 ions are all fonaed by double 

dissociations, and no doubly charged ions are found for the large 517 peak 

or other ions formed by a single dissociation. It would thus appear that 

doubly ionized molecules form double dissociated ions. 

Whereas II was stable under strongly alkaline conditions, on mild 

acid hydrolysis II formed p -mannitolsnd a csrbonyl-containing ccsopound 

presumed to be D_marinitol 1,4-carbonate. When the hydrolysis was stopped 

after a short time, 2,5:5,6_di-+isopropylidene-&mnnit,ol was detected. 

Although the precise mechanism for the formation of II cannot be 

formulated at present, a thionocarbonate derivative is assumed to be 

formed as an intermediate, since the reaction of 2,5:5,6-di+isopro- 

nylidene-I&mannitol with thiophosgene also gave II. 



1682 No.14 
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g# 162 (1965). 

S. Shaeha, C. R. Bumell, end C. E. Ill&, J.. 

The nnee epectnmme meaeuredonaNucl.ide 12_906u~e epectketer 

~uippedritb a probe inlet end operated at a aruoible tmperature of 

1w. Thisinstrumentie~dmerelyaep~oftheeuctueperimsn- 

talco4itionB. Naming itdoeenotaonetitute mendoreementof this 

product over those of other mnnufaotmws. 

Don C. XkJon@ and K. B+nexm, J.. & 67 0964). 
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