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pCCD

Usual exponential ansatz:

|Ψ〉 = e
T |0〉

where the excitation operator
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Substitution into the Schroedinger equation leads to
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pCCD t-amplitudes

Equations for energy and t-amplitudes:
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where f
p
q is an element of the Fock operator and v

pq
rs = 〈φpφq|Vee |φrφs〉 is a

two-electron integral.



H4, STO-6G
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Figure: DOCI solutions for HF orbitals



H4, STO-6G
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Figure: DOCI solutions for HF orbitals (black) and for pCCD optimized orbitals (colored)



H4, STO-6G, 1 a0

Figure: HF orbitals



H4, STO-6G, 2 a0

Figure: pCCD optimized orbitals



H4, STO-6G, 3 a0

Figure: pCCD optimized orbitals


