A Benzyl Alcohol Derivative of the BDPA Radical for Fast Dissolution Dynamic Nuclear
Polarization NIVIR Spectroscopy
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This multistep synthesis consisted of condensation between fluorene and 4-carboxybenzaldehyde followed by a double bond bromination to obtain compound 4. This bormination step was improved by changing the previously reported
reaction conditions enhancing the yield until 88%. The following steps were the elimination of hydrogen bromine, which generates compound 5, and, finally, the allylic substitution which adds the final fluorene ring that completes the BDPA
structure. The reduction reaction of the carboxylic group of 6 to the corresponding benzyl alcohol 7 was performed with diisobutylaluminium hydride (DIBALH) in excess. The acid reduction without anion formation was possible because of
the big size of this reducing agent. This process could be naked-eye controlled by the absence of the typical blue colour corresponding to the BDPA anion. Finally, radical BA-BDPA 8 was isolated by the treatment of the benzilic alcohol
derivative with 1,8-diazabicycloundec-7-ene (DBU) followed by AgNO3 as an oxidant agent in dichloromethane. The total yield of the synthesis of 8 was 40%.
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