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Abstract: We consider kinetic energy functionals that depend, beside the usual semilocal quan-
tities (density, gradient, Laplacian of the density), on a generalized Yukawa potential, that is the
screened Coulomb potential of the density raised to some power. These functionals, named Yukawa
generalized gradient approximations (yGGA), are potentially efficient real-space semilocal methods
that include significant non-local effects and can describe different important exact properties of
the kinetic energy. In this work, we focus in particular on the linear response behavior for the
homogeneous electron gas (HEG). We show that such functionals are able to reproduce the exact
Lindhard function behavior with a very good accuracy, outperforming all other semilocal kinetic
functionals. These theoretical advances allow us to perform a detailed analysis of a special class
of yGGAs, namely the linear yGGA functionals. Thus, we show how the present approach can
generalize the yGGA functionals improving the HEG linear behavior and leading to an extended
formula for the kinetic functional. Moreover, testing on several jellium cluster model systems allows
highlighting advantages and limitations of the linear yGGA functionals and future perspectives for
the development of yGGA kinetic functionals.

Keywords: density functional theory; kinetic functional; Yukawa potential

1. Introduction

The non-interacting kinetic energy (KE) functional is one of the main quantities of
interest in density functional theory [1,2]. Its exact formal definition is readily obtained,
following the Levy constrained search formalism [3], as

Ts[n] = min(®| — 1v2|c1>> , 1)
Y—n 2

where 7 is the electron density and & is a Kohn-Sham (KS) [4] Slater determinant yielding
the density n. This formula allows us to study different important properties of the KE
functional and provides an explicit expression for T; in terms of KS orbitals. However, it
does not allow us to obtain an explicit expression in terms of the electron density. Therefore,
the quest for the KE density functional is still open, also considering the importance of this
quantity in many contexts including orbital-free density functional theory (OF-DFT) [5-8],
subsystem DFT [9-15], and quantum hydrodynamic theory [16-19]. In addition, semilocal
KE functionals have been used in meta-GGA exchange-correlation functionals to remove
their orbital dependence [20-24].

Computation 2022, 10, 30. https:/ /doi.org/10.3390/ computation10020030

https://www.mdpi.com/journal /computation


https://doi.org/10.3390/computation10020030
https://doi.org/10.3390/computation10020030
https://creativecommons.org/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://www.mdpi.com/journal/computation
https://www.mdpi.com
https://orcid.org/0000-0002-3990-669X
https://orcid.org/0000-0001-7270-6043
https://orcid.org/0000-0001-8923-3203
https://orcid.org/0000-0003-0940-8830
https://doi.org/10.3390/computation10020030
https://www.mdpi.com/journal/computation
https://www.mdpi.com/article/10.3390/computation10020030?type=check_update&version=2

Computation 2022, 10, 30

2 of 21

Numerous investigations have been dedicated in the last decades to the study of KE
functionals [25-72]. Nevertheless, accurate approximations of Ts[n] are hard to obtain
because this quantity usually gives a dominant contribution to the ground-state energy [3]
and because of the highly non-local nature of the KE functional [5,51,73-78]. For this
reason, more recently, machine-learning methods have also been used to develop KE
functionals [79-87].

A KE functional approximation can be written

Ts[n) = /T[n](r)dr, )

where 7(r) is the KE density and, actually, there are two main strategies to approximate
7(r). The simplest one considers the KE density to be a semilocal functional of the density,
that is

T[n](r) = Temilocal (y(x), Vin(r), Vin(r),...) . (©)]

This approach, which traces back to the nearsightedness principle [88], is computa-
tionally efficient because of the local nature of 7(r). However, since it is not explicitly
including non-local effects, that are quite relevant for KE functionals, semilocal functionals
face several limitations [46,89].

To overcome this problem, the other popular approach used to describe the KE density
makes explicit use of a non-local ansatz [47-63]

Tnon—lacal(r) — /n”‘(r)K(r, r’)nﬁ(r’)dr’ , @)

where K(r, 1) is a proper non-local kernel. The presence of the non-local kernel strongly
increases the computational cost of the method and raises several practical difficulties. On
the other hand, non-local KE functionals are much more accurate [47-63].

In particular, the kernel can be designed in order to reproduce the correct linear
response behavior of the homogeneous electron gas (HEG), which has been shown to be a
very important property for the KE functional [47,60]. In fact, the KE functional and the
linear response function x have a close relation, given by the equation [5]

52 Ty[n] 1
-t 4 —_ 5
#(satmonter) = 5 ©
where F denotes the Fourier transform and k is the momentum vector. For the HEG, the

linear response function can be computed analytically [5] and is related to the Lindhard
function [90]. Hence,

3m?n)l/3
K1) = G ), ©
11— |1+
1 _ 1 Ui n
FLind(rl) - 2 + 411 In 1— n ’ (7)
with 7 = |k|/[2(371%1)'/3] being a dimensionless momentum. The Lindhard function

cannot be accurately mimicked by any semilocal functional, because these all have a
polynomial Fourier transform [71]. On the other hand, it is the main property for most of
the non-local KE functionals.

Recently, a new class of KE functionals [71] has been proposed to join the advantages of
the semilocal methods and the good features of the non-local functionals. These functionals,
named Yukawa generalized gradient approximation (yGGA), use as input ingredients,
beside the density and its gradients, a Yukawa potential

1\ ,—akp(r)|r—r'|
w(r) = [T ®)

r—r|
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i.e., a screened Coulomb potential with akr(r) = a(3712)/3n(r)!/3 as the screening length.
In this way, it is possible to include efficiently non-local effects and improve the description
of the HEG response function without resorting to the reciprocal space [71] (as it is instead
accustomed in non-local functionals).

In this work, we will take a step further in this direction and we will consider a
modification of the basic input ingredient of the functional, allowing the Yukawa potential
to be computed for a power of the density, i.e.,

B (e~ kr(r)r—r'|
Uyp (1) :/n ()e dr’ . ©)

r—r|

The computational cost of Equation (9) is, at least for the spherical systems considered
in this work, the same as the one of the conventional Yukawa potential in Equation (8);
thus, it is interesting to investigate if and how the § parameter will impact the accuracy of
the linear response and of the resulting KE functional.

Therefore, we will consider yGGA functionals of the general form

tln] (1) = T(n(r), V(x), Vn(x), uap(r)) - (10)

For these functionals, we will provide a full analytical derivation of the linear response
function and we will consider the exact constraints required to reproduce the Lindhard
behavior. Finally, we will analyze the role of the p parameter for the description of jellium
spheres and we will give insights for the further development of yGGA functionals.

2. Theory
We consider a KE density of the form

T = Cen®F(p, 9, Yap) » (11)

where F; is the KE enhancement factor and

Cp = %kg with ko = (37%)1/3, (12)
_ V()

p(r) = Ren(r)p (13)

g = 2o (14)

4k3n(r)5/3 7

37102 / nﬁ(r/)e—akon(r)1/3|r—r’\

/
Ton()F 25 dr’ . (15)

Y «p (r) |r ¢ ‘

The quantity y, is the main ingredient of the yGGA functional, whereas p (the reduced
gradient) and g (the reduced Laplacian) are the conventional ingredients of meta-GGA
functionals. The ingredient y,4 is proportional to the potential 1,5, where the normalization
constant has been choosen so that v, is adimensional and invariant under uniform scaling,
as shown in Ref. [71]. Moreover, in the case of a large number of electrons, where the
Thomas-Fermi (TF) limit is exact, we have also y,5 — 1: thus, the enhancement factor F;
must be 1 when p =0, =0, and y,5 = 1.

While the case of B = 1 has been deeply investigated in Ref. [71], when 8 # 1, the
properties of y,4 change. In particular, in the tail of finite systems we have:

. 3ma?  Qp
Yap 4ky nB—2/3"

Q = /nﬁ(r’)dr’, (17)

(16)
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(for B = 1, Qp is just the number of electrons). Thus, y,p diverges for > 2/3 (as the
density vanishes exponentially), whereas for § < 2/3, it vanishes.

2.1. Kinetic Enerqy Potential

Following the same derivation as in Ref. [71], the KE potential of a general modified
yGGA functional is

(571(1.) k k k ’
with
aT a1 JaT
oA () = (1) = V- oo+ Vi (19)

a3y, (20)

Z)ZGGA'Z( ) = _D‘kF(r) It /nlg(r’)eﬂxkF(r)h*r/'d‘o’r/. (21)

The potential can also be expressed as a function of the enhancement factor using:

at 9rra’ 5_g dF.
— = == 22
dua‘B 40 kF (I‘)?’l (I‘) d]/,x/s ( )
Note that the potential in Equation (20) is a non-local function of the expression in
Equation (22). This means, for example, that a divergence of d‘fl—Tﬁ in the tail of a finite
system will have an impact everywhere in the space. Thus, the enhancement factor F; must
be properly defined in all points.
In the limit of a large number of electrons (kp — o0), we have

1) = nt)P G P
= ﬁi)kp(r)z% ; (23)
= —%kl—“(l‘)z dyi?(r) , (24)

which are stable expressions for all values of B. In this case, we also have that the MGGA
term of Equation (19) reduces to the first LDA term only. Hence, for the total KE potential,
we find

aTYCCA 5 3 2 dF,
5 () = EkF(r)ZFs(ya,B(r)) — (308~ E)kP(r)zyaﬁ(r) TROR (25)

With the condition F; — 1, we have that the total KE potential of Equation (25) reduces
to 0t/dn = (5/10)kp(r) = vrp(r), where vrp is the Thomas—Fermi potential. Thus, the
condition that in the TF limit F; — y,p — 1 yields also a correct potential.

2.2. Linear Response of a yGGA Functional

Following Refs. [71,91], we compute the linear response considering the perturbed
density n = ny + nge T Note that the derivation in Ref. [71] was limited to a specific
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class of yGGA functionals (the linear yGGA functional, see Section 3 in the following) and
with § = 1. Hereafter, a completely general derivation is presented.

Expanding the resulting perturbed KE density in power series, we obtain the linear
response x = 1/F as twice the coefficient of the inverse of the second-order term. For
simplicity, we can evaluate the whole expression in r = 0, since the HEG is homogeneous
and isotropic. Then, we have n = ng + n, |Vn|?> = n2k? and V2n = —nyk?. Therefore, we
need to consider

T = Cr(no +n)**Fs(p, 4, Yap) , (26)
with
212
4k%(i’l0 + nk)8/3
lekz
- . 28
1 4k3(ng + ng)/3 (28)
o 1o PR m
LU 1 A2 + 2 no
L[BB-1) A 2pA% 3FPANATHR) BB+ () 29)
2 A%+ 4k? 3(A% +k2)? 2 ng) '

where we have set A = akoné/ 3. For the derivation of the expression for y, p, see Appendix A.

To proceed, we can expand in powers of 1 both factors in Equation (26). Thus, using
the notation d,,, = a/ank|nk:0, we can write

5 5 _
T = Cp(ng/3+3n§/3nk+9n01/3ni+---)><

1
X (FS(O, 0,1) + 9y, Fsny + Ea%szni 4. > =

5/3 5CF”%/3 5/3
= Cpnd/3E(0,0,1) + E.(0,0,1) + Cpn3/30,, F |y + (30)
5C —-1/3 5C 2/3 C 5/3
[FT;OFS(O,O,l) + 20 5, R+ %a&,ka 2+ O(nd) .

The linear response x = 1/F is given by twice the coefficient of the inverse of the
second-order term. Therefore,

5Cpny /3 5Cpn2/3 Cpnd/3
F = 2 %FS(O,OJ)JF%&)WF#FTO%FS =
F(0,0,1 3n
= kgny”® {5(3110 )+ansz+1O°a%sz} . (31)

The corresponding Thomas-Fermi-renormalized linear response is F = kpF /7> =
k0n1/3F/ 712, Then,

- F(0,0,1) 319 o
F =3ng [53;10 + O, Fs + ﬁankg . (32)
For simplicity of notation in the following, we neglect the subscript af in the y,g

ingredient.
To obtain a more explicit expression for Equation (32), we use the chain rule
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ansz - Dpankp + annkq + Dyanky 7 (33)

where we have employed the notation (i = p, q,y)

= aai . (34)
P lpay)=001)
Hence, substituting the values for d;,, p, 95,4, and 9, y, we find
K? 1 K
ansz - Dq k2 5/3 y;o A2 + kz* . (35)
For the second derivative, we have
RE = Op 0F | 99 0k | 9y oK\ _
ST UM\ Ong 9p  9ng g omy Ay )
2 2 2
= 93,pDp +0;,4Dg + 95, yDy + (3n,p) Dpp + (31,9) Dyg + (9my) Dyy +
+20p, pOn, qDpg + 204, pOn,yDpy + 201, G0n, yDgy - (36)

Since d,,, p = 0, this immediately simplifies to

2 2
07 Fs = 8, pDy + 9,4Dg + 83, yDy + (31,) "Dyg + (9n,y) Dyy + 201,99n,yDyy - (37)

Substituting the values for the various derivatives, we find

k2 5k2
2K2n 8/3DP 6k2n za/aDWL

2 [B(B—1) A2 2pA%K —3p2A%(A2 4+ K2)  BB+D)|

i FE =

+

2 A24+4k2 3(A2 +k2)2 2 Y
k* 1 B2kt pk*
+——— D+ — Dyy + Dgy . (38)
16k4 10/3 9 (A2+k2)2 vy 2k%ng/3(A2+k2) ay
Fmally, using Equations (35) and (38) into Equation (32), we obtain the formula
_ 9 K 9 Kt
3[3B(B—1) A% 3BA*(BA®+K*) + bk*(3BA% +5k%) N 38(B+1)] N
5 2 A2 4k2 (A2 +k2)2 2 v
9 24 9 K
12 _F B (39)

Z_P® Z P p
10 (A2 +K72 " T 0225 )

which, with the substitution # = ak/(2A) and after some algebra, assumes the final form

_ 9 36  pnt
I = F 1 D 4D N i/ M
5(0,0,1) + 5’7 P10 et S 2 gy
9 a2 202
~—B(B—-1)(1 - D
T 10 (B >( +¢x2+16172 oc2+4;72) vt
4
/3 7(3.3Dyy —4Dy) . (40)

(a2 + 4172)?
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We note that this expression is well defined and continuous for any value of « and .
However, the case B = 1 is a special one. In fact, in this case, F loses its dependence on
Dy, being dependent only on the linear combination 33D, — 4D, as well as on F; (0,0,1),
Dy, Dqq, Dgy (here, we only consider the dependence on the degrees of freedom related
to the modeling of the enhancement factor; « and B, which are related to the definition
of y, are considered as additional parameters). Therefore, when = 1, there is a reduced
parametric flexibility to optimize the linear response function through the modeling of the
enhancement factor. As we will see, this has consequences for the possibility to impose the
correct asymptotic behavior to F.

Asymptotic Behavior

The asymptotic expansions of the exact response function are [5]

plind — ’é 114 +O(%) g0, (41)
Flind — 35,2 —§+0( 2) 57— o0, (42)

From Equation (40), we get for the small-x limit

_ 9 —1
FE = Fs(0/011)+5(Dp_4'B(ﬁ2)Dy>ﬂz+
3(3 12
+ 5<2D,M aﬁqu+ —B(21p —23)D, + 4ﬁ2Dyy> , (43)

and in the large-# limit

_ 9 9 )
F = 10qu77 + = (Dp—i-,Bqu)ry +
3/5 387 352 3
+z <3Fs(0,0,1) - %Dy + %DW — 41x2‘BDW) :

Therefore, we have the following asymptotic conditions

F(0,0,1) =1 n—0 01, (44)
—1 5
D, —4%@ =5 120 007, (45)
3 128
7Dag+ 7 Dy +
16 24 , 8 4
—l—ﬂﬁ(zlﬁ —23)Dy + E'B Dy, = 57 n—0 O, (46)
9
1P =0 1o 00, (47)
9
=(Dp+BDgy) =3 o Oy, (48)
§Fs(0/0/1) + WDy +
3 2
3B2 3
+%Dyy — 0*BDgy = -1 n—o O°). (49)

As we saw, in the most general case (i.e., for any value of §), the linear response
function has only five degrees of freedom (Fs(0,0,1), Dyg, Dy, Dgy, 38D,y — 4Dy) to satisfy
these conditions. Thus, initially, we chose to consider Equations (44)-(48), neglecting for
the moment the 77° order in the large-77 limit. With this choice, we obtain



Computation 2022, 10, 30 8 of 21

F(0,0,1) = 1, (50)
Dy = 0, (51)
5 4
Dy = o+ BB 1Dy, )
0 4
Dy = 52 (6= 1Dy, (53)
202
38D,y — 4D, = “(”‘27;0)—36(/3—1)13% (54)

These conditions fix the asymptotic behavior of the response function up to the #*
order in the short-range limit and to the #2 order in the long-range one. Using these values
into Equation (40), we find

I 3456018 4+ Qen® + Qun* + 15atn? (a? + 72) + 4500 (55)
45(a2 + 412)% (a2 + 1672) '

Qs = 16(8044 +2550% — 5832B(8 — 1)Dy + 720) ) (56)

Qs = 8a2 (zx4 14502 + 810) . (57)

For large # values, Equation (55) behaves as

F = 372 +A4, (58)
A = (1/90)a* - (81/10)DyB(B—1) — (4/3)a® +1. (59)
For B = 1, the exact condition A = —3/5 can only be obtained for specific values of «,

as the dependence from D), vanishes. For § # 1, instead, we can solve for D, obtaining

at — 12002 + 144
D, = )
Y 729B(B — 1) (60)

In this general case, we have also

D _ 13a%—3180a% + 5760 + (—9a* + 2700a” — 5184)p 61)
W= 218782(B — 1) '

Equations (60) and (61), together with Equations (50)—(53), fix the asymptotic behavior
of the response function up to the 77* order in the small-y; limit and down to the 7° order in
the large-# one.

We note that the expressions for D, and D, diverge at § = 1: This reflects the fact
that, as discussed above, for B = 1, it is not always possible to fulfill all the asymptotic
conditions. Nevertheless, all equations are well defined for any other value of § as well in
the limit B — 1. In fact, the divergence in the denominator in this limit, the contribution D,
becomes negligibly small in Equation (40) as well as in Equations (52) and (53); moreover,
the linear combination 38D, — 4Dy, is always well defined, since it does not diverge for
any 8 > 0.

Substitution of the asymptotic conditions into Equation (40) finally yields the general
yGGA response

3456018 + 43217° (4542 — 16) + 8a’y* (a* + 4542 + 810) + 15a*y?(a? + 72) + 45a°
45(a2 + 4n2)2 (a2 4 1652) ’

Note that, remarkably, this formula displays no dependence on . Thus, B can be used
to optimize the functional beyond the linear response regime. The value of & can instead

F8en —

(62)
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be optimized by fitting to match as close as possible the exact Lindhard function. To this
purpose, we can minimize the quantity

1 1
U:/w(ﬂ)‘plin(ﬂ)_%dﬂ’ (63)

where F'""? is the normalized Lindhard linear response function and
w(y) = e MY, (69

with u = 2, is a weighting function. The use of this weighting function allows to focus the
fit in the region close to # = 1 instead of the asymptotic ones that are already included by
construction. We remark that the results are only weakly dependent on the choice of y.

Figure 1 reports the values of the errors with respect to the exact Lindhard function for
different values of «. We see that the best reproduction of the Lindhard function is achieved
for &« = 3.31, with o = 0.0513. However, a quite broad range of values allows us to attain
a low error; in particular, for a € [2.26,4.66], the response is always better than the one
obtained by the yuk2 functional [71].

0-14 T T T T T T T T T T

0.12

0.1

0.08

0.06

1 2 3 4 5

Figure 1. Values of the error function ¢ (Equation (63)) for the function F8" for different values
of the « parameter. For comparison, the o value corresponding to the yuk2 functional, ref. [71] is
also reported.

The linear response functions for various cases are reported in Figure 2. Inspection of
the plot shows that they are all quite similar, as already suggested by the considerations
above. For « = 3.31, we obtain at # = 1, where the Lindhard function shows a derivative
singularity, that 1/F = 0.47, which is very close to the exact value 1/F = 1/2 [5]. Actually,
it is also possible also to satisfy 1/F = 1/2 exactly using a = 3.64, even if the global
accuracy is somehow smaller in this case (¢ = 0.0527).
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1:}\‘t T I T I T I T
\ T | T T T
B 0.10 — — ]
0.8 -
0.00%
-0.10
0.6 —
= L -0.20 .
—
04 -
I = Lindhard l
=3¢ yuk2
0.2 775 e -
o—a Eq. (57) f=1
i Eq. (57) p=2/3 7
1 | 1 | 1 | ST :|'=F e
00 1 2 3 4

Figure 2. Linear response functions as computed by Equations (55) and (62) [F8"] for a = 3.31. For
Equation (55), two different choices of 8 have been considered; for each one, the value of D, has been
chosen such to minimize the error ¢ in Equation (63). The exact Lindhard and the yuk2 responses are
also reported for comparison. The inset shows instead the difference between the Lindhard function
and the various response functions reported in the plot.

3. Linear yGGA Functionals

We consider the simplest case of yGGA functional by taking functionals that have an
enhancement factor with the general form

in 5
B p,0,y) =1-Go+ 3p+y(Go+Glp.0) - (65)

i.e., a linear dependence on y. Note that these are closely related with the yGGAs defined
in Ref. [71], which are recovered if Gy = 1 and § = 1. However, in this work, we lift
this restriction.

From Equation (65), we have that F; (0,0, 1) = 1is satisfied by construction if G(0,0) = 0
and Dy; = Gy, Dy = 5/3+ Gy, Dgyy = Gy, Dyy = 0, Dy = Go, where we have
used the short-hand notation G; = 9G(0,0,1)/9di, and Gij = 0G(0,0,1)/0idj. Using
Equations (50)—(53), we then obtain

Gy = O (66)
40 4
Gp = —5+ pﬁ(ﬁ —1)Go = —BGy . (67)

The simplest functional satisfying these conditions is the one with

Glr.) = (575~ 2216 = G0 (1= fr) = (69

a?(a® — 60)

w7 0spop—10) “

Equation (68) has been derived from Equation (54) using the fact that, for functionals
defined by Equation (65), Dy, = 0. The Equations (65), (68), and (69) define the yuk2p
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functional, which reproduces the Lindhard functional at small 77 up to fourth order and for
large # behaves as

FyukZﬁ N 3172 + AyukZﬁ (70)
_ 2 _ 4
AV 1 (—27008 + 3180)« (98 —13)u . 1)
360(98 — 10) 360(98 — 10)
Although the exact value AY**?f = —3 /5 can be obtained for specific values of  and

B, this condition does not have a big impact on the overall accuracy of the linear response.
We consider the general error indicator of the linear response of yuk2p with respect to the
Lindhard function (Equation (63)). Results for different values of the « and f are reported
as a colormap in Figure 3.

0.26
0.24
0.22
0.2
0.18
0.16
014 O
0.12
0.1
0.08
0.06
0.04

05 1 15 2 25 3 35 4 45 5

Figure 3. Error with respect to the Lindhard function (Equation (63)) for the yuk2p functional
at various values of the parameters & and B. The black dots denote the positions of the pairs of
parameters listed in Table 1.

Table 1. Considered values of « and B, with the corresponding values of Gy, see Equation (69), Gy,
see Equation (67), the error defined in Equation (63), and the value of 1/F at 57 = 1.

« B Go Gy o 1VF(np=1)
1.36 1 1 1.48 0.0791 0.385
3.31 1 4.97 1.48 0.1049 0.617
3.31 2 —-0.31 0.85 0.0676 0.545
3.31 2/3 1.86 2.45 0.0758 0.567
2.34 5/9 1 2.98 0.0588 0.469

We find that, as seen in the previous section, there is a quite broad range of a values
that yield small errors (blue areas in the plot). Moreover, the errors are almost independent
on B, except for values B ~ 1.1, where a discontinuity in the linear response behavior occurs.

Moreover, from the results of the previous section, we can fix « = 3.31, such that
Go ~ 4.484/[B(10 — 9B)], which is shown in Figure 4.
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Figure 4. Value of Gy as a function of § for different values of a.

Note that Gy is positive up to § = 10/9, where it has a pole, and it has a minimum
at B = 5/9. We remark that instead setting Go = 1 and 8 = 1, then Equation (68) readily
yields & = 1.36. Thus, the yuk2p functional immediately reduces to the yuk2 functional of
Ref. [71].

The yuk2p functional is just a simple ansatz recovering an accurate linear response
behavior. However, because it uses a linear dependence on p and g, it may display severe
drawbacks in real applications. In particular, the positivity of the Pauli KE density must be
ensured [38,92], which is not the case for Equation (65). In fact, the quantity

1+w=1-Go+y(Go+ x) (72)

is not always positive. Thus, we define the yuk3p functional as

FYP — gp +T(w), (73)
with T(w) being a positive function such that for w ~ 0, we have T(w) = 1+ w + O(x3),
such as the one considered in Ref. [71]. Thus, lacking any quadratic term, the yuk3p has

the same linear response of yuk2. In this way, although the functional F.’ U3 is not truly a
linear function of y, it practically behaves as a linear function of y because Dy, = 0. True
non-linear yGGA functionals, with D,,, # 0, are much more complicated, and they will be
considered elsewhere.

4. Computational Details

Densities and enhancement factors were computed in post-SCF fashion using the
orbitals of self-consistent Kohn-Sham calculations. All Kohn—-Sham calculations have been
performed using an in-house developed code solving numerically the spherical symmetry
Kohn—-Sham problem with the local density approximation being used for the exchange-
correlation functional.
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Neutral jellium spheres with N = 40, 92, 254 electrons and Wigner—Seitz radius rs = 2,
3,4, 5, and 6 were considered. They are characterized by the positive background density

3/ (4mr3), R

The post-processing of the Kohn-Sham orbitals to obtain the quantities G(p, q), y, and
w has been carried out by an additional in-house software which evaluates the required
derivatives and integrals in real space using the same grid as the one used in the Kohn-
Sham calculations.

5. Results

We considered different pairs of « and p values for the y ingredient, as reported in
Table 1 (see also Figure 3). The first pair (x« = 1.36, § = 1) is the one of the original yuk?2
functional of Ref. [71]. The second, third, and fourth pairs consider the « value suggested by
Figure 1 and several values of 8. The last pair considers the minimizing 8 value of Figure 4
and a corresponding « such that Gy = 1. All these pairs give a quite accurate description
of the HEG linear response: the highest accuracy is obtained for («, ) = (3.31, 2) and
(2.34,5/9), as reported in the last column of Table 1.

In Figure 5, we report, in panels (a), (b), (c) and (d) respectively, the electronic density,
the function x defined in Equation (68), as well as the values of ¥ and w for a jellium sphere
with N = 254 electrons and r; = 4.

Looking at Figure 5, we see in panel (b) that for § > 1, the values of x are negative in
the tail, as also discussed in Appendix C. Moreover, panel (c) shows that the ingredient
y is close to 1 inside the jellium spheres for all («,8) pairs but in the tail, it diverges for
B > 1. On the other hand, for B = 2/3, it reaches a constant (but it will slowly vanish in
very far regions), while for § > 2/3, it soon decreases to zero, as discussed in Section 2.
Finally, panel (d) shows the ingredient w. Inside the sphere, the values of w are in the range
|w| < 0.3 for all the («, ) combinations. The behavior in the tail follows the one of x but
for B =1 and a = 3.31, there is a peak before the negative divergence.

These results indicate that for the total kinetic energy, which is mainly influenced by the
functional behavior inside the jellium sphere, all the cases considered here can be expected
to yield similar results, which are in line with the performance of the yuk3 functional [71].
On the other hand, for the potential, we have a contribution dF;/dy « dF;/ow - dow/dy.
However, this latter term for functionals with B < 1 is largely divergent (w(r) is diverging
but y(r) is not); similarly, it diverges in the (¢« = 3.31, B = 1) case, where w strongly
oscillates around r = 30 bohr. Thus, we can expect, for these values of the parameters,
major problems on the KE potential.

To understand better the role of 8 on the KE functional, we can perform a further
analysis of the “exact” Pauli KE enhancement factor

Pf,"aCt = Trlfs(r)/TTF(r) , (75)

where T}fs is the Pauli KE density corresponding to the Kohn—-Sham positive-defined KE

density and tF is the Thomas—Fermi density. Hence, we have computed sta‘:t for several
jellium clusters with different numbers of electrons (N = 40,92,254) and s = 2, 3, 4, 5, and
6 on all grid points, and we have plotted it versus the corresponding values of w. In fact,
Equation (73) implies that that the Pauli enhancement factor can be written as a universal
single-valued function of w. However, this is an ansatz, which must be verified; if it is
correct, then we must obtain a unique value of Fp for each w, also for different systems.
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Figure 5. Electronic density (a) and KE ingredients (b-d) for a jellium sphere with N = 254 electrons
and rs = 4. The ingredients x, y, and w are reported for different choices of the g and a parameters.

Figure 6 shows the plot of FﬁxaCt vs. w for the various pairs of parameters considered in
this work. It is evident that the cases with f < 1 and the case with (« = 3.31, 8 = 1) do not
yield single-valued functions but rather display multiple branches of F;jxaCt for all values
of w. This confirms that using these parameters, it is not possible to obtain an accurate
description of the kinetic functional. On the contrary, the yuk2 parameterization (« = 1.35,
B = 1) and the one with (x = 3.31, § = 2) show a nice single line for w > 0. For negative w
values, they display a multi-valued behavior; however, for these cases, the w < 0 region
corresponds to the density tail region. Therefore, the effect, at least on the computation
of the energy, is minor. Thus, we can infer that both functionals will be accurate for the
kinetic energies (this is indeed the case for yuk2 [71]) but may yield some oscillations in the
asymptotic part of the potential because of the multi-valued behavior at w < 0. This latter
feature is possibly significantly reduced for (¢« = 3.31, B = 2) that displays the lowest grade
of multi-valuedness at negative w values.

In a future work, we will develop an approach that will allow us to obtain an analytical
F(w) function in order to build up an accurate KE functional and KE potential. However,
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the results reported in Figure 6 also indicate that the ansatz in Equation (73) may be not
accurate enough and further studies are required, in particular, to investigate the effect of
the non-linear term (y2), which is already important for the HEG linear-response and can
be even more important for the description of finite systems.

beta=1 beta=1 beta=2 beta=2/3 beta=5/9
alpha=1.36  alpha=3.31  alpha=3.31  alpha=3.31  alpha=2.34
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Figure 6. Exact Pauli Kohn—-Sham enhancement factor (Equation (75)) vs. the w ingredient as
computed on all grid points for several jellium spheres (see text for details). Each panel corresponds
to a different choice of the p and « parameters.

6. Conclusions

In this paper, we have investigated non-interacting kinetic energy functionals depend-
ing on a generalized Yukawa potential, i.e., a screened Coulomb potential of the electronic
density raised to the power of B. The use of this input ingredient allows us to introduce in
an efficient way non-local features into the functional.

In particular, we have derived the exact homogeneous electron gas linear response
behavior of generalized yGGA functionals and, by comparing to the Lindhard function, we
have derived exact asymptotic constraints for the functional.

In particular, it turned out that 8 = 1 is a very special case, and the Lindhard asymp-
totic constraints can only be satisfied for a specific value of the screening parameter («).
Moreover, the final linear response of yGGA functionals satisfying the low and high-
wavevector Lindhard properties does not depend on 8, which can be then used as an
additional degree of freedom to model systems beyond the linear-response regime.

We have used the developed theory to extend the work reported in Ref. [71] and
investigate in detail the simplest class of yGGA functionals, namely the linear yGGAs,
i.e., those yGGA functionals depending only linearly on y. We have found that although
this class of functionals can satisfy rather accurately the linear response constraints, it is
not flexible enough to perform very accurately for both the kinetic energy and potential
computation. This is mainly due to the fact that imposing the linear response behavior
implies, in these simple functionals, that the Pauli enhancement factor is a function of a
well-defined combination of the density ingredients (the w ingredient of Equation (72)), but
this is not sufficient to describe the non-local nature of the Pauli kinetic energy. Although
for some wise choices of the parameters, this effect can be minimized; this is an intrinsic
limitation of the linear yGGA functional class.
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Therefore, future work will focus on the development of more sophisticated functionals
forms using an explicit non-linear dependence on the Yukawa potential. The theoretical
framework established in this paper will possibly allow us to develop more efficient and
broadly applicable kinetic energy functionals.
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Appendix A. Weak Perturbation of y

To compute the perturbation of y defined in Equation (15), we first consider the
generalized Yukawa potential

B4 e—A(r)[r—1']
o) = [ " (r)e ar’, (A1)

r—r|

1/3

where we have set A = akony’°. Upon the density perturbation, this becomes

/ 1+e—zkr<no))ﬁ A(1+”k)/r

r/

Uy = 1y dr’ . (A2)

Expanding in series and keeping only terms up to second order, we find

o (S (P07 s - 200) ()]

Uy = ”0
with
efAr’ .
L = / ——dr (A3)
e*ikrfAr ,
L = / —dr (A4)
I, = / e AT gy (A5)
e—Zik-r’—Ar/ ,
L = / C—dr (A6)
I = /r’e*A’,dr’ (A7)
I, = /e‘ik'r/_Ar/dr’. (A8)

Substituting the values of the integrals (see Appendix B), we find

1 1 5 2A2? .\ 2
+4"”g(ﬁ(ﬁz ) A ae T oA T 3(A2 +€<2)2> (nS) - &9
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Now, we can consider the perturbation of y, that is

= 37a? ug[ng + ng)(r) =
Y= 4ko (g + ng)P—2/37" O

3maln 2/3-p

n \2/3

Using the result of Equation (A9) and expanding to second-order, we find

- ﬁkz Ny
y o~ 1= A2+ K2 ng
BB—-1) A2 2BA%KE —3BPAX(A2+K2)  B(B+1)] ()
T2 arae 3(A2 1 k2)2 T Kno> ' (A1)

Appendix B. Integrals for the Generalized Yukawa Expansion
For integral I}, Is and I5, we use that

E[A,n] = /0 (' )re A dy = Lj;:). (A12)

Thus, I = 47E[A, ~1] = 4%, I = 47E[A,0] = 8%, Is = 4nE[A, 1] = 27

To compute the I, I4, and I integrals, we can choose the axis such that k is aligned
with the z axis; then, we have that k - ¥ = kr’ cos 0. Hence, we can write

27
Flk,n] = / d¢/ sm@d@/ ar'y /2 ()e —AY ,—ikr' cosf _
= 271/ dar'r(r Ze*A’/ 46 sin fe—kr' cosf _
0

= (r’)"r'e*Ar ( k' _ e*ik’/)dr’ = zi—;:(E[A — ik, n] — E[A + ik, n])

zk
4 .
= \y[ [A —ik,n—1]]. (A13)
Thus, I, = F[k, =1] = 2Tz and Is = F[k,0] = %
The 14 integral is similar to the integral I, with the substitution k — 2k. Then,
I — 4
YT AT a2

Appendix C. Asymptotics
For an exponential spherical density p(r) = Aexp(—2Zr), where Z = /—2ep,

we have
1 1
2
p - Z ¥ (A14)
Z(Zr—1)1 1
— — Al5
7 S (A15)
so that 71 1
=7 (A16)

TP Y ReR T Tz
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Thus, g — p is negative in the tail; i.e., g is very large in the tail but smaller than p. If
we consider g — Bp with B > 1, then g — Bp will be more negative. If we consider g — fp
with B < 1, then g — Bp will be positive.
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