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Rydberg statesof calciummonofluoridein then*=17–20regionhave beenobservedby ionization-detectedoptical-opticaldoublereso-
nancespectroscopy via theD
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v=1 intermediatestate.Wedescribe“spectrum-only”assignmentproceduresthatcanbeusedto assign
optical-opticaldoubleresonancespectraof core-penetratingandcore-nonpenetratingRydberg statesusingonly informationcontainedin
thespectrumratherthanpredictionsderivedfrom aneffective Hamiltonianmodel.Usingthesemethodswe have assignedall members
of thesix core-penetratingRydberg seriesandseveralcomponentsof f andg core-nonpenetratingRydberg statesin then*=17–20region,
andhave observedseveral perturbationsbetweencore-penetratingandcore-nonpenetratingstates.Theanalysisof theseperturbations
mayenabledisentanglementof thedipole,quadrupole,andhigher-orderion-coremultipolemoments.
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