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Nonretarded hydrodynamic-model calculation
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We show that within a hydrodynamic model the efficiency of second-harmonic generation at a
vacuum-metal surface can be calculated to reasonable accuracy by a theory in which the speed of
light is set to infinity. Both algebraic arguments and numerical results are presented. The
simplifications allowed by an electrostatic calculation should also aid the evaluation of more sophis-
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ticated models.

I. INTRODUCTION

Two years ago Corvi and Schaich (CS) presented both
formal and numerical results for the efficiency of second-
harmonic generation in a simple reflection geometry.'
Their theory uses a hydrodynamic model to describe the
motion of free electrons at a smooth surface and the full
set of Maxwell equations to determine the electromagnet-
ic fields. Our aim in this paper is an explicit demonstra-
tion that the net result of their theory can be found from
an analysis in which the speed of light ¢ is at times for-
mally allowed to be infinite. We will use the same hydro-
dynamic model for the constitutive relations, but will
treat (up to a certain stage) the induced fields using only
the electrostatic limit of Maxwell’s equations.

The connection between the finite-c and infinite-c cal-
culations is made via the phenomenological theory of
Rudnick and Stern.>® This theory writes the second-
harmonic-generation efficiency for our model system as
[Eqgs. (CS-30), and (CS-31); see Ref. 4]
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Here the dielectric functions are either at the first har-
monic, e=1—w}/a* with @*=w(w+i/7), or at the
second harmonic e=1—w?%/Q? with Q2=Q(Q+i/7)
and O =2w. These functions allow one to find the normal
components of the wave vectors of transverse fields far
inside the metal, p and Py, from the initial conditions of
a wave of frequency w incident at € with respect to the
surface normal. With Q =(w/c)sinf and K =2Q, one
has at the first harmonic p; =[(w?/c?)e—Q?]'/? and at
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the second P =[(Q2/c?)e—K?]'/2. The analogous com-
ponents outside the metal are p,=(w/c)cosf and
P,=2p,. From these definitions we can construct the
first-order Fresnel transmission amplitude for the in-
cident p wave, ay=2p, /(p,€+pr). Other terms needed
in (1) and (2) are either fundamental constants, m, ¢, and
e <0, or bulk values of hydrodynamic parameters, the
plasma frequency wg and the scattering rate 1/7. Final-
ly, we note the appearance in (2) of the phenomenological
parameters a, b, and d. These are supposed to be func-
tions of frequency alone (not 8) and require in general a
separate microscopic calculation. CS showed that their
(everywhere) finite-c, hydrodynamic calculation could be
parametrized quite well by Egs. (1) and (2). Indeed they
extracted fitted values of a, b, and d and found that only
a has a significant frequency dependence since b ~ —1
andd ~1.

We demonstrate here that one may reproduce their
finite-c calculation of a using a theory in which ¢ — ;
i.e., that an electrostatic calculation of a, together with
Egs. (1) and (2), allows one to accurately determine the
second-harmonic generation efficiency. The importance
of this conclusion is at the moment primarily conceptual,
but it may have significant practical implications.
Specifically for the hydrodynamic model, R can now be
computed with ¢ either always or only sometimes finite.
Both computations require less than a second on a CDC
Cyber 170/855, with the electrostatic calculation of a be-
ing roughly four times faster than the fully retarded one.

The real utility of our conclusion lies with future calcu-
lations that will employ electronic structure models more
sophisticated than the hydrodynamic. For these the
reduction in conceptual and computational effort provid-
ed by an electrostatic theory of a may be vital. We have
in mind an extension of the recent calculations by Weber
and Liebsch.® They use a jellium model treated within a
local-density-functional approximation to find second-
order induced charge densities at a metal surface. Their
theory determines a in the double limit that ¢ — 0 and
®—0. The results we find here imply that only the ®—0
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limit need be removed in their theory to give it general
applicability. Thus one may continue to focus on density
response and to ignore transverse currents and fields. It
is precisely this simplification that has led to the consid-
erable advance in computational efficiency for surface
corrections to the first-order optical response,®~'* and we
hope that its utility will be just as great for second-order
properties.

In Sec. II we develop the equations necessary for an
electrostatic calculation of a within our hydrodynamic
model. The analysis is quite similar to that of CS. In the
Appendix we compare their mathematical structure with
those of the finite-c theory,1 noting the behavior of the
latter as ¢ — oo. In Sec. III we show some explicit results
that directly compare with those in CS and support our
conclusion that an electrostatic calculation of a suffices.

II. BASIC EQUATIONS

Since the electrostatic theory only produces the a term
in (2), not the complete R in (1), it has a somewhat
different formal structure than the fully retarded theory.
Hence we summarize its derivation before comparing in
detail with the equations of CS. One studies the first- and
second-harmonic response of a metal surface to an exter-
nal field at frequency w applied normal to the surface.
With this perturbation and since the surface is presumed
to be flat, the only spatial variation is with respect to x,
the coordinate normal to the surface, and vectors may be
written as scalars since they are all perpendicular to the
surface. The basic variables we study are the total elec-
tric field E and the polarization of the metal P. From the
latter we can obtain the induced charge density
p=—0P/3dx and the current density j =0P/dt. As did
CS, we expand these quantities in a series of orders and
focus on the spatial dependence of the complex ampli-
tudes such as the P;(x) for the polarization;

P(x,t)=2Re[P(x)e "+ Py(x)e ~H4 -+ ], ©)

where Re denotes ‘“‘real part of.”
The a parameter is found from the integrated weight of
Pz:
E (lout)
4
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where E{® is the (constant) value of the total electric
field at the first harmonic outside the metal and pp <0 is
the bulk equilibrium electron charge density. The metal
lies in x > 0 and we need to require that P,(x — 0 )—0in
order that the integral be well defined. This is equivalent
to the constraint that the total induced charge at the
second harmonic is zero for the single surface problem.
Our basic method of finding P,(x) is the same as in CS.
We imagine that the equilibrium electron charge-density
profile of the metal can be represented by a sequence of
steps of constant height, say, p,. Then within each step
we expand the full solution in terms of ‘‘partial waves,”
which individually satisfy the equations of motion there.
Finally, boundary conditions are imposed in order to
match these expansions between successive steps. This
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scheme is applied twice, beginning with the first-
harmonic equations whose solution is used to generate
driving terms for the second-harmonic equations.

The formal derivation of the equations of motion at
each harmonic is essentially identical to that in CS, so we
simply list them here and note their partial-wave solu-
tions. At the first harmonic one has

2
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where B is the local velocity parameter and w, the local
plasma frequency. At each internal interface we require
continuity of P,, E,, and B3p,/po- At the external inter-
face (i.e., at x=0, where vacuum starts), we require E, to
be continuous and P; to vanish. The partial wave solu-
tions of (5) are of two kinds: either constant, denoted
(C), or spatial varying, denoted (L). For the former

2
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while for the latter

PP (x) e P (7)
with

pi=(@—w}) /B » (8)
and

4rP P (x)=—EP(x) . 9)

The L subscript denotes “longitudinal,” since only these
solutions have an associated charge density. The con-
stant solutions are the remnant of the transverse waves
that appear in the finite-c theory.! The boundary condi-
tions on E, and P, imply that (1—w}/@2)E\" is the
same everywhere, which merely describes the classical
screening of the external field.
At the second harmonic one has

BO P, x)—-—~E2(x)+S(x) (10)

where the driving terms are determined by the first-order
solution;

1 d ., PL|% s d® 1.
dx(‘ll) + 277E1+T odx2P1 pr

(11)

Equation (14) is the analog of Eq. (CS-14), with the omis-
sion of the magnetic field contribution. It is worth re-
marking that S (x) has no position-independent contribu-
tion, so it is nonzero only close to the surface because the
longitudinal, first-order solutions are all chosen to decay
as X — . Wlthm a general step S (x) has contributions
that vary as e * ' where Q; has four possible values:
ipLQor +2p; . The partial-wave solution driven, (D), by
I IX .
ue ' is
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u /B; R

PP (x)= 02_p! (12)
with

P} =(Q*—wd)/B}, (13)
and

4rPP " (x)= —EPV(x) . (14)

We must also include solutions of (10) when S is zero. As
in the first-harmonic case these are either constant or
spatially varying. With an analogous notation we have

2

4P = — %%E‘f’ (15)
for the former and

PP (x)oce ¥ (16)
with

4rP (x)= —E¥ (x) a7

for the latter.
At each internal interface we require continuity of P,,
E,, and

where v, =j,/py; while at the external interface we re-
quire both E, and P, to vanish. The continuity of P, and
E, together with (14), (15), and (17) imply that
(1—03/Q?)ESC is the same everywhere. The additional
assumption that E, vanishes outside implies that no con-
stant partial wave is allowed anywhere. As noted earlier
this is done so that a in (4) is unambiguous.

We have now set the basic equations for the nonretard-
ed calculation of a. Their evaluation on a computer is
straightforward. For an n-step model one needs to work
with matrices of dimension 2n — 1. In contrast, the fully
retarded, n-step model calculation used matrices of di-
|
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with E,= —4xP, there. Both vanish for x <0. Finally
the definition (4) yields

vy vy,/2
+
pL+P.  2p +P;

4
a= 2
BPL

where Eqgs. (8) and (13) are to be evaluated with bulk pa-
rameters, By=p and wy=wp.

With this formula we can reproduce the plot of the
fitted a shown in Fig. 2 of Ref. 1. If we further set
b=—1 and d=1 and use (1) and (2), we also duplicate
the R shown there. Note that the primary structure in

) (24)

Vi ip; x iPy x
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mension 4n —1. The difference arises because there are
transverse waves in the retarded case moving along +x
within each step while in the electrostatic case the con-
stant fields can be separately found and removed.

In the Appendix we compare the two sets of equations
in greater detail. This explicit analysis complements the
formal arguments given earlier by Sipe et al.'>!6 that an
electrostatic theory of a can suffice. In the next section
we furthermore present specific electrostatic solutions
whose implications may be numerically compared with
those of the fully retarded theory.

III. ILLUSTRATIVE EXAMPLES

Begin with a single-step model; i.e., bulk metal in x>0
and vacuum in x <0. The electrostatic problem then
simplifies enough that we can present the explicit solu-
tion. At first order

0, x<0 (18)
4P (x)=—E % { v ;
! ! —‘;(l—e‘p’“x)/e, O<x
@
1, x <0
EI(X)=E(1°u”X w% ipp x 1
1——e L /e, O<x .
(0]

Substituting into (11) yields for the driving terms in the
metal

2.
(out) ipr oy

S(x)= 4111' % Z(vle +v2e21pLx) ,
(20)
where
vi=—0w*+in/7), 1)
v,=(0} +80’+2iw/7)/3 . (22)
The second-order solution is, for x >0,
o ;’zz_PE ZipLx_eiPLx) 23)

this @ comes from the P/ ! factor, the sharpness of which
is controlled by the choice of 1/7. The limiting values of
a are material independent:

—%, o—0

a—

——%, W—> o0 . (25)

If we now add a surface layer to our system to form a
double-step model, the algebra becomes sufficiently in-
volved that we only present numerical results. The pa-
rameters are chosen identical to those of the double-step
model of CS, illustrated in their Figs. 5 and 6. The model
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simulates Al using a surface ledge of width 4 A and den-
sity po=0.7pp.!" The scattering rate satisfies everywhere
wpT=10.

In Fig. 1 we show an analogue of Fig. 6 from CS. The
electrostatic a reproduces all the structure found in the
fully retarded calculation. The agreement is not perfect,
but is typically better than a few percent. We checked
that the retarded answers become closer to the electro-
static results as we (artificially) increase the speed of light.
The rate of convergence is consistent with the arguments
in the Appendix.

We have compared results for several other sets of pa-
rameter choices. The agreement remains good. We also
examined the spatial variation of the fields, which is in-
tegrated over to form a. The differences in these profiles
occasionally exceed a few percent, especially when the in-
duced longitudinal fields are weak. However, an increase
in ¢ by about a factor of 10 restores agreement. Hence
we remain confident that strong structure in a can be
efficiently calculated with adequate accuracy by setting
the speed of light to infinity. We feel that this conclusion
is more generally valid than the hydrodynamic model
used here, because the important corrections to this mod-
el do not involve retardation effects.
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FIG. 1. Frequency dependence of the second-harmonic gen-
eration parameter a that results from an electrostatic calcula-
tion for a double-step model of Al. In the lower panel the real
(imaginary) part of a is a solid (dashed) line. The upper panel
shows R in units of 10~2° cm?/W. The solid (dashed) line is for
the nonretarded (retarded) calculation. Other model parame-
ters are given in the text.
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APPENDIX

Here we briefly outline algebraic reasons why the
finite-c theory' should yield the same a in the limit
¢ /By— o as the electrostatic theory described in Sec. II.
The key point is that the normal component of wave vec-
tors of longitudinal fields,'® p, and P,, become in this
limit much larger than any other wave-vector com-
ponents such as Q, K, pr, p,, Py, or P,.

Consider the first-order polarization in the retarded
case. Its partial-wave decomposition within any step has
terms of both transverse,
a(lT,i>( Q’ ipT,O)e Hprx HIQX 5

and longitudinal,
+ip, x +iQ-X
a(lL’i)(:tpL’an)e L ’

form. Here the two-dimensional vectors Q and X lie in
the surface plane and the triplet of numbers denote the
vector components along the surface normal X, along Q,
and along t=%XQ, re}s\pectively.l The requirements of
continuous X-P,, X-E,, Q-E,, and 83 p, /p, make

(L, %)

Qa\" ~p,alb*) | (A1)

where ~ denotes “‘of the same magnitude in the limit of
large ¢ /B,.” This implies that p;=—V-P; will be dom-
inated by —(3/0x)(X-P,) and that the full driving term
may be approximated by

2

9 (i XB,)— 1 TRy
= Ampgc h 1 20 JrvVin
P w?)E s 2 1.
t oy | 2m 1= 3BoVp1— i
2
A @ a A 2
~22 9 z.p
__szo ax(x 1)
2
P1 | Do nemy O iw
+;(; —;EI-FX%BO‘a—x—Z(X'Pl)-FTPl ,

(A2)

if one considers only its effect near the surface. This last
constraint is necessary in order to suppress the small but
long-range contribution to S from the magnetic field, B.!
This contribution leads to the d term in (2), but is ir-
relevant for the calculation of @ and b, which require only
the short-range part of the polarization field.'

Now consider the second-order polarization in the re-
tarded case. Within any step its driving terms are dom-
inated by functions of the form
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u,(K,—P,,0)e" " TEX

or

u,(P,,K,O)eiP’x +iK-X ,
where K=2Q and P, ~P, ~p, . If we choose the incident
first-order field E, ~1, then u,~u;~1, too. The solu-
tions of the analogue of (10) [Eq. (CS-13)], are quite sensi-
tive to the polarization of the driving term. For the lon-
gitudinal case / one finds [cf. (12)—-(14)]

u; /By iPx +iK-X
PPN~ — 0 (P, K, 00 X (A3)
P} —P}
with
B> = —4xPP! (A4)

while for the transverse case, which does not arise in the
electrostatic theory,

iPx +iK-X

PP~ — ——(K,—P,,0)e (A5)

and

02
471&

EP0 ~ PP /(e /By . (A6)
0

We must augment the above with partial-wave solu-
tions of the homogeneous second-order equations. These
are either transverse,

_ +iP,rx +iK-X
aSTPENK, FPp,0)e T ,

or longitudinal,'®

+iP; x +iK-X
+
astF(+P, ,K,0)e - ,

and the a’s are to be determined by matching boundary
conditions. Provided 1/7 is the same everywhere (see
below), we can satisfy the continuity constraints on

i'Pz
and

o B

1
7V

by focusing on longitudinal waves alone. The driving
terms make a5©* ~1. In fact, the equations satisfied by
the as*) are as ¢ /By— o isomorphic to the electrostatic
ones. The other continuity requirements of Q E, and
R-(Ey+47P,)=%-(BES" +47Pi") do not involve large
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terms (e.g., X-P5Y or Q-P4T) and hence yield consistently
T 1.

These arguments lead to the conclusion that the short-
range normal component of the second-order polariza-
tion is dominated (to within corrections of order 3,/c) by
the longitudinal field calculated from electrostatics using
E'°"¥ =%-E°®™. The numerical results for a in Sec. III
support this argument. For the transverse component
matters are even simpler since the dominant part of
Q E\~—4m(& 2/a)O)Q P, is constant on the short-range
scale. Hence?

[dxQ-P,~ — [ax Q-5/0?

—(QE,) [dx 0 p /3%, (AT
but wi/8mpy=e /2m and
[dx py~ - &-EPw) ‘—‘15 (A8)
41 €
Together (A7) and (8) imply that
b~—1. (A9)

Finally we return to the remark that 1/7 must be the
same in each step for the above to hold. This extra con-
dition arises from the need to make equivalent as
¢/By— « the requirements at internal interfaces of con-
tinuity of

B3 W
v )P+ — |pp———
2 Po P2 6 po
and
TR R it
1 Po : 6 po

for the retarded and electrostatic theories, respectively.
If 1/7 is continuous through an interface, then Q-v, is
also continuous as ¢ /;— « because it is dominated by
transverse waves which satisfy
2 A.RD
Q.V(IT)___i_wL&EI_ (A 10)
dmpy w+i/T
and because we already require Q-El to be continuous.
We checked numerically that allowing 1/7 to be different
in different steps created noticeable differences in R be-
tween the electrostatic and retarded theories. These
differences could not be removed by increasing c.

IM. Corvi and W. L. Schaich, Phys. Rev. B 33, 3688 (1986).

2J. Rudnick and E. A. Stern, Phys. Rev. B 4, 4274 (1971)

3J. Rudnick and E. A. Stern, in Polaritons, edited by E. Burstein
and F. DeMartini (Plenum, New York, 1974).

4Equation n in Ref. 1 will be referred to as (CS-n).

SM. Weber and A. Liebsch, Phys. Rev. B 35, 7411 (1987).

6J. E. Sipe, Phys. Rev. B 22, 1589 (1980).

7P. Apell, Phys. Scr. 24, 795 (1981).

8P. J. Feibelman, Prog. Surf. Sci. 12, 287 (1982).

9P. Apell, A. Lyungbert, and S. Lundqvist, Phys. Scr. 30, 367
(1984).

10R. R. Gerhardts and K. Kempa, Phys. Rev. B 30, 5704 (1984).



6192

1K, Kempa and W. L. Schaich, Phys. Rev. B 34, 547 (1986).

127 Liebsch, J. Phys. C 19, 5025 (1986).

13p, Gies, R. R. Gerhardts, and T. Maniv, Phys. Rev. B 35, 458
(1987).

14w, L. Schaich and K. Kempa, Phys. Scr. 35, 204 (1987).

155, E. Sipe, V. C. Y. So, M. Fukui, and G. I. Stegeman, Phys.
Rev. B 21, 4389 (1980).

163, E. Sipe and G. I. Stegeman, in Surface Polaritons, edited by
V. M. Agranovich and D. L. Mills (North-Holland, New

W. L. SCHAICH AND A. LIEBSCH 37

York, 1982).

7F. Forstmann and H. Stenschke, Phys. Rev. B 17, 1489 (1978).

18The definitions of p, and P, in Ref. 1 differ from those used
here by terms of relative order B3/c?, which we ignore.

19Here “long range” means on the scale of a transverse wave-
length, while “short range” means comparable to a longitudi-
nal wavelength, which is typically the same size as the depth
of surface diffuseness.

20The integral runs over a short range near the surface.



