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Abstract In MO SCF theory and related computational levels, the first order density
function (DF) can be considered as a linear combination of the MO shape functions
(ShF) set. This work studies the possibility of constructing a centroid function from
the ShF set elements using it to perform a ShF set origin shift, while permitting the DF
decomposition in two well defined function terms. The properties and consequences
of such a simple operation are analyzed in deep.

Keywords Density function (DF) - SCF theory - MO shape functions (ShF) -
MO ShF centroid - MO centroid shifted ShF - Ionization potentials - Atomic shell
approximation DF

1 Introduction

This paper is written as another chapter of a series devoted to discuss some aspects
of the first order density function (DF), see [1-4] for previous work notice. Recently,
another work dealt with the origin shift technique applied [5] to the DF tag set of a
quantum object set, see [6] for an up to date account of the involved terminology.

In the present chapter, it will be analyzed the structure of the MO shape function
(ShF) set which acts as a basis set to construct the DF within all the computational
frameworks [7] and from there it will be described how to construct a centroid ShF
which can be employed to shift the original basis set into a new set of functions. Then,
the use of these shifted functions, for instance to obtain an ionization potential operator
set, will be given. The properties which can be associated to the shifted functions will
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be also discussed. A final brief account of a similar procedure which can be performed
in the atomic shell approximation (ASA) [8—11] framework will be discussed.

2 The MO shape function (ShF) generating set
2.1 Definitions

Itis obvious that operating under the MO framework, where a set of MO is well defined:
M = {|I)|I = 1, N },asin SCF and related theories, then the first order DF can be con-
sidered constructed by a set of MO ShF contributions: P = {o; = |I) (I| |l =1, N},
whose elements correspond to the squared MO modules. With a proper MO occupa-
tion number set defined: {w;}, one can construct as a linear combination of P the total
DF [7]:

p=> wo
1

The existing and necessary constraints to the above construction correspond to:

(1) Being v the number of electrons: >_; w; = v.
(2) The Minkowski norms of the elements of the ShF set P are unity, corresponding
to the MO set normalization: VI : {o;) = 1.

2.2 Centroid origin shift
Generally speaking, the set P, considered as a set of vectors of some infinite dimen-

sional space, is associated to an arbitrary origin. Nothing opposes nonetheless to the
fact one can define a centroid ShF, using a simple average function [5]:

oc = N_IZUI — (oc) =1,
1

and thereafter the elements of the set P can be shifted with respect such a centroid

function, constructing in this way a new set of centroid shifted ShF (CSShF):
VI:0p=0;—0c—>Z={6;/|Il=1,N}.

Of course, the elements of the CSShF set possess no longer the properties of the

original ShF set. Also the Minkowski pseudonorm of the CSShF set Z can be written
as:

VI :(0r) = (o1 —oc) = (o) —(oc) =0

That is the shifted elements have a null Minkowski pseudonorm. Moreover, if the
original ShF set is certainly composed of N linearly independent elements, the CSShF
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set is also composed of N — 1 linearly independent elements [5]. The elements of the
CSShF set Z can be rewritten as:

VI:0,=N""! (N—l)aI—ZUJ =U1+N_IZ(U1+UJ) (1)
J#I J#I

which constitutes an expression indicating that every CSShF can be also defined as
the arithmetic mean function of the differences of the corresponding ShF of P with
the rest of elements of the set P.

2.3 Approximate ionization potential operator
Then, supposing defined a set of Fock operators associated to every MO: F = {F},

it is interesting to consider that a general Koopmans theorem might apply, see for
example [12-14]:

VI:(Fipr) =¢; — —e; =1;. (2)

On the other hand, one can use N — 1 elements of Z to construct an operator, say: €2,
such that the ionization potentials correspond to its expectation values when acting
over the original MO ShF set:

VI : (Qoy) = 1.

Within a first order approach, such an operator can be built with the set of elements
of Z, except the K -th, or what it is the same:

VK : Q(K) = Z a(K)jQJ,
J#K

The set A (k) = {a(K)/ |J #K } is a set of undefined parameters. Then, it can be also
written:

\J4 75 K : (Q(K)O'I) = I[.

Using the Eq. (2) one can set up a system of N — 1 equations with N — 1 unknowns,
which can determine the set: A k) and thus the operator (k). Once obtained the oper-
ator (), it can be also obtained an estimate of the K -th ionization potential /g using:

(Q(K)O’K> = I[((*) ~ Ik.
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The key elements for this approach are constituted by the similarity integrals
between the MO ShF set:

0501) = (oj0o1) — N~! Z ((og —ok)or)

K#J
= (0y01) = N~"(N = 1) (0,01) + N' D" (okor)

K#J
=Zy—(1—-NHZy+N! Z Zgr =N~ ZZKI Nz

K#J

Where the column {|Z;); I = 1, N} vector sets collect the column elements of the
similarity Z.

3 Matrix representation of the centroid origin shift: a general structure
In fact, such a transformation like the centroid shifting of the origin of a MO ShF set

is equivalent to the following procedure.
Construct a column vector with the MO ShF of the set P as elements:

lo) = {o/}
then form a transformation matrix as:
Ty =Iy - N Ay —Iy)

where the subscript indicates the involved matrices are (N x N). The matrix Iy =
{877} is the unit matrix and the matrix 1y = {1;; = 1} is the unity matrix.
Use another column vector with the origin CSShF set as elements:

10) = {61}
then it can be simply written:
16) =Ty lo).

The centroid origin shift matrix: Ty has one zero eigenvalue and a N — 1 degenerate
unit one. This is due to the fact that the unity matrix N ~'1y has an eigenvalue equal
to 1 and the rest are zeros. Thus, when to such a unity matrix a unit matrix is summed,
the spectrum of the resultant matrix is zero and the rest ones. The eigenvector asso-
ciated to the zero eigenvalue is the unity vector |1) and the rest can be chosen as any
set of orthogonal vectors, which at the same time are orthogonal to the unity vector.
Therefore the matrix Ty is singular and thus the origin shift transformation becomes
irreversible.
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Thus, while the vector set |o) is a generator of a N-dimensional vector space,
the set |0) generates just a (N — 1)-dimensional one. This is the same as to describe
the similarity matrices: Z = (|o) (¢|) = {Z;y = (o7|os)} as a metric matrix, and
0O =(]0) (0])) = {®y = (010;)} as a Gram matrix with a zero eigenvalue.

One can also write:

© = TyZTy = (IN Ny - IN)) // (IN Ny - IN))

=Z-N'(Ay —INZ+ZAy —Iy) + N2y — Iy)Z(1y — Iy)
=Z-N'{(1y;Z) —22) + N 2(Z) 1y — (1y; Z} + Z)

which implies that:

VI,J:0p5 = Zy— N (lz1)) + ((zs]) — 2Z1)
+NT2UZY) — (lz)) + (21 1) + Ziy)

where, as defined before therow {(z;|; I = 1, N}and column {|z;) ; J = 1, N} vector
sets are the elements of the similarity matrix Z.

3.1 Properties of the translation matrix

Now it is easy to write the following equalities:
1 2 212 2 1
(N’ 1N) = N3 = N"2N1y = N1y

showing that N ~'1y it is an idempotent matrix. It can also be written:

(Ty)? =Ay — N 'y —Iy)? =1+ N"HTy — N 21y

4 Other mathematical properties of the CSShF set and the decomposition
of the DF

The CSShF set has zero as origin, a property which can be easily proved simply using:

9(;=N_129J=N_IZ(UJ—00)=Gc—O'CZO
J J

One can also write:
VI :0 =07 —0c —> o7 =0 +o0c¢
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therefore, the attached DF can be constructed as:

p = (wlo) = zwlal =Zw191 + ZCWUC
i I 1

=6 +voc =60 +p) o= (08 +u(llo)
1

where: v = 3", @y and thus: & = vN ! can be considered some kind of average MO
occupation.
Thus, one can also write:

(@]60) = (w]o) — u(1]0) = (@ — plfo) = Z(wl — 1oy.
I

Of course the following result will always hold: >, (w; —u) =v — Nu = 0, and
using: o5 = (1l6) = >, oy, then one can finally express the MO DF as: p = 6+ uoss.

This last result corresponds to a decomposition of the DF into a sum made by the
construction of a DF using the CSSHF set and another function made just by the sum
of the MO ShF multiplied by the average MO occupation. The origin shifted DF can
be also seen as a DF where the occupation numbers are the real ones minus the average
MO occupation number.

All this appears as a weird and curious vantage point to look at the usual DF. In
any case, it can be interesting to see, at least in a simplified way, how the shape of the
origin shifted DF can be. For instance, in closed shell SCF procedures with N doubly
occupied MO, the average occupation number is: u = 2, so the origin shifted DF is
the null function and obviously: p = uog. The above decomposition will become
interesting enough, when considering DF of open shell or multiconfigurational origin.

5 Centroid shifting when the DF is defined as a sum of atomic ShF terms as in
the atomic shell approximation

In this case:

p=2,0404 < VA: (o) =1AD Qa=v
A A

One can define origin shifted atomic ShF too, constructing the atomic centroid func-
tion:

O’XZNa_1 E oA
A

where N, is the number of atoms. The atomic CSShF are made then by the differences:

VAZ@AZ(TA—(T)(.
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One arrives to similar conclusions as when employing the MO ShF decomposition.
However, distinction must be taken into account between H and other atoms or between
atoms of different atomic table periods. Otherwise one might obtain weird atomic
population differences. The origin shift better to be performed with a ShF weighted
average made using the sum of averages over atoms of the same period:

ox = Z(N;l 5 o;p) ~Sar

I3 AeP

6 The case of degeneracy on any DF in MO theory
The previous discussion can be applied to the particular case of a specific DF expressed

in the MO theoretical framework. From the constraints on MO occupation numbers
as initially described, the set of equalities can be trivially deduced:

VJ:wjzv—Za)I
1£J

and from these above equalities it can be readily written the set of equivalent DF:

VJ:jp=v01+zw1 (o1 —0oy) = p,
1£]

where the upper left superscript refers to the redefined MO equality used. Such process
defines a vector component set, which can be easily expressed like:

5p) =vlo) +Flo) 3)

where: |0) = {07} A lw) ={w;} AF ={Fjy =07 —0y}.
Equation (3) is related to the initial definition of CSShF, as can be found simply
observing Eq. (1), which upon the previous definition of the matrix F and defining a

vector containing as elements the CSShF like: |0) = {67 | = 1, N }, might be easily
rewritten as:

16) = N"'F|1).

Finally, taking now into account that the resulting vector |S p) might be expressed by
means of the unity vector and the DF acting as a scalar, it can be also written:

‘Sp>=p|1> — VIS pp=p.

The curious, if not interesting, conclusion is that there are N equivalent or degenerate
ways to write a given DF.
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Moreover, in order to apply such a result to the DF associated ShF, then Eq. (3) can
be divided by the number of electrons, so it will result into:

ISo) = lo) + Flg) < So) = v ISp) A &) = v o)

7 Conclusions

Centroid shifting of the MO ShF results into a good deal of properties of the trans-
formed DF components, which can be employed in various ways. Among other pos-
sibilities to obtain an approximate set of operators which can be employed to estimate
ionization potentials. A matrix representation of the centroid origin shift can be easily
described, the decomposition of the DF into two well defined terms and the extension
of the centroid shift to ASA approximate DF have been described. Finally, the degen-
eracy of the DF with respect of the MO occupation number constraint can be easily
described and related to the centroid origin shift of the MO ShF components.
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