The present work reports a computational thermochemical study on the relative stabilities of a series of the -alkylthiophenes. The results obtained are discussed in term of the structural contributions to the energetics of the -alkylthiophenes. The standard enthalpies of formation,
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, obtained using the B3LYP/6-31G(d,p) method in the atomization reaction route, can be successfully correlated to the substituent length via a linear dependence behavior. However, 
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, obtained using the HF/6-31G(d,p) method, is not able to predict their experimental behavior. However, in the formation reaction route, both the DFT and HF calculations reveal the same trend in the condensed phase. 
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