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A calculation is performed of the second-harmonic radiation generated by the reflection of
incident radiation from a metal surface in a model that considers only plasma effects and ne-
glects periodic lattice structure in the metallic bulk and any form of surface roughness. The
radiation is due to three kinds of currents: one localized to within a few angstroms of the sur-
face and parallel to it, another also localized at the surface but normal to it, and a bulk current
in the skin-depth region of the incident light, a region several hundred angstroms thick. Pre-
vious expressions for the normal surface current are found to be incorrect, and a new ex-
pression is derived. The second-harmonic radiation due to the surface currents is sensitive
to surface conditions, while the contribution of the bulk current is only weakly sensitive to
them. Theoretical estimates suggest that changes in the radiation intensity with variation in
surface condition are caused primarily by changes in the parallel surface currents due to varia-
tions in surface scattering. In the course of this investigation general relationships and ex-
plicit forms for the second-order response of an isotropic electron gas are given.

I. INTRODUCTION

A noteworthy feature of metallic response to op-
tical stimulation is its extreme linearity. Only
with the intense fields available from laser sources
is there detectable generation in a metal of second
and higher harmonics of the incident beam.!~* The
theory of such generation in the metallic bulk is
by now well understood.’~!! Second-harmonic (SH)
generation by reflection of the incident beam from
a metal surface, however, has important contribu-
tions from currents stimulated in the immediate
vicinity of the surface, the region to which those
currents are confined being the order of angstroms
thick. The theory of bulk SH generation, being
essentially a long-wavelength theory, is necessari-
ly approximate when applied to the generation of
such strongly localized currents. This paper is in-
tended as a further step towards a theory of SH
generation in a metal that is correct at the metal
surface as well as in the bulk.

Before going in more detail into a calculation of
SH generation at a metal surface, it is perhaps
useful to review in a general way the currents
contributing to SH generation in a metal subject to
externally incident electromagnetic radiation. The
metal is assumed to possess inversion symmetry
in the bulk. The SH response of the metal consists
of two currents—one extending into the bulk and one
confinedtothe immediate region of the surface. The
bulk current is proportional to E x ﬁ, where Eand B
are the first-harmonic electric and magnetic fields
in the metal. It is due to the action of the magnetic
field, through the Lorentz force, on the current
produced to first order by the electric field. The
bulk current is longitudinal inside the metal and
therefore does not radiate except if a boundary is
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present. As previous investigators” have shown,
the SH radiation has contributions from the longi-
tudinal bulk current within a skin depth at the SH
frequency —typically several hundred angstroms
thick. If, as is generally believed, the transition
region in a flat metal surface between its interior
and exterior is only a few angstroms thick, this
bulk contribution to the SH radiation should be in-
sensitive to the condition of the metal surface,
neglecting the effects of extreme surface roughness
or thick impurity layers.

As will be discussed in more detail in Sec. IV,
at typical frequencies the SH surface currents are
confined to the surface region of a few angstroms.
There are in cubic metals two independent surface
currents, one parallel to the surface and the other
normal to it. The magnitude of the normal surface
current and the radiation it generates are both
sensitive to details of the shielding in the surface
region. The magnitude of the parallel surface

current is expected to be quite sensitive to surface
scattering as discussed in Sec. V. The mechan-

isms that occur at the surface to produce the sur-
face currents are twofold. One is the rapid varia-
tion of the normal component of the electric field
at the surface, and the other is the breaking of
inversion symmetry at the surface of a cubic metal.
Previous calculations of the magnitude of the
SH surface currents®!® employed expressions which
neglected the breaking of inversion symmetry and
were valid in the long-wavelength local limit where
the electromagnetic fields do not vary appreciably
over the distance traveled by an electron during one
cycle. Although the right magnitude of the radia-
tion is obtained, in the surface region these approx-
imations are not valid, and one requires a better
calculation. Some previous calculations of the
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plasma contribution did not correctly apply self-
consistency between the electromagnetic fields and
the charges in the metals as discussed in some
detail in Sec. IV. Including these effects alters
the amount of radiation produced by the normal
surface currents.

An outline of the paper is as follows. In Sec. II
we qualitatively discuss the mechanisms producing
the SH source terms. In Sec. III the linear elec-
tromagnetic fields are discussed in the context of
the applicability of the local, or dipole, or long-
wavelength approximation. A calculation of the
SH source currents including nonlocal effects is
given in Sec. IV for a model of a bounded electron
gas with inversion symmetry. The gas is re-
placed by an infinite medium with an appropriate
current sheet where the surface was. The effect
of the inversion symmetry breaking and scattering
by a boundary is added in Sec. V. In Sec. VI the
calculation of the radiation generated by the SH
sources is presented, while Sec. VII has a com-
parison of the theory with experiment. Section
VIII consists of a summary. Appendix A gives
the details of the calculation of the linear fields
and the radiation by the SH sources including non-
local effects. Appendix B presents the calculation
of the second-order nonlinear response of the in-
terior of an electron gas for all wavelengths of the
exciting fields. Appendix C presents some general
results concerning the second-order response of
an electron gas.

II. MECHANISM OF SH SURFACE SOURCE TERMS

Before becoming involved in the mathematics,
we describe in a qualitative fashion the mechan-
isms that produce the SH surface currents. Pro-
duction of SH currents in general requires that the
medium respond nonlinearly to the driving fields.
The discussion is restricted to currents produced
to second order in the driving fields, which is an
excellent approximation for SH production in met-
als.

We start with the standard model of this effect
which neglects the presence of a boundary, and
consider the interior of a medium with inversion
symmetry. If the medium is perturbed by a uniform
electric field E, the requirement of an E? contribu-
tion to the current implies that

j=oE+y :EE . 1)
In a metal a current flows even at w =0, while an
insulator current flows only for w#0. If the direc-
tion of E is reversed, inversion symmetry requires
that the current be equal in magnitude and flow in
the opposite direction. Y must therefore equal
Zero.

Now if we introduce a gradient to the electric
field, the situation is changed. Nonlocal effects
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can be felt. The current at a given point depends
in general on an integral of the contributions in a
region surrounding the point. The current at a
given point then depends on both the value of the
electric field and its variation. Consider the field
variation about Z=0 shown in Fig. 1, curve A, and
assume that the region over which the integration
should occur is that where the gradient is nonzero.
Also assume that, because of nonlinearity, the
contribution from the left-hand side of the origin
is greater than the average by an amount more than
the contribution from the right-hand side is less.
Thus the current to the right is greater than that
given by a uniform field equal to the value at the
origin. Performing an inversion operation is
equivalent to inverting curve A about the origin to
obtain curve B. By symmetry, the same non-
linearity combined with the nonlocal effect produces
now a current to the left which is equal in magni-
tude to that produced by curve A, again larger than
the value given by a uniform field equal to the
value at the origin. Thus we can satisfy the re-
quirement of inversion symmetry of the medium,
since the current at Z =0 reverses sign under in-
version, and still have a nonlinear effect. It is
the large gradient of the normal component of the
E field at a surface which generates by this mech-
anism the strongly localized SH surface currents.
If we now introduce a surface between the medium
and vacuum, we destroy the inversion symmetry in
the vicinity of the boundary. This introduces a
new mechanism for nonlinear response. Consider
a uniform electric field, applied to the medium at
the boundary as in Fig. 2. We permit external
charges and currents to be present in order to
maintain a uniform electric field at the boundary.
Right at the surface electrons are not as free to
flow into the boundary as they are away from it.
Thus we expect that the current in the surface
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FIG. 1. Illustrating the effect of a spatial inversion
operator on an electric field with a gradient. Curve A is
the original field and B is the inverted one.
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FIG. 2. Schematic of a metallic surface illustrating
the parameters that produce the nonlinearity leading to a
SH surface current.

region will be greater in magnitude when the elec-
trons flow into the medium than when they reverse
their flow. The inversion symmetry breaking of
the boundary introduces this mechanism for SH
production, which has been neglected in previous
calculations. We show in Sec. V that this neglected
mechanism is an important contributor to the nor-
mal surface current.

III. LINEAR FIELDS

The SH radiation is only a very small fraction of
the linear radiation in practical cases,'™* so that
it is possible to treat the SH sources by perturba-
tion theory. As is usually done,’ " we first solve
for the linear fields neglecting the SH currents and
then use those linear fields as the driving fields
that create by nonlinearity the SH currents. In the
standard solutions for the linear fields produced
when an electromagnetic (EM) wave impinges on
a surface it is assumed that the boundary is in-
finitely sharp and that a local approximation can
be made to describe the response of the medium
to the fields. The local, or dipole, approxima-
tion—that the polarization of the medium or current
at a given point is dependent only on the value of the
EM fields at that point—is valid as long as the dis-
tance an electron travels during the time 1/w is
small compared to the distance over which the EM
fields vary appreciably. For nonmagnetic media,
B, H, and the tangential component of E are all
continuous across the boundary, and the spatial
variation of these fields is slow enough at optical
frequencies to permit the use of the local approxi-
mation. Thus their values are accurately given
by the standard results. However, the normal com-
ponent of E is discontinuous across the boundary
in the standard solution. It is clear that near the
boundary the local approximation for the normal
component of E is not valid and a better calculation,
including nonlocal effects, must be employed to
determine the actual variation of the normal com-
ponent of E near the boundary. This is done in
Appendix A. As one expects, the calculation veri-
fies that E normal makes its transition over a
region of the order of the shielding length in the
metal.
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In order to calculate E normal in the spirit of
previous calculations, whichneglect the breaking of
inversion symmetry at the surface, the bounded
medium is replaced in Appendix A by an infinite
medium with a current sheet at the location of the
boundary. The fields in the medium have reflec-
tion symmetry about the current sheet to simulate
specular reflection at the surface. Such a model,
which has been used rather extensively,'? neglects
correlations in the wave functions between the in-
coming and reflected electron states and thereby
does not destroy inversion symmetry of the unper-
turbed electron states at the boundary. Nonlocal
effects are included by using a wave-number-depen-
dent dielectric function to describe the linear re-
sponse of the medium to the electromagnetic fields.
The calculation verifies explicitly that only the
variation in E normal within a few angstroms of
the surface is inadequately described by the stan-
dard local theory.

IV. SH SURFACE CURRENTS

Previous calculations yielding explicit expres-
sions for the second-order response of metallic
electrons used either the Boltzmann equation,
classical hydrodynamics, or the long-wavelength
limit of perturbation theory. All of those approxi-
mations possess the common requirement that the
variation in the EM fields take place over a dis-
tance large compared to the Fermi wavelength of
the metal. In the case of E normal in the imme-
diate vicinity of the metal surface that requirement
is clearly not satisifed and classical or semiclas-
sical calculations of the currents in the immediate
surface region must be looked at with suspicion.
A priori one expects a quantum-mechanical calcu-
lation to be necessary. For the parallel surface
currents it turns out that all of the above approxi-
mations are adequate, but the proof is a quantum-
mechanical one. For the normal surface current
a full quantum-mechanical calculation is required.

In Appendix B a quantum-mechanical calculation
of the second-order response of an isotropic elec-
tron gas is given. The basic equations have pre-
viously been presented® but in Appendix B the in-
tegrals are explicitly performed and expressed
in terms of well-known functions.

The local approximation becomes valid when
qup <w, where vp is the Fermi velocity of the
metallic electrons and ¢ is the inverse of the
characteristic length of variation of the EM field.
As in Eq. (B4), and in agreement with Ref. 6, the
second-order current becomes in this limit

3
- - e — - - e —
@) == [ VE E)+EF- B, (2)

where n, is the number of electron per unit volume
and e and m are the electronic mass and charge,
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respectively. We note that only the first term in
the brackets contributes in the bulk of the medium,
while both terms contribute to the surface currents.
A comparison with Eq. (14) of Ref. 10 indicates an
interesting difference with Eq. (2) above. The co-
efficients of the last term in (2) is (w,/w)? times the
corresponding term in Ref. 10, where wﬁ = 47m0e2/
m. In order to understand the source of this dis-
crepancy it is well to obtain a qualitative insight
into the meaning of the last term in (2).

In particular, we will consider only that part
of (2) which produces a current parallel to the
surface:

;2

jzu:% E.n%% ’ (3)
where I:f., and 33,. are the incident electric field
component and SH current component, respective-
ly, parallel to the surface. The normal to the
surface is chosen to be the positive z direction so
that the medium fills the half-space z<0. Now the
SH current is given in the classical hydrodynamical
model by
To=ngVp+ngVy (4)
where n, is the electron density with no EM fields
present, n, is the change in the electron density
linear in the fields, 31 is the velocity change of the
electrons linear in the fields, and v, is the velocity
change of the electrons second order in the fields.
A result of the hydrodynamical calculations is that
the first term on the right-hand side of (4) does
not contribute to j,, of Eq. (3). qu,. is therefore
dependent entirely on linear effects.

We note that n; can be calculated from the long-
wavelength relationship

n1=—$‘§1’ (5)

where -ﬁl is the linear polarization of the medium
given by

D,=E,+47P, = ¢,E, (6)
and El and 51 are the corresponding linear fields.

Also, Vv, can be calculated from the linear current
by the relationship

Jy=ngevy 7
For an electron gas

V,=ieE,/mw . @)
Then from (4) we have

Jou=—ieB (V. B)/mw , (9)

dropping the one subscript and using the previous
convention that fields without subscripts are the
linear ones.

Now, there are two ways of obtaining a rapidly
varying longitudinal polarization in an electron
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gas. One is to introduce a violent inhomogeneity
into the gas, such as a boundary. The other is to
place an external charge distribution into the gas.
Suppose there is no such charge distribution in
the gas. Then

v.-D=0

and (10)
V-P=-vV-E/4r.

Inserting (10) into (9), we obtain
Jau=ieE, (V- E)/4mmw . (11)

Expression (11) is appropriate for the case of a
metal with a boundary. For an isotropic electron
gas, taking

€= 1- (wp/w)z » (12)
we have
P=(c - 1)E/41=- (w2 /410)E . (13)

Inserting (13) into (9), we obtain
jou= (iew? /4mmw®)E, (V- E) . (14)

We note that (14) and (3) are the same expressions,
as they should be since (3) was derived for an in-
finite medium. We also note that (11) and Eq.

(14) of Ref. 10 are also the same. Expressions
(11) and (14) give the parallel SH surface-type cur-
rent resulting from two different configurations.
Equation (11) is valid for a medium with a boundary
where no external charges are present. Equation
(14) is valid for an isotropic medium where exter-
nal charges are necessary to produce rapidly vary-
ing longitudinal electric fields. Note that both ex-
pressions (11) and (14) are equal to (9), which in
the local approximation can be written as

- 7 E — 2 —
]'au:wE" V_(41m(fge E(f‘)) ) 9"

drmw mw

To further illustrate the point just developed,
consider the local model of the electron gas. The
relationship between the electric fields just inside
the gas, E', and outside, E°, is given by

Ei=E/c(), (15)

E\=E9. (16)

If we replace the real situation of a bounded metal
by the model of Appendix A, namely, an isotropic
medium with a current sheet, fields have reflec-
tion symmetry about the current sheet. In this
model there is no boundary, so that all fields are
interior ones, but the fields for z<0 are the same
as the interior fields for the real situation. The
fields on each side of the current sheet have the
relation
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E: = E:- == En ) (17)

Efﬁﬁ.ﬁﬁm . (18)

Here the fields just on the positive or negative z
side of the current sheet (located at z=0) are de-
noted by the subscripts + or —, respectively. As
discussed, Eq. (11) is to be used with the fields of
(15) and (16), while Eq. (14) is to be used with the
fields of (17) and (18).

We now_ calculate the total surface current
f ]z.. dz= ]z,. using the two models, where 7 is an
1nf1n1te51mal and positive number. From the case
of a surface, Egs. (11), (15), and (16) give

it =[ie(1 - €)/4mmw] ELE} . (19)

For the infinite medium with a current sheet, Egs.
(14), (17), and (18) give, in the region z<0,

3;., = (jiew? /4mmw®) ELEY (20)

where, because of the mirror symmetry about the
current sheet, we must remember that an equal
amount of current is in the region z>0. We note
that (19) and (20) are the same because 1 - ¢
=(w,/w)?. Thus, as required, the same answer
is obtained from the different expressions (11) and
(14) as long as they are applied to their respective
models. Needless to say, if they are applied to an
incorrect model, the result will also be in error.
Let us now apply Eq. (2) to estimate the total
surface current flowing in the z direction, j&,
—f Jaedz, Where j,, is the z component of the sur-
face current given by (2):

) 3 2
_inge® (1 d(E}) . dE,
.72: mzwa (4 dz + £ dz ) (21)
¢ inged ine
Jee= 2% 3 (E) (22)

The integral of (21) which leads to (22) is not well
defined because the value of E, in the last term is
not determined. We made the unjustified replace-
ment

E E?

£

,
%qu
D=
IR

z

and set E,=0 at z=0. The uncertainty is an indica-
tion that the local approximation is not valid as dis-
cussed in Sec. III. Since Eq. (2) is applicable to
the case of no boundary, we must use the fields of
Egs. (17) and (18), as we did.

If we incorrectly use the fields of Eqs. (15) and
(16) in integrating (21), we obtain

L.

(E})?

=£’i‘z'% [B(w)-1] 2 (E})2 . (23)

m-w
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This expression for ji, is €?(w) -1 times larger than
the previous value. It is much too large an esti-
mate. It appears in previous work and the esti-
mated value of ji, given in, say, Ref. 10, is -1
times too large. When one remembers that in
typical experimental conditions €%-1~10% one
appreciates the magnitude of this overestimate.

As discussed in Sec. III and indicated in evaluat-
ing ji,, the local approximation is not adequate
to describe the variation of E, in the immediate
vicinity of the metal surface, and one must include
nonlocal effects. Such a calculation is performed
in Appendix B to determine the appropriate expres-
sion to replace (2). It is found that only jie is
modified by nonlocal effects, whilej ]2" remams the
same. A general demonstration that ]2,, should be
the same is contained in Appendix C.

In summary, we find that the magnitude of SH
surface currents parallel to the surface has been
correctly estimated by previous investigators but
the value of the normal SH surface current has been
greatly overestimated. Both nonlocal effects and
a correct application of self-consistency between
the charge and the fields reduce the value of the
normal surface current to a value much smaller
than previously calculated.

V. EFFECT OF BOUNDARY

The discussion in Sec. IV neglected band effects
and surface roughness, replacing the surface with
a current sheet in an isotropic medium. In this
section we discuss in what manner the presence of
a boundary changes the results of Sec. IV.

As mentioned in Sec. II, the sources of the SH
radiation can be divided into three categories:

(a) bulk current, (b) surface current parallel to

the boundary, and (c) surface current normal to the
boundary. As pointed out previously,” all of the
bulk current within a penetration depth of the surface
contributes to the SH radiation. The presence of

a clean and flat real surface may modify the bulk
current in a region of the order of a small fraction
of the penetration depth. Thus one expects the
boundary to cause only a small change in the value
of contribution (a). The presence of a real bound-
ary will cause variations in contribution (a) of the
same order as variations in the linear fields.

If the surface is flat so that momentum trans-
verse to it is conserved, the boundary has no ef-
fect on the value of contribution (b), as is shown
explicitly in Appendix C. If the boundary is not
flat so that current flowing parallel to it can be
scattered, one expects that v, of Eqs. (7) and (8)
and thus j5, will be decreased. We can express this
by writing (20) as

b= (ibnge’/m?®) EL B (20)
where bl <1.
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A change introduced by the presence of a real
flat boundary occurs in contribution (¢). A com-
pletely new mechanism is introduced by the bound -
ary. To estimate the size of the SH surface cur-
rent introduced by this mechanism, consider Fig.
2. Assume a uniform electric field outside the
metal present in the z direction varying in time
as e”'“!, The electric field will not remain uni-
form throughout but will have a rapid variation at
the surface, reaching a new but uniform value of
Ee™'“! inside the metal. It is clear that in the sur-
face region of dimension A, major nonlinearities
in the induced current will occur when electrons
inside the metal have an average displacement of
A. The displacement of the electrons in the interior

of the metal is given by
z=—(eE/mw?) e t*t | (24)

We define the field E, as that which produces an
amplitude of z=X and large nonlinearities in the
surface current:

Ey=mwi)/e . (25)

Expanding the current in the surface region in a
power series in E, we can write
Je=OEgE/Eq- 2a (E/Ey)?+---] . (26)

When E = E,, we expect the E? term to be of the
order of the E term (large nonlinearity), or a=~1.
Our estimate of the SH term is therefore

(27)

An estimate for ¢ is the linear conductivity in the
interior of the metal, so

joe == 0aE%/2E, .

o= inge®/muw . (28)

Inserting (28) and (25) into (27) and multiplying by
A to estimate the integral over the region where
the nonlinearity is appreciable, we find

jbe = (iewia/8rmw?) (EL)? (29)

where now the fact that E is the interior field in the
z direction is explicitly shown and a is a number

of the order of 1. It should be emphasized that the
derivation of (29) did not depend on the local approx-
imation being valid in the surface region, which of
course it is not.

Comparing with (A25) in Appendix A, we see that
the magnitude of the coefficient of (29) is the same
order as that obtained with the neglect of the break-
ing of inversion symmetry. Thus the inversion
breaking symmetry of the boundary must be included
to correctly calculate ji,.

VI. RADIATION BY SH CURRENT

Experimentally, the SH effect is detected by the
nature of the radiation generated at frequency 2w
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for light incident at frequency w. We must there-
fore calculate expressions for the radiation emitted
by the SH current sources discussed in Sec. V.
Such expressions are derived in Appendix A for the
nonlocal case using the model of an infinite medium
with a current sheet to represent the surface. Ex-
pressions for the radiation from SH current
sources using the local approximation have already
been given covering many differing situations.” %10
In this section we discuss when the local approxi-
mation breaks down and we give theoretical esti-
mates of the SH intensity generated by an incident
EM wave.

As shown in Ref. 7, the SH radiation is found by
solving Maxwell’s equations with the SH current
as external sources. The local approximation as-
sumes that the response of the medium to EM
fields can be treated by a dielectric constant depend -
ing only on frequency and not on the wavelength of
the EM field. This approximation is valid, as dis-
cussed in Sec. III, when vpq <w, where vy is the
Fermi velocity, w is the angular frequency of the
EM field, and ¢ is the wave number of the most
important variation of the field. As discussed in
Sec. III, all the fields except for the normal com-
ponent of E vary in a distance equal to the skin
depth, which is slowly enough to validate the local
approximation. The normal component of E has a
rapid change at the boundary and cannot be handled
within the local approximation.

However, the error introduced by using the local
approximation is not serious for the radiation
emitted by the parallel surface current and the bulk
current. In both cases the error introduced af-
fects only a small fraction of the total radiating cur-
rents, a fraction of the order of the surface di-
mension of a few angstroms divided by a penetration
depth of light of about 200 A. For the case of the
normal surface current the local approximation does
introduce a serious error. This can be illustrated
by comparing in the local approximation the radia-
tion emitted by a normal current sheet which is
placed just inside the metal and then just outside.

Consider a model of a metal described by a di-
electric constant €(w) filling the half-space z<0.
The rest of the space, z>0, is a vacuum. We
calculate the radiation from a current source of
the form

Ja=2jt,6(z-07) e @wt) (30)

where 2 is a unit vector in the positive z direction.
The minus superscript in the argument of the §
function signifies that the limit to zero is obtained
using only negative values of z. Solving Maxwell’s
equation in this case, we find for the magnitude of
the magnetic field in the region z>0
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" e(2w)K(Q@w) +K' (2w) ’ (31)

where
K(2w) = (29)% - Qw/c)?,
[K'(2w)]? = (2¢)% - €(2w)(2w/c)?,
and
Re(K’, K)>0, Im(K',K)<0.

Here Re and Im signify real and imaginary parts,
respectively.

Now if we calculate the radiation emitted by a
current source of the form

§£=§j£‘6(z_0+)92i(qx-wt) s (32)

where the plus superscript in the argument of the
5 function signifies that the limit to zero uses only
positive values of 2z, we obtain for the magnitude
of the magnetic field in the region z>0

H'=¢2w)H . (33)

We obtain different values for the radiated field
depending on how we take the limit to place the
current sheet on the metal surface. Bloembergen
et al.*® have already noted that the radiation of

the normal surface current depends sensitively on
how the limit is taken. We now show that this am-
biguity arises because we have used the local ap-
proximation where it is not valid.

Physically the longitudinal current source (30)
or (32) sets up a separation of charge. Inside the
metal, assuming the local approximation, this
charge is shielded by the metal and reduced in
magnitude by a factor [e(2w)]™!, while outside the
metal no shielding or reduction occurs. Thus the
self-consistent charge and driving current of the
source inside the metal is €(2w)™! times that out-
side. We therefore understand that the fields from
a source just outside the surface is €(2w) times
that from one just inside as given in (33).

Clearly, the local approximation is not valid in
this problem since the charge separation is in-
finitesimal in extent. In the real case, the normal
surface current extends over the surface dimension
of a few angstroms, again too small a dimension
to validate the local approximation. The problem
can be handled correctly by including nonlocal
effects as is done in Appendix A. The calculation
in Appendix A approximates the boundary by a
model of an infinite medium with a current sheet
which itself introduces some error. The error
introduced by Appendix A is in estimating the di-
electric constant that shields the current source.
However, the extent of the current source is so
small in the z direction that the appropriate dielec-
tric constant in any case does not deviate much
from 1 and the error introduced will be small. In

RUDNICK AND E. A.

STERN

| o>

fact, we can estimate the radiation to more ac-
curacy than we can estimate ji, by assuming that the
current source is just outside the metal and the
radiation is given by (33).

We now summarize results for the SH radiation
induced from a metal surface by an incident EM
wave. As mentioned previously, the radiation
from the parallel SH surface currents and the bulk
SH current if the metal surface is clean and flat is
given correctly by the standard local approxima-
tion, or it can be obtained from the nonlocal theory
given in Appendix A. Expressions for that radia-
tion are in the Appendix. Using (29), (31), (33),
and (A15), we obtain for the magnitude of the radia-
tion due to the normal SH surface current

daew?e(2w)E? cos¢ sin’e
mce(w)K(w) + K () [e(2w)K(2w) + K’ (2w)]
(34)
6 is the angle of incidence of the incoming radia-
tion, measured relative to the normal to the sur-
face, ¢ is the angle between its polarization and
the plane of incidence, and

E,=

K(w)=3% K(@2w)=-i(w/c)cosb ,

K'(w) = - i(w/c)[sin%0 — e(w)]*?,

K'(2w) = - 2i(w/c) [sin%6 — €(2w)]}/2 .

E, is polarized in the plane of incidence of the in-
cident radiation and it, along with all the rest of
the induced SH radiation, propagates out in the
same direction as the specularly reflected radia-
tion at the fundamental frequency.

If the frequency is sufficiently small that we can
set €(w)=1-w}/w?~ - w?/w? and €(2w) = - wE /4w?,
then we obtain the following approximate relations
between E,, E,, E,;, and Ez, where E,, E,, are
the magnitudes of the radiating fields due to the
parallel surface currents in and perpendicular to
the plane of incidence and Ej is the radiation due
to the bulk current:

E, ..

~3acos?¢ tan% , (35)
Er/z
E 2b cos?p

HE ~
E,;, cos®® ’ (36)
Er oy, cos?¢ tan®s | (37)
Er/2
E, .
—L£ ~2pcos¢ sing , (38)
Er/z
wE%cosh .

E'/zzn—nuez—'c- sinf . (39)

b in Eq. (36) is the same as b in Eq. (20). It in-
dicates the effect of surface conditions on the
parallel surface current and is equal to 1 when the
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metal surface is clean and flat. E,,, E,, and Ep
are polarized in the plane of incidence and E ; is
polarized perpendicular to the plane of incidence.
When the right-hand side of (35) or (36) is negative,
the two fields on the left-hand side are polarized in
opposite directions. E,,, is the magnitude of the

SH radiating field generated when the incoming radi-
ation is polarized perpendicular to the plane of in-
cidence. It is due entirely to a bulk current and is
polarized in the plane of incidence.

From the expressions above we obtain an expres-
sion for the ratio between the SH fields when the
incoming radiation is polarized in the plane of in-
cidence and when it is polarized perpendicular to
the plane of incidence:

——E-Q—z2b+1+%ata.n29 .

(40)
E, /2

VII. DISCUSSION

The theory presented here assumed that the
electron gas dominates over interband contributions
and that at both frequencies w and 2w the dielectric
constant of the metal is given by the expression
ew)=1-(w,/w)?~~(w,/w)?. This requires that at
both w and 2w the interband contributions to € be
small.!® Of the various experiments that have been
performed on the SH generation of light at metal
surfaces only the ones performed on Ag metal at a
frequency w corresponding to that of the Nd-glass
laser, wavelength equal to 1.06 u, satisfied this
requirement. We therefore must limit our compari-
son between the theory presented here and experi-
ment to this case.

Recently Brown and Matsuoka'* have discovered
that the SH generation from freshly evaporated
Ag surfaces for an incidence E field polarized in
the plane of incidence (¢ =0° and 9 =54°) increases
by a factor of (0.28)"'~4 from that of Ag surfaces
exposed to gases and presumably coated with a
gaseous layer. In addition, they measure for these
fresh silver surfaces the ratio M of generation ef-
ficiencies with the incident E field parallel and
perpendicular to the plane of incidence,

M=|E,;3/Ey|?=0.046+0.010 .

It was not possible to measure M for the exposed
Ag surface because of the lower intensity. How-
ever, it was estimated that | E,,,!? decreased for
the exposed Ag surface relative to the fresh sur-
face.

Brown and Matsuoka estimated that the SH radia-
tion from the absorbed gases themselves could not
be large enough to explain the measured effect;
nor could changes in the linear dielectric constant
explain the effect. They concluded by default that
the electrons in the metal near the surface are the
cause of the effect. They proposed an explanation
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based on the surface dipole layer induced by ad-
sorbed gases. This dipole layer sets a dc electric
field which then permits a SH generation from the
third-order polarizability x® of magnitude x® E,,
x (E*)?, where E, is introduced by the surface
dipole layer and E' is the E field of the EM wave
at the surface. They estimate that this produced
the correct order of magnitude if one assumes the
local approximation. As discussed in Sec. IV,

the local approximation is not valid in this case
and taking it into account decreases the SH currents
by several orders of magnitude. Thus it is unlike-
ly that this explanation is valid.

To further complicate matters, recent prelimi-
nary measurements in our laboratory’® also show
intensity variations in the SH generation but oppo-
site from that found by Brown and Matsuoka. The
SH radiation is more intense for the exposed sur-
face than the fresh surface. The sample is pre-
pared by evaporation in ultrahigh-vacuum condi-
tions as compared to high-vacuum conditions in
the case of Brown and Matsuoka. Clearly, the ex-
perimental condition of the surface of the metal
surfaces is a very important parameter and its
state must be more completely defined before a
comparison with the theory presented here is pos-
sible. A full test of the theory awaits further ex-
perimental measurements.

In place of the comparison with experiment we
will estimate the values of the parameters of the
theory and use these to obtain an estimate of the
various contributors to the SH radiation. Expres-
sions (46')-(50") have two unknown parameters, a
and b. The estimate of |al =1 has already been
given in Sec. V. The parameter b is introduced to
account for the effects of boundary scattering on
the velocity parallel to the surface induced by E...
If the boundary is perfectly reflecting, then b=1.
If the boundary is flat but scatters diffusely, then
we expect that b= by the following reasoning.
Remembering that the metal occupies the half-
space z<0, an electron with a v, >0 will have a
¥, induced by ﬁ,, which is independent of the pres-
ence of the boundary. All electrons with v,<0 will
give essentially no contributions to*j". These elec-
trons will have collided with the boundary, losing
all memory of E, , and have no net v, immediately
after the collision. Only when they are within the
surface region of a few angstroms can they contrib-
ute to j, but their acceleration during this distance
is negligible compared to the v, they attained in
moving to the boundary where the E,, acted over a
skin depth. Thus, to a good approximation with
an error of the order of the ratio of the surface
dimension to the skin depth, only one-half of the
electrons—those with », >0—contribute to E.,. Since
the effective electrons contribute the same as
though no boundary were present, we have that
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b=3.

Another possibility is that the boundary is not
flat but consists of pits and bumps with dimensions
perpendicular to the boundary comparable or larger
than the thickness of the surface region of a flat
surface. If the dimensions parallel to the boundary
of these imperfections are at the same time of the
same order as, or smaller than, the distance v;/w,
then the induced 3.. of the electrons with v, >0 will
be decreased by the boundary. Approximating this
effect by a relaxation time 7, we estimate b=3w/
(w+i/71), where T=0/vp, o is an average imper-
fection dimension parallel to the surface, and we
still assume diffuse scattering as the electron
collides with the boundary.

Since we do not know what surface is appropriate
to describe the typical experimental situation, we
will take the value =% corresponding to a flat
diffusely scattering surface in order to have some-
thing with which to work. However, it must be
emphasized that the typical experimental situation
could be quite different.

With a=1, b=3, ¢=0° so that the incident light
is p polarized, and a typical value of § =45°, we
have from (40) for the total electric field in the SH
radiation

EO/E,/2=4.5 . (41)

Tracing back to the contribution of each mecha-
nism, we see that the radiation is p polarized and
and is dominated by the bulk SH current and the SH
surface current in the plane of incidence, each of
which contributes an equal magnitude and in phase.
Even if the value of b is much smaller because of
unfavorable surface conditions, the radiation re-
mains dominated by the bulk SH current. Thus it
appears that the large changes in the SH radiation
due to changes in the sample surface condition are
produced by the changes in b and not a. The SH
radiation intensity varies by about a factor of 6 be-
tween the extreme limits of 5=0 to 5=1.

VIII. SUMMARY

In this paper only the contribution of the conduc-
tion electrons is considered and it is assumed that
they can be treated as an electron gas. The SH
radiation is generated by three different source
terms. One is a bulk current, the second is a
surface current parallel to the boundary, and the
third is a surface current perpendicular to the
boundary. The bulk current is the well-understood
Lorentz-force-produced longitudinal current. The
local approximation is valid to calculate the radia-
tion from this source. That radiation should not
be very sensitive to surface variations, varying in
the same way as the linear fields do.

The magnitude of the parallel surface current
source for a flat surface is correctly given by a
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theory which assumes the local approximation. In-
consistencies between the results of different
authors were shown to be due to use of different
models of the metal surface. A careful accounting
of the self-consistency between electric charges

and fields shows that the final result is the same

if the respective models are consistently employed.
A realistic surface will have scattering present,
decreasing the parallel surface current. This effect
is accounted for here phenomenologically.

The normal surface current is not correctly given
by the local approximation. Neglecting the inver-
sion symmetry breaking of the surface, nonlocal
effects affect the normal current somewhat. Cor-
rectly including the self-consistency between elec-
tric charges and fields also makes an important
correction to the value of the theoretical normal
current. When the inversion symmetry breaking
of the surface is included, a new mechanism for
producing the normal surface current is introduced.
This mechanism is proportional to E? and requires
no gradient as is the case of the interior. The non=-
linearity is caused by the fact that electrons flowing
away from the boundary are freer to move than
when they flow into the boundary. The normal sur-
face current generated by this new mechanism is
of the order of that calculated neglecting the inver-
sion symmetry breaking of the surface.

A theoretical estimate of the pertinent parameter
indicates that variations in the SH radiation with
changes in the condition of Ag surface are caused
by variations in the surface scattering which af-
fects the parallel surface current. The normal
surface current never seems to be an important
contributor to the SH radiation. However, further
experiments must be performed before any definite
conclusions can be made about the applicability
of the theory presented here to real cases.

In the appendices general relationships for a
second-order response of an electron gas are given.
Explicit functional forms of these response func-
tions are given. In addition, general relationships
involving first-order response functions are given
for the second-order response in the limit that the
wavelength of one of the electric fields becomes
very large.

APPENDIX A

A metal is assumed to fill the half-space z<0.
In the model used here its conduction electrons
are represented as a homogeneous electron gas
which occupies the half-space z<0. A current
sheet in the z=0 plane is adjusted to provide match-
ing between the EM fields at z=0" and the appro-
priate vacuum fields.

Two situations are considered. In the first, the
half-space metal is stimulated by an EM wave in-
coming from the vacuum. The solutions for the
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fields inside the metal will be used as the driving
fields which, through the second-order response
of the metal, produce the SH source currents. In
the second situation, there are externally driven
source currents inside the metal. The solution
of that problem will be used to yield the radiation
due to the SH source currents.

We assume that the response of the electron gas
can be approximated by that of an isotropic medium,
and the fields and currents in the half -space z >0
are assumed to be given by reflecting those in the
half-space z <0 through the z=0 plane. Those two
assumptions approximate the response of a half-
space electron gas with specular reflection at its
bounding surface. They neglect the effects of in-
terference between incident and reflected wave
functions as well as effects due to the structure of
the bounding potential and therefore do not accurate-
ly represent electron dynamics in the immediate
vicinity of the bounding surface. However, the
model does allow the response of the electron gas
to be treated as nonlocal.

As a final simplification, the transverse dielec-
tric constant is taken equal to the wavelength- and
frequency-dependent longitudinal dielectric constant
€(Q, w). Such a simplification is valid in the long-
wavelength region (\> vy /w, v, being the Fermi
velocity), where they approach a common limit.
Outside that region, only the longitudinal response
will be important, as will be made clear later on.

A. Fields Due to Stimulation by EM Field Incident from Vacuum

Suppose we have an isotropic electron gas with
an externally driven source current in it of the
form

i@ 0= [1o@et @ e g .

Then Maxwell’s equations give for the electric
field in the electron gas

- 47 1
E(, t)—g—(;[ €(Q w)

i (@/ePe(Q, )] Q) - QQ- §,@)]

(A1)

d3
(w/cVe(@ w) - 9
(A2a)
with the magnetic field given by
B(f, t) = (c/iw) VX E(T, t) . (A2b)

In the model adopted here for the half-space metal,
stimulation of the metal by an incident EM field

is accomplished by placing an appropriate current
on the current sheet in the z=0 plane. It is as-
sumed that all quantities have the following x and

y dependence:

iqx
eiv
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Then, the Fourier transform of the necessary
source current is of the form

30(@) = 348 8(Q - ) 5(Q,) (A3)

Using (A2a), the electric fields in the electron gas
are given by

EF, 1)=E(@) e’ @-9v

where
£.() -4 [T @/ cf e(@, w) = ¢*]e™ dk
270 ) | €@ oW/ e(Q w)- K - &)
= 45K (W) sy K (w)lel
ST e , (A4)
_i_ w .(s)j-'” eikxdk
Ev(z)'i EW ) WePdQ o -B-¢
2.
4r — kge'** dk _
E,(z)—iw Js ’[w €(Q, w)[e(Q, wP(w/cl -k = ¢]"
(A8)

The replacement % =@, has been made and K'(w) is
given by K'(w)=[¢% - (w/c)? €()]'’?, Re(K’)>0. The
approximations in Eqs. (A4) and (A5) consist of re-
placing the integrals by their dominant contribution,
which is from the region in which % is the order of
an inverse optical wavelength. e(w) in these ap-
proximations is the Q=0 limit of €(Q, w). The ap-
proximations are in error to order vy/c, such er-
rors being considered negligible for our purposes.
An analogous approximation for E,(z) is not in gen-
eral correct, though one can be made for |z| suf-
ficiently large. That approximation will be ex-
hibited later in this section.

To find the fields at the surface of the metal,
which, in this model, is at z=0" in the electron
gas, we note that by the symmetry of our model

E(07) = (- 41%/w) (A7)
B,(07) = (- 47%/w)j® . (A8)

The x and y components of the electric field at the
metal surface are found by setting z=0 in (A4)
and (A5).

Outside of the metal, in the half-space z >0, the
electric field is given by

E(, t) ={E,(c/w) [%iK(w) + 2q] + E, §} &' lax - K @)z -wt)

+{E" (c/w) [%iK(w) - 2k] + E 3}

ilex +iK(w)g - wt)
s

X e (A9)

where the superscriptless field is incident and
the superscript () stands for “reflected.” K(w)
is defined following (31) and (34). Matching the
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tangential electric and magnetic fields at the sur-
face of the metal yields for the surface current
in terms of the incident electric field

sy = 2€(w)c K(w)
37 = 47 e(w)K(w)+K'(w) E,, (a10)
(s —2ic K(w)K'(w)
i )_41120.) Kw)+ K (w) E, . (A11)
In the electron gas, then,
_2icE, K(w)K'(w) - K () lal
E,(2)= w g e(w)K(w) + K (w) e, (a12)
- K(w) SK (@) lel
E’(Z)~2ESK(w)+K'(w) LA (A13)
and
E.(z )_ngs(w)c K(w)

inw e(w)K(w) + K'(w)

Xf” - kg™ dk
J . €@ w)(w/c)%(Q, w) k% -¢7]
(A14)

For |z| large compared to a shielding length, the
oscillations of the exponential in (A14) ensure that
the major contribution to the integral comes from
the region in which % is the order of an inverse op-
tical wavelength and we obtain

~_op, ¢4 Ksen(z) 4w
E(R)>=2E," 0 ok k@) ¢

(A15)

with errors of order (z/z,,,)z, where z,, is a shield-
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Equations (A12), (A13), and (A15) for z<0 are the
solutions for the electric field inside the half-
space metal given by the local, or dipole, approxi-
mation with the local frequency-dependent dielec-
tric constant €(w). They are correct throughout
the metal except for the z component of the electric
field in the immediate vicinity of the metal sur-
face. If we compare (A15) for z small with respect
to an optical wavelength but still sizable compared
to a shielding length with (A7), with j{ replaced
by the right-hand side of (A10), we see that over a
distance the order of a shielding length the z com-
ponent of the electric field goes from [1/¢(w)]
X E,(07) just inside the shielding region to E,(0")
just outside the metal surface. In the shielding
region, contributions from % the order of an inverse
shielding length are important in the integral in
(A14). We note that in that integral the electric
field is pointing in the direction of its major varia-
tion, so in evaluating the right-hand side of (A14)
in the shielding region the longitudinal dielectric
constant is to be used.

B. Fields Due to Source Currents inside Metal

If there are source currents inside the electron
gas of the form

g2itax - wt)f T ()e ‘”‘dk

i&, 0= (A16)
then the electric field in the electron gas is given
by

E(;’ t) — E’(Z)ezuax - wt) ,

ing length. where, to order v;/c,
|
217 R (w/c P e(Q, 2w) - ¢°]5® (k) 2kq]"” (B} e dk  4An%K (2w) 9 o K @l (A17)
(@, 2w) [4(4;)/c)2 €(Q, 2w) - 4¢% - #%] we2w) ¥ ’
8” _(f’_ N iﬂ(k)e“ﬂ dk 47Tziw -(s) - K' (2w)l 2l
Ey(2)= cz_/_;° 4(w/c)e(Q, 2w) - k* - 4¢° TEK Cw) B¢ ’ (A18)
" {[4w/cf €@, 20) - 46°] % () - 2keq[ 5" (k) +35" ] } e dk
T2 , (A19)
€(Q, 2w)[4(w/c)?e(Q, 2w) - 4¢°% - F?]
K(2w)=2[¢" - (w/c?]'?, K'(2w)=2[q- (w/c)?e(2w)]'/?.
I
Remembering that in this model the currents and given by
fields in the two half-spaces are related by reflec- .
tion about the z=0 plane yields (A7) and (A8) for E(r, t) ={E,(c/2w) [%K(2w) - 22¢] + JE }
E.(-0) and B,(-0), respectively. Equations (A17)
and (A18) evaluated at z=0 give the x and y compo- X gt lax +iK@uw)z - wt] (A20)

nents of the electric field at the metal surface. In
the vacuum, the EM fields due to the source cur-
rents are purely outgoing, the electric field being

Equating the tangential fields at the metal surface
yields
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o 4 €2w) / {4[(w/c)? €(Q, 2w) - ¢*] i (&) qu]“”(k}dk (a21)
"7 ¢ eRw)K@w)+K'(2w) J . €(Q, 2w)[4(w/c)e(@, 2w) — 4¢° - k] ’
81w K'(2w) 3 (k) dk
E.= ic® K'(2w)+K(2w) 4w/5£ €(Q, 2w) - 4¢° - ¥° (a22)

C. SH Generation Due to Incident EM Field

The results of Secs. A and B of this appendix
can be combined with those of Appendix B for the
second-order response of an electron gas to yield
the SH radiation from a half-space metal due to
stimulation by an incoming EM wave. The method
by which they are combined has already been out-
lined at the beginning of this appendix. The metal
is replaced by an electron gas filling all of space.
The fields in the electron gas at the fundamental
frequency are found in Sec. A. Those fields are
combined with the second-order response expres-
sions developed in Appendix B to find the SH source
currents. The source currents are then inserted
into (A21) and (A22) to obtain the SH radiation.

Carrying through the calculations we obtain with
errors of order V/C the following expressions for
E.,, E\s, Ep, and E,,,, which are defined in the
text immediately preceding and following Eqs.
(35)-(39):

Eep Zb( ) K'(0)K' (2w) cos®pG~%(w) , (A21a)
Ew/z

Ep = €(w)G~%(w) cos?p +sin?p (A21Db)
Er/a

_ (2ew?/mc*) sin6 cos?9

Evr2® (oK (20) 1K (20) K@) s K ()] * (A2lc)
L __ 4pG(2w)G ! (w) cos¢ sing , (A222)

/2
Glw)= €(w)K(w) +K' (w)

K(w) +K (w)

b in (A21a) and (A22a) is a phenomenological param-
eter described in Sec. V which is equal to 1 when
the metal surface is perfectly flat. The expressions
(A21a)-(A22a) correspond to Eqs. (34) and (35) in
the work of Bloembergen et al.!® The two sets of
equations are equivalent if the parameter B in their
equations is set equal to its “plasma” value and the
term multiplied by §, which corresponds to their
normal surface current contribution, is neglected.
Furthermore, to obtain their equations p in (A21a)
and (A22a) must be set equal to 1. The parallel
surface currents are therefore just those predicted
by the long-wavelength response theory. The rea-
son for that result in this model is straightforward.
It is, essentially, that all of the integrals for the
radiation, except that connected with the contribution

—

of the normal surface current, are dominated by
long-wavelength contributions. The second-order
response operators in the integrals can therefore
be replaced by their long-wavelength limits and the
results of long-wavelength theory are obtained, In
Appendix C it is shown that the long-wavelength
prediction for the contribution of the parallel SH
current to the radiation is correct even beyond the
model chosen here, as long as the effects of the
periodic ionic potential and surface roughness are
neglected.

The one contribution to the SH radiation that is
not correctly given by long-wavelength theory is
the contribution due to the normal surface current.
It is contained in the expression giving the SH radi-
ation due is the product of the z component of the
electric field at the fundamental frequency [Eq.
(A14)] with itself. The part of the expression of
interest is

E(O) [sz( )_Eq]ezi[axﬁK(w)t/z-wt]

64i c2g® e(Qw)
S Bg_ c(20)K2w)+ K 2w)

E,e(w)K(w) 2
><<<(w)K(w)+K'(w))

S 1.

RR' (ke + k') Ly @ Q', w)/2iw] dk dk’
R(Q, w)R(Q, w)R( |§+Q l2w) ’

(A23)

where
R(Q, w)=€(Q, w

L@, Q w) is the second-order response opera-
tor calculated in Appendix B giving the z compo-
nent of the second-order current in terms of the
product of the z component of the first-order field
with itself. When £ is the order of an inverse op-
tical skin depth, the integral over %’ has its
greatest contribution from the region in which 2’
is the same order of magnitude. The part of the
integral in which % and 2’ are in the optical region
gives the part of the contribution to the radiation
due to the bulk SH current.

When k is outside of the optical region, the inte-
gral over &’ has comparable contributions from &’
throughout the region in which it is the order of
an inverse shielding length. The integral (A23)
with %2 and %’ not both in the optical region gives
the SH contribution due to the normal surface cur-

(w/c) (@, w) - K - ¢*] .
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rent. When % and k' are large compared to an in-
verse optical skin depth, a few simplifications of
the integral can be made. First, the x compo-
nents of the wave numbers in the integral can be
neglected. The electrical fields can then be con-
sidered longitudinal, and the second-order opera-
tor can be replaced by the operator giving the re-
sponse due to two longitudinal fields varying in the
same direction—in our model, that being the oper-
ator given by (B11). Additionally, if the frequency
w is small compared to characteristic frequencies
of the electron gas (i.e., w,Ez/7), it can be set
equal to zero in the integrand. Making those sim-
plifications yields for the integral

L(k, %', 0)dk dR’
f .[ (R)R%e(r’ k’as(k+k YE+RE ? (A24)
where ¢(k) is the w=0 value of €(k, w). There are

no special contributions to (A24) from either % or
k' in the optical region, so the regions of integra-
tion have been extended to include all values of &
and £'. In order for the above to be true, the fre-
quency must be kept equal to zero in the optical
regions.

The integral was evaluated numerically using the
static Lindhard dielectric constant appropriate to
an electron gas with a density corresponding to 7,
= 3. 07—the density of the conduction electrons in

silver. The result for the integral is
3 2
e’ m
1 9'7;2' AAS

Inserting that value in the place of the integral in
(A23) gives the SH radiation due to the normal sur-
face current. To compare the result obtained here
with that of the text we divide them to obtain a value
for the coefficient a in Eq. (40) for the normal sur-
face current. We obtain

-11.8 m*
a= —g—w[s(w] .
W

Replacing ¢(w) by the Drude dielectric constant
and retaining leading orders in w,/w, we obtain

_—23.64 m*w} -2.63 (krp\*
CTE W TR (k)

_J

o= - gt oy B B B

—eaﬁ 2 B
2 2 (217)3 1
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~-1.06, (A25)

where we have taken »,= 3.07 again, and kpy is the
inverse of the Thomas-Fermi screening length.

An interesting relationship between the SH radi-
ation due to the normal surface current and the
static surface response of a metal is suggested by
(A24). It is, in fact, possible to prove in this
model the following. Consider a half-space metal
in the presence of a static electric field. If we
expand the potential jump across the shielding
layer in terms of the applied field strength as
follows:

¢ =¢1Ez+GEl + GgE ++ - -,

then we have

|| =

2¢€(2w)(w/c) <2E£e(w)cqK(w) )2¢>
i[eCw)KRw) + K (20)] \e(wK(w)+K (w)) "2’

(A26)

where E,, is the radiating electric field due to the
normal surface current. The relationship (A26)
can be shown to be valid beyond the model used here
as long as the effects of the ionic potential and
surface roughness are neglected and the frequency
w of the radiation is small. It can be used to
facilitate calculation of the radiation due to the
normal component of the SH surface current in a
more realistic model than the one used here.

APPENDIX B: SECOND-ORDER RESPONSE OF ISOTROPIC
NONINTERACTING ELECTRON GAS

If a homogeneous electron gas is perturbed by
an electric field of the form

E(f, 2)=Ele”d' t-wt)+§28i(ﬂ2-f-wt) , (B1)

then, due to the second-order response of the elec-
tron gas, there will be an induced current of the
form

T, )= T 10 s ®2)

In a noninteracting electron gas, time-dependent
perturbation theory taken to second order gives
for j,

e (2K +q, +ﬁ§)[f(ﬁ) -f(K +d, +a,)] d°%
- E(k+q, +Qq,) +2(hw +145)

(2K +d,) - B[ f(K) - f& +3,)]d%

E(k) -~ E(k +q,) + (7w +45)

E)[f&+a,) -f&)]d%

- 2 /[(Zk dp) - E,)(2K +q,— qz)[(2k+q1

2 (2n)°

[EE) - Ek +q,) + (hw + i8)][E(k - qp) -~ E( +q,) + 2(%w +15)]
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[(2k-3,) - E,] (2k+q, - q,)[(2k +q,) - E
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f() is a Fermi factor defined by
f&)=0if k> kg
=1if k<kgp,
E[R)=7k%/2m ,

and § is a real positive infinitesimal. Equation
(B3) is a special case of the response formula de-
rived for a metal with general band structure by
Cheng and Miller.®

If g, and §, are small compared to w/vy, where
v is the Fermi velocity, then (B3) can be evaluated
to lowest order in the two wave numbers to yield

es - - —- -
“2%;2;5 (Q1 +d) (El - E,)
|

~E®) + (iw+i5)|[E& - qy) ~
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[f & - Gy) —f®)]d%
E(K +q,) + 2(Fw +i5) ]
+the same function with E,, q, — E,, G, . (B3)
|
G- B+ By Byl . (BY)
e (E,(@,- E;)+E,(q,- EY]. (B

This result can be Fourier transformed into con-
figuration space to yield Eq. (2), which is valid

if the perturbing electric field is spatially slowly
varying. The low-q limit (B4) is a general result
for a homogeneous electron gas—as is shown in
Appendix C—and can also be derived from a simple
hydrodynamic picture of electron gas response.

If one of the wave numbers is small and the other
has a general value, then the second-order re-
sponse of the noninteracting electron gas can be
expressed in terms of its first-order response op-
erators. Suppose, for instance, that g, <w/vp.
Then (B3) yields to zeroth order in g,

( 1" Ep éﬁ‘ll_%l&l_@z_> alg,, 2w)+ P (a;- Ea)(E Mq#z_l‘> Blgy, 2w)

e ,~ =.1/[+ aﬁ
- (q,* E)) <E 2
mwd di 1 }1- 2 P

- -

a(g, w) and B(g, w) are defined by the first-order response equation for the homogeneous noninteracting

electron gas,
- W e =
i@ w)=- i (@- E)galg,
They are given by the following expressions:

a(q,

w)+

)a(qv w)—;n%s (61' Ez)<ﬁt-glé§‘E‘l)B(%, w). (B5)
E-@-E)Ja [-1-8(g,w)]
. " . (B6)

1 Hge f1 q _O_’Lz] 1+q'/2-w'/2q"
@)= 2 {Zq [1 (z‘zq') In -1+q¢'/2-w'/24")

+2—‘11,[1 <€2~ ;)]m(lffq/ﬁgf;,/%) +1} . ®B7)

Blq,

41 3IM

164’ 2 2

where
krr = (Bw,/vp)t/2,
a'=q/ke,

W' =2M(w +45)/HkE .

Expression (B5) can also be verified in generality

_ 1 Rk S 3 7 WY [1+q/2-w'/2q"
(JJ)—— — [1- o a7 In 7 7 7
q -1+¢'/2-w'/2q

3 .‘L’. i,. 212 1+q1/2_w//2q1> E q/z 3(.0’2
“to7 [ -(52y) | Gl ara) 5wy o9

—

for an interacting isotropic electron gas (see Ap-
pendix C). By taking (B5) plus the expresswn ob-
tained by interchanging El, q, with Ez, q2 in it and
evaluating the sum to leading orders in ¢, and g,
for small ¢, and g, one obtains (B4), as is to be ex-
pected.

The second-order response kernel for the iso-
tropic noninteracting electron gas can be evaluated
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for general values of g, and q,. However, because large wave numbers, we evaluate (B3) for El, ﬁg
in the problem of interest only the longitudinal com- longitudinal only. Setting E,=1iq;¢;, we obtain for
ponents of the electric fields are significant for arbitrary q,’s
|
+  =2w(q, +q,) e¥m® ¢,9, 1 g{+w’  1qj+d;l +20’ )
e Taaare e g n (T R
1o (za+e =g o\, 1 p(mgatw’ = 1q+Gpl 20 9)
q; 1 2 ’ 2|q1+q;| s U1 qé 1 2 ’ 2 » V2

’ 12_ 2
-l F, g2+’ , v Ml S 82) +the same function of -w] . (B9)
qs 2 21q; +q,!

6, and 6, are defined in Fig. 3, dj and q; are defined analogously to the definitions after (B8), and

+xy — sin®0 %\

2 _ ain2g)l/2
Fx, y,0)= gﬁl;r (* + 9% - 2xy cosf - sin’f )'”21“([()(2”) zx(jic_?ig)(ls_u;ae))

Sll‘ll [(xcosé) y)1n< 1)+(ycos9—x)ln<—3—j—%)]. (B10)

If q, and q, are parallel, then the second-order current is given by

Ja MZZ‘*’L(‘I:, 4z, w)d,1de , (B11)
q1+q2
where
2em 4142(41142) 1o
L(q,, =- . B12
(g1, g2, @) ﬁi_‘ [q1ai(q.+ab) ] (0@ +q) ]2 [q10(qy, ) +qz0(gs, w) = (g1 +g3) (g, + gz, 20)] ( )
{
APPENDIX C: SOME GENERAL RESULTS FOR SH surface current is given by (38) and (39), with
INTERACTING ELECTRON GAS b=1, for an interacting electron gas if we neglect
Results (B4) and (B5) are not unique to a non- the effects of the periodic ionic background and sur-
interacting electron gas. They also hold in gen- face roughness. We start by considering the sec-
eral for an isotropic interacting electron gas. ond-order response of an isotropic electron gas.
That will be established in this appendix, along If we have a perturbing field of the form (B1), the
with a demonstration that the magnitude of the j, as defined by (B2) is given by

(Ey- Ep@y+d) 1= =
e__x_Ta__,xTa_
Je= —‘—zqu Ex(G - E)) algy, w)+ g, + 3y | a(|q, +qs/, 20)

LE(<OIJ(q1+qz)lm><mlJ( @) Byln) (nlj(=qy) - E,10)
2 [Eq - E, +2(hw+18)] [Ey = E, + (Aw +5))

L0158y Byim) (ml3)G,+d)1n) (nli(=Gy) - B, 10)
[Eq - E, = (Aw +i8)] [Eg = E, — 2(Fw +145)]

(Ol](-ql) By lm)(mli(-3,)- Elln)(nlg(al+az)l0>>
[Eq-E, = (5w +i6)] [Eq - E, — 2(hw +5)]

+the same function with El, q— Ez, a., (C1)
—

where a(a, w) is defined by the first-order response reducible second-order response of the electron
equation (B6), the equation being now for an inter- gas. What that means physically is that we are in-

acting electron gas. terested in the response that gives the unshielded
We now specify that we are considering the ir- second-order current in terms of the self-consis-




FIG. 3. Defining figure for 6, and
8, which appear in (B9) and (B10).

tent electric fields. Diagrammatically that ex-
cludes all diagrams that can be cut into two by
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severing a single interaction line. A reducible and
an irreducible three-point diagram, corresponding
to the term in large parentheses in (Cl), are shown
in Fig. 4.

The specification just adopted allows us to simpli-
fy the response in (C1) if ﬁl or C‘lz is small. Suppose,
for instance, that q is small. Then, in the term
in large parentheses in (C1), ]( d,) can be re-
placed with errors of order g¢,vr/w by the total cur-
rent operator. That operator when applied to an
energy eigenstate with momentum %q simply multi-
plies it by e#q/m. Using that fact and the low-g
properties of the irreducible a(q, w), we obtain
to zeroth order in ¢,

aa)'§1|0>

+ e(E, ' E,)

J2= quz E,@ " E,) elg, w _1"2‘—?‘" q; a(gy, 2w)
1 e;{( Ea) y\ (
T WP m

Manipulating the term in large parentheses in (C2)
so as to obtain single energy denominators gives
the response in terms of first-order response
operators. Using the symmetry properties of the
isotropic electron gas leads to (B5) with the de-
fining response equation (B6) being the irreducible
first-order response equation for an interacting
electron gas. Taking the sum of (B5) and the equa-
tion obtained by interchanging El, ql and Ea, ds
in it and using the small-q properties of the irre-
ducible first-order response operators!® leads to
the response equation (B4) in an interacting elec-
tron gas when q, and g, are small.

It is necessary that the response be irreducible
in order for the statements about the convergence
of the long-wavelength current operator to the total
current operator to be true. Allowing plasma-wave
collective excited states as intermediate states—
those states being excluded from the irreducible
response—destroys the smooth convergence.!® We
note that dealing with the irreducible response op-
erator is consistent with the method adopted in this
paper for calculating the SH radiation in which the
first-order EM fields to be inserted into the second-
order response equation are found by solving the

i

(01j,(2")1m) (mlp(2)10)

[Eg = Ep +2(fw +i8)][Eg = Ep + (Bw +15)]

_ 013(-¢ a) - EyIm) (mlj@,)10) ) (C2)
[Eq— Em—Z(h’wHG][Eo E, - (Fw +145)]

self-consistent Maxwell’s equations and the second-
order current is used as the unshielded driving
current to find the SH radiation.

A result similar to (B5) can be obtained in an
electron gas with translational symmetry in two
dimensions only. Suppose that the electron gas is
translationally symmetric in the x and y directions
and is perturbed by an electric field of the form

E(f, t)=§,(z)e“d1 <R wt) +§2(z)e”‘2' R -wt) ,

R=%x+)y. (C3)

Then the second-order current is of the form

il +3)° B -2wt)

I&, 1)=1,(z) e (ca)

Suppose now that E,(z) is slowly varying with a
characteristic length of variation much greater than
vp/w, that it has no z component, and that ¢,,

g << w/vp. Then, using reasoning similar to that
used above, we obtain for Ez(z) to lowest order in
d, G and the variation in z of E,(z), due to the ir-
reducible response,

Tl0)= - Byl )fz (<°’P(Z)'m ) (m1jg(2)10)

E,, + (hw +1i5)

Eo- E, — (hw +0) )E“(z ydz

0lp(z")Im) (mlj,(2)10)

e . (01j,(2)Im) (mlp(z')10)
—JEZE (fE Ey—E, +(Fw +5) *

Fo-Enhosio)  B1&)dz). (C8)
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(a) (b)

FIG. 4. (a) Reducible and (b) irreducible three-point

diagrams.

We are interested in a strongly localizedﬁz(z)
which is in the region of a rapid variation in E,(z).
In an electron gas considered here a rapidly varying
electric field is longitudinal, so the rapidly varying

J

r+1/2

2+1/2
Ty _e -
f Jz(z)'“'h-m_ws Ez(z)l

2-1/2 -1/2

r+1/2

pR - -
S [ Lnenelde -G BORHOED)

imw

In going from the first line onthe right-hand side

of (C6) to the second, the equal-time commutation
properties of the current and charge density opera-
tors were used. The result (C6) applied to the sur-
face of a half-space metal yields a parallel surface

RUDNICK AND E. A.

STERN

|

part of E;(z) is in the z direction. The strongly
localized j,(z) is then parallel to E,(z) and cor-
responds to the parallel surface current. To find
the radiation due to such a j;(z) it is sufficient to
know the total integrated strength. We therefore
integrate (C5) over a region large compared to the
region of variation of E;,(z) but small compared

to the characteristic variation length of Ez(z), which
in the problem considered in this paper is the order
of an optical skin depth. Performing such an inte-
gration allows us to take E,(z) out of the integral
and to expand the denominator of the response op-
erator in terms of #Zw/(E, - E,). Only the first
term in that expansion is retained, the rest being
smaller by orders of wl/vy, where [ is the distance
integrated over. We obtain

[ 0lp@ie) e pe0) Bz ae

_ ea 2+1/2

imw 2-1/2 (ce)

[
current with magnitude (38) and (39) with b equal to
1. We note that the magnitude of the current is not
sensitive to the detailed structure of the longitudinal
first-order electric field in the surface region.
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