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A closed system of equations for the Green’s functions is found by applying the functional-
derivative technique at the third level in the coupled chain of equations. From this set of equations
an exact expression for the impurity atom’s self-energy is obtained which involves only first-order
functional derivatives. A procedure is proposed for generating nonperturbative solutions to arbi-
trary accuracy in a systematic manner. As an illustration, a solution is presented in which the func-
tional derivatives are evaluated using the Hartree-Fock approximation. The spectral density func-
tion is calculated for the symmetric case and is found to have the correct behavior for all values of

U/A.

I. INTRODUCTION

Since its introduction, the Anderson model' has been
the subject of a considerable amount of theoretical
analysis. Besides a continued importance in magnetic im-
purity problems,> the model has a significant role in
mixed valence theory’ and in chemisorption theory.*
Solutions found in one context are generally not appli-

cable in another. For example, in the magnetic impurity -

problems it is meaningful to consider the cases where the
Coulomb repulsion U is infinite> or the mixing parameter
is small.® For problems in chemisorption theory, it is usu-
ally necessary to obtain solutions which are valid for arbi-
trary values of these parameters.

In this paper, a new exact expression for the impurity
atom’s self-energy is found using the functional-derivative
technique.” The Hamiltonian having the form

t t
H= 2 Ekac;ocka+ 2 (Edoc;acda"' % Ucdacdacda Cda)

k,o o
+ 3 (Ve oo+ Viachotas) 1
k,o

is considered, where the operator c,f(, (cry) creates (de-
stroys) electrons in the metal states with energy E, and
the operator c;o (cg,) creates (destroys) electrons on the
impurity atom with energy E;, or E;,+ U. The electron
spin is denoted by o (= —0). No assumptions are made
regarding the parameters of this Hamiltonian.

In the next section a brief review of the functional-
derivative technique is given. The treatment is slightly
different from that given in Ref. 7. The Hamiltonian

H =2 €,C I‘:v+ % 2 Vlvlv2v3v4cllci2cv3cv4 > (2)
v Vl,Vz,V3,V4

is considered, where V',,1v2v3v4 is a matrix element of the
two-particle interaction V' and satisfies
’ 4
Vv,v2v3v4= Vv2v1v4v3 . (3)

Some other general relationships are given which will be
useful in the following sections.
In Sec. III the functional-derivative technique is applied
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to the Hamiltonian of Eq. (1). Two expressions for the
impurity atom’s self-energy are derived from the Green’s-
function equations of motion. In the first instance the
self-energy is shown to yield an expansion in U and G,
the impurity atom’s Green’s function. In the second in-
stance a more complex expansion is found. It is suggested
that the iterative solutions of the first expression may be
used to evaluate the functional derivatives of the second
expression. In this way, in principle, nonperturbative
solutions of arbitrary accuracy may be generated for the
Anderson model.

In Sec. IV the simplest solution of the first expression
(the Hartree-Fock approximation) is used to evaluate the
functional derivatives in the alternative expression. The
resulting solution is used to calculate the spectral density
function for the symmetric case. In Sec. V, a discussion is
given of the relationship of the self-energy to decoupling
approximations. )

II. FUNCTIONAL-DERIVATIVE TECHNIQUE

According to Kadanoff and Baym,’ the single-particle
Green’s function is defined as

T[S t g
Gw(tz')=l< [ cv(t)f./(t 1)
£ KT8

=({c, (et (t))), )

where T is the time ordering operator, { ) denotes the
grand canonical average, and the operator S is given by .

S=exp|—i [ %Uw(t)ci(t)c,/(t) ) ®)

The operator U corresponds to an arbitrary auxiliary field
and B is the inverse temperature.

The equation of motion for the single-particle Green’s
function is
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ii—e
a v

where the two-particle Green’s function I', ,,,/(#") is given by

G (tt) =88+ 3 U\ (G, () + T, Vi Tyt (6)

v VIV V3

1 {T[8ey (0t (De,, (el 2]
F‘VIVZVV'(tt’)=_' ~
! (TISDH

The two-particle Green’s function is generated by taking the functional derivative of the single-particle Green’s func-
tion

= ({ey()e] (e, (e hE)) ) . 7

O (tt) = Vi

Lypnltt') = [i—2— (el (e, (0) 5 |Gy 1) ,
8U, , (1)
iv2 5 +
X i—T_'——‘*‘(cvl(t)cvz(t))ﬁ Sy
(8) 8U,,,(2)
where , (12)
Loy — (T[§ D and I is the unit matrix. Defining the self-energy = by
(="t ©
(TISD G '=G5'-3, (13)
Equation (6) may be put into matrix form one finds
LG —-6G =I, (10) 3=06G-G~!, (14)
where v where
Gy'=L. ' (15)

Lott)=| [i2 —e |8,y— O p(0) |84 (11)
at The matrix elements of = are

—iB
S (tt)= fo ' dudt; 3, OWZ(ttl)leh(tltz)G;Z},:(tzt’)

Yo¥2
“f-iﬁd v, —0 (el (e, (0) |Gy ()G (1)
=Jo 13} z R LN +1Acy,lt)c,, 7 |G v\ 1Oy
V15V V3 Yy vlvz(t)
=3 V;W,<c11(t)ch(t)>ﬁ5,,,+zf,¢(n') , | (16)
iV
where
s = [ Fa Vi oGy (11)G 5 (212")
witt )—fo X wivnl T 0 v ()G (T
V¥ V3 Vs Vv,
—iB ) -1
=— dt v, Gy, (tt))i—————G, ,(t;t') . (17
fo 1v1’v§3’v4 wvy vy T vy, LD Slevz(t) v 1
The iterative calculation of the correction =€ gives the III. APPLICATION TO THE ANDERSON MODEL
complete expansion in ¥’ and G.” The first-order ap- .
proximation corresponds to the familiar Hartree-Fock ap- If one takes the operator S to be
proximation ~ —iB ~ +
S=exp |—i [ dt 3 { Baoltichs(Deqo(t)
o
S =3, Vi (el (e, (1)) 584 .
A + P, (e, (DB, (t)
+ 3 Vi iG oy (1084 (18) A [P.O1* B (tego (0} |, (192)

ViV
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where

172
2 dkCda> V= 2 | Vak |2 (19b)
k k

<II-

and E‘d, and 'I}, are the matrix elements of U defined in
Sec. 11, the equations-of motion for Eq. (1) are

. 3 ,
i = Eaol®) | Gaaoltt")
=84+ >, Varo(t)Grao(tt')+ UL 4,(2t') ,  (20a)
k

.0 , ,

l'a_t‘—Eka dea(tt )= de(f(t)Gddo(tt ) s (20b)

.9 , , ,

i3r ~Ewo |Gao(tt)=Guao(t')Wareot') , (20c)

i%_Eka Gruoltt') =88y + Viao(t)Garo(tt’) ,  (20d)
where

Ego)=Ego+Es(t), Voo )=Val1+V,(6)/7V],

and

Lyoltt’ )—((Cdg(t)nd (); cda ("))

- iﬁim‘*("da(t))a Gualltt') (21)
with naz =CJsC4g Combining Eqs. (20a) and (200) gives
S 47 Gougtr) G il rt) =B+ UTuolet’),  (22)
where

G2t '= [z% —Ey4, (1) ]S,f—s,,(tt’) ,

a
{l‘a_ —Eda_ U

+V_(t)((cd.,(t)cd,,(t)B (13¢12(80) Y = Vo()* {{cao HBL(t)c,

where V,(t)=V + ﬁa(t) and
Croltt')= ( <ckanda;c;o ).

The equation of motion for I'y,(2t') is

d
ll‘a—‘ "‘Eka'

S0t =— [ dr G tr)i——

S (t1)= Vo )GR, (1" Wiao(t') ,
k

and Gp,(zt') is the inverse of [i(3/3t) — Exy18:

Note that all of the Green’s-function elements are sim-
ply related to Ggg,. Thus, one needs only to solve for this
component. This is facilitated by defining its inverse by

[ 47 Gaao )G rt) T =By (23)
and the self-energy by
Gago(tt) " =G0 (1)1 — S ao(tt)) . (24)

Using Egs. (21)—(24) to solve for the self-energy gives
StV =U [ d7T4(t7)Gagq(7t") ™
-——U(nd (t)>8“ +2dd”(tt ) (25)

where

) rn—1
SE (0 Guao(rt') ™. (26)

Neglecting =5;, gives the well-known Hartree-Fock ap-
proximation for the Anderson model:

SHE (') = U{ny(t))8, . 27)
The first correction is

3%a0(tt") = UG agoltt')G yys(t'1)G 4y (12" (28)

Thus, calculating 35, iteratively gives the complete ex-
pansion in Gy, and U that one would obtain from the di-
agrammatic technique. The correction given by Eq. (28)
has been used by Schénhammer® to calculate the photo-
emission spectra of hydrogen on nickel. An iterative cal-
culation to fourth order corresponds to the calculation
done by Yamada.’

From the equation of motion for I',,(#¢’') an alternative
expression for 2,;, may be derived (dropping the sub-
script 0):

Ly (tt')= {n 5(t)) 8y +2 Vo) rol2t")

Sicd (1)), (29)

Lol )= Viago VT 4o t8) + V() { ol D) S5 (1B 5 (1);¢,(£)) Y — Vg (1)*{ { cieo OB L (D) 5 0); c,,,,(t N .

(30)

The Green’s functions ( (cmoc;'FBa;c;,, ) and ( (c,m,B;;cda) ) may be replaced by (m =d, k)
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((molIe ) (1B (D530 (1)) ) = A(G)G pgo(tt') (31a)
({Cmol DB (B)c 50585 (2)) Y =[A(GN]* G a0ttt (31b)
—y_ . O t
M@ =iy +{c}5 (B4 (D)) , (310)
— . 8 t
A(Gt)* =i————+ (B (t)cy:(t)) . 31d
(5t) ST +{(BL(t)c (1)) (31d)
These relations allow the equation for I';, to be written as
—ip . —iB ,
fo d1L,(t7)Tg,(1t" ) ={nys(t)) 8, + (TG g0t )+ 3, Vo (1) fo dr G, (t7)0(FT)GyplTt’) , (32)
k
where

L,(#t')=

'%“‘Edo-(t)—‘ U ]Stt'—‘so(ttl) >

(33)
0(51) =V (DAE)— [V, (D]*[AGEN]* .

Note that the equations of motion for Gy, Girio> 4o, and Ty, now form a closed system of equations. These are
solved for Ty, to give

—ig
Laoltt)= (nol(0)) Gago 1)+ fo dr A (tT){ Uy (1))[1—(ny5()) 1+ Q(ET)} GyaolTt’)

+ fo_‘BdT A(ET)A(TT)Gyg (Tt )+ fo_’ﬂd'rdf AoltT )R (7' T)G gg0(7t")

+ fo—lﬁd*rd'r’ Aot )T o (T'T)Ggqo(T2') .

where A, (¢t') is the inverse of

57 ~Eao— Ul1—(ngo(t))] |84 —S,(21") ,

QUGN =V () c)(DB(1)) — V() (BL(D)c,50)) (35a)

R (1t = Vaolt) f 0_'BdrG,S,(tfm(af)a,?a(ﬂ')Vk,,,,(t') , (35b)
k N

Tyt =3 Varol®) [, dr G (tDAGTIGE, (1) Vi) (35¢)
k

AGH =V (Di—2— [V (O] — . (35d)
78V g S[VH1)]*

Inserting this new expression for 'y, into Eq. (25) gives
_'ﬁ
Zaao(tt)=Un5(8) )8, + UA, (1) [{ g ()Y [1 = ()Y ]+ U QUG + U fo P dr A(t)R (11 + 350 (11")
(36)
where
—iB

25 = —U [ drdr (t7)G ol 7 )A(GT)G gae(t) !

U fo ' dry d7'2d1'd'r’7»,,(t7'1)2 deg(‘l'])G]?a(’TlT2)G]?a(T2T’)dea(T’)Gdda(T’T)A(E’T‘z)Gddq(Tt’)_l . (37)

k

This is the basic result of this paper. The iterative solutions of Eq. (26) may be used to evaluate the functional deriva-
tives in the integral equation (37). The result is a nonperturbative solution to the Anderson model. The procedure may
be repeated to generate solutions of arbitrary accuracy.

IV. FIRST APPROXIMATION

The simplest solution generated from Eq. (26) corresponds to the Hartree-Fock approximation; it is obtained by
neglecting the functional derivatives of {n;;):
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GHE (1)~ = i—(%——Eda(t)—U(nd&(t)) Bur— S, 11") . (38)

The functional derivative terms in Eq. (37) are then to be evaluated using

AGOGEE (1) = — UGy 'V 4(tt") —VE(')G 1y (1))15,, (39)
where

Vot = [ drS,(tT)Gys(rt") ' (40a)

Vi) = [ drGutr)Sy(rt') . (40b)

Therefore, the correction =g, is

S50t =U? [ d1Ao(tT)Gaae(Tt)[G gp t' IV 5 (7t) = VE('7)G gy (72")]
+ U2 [ drdrd7 A(t71) S, Vako 7)o (T1T)GRo (17') Vieao 7)) G aao( 7'2")
k

X[G st TV —(18') = VE('T)G g5 (71)]

=U2 [ drd,(tr i (rt)+ U2 [ 47 S Vi Okio T ko Tt ) Wiao(t) 41)
k
I
where 1
ﬂa(w)= a 2 Gdda(wv)"/)a(w_wv)
No(tt") = Gaao( )] Ggu( DV 5(2t") B,
_V;(t )Gao(tt')] , (42a) -}r— f_ de{ Imy;(€)Gyg0(0 —€) LFe) %]
Kio(tt) = [ dr A (t1)GR,(7t') (42b)
—ImGy, (e (w—e)f Fe)—+1},
VYioltt' ) =dpo(tt") G 1yt )V 5 (2t")
—Vt't)G 1], (42¢) {
$ro(tt')= [ dTGRo(tT)Guyo(1t') . @) Vrl(@)= g 2blosl0—a,)
This gives for the Fourier components (retarded versions) 1 = (—) )
=— [__delImyy(e)iol0—e)lf 7€)+ 3]
Saao(@)= Ury(w) L
—Iméy (W w—e)f T e)— 751} .
X @)+ | Var | GRo(@)ypol@) |, 43)
k _ (44b)
where ‘ \ w,=ivw/B, v is an odd integer; f*)(€)=(eP+1)!
|
Ylwp)=—— E [Gusl@)V s w,+wp)—V3(0,)G 50, +wp)]

——f_ de{ImG5(€)[ V(€4 wp)—Vyl€—wp)]—ImV () Gyyrle+wp) —Gyyrle—a)}f Fe)  (d4c)

(wp is the Bose frequency).
The sums have been evaluated using the standard methods.” The integrals are much easier to evaluate with a square
density of states for the metal in the infinite bandwidth limit. For this situation

+ o0 A + o
2 IdeIZ.”—)p<'de'2>an_w de =— de- - s 45)
k

T — o

where p is the constant density of states for the metal. As a further simplification, only zero temperature conditions are
considered. Then
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2 IVakizw_lek w_:_ek =0, (46a)
2| dklzw p_— le,, =wif€ ; (46b)
% Idelzw =—iA, (46c)
gives
S |V |ZG,?u(w)yka(a5>EQa<w>=—i— [ delReGyaple)—i IGg,le)] wl_ezba(w—e)[f(“(e)—%] : (47a)
¢-(co)——— [ de{ImG ;5(€)i [Ghypl€+ ) +Gyypl€—) ] —ReG 1y (€)[ G yyple+0) — G yyple— o) I+ A(€) — 5]
=_ﬂ(wiA2iA) n “’_Jri’;f , B~1=0 (47b)

The last line applies to the symmetric (Ez,=—U/2,
(nda)=%) case at zero temperature. The remaining in-
tegrations must be done numerically.

The spectral density function

pasl@)= ——71; MG g4 (c+i8)

1 A—Im3y, (w)
7 [w0—ReZ50(@) P +[A—ImZ5, ()]

(48)

has been computed for the symmetnc case. The result is
shown in Fig. 1.

V. DISCUSSION

In this paper an alternative expression for the impurity
atom’s self-energy was presented. While the conventional
approach leads to an expansion in U and Gyy,, the new
expression leads to a more complex expansion where the
coefficients of Gy, are complicated functions of U and
the mixing parameter. The procedure used to obtain this
new result is similar to that proposed by Arai and co-
workers.>1®© However, it has an advantage in that it

T AP

FIG. 1.
U/A.

Spectral density pg.(@) vs @ for several values of

avoids the divergences encountered by Arai and co-
workers®!? in their solution. Another distinction is that
any correction generated from Eq. (37) will vanish in the
limit U—0 and in the limit Vj; —0. This means that
Ga4o is exact in these limits. As the procedure employed
in this paper is effectively a systematic decoupling scheme
this is not unusual, since most decoupling schemes have
this property. In fact, if the correction term in Eq. (36) is
neglected, one gets the decoupling approxxmatlon obtained
by Kemeny!! [note that Q(5t)=0 for Eda, V.—O]

Therefore, the choice for S given by Eq. (19) allows one to
make systematic corrections to Kemeny’s approximation
in the same way that one makes corrections to the
Hartree-Fock approximation. It is also possible to derive
a correctlon12 term for the decoupling scheme employed
by Hewson.!*> However, Hewson’s approximation is much
cruder than Kemeny’s.

As a first approximation, the simplest solution to the
integral equation (26) was used to evaluate the functional
derivatives in the new self-energy equation (37). The re-
sult was used to calculate the spectral density function for
the symmetric case at zero temperature (Fig. 1). The re-
sults are consistent with the fourth order in the U calcula-
tion of Yamada.’

The integral equation (37) may also be solved iteratively
independently of Eq. (26). However, this leads to terms
proportional to

V(clBy)=— f do Tm[S5(0)G 4i(@)1f @) ,

(49)

which diverges in the infinite bandwidth limit at zero
temperature. The iterative solutions of Eq. (26) are not
restricted to a finite bandwidth. This is the motivation
for suggesting that it be used to evaluate the functional
derivatives in Eq. (37). This is not meant to imply that
the iterative solutions of Eq. (37) are not interesting. It
leads to some interesting results which will be presented in
a future paper.
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