PHYSICAL REVIEW B

VOLUME 45, NUMBER 14

RAPID COMMUNICATIONS

1 APRIL 1992-11

Carlsson-Gelatt-Ehrenreich technique and the Mdébius inversion theorem

Nan-xian Chen
Beijing University of Science and Technology, Beijing 100083, China,
International Centre for Theoretical Physics, P.O. Box 586, 34100 Trieste, Italy,
and Chinese Center of Advanced Science and Technology (World Laboratory), P.O. Box 8730, Beijing 100080, China

Guang-bao Ren
Beijing University of Science and Technology, Beijing 100083, China
(Received 11 September 1991)

The Mobius inversion theorem is first applied to different lattices so as to improve the Carlsson-
Gelatt-Ehrenreich technique and give very fast convergence.

It is well known that pairwise potentials are widely used
in calculations of mechanical and defect properties of
metals. The inverse cohesive energy problem is to deter-
mine the pairwise potential from the ab initio calculated
or experimentally measured cohesive energy.' Carlsson,
Gelatt, and Ehrenreich (CGE) have derived an exact pro-
cedure to convert the cohesive energy of an isostructural
one-component system as a function of volume to find the
radial pair potential, with evaluation of the applicability
of this pairwise potential.'> Here, we present an im-
proved method based on the Mébius inversion formula*-®
with very fast convergence.

Assuming that for a given crystal structure the cohesive
energy E of one-component system can be written as a
sum over atomic sites of a radial pairwise potential

EGD=4 Zo(RD =4 T wels,r), ()
= p=I1

where r; is the nearest-neighbor distance and ® is the
pairwise potential. In the final expression of Eq. (1) the
sum is over spherical shell, p, containing W, atoms at a
distance r, =s,r; from the atom at the origin, and s, is
the dimensionless ratio of the pth-neighbor distance to the
nearest one r). Equation (1) can be written in terms of a
linear operator L:

E(r)=L®(r)) =X T,0(r\)
r
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Tpf () =U/2)W,f(spx) . 3)
Therefore,
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Substituting Eq. (3) in Eq. (4), the final result can be ob-
tained,
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for the pairwise potential in terms of the cohesive energy
function. Notice that all the parameters s, and W, are
determined by the crystal structure under consideration.

For the linear atomic chain, W, =2 and s, =p, then (1)
and (5) become

EWr) =23 ®(nr) 6)

n=|

and
o(r)=E(r)— X E(pr)+ X, E(pgr)
p=2 p.qg=2
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Pga=2
respectively. In practice, calculating Eq. (7) would be a
time-consuming process with slow convergence. It would
be convenient to combine the same E (nr) terms together
from different summations in Eq. (7). In other words, it is
possible to express Eq. (7) as

O(r)=E(r)+ X u(n)E(nr) 8)
n=2
if the inversion coefficient u(n) in Eq. (8) can be deter-
mined. This is possible from the Mobius inversion
theorem which states** that if

F(x)= i:'f(nx) 9)
then
f(x)=z=:lu(n)f(nx) (10)

and vice versa, provided that the related sums converge.
Thus, the coefficient u(n) in (8) is just identical to the
Mébius function in (10) defined” as
1, whenn=1,
#(n)=9(—1)* when £ is a product of s distinct primes,
0, when n includes repeated factors.

This indicates a lot of cancellations in Eq. (7), which is
important to speed the calculation based on the Mdobius
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theorem. Now let us use the theorem to improve the CGE
technique.

From the above example of the linear atomic chain, the
effect of the 7'y in the original CGE scheme only applies
to the nearest neighbors, and in our modified CGE
scheme, the effective operator 7§ is expanded signi-
ficantly as

TYf(x)= Z=‘,If(nx), an

which applies to all the atoms in the chain, and we know
the existence of 71 ' based on the Mébius theorem.

Since both the operators L and T in Egs. (2) and (3)
are structure dependent, in this paper we only present
some examples for illustrating the new scheme. The dom-
inate point is to determine the operator T¥, and give the
cxPh(l:it expression of the corresponding inverse operator
Ty ~ .

For a square lattice, the cohesive energy can be written
as

E(r)=2 X oilp>+(@—121"*}. (12)
Pg=I
According to the CGE scheme, when (p,g—1) < 8, there
exist 41 different s,?‘ terms with a maximum value of 128.
According to our modified CGE scheme, Eq. (13) can

be rewritten as

E(r)=2 i [®(nr) +®(V2nr)]
n=|

oo

+4 Y ollp?+(p+q)1'} . (13)
r.g=I
J
TE'TH () =1 z (—I)’"_'y(n)T;*f(Z('"")/znr)=

= ;Iu(n)

m=0 m=|

Z (-1)"+ Z (—l)""']f(Z"’/’nsr)— > u(n)f(nsr)—Zg(sr)-f(r)
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FIG. 1. A 2D square lattice that can be divided into eight
equivalent sections.

where the terms ®(nr) represents the coordinate axes and
®(v/2nr) corresponds to diagonals as shown in Fig. 1.
Now let us define the operator T as

T,*f(r)=2i lf(nr)+ (2001, (14)
then the corrcsp:);(;ing inverse operator T* ! can be ex-
pressed as
T () = '—i D" (15)
since

o

Y (=D" umQ T 2psr) + £ T2 2nsr)]

m,n,s=1

(16)

Il“—

where g(r) =X=u(n)f(nr) is used. From the second summation in Eq. (14), one can construct the s, with 63 different
s7; the maximum is 320. This indicates the faster convergence of the modified CGE scheme than the original one. After
choosing T, Egs. (3) and (4) are still available except that the atoms in the most close-packed direction need not be

counted again. Therefore, we have

ﬂaz;zrf"rprr"rq—---

o(x) =

1= X T 'T,+
=2

P X

nymngny=I

where, as in Eq. (14), the T, is equal to

T,E(x)=4E(s,x), for s} <64.

In practice, these terms alone are enough for calculating
with high accuracy and stability.

The hexagon lattice essentially is a complex lattice. As
shown in Fig. 2(a), one can introduce a line to separate
the lattice into the upper and lower parts. Let us reflect
all the lattice points marked by circles in the upper half-
space to the lower one; all the lattice points marked with
open circles will go to the centers of hexagons in the lower
half-space [see Fig. 2(b)]. After this so-called partial
symmetry operation, each of the half-spaces has a single
structure. The upper one has an elementary parallelo-

T¥ 'E(x)=1%

(=" () ny) 22 T,EQ™ ™™ nyx)+ -
=

Z (=" 'u(m)EQm=D2yx)

ni,

amn

Igram with a length of v/3x, and the lower one with the
length x. Since the partial symmetry operation does not
change the distance of any lattice point from the origin, it
does not affect our calculation. Therefore, the cohesive
energy can be rewritten as

E(x)=1% Z [®(nr) +20(3nr) +®(3nr)]
n=|

co

+3 Y {@l(3p2+q2+3pg)'/*r]

r4q=

+®[33p2+q2+3pg) ']} . (18)

In Eq. (19), the terms of ®(nr) represent the most close-
packed directions, and ®(~/3nr) and ®(3nr) correspond
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to secondmost and thirdmost close-packed directions. Ac- and the corresponding inverse operator is
cording to our modified CGE scheme, the operator T} -
can be chosen as T 'f(x)=% 3 (—1D)"Huu(n)f@m+wi=ig.y
oo m.n,u=|
TH ) =3 Y If(nr)+2f3nr)+1Gnr)]l  (19) 20)
n=I | since
TT _'T?’f(x) — % z (- l)m+u” (n)Tff(S("'+“)/2_'nr)
m,nu=|
= Z (—l)"'+“y(n)[f(3(”'+“)/2—'nur)+2f(3('"+“)/2_'\/§nvr)+f(3("'+”)/2_'3nvr)]
m,n,ue=|
= Y (=D" un)g@m+ui2=lppr+g(3m+0R2=13p0p)] 1
n.nue=|
where
g(x) =f(x)+1(3x). (22)

Similar to Eq. (17), it is given

T 'TH D= X (=D" 'u) | X (—D"+ ZI(—l)“’I g(3m=D2¥ulzp,, )
u=0 u=

m,n,e=|
= i (D" 'u@F G~ 2ppr) + (3= V123npr)] = i un)f(nor) =1(r) . 23)
m,n,v0=\ n,e=|

The three-dimensional (3D) close-packed hexagonal structure lattice can be treated in the similar way.
The cohesive energy for fcc structure can be written as

EG) =33 o(m)+6 3 (@l(p2+¢) ] +0ll(p— 5 )2+ (g — £)21V2x)
|

n=1| Pqg=
+4 Y @l(p2+g2+ud)x+30{l(p— $)2+ (g — $)2H+u?1"2})
p.q.u=I\
=6 ZI [D(nx/V2)+ s 0(mx)1+6 X (Dl(p2+gD)"x1+dll(p— 3 )2+ (g— $)1"x})
n= P.g=l.p=q
+4 Y (@l(p2+q2+u) 2x1+30{l(p— £) 34— 5) 2 Hu?1"%}). (24)
p.q.u=\
Introducing an operator T} so that ‘where f(x) is any function which makes the above sum-
. had . mations convergent. Based on this formula, Mookerjee et
Tt (x)=6 2=:| [f(nx/\/_2-)+ 7 f(nx)1, (25) al. have completed an ab ingtio pairwise potential calcula-
. " , tion for copper successfully® and Li et al. have completed
it can be shown, d.,so before, that the calculation for Cu, Al, and Ni.°
T ') =¢ 2 | (= $)" un) 2™ 2nx),  (26) The cohesive energy for a bee structure can be given as
m.,n=
() (b)

FIG. 2. (a) A 2D hexagonal
lattice is separated into two parts
by the line shown in this figure.
All the points marked by O in
the upper part are reflected to
the lower part as the centers of
all the hexagons. This is the so-
called partial symmetry opera-
tion. (b) After the partial sym-
metry operation, both the upper
and lower semiplanes become
single structures.

lower
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EG)=3Y dhx)+6 X {®l(p2+4>)'"*x1}
n=l pP.qg=1

+4 Y @lp2+qg2+ud)x1+0l(p— 5
Pg.u=l

p.q=1
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)24+ (g — 5)2+w—+)1"x})

43 0(Wnx/2)+ Lo +6 3 dl(pi+q?) ]
n=I|

+4Y @242 +u) " 2x1+0{l(p— )2+ (g— 1)+ (w— £)22) | Q7

where the terms ®(~/3nx/2) are from diagonals (the most
closed-packed direction in bcc structure), the terms
®(nx) represent the axis which is the secondmost close-
packed direction, and the X' means that the sum is not
over the case of p =g =u. For our modified CGE tech-
nique, we define the operator B by

Bf(x) =4 );I [/ (V3nx/2)+ 3 f(nx)], (28)

oo

[
and the inverse operator can be obtained as

B )=+ X (=" ') 'un) f1(2/v/3)"nx]
m.n=I|

BT'Bf(x)=4% X (1" '"(3)" ' u(n)Bf1(2/~/3)"nx]

m.n=1

oo

m,n.s =1

(29)
since
J
S (= D" ()" w13 (3/2)nsx ]+ (3/4) F1(2/V/3) "nsx 1}
(30)

= i u(n) f(nsx) =f(x) .

ns=I|

Li et al. have completed a calculation for Mo and Cr suc-
cessfully [9].

The Mobius function and the Mgbius theorem are in-
troduced to solve the important inverse cohesive energy
problem proposed by Carlsson, Gilatt, and Ehrenreich,
and a modified CGE scheme is obtained with very fast
convergence. There are several reasons for the fast con-
vergence. First, T has covered the most important series
of atoms instead of only the nearest neighbors. Second,
the Mobius function allows cancellations of many terms
that have to be calculated in the original CGE scheme.
Third, the higher-perturbation terms play a much smaller
role since the operator TF ~' is much more powerful then
T\ '. By this method, many calculations for pairwise po-
tentials become realistic since ab initio calculations for
cohesive energy with variable lattice spacing are already
available today. Of more importance is that the method
indicates the potential application of number theory to
phySiCS.S'("lO—”

As Carlsson, Gelatt, and Ehrenreich have indicated,'

[

there exist here the advantages and shortcomings of the
radial pairwise potential approximation represented by
Eq. (1). It might be desirable to include volume-
dependent or density-dependent effects in a more explicit
fashion, accompanied by the presented method. As well
as the ion-ion interaction,'' the anisotropic properties are
also needed for further study.
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