
The pseudopotential 
concept

Alberto García 
(ICMAB-CSIC, Barcelona)

…using the work of many others!

SIESTA school,  11-15 November 2024



Bonding 
(the ‘glue’ in matter)

is determined
by the valence electrons





Core electrons are chemically inert 
All electron calculation for an isolated Si atom 

Angularly integrated core and valence charge densities 
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Radial profile of charge density for Si atom
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Effective potential for valence electrons
Pseudopotential
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Internal electrons are inert, and do not 
participate in the chemical bond



A bit of history



Orthogonalized plane-wave method (Herring, 1940)

Phillips-Kleinman
cancellation theorem

(1959)



Common metal:  Na



Empirical 
pseudopotentials

A bit of history…











The modern era 
of pseudopotentials

A bit of history…

Hamann, Schlüter, Chiang (1979)
Kerker (1980)





: Pseudo wavefunction
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non-linear 
core corrections



r (a.u.)

V(r)

Ab-initio pseudopotentials
Essential non-locality





(Many) newer developments to 
address transferability and cost 

issues

• Refinements of the “node ironing” and 
inversion procedures.  (Many authors)

• Ultrasoft pseudopotentials (Vanderbilt, 1990)

• Norm-conserving schemes using multiple 
projectors  (Hamann, 2013)



More…

• Find out how your favorite materials 
simulation code uses pseudopotentials.

• Become familiar with the available databases. 

• (Remember to test your pseudopotentials!)



Databases of curated pseudopotentials
http://www.pseudo-dojo.org/



Practical issues
in Siesta



PS use in Siesta

• Legacy format:  .psf extension
• PSML format:  .psml  extension (recommended)

• Richer metadata
• Can use Pseudo-Dojo database

Generation of pseudopotentials:
• ATOM program: https://docs.siesta-project.org/projects/atom
• ONCV program: See https://www.pseudo-dojo.org

Norm-conserving pseudopotentials only

https://docs.siesta-project.org/projects/atom
https://www.pseudo-dojo.org


PS use in Siesta

• Siesta will:
• Process the pseudopotential information, generating 

the Kleinman-Bylander projectors.
• Generate the appropriate basis set (with almost 

automatic handling of special features, such as semi-
core states)

Norm-conserving pseudopotentials only



KBgen: Kleinman-Bylander projectors:  
  l= 0   rc=  1.293209   el= -1.742414   Ekb=  9.076872   kbcos=  0.325320 
  l= 1   rc=  1.284119   el= -0.676589   Ekb= -8.194485   kbcos= -0.396010 
  l= 2   rc=  1.433152   el=  0.013307   Ekb= -2.071665   kbcos= -0.003690 
  l= 3   rc=  1.540891   el=  0.019584   Ekb= -0.817137   kbcos= -0.000371

---- Processing specs for species: O 
Ground state valence configuration:   2s02  2p04 
Reading pseudopotential information in formatted form from: O.psf

%block PAO.Basis                 # Define Basis set 
O                     2              # Species label, number of l-shells 
 n=2   0   2                         # n, l, Nzeta  
   3.561      2.320    
   1.000      1.000    
 n=2   1   2 P   1                   # n, l, Nzeta, Polarization, NzetaPol 
   4.291      2.782    
   1.000      1.000    

Information on projectors and basis orbitals is stored in O.ion (or O.ion.nc) file



Thanks !


