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competitive alkali-metal cation solvent extractions. A further 
increase in ring size to the 15-crown-4 derivative 9 produced a 
much lower selectivity for lithium extraction. 

The outstanding lithium selectivity obtained with the lipophilic 
14-crown-4 carboxylic acids 7 and 8 encourages the application 
of these and closely related complexing agents for the recovery 
of lithium from natural sources and waste streams. 
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In conjunction with a projected synthesis of the unusual red 
pigment rubrolone (l),' we had need of an expeditious route to 
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the AB unit 2. Examination of the literature* revealed that 
available methods would require a lengthy synthesis: the reported3 
synthesis of 3, which was the compound most structurally related 
to 2 then known, requires seven4 steps. We now describe a con- 
ceptually new, highly convergent method of pyridine synthesis 
which not only affords 2 in a one-pot operation but also provides 
general and simple access to a diverse spectrum of complex 
pyridines. 

The method results from an amalgamation of classical pyridine 
synthesis with new enolate technologies. As applied to 2, the 
classical K n o e ~ e n a g e l ~ - ~  route would first require construction of 
the triketone 4 followed by reaction with hydroxylamine and 
cyclization. Formation of the pyridine ring in this fashion would 
presumably6a proceed along the general mechanistic lines shown 
in eq 1 (X = OH), the driving force being elimination of water 
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a Isolated overall yield (based on enone) of chromatographically pure 
material. 

from 6 with generation of an aromatic system. Conventionally, 
X is an OH group, but in principle any moiety capable of func- 
tioning as a leaving group should suffice. Therefore, generation 
of any compound equivalent to 5 should serve to set the stage for 
pyridine ring formation. In practice, as illustrated for the prep- 
aration of 2, this can be achieved as shown in eq 2. 
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(1) Palleroni, N. J.; Reichelt, K. E.; Mueller, D.; Epps, R.; Tabenkin, B.; 
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Eds.), Chapter 2.08. 

(3) Demole, E.; Demole, C. Helv. Chem. Acta 1975, 58, 523-531. 
(4) From 5,5-dimethylcyclopent-2-enone. 
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(6) See ref 2a: (a) p 279; (b) p 274. 
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Thus conjugate addition of the cuprate' derived from the anion 
of acetone dimethylhydrazone to cyclopentenone followed first 

(7) The conjugate addition of dimethylhydrazone enolate derivatives to 
enones (including 11 + 12 and 14 + 15) has been reported as part of a 
synthesis of 1,s-diketones: (a) Corey, E. J.; Enders, D. Chem. Ber. 1978, 1 1 1 ,  
1362-1383. (b) Gawley, R. E.; Termine, E. J.; Aube, J. Tetrahedron Lett. 
1980, 21, 3115-3119. (c) See also: Corey, E. J.; Boger, D. L. Ibid. 1978, 
4597-4600. 
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by trapping of the resulting enolate with butyryl and 
then cyclization with glacial acetic acid gives 2. 

The scope of the method is evident from the entries in Table 
I. While the yields are not uniformly high,1° this deficiency is 
more than offset by the facility with which a high degree of 
complexity can be straightforwardly assembled from quite simple 
starting materials. In particular, the method provides a means 
for assembling on a pyridine nucleus up to five different sub- 
stituents in one operation with full regiochemical control. We 
note also that the regiospecific incorporation of the dimethyl- 
hydrazone unit as in 7 serves to avoid a number of competing6b 
side reactions (such as those leading to or passing through 8-10) 

a 9 10 

which could be anticipated to beset a synthesis of 2 proceeding 
via 4. As is apparent from the first four entries in Table I, trapping 
of the initial Michael adduct with an acylating agent is optional, 
depending on the structure of the target molecule. A representative 
experimental procedure is provided.” 
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Due to competition from elimination reactions, standard 
acetylene coupling methods are inefficient for the synthesis of 
secondary alkylacetylenes. Other methods for the preparation 
of such acetylenes suffer either from poor product yields or in- 
convenient large-scale preparations.2 We present here a facile 
route to secondary alkylacetylenes on a preparative scale through 
the reduction of the corresponding cobalt complexed a-acetylenic 
alcohols with sodium borohydride and trifluoroacetic acid in 
di~hloromethane.~ This method, which takes advantage of the 
remarkable stability of propargyldicobalt hexacarbonyl cations: 
is shown to be useful in the preparation of general building block 
acetylenes (e.g., diisopropylacetylene) as well as those of specific 
synthetic interest (e.g., 17-deoxy-1 7-ethynyl  steroid^).^ Fur- 
thermore this procedure is readily adapted to allow incorporation 
of deuterium a to an acetylenic unit, the resulting products being 
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address: University of Oklahoma, Norman, OK 73019. (b) Present address: 
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(2) For excellent critiques of existing acetylene syntheses, see: Iverson, D. 
J. Ph.D. Dissertation, Princeton University, Princeton, NJ, 1981. Viehe, H. 
G. “Chemistry of Acetylenes”; Marcel Dekker: New York, 1969. 

(3) Precedence for this method can be found in the report by Gribble et 
al. that benzyl alcohols that form stable carbenium ions4 can be reduced with 
NaBH4 in neat TFA.’ 

(4) Previously it has been shown that Co2(CO),.R,C(OH)C==CC(OH)R2 
complexes yield stable a-cations while retaining the integrity of the triple 
bond.6 

(5) Gribble, G. W.; Leese, R. M.; Evans, B. E. Synrhesis 1977, 172. 
(6) (a) Connor, R. E.; Nicholas, K. M. J .  Organomet. Chem. 1977, 125, 

C45. (b) Nicholas, K. M.; Pettit, R. J .  Organomer. Chem. 1972, 44, C21. 
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