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PS06.08.08 SEQUENTIAL MULTI-PHOTON PHOTO­
CHEMISTRY STRUCTURE OF A HIGHLY STRAJ:~nD 10-
0XAPENTACYCLOUNDECENE DERIVATfVn. J. A. Krause 
Bauer!, K. A. Schnapp2, R. !vi. Wilson!, !Chemistry Dept, Uni­
versity of Cincinnati, Cincinnati, OH 45221. 2Chemistry Dept, 
Northem Kentucky University, Highland Hts, KY 41099. 

Unlike most acyclic en ones which are observed to give mech­
anistically simplistic photochemistry, we have examined several 
sterically congested acyclic enones exhibiting unique 
photorearrangement reactions. Insights into the mechanistic path­
ways of this novel photoreanangement will be given. 

During the course of the investigation, a highly strained 10-
oxapentacyclo[5,3, 1,05.7,0,8.9,02.11] undecene derivative was synthe­
sized under high-intensity laser-jet conditions. The structure of this 
unusual species as well as other photoproducts will be presented. 

PS06.08.09 NEUTR<\L HOMOAROMATIC!TY: ALMOST 
BUT NOT QUITE. Dick van der Helm & !vi. Bilayet Hossain, 
Department of Chemistry & Biochemistry, University of Oklaho­
ma, Norman, OK 73019 and Richard V. Williams,Vijay R.Gadgil 
& Kamlesh Chauhan, Department of Chemistry, University ofida­
ho,lvioscow, ID 83844, and Lloyd !vi. Jackman & Errol Fernandes, 
Department of Chemistry, Pennsylvania State University, Univer­
sity Park, PA 16802. 

The semibullvalenes have been recognized as the system most 
closely approaching neutral homoaromaticity. Theoretical calcu­
lations indicate the homoaromatic lc to be the ground state. How­
ever X-ray structure detenninations at 293K. 243K, 163K. 148K 
and 123K show an equal mixture ofla & lb at the higher tempera­
tures and unequal mixtures of la & lb at the lower temperatures. 
The existence of both la & lb is confirmed by solution NMR. The 

solid state NMR is not able to distinguish Ia "=r lb from lc. The 

result leave open the possibility that lc exists in the gas phase. 
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PS06.08.10 CONFORMATIONAL ANALYSIS OF 
ALDITOLS: 1,2- Al\'D 1,3-PARALLEL INTERACTIONS lJ.'\T 
TRI-0-ISOPRO- PYLIDENE DERIVATIVES. J. Kopf* and 
P. Ki:iell, Institut flier Anorganische und Angewandte Chemie der 
Universitaet Hamburg, Martin-Luther-King-Pl. 6, D-20146 
Hamburg, Deutschland; Fachbereich Chemie der Universitaet 
Oldenburg, D-26111 Oldenburg, Deutschland 

In continuation of our research program [1] we have 
determined the crystal and molecular structures of six tri-0-
isopropylidene delivatives of openchain alditols. Contrary to the 
"so-called" Hassel-Ottar effect, our investigations show that the 
avoidance of 1,3-parallel interactions between 0 and C atoms 
(designated as 0//0 and C//0, respectively) is NOT the dominating 
factor in determining the conformations of higher alditols in the 
solid state [2]. Acetylated alditols in pm1icular m·e able to adopt 
"unexpected" conformations [3]. A systematic search in the 
CAMBRIDGE FILE for the occuiTence of such 0//0 and C//0 
interactions in the conformations of acyclic carbohydrate 
cle1ivatives and the six new structure determinations confirm these 
results. Several examples will be discussed to illustrate that it is 
difficult to predict "prefeiTed" conformations of alclitols. 
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