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A systematic study of the optical properties of a large range of a-phase copper-based alloys was
undertaken. The solutes were selected to include elements with one, two, three, four, and five valence
electrons. The differential reflectometer, which is capable of determining within a hundredth of an
electron volt the energy for interband transitions of electrons, was used for the investigations. Using a line-
shape analysis, three different transitions could be identified: (i) A threshold energy for interband transitions
around 2.2 eV which involves the upper d bands and the Fermi energy. This transitional energy does not
change for solute concentrations up to approximately 1 at.%, confirming the theory by Friedel concerning
screening of solute charges at low solute concentrations. Experimental evidence is given which suggests that
both the d bands and the Fermi energy are raised by alloying. (ii) Lower d-band to Fermi energy transitions
around 5 eV behave in many respects similar to the upper d-band to Fermi energy transitions, except that
the lower d bands appear to be raised much less due to alloying. (iii) A conduction-band to conduction-band
transition around 4 eV was observed to decrease in energy with alloying. Copper-gold alloys do not show any
changes in the threshold energy due to solute additions. Additional broad structure around 3 eV indicates
that transitions originating from gold d bands may be involved.

INTRODUCTION

The optical constants of copper have been stud-
ied in great detail.!”*' Within the past ten years,
this work has been supplemented to an increasing
extent on copper alloys.!2"2% Unfortunately, a va-
riety of techniques have been used to investigate
the different alloy systems, making it rather dif-
ficult to perform reliable comparisons between
the data. Likewise, disagreement between vari-
ous types of band calculations, alloy theories,
and results in number, location, and energy of
the interband transitions for copper alloys has
been of concern.

There is general agreement among various in-
vestigators that the structure observed in the
spectral reflectivity of copper and its dilute al-
loys around 2.2 eV is due to upper d-band to Fer-
mi energy transitions. There appears to be a
rather wide range of energies (3.45-4.0 eV) where
some investigators observed structure and as-
signed it to a transition from X, to X,» (Refs. 5,
6, 9, 10, 17, 18, and 22). The lack of agreement
on the exact energy may be due to different types
of experimental techniques and theoretical models
used. It should be noted that this structure is weak
and that the X;—X,, transition does not show up in
the calculated optical spectrum of copper.” It has
been speculated therefore that the structure be-
tween 3.45 and 4.0 eV is due to volume effects® or
to transitions from the Fermi energy to the upper
L, band.®?

The L, —L, transition definitely appears both in
experiments as well as in calculations. Structure
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assigned to this transition has been observed pri-
marily between 4.2 and 4.8 eV; however, the ex-
act energy is unknown (Refs. 5, 7, 9, 10, 17, 18,
23, and 27). Structure which is observed at ener-
gies around 5 eV is generally attributed to lower
d-band to Fermi energy transitions,”1¢'2°"2% (For
more details, reference should be made to a lit-
erature review, 2® which includes the theoretical
models governing interband transitions in copper
and its alloys, and a compilation of the relevant
experimental results.)

This paper presents a systematic and compre-
hensive study of the optical properties of a large
range of a-phase copper-based alloys. The so-
lutes were selected to include elements with one,
two, three, four, and five valence electrons, in-
cluding gold, zinc, aluminum, gallium, silicon,
germanium, tin, and arsenic.

The investigations were performed using the
differential reflectometer which is capable of de-
termining within a hundredth of an electron
volt the energy for interband transitions of elec-
trons. The technique involves the modulation of
the alloy composition within the same binary sys-
tem.?® In modulation spectroscopy an optical prop-
erty of a material, such as the reflectivity, is
measured as an oscillating perturbation, which
modulates the band structure of the material, is
applied to it. By observing the change in property,

‘the derivative with respect to the perturbation is

essentially obtained. Conventional spectral re-
flectance measurements of metals and alloys lack
sharp structure due to the spreading of energy
levels to energy bands. By using modulation tech-

4314



16 OPTICAL PROPERTIES AND ELECTRONIC STRUCTURE OF... 4315

niques, such as compositional modulation, #* sharp
structure can be observed due to changes in the
band structure which are caused by the change in
alloy composition.

EXPERIMENTAL

A detailed description of the differential reflec-
tometer was given by Holbrook and Hummel.3° In
the present study, an improved version of this in-
strument was used employing mirrors instead of
lenses and a monochromator with a higher resolu-
tion and extended spectral range (8000-2000 f\‘).
The sensitivity has been increased to observe dif-
ferences in reflectivity up to 1075, Light, coming
from a monochromator, is alternately scanned by
a vibrating mirror on two alloys which are mount-
ed side by side. The signal from a photomultiplier
tube which picks up the reflected light from the
specimens is electronically processed to oObtain _
the normalized difference in reflectivities (AR/R).

The alloys (purity generally 99.999%) were melt-
ed under helium atmosphere in Vycor tubes, After
cooling, the samples were cold rolled and subse-
quently homogenized slightly below the solidus
temperature for 2 weeks under vacuum. The al-
loys were then cold rolled again and reannealed
for one hour at 600 °C under vacuum to produce a
uniform and fine grain size.

Two alloys with the same type solute but of
slightly different composition (usually 1%-2% dif-
ference) were cold mounted side by side with vir-
tually no gap in between. The samples were then
mechanically polished using standard metallogra-
phic procedures (ending with 1-pym diamond pol-
ishing compound on felt cloth), rinsed with meth-
anol, dried, and immediately transferred to the
differential reflectometer. Since both alloys un-
derwent identical preparation procedures at the
same time, any possible changes of the metal sur-
face, such as deformation, oxidation, etc., are
nearly identical and subtract out due to the differ-
ential technique. The measurements can there-
fore be performed in air. Oxidation of the alloys
decreases only the peak height but does not alter
the energy of the peaks, This has been substan-
tiated by comparing differential reflectograms
obtained from specimens measured two minutes
and several months after polishing.

RESULTS AND DISCUSSION

This study is a continuation of work done by
Hummel and Andrews.!® Some of the alloys used
here have been on hand from earlier experiments.
They have been remeasured, because of the change
in equipment in order to eliminate the possibility
of systematic errors.
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FIG. 1. Selected differential reflectograms for vari-
ous copper-zinc alloys. The parameter is the average
zinc content of the two alloys in at.%.

Some of the differential reflectograms of the al-
loys are presented in Figs. 1-4. Four distinct
peaks can usually be observed, which will be de-
signated as peaks A-D. The energies of these
peaks for all alloys are presented in Tables I-III.

A legitimate question which arises immediately
is the one about the correlation between a certain
peak in a differential reflectogram and a specific
interband transition. To assess this, one has to

= ]
800 600 a0
FIG. 2. Selected differential reflectograms for vari-

ous copper-aluminum alloys. The parameter is the
average aluminum content of the two alloys in at.%.
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FIG. 3. Selected differential reflectograms for vari-

ous copper-silicon alloys. The parameter is the average
silicon content of the two alloys in at.%.

write a quantum-mechanical equation for the re-
flectivity, making several assumptions for a given
interband transition, and to form the derivative of
this reflectivity with respect to the modulated pa-
rameter, here, the composition X. By such a
“line-shape analysis,” a possible confirmation
between theory and experiment can be obtained.
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FIG. 4. Selected differential reflectograms for vari-
ous copper-arsenic alloys. The parameter is the aver-
age arsenic content of the two alloys in at.%.
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FIG. 5. Calculated F(S) vs S diagrams for a d-band
to Fermi-energy transition. F(S) is essentially AR/R
and S is proportional to the photon energy. (Compare
to the vicinity of peak A in the experimental differential
reflectograms.)

Also, based on certain other parameters in the
theory, the exact energy for the electron transi-
tions (Er) in the material can be obtained from the
structure in the differential reflectogram. An
analysis of this kind was recently done by Ender-
lein et al.* for a d-band to Fermi energy transi-
tion (e.g., pgakA). The line-shape analysis yield-
ed that AR/R is proportional to a function F(S)
=cos(6 - ¢)sin¢, where 0 =arctan (8/c) (@ and B
are the “Seraphin coefficients, 32 whose spectral
dependence for copper is shown elsewhere®), and
sing=1/(S%+1) 2, where S is proportional to the
photon energy. Selected F(S) functions for partic-
ular 6 values are plotted in Fig, 5. For peak A,
6 ranges from 0° to 90°, For 6=90° F(S) is sym-
metrical around S =0 and the peak energy Emax is
equal to the transition energy E;. For 6=0° F(S)
is asymmetrical about S =0 and E; lies in the mid-
dle between the minimum and maximum., For all
other values of 0, the true transition energy E;
has to be found by curve fitting.3! This has been
done for our experimental data. The resulting
transitional energies are listed in column 4 of
Table I. By comparing columns 3 and 4, one no-
tices that these corrections amount usually to a
few hundredths of an electron volt, i.e., are gen-
erally very small,

We have shown elsewhere? that for the correct-



16 OPTICAL PROPERTIES AND ELECTRONIC STRUCTURE OF...

4317

TABLE I. Maximum energy E_,, and corrected transitional energy Er for peak A as a function of composition for
various copper-based alloys. Error limit for E,, is +0.004 eV; for Er £0.007 eV.

Composition Average Composition Average
of alloys composition E nax Erp of alloys composition Emax Er
(at.%) (at.%) (eVv) (ev) (at.%) (at.%) (ev) eV)
copper-zinc copper-silicon
0-0.5 0.25 2.198 2.180 0-0.5 0.25 2.216 2.180
0-1 0.5 2.199 2.182 0.5-1 0.75 2.223 2.185
0-2.5 1.25 2.210 2.187 1-1.5 1.25 2.236 2.185
2.45-7.3 4.88 2.255 2.227 1.5-2 1.75 2.245 2.206
4.8-7.3 6.05 2.269 2.240 2-3 2.5 2.253 2.206
9.8-12.5 11.15 2.378 2.343 3-4 3.5 2.274 2.233
17.36-18.09 17.73 2.435 2.416 4-6 5 2.296 2.248
18.2-19 18.60 2.439 2.413 3
copper-germanium
copper-aluminum 0-1 0.5 2.221 2.178
0-2 1 2.232 2.187
0-0.1 0.05 2.219 2.187 1-2 1.5 2.235 2.190
0-0.5 0.25 2.214 2.189 1-3 2 2.245 2.195
0.5-0.25 0.375 2.227 2.176 2-3 2.5 2.251 2.210
0-1 0.5 2.207 2.185 3-5 4 2.277 2.229
0.1-1.5 0.8 2.208 2.188 5-7 6 2.299 2.242
0.5-1.5 1 2.204 2.183 7-9 8 2.343 2.274
1.5-2 1.75 2.233 2.198 .
2-3 2.5 2.237 2.208 copper-tin
3-4 3.5 2.263 2.231 0-0.5 0.25 2.219 2.178
4-5 4.5 2.273 2.249 0.5-1 0.75 2.226 2.178
5-6 5.5 2.293 2.267 1-1.5 1.25 2.231 2.189
6-7 6.5 2.309 2.279 1.5-2 1.75 2.246 2.198
7-8 7.5 2.316 2.290 2.3 2.5 2.256 2.211
8-10 9 2.344 2.329 3-4 3.5 2.272 2.226
4-6 5 2.289 2.238
copper-gallium copper-arsenic
0-1 0.5 2.210 2.179 0-0.5 0.25 2.246
1-2 1.5 2.215 2.193 0-1 0.5 2.250
2-4 3 2.236 2.207 0.5-1 0.75 2.245
4-6 5 2.259 2.233 1-2 1.5 2.260
6-8 7 2.283 2.254 2-3 2.5 2.289
8-10 9 2.326 2.311 3-4 3.5 2.301
10-12 11 2.346 2.331 4-5 4.5 2.319
ly chosen 6 value, a calculated F(S) curve agrees

quite well with an experimental differential re-
flectogram. One can therefore state with reason-
able confidence that peak A and the substructure
around this peak are caused by electron transi-
tions from the upper d bands to the Fermi energy.
Threshold energy for intevband transitions (peak
A). In Fig. 6, the transitional energies E; for peak
A as a function of average composition X for cop-
per-based alloys are plotted. (For Cu-As alloys
no correction with reasonable accuracy could be
obtained in the usual way® because Enax is dis~
torted by structure at higher energies, Fig. 4.)
The results can be seen to be qualitatively the
same among the alloy systems investigated: Un-
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FIG. 6. Corrected transitional energies E ;. for peak

A as a function of solute concentration for Cu-Zn,
Cu-Al, Cu-Ga, Cu-Ge, Cu-Si, and Cu-Sn alloys. a:
possible error in marking maxima; b: possible error
introduced by line-shape analysis.
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TABLE II. Energy (Ep,,) of peak D and shift in energy
(AE ay) compared to pure Cu as a function of composition
for various copper-based alloys. Error limit for Ep,, is
+0.007 eV.

Average composition
of alloy Epax AE oy
(at.%) (eV) ev)

copper-germanium

0.5 5.06 0.03
1.0 5.06 0.03
1.5 5.16 0.13

copper-silicon

0.25 5.03 0

0.75 5.08 0.04
1.25 5.09 0.06
1.75 5.30 0.27
3.5 5.57 0.54

copper-arsenic

0.25 5.04 0.01
0.5 5.06 0.03
0.75 5.06 0.03
2.5 5.39 0.74
3.5 5.64 0.64
4.5 5.80 0.77

til slightly above 1 at.%, the solute additions do
not #ary the threshold energy appreciably from
that of pure copper, as has been observed before
by Hummel and Andrews.!®* Friedel®® predicted
this type of behavior and related it to “screening”
effects. He argued that for the first few atomic-
percent solute additions to copper, the additional
charge from the higher valent solute is effectively
screened and the copper matrix behaves as if the
impurities were not present. The matrix remains
unperturbed and it must thus have the same Fermi
level as the pure metal., This remains true as
long as the impurities do not interact.

After this initial flat portion, the E; versus X
curves show, in the present range, a linear in-
crease in energy with increasing solute concentra-
tion (Fig. 6). The alloys presented behave very
similarly, i.e., the difference in the threshold en-
ergies varies only within a few hundredths of an
electron volt. A similar observation was made by
Hummel and Andrews!® on copper-based alloys
with zinc, aluminum, or-gallium, using the peak
maxima E,,x in the reflectograms as the basis for
the transitional energy. (With the present im-
proved differential reflectometer and its higher
resolution, a larger separation of the En.x versus
concentration behavior of the individual alloy sys-
tems can be observed, Fig. 7. However, when the
small corrections are employed to E,., as done
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TABLE II. Energy (E..,) of peak B as a function of
solute concentration for various copper-based alloys.
Error limit for E,, is £0.007 eV.

Average composition
of alloys E max
(at.%) (eV)

copppr-zinc

0.25 4.319
0.5 4.036
1.25 3.972
4.88 3.716
6.05 3.651
11.15 3.250

copper-gallium

0.5 3.834
1.5 3.760
3 3.526
5 3.292
7 3.176
9 2.876
11 2.756

copper-aluminum

0.05 3.717
0.25 3.932
0.5 3.939
1 3.924
1.75 3.619
2.5 3.595
3.5 3.361
4.5 3.351
5.5 3.256
copper-tin
0.25 3.794
0.75 3.620
1.25 3.535
1.75 3.377
2.5 3.274
3.5 3.103
5 2.819
2.35;; Si.Ge.Sn Al
Emax
eV) Ga
23
225
. “Ga
Pyl 5
220 ‘&
1 I 1 1 | | | 1 |

4 5 6 7 8 9
X (at> %)

FIC. 7. Maximal energy for peak A as a function of
solute concentration for Cu-Zn, Cu-Al, Cu-Ga, Cu-Ge,
Cu-Si, Cu-Sn, and Cu-As alloys. a: possible error in
marking maxima; b: possible error in alloy composi-
tion.
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FIG. 8. Transitional energies for peak A as a function -

of & for Cu-Zn, Cu-Al, Cu-Ga, Cu-Si, Cu-Sn, and
Cu-As alloys (3 is the number of electrons per atom).
a: possible error in marking maxima and introduced
by line-shape analysis.

in Fig. 6, the separations become much smaller.)

If the Fermi energy were the only parameter in
the band structure responding to solute additions,
that is, to an increased number of electrons per
atom (rigid-band model), then all alloy systems
would be expected to behave alike in a 3 versus
E; plot, where 3 is the number of electrons per
atom. That this is not the case (Fig. 8) can be in-
terpreted by the assumption that the Fermi energy
is raised much less than predicted by the rigid-
band model and/or that with increasing solute ad-
ditions, the d bands are proportionally raised in
energy.

Recently, Bansil, Ehrenreich et al.?® developed
the concept of charge renormalization which ar-
rives from a different point of view to a similar
result. In this theory, it is postulated that when
impurities are added to copper, the potential of
the copper atoms is modified. In Figs. 9(a)and 9(b)
the energy displacements from states for pure
copper and pure zinc (assuming a hypothetical Zn
crystal having an fcc structure and the same lat-
tice constant as Cu) to a“neutral atom” configura-
tion are shown. One notices a narrowing of the Cu
d bands (which results from the reduction of Cu-
Cu interactions with increasing Zn concentration),
a downward shift of Er,, and a rise in Fermi en-
ergy E;. The rise in E;, which is due to the in-
crease in the number of electrons per atom is
lower than predicted by the rigid-band model be-
cause of the lowering of the bottom of the conduc-
tion band, Er,. Charge renormalization finally
raises the Cu d bands. This results in a rela-
tively small energy increase for the upper d-band
to E, transition with increasing X [see Fig. 9(c)].
Our experimental results agree with this finding.

It is interesting to speculate as to why all in-

vestigated copper alloys exhibit a similar increase
in the transition energy with increasing composi-
tion: Asshownabove, the Fermienergy increases
proportionally as the average number of electrons
per atom increases. Despite a simultaneous low-
ering of El'l’ it can be assumed that the Fermi
energy still rises slightly more in, say, copper-
silicon than in copper-aluminum. On the other
hand, the amount of charge transfer from silicon
to copper can be considered to be greater than
that from aluminum to copper, thus raising the
top of the d bands more for silicon than for alu-
minum. By a combination of the rising Fermi
energy and the rising d bands due to charge trans-
fer, it is possible to get similar transitional en-
ergies for different alloys of the same solute con-
centration. Possible reasons for not obtaining
exactly the same transition energy could be due
tovarious mechanisms such as influences of atom-
ic diameter, effective mass, effective number of
free electrons, change in lattice parameter, and
others,

Transition around 5 eV, It is widely agreed in
the literature?16:20723 that absorption around 5 eV
can be identified from the optical spectra involv-
ing transitions from the lowe» d bands to the Fer-
mi energy. It seems therefore to be appropriate
to employ a similar line-shape analysis, as for
peak A, to the observed structure around 5 eV.
One has to keep in mind, however, that in this
energy region, « is negative and B positive, 3 so
that the B/« ratio is negative (contrary to the con-
dition around 2 eV where the 3/ ratio is posi-
tive3'), The negative B/a ratio should result in a
line shape which is inverted compared to the one
for peak A.®! This can indeed be observed in the
differential reflectograms at energies around 5
eV involving peaks C and D (Fig. 4). To investi-
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FIG. 9. Schematic energy-level diagrams for (a)
pure copper and pure zinc (assuming both have fcc
crystal structure), (b) a~copper—zinc alloys, neutral
atom model, (c) a-copper—zinc alloys, charge renor-
malization (from Ref. 26).
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FIG. 10. Energy of peak D (E,,) and shift in energy
(A Epa) compared to “pure copper” as a function of
composition for various copper-based alloys.

gate this further, it is desirable to select an al-
loy system in which the 5-eV peak dominates over
other structure in its vicinity. Pells and Mont-
gomery, '® using conventional optical techniques,
have shown that this is the case for Cu-As and,

to a certain extent, also for Cu-Ge. In these al-
loy systems, the “high-energy” peak'® (around 5
eV) was observed to be much stronger than the
so-called “low-energy” peak'® around 4 eV.

By inspecting various differential reflectograms,
e.g., Fig. 3 (Cu-Si) and Fig. 4 (Cu-As), a pro-
nounced maximum C can be seen which is closely
followed by a sharp minimum D, This type of be-
havior cannot be observed in the differential re-
flectograms for Cu-Zn (Fig. 1), for which alloys,
according to Pells and Montgomery,'® the peak
around 4 eV is predominant. The differential re-
flectograms of these alloys confirm, therefore,
qualitatively the observations which were obtained
from conventional optical data.

In deducing information about the behavior of the
structure around 5 eV from the differential re-
flectograms, one has to take into account that the
location of the maximum C may be influenced by
the close vicinity of a possible structure around
4 eV. Parallel to the reasoning in the previous
section, one may argue that the basic information
about the 5-eV peak is contained in the minimum
D, and that similarly as for the 2-eV peak, a
small correction has to be applied to obtain the

" correct transition energy. From the experience
presented in the previous section, it can be as-
sumed that the actual transition energy is a few
hundredths of an electron volt smaller than the
energy of peak D, Since we are basically inter-
ested in the energy shifts due to alloying, this
minimum D and its shift compared to pure copper
will only be considered in the following analysis.
(The “pure copper” point was obtained by extra-
polating the curve to X =0.) Table II and Fig. 10
show that the energy difference increases with
increasing solute concentration. This behavior is
similar to that observed for the upper d-band to

Fermi energy transition, and can be interpreted
similarly by considering that the Fermi energy is
raised with increasing solute concentration.

As for the threshold energy, practically no
shift in energy can be observed up to about 1 at.%
solute, which suggests that indeed, as for peak
A, a d-band to Fermi energy transition is in-
volved. Particular attention should be given to
the fact that the threshold energy (upper d-band
—~E, transition) rises as an average only 1.2X1072
eV per at.% solute, whereas the present transi-
tion (lower d-band —Eg) rises by about 16 X1072-eV
per at.% solute, i.e., more than ten times as much.
Since the rise in Fermi energy is, of course, the
same in both cases, the difference can only be at-
tributed to a difference in the behavior between
the upper and lower d bands. Our results seem
to indicate that the lower d bands are either not
affected at all by alloying or move only small
amounts,

Transition avound 4 eV, It is widely assumed
that the structure around 4 eV which is found in
conventional as well as in modulated optical spec-
tra is due to interband transitions between two
“conduction bands,” for example from L,s to L,
(Refs. 5, 7, 9, 10, 17, 23, and 27). Therefore,

a line-shape analysis, which uses as a basis d-
band to Fermi energy 'transitions, cannot be uti-
lized here.

Pells and Montgomery'® infer from their experi-
ments that in Cu-Zn alloys, the 4-eV transition is
more pronounced than a possible 5-eV transition.
This is confirmed by the differential reflectograms
for these alloys (Fig.1): peaks BandC are strong-
ly pronounced, whereas peak D is only visible in
the form of a small deviation from an otherwise
smooth curve,

When the positions of peaks B and C are plotted
versus solute concentration for Cu-Zn,®*2® both

-curves run essentially parallel to each other.

This suggests that the same information is con-
tained in both peaks. Therefore, the information
about the energy shift of the transition around 4
eV will be considered to be contained in peak B
since for some alloy systems peak C may be in-
fluenced by higher-energy structure.

The energy change of peak B with respect to in-
creasing alloy concentration for various copper
alloys can be found in Table III and Fig. 11, It is
shown there that the energy of peak B decreases
sharply with increasing solute concentration, as
observed before by several investigators for the
transitions around 4 eV, and also predicted
through several band calculations for the conduc-
tion-band to conduction-band transition L, — L,
(Refs. 14-16, 18, 19,. 21, 24, and 26). The de-
crease in the transitional energy is largest in
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FIG. 11. Energy of peak B and shift in energy com-~
pared to “pure copper” as a function of composition for
various copper-based alloys.

Cu-Sn and smallest in Cu-Zn with Cu-Ga and Cu-
Al in between. It appears significant that the be-
havior is alike for both Cu-Ga and Cu-Al alloys
which possess identical electron concentrations
per atom, indicating that the shift of the energy
is strongly influenced by the electron concentra-
tion of the solute, Further discussions have to
await detailed band calculations which take into
account the change in the conduction bands due

to alloying.

Cu-Au ALLOYS

Upper d-band to Fermi enevgy transitions. The
discussion of copper-gold alloys is treated sepa-
rately because their differential reflectograms
possess somewhat different features than those of
the aforementioned alloy systems, The peaks are
marked with lower-case letters to signify the dif-
ference (Fig. 12). The threshold energy for elec-
tron transitions from the top of the d bands to the
Fermi energy can be taken, as before, from the
structure in the differential reflectograms around
2 eV (peaks a and b), even though these peaks are
less pronounced. The line shape is similar to the
theoretical curves for 6=330°% i.e., it has a flat
tail toward higher energies, which makes correc-
tions difficult.

In Fig. 13, the energy of peak b is plotted versus
solute concentration for copper-gold alloys. It
can be seen that, within the reading error of the
maxima, the threshold energy for interband tran-
sitions is not changed. This behavior is expected
since both copper and gold have the same valence
electron concentration. Thus, by replacing Cu

051
0.25 % Au

3!
SN

20 30 40 60
1 1 11 Elew
800 600 400 200 "™

FIG. 12. Selected differential reflectograms for
various copper-gold alloys.

atoms with Au atoms, the difference between the
Fermi energy and the top of the copper d bands
apparently remains unchanged in accordance with
the rigid-band model.

Lower d-band to Fermi enevgy transitions. As
before, an energy for the lower d-band to Fermi
energy transition can be deduced from the differ-
ential reflectograms from peaks f and g (Fig. 12),
which is, as before, around 5 eV. It seems to be
significant that these transitions become weaker
with increasing gold additions, as can be inferred
from the disappearance of this structure at higher
gold concentrations.

Conduction-band to conduction-band transitions.
Structure around 4 eV which can be observed in
Fig. 12 (peaks d and e) is similarly, as before,
interpreted to be caused by conduction-band to
conduction-band transitions. In Fig. 14, the shift
in energy of this transition can be followed using
the minima d. With increasing gold concentra-
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FIG. 13. Energy of peak b as a function of composi-

tion for Cu-Au alloys. a: possible error in marking
maxima.
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FIG. 14. Energy of peaks ¢ and d as a function of
composition for Cu-Au alloys.

tion, the transitional energy decreases. This
shift is about one order of magnitude smaller
(1.7%x1072 eV /at.% Au) than that observed for the
same transition in Cu-Al and similar alloys (12.7
X1072 eV /at.% Al), suggesting only small changes
in the conduction bands when gold is alloyed to
copper.

Broad stvuctuve. The differential reflectograms
(Fig. 12) show a broad structure around 3 eV,
This structure can be considered to be the result
of several closely spaced interband transitions
which cannot be individually resolved. For their
interpretation, it should be kept in mind that some
of the gold d bands lie in the same energy inter-
val as the copper d bands, so that additional in-
terband transitions, originating from the Au d
bands, are possible. In Fig. 14, the shift of the
maximum of this structure is plotted. It can be
seen that the maximum ¢ increases with increas-
ing gold concentration, suggesting a lowering of
the gold d bands due to alloying. This seems to
be similar to the lowering of the Zn d bands with
increasing solute additions due to charge renor-
malization, as shown in Fig. 9.

Lifetime broadening. The initial and the final
states of a given electron transition are not con-
sidered to be sharp, as is presented in a band
diagram, but are somewhat broadened.® (This is
a consequence of the limited time an electron
stays at an excited energy level and of the uncer-
tainty principle.) From the differential reflecto-
grams, this “lifetime broadening” I' can be ob-
tained® by T =|wnax— wpltan (0 +37). The lifetime
broadening, calculated from our data, has been

found to increase steadily from 1.2X10'/sec (for
“pure” copper) to 1,9X10/sec for copper with
about 9 at.% solute concentration.

CONCLUSIONS

The present results, in conjunction with recent
theories, suggest that both the Fermi energy as
well as the top of the d bands increase in energy
with increasing solute concentration in a very spe-
cific way so that the threshold energies for inter-
band transitions are identical within 1 or 2% for
a-phase copper-based alloys having the same so-
lute concentration. The results confirm the pre-
dictions of Friedel that up to a solute concentra-
tion of about 1 at.% the additional electrons are
effectively screened so that essentially no change
in the electronic configuration occurs in this con-
centration range.

A behavior similar to that involving transitions
from the top of the d bands to the Fermi energy
was found for the shift of a transition around 5 eV,
This confirms theoretical considerations that at
this energy, transitions from the lower d bands
to the Fermi energy are involved. The larger
shift of this 5-eV peak with increasing solute con-
centration compared to the threshold energy seems
to indicate that the lower d bands are not affected
as much as the upper d bands by alloying.

A further transition around 4 eV behaves in
many respects differently than the aforementioned
transitions and is observed to decrease in energy
with increasing solute concentration. Conduction-
band to conduction-band transitions are believed
to be involved in this structure.

Copper-gold alloys do not show any change in
the threshold energy due to solute additions, thus
indicating that the Fermi energy as well as the
copper d bands remain essentially unchanged with
alloying. Additional structure between 2 and 5 eV
indicates that transitions from the gold d bands
may occur,
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