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LUNAR HIGHLANDS VOLCANISM—IMPLICATIONS FROM
LUNA 20 AND APOLLO 16

By H. G. WILSHIRE, D. E. WILHELMS, and K. A. HOWARD,
Menlo Park, Calif.

Abstract.—Highlands materials sampled at the Apollo 16 and Luna 20
sites represent units of distinctive morphology that are widespread on
the lunar nearside. Samples from the Apollo 16 site represent hilly and
furrowed materials of the Descartes highlands and Cayley Formation.
Matcrials were collected by Luna 20 from terrain resembling the
Descartes terrain. Most photogeologic interpretations of these units
favored volcanic origins, but the samples fail to support this inter-
pretation. Luna 20 soil fragments are mainly glassy microbreccia with
lithic inclusions of fine-grained hornfels; less than 3 percent of the
fragments have textures of volcanic rocks, and most of these are likely
crystalline products of impact melting. Apollo 16 soils formed on ejecta
derived from a plutonic anorthosite-norite-troctolite suite. The
similarity of Luna 20 soils indicates that these too formed as regolith
on ejecta of anorthosite-norite-troctolite composition. Interpretation of
the samples from the two locations now suggests that hilly and fur-
rowed terrains, previously thought to be of volcanic origin, are impact
ejecta; in view of the plutonic nature of the source rocks and their
extensive fusion and metamorphism, it is likely that the ejecta were
derived from multiring basins. At one point, the Apollo 16 site, the
Cayley Formation is composed of basin ¢jecta.

Apollo 16 and Luna 20 have provided tests for the hypoth-
esis that Imbrian or late pre-Imbrian volcanism was an im-
portant process in the lunar highlands (Trask and McCauley,
1972). There are several distinctive regional terrain types or
stratigraphic units in the highlands that have been difficult to
explain by known impact processes and for which volcanic
origins were proposed (McCauley and Wilhelms, 1971,
Wilhelms and McCauley, 1971; Trask and McCauley, 1972).
The Apollo 16 mission was designed to sample the two most
distinctive of these—light-plains materials (Cayley Formation)
and hilly and furrowed material (of the Descartes highlands).
Most of the returned samples, which are predominantly non-
volcanic breccias, have been assigned to the light plains, as
reported by AFGIT (Apollo Field Geology Investigation
Team, 1973). Whether the adjacent hilly and furrowed
material was actually sampled is uncertain (AFGIT, 1973) but
seems likely. Luna 20 sampled terrain that partly resembles
the hilly and furrowed Descartes highlands (Olson and
Wilhelms, 1974) in an area lacking Cayley materials. In this
paper we discuss the geologic setting and lithologic com-

parisons of materials at the two highland sites and the implica-
tions of these comparisons for highland volcanism.
Acknowledgments.—This work was done under NASA con-
tracts W-13,130 and T-4738A. We are particularly indebted to
C. A. Hodges for discussion of many points relevant to this
paper and to P. R. Brett and W. R. Muehlberger for critical
reviews of the manuscript. We thank R. E. Sabala and J. W.
Shervais for their assistance with the illustrations. Wilshire
examined the samples in Albuquerque,N. Mex., with the kind
permission of Klaus Keil and assistance of Martin Prinz.

APOLLO 16 SITE

Units exposed at the Apollo 16 site (fig. 1) represent the
Cayley Formation (a level-surfaced material that partly fills
highland basins, Wilhelms and McCauley, 1971) and two facies
of the Descartes highlands materials (Milton, 1968; Hodges,
1972a). The southernmost facies of Descartes material appears
to partly fill the crater Descartes (Milton, 1968) and has a
pronounced furrowed texture that was interpreted to result
from coalescing volcanic domes or elongate vems (Milton,
1968, 1972; Hodges, 1972b). The northern facies is less
distinctive and is cut by Imbrium sculpture (Hodges, 1972a;
Wilhelms, 1973).

The question of whether either of the facies of Descartes
materials were sampled in addition to Cayley Formation re-
mains unanswered, partly because rock types at the site lack
clearly distinctive differences and because Cayley debris was
ejected from South Ray crater onto the sampled area of Stone
Mountain (AFGIT, 1973). Stations 4 and 5 are located low on
the slopes of Stone Mountain in the southern facies of
Descartes material (AFGIT, 1973). Some of the samples
probably represent the southern Descartes material unless the
South Ray ejecta deposit is much thicker than expected.
Calculation of the average thickness of South Ray ejecta by
G. E. Ulrich (written commun., 1973) suggests that a
maximum of 5 cm could occur this far from South Ray crater;
hence, the underlying Descartes material was probably
sampled.

North Ray crater, whose ejecta were sampled extensively,
penetrates 200 m deep into a low ridge that rises above the
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Figure 1.—The Apollo 16 (Descartes) site. The Descartes highlands are hilly and furrowed terrain.
Apollo 16 panoramic photograph 4623.

Cayley plains and is adjacent to the northern part of the
Descartes highlands (fig. 1). Photographs obtained during the
Apollo 16 mission show that this ridge is topographically more
like the adjacent Descartes highlands than the Cayley surface.
Accordingly, much or all of the material ejected from North
Ray crater likely represents Descartes material.

Considering the likelihood that both facies of the Descartes
highlands material were sampled as well as the Cayley Forma-
tion, the lithologic differences between larger samples of them
must be subtle, and their source rocks similar (Wilshire and
others, 1973). However, Ulrich (1973) has found systematic
differences in proportions of clasts and matrix of otherwise
similar breccias between the Cayley plains material and North
Ray crater ejecta.

LUNA 20 SITE

Luna 20 landed at lat 3°32" N., long 56°33" E., on the
southern rim of the Crisium multiringed basin just west of the
crater Apollonius C (Vinogradov, 1972). Olson and Wilhelms
(1974) included the area of the landing site (fig. 2), before its
position was known, in the unit “hilly and pitted material of
irregular microrelief,” which they described as “aggregates of
closely spaced, moderately fresh looking, irregular to sub-
circular craters, pits, and furrows and minor hills.” Prior to the
acquisition of Apollo 15 photography, the area was mapped
by Wilhelms and McCauley (1971) simply as undivided terra
material. Thus this terrain forms a hilly and furrowed province
(fig. 3) grossly similar to that at Descartes or that northwest of



WILSHIRE, WILHELMS, AND HOWARD

T

0
L

20 KILOMETERS
|

Figure 2.—The Luna 20 site, located from Vinogradov’s(1972) coordinates plotted on U.S. Air Force ACIC
Lunar Chart LAC 62. The highlands here are hilly and furrowed, but not so distinctively as the Descartes

highlands. Lunar Orbiter I photograph M33.

Mare Humorum (Wilhelms and McCauley, 1971; Trask and
McCauley, 1972). Fractures are suggested by the linearity of
many furrows. The furrows and pits could be interpreted as
volcanic vents, collapse features, faults, or alternatively,
secondary impact craters. In the immediate vicinity of the
Luna 20 site, the furrows are rather indistinct. About 30 km
to the west the unit becomes more distinctive, consisting of
small domical hills and large intervening fracturelike linear
furrows. Hilly, pitted, and furrowed terrain continues in the
terra around the west half of Mare Crisium. Similar hilly terra,
but without conspicuous pits and furrows, occurs at the
Apollo 17 landing site (Scott and Pohn, 1972; Scott and
others, 1972) where it is called “sculptured hills.” Because of
their continuity with this terrain, we would expect the
materials at the Luna 20 site to be representative of the hilly
and furrowed province. However, the materials may be

atypical of this province, as suggested by the indistinctness of
the furrows here.

The similarity of the Luna 20 topography to the Descartes
highlands has added significance because no Cayley Formation
occurs in the vicinity of the Luna 20 site, so that the Cayley is
not the source of the rocks sampled. Hence, lithologic
similarity of Apollo 16 and Luna 20 samples, described in the
following section, lends credence to our view that Cayley and
Descartes units at the Apollo 16 site are lithologically the
same.

PETROLOGIC COMPARISON OF APOLLO 16
AND LUNA 20 SAMPLES

Petrochemical data show the broad compositional similarity
of materials at the Luna 20 and Apollo 16 sites (Vinogradov,
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Figure 3.—Geologic province map of the highlands south of Mare
Crisium, including the Luna 20 site. Unit hf, hilly and furrowed
material; hp, hilly and pitted material; t, other terra and crater
material, undivided; m, mare material.

1972; Apollo 16 Preliminary Examination Team, 1973;
Warner and others, 1972; Prinz and others, 1973b). While the
size fractions represented by samples from the two areas are
radically different, the samples can be lithologically compared.

Apollo 16 rocks (Apollo 16 Preliminary Examination Team,
1973; Wilshire and others, 1973) are dominantly breccias com-
posed of light-colored, plagioclase-rich cataclastic material that
is generally not annealed and dark, fine-grained material with
metamorphic or igneous textures that is chemically similar to
the cataclasites. Relict lithic material in these breccias shows
that they were derived from a plutonic suite of norite-
troctolite-anorthosite with minor grabbro(?), and metamor-
phic equivalents that have medium-grained, granoblastic-
polygonal textures (Wilshire and others, 1973). A smaller
proportion of rocks are light-colored metaclastic rocks, mostly
with well-developed poikiloblastic texture, and coarse- and
fine-grained rocks that may have igneous textures. A very
small proportion of documented samples consists mainly of

Figure 4—Histograms showing frequency of occurrence of different
mineral, glass, and lithic fragments in coarse fines from Apollo 16
(62.5—250 um range) and Luna 20 (125—500 um range). N, number
of particles counted; tr., trace; a, plagioclase; b, olivine; ¢, pyroxene;
d, cataclasite, plagioclase-rich; e, homogeneous glass; f, devitrified
glass, sheaf texture; g, light-gray glassy microbreccia; h, dark brown-
gray glassy microbreccia; i, dark-gray metaclastic rock; j, light-gray
metaclastic rock; k, granoblastic hornfels, granoblastic-polygonal
hornfels; |, pyrometamorphic-poikilitic hornfels; m, intersertal ig-
neous rock; n, ophitic igneous rock; o, Mare basalt; p, unclassified.

glass, but such fragments form a larger proportion of the rake

samples, and a sizable proportion (fig. 4) of coarse fines.
Lithic, glass, and mineral debris from Luna 20 samples in the

size range 125—500 um were classified and counted. About

Cataclastic
Mineral | Glassy Metamorphic Igneous
0 —A NN —
Apollo 16
Station 1
30 N = 290
20
10
(o]
Apollo 16
B Station 2
50 N = 445

Apollo 16
Station 4
N =197

PERCENT FREQUENCY

Apollo 16
Stations 1,2,4
N =932

40

Luna 20

40 - N =647
30
20
10

0 LA (ABER Sooe ERBRBRR con0: co 000 T

abcdefghijklilmnop



WILSHIRE, WILHELMS, AND HOWARD 5

650 fragments were counted in 12 grain mounts (fig. 4,
bottom). Of the five major categories, glassy materials are
clearly dominant (about 55 percent), metamorphic rocks make
up 33 percent, and mineral fragments 6 percent. Rocks with
igneous texture make up only 3 percent of this size fraction,
and the remainder is miscellaneous material.

Homogeneous glass is rare (fig. 4), as it is in finer size
fractions (Warner and others, 1972), so that the glass group is
composed mainly of glassy microbreccias. These rocks have
variable, normally large quantities of mineral and lithic debris.
Lithic clasts in the glass are the same as isolated rock frag-
ments, mainly fine-grained metaclastic rocks with small
proportions of the other types listed in figure 4. Hence, it
appears that the regolith sampled at the Luna 20 site is com-
posed of well-reworked glassy microbreccia with a clast
population dominated by fine-grained thermally meta-
morphosed rocks.

Direct comparison can be made of the Luna 20 soils and
Apollo 16 soils in the same size range from stations 1, 2, and 4
(fig. 4). The distributions of particle types at Apollo 16 stations
2 and 4 is virtually identical with that of Luna 20 except that
the glassy microbreccias are dominantly dark in the Apollo 16
soils, and the Apollo 16 soils contain a somewhat higher
percentage of mineral fragments. These differences are
emphasized in the Apollo 16, station 1 soils, but otherwise the
soils are strikingly similar and in both areas are dominated by
metamorphic lithic debris in glassy matrices.

The close similarity of bulk soil compositions (Apollo 16
Preliminary Examination Team, 1973) from all Apollo 16
stations and their intérmediate composition among the
analyzed rocks (Prinz and others, 1973b) indicate that the
Apollo 16 soils are locally derived from breakdown of rocks
like the larger documented samples. The character of the
documented rocks is such that further granulation would com-
pletely disaggregate the white cataclasites, giving rise to
mineral debris, glass, and a small proportion of tough clots of
medium-grained granoblastic-polygonal hornfels. The dark-
and light-gray fine-grained metaclastic material that forms the
matrix of some breccias and the clasts of others (Wilshire and
others, 1973) is tough and breaks down to grain size with
difficulty; as a consequence, this material provides a source of
the metaclastic fragments in the soil. In the Apollo 16 rocks,
the dark-gray, fine-grained material that is formed by
cataclasis, fusion, and metamorphism of the plutonic rocks
commonly has a patchy distribution of fine-grained igneous
material where fusion was nearly complete. Although the
textures—ophitic, intersertal, and intergranular—of these
patches are typically ‘“‘basaltic,” the gradational boundaries
with granoblastic breccia matrix and interstitial occurrence in
rocks that otherwise have metamorphic textures show that
these patches are impact melts and not volcanic; this material
has provided the source of small pieces of fine-grained,
igneous-textured fragments in the soils." Both the Apollo 16

and Luna 20 sites have a small proportion of exotic mare
basalt fragments.

The similarity of fine-grained regolith materials from the
Apollo 16 and Luna 20 sites indicates similar source materials.
At the Apollo 16 site the source of lithic and mineral debris
concentrated in the soils appears to be a suite of norite-
troctolite-anorthosite rocks with plutonic rather than volcanic
aspect (Wilshire and others, 1973; Prinz and others, 1973a).
The likelihood of similar source materials for the Luna 20
samples is considerably enhanced by whole-rock analyses of
the fine-grained metaclastic fragments by Prinz and others
(1973b), which show that these rocks are chemically like
anorthosite, norite, and troctolite. Hence, neither the com-
positions nor the textures of common rocks at the Apollo 16
and Luna 20 sites are like volcanic rocks but rather appear to
be regolith materials developed on ejecta that have been
derived from deeper levels of the lunar crust composed of
plutonic rocks. This plutonic source, combined with the
extensive fusion and thermal metamorphism of the breccias,
suggests that the ejecta belong to large multiring basins.

SUMMARY

Photogeologic mapping of the Moon’s nearside has shown
the widespread occurrence of hilly and furrowed materials and
plains-forming (Cayley Formation) units (Wilhelms and
McCauley, 1971). Their morphology and lack of apparent age
relation to multiring basins led to the supposition that they
were volcanic; the hilly and furrowed materials were inter-
preted as more viscous eruptive products, the Cayley materials
as more fluid products of fissure eruptions.

The samples returned by Apollo 16 and Luna 20 do not
support the photogeologic interpretation, although the
sampling of such widespread units is hardly adequate. Never-
theless, the Cayley Formation samples from the Apollo 16 site
show that this formation consists at least locally of basin
ejecta. The similarity of the two suites of samples from the
two sides suggests the probability that hilly and furrowed units
are also basin ejecta. Qualifications to this conclusion are (1)
the Descartes materials might not have been sampled at the
Apollo 16 site, although we believe they were, (2) the hilly
and furrowed terrain directly at the Luna 20 site is not a
well-developed example of the unit, and (3) ejecta from the
nearby crater Apollonius C (fig. 2) may cover the Luna 20 site

- and possibly was derived from another unit. Though volcanism

has been an attractive explanation of the hilly and furrowed
terrains, it is possible to reconcile them with impact origins.
For instance, the Luna 20 material may be ejecta from the
Crisium basin, partly faulted and grooved by later secondary
craters; the Descartes highlands may similarly be related to the
Nectaris and (or) Imbrium basins (Hodges, 1972a; Wilhelms,

! Igneous-textured rocks 68415, 68416, and 65055 are coarser than
any of these patches and conceivably are volcanic.
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1972; Head, 1972). It now seems likely that there are few or
no hilly volcanic landforms on the lunar highlands. The most
critical target to test this possibility further would be the large
steep Gruithuisen domes and Hansteen alpha (Wilhelms and
McCauley, 1971), which are color anomalies (Whitaker, 1972).
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ISOTOPIC COMPOSITION OF CARBON AND HYDROGEN
IN SOME APOLLO 14 AND 15 LUNAR SAMPLES

By IRVING FRIEDMAN, KENNETH G, HARDCASTLE,
and JIM D.GLEASON, Denver, Colo.

Abstract.—Isotopic composition of carbon and hydrogen in some
Apollo 14 and 15 lunar samples was determined by use of a newly
constructed combustion line that yields low blanks for CO, and H,.
The results from combustion of fines and breccia from Apollo 14 lunar
samples and of fines, breccia, and basalt from Apollo 15 were compared
with data obtained by heating samples in vacuo to over 1,350°C. The
two techniques gave similar results, Total carbon in the fines ranged
from 51 to 110 p/m with a 86C'® of +12 to -8 per mil (parts per
thousand) PDB. The breccias contain 22 to 50 p/mcarbon with a 6C'?
of -21 to -25 per mil. The crystalline rock (sample 15555) has a carbon
content of about 7p/mand a 8§C'3 of -28 per mil. The total hydrogen
in the fines ranges from 66 to 120 p/m with a (D/H) X10°¢ of 39 to 90.
The breccias contain 8 to 38p/mH, with a (D/H) X107 of 103 to 144.
The crystalline rock contains about 2 p/m H, with a (D/H) X10™ of
about 140. Arguments are presented to show that the contamination by
carth materials is not as serious a problem as has been proposed by
previous authors,

There has been little agreement among investigators in the
results of analysis of the carbon and hydrogen isotopic com-
position of lunar material. It has always been our belief that
much of the apparent disagreement is a result of sample
inhomogeneity, as we expressed at the time of the First Lunar
Science Conference (Friedman and others, 1970):

The conclusion seems obvious. The lunar dust is very inhomogeneous
and contains varying amounts of CO,, perhaps CO, elemental carbon,
and carbides, all having very different 6§C'3, If any carbonate from
carbonaceous chondrites is present, we may expect to find carbon of
+58 to +65 per mil, as well as carbon of -3 to -19 per mil. If ordinary
chondritic carbon is present, values of -25 per mil can be expected.

CARBON

Kaplan, Smith and Ruth (1970) stated that contamination
(probably experimental) has been a contributor to the light
8C!3 found by us and have plotted the §C!? as a function of
percent carbon to show that the higher the carbon content in
samples of the same dust sample, the lower the §C'3. Since
most terrestrial hydrocarbon and organic carbon materials that
might be a source of contamination (including rocket exhaust
and excess fuel dumped on the lunar surface) have §C'? values
from -20 to -35 per mil, their hypothesis seemed reasonable.

Epstein and Taylor (1970) also believed that negative values of
8C'3 are due to contamination, and stated that « * * * jtis
unlikely that carbon sources of different composition and
different & values are mixed together in the lunar soil.”

By the time of the Second Lunar Science Conference we had
not changed our position. Our additional analysis gave a range
of values from -3 to -25 per mil for dust, breccia, and
crystalline rocks. Epstein and Taylor (1970) and Kaplan,
Smith, and Ruth (1970) had determined a range in carbon
values from +20 to -30 per mil.

In order to settle some of the points at issue, we have
constructed a new combustion line made of glass and metal,
with no organic materials of any kind. The sample is
introduced through a copper-gasketed, stainless-steel flange
(Varian “Conflat”), and the few valves arc of stainless-steel,
packless-welded-bellows construction. Stainless-steel to Pyrex
seals are used between glass and stainless-steel components,
and the valves are connected by Swagelock fittings using
aluminum ferrules. Aviator’s breathing oxygen containing
<7 p/m H,O0 is purified by passing it over CuO at ~600°C and
by condensing any H,0 or CO, in a trap cooled with liquid
oxygen. The purified oxygen is introduced into the system at
(Denver) atmospheric pressure (600 mm). The gas is circu-
lated by alternately freezing the oxygen at liquid N, tempera-
ture and then rapidly warming the condensed liquid O,.

Before a sample was combusted, it was heated in vacuo in
the combustion tube for at least 16 h at a temperature of 125°
to 150°C. Blanks were always run before moving the com-
bustion boat from the 125°C section of the Vycor combustion
tube into the 950°C section. All these blanks resulted in an
amount of gas condensable with liquid N, equivalent to less
than 1 ug CO, and of gas condensable at dry ice temperature
equivalent to less than 0.5 ug H, as H, 0. These blanks are in
contrast to the blanks of 205 ug CO, and 88 ug H, reported
by Epstein and Taylor (1972) in an experiment to determine
the blank in a system containing greased stopcocks (the system
was never used for the analyses of lunar samples) and =5 ug C
reported by Kaplan and Petrowski (1971). Combustions were
carried out for 1to 1% h, and the reaction products were
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condensed in a trap cooled with liquid oxygen. The excess
oxygen was then pumped off and the sample (CO,, SO,,
H, 0) was transferred to a break-seal tube.

The break-seal tube was opened on the CO, mass spectro-
meter inlet system. CO, was taken off at the temperature of
freezing ethyl alcohol and analyzed. The SO, was pumped off
at dry ice temperature, and the remaining H,0 was transferred
to a processing line on the H, spectrometer where it was con-
verted to H, gas by reaction with hot uranium metal
(=750°-800°C) and was pumped with a Hg diffusion pump
into the inlet system of the spectrometer.

In order to check reproducibility of the combustion
apparatus, small (®*2-mm diam) disks were punched out of
filter paper and analyzed. First, several disks equivalent to
500-ug carbon were combusted, then a sample of one-half of a
disk, equivalent to 24-ug carbon, was combusted. The large
sample gave a §C'? of -24.5 per mil, and the small sample, a
8C'? of -24.6 per mil. Our combustions, except those of the
two residues from our pyrolysis, were made with carbon
amounts ranging from 8 to 108 ug.

As a further check on our procedures, we exchanged
standard samples with the other principal investigators.
Prof. I. R. Kaplan furnished us with four standards, each of
which was divided, by use of a carefully cleaned microsplitter,
into four parts. One aliquot was retained by our laboratory,
one was sent to Prof. Samuel Epstein, and two were returned
to Prof. Kaplan. Our results on these samples are given in
table 1.

From these analyses, we concluded that we could secure
8C'? analysis by combustion on samples of ~50 ug with a
precision of +2 per mil and that our error on samples of
=] Oug was probably not greater than *5 per mil.

In all our previous analyses of lunar material, we found that
the nonrare gases that evolved upon heating in vacuo consisted
mainly of CO,, with some CO (or CH,). We also found more
H,0 than H,, even at temperatures below 600°C.

Epstein and Taylor (1971) found that their samples evolved
gas mixtures that were less oxidized—less CO, and more CO,
less H,O0 and more H;. They took this as proof that our

Table 1.—5C* ® and 6D analysis of intercomparison samples

Carbon
Sample Description ug P/m &C'3* &D/H
3300-11C .... Meteorite and sand ... 73.4 99 -89 -89
171 115 -6.8 -64
3300-12C .......... do...... 108 240 -5.5 -80
157 230 -5.2 =71
3300-13C .... Hawaiian basalt ..... .51.8 43 -18.1 -96
3300-14C .... Precambrian 313 99,000 -24.3

black chert.

ISOTOPIC COMPOSITION OF CARBON AND HYDROGEN IN APOLLO SAMPLES

samples were being contaminated with oxygen contained in
(or on) the platinum crucible in which we heated our sample.
Our procedure had been to heat the platinum crucible to
bright redness, allow it to cool in air, outgas it in vacuo at
~1,400°C, let it cool, expose it to the air while introducing
the sample, evacuate and quickly heat the crucible to redness
for a moment in vacuo (flash heating), and allow it to cool in
vacuo before proceeding with the heating of the sample.
Epstein and Taylor loaded their outgassed crucible in a dry
box so that it did not “see” the air. However, they did not
check the oxygen content of their dry box, nor could they
deoxygenate their samples, most of which had “seen” air on
return from the moon.

In order to check on the importance of the exposure to air
of our outgassed crucible, we built an apparatus that allowed
us to completely outgas the equipment and crucible before
dropping the outgassed sample into the platinum crucible. The
Vycor envelope and crucible were first heated to ~900°C by
use of a tube furnace placed about the apparatus. The furnace
was then removed and replaced by an induction heater work
coil, and the platinum crucible was then heated to ~1,400°C.
The lunar samples, in the form of ~0.5-cm cubes and chips,
were contained in a sidearm of the apparatus and heated
overnight in vacuo at 180°C before being pushed by a
magnetically operated pusher into the platinum crucible. The
samples were first heated to 760°C by use of the external tube
furnace. Temperatures were monitored with a thermocouple
and potentiometer and, to 760°C, are accurate to +10°C. To
attain temperatures above 760°C, an induction heater was
used, and temperatures were read on an optical pyrometer
with £10°C accuracy. In spite of these precautions, the gases
that evolved from the two rocks processed consisted mostly of
CO, and H;0. The ratio of total CO, to CO (or CHs) was
about 1:5 to 1:10. The H,0:H, ratio ranged from 3 to 40.
Most of the oxidized species were found at temperatures of
200° to 600°C, and some were found at higher temperatures;
these findings reinforce our previous conclusion that some
CO, is a primary constituent and not an artifact of our
procedures. One sample (14305) appeared to show a lower
ratio of CO; to CO at the lower temperatures; thus possibly
the lower CO,:CO ratios found by Epstein and Taylor (1971)
were evolved at temperatures that are lower than those given
by them. It is noteworthy that they used an induction heater
for all their heating and that they measured their temperatures
with an optical pyrometer. Temp -atures below ~600°C were
estimated by them; thus they may nave been in error by as
much as 100°C.

At temperatures above about 700°C the reduced carbon
species present in the sample (C, CO, CH,) probably react
with the iron oxides and silicates to produce a mixture of CO
and CO,. Any free hydrogen will also react to give H,0.
Therefore, we do not think that the proportions of oxidized
versus reduced species of carbon and hydrogen that evolved at
elevated temperature have any relation to their original ratio in
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the unheated sample. In addition, all the samples have been
exposed to some atmospheric oxygen, and this contaminant
may not be easily removed, especially on dust (soil) samples.
Table 2 gives the results of our analyses.

Our experience shows that the two techniques for the
determination of carbon content and §C' 3 —stepwise (pyroly-
sis) and combustion—give virtually identical results (table 3).

Table 3.—-Comparison between pyrolysis and combustion techniques

Sample . Carbon Hydrogen
No. Wt Procedure P/m 5§ P/m 5

14305-57 .... 2.49 Pyrolysis ..... 45 21 20 90
74 Combustion... 50 -22 20 -109

15100-3 . 3.0 Pyrolysis ... .. 50 +9 85 -760
97 Combustion . .. 99 +8 90 -550

95 ..do...... 74 411 66 -620

15555-144 .. .. 3.49 Pyrolysis ... .. 7.7 -24 2.0 90
1.41 Combustion . ... 7.3 -27 2.8 -130

In figure 1 we have plotted the C'? versus parts per million
carbon for all lunar materials that we and other authors
(Kaplan and others, 1970, 1971; Epstein and Taylor, 1970,
1971, 1972) have reported. The crystalline rocks range in
carbon content from 7 to 78 p/mand in §C*3 from -17 to -30
per mil. The dust samples range in carbon content from 30 to
188 p/mand in §C'3 from +20 to -24, with a tendency toward
heavier (more positive) 8C!3 values for samples with more
carbon. The crystalline rocks were outgassed on melting on the
moon and would retain the nonvolatile forms of carbon such
as elemental carbon and carbides which have a §C'? of about
24, per mil. The dust could contain, in addition to these
carbon species, carbon in other forms and from other sources,
for example from solar wind and cosmic rays. These later
sources of carbon appear to be relatively heavy (=20 per mil).

HYDROGEN

The total hydrogen, including molecular H,, H, 0, and CH,,
ranges from 2p/mand ~143X10°® (D/H) for sample 15555 to
120p/mand 78X10¢ (D/H) for sample 15271.

Although terrestrial contamination is always a possibility, as
has been discussed by us (Friedman and others, 1970) and by
Epstein and Taylor (1971), we believe that the results of our
experiments indicate the amount of this contamination. Dust
samples that have been combusted at 900°C and then opened

to laboratory air and recombusted show a maximum con-

tamination of 5 p/m H,. Samples that have been melted in
vacuum at 1,350°C and then exposed to laboratory air and
combusted have given an upper limit of 0.7 to 1.8 p/mH,
contamination.

ISOTOPIC COMPOSITION OF CARBON AND HYDROGEN IN APOLLO SAMPLES

H, versus (D/H)X10® for all reported analyses is plotted in
figure 2. Interestingly, the materials low (below 20 p/m in H,
tend to give (D/H)X10°¢ values higher than about 130. The
interior of a large basalt sample (No.12051) gave a
(D/H)X10® value of 207. In these samples, which are
enriched in deuterium compared to earth materials, we have
attributed the hydrogen, in part at least, to generation by
spallation reactions, an explanation concurred with by Epstein
and Taylor.

The samples that are rich in hydrogen (more than 60p/mH,)
contain hydrogen that is depleted in deuterium (less than
90X10°® (D/H), and this hydrogen is mainly solar wind H,,
although there may be some contribution from hydrogen out-
gassed from the lunar interior or from lunar rocks melted by
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Figure 1.—A plot of the carbon content versus the §C'* in lunar
samples. The letter symbols refer to published data: F, Friedman,
Gleason, and Hardcastle (1970), and Friedman, O’Neil, Gleason, and
Hardcastle (1971); E, Epstein and Taylor (1970, 1971, 1972); and K,
Kaplan, Smith, and Ruth (1970, and Kaplan and Petrowski (1971).
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impact, as well as hydrogen from meteorites. Hydrogen from
these later three sources may be adsorbed on, or trapped in,
the lunar dust and breccia.

The exact molecular “species” that contains the hydrogen is
uncertain and, to some extent, is a semantic problem.
Certainly the extraction procedures used by us and by Epstein
and Taylor cannot easily differentiate whether the H, is
present as atomic H in a radiation “hole” or is bound loosely
or tightly to oxygen in the silicate or oxide mineral. Hydrogen
generated by spallation reactions will probably be more tightly
bound than hydrogen “adsorbed” by lunar outgassing, whereas
solar wind protons will probably have some intermediate
stability in relation to the host lattice. Materials subject to a
high degree of shock metamorphism before the introduction
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Figure 2.—A plot of the hydrogen content versus the deuterium con-
centration in lunar samples. The letter symbols refer to published
data: F, Friedman, Gleason, and Hardecastle (1970), and Friedman,
O’Neil, Gleason, and Hardcastle (1971); E, Epstcin and Taylor (1970,
1971, 1972), Kaplan and Petrowski (1971), and Kaplan, Smith, and
Ruth (1970).

of protons may provide a stronger H-O bond than more

perfect silicate (or. oxide) lattices.

Epstein and Taylor (1971) attempted to determine the true
deuterium concentration of lunar hydrogen by an exchange
experiment using deuterium-depleted water. The rationale of
their experiment was that inasmuch as the hydrogen and water
liberated on heating the lunar soils and breccias tended to
interact during extraction, and inasmuch as the water present
in the sample was probably a contaminant, then exchanging
the easily exchangeable water with light (deuterium-depleted)
water should make the hydrogen obtained by heating in vacuo
lighter. Their experiments did just that. However, all that they
have shown is’that: -

1. Some of the water is exchangeable with water vapor at
300°C (temperature .estimated; it could be as high as
400°C).

2. The hydrogen and water undergo isotopic exchange at the
temperatures of extraction.

We do not see that their experiment has any bearing on the
true amount and isotopic, composition of lunar hydrogen and
water. » LT

The deuterium content -versus total H, (H,+H,0) for all
lunar samples reported in the literature is plotted in figure 2.
Although it is difficult to assess the amount of contamination
present in each. sample and in spite of the fact that the
analyses were made by different techniques by two different
analysts, there are certain regularities in the data.

The dust samples cover a wide range in hydrogen and
deuterium contents—30 to 120 p/m total H, and 37 to 134
p/m D. The breccias cover a similar range, 9 to 118 p/m total
H; and 22 to 144 p/m D. The crystalline rocks cover a much
narrower range—2 to 9 p/m H; and 134 to 207 p/m D.

The range in total Hy in the dust samples leads us to believe
that contamination is not as serious a problem as indicated by
Epstein and Taylor (1971). From figurc 2 data, it would
appear that crystalline rocks contain about 2 to 9p/mH, with .
a deuterium concentration of 134 to 207 p/m. This hydrogen
probably - consists of spallationagenic hydrogen plus hydrogen
remaining after melting and partial outgassing of the rocks.

The dust and breccia contain an additional component of
hydrogen that is partially of solar wind origin, partially
captured meteoritic hydrogen, and partially captured lunar
outgassing hydrogen. -
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STABLE ISOTOPE AND LEAD ISOTOPE STUDY OF THE
CORTEZ, NEVADA, GOLD DEPOSIT AND SURROUNDING AREA

By R. O. RYE, B. R. DOE, and J. D. WELLS, Denver, Colo.

Abstract.—Isotope studies of sulfur, carbon, hydrogen, oxygen, and
lead were carried out to clarify the age and origin of the Cortez gold
deposit and the surrounding mineralized area. The hydrogen isotope
data indicatc that meteoric water was the dominant component of the
ore-forming fluids at Cortez. The hydrogen isotope data support
geologic cvidence for a Tertiary age for the deposit. The oxidation of
the ore probably occurred during the deposition of postore calcite and
was caused by waters whose oxygen isotopic composition was distinctly
different from that of the ore fluids. The carbon isotope data suggest
that the only carbon present in the ore fluids was derived from solution
of the host rock. The lead and sulfur data are consistent with a possible
sedimentary derivation for the gold in the ore. Lead and sulfur isotope
distributions indicatc that much of the galena mineralization in the areca
occurred during the Jurassic.

The Cortez gold mine is located in Lander County, Nev.
(fig. 1). It is a low-grade hydrothermal deposit in which the
gold is disseminated in the upper part of the Roberts
Mountains Formation in lower plate rocks near a Tertiary
intrusive. The regional and local geology, mineralogy,
geochemistry, and age of the deposit have been described in
several papers (Erickson and others, 1966; Wells and others,
1969; Roberts and others, 1971; Wells and others, 1971; Wells
and Mullens, 1973). The study by Wells and Mullens (1973)
indicated that the host rock Roberts Mountains Formation is a
silty, argillaceous, carbonaceous, pyrite-bearing limestone that
contains both calcite and dolomite. During mineralization
calcite was removed from the finely fractured silty carbonate
of the Roberts Mountains Formation, creating micropore
space in which pyrite, quartz, and illite were deposited along
with gold and arsenic from hydrothermal solutions. The gold
occurs mainly in minute specks of arsenian pyrite and in
arsenian rims of larger pyrite grains. The gold is invisible at
high magnification (X 1,600) in unoxidized ore. Some visible
gold occurs in the oxidized zone, indicating that gold was
mobilized and concentrated during oxidation. A few small
quartz veinlets occur in the deposit, usually with gold and
pyrite which has been completely oxidized to goethite-
hematite. These rare veinlets are the only megascopic ex-
pression of the hydrothermal process. The only other notice-
able megascopic features of the deposit are the abundant
calcite veinlets which occur as botryoidal masses or acicular
crystals in postore fractures.

The study by Wells and Mullens (1973) indicated that the
Cortez deposit is probably similar to many Tertiary hydro-
thermal gold deposits in which the gold, instead of being
concentrated into veins, was disseminated in microfractured
rocks. However, their study left unsolved the problem of the
source of the hydrothermal fluids and the origin of the gold in
the deposit. There is also uncertainty about the age of the
deposit. Wells, Elliott, and Obradovich (1971) concluded that
the deposit was related to either the Oligocene quartz
porphyry dikes exposed near the mine or the Miocene rhyolite
volcanics that crop out in the Buckhorn area.
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Figure 1.—Index map showing location of the Cortez gold mine in the

Cortez-Buckhorn area, Nevada. Base from U.S. Geological Survey,
Winnemucca quadrangle, 1:250,000, 1962,
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In this study we present all available stable and lead isotope
data on the Cortez deposit and on the surrounding area in an
attempt to clarify the origin and age of the deposit.

EXPERIMENTAL TECHNIQUES

Stable isotope techniques

The stable isotope analyses for carbon, hydrogen, oxygen,

and sulfur were made by widely used -standard “techniques -

which have been summarized by Rye and Sawkins (1974). The
stable isotope data are presented as 8 values which are defined

as per mil deviations relative to a given standard. The § value -

of hydrogen, for example, is defined as:

H/ Dsample _H/Dstandard

H/D

5D = X 1,000

standard

terms of sample and standard. The SMOW standard (Craig,

1961) is used for hydrogen and oxygen isotope: data. Carbon.
isotope data are presented relative to PDB (Craig, 1957), and

the sulfur isotope data are presented relative to the Cafion
Diablo trailite standard. The analytical uncertainty is about
%(0.1 per mil for carbon, oxygen, and sulfur and +1 .0-per rml
for hydrogen.

Lead isotope techniques

Galena samples were dissolved, converted to lead iodide, and
run by the PbS-NH, NO; surface-emission method of solid-
source mass spectrometry. Feldspars were decomposed by
HF-HC104 techniques in a clean laboratory, purified by ion
exchange and dithizone techniques, and run by the

PbS-NH4NO; surface-emission method of solid-source :mass:

spectrometry, except for sample W302 which was run by the

H3PO4-silica gel emitter technique of solid-sourcé mass
spectrometry Pyrite concentrates were cleaned. with HC1 and.
dissolved in 1:1 HNO3 and analyzed like the feldspar leads.-
Sediments were split chemically by leaching into.an HCI-
soluble fraction and an HCl-insoluble fraction (res1due) The

residue was then treated similarly to the feldspars. and. the
HC1-soluble fraction started at the ion exchange step. .

percent for 2°8Pb/2%4Ph at 20, except for sample W302 for
which the analytical uncertainties are about (.15 percent for
all ratios.

The stable isotope data are summarized in tables 1-3; the
lead isotope data are summarized in table 6 and figure 4;

collection localities for all samples are indicated in figures 2
and 3.

RESULTS

Sulfur isotope data

Sulfur isotope geochemistry of ore deposits has-undergone-a.

‘not result in extreme pH or fQ,

- thermal . fluids indicate that H,S was the dominant sulfur
The analytical uncertainties are about 0:27. percent for -

206pp/204P, 0,40 percent for 2°7Pb/2%%Pb, and 0.54°

remarkable transformation in recent years. Sulfur isotope
fractionations between coexisting sulfides can now often be
used to determine temperatures of ore deposition (for
example, Czamanske and Rye, 1974). Also the variations of
8534 values of specific minerals in ore deposits may now be
interpreted in terms of variations in the physical-chemical
environment of ore deposition (Ohmoto, 1972).

The isotopic composition of sulfur in sulfides was deter-
mined on .representative samples from all the mineralized
localities 'in the Cortez-Buckhorn area (figs. 2—3; table 1).
These include samples from mineralized rocks at the Mill

_Canyon,.Copper Canyon, Buckhorn, Cortez silver, and Cortez

gold deposits. The sample from the Cortez gold deposit

“consisted of small grains of pyrite in a quartz veinlet which

escaped oxidation because of inclusion in the quartz. This
pyrite is presumably representative of the microscopic pyrite

"o that was disseminated in the deposit during mineralization.
The & values for other stable isotopes are defined similarly in

Also analyzed were pyrite from various localities in the
Roberts Mountains Formation, sulfur from an active hot

. spring in.Crescent Valley, and barite cement in breccia from
-Horse Canyon.

The 8S3* values of all hydrothermal sulfides from the
mineralized areas range from 4.5 to 15.3 per mil. In discussing

- the significance of sulfur isotopic variations it is essential to

evaluate how much isotopic variation is due to fractionation
among various minerals and to changes in the physical-
chemical environment of the hydrothermal fluids as opposed
to actual variations in the 833 of the total sulfur content in
the ore-forming fluids. Owing to the large fractionations of
sulfur isotopes between reduced and oxidized sulfur species in
hydrothermal solutions the 8S3* values of precipitated
sulfides can be greatly different from those of the total sulfur
in solution; Thus, large variation in the §S** values of specific
minerals may reflect variations in the physical-chemical
environment of ore deposition and not necessarily the mixing

“of sulfur from different sources (Ohmoto, 1972).

The absence of sulfates in the sulfide assemblages at all the
mineralized areas and the observation that equilibration with
the various igneous and limestone host rocks in the area would
conditions in the hydro-

specié-in the hydrothermal solutions. Under these conditions
the 8S3* values of pyrite reflect fairly closely the §S3* values
of the hydrothermal sulfur, and the §S3* variations of sulfides
in the Cortez-Buckhorn area must reflect variations of the
8S3* of the total sulfur in the hydrothermal solutions
(Ohmoto, 1972). The wide range of §S3* values indicates that
the hydrothermal sulfur was derived either from a hetero-
geneous source or from at least two sources of different
isotopic composition, The large positive §S3% values for the
hydrothermal sulfur indicate that all the sulfur in the area was
derived from shallow crustal sources as opposed to deep-seated

- homogenized lower crustal or upper mantle sources from

which presumably hydrothermal sulfur with §S3* values of

.1-2 per mil is derived.
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Figure 2.—Geologic map of the Cortez-Buckhorn area, shewing sample localities. Modified from Wells, Elliott, and Obradovich (1971, fig. 2).
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Figure 3.—Sketch map showing localities of samples from the Cortez
gold mine. Area of map shown in figure 2.

It is interesting that native sulfur from the thermal springs in
Crescent Valley which was formed by the oxidation of H, S in
the springs has a 6S3% value of 10 per mil. This S3* value
indicates that now the hydrothermal sulfur in the area is also
predominantly from a shallow crustal source (compare Schoen
and Rye, 1970).

The Roberts Mountains Formation contains about 0.5
percent pyrite which is presumably of diagenetic origin. Wells,
Stoiser, and Elliott (1969) suggested the pyrite in the Roberts
Mountains Formation as a possible source for the gold in the
Cortez deposit. In order to evaluate the possibility that the
hydrothermal sulfur was derived from the Roberts Mountains
Formation we analyzed samples of pyrite from three localities
in the Roberts Mountains Formation. Two of these localities
are considered to be far removed from possible influence of
hydrothermal fluids.

The 8S°* values for these samples range from 5.0 to 11.9
per mil. If these values are representative of the Roberts
Mountains Formation as a whole, all the hydrothermal sulfur
could have come from the formation. This observation is also
consistent with the lead isotopic data (see later section).

The sulfur isotopic story is somewhat similar to that for
Tertiary mineralization in the western Black Hills, S.Dak.,
where Precambrian sulfides were undoubtedly the source for
much of the Tertiary sulfur (Rye and Rye, 1974). This is an
important point to keep in mind for the future exploration of
such areas because the source of the Tertiary sulfides may be
older ore deposits or widely dispersed sulfides in preexisting
rocks.

In the vicinity of the Mill Canyon stock 8§S3* values of
sulfides tend to show a zonal relationship to the stock. The
8S53* values or sulfides in the stock are 15.3 to 11.2 per mil,

ISOTOPE STUDY, CORTEZ, NEVADA, GOLD DEPOSIT

whereas those in the limestones at Mill Canyon and the
surrounding mineralization in the area are 8.0 to 4.5 per mil.
This distribution of §S3* values is similar to that observed for
the Zeehan deposits of Tasmania (Both and others, 1969). The
data, however, are very limited, and further analyses would be
necessary to establish how much of the mineralization in the
area has apparent genetic relationship to the Mill Canyon
stock. Wells, Elliott, and Obradovich (1971) recognized three
periods of igneous activity (Jurassic, Oligocene, Miocene) but
could not determine if there were one, two, or three periods of
mineralization in the Cortez-Buckhorn area. They noted that
some of the mineralization must have occurred during the
Miocene. The sulfur and lead isotope data (in later section)
suggest that some of the mineralization near the Mill Canyon
stock is probably Jurassic, indicating that there were at least
two periods of mineralization in the area.

Hydrogen isotope data

Hydrogen isotope data are critical for a discussion of the
origin and history of the hydrothermal fluids at Cortez. The
hydrogen isotopic composition of the ore-forming fluids was
determined directly by the analysis of water in one sample of
fluid inclusions from a vuggy quartz veinlet in the oxidized ore
zone. Indirect information on the 8D of the ore fluids was
determined from analyses of the clay alteration in the
Oligocene quartz porphyry dike adjacent to the ore deposit.
The hydrogen isotopic composition of postore fluids was
determined directly from analyses of water in fluid inclusions
in milky calcite. Finally, the 6D of clay alteration at the
Buckhorn mine was determined for comparison with the
values at the Cortez gold mine (table 2).

A 6D value of -128 per mil was obtained for the water in
fluid inclusions in the quartz veinlet and an average value of
-143 per mil for the water in inclusions in postore calcite. The
8D values of -135 and -167 per mil were obtained for the clay -
alteration at the Cortez gold mine and the Buckhorn mine,
respectively.

Present-day meteoric waters in the area average about -130
per mil. Sheppard, Nielsen, and Taylor (1969) have shown that
the 6D values of surface waters in most parts of the Western
United States have probably not changed significantly since
the early Tertiary. Deep-seated waters in hydrothermal fluids
normally have 8D values of -50 to -70 per mil (Rye and
Sawkins, 1974). The large negative 6D values prove that the
fluids associated with the ore and alteration at the Cortez and
the Miocene Buckhorn deposits and with the postore fluids at
Cortez were predominantly of meteoric origin. The slight
variation of 8D values could indicate that some of the ore
fluids contained a small percentage of deep-seated water, but
there are not enough data to evaluate this possibility. The 6D
variations could have resulted from normal variations in
meteoric waters over a given period of time. The 6D data
support a Tertiary age for the Cortez gold deposit (compare
Wells and others, 1971). The mineralization could have
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Table 1.—The 6 S** values of Cortez area sulfides, sulfates, and sulfur
[Sample localities shown in figs. 2 and 3]

5534 values

Sample Locality Sample description Pyrite Sphalerite Other
M84 ., ........ Mill Canyon . ... ........ Oxidized ore in Wenban Limestone from 6.65 14.90
dump.
J509 ... L. do........... Fresh ore from Mays tunnel in Wenban 8.05 5.58 '5.89
Limestone.
Jaoo . ........ ol do........... Quartz vein in Jurassic quartz ~ ..... 11.20 '11.85
monzonite.
W170......... ... ..... do.......... Disseminated sulfides in Jurassic 1532 ..., L.
quartz monzonite.
DH-1010 ...... Copper Canyon. ......... Veinlet in drill sample in upper plate 13.07 .73 L.
cherts and volcanics.
W46A ........ Buckhorn .............. Pyrite and marcasite in altered breccia 6.55  ..... ...
of basalt.
J263 ........ Cortez silver deposit . .. ... Oxidized ore in Hamburg Dolomite.........  .....  ..... 16.49
J265B........ .......... do.......... Unoxidized ore from Arctic tunnel .........  ..... 7.48 ...
w305 ........ Fourmile Canyon ........ Disseminated sulfides in intermediate 469  ..... ...
dike.
w351 ........ Cortez gold deposit. ...... Unaltered pyrite preserved in quartz 542 ..., Ll
veinlet in oxidized ore.
DH-F18 ...... 0.8 km (0.5 mi) west of Pyrite from Roberts Mountains Formation 505 ... L.
Cortez gold deposit. in unmineralized rock near Cortez
gold deposit.
w233 ........ 2.6 km (1.6 mi) southeast of Pyrite from Roberts Mountains Formation 506  .....  L......
Cortez (town). 6.4 km (4 mi) south of Cortez gold deposit.
115T™M ....... Northwest of Carlin, Nev. Pyrite from Roberts Mountains Formation 11.39 ... L.
(not shown on fig. 2. in unmineralized area.
Lat 40°52.5' N.,
long 115°19'W.).
M552C ...... Hot Spring in Crescent Sulfur from active hot springs . ........ooee ... L.l 210.00
Valley, 24 km (15 mi)
northeast of Cortez gold
deposit (not shown on
fig. 2. Lat 40°25'00"” N.,
long 115°30'5" W.). .
J 1.7, G Horse Canyon......... Barite cementin breccia .. ...oovvvvecenee L. ..., 314.58
!Galena.  2Sulfur.  3Barite.

occurred during either the Oligocene or the Miocene igneous
activity in the area. The fact that the Oligocene quartz
porphyry dike that is in the Cortez deposit was intensely
altered by meteoric waters suggests an Oligocene age as more
probable.

Oxygen isotope data

Oxygen isotope data are essential in discussions of the
thermal history of hydrothermal fluids and in discussions of
the extent of interaction between hydrothermal fluids and
wallrock. The 80'® values were determined on quartz and
hematite in the small veinlets and postore calcites and on the
calcite and dolomite components of the Roberts Mountains
Formation from localities within and outside the Cortez
deposit (tables 3, 4, and 5).

The 60" ® values of quartz from the Cortez gold mine range
from 6.4 to 18.3 per mil. This quartz occurs both as tightly

grouped crystals and as chalcedony. The §0'8 values of the
crystalline quartz are considerably larger than those of
chalcedonic varieties. Filling temperature of fluid inclusions,
determined by Nash (1972, p. C17), indicates a temperature
of deposition of about 200°C for the quartz veinlets at Cortez.
This is probably near the temperature of ore deposition,
assuming that the megascopic and microscopic quartz grains at
Cortez are of the same generation.

By using the 80" 8 values for quartz in table 3, the 200° C
temperature of deposition, and the experimental quartz-water
fractionation curve, the §0'® of the hydrothermal fluids can

be calculated. (The quartz-water oxygen isotope fractionation

curve used in this study is 1,000 1na = 3.57 X10~67~2.2,73,

where « is the fractionation factor, m‘ﬂt_z, and T is
0'8/0!6 water

the absolute temperature.) These calculations indicated a

80'8 of about 4.8 per mil for the fluids in equilibrium with
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Table 2.—Hydrogen isotopic data of water in fluid inclusions and
clay alteration
[Sample localities shown in figs. 2 and 3]
Description

Sample sD

Cortez gold deposit

J314 ... Fluid inclusions in 2.5-cm (1-in.) quartz veinlet from
oxidized ore; well-defined crystals occur in center
of the veinlet. Most of quartz is milky, indicating
a high density of primary inclusions (see tables 3
and 4 for 60" ® values and isotopic values of
crosscutting caleite) . ............ ... ......

Kaolinite alteration in quartz porphyry dike
adjacent to the Cortez gold deposit ...........

Fluid inclusions in dense white postore botryoidal
calcite (for 50" 2 and §C' 2 values, see table 5). . .

Fluid inclusions in acicular calcite in postore fracture
in oxidized ore

-128
J260 ...
-135
w336 ..
-145
W346 ..
~-142

Buckhorn mine

B125A . Kaolinite alteration of andesite volcanics near the

Buckhorn mine -167

...........................

Table 3.—The 6§0'8 of quartz and hematite from Cortez gold deposit
and other localities
[Sample localities shown in figs. 2 and 3]

Sample Locality Description 50'8
J314 .. Cortez gold 2.5-¢cm (1-in.) quartz veinlet with 18.23
deposit. pyrite oxidized to hematite and
crosscutting calcite.
w320.. .... do. 6-mm (% in.) quartz veinlet with 17.59
later calcite in oxidized ore,
w339 ..do. 6-mm (% in.) chalcedonic quartz 6.35
veinlet in oxidized ore.
W34l.. .... do. 6-mm (% in.) chalcedonic quartz 12.48
veinlet with later calcite.
J400 .. Mill Canyon Quartz in sulfide vein from quartz 17.36
monzonite.
J265 .. Cortez silver Quartz in sulfide vein from 17.89
deposit. Cambrian dolomite host rock.
AT113. Cortez gold Hematite from high-grade gold ore  -9.64
deposit. separate.
J313 .. ..do.... Hematite from quartz veinlet in -8.80
oxidized ore.
DH-408 ..do.... Hematite from drill hole in -9.71

oxidized ore.

crystalline quartz and -6.8 to -0.7 per mil for the fluids in
equilibrium with chalcedonic quartz. The large positive 02
values for the crystalline quartz fluids indicate that the fluids
underwent extensive exchange with silicate or limestone
wallrocks. The negative 80'® values for the chalcedonic
qu'artz fluids indicate that these fluids underwent less exten-
sive exchange with the wallrocks than did the crystalline
quartz fluids. This difference of §0'2 values in the fluids may
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reflect a variation in the wallrock exchange. history of .the
hydrothermal fluids with time during ore deposition or it may
reflect mixing of meteoric waters from two sources in the area
of ore deposition such as was observed at the Bluebell mine,
British Columbia (Ohmoto and Rye, 1970).

The 60'® values of quartz from the other deposits in the
area are similar to those observed in the Cortez gold deposit,
and suggest deposition from waters having a §0'® and
temperature that are similar to those of at least part of the

-mineralization of the Cortez gold deposxt

Calcite was leached from the Roberts Mountains Formation
during ore- deposition (Wells and -Mullens, 1973); only. rarely -
was dolomite leached from the rock. This leaching of calcite
from the rock during the period of mineralization is.reflected
in the decrease of calcite: dolomite molé ratios in-the ore
versus those in unaltered Roberts Mountams Formatlon
outside the Cortez area (table 4). '

The 50'8 values of calcite in the Roberts Mountains
Formation in the ore deposit range froin 9.4 to 13.3 per mil.
These values are considerably lower than those values observed- -
for the unaltered Roberts Mountains.Formation-several miles -
from the ore deposit (17.9 to 21.2 per. mil). On the other
hand, the §0' 8 values of dolomite in the wallrock in the ore
deposit are only slightly lower than those observed in the

--unaltered- parts of the Roberts Mountains. This fact -is in-

accord with the observation that dolomite was generally
unaffected by the hydrothermal process. The §0'8 values of
the fluids in equilibrium with the caicite of the Roberts
Mountains in the ore deposit can be calculated assuming a
temperature of 200°C (see earlier section) and the calcite-
water equilibrium of O’Neil, Clayton, and Mayeda (1969).
These calculated values range from 0.3 to 4.6 per mil and are
compatible with the 0% values calculated from the quartz

" data.’

The postore calcites occur in acicular rhombohedral,
botryoidal, and massive varieties whose paragenetic relation-
ships are not known except that the varieties are all considered
to be poestore. At least one sample (W346) cuts upper Tertiary
gravel beds.

The 80'® values of the calcites range from 9.3 to 15.5 per
mil. The fact that these calcites have the same range of 60 ®
values -as.. the calcite in. the. altered Roberts Mountains

- ‘Formation wallrock is considéred fortuitous. The temperature

of deposition of these calcites is not known, but a reasonable
estimate would be 50°C. At 50°C the 8§0'® values of the
fluids would range from -15 to -12 per mil. These values are
compatible with the negative 8D values observed in the water
in fluid inclusions in the calcite (Craig, 1961).

The §0'® values of the hematite oxidation product of pyrite
in the quartz veinlets average about -9.2 per mil. This value is

_compatible_with the 80'® value on the. postore calcite and

indicates that the oxidation of pyrite to hematite occurred at
very low- temperatures and probably durmg the: precipitation
of the calcite.



RYE, DOE, AND WELLS

Table 4.—The 80" ® and 8C'? values of calcite and dolomite in the Roberts Mountains Formation at the

Cortez gold deposit and other localities

[Sample localities shown in figs. 2 and 3]

19

Calcite Dolomite
Sample Locality Description Calcite:dolomite
08 sC3 508 s§C'?
AT46 ........ Cortez gold deposit . .. ... Oxidizedore .. .....  ..... 20.27 -1.99 0
AT50 ........ ......... do..ovvennnn Ll do..... ..... ... 20.21 -1.68 0
AT74 ... oo, do.......... L., do..... 12.38 -3.07 20.64 -1.79 R
AT94 ........ ......... do.......... Unoxidized host  13.63 -.46 20.92 -.47 1.9
rock near ore.
AT109........ ......... do.......... Oxidizedore ..  .....  ..... 20.42 -1.77 0
W320 ........ ... do.......... ..... do..... .....  ..... 16.03 -1.35 0
W335 ... e do.......o. Ll do..... 12.28 -1.50 18.18 -.70 3.6
DH-1043 ...... ......... do.......... Unoxidized ore 9.36 -3.27 17.90 -3.67 .8
w233 ........ 2.6 km (1.6 mi) southeast Unaltered 17.92 -.88 21.34 -.84 2.3
of Cortez (town). limestone )
w236 ........ 2.4 km (1.5 mi) southeast ~ ..... do..... 21.20 -.20 20.93 -1.17 15.4
of Cortez (town).
W247 ...l 2.6 km (1.6 mi) southeast ~ ..... do..... 20.18 -.98 22.04 -1.19 9.5
of Cortez (town).

Table 5.—The §0' ® and §C'® values of postore calcite at Cortez gold
deposit and at Mill and Copper Canyons

[Sample localities shown in figs. 2 and 3]

Sample Description 80 §C'3
Cortez gold deposit

AT116 - White calcite in oxidized ore zone 10.53 -3.84
AT111 . White calcite in brecciated ore. . . . . 11.68  -2.25
J314 ... Brown rhombohedral calcite cutting

quartzveinlet . . . . ......... 11.32 -2.11
J31r..... White late calcite oxidized ore. ... .. 10.68 -3.06
w320 Massive white calcite filling interior

of quartz veinlet . . ......... 13.78 -1.47
w329 Brown rhombohedral calcite . . . . . 10.06  -2.40
w329 White massive calcite cutting brown

varety . . . .0 oo i 12.51 -1.50
W335 . Clear calcite crystals in smallvug . .. 9.34  -2.02
w336 Veinlet of milky rhombohedral calcite

crosscutting small quartz-hematite

veinlet . . ............... 12.07 -1.13
w337 . Botryoidal calcite in oxidized ore . . . 15.48 -1.43
W341 White botryoidal calcite on

chalcedonic quartz . ........ 11.71 -2.39
w343 Late botryoidal calcite cementing

upper Tertiary gravel. . . ... ... 14.69 -1.35

Mill Canyon

J509 - eee- Rhombohedral calcite from massive

ore from Wenban Limestone . ... 4.45 -1.24

Copper Canyon

DH-1010. . Calcite veinlet from drill sample

in upper plate volcanics . . .. ... 10.53 -2.11

Carbon isotope data

Carbon isotope data on calcite can be used to determine the
source of carbon in hydrothermal fluids. The carbon in the
hydrothermal fluids of many postmagmatic deposits was
derived from deep-seated rather than shallow limestone
sources (Rye and Sawkins, 1974). In order to determine the
8C!'3 of the hydrothermal fluids from 8C'3 data on calcite
and limestone, information is needed on the temperature, pH,
and fO, of the fluids (Ohmoto, 1972). There is not enough
information available on the Cortez deposit to determine the
fo and pH of the fluids; however, the lack of evidence in the
host rock for extremely low fo values in the hydrothermal
fluids suggests that most of the “carbon in the hydrothermal
fluid was present as CO, and at 200°C 5C'? calcite ~ §C!'3
CO, ~6Cxc'? (Bottinga, 1969; Ohmoto, 1972).

The 8C'3 values of the calcite in the Roberts Mountains
Formation in the Cortez mine range from -0.5 to -3.3 per mil
and are in the range of values observed in the unaltered
Roberts Mountains and in the range of unaltered marine
limestones in general (Keith and Weber, 1964). The lack of
significant §C'2 changes in the altered limestone host rock
indicates that carbon present in the hydrothermal fluids
probably had 8C'? values in the range of those of marine
limestones. This similarity is in accord with the observation
that calcite was removed from the host rock during ore
deposition and was probably the source of most of the
hydrothermal carbon. It seems unlikely that a significant
amount of deep-seated carbon was present in the hydro-
thermal fluids.
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The 8C*? values of the postore calcites range from -0.4 to
-3.8 per mil. Although not enough is known about the nature
of the parent solutions to be conclusive, the §C!'® values
suggest that the postore calcites were derived from the
sedimentary marine limestone during thermal spring activity in
the area (compare with Friedman, 1970).

Lead isotope data

The isotopic composition of lead in ores, sedimentary rocks,
and igneous rocks from northern Nevada is given in table 6 and
figure 4. For discussion of lead isotope systematics see
Kanasewich (1968).

An unusual opportunity to follow the development of lead
isotope ratios in igneous rocks with time is provided by the
three periods of igneous activity represented—Jurassic,
Oligocene, and Miocene. From figure 4 we see that there is
little difference in the lead isotopic composition between the
Miocene and Oligocene igneous rocks and that the values of
206pL/204P} are smaller than for the Jurassic igneous rocks,
indicating that the Miocene and Oligocene rocks are somewhat
less radiogenic. This relationship is not particularly surprising
in that much of the uranium in a rock is easily mobilized and
might well be included with its uranogenic lead in the first
melting fractions. The value of 228 U/2°*Pb must have been
considerably reduced, and nonradiogenic lead must have been
left behind in the source. The reduction is necessary in order
to leave the source at 15-35 m.y. with less radiogenic lead
than it had at about 150 m.y., when the approximately
100-m.y. interval for production of additional 2°®Pb by
radioactive decay of uranium is taken into account. Alterna-
tively the Miocene-Oligocene rocks might have had a source
different from that of the Jurassic rocks.

The value of 2°6Pb/2%4Pb in the alaskite dike phase (J256)
of the quartz monzonite of the Mill Canyon stock is distinctly
greater than for the stock and may be the consequence of
natural contamination of the alaskite by country rock lead.

The galena samples are also closely grouped by lead isotope
ratios, which are near those of the igneous rocks; this is
suggestive of an igneous origin for the lead in the ores as
previously concluded by A.P. Pierce and M. E. Delevaux
(written commun., 1973). Although the spread in the lead
isotope ratios between the Jurassic and Miocene-Oligocene
igneous rocks is not great enough to make a good lead isotope
“fingerprint” determination possible, four of the six galena
samples fall on a mass-fractionation analytical error line of the
sample from the Mill Canyon stock (samples H50b and AS96
are the two exceptions). These four galenas are tentatively
considered to have resulted from Jurassic hydrothermal
mineralization associated with rocks like the Mill Canyon
stock or to have been leached from such rocks. Some ores,
sample H50b for example, may have resulted from hydro-
thermal Miocene-Oligocene mineralization such as that which
affected the rhyolite of Horse Creek, or they may be leached
from such rocks. Values in sample AS96 are of indeterminate
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Table 6.—Lead isotope ratios from samples collected in north-central
evada

[Sample localities are shown in figs. 2 and 3 except those indicated by
latitude and longitude. M.H. Delevaux, analgst for ores and feldspar
’WS%Ogi B. R. Doe, analyst for rocks. u = 238U/2%4Pb, k = 232Th/

Atomic ratios
Sample (normalized to absolute)

206:204 207:204 208:204

Description

Ores from Cortez area

15.73  39.09

AS96 . . 19.53 Galena from upper plate
rocks, Silver Prize mineg
Lander County (lat 40

21.5" N., long 116° 43.6"
W)

H50b . . 19.289 15.674 38.959 Galena from granodiorite that
intrudes upper plate rocks,
1.6 km (1 mi) NNE. of
.Granite Mountain, Lander
County (lat 40° 24.5° N,

long 116° 44.4' W.)

Galena from vein in quartz
monzonite (same unit as
96C).

J1I09A .19.47 1576  38.98

Jo6C . . 19.42 15.71 38.79 Boulangerite from vein in

quartz monzonite (Meso-
zoic).

15.64 38.71 late, Ham-

ortez silver

Galena in lower
burg Dolomite,
mine.

J263 .. 19.34

J120B . 19.45 15.75 38.94 Galena from vein in lower
plate rocks near and prob-
ably related to quartz mon-
zonite stock. Vein is in Wen-

ban Limestone.

Igneous rocks from Cortez area

J269 .. 19.32 15.70 39.12 Potassium feldspar, artz

rphyry at Rock House
xpper plate rocks).

J272 .. 19.25 15.67 38.95 Potassium feldspar Caetano

Tuff.

Sanidine, rhyolite plug at
Horse Creek (upper plate).

Sanidine (alaskite dike phase
of J258) from Fourmile
Canyon (upper plate), prob-
ably Jurassic.

J254A . 19.38 15.76  39.33

J256 ..19.74 1574  39.25

J258 .. 19.50 15.80 38.87  Microcline, quartz monzonite
of Mill Canyon, Jurassic age

(lower plate).

Potassium feldspar (Pb, 78.7
p/m; U, 2.36 p/m, Th, 3.42
p/m rhyolite flow on the
divide north of Horse Can-
yon, 3,765 m (12,350 ft)
north of Horse Ranch.

w302 ..19.303 15.708 39.119

Roberts Mountains Formation from Cortez area ,

w233 .. 19.63 15.58 38.78 Residue from sample W233.
Collected far from known
ore, Cortez Mountains; Pb,
7.44 p/m; U, 3.94 p/m; Th,
7.73 p/m (u 34.7; k, 2.02).

Residue was 50.2 percent.
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Table 6.—Lead isotope ratios from samples collected in north-central
Nevada—Continued
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Table 6.—Lead isotope ratios from samples collected in north-central
Nevada—Continued

Atomic ratios
Sample (normalized to absolute)

206:204 207:204 208:204

Description

Roberts Mountains Formation from Cortez area—Continued

HC1-soluble fraction from
sample W233; Pb, 6.16 p/m;
U, 3.06 p/m; Th, 3.25 p/m
(n 33.5; « 1.10).

Pyrite from sampie W233,
HNOs soluble.

Pyrite, HNOs soluble. Collec-
ted from portal of Cortez
gold mine. Only slightly
altered.

Whole-rock sample of Cortez
ore; Pb, 14.92 p/m; U, 4.29
p/m; Th, 5.41 p/m (g, 19.1;
Kk, 1.3) 87.6 percent residue.

w233 ..21.36 15.77  39.04

w233 .. 2012 1569  38.63

!38.81
238.63

115.75
215.69

119.64
19.58

722DC .

JE1 ...2030 1567  39.13

HC1-soluble fraction of Cortez
ore. Leach was 35.1 p/m Pb
for dissolved fraction or
13.2 p/m in terms of the
whole rock; residue was 62.3
percent.

JE1 ...2025 1572  39.38

Residue of Cortez ore sample
AT112. Pb, 1.21 p/m; U,
3.30 p/m; Th, 5.97 p/m (u,
181.7; «, 1.87). Residue was
44.1 percent.

HC1-soluble fraction of Cortez
ore sample AT112. Pb, 20.4
p/m; U, 3.23 p/m; Th, 4.33
p/m (u, 10.4; x, 1.4).

AT112 . 20.31 15.73  39.22

AT112 . 19.64 15.67  38.84

Ore from Wheeler Peak area

I1.. 1915 15.68 39.10 Quartz vein outcropping with
alena, southern Snake
ge, White Pine County

(1at 38 58.5' N,, long 114

21.5"'W.)

Ores from the Ruby Mountains area

Galena from a vein in Middle
ambrian limestone about
0.2 km (0.125 mi) from con-
tact with Oligocene pluton,
Elko County (lat 40° 17°N.,
long 115° 20' W.).

Galena from a vein in Middle
Cambrian limestone about
0.2 km (0.125 mi) from con-
tact with Oligocene pluton,
Elko County (lat 40° 21'N.,
long 115° 38' W.).

Galena from a replacement of
dolomitized Cambrian lime-
stone at contact with over-
lying thrust plate of chert
and fine-grained quartzite,
White Pine County (lat
40°5'N., long 115°38'W.).

63W56. 18.689 15.726 38.607

64W25 . 18.64 15.72  38.30

65W6l1 . 18.71  15.74  38.17

Atomic ratios
Sample (normalized to absolute)

206:204 207:204 208:204

Description

Ores from Battle Mountain area

R1 .. 15.45 Galena from the Nevada mine,
Humboldt County (lat

40°33’ N., long 117°7.5'W.).

15.686 39.000 Galena from the White and
Shiloh mine, Humboldt
County (lat 40°33'N., long
117°8'W.).

19.04 38.23

AEH251 19.260

ICPG . 19.24 15.58  38.65 Gold concentrate from Iron
Canyon, Humboldt County
(may contain some galena)
lat = 40°32.5° N., long
115°5'W.).
Ore from the Carlin gold mine
L-2-10 . 19.77 15.87 39.51 Galena from a veinlet in Carlin
gold ore, Eureka County (lat
40°52.5'N., 10ong 116°19'W.).
! Noisy run.
3 Reinsert at a later time. Quiet run.
40.0 | | | T
39.5 — . CGM -]
L
g LI In
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Figure 4.—2°7Pb/2°*Pb and 2°®Pb/2°*Pb versus 2°%Pb/2°*Pb for
ores, sediments, and igneous rocks of northern Nevada. Galenas from
the Cortez area (w) and other areas (.): WP, Wheeler Peak; RM, Ruby
Mountains; BM, Battle Mountain; CGM, Carlin gold mine. Igncous
rocks from Cortez area: o, Jurassic; o, Oligocene; and &, Miocene,
Sedimentary rocks from Roberts Mountains Formation in Cortez
area: R, residue; L, HC1 leach; WR, whole-rock; Py, pyrite. The
different analyzed fractions from an individual sample are connec-
ted by the curved lines.
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origin, and they well could represent naturally contaminated
lead from the Miocene-Oligocene or Jurassic igneous rocks
inasmuch as the ore fluid transected country rock and could
have acquired additional lead.

The ore-igneous rock fingerprint is more significant when it
is compared with analyses of galenas from elsewhere and when
data on lead in host sediments of the Cortez gold ore are
included (fig. 4), which show that other isotopic compositions
are present in the region. In addition, the sulfur isotope data
on the ores indicate a zoning pattern around the Mill Canyon
stock, which further supports a Jurassic mineralization age for
many of the galena ores.

Leads in the Silurian Roberts Mountains Formation,
analyzed because the formation is the host of the Cortez gold
ore, are generally more radiogenic today than the leads in the
igneous rocks. The isotopic ratios in this silty limestone unit
are in general similar to those found in Paleozoic limestones
elsewhere in Nevada and in Missouri (Doe, 1970). Because the
limestones have a significant amount of uranium relative to
lead, comparison of present-day lead isotope ratios in the
limestone with those of the galenas is not proper unless the
galenas formed recently. If we assume that the galena
mineralization occurred in the Jurassic and that the value of
2387J/204Ph for the whole rock has not been altered since
then, the unaltered sample of Roberts Mountains (W233)
would have had a 2°%Pb/2%*Ph value 150 m.y. ago, of about
19.7, still greater than the values for galena. The assumption
concerning 238U/2%*Pb may not be a bad one for this sample
even though other limestones seem to have undergone recent
alterations in this ratio (Doe, 1970). The 2>8U/2°¢Ph age for
sample W233 is 500 m.y. and was calculated assuming
a 500-m.y.-old initial model lead.

The altered, mineralized, and oxidized whole-rock sample
(JE1) from the Cortez gold mine would have given a similar
206pp/20% Ph value of 19.8 150 m.y. ago, but the other
altered, mineralized, and oxidized sample from the Cortez gold
mine (AT112) calculated on a whole-rock basis would fall in
the ore-igneous rock field (D19.3). Both altered samples would
give ages greater than 500 m.y. by the 238U/2°6Ph method,
assuming a 500-m.y.-old initial model lead. Because the
uranium contents of the altered samples are rather similar to
those of the unaltered sample (W233), the old ““age” is best
accounted for by a net addition of lead to the mineralized
samples relative to uranium. Indeed, HCl-leachable lead that is
less radiogenic than residue lead is unusual, and it seems likely
that ore lead has been added to the HClleachable fraction of
sample AT112. Lead added to sample JE1 (oxidized ore)
appears to have been locally derived limestone lead. The pyrite
sample 722DC (slightly altered) also is close to the galena field
as if some galena ore lead is contained in it (the uranium and
lead contents of the pyrites were not determined, but the
- uranium contents are usually low; Wampler and Kulp, 1964).
The value of 2°6Pb/2°4Ph for pyrite from the unaltered
sample (W-233) is intermediate between the HCl-soluble and

residue fractions. There is no evidence of galena lead in this
pyrite, and, in addition, the pyrite is almost certainly not
diagenetic but must have been formed much after deposition.
The unaltered sample may well have been reconstituted in the
Jurassic, inasmuch as the leachable lead fraction would have
approximated the pyrite lead isotopic composition about 150
m.y. ago, assuming that the observed value of 238U/2%4Pb
applies to that period of time. Everything considered,
apparently the altered and mineralized Roberts Mountains rock
at the Cortez gold mine, rather than being the source of lead
for any galena ores, had galena lead added to it, perhaps about
150 m.y. ago but possibly more recently.

No untreated gold was available from the Cortez gold mine;
therefore, any conclusions concerning the origin of the gold
based on the lead isotope data from altered oxidized rock
mineralized are speculative. In one sample of altered host rock
for the gold ore there is evidence, which might be taken to
support a hydrothermal gold mineralization, of some galena-
type lead having been added to the pyrite and to the
HCl-soluble phase. In another sample of altered mineralized
rock, however, the added lead seems to have been locally
derived because the whole-rock lead isotopic composition is
similar to that of an unaltered sample, which at least shows
that the gold mineralization was not necessarily accompanied
by significant introduction of lead. This possibility is in
agreement with results of analyses which show very little lead
in the ore (Wells and others, 1969). When the lead isotope data
of sample JE1 are coupled with the sulfur isotope data, the
probabilities slightly favor a local derivation for the gold at the
Cortez gold mine.

CONCLUSION

1. The sulfur in the mineralization at Cortez and the
surrounding area was derived from either a single hetero-
geneous source or two independent upper crustal sources. The
data are compatible with the possibility that all sulfur was
derived from the Roberts Mountains Formation.

2. Meteoric waters were the dominant component in the
ore-forming fluids at the Cortez deposit and probably for the
Miocene mineralization in the Buckhorn area. Meteoric water,
probably in thermal springs, was also responsible for the
precipitation of the postore calcite in the Cortez gold deposit.
The 8D values of the meteoric waters are compatible with the
8D values of a Tertiary age for the deposit.

3. The oxidation of the ore was caused by low-temperature
ground waters whose §0'® values were distinctly different
from those of the ore-forming fluids. The oxidation probably
occurred during the deposition of the postore calcite.

4. The isotopic data indicate that the §0'8 of the hydro-
thermal fluids was highly variable, suggesting either a complex
wallrock-exchange history for the meteoric hydrothermal
fluids or the mixing of meteoric waters from two different
sources in the area of ore deposition.
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5. The absence of carbon isotopic alteration of the host
rock indicates that little deep-seated carbon was present in the
hydrothermal fluids. The precipitation of postore calcite
probably resulted from the solution, transport, and re-
deposition of the host rock in a thermal spring system.

6. Four of the six galenas in the Cortez area have lead
isotope ratios similar to those of the Jurassic Mill Canyon
stock, suggesting that these ores are genetically related to the
stock. The apparent zoning in §S3* values in galenas about
this stock further supports an origin of the galenas from this
stock and a Jurassic age for much of the galena mineralization.

7. When the lead isotope data on mineralized and unaltered
Roberts Mountains Formation, the host rock of the gold ore,
are coupled with the sulfur isotope data, the probabilities
slightly favor a local derivation for the gold at the Cortez gold
mine.
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PANTELLERITE FROM THE HART MOUNTAIN AREA,
SOUTHEASTERN OREGON—INTERPRETATION OF
RADIOMETRIC, CHEMICAL, AND ISOTOPE DATA

By D. C. NOBLE!, E. H. McKEE, and G. W. WALKER,
Menlo Park, Calif. ,

Abstract.—Two pantellerites from the Hart Mountain area of south-
castern Oregon have been dated at about 25—-27 m.y. by potassium-
argon methods. Calculated major- and minor-element contents of the
groundmass of the phenocryst-rich lavas are very similar to those of
high-alumina pantellerite lavas and tuffs from Pantelleria and other
localities. An initial Sr®”/Sr®¢ ratio of 0.703420.0002 determined on
phenocrystic anorthoclase from one specimen indicates a subcrustal
origin for the parent magmas. The very low initial Sr®” /Sr®¢ ratio and
the relatively high K:Rb ratios of 450 and 330 strongly suggest that the
parent mafic magmas were derived from mantle material that had been
markedly depleted in incompatible elements, which are strongly
partitioned into a melt phase by a much earlier episode of magma
generation. Data on the Hart Mountain rocks support the interpretation
that at lcast some of the early Miocene silicic tuffs and lavas of eastern
Oregon and northwestern Nevada are differentiation products of mafic
magmas of subcrustal origin.

The first geologic, petrographic, mineralogic, and chemical
data on phenocryst-rich pantellerite lavas from the Hart
Mountain area, southeastern Oregon (fig. 1) were those of
Walker (1961). Although peralkaline silicic tuffs and lavas have
since been shown to be common in the northwestern Great
Basin (Noble and others, 1968, 1970, 1973; Noble, McKee,
and Creasy, 1969; Walker and Swanson, 1968a; Walker, 1969),
rocks of the Hart Mountain area remain the most highly
peralkaline recognized in the region. Because interpretation of
these rocks is important to the understanding of both the
origin of peralkaline salic melts and the tectonic significance of
middle and late Cenozoic volcanic rocks of the Western United
States, we have obtained additional radiometric, chemical, and
isotopic data on the two specimens originally studied by

Walker.

POTASSIUM-ARGON AGE DETERMINATIONS

The pantellerite lavas of the Hart Mountain area are overlain
by mafic and intermediate lavas correlative with part of the
Steens Basalt (Walker and Repenning, 1965). In its type
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Figure 1.—Sample localities in the Hart Mountain area.

section on Steens Mountain, the Steens Basalt has been dated
by potassium-argon methods at about 15.3 m.y. (Baksi, York,
and Watkins, 1967). South of Hart Mountain, lavas apparently
representing a lower part of the Steens Basalt are overlain by
the Idaho Canyon Tuff, an areally extensive ash-flow sheet
with a potassium-argon age of 15.6 to 16 m.y. (Noble and
others, 1970; Walker and Repenning, 1965; D. C. Noble,
unpub. data, 1973). Prior to the present work, the pantel-
lerites of the Hart Mountain area were presumed by us to be of
middle and late Miocene age, in part because peralkaline silicic
volcanic rocks appeared to be restricted to the middle and
upper Miocene and Pliocene in other parts of the northwestern
Great Basin. Walker and Swanson (1968b), however, recog-
nizing a regional unconformity at the base of the Steens
Basalt, suggested the possibility that the unit containing the
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pantellerites might be as old as Oligocene. Potassium-argon age
determinations (table 1) obtained on phenocrystic anortho-
clase separated from the two specimens studied by Walker
(1961) show that the rocks are of latest Oligocene and (or)
earliest Miocene age.

Table 1.—Potassium-argon age determination on anorthoclase pheno-
cryst separates from two specimens of pantellerite lava

[Argon determinations by E. H. McKee using standard isotope-dilution
methods (Dalrymple and Lanphere, 1969). Potassium analyses by L.
B. Schlocker using a flame-photometer procedure with lithium as an
internal standard. K*° decay constants: Ae = 0.585%107° yr?; A=
4.72X101° yr!'. Abundance ratio: K*°/K=1.19X10* atom per

atom]
0 Razi;:%enic Radizfenjc Age
Specimen (wt percent)  (mol/g) (percent) (m.y.)
GWW.-3-60 4.89 1.999x107'° 72.66  27.5:0.8
4.95 1.999X107*° 63.33  27.1:0.8
GWW-4-60 4.87 1.811x1071° 74.52 25.0:0.8

MAJOR- AND MINOR-ELEMENT COMPOSITION

Chemical analyses of two specimens from Hart Mountain
and selected pantellerite analyses from the literature are given
in table 2. The calculated groundmass composition of speci-
men GWW-3-60 (table 2) shows how the high phenocryst
content (>30 percent, mainly anorthoclase) of the rocks
(Walker, 1961) tends to obscure their pantelleritic character.
The somewhat low Na,O content of the Hart Mountain
specimens compared with other pantellerites probably reflects
the well-known tendency for peralkaline silicic igneous rocks
to lose appreciable amounts of Na on crystallization.

Quantitative optical emission spectrographic analyses are
supplemented by X-ray fluorescence determinations of Rb and
Sr in table 3.

Table 2.—Major-element analyses, in weight percent, of pantellerites
from the Hart Mountain area and other localities

Specimen . ... 1 2 3 4 5 6

Si0, ..... 69.4 68.6 71.3 69.7 68.1 69.41
A1,0,.... 132 135 115 108 102  10.64
Fe,0, 3.2 3.1 4.1 1.9 856 (%)

FeO ...... 1.8 1.8 2.2 4.2 ) 6.81
MgO. ..... 05 03 .02 23 <l 26
Ca0...... .30 .52 3 .44 .75 .64
Na,O..... 5.8 5.8 5.0 6.4 6.30 6.12
K,0 ..... 4.6 4.7 4.5 4.7 4.54 4.46
H,0 ..... 1.0 1.0 ... A5 . .
TiO, ..... 35 37 3 50 44 1.17
Zr0, ..... 08 .08 12 18 A3 L.
P,0, ..... 05 .03 04 07 <1 12
MnO ..... .18 17 2 .30 18 36
co, ..... €05 <05 et e e

'Fe, 0, not recorded; total iron as FeO.
2FeO not recorded; total iron as Fe,0,.

PANTELLERITE, HART MOUNTAIN AREA, OREGON

Table 2.—Major-element analyses, in weight percent, of pantellerites
from the Hart Mountain area and other localities—Continued

1. Crystallized pantellerite lava GWW-4-60, Lake County, Oreg. Data
from Walker (1961), except ZrO, values, from table 3, this paper.

2. Crystallized pantellerite lava GWW-3-60, Lake County, Oreg. Data
from Walker (1961), except ZrO, values, from table 3, this paper.

3. Approximate groundmass composition (anhydrous) of specimen 2
calculated from modal data and chemical data assuming reasonable
Ca contents for the anorthoclase phenocrysts and reasonable
compositions for the mafic phases (Carmichael, 1962, tables II,
IV, and V).

4. Nonhydrated pantellerite glass of high-alumina type, Pantelleria,
Italy. Data from Zies (1960), Carmichael (1962), and Noble and
Haffty (1969).

3. Average nonhydrated vitric pantellerite ash-flow tuff, flow unit C,
Fantale volcano, Ethiopia. Data from Gibson (1970).

6. Average crystallized pantellerite ash-flow tuff, middle unit, Gran
Canaria. Data from Schmincke (1969).

Strontium and barium content

Although the pantellerites from the Hart Mountain area are
highly differentiated compared with most silicic igneous rocks,
their Sr and Ba contents,! sensitive measures of the amount of
feldspar fractionation, are higher than those of many
comendites and pantellerites (for example, Noble Haffty, and
Hedge, 1969; Ewart and others, 1968). The high Ba:Sr ratios
(®25) suggest that the Hart Mountain pantellerites were
derived from relatively potassium-poor parent magmas that
were unable to crystallize alkali feldspar until relatively late in
their differentiation. Crystallization of plagioclase preferen-
tially extracts Sr from igneous melts, whereas Ba is concen-
trated almost entirely in the residual liquid (Korringa and
Noble, 1971). Alkali feldspar, on the other hand, has a strong
affinity for both Ba and Sr. Barium would have been less
strongly enriched relative to Sr had major early separation of
alkali feldspar taken place during the protracted crystal
fractionation leading to the generation of the Hart Mountain
pantellerites.

Potassium-rubidium ratios

The K:Rb ratios, 450 and 330, of the two Hart Mountain
specimens are high for silicic igneous rocks. We feel the value
of 450 obtained on specimen GWW-3-60 is more significant, as
this rock is denser than GWW-4-60 and less likely to have had
Rb added by vapor-phase transport (Hart and others, 1971) or
secondary ground-water processes. The anorthoclase pheno-
cryst separate from specimen GWW-3-60 (Korringa and Noble,
1971) has a Rb content of 26 p/m and a K:Rb ratio of 1570.

! Part of the Srin the whole-rock specimens, particularly CWW-4-60,
which is relatively porous, may be foreign Sr added through the
interaction of strontium-bearing ground water with the fine-grained
parts of the rocks. This possibility is based on analytical data on other
crystallized silicic volcanic rocks (D. C. Noble, Joseph Haffty, and C. E.
Hedge, unpub. data) that suggest that such rocks readily take up Sr
from ground water and by the anomalously low distribution coefficient
for Sr between melt and phenocryst phases computed using the XRF
values for Sr obtained on specimen GWW.-3-60 and the anorthoclase
specimen from this rock (Korringa and Noble, 1971).
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Table 3.—Quantitative optical emission spectrographic analyses in
weight percent, of pantellerites from the Hart Mountain area and
other localities

[Analyses made by methods similar to those described by Bastron and
others (1960). Joseph Haffty, analyst. See columnar notes, table 2
for specimen description. N.d. not determined]

Specimen.......... 1 2 4 5

B .o 0002, . . 0.004 0.001 N.d.
Ba ............... 051 .054. .005 0.053
Be ............... .004 .005 .0005 N.d.
Ce ..oovveniinn. 1.03 1.03 N.d. N.d.
Covvninnninn <.0002 <.0002 <.0005 N.d.
Cr....oivviin.. <.0001 <.0001 <.0001 N.d.
Cu...oovvvnina.. .0004 .0002 .0003 N.d.
Ga............... .0035 .0035 .0043 N.d.
La ...t .012 .008 .023 .010
Mo ... ... ... .0002 .0003 .0022 N.d.
Nb............... .007 008 032 013
Nd............... 1.015. 1.015 N.d. N.d.
Ni oot <.0002 <.0002 .0004 N.d.
Pb ... .002 .002 .002 N.d.
Rb .............. 2.0116 2.0087 N.d. N.d.
Se o .0002 .0002 - .0006 N.d.
SnoL.ie .0008 .0008 .0014 N.d.
S 2.002 2.0009 .0003 .003

.0030 .0019

Voo <.0005 <.0005 <.0005 N.d.
Y. oo 0077 0076 014 .010
Yb.....oooLL. .0008 .0008 .0010 N.d.
Y/ .056 .060 .16 .093

! Semiquantitative optical emission spectrographic methods. J. C.
Hamilton, analyst.
2 Quantitative X-ray fluorescence methods. L. F. Espos, analyst.

Simple mass-balance calculations using the modal.data given
by Walker (1961) show ‘that the Rb content and K:Rb ratio of
the groundmass are approximately 106 p/m and 350, respec-
tively. The K:Rb ratio of the groundmass of the rock thus is
about 0.22, the same as that of the associated anorthoclase
phenocrysts, and in good agreement: with the values obtained
by Noble and Hedge (1970) for other peralkaline and
subalkaline silicic volcanic rocks.

The anorthoclase is-low in Sr (32 p/m), and presumably also
in Ca, and is not zoned inward to (cored by) sodic plagioclase.
This and the very low Sr and Ca contents of the rocks suggest
that “prolonged: fractional - crystallization of plagioclase and
mafic minerals from more primitive magmas first had to
produce a sufficient increase in K and decrease in Ca for
anorthoclase to crystallize before significant amounts of
anorthoclase could then separate to produce residual liquids of
approximately the composition of the whole-rock specimens.
A K:Rb ratio greater than 600 for the original liquid prior to
separation of 33 wt percent anorthoclase is determined using
approximate coefficients for the partition of K and Rb
between alkali feldspar and melt phases from the analytical
and modal data on specimen GWW-3-60. Although a quantita-
tive inference of the K:Rb ratios of the initial magmas cannot
be made, a value of 700, and possibly greater, appears
reasonable.
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The possibility does exist, although we consider it unlikely,
that the elevated K:Rb ratios reflect accumulation of anortho-
clase phenocrysts that, prior to eruption, had settled into the
Hart Mountain magma from hypothetical overlying magma.
Although such a mechanism was suggested by Noble and
Hedge (1970) to explain the high K:Rb ratios found in certain
highly feldspathic syenites and trachytes within the Black
Mountain caldera in southern Nevada, we have no field or
other evidence to suggest that it is applicable to the Hart
Mountain rocks. Moreover, the rocks from the Hart Mountain
area are not the only Cenozoic igneous rocks from the
northwestern Great Basin to have high K:Rb ratios. Certain
flows of the Steens Basalt in southeastern Oregon have K:Rb
ratios of 600 to 900 (Gunn and Watkins, 1970); an early
Miocene basalt and an aphyric silicic obsidian of late Miocene
age from northwestern Nevada have K:Rb ratios greater than
900 and 600, respectively (Noble and others, 1970; 1973).
Clearly, however, K and Rb data on additional specimens are
required to bear out or refute the proposed mechanism,

Minor-element and rare-earth content

The somewhat elevated B, Be, Ga, Nb, Sn, Y, Zr, and
rare-carth contents of the Hart Mountain specimens are
characteristic of peralkaline igneous rocks, but nevertheless are
lower than the values observed for many pantellerites (for
example, table 3, specimen 4), probably largely because the
parent magmas were derived from depleted mantle material, as
discussed below. As all the above elements except Ga and
perhaps Be are concentrated almost entirely in the residual
liquid during fractional crystallization of peralkaline salic
melts, the concentration of these elements in the groundmass
of the crystal-rich specimens should be about 50 percent
greater than in the whole rock.

INITIAL STRONTIUM ISOTOPE COMPOSITION

Because the Hart Mountain rocks are poor in Rb relative to
some other peralkaline rocks, anorthoclase phenocryst sepa-
rates prepared from the specimens have relatively low Rb:Sr
ratios (compare Noble and others, 1973), allowing precise
determination of the Sr®7/Sr®® ratio for the time of eruption.
The initial Sr®7/Sr®® ratio of specimen GWW-3-60, 0.7034
(table 4), is lower than the average of values of 0.7033 to

Table 4.—Strontium isotope composition of phenocrystic anorthoclase

from specimen GWW-3-60

[Strontium isotope composition was determined in the U.S. Geological
Survey laboratories on a 6-in., 60° sector, Neir-type mass spectro-
meter utilizing a triple rthenium-filament mode of ionization. D. C.
Noble, analyst, The mass spectrometer gives a value of 0.7080 for the
Eimer and Amend standard SrCO,. All data have been normalized to
a value of 0.1194 for Sr®¢/Sr®®. The Rb:Sr ratio was determined by
quantitative X-ray fluroescence methods. Subseript i indicates ratio
calculated for the time of eruption, o indicates observed ratio]

Rb:Sr 0.800 Sr®7/Sr;8¢
Sr®7/Sr, 8¢ 70428  Deviation (20) . . . . ..

...................
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0.7046 obtained on mafic and intermediate lavas of Miocene,
Pliocene, and Quaternary age from northwestern Nevada and
eastern Oregon (Hedge and others, 1970; Noble and others,
1973). The initial ratio is slightly lower than the average for
young basalts from oceanic areas and appreciably lower than
the present-day ratio of approximately 0.706 inferred by
Peterman and Hedge (1971) for primitive mantle material.
Since the amount of radiogenic strontium present in a rock is a
time-integrated function of its Rb:Sr ratio, the Rb:Sr ratio of
the source material from which the parent magmas of the Hart
Mountain rocks were derived probably was lowered relatively
early in the Earth’s 4.6-b.y. history.

After it was injected to relatively high levels, the parent
magma for the Hart Mountain pantellerites underwent inten-
sive low-pressure crystal fractionation. With protracted crystal-
lization and separation of olivine, pyroxene, and plagioclase,
Al, Ca, Sr, Mg, and related minor transition-element contents
greatly decreased and Si, K, Rb, and Ba contents and Fe:Mg
and (NatK): Al ratios progressively increased. K:Rb ratios
decreased very slightly. With continued fractionation, feldspar
constituted a progressively larger percentage of the total
phenocryst assemblage separating from the melt. Phenocrystic
plagioclase became increasingly richer in Na and K and
eventually was replaced by Ca anorthoclase and finally by
anorthoclase. Separation of anorthoclase caused further de-
crease in Al, Sr, Ba, and the K:Rb ratio, and increase in Si, Rb,
and other minor incompatible elements. Separation of alkali
feldspar with (Na+K):Al ratios about 1 from the now
peralkaline residual liquids caused the melts to become
progressively more peralkaline. Small amounts of Na were
probably lost during the separation of an aqueous phase during
the latter stages of shallow fractionation and migration toward
the surface. Larger amounts of Na were lost, Fe*? partly
oxidized, and K, Rb, and Ba possibly locally redistributed
during granophyric crystallization (devitrification) of the
groundmass material of the lavas.

ORIGIN OF PARENTAL MAGMAS AND THEIR
SUBSEQUENT DIFFERENTIATION

The strontium isotopic and K:Rb data together suggest that
the pantellerites from the Hart Mountain area were derived
from mafic magmas generated from mantle material that much
earlier had been partly depleted in Rb, K, and other
incompatible elements by one or more episodes of partial
melting and magma generation. During the earlier episode or
episodes of partial melting, Rb, a very large monovalent
cation, was partitioned into the melt phase more strongly than
either K or Sr, resulting in an increase in the K:Rb ratio and a
decrease in the Rb:Sr ratio of the residual solid material left
behind after the magmatic liquid had been drawn off. Magma
subsequently produced during the Cenozoic from this depleted
source material had an unusually high K:Rb ratio and, because
of the low Rb:Sr ratio of the source material, a very low initial

Sr®7/Sr86 ratio. A very similar origin for the type pantellerites
from the island of Pantelleria, Italy, has been demonstrated by
Korringa and Noble (1972).

REGIONAL IMPLICATIONS

The pantellerites of the Hart Mountain area were erupted at
about the same time as the Ashdown Tuff, rhyolite of the
Black Rock Range, and associated ash-flow units in north-
western Nevada (Noble and others, 1970; 1973) and silicic
ash-flow tuffs of the John Day Formation in northeastern
Oregon (Swanson, 1969). Noble (1972) has pointed out that
the highly sodic nature of the anorthoclase phenocrysts in the
Ashdown Tuff strongly suggests that the magma was produced
by protracted large-scale fractional cyrstallization of mafic
magma. Both the Ashdown Tuff and related silicic tuffs and
lavas in northwestern Nevada and the silicic rocks of the John
Day Formation are closely assoicated in space and time with
mafic lavas. Consistently low initial Sr®7/Sr®® ratios of 0.7046
to 0.7059 obtained on early Miocene silicic lavas and tuffs
from the northwestern Great Basin (McKee and others, 1972)
effectively rule out derivation from or incorporation of
appreciable amounts of material of upper crustal origin. The
Hart Mountain pantellerites provide additional evidence for a
latest Oligocene and early Miocene episode of basalt-derived
silicic volcanism in northwestern Nevada and eastern Oregon,

ACKNOWLEDGMENTS

We are indebted to C. E. Hedge for the use of analytical
facilities for the determination of strontium isotope composi-
tion. Noble was supported by National Science Foundation
grant GA-35756 and National Aeronautics and Space Adminis-
tration grant NGR-22-007-103. The report was improved by
the discussions with D. W. Swanson and R. L. Christiansen.

REFERENCES CITED

Baksi, A. K., York, D., and Watkins, N. D., 1967, Age of the Steens
Mountain geomagnetic polarity transition: Jour. Geophys. Re-
search, v. 72, no. 24, p. 62996308,

Bastron, Harry, Barnett, P. R., and Murata, K. J., 1960, Method for the
quantitative spectrochemical analysis of rocks, minerals, ores, and
other materials by a powder d-c arc technique: U.S. Geol. Survey
Bull. 1084-G, p. 165-182.

Carmichael, 1. S. E., 1962, Pantelleritic liquids and their phenocrysts:
Mineralog. Mag,, v. 33, p. 86—113.

Dalrymple, G. B., and Lanphere, M. A., 1969, Potassium-argon
dating—Principles, techniques, and applications to geochronology:
San Francisco, W. H. Freeman and Co., 258 p.

Ewart, A., Taylor, S. R., and Capp, A. C., 1968, Geochemistry of
pantellerites of Major Island, New Zealand: Contr. Mineralogy and
Petrology, v. 17, p. 116—140.

Gibson, I. L., 1970, A pantelleritic welded ash-flow tuff from the
Ethiopian Rift Valley: Contr. Mineralogy and Petrology, v. 28 p.
89-111.

Gunn, B. M., and Watkins, N. D., 1970, Geochemistry of the Steens
Mountain Basalts, Oregon: Geol. Soc. America Bull., v. 81, no. 5 p.
1497-1516.



NOBLE, McKEE, AND WALKER 29

Hart, S. R., Gunn, B. M., and Watkins, N. D., 1971, Intralava variation
of alkali elements in Icelandic basalt: Am. Jour. Sci., v. 270, no. 4,
p. 315-318.

Hedge, C. E., Hildreth, R. A., and Henderson, W. T., 1970, Strontium
isotopes in some Cenozoic lavas from Oregon and Washington:
Earth and Planetary Sci. Letters, v. 8, p. 434—438.

Korringa, M. K., and Noble, D. C., 1971, Distribution of Sr and Ba
between natural feldspar and igneous melt: Earth and Planetary Sci.
Letters, v. 11, p. 147—151.

1972, Genetic significance of chemical, isotopic, and petrographic
features of some peralkaline salic rocks from the island of
Pantelleria: Earth and Planetary Sci. Letters, v. 17, p. 258—262.

Mckee, E. H., Noble, D. C., Hedge, C. E., and Bonham, H. F., 1972,
Strontium isotopic composition of some early Miocene rhyolitic
tuffs and lavas from the northwestemn part of the Great Basin, in
Geological Survey research 1972: U.S. Geol. Survey Prof. Paper
800-D, p. D99-D102.

Noble, D. C., 1972, Some observations on the Cenozoic volcano-
tectonic evolution of the Great Basin, western United States: Earth
and Planetary Sci. Letters, v. 17, p. 142—150.

Noble, D. C., Chipman, D. W., and Giles, D. L., 1968, Peralkaline silica
volcanic rocks in northwestern Nevada: Science, v. 160, p.
1337-1338.

Noble, D. C., and Haffty, Joseph, 1969, Minor-element and revised
major-element contents of some Mediterranean pantellerites and
comendites: Jour. Petrology, v. 10, p. 502—509.

Noble, D. C., Haffty, Joseph, and Hedge, C. E., 1969, Strontium and
magnesium contents of some natural peralkaline silicic glasses and
their petrogenetic significance: Am. Jour. Sci., v. 267, p. 598—608.

Noble, D. C., and Hedge, C. E., 1970, Distribution of rubidium between
sodic sanidine and natural silicic liquid: Contr. Mineralogy and
Petrology, v. 29, p. 234—241.

Noble, D. C., Hedge, C. E., McKee, E. H., and Korringa, M. K., 1973,
Reconnaissance study of the strontium isotopic composition of

Cenozoic volcanic rocks in the northwestemm Great Basin: Geol.
Soc. America Bull., v. 84, p. 1393-1406.

Noble, D. C., McKee, E. H., and Creasy, J. W., 1969, Late Tertiary
peralkaline volcanism in north-central Humboldt County, Nevada
[abs.]: Geol. Soc. America Abs. with Programs 1969, pt. 3, p.
48-49.

Noble, D. C., McKee, E. H., Smith, J. G., and Korringa, M. K., 1970,
Stratigraphy and geochronology of Miocene volcanic rocks in
northwestern Nevada, in Geological Survey research 1970: U.S.
Geol. Survey Prof. Paper 700-D, p. D23—D32.

Peterman, Z. E., and Hedge, C. E., 1971, Related strontium isotopic
and chemical variations in oceanic basalt: Geol. Soc. America Bull.,
v. 82, p. 493--500.

Schmincke, H. U., 1969, Ignimbrite sequence on Gran Canaria: Bull.
Volcanol., v. 33, p. 1199-1219.

Swanson, D. A., 1969, Reconnaissance geologic map of the east half of
the Bend quadrangle, Crook, Wheeler, Jefferson, Wasco, and
Deschutes Counties, Oregon: U.S. Geol. Survey Misc. Geol. Inv.
Map 1-568, scale 1:250,000.

Walker, G. W., 1961, Soda rhyolite (pantellerite) from Lake County,
Oregon, in Short papers in the geologic and hydrologic sciences:
U.S. Geol. Survey Prof. Paper 424-C, p. C142—C144,

1969, Possible fissure vent for a Pliocene ash-flow tuff, Buzzard
Creek area, Harney County, Oregon, in Geological Survey research
1969: U.S. Geol. Survey Prof. Paper 650-C, p. C9—C17.

Walker, G. W., and Repenning, C. A., 1965, Reconnaissance geologic
map of the Adel quadrangle, Lake, Harney, and Malheur Counties,
Oregon: U.S. Geol. Survey Misc. Geol. Inv. Map 1-446, scale
1:250,000.

Walker, G. W., and Swanson, D. A., 1968a, Laminar flowage in a
Pliocene soda rhyolite ash-flow tuff, Lake and Harney Counties,
Oregon, in Geological Survey research 1968: U.S. Geol. Survey
Prof. Paper 600-B, p. B37—B42.

——.1968b, Summary report on the geology and mineral resources of
the Poker Jim Ridge and Fort Warner areas of the Hart Mountain
National Antelope Refuge, Lake County, Oregon: U.S. Geol.
Survey Bull. 1260-M, p. M1-M16.

Zies, E. G., 1960, Chemical analyses of two pantellerites: Jour.
Petrology, v. 1, p. 304—308.






Jour. Research U.S. Geol. Survey
Vol. 2, No. 1, Jan.- Feb. 1974, p. 31—34

FLUID-INCLUSION STUDIES OF THE PORPHYRY
COPPER DEPOSIT AT BAGDAD, ARIZONA

By J. THOMAS NASH and CHARLES G. CUNNINGHAM, JR.,
Menlo Park, Calif.

Abstract.—Quartz in chalcopyrite- and molybdenite-bearing veins at
Bagdad contains two predominant types of fluid inclusions: one has
moderate salinity (about 8 percent) and filling temperatures in the
range from 302° to 373°C; the other has high salinity (30-35 percent)
and filling temperatures of 223° to 310°C. Sparse gas-rich inclusions
indicate brief periods of boiling. Fluid pressures deduced from
fluid-inclusion data are approximately 150 bars; emplacement under
about 6,000 ft of cover is suggested. Temperatures and salinities of ore
fluids at Bagdad were significantly lower than in other studied
porphyry copper deposits, indicating that chemically and physically
diverse fluids affect mineralization in these deposits.

Fluid-inclusion data establish limits on the pressure,
temperature, and general composition of ore fluids depositing
chalcopyrite and molybdenite in veins at Bagdad, Ariz. In
addition to characterizing conditions at Bagdad, the data are
valuable for the similarities and contrasts they demonstrate in
comparison with data from other porphyry-type deposits such
as Bingham, Utah (Roedder, 1971). Similarities as well as

significant differences in fluid-inclusion filling temperatures

and compositions are instructive in understanding the origins
of this type deposit and in evaluating exploration targets.

The geology and mineralization at Bagdad are well known
(Anderson and others, 1955). Copper mineralization occurs
primarily as disseminations and numerous small quartz-sulfide
veinlets in a Laramide quartz monzonite intrusion (Anderson
and others, 1955). Molybdenum, also economically important,
occurs in quartz veinlets that cut quartz-chalcopyrite veinlets.
The central part of the stock is altered to a biotite-albite-
quartz-orthoclase facies, and quartz-sericite alteration -is.con-
centrated along later fracture zones. Quartz-sulfide veinlets
that we studied have sericitic alteration envelopes. Breccia
pipes occur in the district, and some contain copper minerals.
Two of our samples come from the Black Mesa pipe, a
mineralized body just outside the Bagdad pit.

Fluid inclusions in vein quartz and wallrocks provide
important information about aspects of the origin of the
Bagdad copper deposit but raise questions that they alone
cannot answer. As in many other complex-ere deposits,.times
of fluid entrapment are obscured by various degrees of

deformation and recrystallization and rarity of growth planes.
Consequently, the fluid-inclusion data permit reasonable but
equivocable interpretations of fluid evolution as well as depth
of emplacement and ore deposition.

DESCRIPTION OF INCLUSIONS

Four types of fluid inclusions have been observed in samples
from Bagdad. Type 1 inclusions have moderate salinity,
contain 15 to 30 percent vapor by volume, and typically have
three daughter minerals. The daughter minerals are translucent
red hexagonal platelets of hematite; an opaque, nonmagnetic
mineral with irregular or pyramidal morphology (possibly
chalcopyrite?); and an unknown transparent mineral with low
birefringence, moderate relief, and commonly, hexagonal
morphology. These daughter minerals do not dissolve when
held at the filling temperature for several hours. Moderate
salinity is inferred from the absence of cubic salt daughter
minerals (equivalent to less than about 26 weight percent NaCl
at room temperature). Freezing tests on type 1 inclusions with
favorable optics in two samples (Bd-74 and Bd-79, table 1)
indicate 5.8 to 9.2 weight percent NaCl equivalent. Type 2
inclusions are gas rich, generally contain approximately 75
percent vapor, and contain hematite in some samples. These
inclusions could not be observed in heating tests because of
optical limitations but would fill to vapor at an estimated
350°C. They probably represent trapped vapor from a boiling
system. Type 3 inclusions are characterized by cubes of halite

“and typically also by flakes of hematite and an unknown

birefringent daughter mineral with nondescript morphology;
the vapor bubble amounts to approximately 10 percent by
volume. In heating tests on inclusions of this type, the cube of
halite dissolves, but other daughter crystals do not. Type 4
inclusions contain liquid CO, as a third fluid phase at room
temperature; these inclusions are rare in wallrocks and veins
and probably represent CO; -rich vapor.

Ages of inclusions in vein quartz have been difficult to assess
because quartz in most samples is massive and intergrown and
lacks visible growth planes. Some moderate-salinity inclusions
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(type 1) occur on internal fractures through the massive
quartz, indicating secondary or pseudosecondary formation.
Many moderate-salinity (type 1) and most halite-bearing (type
3) inclusions are isolated, unrelated to visible fractures, and
appear to be primary. Inclusion populations and textures are
not detectably different in quartz of chalcopyrite- or later
molybdenite-bearing veins and provide no evidence regarding
the relative ages of types 1 and 3 inclusions. Irregular zones of
massive quartz in the chalcopyrite and molybdenite veins
contain numerous gasrich (type 2) inclusions that are rare in
other zones. These inclusions are adjacent to type 1 inclusions
and probably reflect boiling of moderate-salinity fluids.
Somewhat younger quartz-pyrite veins contain only
moderate-salinity (type 1) inclusions, suggesting that the later
stage fluids were less saline than earlier stages. Evolution from
high to moderate salinity is also suggested by euhedral
overgrowths on massive quartz in samples Bd-1 and Bd-74 that
contain only moderate-salinity inclusions, many of which are
primary on growth planes.

In heating tests on the halite-bearing inclusions, the halite
cubes dissolved at temperatures in the range from 205° to
270°C, suggesting minimum salinities of 30 to 35 percent
from the system NaCl-Hz0 (Sourirajan and Kennedy, 1962).
Liquid filled these inclusions at temperatures from 223° to
310°C (table 1). Within individual samples rather large scatter
in the filling temperatures was observed, which may reflect
changes in the inclusions after trapping or trapping at different
pressures. In all vein samples studied from the Bagdad pit,

Table 1.—Fluid-inclusion data from quartz veins, Bagdad, Ariz.
[Qc, quartz-chalcopyrite; QM, quartz-molybdenite; QP, quartz-pyrite;
1, moderate salinity; 3, halite-bearing; e, estimated; n.d., not
determined]

Filling Salinity
Sample "Il‘é}: in:‘lrx‘s)iim temperature (wt percent
range (° C) NaCl)

Bdl ........ QC ........ 1 320-324 N.d.

3 275e 35e
Bd-62 ....... QC ........ 1 347373 Nd.

3 287-298 32
Bd-65a ...... QC ........ 1 340e N.d.

3 250e 30e
Bd-65b ...... QP ........ 1 302--308 N.d.
Bd-67 ....... QC ........ 1 345-356 N.d.

3 300e 32e
Bd-69a ...... QM ........ 1 343348 N.d.

3 275-310 35
Bd-69b ...... QM ........ 1 342-369

3 223-266 30
Bd-74 ....... QC ........ 1 340-358 7.4-9.2

3 255-258 33
Bd5 ........ Pipe........ 1 243-260 N.d.
Bd-79 ....... Pipe........ 1 325-339 5.8-9.0

3 275e 35e

filling temperatures of the halite-bearing inclusions were lower
than those of adjacent moderate-salinity inclusions. Filling
temperatures on the latter type inclusions range from 302° to
373°C.

Two samples (Bd-79 and Bd-5) of quartz encrusted with
copper and iron oxides were studied from the the Black Mesa
breccia pipe. One sample (Bd-79) contains sparse halite-bearing
inclusions; most of the inclusions are type 1 and filled in the
range 325° to 339°C. Similar inclusions in sample Bd-5 filled
in the range 243° to 260°C. No gas-rich inclusions are present
in these samples, which implies that boiling probably did not
occur during or after deposition of the quartz and sulfides in
the pipe.

Primary and secondary quartz dispersed through the altered
wallrocks contain fluid inclusions qualitatively similar to those
in the veins. In some samples halite-bearing inclusions con-
stitute approximately half of the population. Gas-rich
inclusions (type 2) are present in some wallrock samples and
locally constitute as much as 20 percent of the population;
they suggest that boiling occurred at some unspecified time
and temperature. However, the relatively low abundance of
these inclusions suggests that boiling was not as widespread as
in many other copper-bearing stocks (Nash, unpub. data). No
differences in fluid-inclusion types are noted between samples
of unaltered porphyritic quartz monzonite and biotite-albite-
quartz-orthoclase facies of altered quartz monzonite (as
defined by Anderson and others, 1955), but inclusions are
much more abundant in the altered rocks at Bagdad.
Disseminated sulfides typically occur in altered quartz
monzonite (Anderson and others, 1955); the sulfides could
have originally been deposited during crystallization of the
very fine matrix of the porphyry, as advocated for Ely by
Fournier (1967), and later become remobilized during
alteration. Alternatively, the sulfides could have been intro-
duced during alteration. Ambiguous age relations of fluid
inclusions preclude an unequivocal estimate of the com-
position of fluids that affected the alteration and remobilized
or introduced base metals.

INTERPRETATION AND DISCUSSION

Geologic evidence in the Bagdad area (Anderson and others,
1955; C. A. Anderson, oral commun., 1972) indicates that
the intrusion was not thickly covered during Laramide time.
The stock intrudes the Grayback Mountain Rhyolite Tuff of
Late Cretaceous or early Tertiary age, which rests uncon-
formably on the Precambrian, as well as dikes and sills of
rthyolite. A maximum thickness of 500 ft of these volcanic
rocks is exposed in the area, and presumably, the pile must
have been considerably thicker. A better approximation of
depth and pressure can be made from the fluid-inclusion
evidence than from the incomplete geologic record. The depth
required must provide enough pressure to prevent sustained
boiling at prevailing temperatures but to permit periodic
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boiling at times of higher temperature or reduced pressure. A
fluid with the composition 10 weight percent NaCl at 350°C,
a fair approximation of many type 1 inclusions, would boil if
the pressures were less than about 150 bars, equivalent to
about 6,000 ft of hydrostatic head (Haas, 1971, extrapolated).
Lacking other evidence, we consider this the best estimate of
likely cover. If conditions were lithostatic, only about 1,900 ft
of cover would be required to generate pressures sufficient to
prevent boiling, but we consider it unlikely that lithostatic
conditions persisted at these shallow levels.

Physically and chemically diverse fluids were evidently
present in various porphyry copper deposits. The prevalence of
homogeneous liquids at Bagdad contrasts sharply with fluids at
Copper Canyon, Nev. (Nash and Theodore, 1971), and
Bingham, Utah (Roedder, 1971; W. J. Moore and Nash, unpub.
data), which commonly were boiling. Fluids at Bagdad also
were typically less saline than at Copper Canyon and Bingham,
However, the fluid regime at Bagdad is not considered unique
because similar fluid-inclusion assemblages are noted in the
Mineral Park, Ariz., porphyry copper deposit, approximately
90 mi to the northwest, and in several other porphyry-type
occurrences (Nash, unpub. data). Drake (1972) and Drake and
Ypma (1972) report homogenization temperatures of 450° to
230°C, salinities in the range from 10 to 3 weight percent
NaCl, and one period of boiling at Mineral Park. Our
observations on nine samples from Mineral Park are consistent
with those of Drake and Ypma, and we note sparse halite-
bearing inclusions in quartz masses at the core of the intrusive
complex and in quartz-molybdenite veins. These inclusions
resemble the halite-bearing inclusions from Bagdad in their
small vapor fraction; although too small to be tested on the
heating stage, we estimate they would fill at about 300°C.

The filling temperatures of halite-bearing inclusions from
Bagdad are the lowest known for this type of inclusion in
studied porphyry-type deposits. On the basis of probable
depths of emplacement, discussed previously, these tempera-
tures probably require a pressure correction of about +15° to
25°C (Lemmlein and Klevtsov, 1961) or certainly no more
than +50°C under maximum likely pressures. Temperatures of
formation of 300°+50°C may seem unreasonably low for
copper-molybdenum-bearing veins within the stock when
compared with temperatures of approximately 700°C deter-
mined by Roedder (1971) at Bingham. However, typical
temperatures of about 400°C or less are likely in the porphyry
environment because of the physical setting. Evidence at
Bagdad and many other porphyry and stockwork type
deposits suggests depths of emplacement of 1,500 to 3,000 m
(5,000 to 10,000 ft), where features typical of shallow depth
are common, such as pressure quenching, venting, breccia
pipes, and pebble dikes. In this environment, temperatures
above 400°C are difficult to maintain because of the cooling
effects of irreversible adiabatic expansion (“throttling™),
boiling, and mixing with ground water (Toulmin and Clark,
1967; Rose, 1970). There is ample evidence in theory and in

fluid inclusions that “moderate” temperature (<400°C)
hydrothermal fluids can be expected to introduce or re-
mobilize copper or molybdenum within the host intrusion as
well as in intruded host rocks as at Copper Canyon (Nash and
Theodore, 1971). '

The data from Bagdad permit interpretations of fluid
evolution; two reasonable models are schematically outlined in
figure 1. In model A, halite-bearing inclusions are interpreted
to be oldest, whereas in model B some moderate-salinity
inclusions are considered to be earliest. Model A is consistent
with fluid histories developed for other porphyry copper
deposits (Nash and Theodore, 1971; Roedder, 1971) in that
highly saline fluids are typically early. However, the postulated
thermal regime may be untenable. If moderate salinities are
explained by dilution of highly saline fluids by ground water, a
reasonable proposition for the porphyry environment, then
significant cooling is to be expected (see, for example, Rose,
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Figure 1.—Two possible time-temperature models from fluid-inclusion
data, Bagdad, Ariz. In model A, high-salinity fluids are presumed to
be earliest, whereas in model B, moderate-salinity fluids are earliest.
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1970); temperatures deduced from fluid inclusions do not
show this. Even if the maximum relevant pressure correction
(=+50°C) is applied to filling temperatures of halite-bearing
inclusions and none to the temperatures of moderate-salinity
inclusions, the inferred temperatures of formation of the
halite-bearing type are still lower than those of the more dilute
type; hence, model A does not satisfy important thermal
considerations.

Model B (fig. 1) is permissible within the uncertainties of
inclusion and vein age relationships but is unconventional
compared with fluid sequences postulated for other porphyry
copper deposits. A sequence of hot, moderately saline fluids
followed by cooler, highly saline fluids is reasonable by
thermal models. In theory this fluid sequence could be
repeated many times in a complex history of intrusion and
fracturing. The observed enrichment in salts might be ex-
plained by massive boiling above the level of our sampling and
descent of the more dense fluid owing to cooling and increased
salinity. This model, or variations of it involving ‘several
fluctuations in salinity and temperature, is favored by the
authors but cannot be substantiated. It should be considered
elsewhere.
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COMPOSITION AND RELATION OF ANALCIME TO DIAGENETIC
DAWSONITE IN OIL SHALE AND TUFF IN THE

GREEN RIVER FORMATION, PICEANCE CREEK BASIN,
NORTHWESTERN COLORADO

By DONALD A. BROBST and JERRY D. TUCKER, Denver, Colo.

Abstract.—The variation in composition of analcime was determined
in 91 samples of tuff and oil shale collected from exposures of the
Parachute Creek Member, Green River Formation (Eocene), in the
Piceance Creek basin, Rio Blanco County, Colo. The rocks of the
Parachute Creek Member are the products of sedimentation and
diagenesis in an alkaline lake. The composition of the analeime,
expressed as the quotient of silicon divided by aluminum (Si:Al ratio)
was determined by the X-ray method of Saha, published in 1961, in
which powdered silicon metal is added to the sample as an internal
standard. Analcime in 47 of 56 tuffs without dawsonite has a Si: Al ratio
ranging from 2.4 to 2.7; the same limits apply to analcime in 13 of 22
oil shales without dawsonite. The analcime in 8 of 10 samples of
dawsonitic oil shale has a Si:Al ratio ranging from 2.7 to 2.9, and
therefore is more siliceous than that in rocks lacking dawsonite. The
relative abundance of analcime varies inversely with abundance of
dawsonite. The relative abundance of quartz is greater in rocks with
dawsonite than in those without dawsonite. These data suggest that

dawsonite plus quartz were derived during diagenesis from the.

alteration of analcime in a highly alkaline (pH >9) environment.

Analcime (ideal formula, NaAlSi, O¢ *H, O) is a common and
widespread authigenic zeolite in the lacustrine rocks of the
Green River Formation.of Eocene age in Colorado, Wyoming,
and Utah. The formation includes abundant carbonate rocks
(called oil shale where they contain much organic matter),
some intercalated layers of altered tuff, and some beds, pods,
and scattered crystals of sodiumerich carbonate and bicar-
bonate minerals that are referred to as saline minerals,
according to the definition of Fahey (1962, p. 18). The
formation of analcime and. other authigenic minerals in these
rocks, especially in the tuffs, in the Green River Basin, Wyo.,
has been discussed recently by Hay (1966, 1970), lijima and
Hay (1968), Bradley and Eugster (1969), Goodwin (1971),
and Surdam and Parker (1972).

Analcime occurs abundantly in the tuffs and commonly in
the carbonate rocks in the Parachute Creek Member of the
Green River Formation in the Piceance Creek Basin which lies
mostly in Garfield and Rio Blanco Counties, Colo. (fig. 1). The
general geologic features of the basin have been described by

Bradley (1930, 1931) and Donnell (1961). Enough is known
about the rocks of the Parachute Creek Member to establish
that most were deposited in an alkaline lake whose waters
were rich in ions of sodium, carbonate, and bicarbonate. In the
deeper parts of the basin, the rocks of the Parachute Creek
Member contain nahcolite, NaHCOj;, dawsonite,
NaAl(OH),COj3; and halite, NaCl (Smith and Milton, 1966;
Hite and Dyni, 1967). In November 1966, we found dawsonite
in outcrops of oil shale along lower Piceance Creek. The origin
and occurrence of dawsonite is of special interest because of
the mineral’s potential value as a source of aluminum.

This paper describes an X-ray diffraction study of the
composition of analcime and relates the variation in compo-
sition to the presence or absence of dawsonite in a suite of 91
samples of tuff and oil shale collected from outcrops along the
periphery of the northern half of the Piceance Creek basin,
The relative abundance of analcime, dawsonite, and quartz in a
suite of 54 samples of dawsonitic oil shale also was examined.
The results of the study indicate that dawsonite plus quartz
are products of the diagenetic alteration of analcime in a
highly alkaline (pH greater than 9) environment.

SAMPLES

A suite of 91 samples of altered tuff and oil shale, some
containing dawsonite, was selected for the analcime study
from a group -of samples collected from stratigraphic sections
of the Parachute Creek Member measured along the pipeline
right-of-way on the Cathedral Bluffs (sec. 34, T.28,,
R. 100 W.), along lower Piceance Creek (secs. 11, 14, and 15,
T.1 N, R. 97 W.), and near Rio Blanco along upper Piceance
Creek (secs. 5 and 6, T. 4 S., R. 97 W.), in Rio Blanco County
(fig. 1).

All the samples containing dawsonite were collected along
lower Piceance Creek. Dawsonite, generally invisible tc®the
unaided eye, was detected by X-ray diffraction in oil shale and
tuff beds scattered through an exposed stratigraphic interval of
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Figure 1.—Index map of the Piceance Creek basin, Colorado, and adjacent areas.

about 111 m (370 ft), from about 60 m (200 ft) above the
base of the member to within 21 m (70 ft) of the base of the
Mahogany ledge, an extensively distributed sequence of rocks
containing the richest oil shale in the member in the Piceance
Creek basin. A zone of dawsonitic oil shale, about 15 m (50 ft)
thick, is exposed in and around a small cut within about 6 m
(20 ft) of the level of the lower Piceance Creek road, 4.3 km
(2.7 mi) south of the junction with Colorado Highway 64. The
suite of 54 samples that yielded the data plotted in figure 4
was collected from the line of the measured section and in and
around the small cut. Of these 54 samples, 17 were included in
the group of 91 in which the composition of analcime was
determined.

We have prepared a more comprehensive report containing a
description of the three measured sections and the details of
the mineralogy, including the vertical and lateral variation of
the mineral composition, of the rocks in the Parachute Creek
Member determined from an X-ray diffraction study of about
650 samples (Brobst and Tucker, 1973).

TUFF BEDS

Mbst of the tuff beds exposed in the three measured sections
are less than 15 ¢cm (6 in.) thick and many are less than 2.5 cm
(Lin.) thick. Nearly all the exposed beds are weathered
creamy yellow to orange brown, have a sandy texture

imparted by the grains of analcime, and commonly form
reentrants in the face of outcrops between the enclosing beds
of marlstone and oil shale.

The 59 samples of tuff from 51 beds that were examined in
this study commonly consist chiefly of different mixtures of
analcime, quartz, albite, and potassium feldspar. Less than 25
percent also contain some of the following minerals: mus-
covite (including illite), biotite, pyrite, dolomite, and calcite.
The latter two minerals are abundant in a few beds. Only three
samples of dawsonitic tuff were found, all on lower Piceance
Creek, with coexisting analcime in sufficient quantity to
determine its composition. The other 56 tuff samples studied
were collected from the pipeline section (20 samples), the
lower Piceance Creek section (23 samples), and the Rio Blanco
section (13 samples).

OIL SHALE

The oil shale generally is an extremely fine-grained, lami-
nated, light-yellow-brown to dark-red-brown, carbonate-rich
rock that contains different amounts of organic materials. The
mineral fraction consists chiefly of different mixtures of
dolomite, quartz, analcime, albite, and potassium feldspar, and
some calcite, illite, and pyrite. Oil shale containing dawsonite
most commonly also contains dolomite, quartz, potassium
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feldspar, and illite. Analcime, calcite, pyrite, and albite seem
to occur less commonly in dawsonitic rocks.

The composition of analcime was determined in 22 oil shales
lacking dawsonite from the pipeline section (3 samples), the
lower Piceance Creek section (7 samples), and the Rio Blanco
section (12 samples). The composition of analcime was
determined only in 10 dawsonitic oil shales from the lower
Piceance Creek section because the abundance of analcime was
insufficient in other bulk samples to perform the analysis.

COMPOSITION OF ANALCIME

The composition of analcime was determined by the X-ray
method of Saha (1961) in which metallic silicon is added to
the sample as an internal standard. Saha found that the (639)
peak of analcime occurs at higher angles (degrees 260, CuKay
radiation) for analcime of higher silicon content. The displace-
ment of the (639) peak for analcime was measured against the
(331) peak for the silicon internal standard. The variation in
the composition of the analcime was expressed by Saha (1961,
fig. 2) as the molecular ratio of SiO,. The composition was
recast in relation to the unit-cell contents on the basis of 96
atoms of oxygen by Coombs and Whetten (1967, fig. 1). These
workers further recognized that the silicon-to-alumimum ratio
of ideally constituted analcime (NaAlSi; O¢-H,0) is 2, but
that the Si:Al ratio of synthetic analcime ranges from 1.12 to
3. At an Si:Al ratio of 3, the ideal composition of albite
(NaAlSi30g) is reached.

We homogenized the powdered sample and silicon metal in a
mixer mill for 5 min. The mixture was pelletized in a hydraulic
press at 22,000 Ib/in.?. The pellets were exposed to X-rays in
Picker-Nuclear equipment operated at 35 kV, 20 MA, at various
scale factors and time constants to obtain maximum resolution
in samples which contained different amounts of analcime.
The results of scanning the pellet across an arc of 75°—79°
20 were recorded at a chart speed of 0.25°/min. The Si:Al

-ratios plotted in figure 2 were calculated from the average
value of 10 scans to determine the difference between the
position of the two peaks for analcime and silicon.

The composition of analcime in 91 samples from exposures
along the periphery of the Piceance Creek basin is shown in
figure 2.

About 85 percent (47) of the 56 tuffs lacking dawsonite
have analcime with Si:Al ratios ranging from 2.4 to 2.7. Three
tuffs containing dawsonite have analcime with a Si:Al ratio
greater than 2.63. About 60 percent (13) of the 22 oil shales
lacking dawsonite have analcime with Si:Al ratios ranging from
2.4 to 2.7. Eighty percent (8) of the 10 oil shales containing
dawsonite have analcime with a Si:Al ratio greater than 2.7,
These data indicate that the analcime in rocks containing
dawsonite is generally more siliceous than the analcime in
rocks lacking dawsonite.

The Si:Al ratio of analcime is compared to the abundance of
analcime in tuff and oil shale in figure 3. The Si:Al ratio seems
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Figure 2.—Composition of analcime in 91 samples of tuff and oil shale
from the exposures of the Parachute Creck Member along the
periphery of the Piceance Creck basin, Numbers above or below dots
refer to number of samples of that composition,

to decrease as the abundance of analcime increases. The
dawsonitic oil shale and tuff contain the least analcime, and
the oil shale and tuff-lacking dawsonite contain the most
analcime.

The abundance of minerals described here and in subsequent
statements and figures is expressed as X-ray peak height in
chart units in parts of 100. The samples were uniformly
prepared and exposed to X-rays in Picker-Nuclear equipment
operated at 35 kV, 20 MA, scale factor 3K, time constant 1
(CuKa, radiation) and recorded at a chart speed of 2°/min.
One peak was selected and measured for each mineral: 15. 6°

20 for dawsonite, 15.8° 20 for analcime, and 20.9° 20 for
quartz. The data in the figures indicate the relative abundance
of minerals in different samples and not percentage of the
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Figure 3.—Comparison of the Si:Al ratio of analcime with abun-
dance of analcime in tuffs and oil shale. Circles are samples of oil
shale with dawsonite, X's are samples of oil shale with no
dawsonite, dots are samples of tuff with no dawsonite, and d’s
indicate tuff with dawsonite.
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mineral detected in each sample. (See Brobst and Tucker,
1973.) .

RELATION OF ANALCIME, DAWSONITE, AND QUARTZ

The relation of analcime, dawsonite, and quartz in 54
samples of dawsonitic oil shale from exposures along lower
Piceance Creek is shown in figure 4. The abundance of
analcime and quartz is plotted against the abundance of
dawsonite. The abundance of analcime decreases as dawsonite
increases. The abundance of quartz increases with increasing
content of dawsonite.

The relation of the relative abundance of analcime, daw-
sonite, and quartz to feldspar in the 54 samples also was
examined, but no correlation was found.

DISCUSSION

The analcime in thé tuff and carbonate beds probably
formed at low temperature in moderately alkaline water from
clay minerals and zeolite precursors that probably were
derived from volcanic glass. The conditions favoring the
formation of analcime from other zeolites or the conversion of
analcime to feldspar in environments of higher alkalinity (at a
pH greater than 9) have been discussed recently by Hay (1966,
1970); Sheppard and Gude (1968, 1969); lijima and Hay
(1968); and Surdam and Parker (1972). The diagenetic
alteration of analcime to dawsonite plus quartz perhaps is
achieved before analcime is converted to feldspar in a highly
alkaline environment. Hite and Dyni (1967, p. 33) reported
that abundant dawsonite and quartz at depth in the central
part of the basin are associated with small amounts of albite,
but that as the content of dawsonite and quartz decreased, the
content of albite increased. Analcime is absent in these rocks.
It seems possible, therefore, that under different conditions of
alkalinity and depth of burial, analcime may be converted to
dawsonite and quartz or to feldspar.

The partial pressure of carbon dioxide in the lake water
probably played an important role in the formation of
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Figure 4.—Abundance of analcime and quartz plotted against abun-
dance of dawsonite in oil shale. Circles indicate samples that contain
dawsonite, but no analcime. Dots indicate samples that contain both
dawsonite and analcime. -
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dawsonite in the Piceance Creek basin. We agree with Hay
(1970, p. 254) who speculated that dawsonite and quartz
could have formed from analcime under high partial pressure
of CO,, determined by equilibrium with nahcolite, according
to the following equation:

NaAlSi206'H20 + COQ—'——* NaAJ(OH)2C03 + 28102

organic dawsonite

origin

The equation perhaps is an oversimplication of a complex
chemical system, but the lake waters must have been car-
bonated principally by the CO, provided by the oxidation of
some of the organic matter in the system. Under these
oxidizing conditions it is perhaps odd that any of the organic
matter has been preserved, despite the detection of such
preservatives as lauric acid (Bradley, 1970, p. 995). In
addition, the organic materials also underwent diagenesis at
the same time as the mineral fraction. The organic and
inorganic materials are not mutually exclusive aspects in the
development of the rocks in the Piceance Creek basin.

A complete sequence of zeolitic alterations may be
postulated even though the zeolite precursors of analcime have
not been found in the Piceance Creek basin. The absence of
zeolite precursors may be explained partly by erosion of the
most shoreward deposits around all but the southernmost
periphery of the basin, which lies on Battlement and Grand
Mesas, south of the Colorado River. Presumably the alkalinity
of the water that saturated the beds still preserved north of the
Colorado River was sufficiently high to convert all earlier
zeolites to analcime. The data on figure 2 show that analcime
in 40 of our 56 samples of tuff lacking dawsonite has a
composition (34.5 to 35.1 atoms of silicon per unit cell)
similar to that of analcime derived from clinoptilolite in tuffs
from the Barstow Formation of California described by
Sheppard and Gude (1969, p. 29). The close comparison lends
weight to the argument that at least some of the analcime was
derived from clinoptilolite. Clinoptilolite and mordenite have
been reported in the neighboring Washakie and Green River
Basins (Roehler, 1972; Goodwin and Surdam, 1967).

The occurrence of dawsonite near the periphery of the basin,
in addition to its already known occurrence at depth in the
central parts of the basin, indicates that greater amounts of
dawsonite are in the Piceance Creek basin than previously
recognized.

analcime quartz
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PETROLOGY OF THE NEPHELINE SYENITE OF
ST. LAWRENCE ISLAND, ALASKA

By BELA CSEJTEY, JR., and WILLIAM W. PA‘fTON, JR.,
Menlo Park, Calif.

Abstract.—Reconnaissance mapping on St. Lawrence Island, Alaska,
revealed a 44km® (17-mi*) area of rubble exposures and float of
nepheline syenite of probable mid-Cretaceous age. Petrographic and
chemical uniformity suggests a single intrusive body that crystallized
under more or less equilibrium conditions. Similar potassium-rich
nepheline syenite intrusives of Cretaceous age are associated with
oversaturated plutonic rocks in western Alaska and the Chukotsky
Peninsula, U.S.S.R. The St. Lawrence nepheline syenite provides
further evidence of tectonic continuity between Siberia and Alaska
since at least Cretaceous time.

Reconnaissance geologic investigations on St. Lawrence
Island, Alaska, by the U.S. Geological Survey during 1971
(Patton and Csejtey, 1972) revealed a small area of poorly
exposed nepheline syenite, a rock type not previously known
from this part of the Bering Sea region. The present report is a
brief description of the petrography, petrology, and regional
relations of this nepheline syenite.

St. Lawrence Island, approximately 5,200 km? (2,000 mi*)
in area, is in the shelf portion of the Bering Sea between the
Seward Peninsula of mainland Alaska, 208 km (130 mi) to the
northeast, and the Chukotsky Peninsula of Siberia, U.S.S.R.,
64 km (40 mi) to the northwest (fig. 1). More than two-thirds
of the island is a wave-cut platform covered by tundra and
dotted by numerous small lakes. The remainder of the island
consists of isolated groups of barren and rubble-covered
mountains, once islands, rising sharply 300 to 600 m
(1,000-2,000 ft) above the wave-cut platform.

Previous investigations on the geology of St. Lawrence Island
consist of exploratory surveys along the coast at the turn of
the century (Dawson, 1894; Emerson, 1904, p. 38-42;
Collier, 1906) and an unpublished reconnaissance map compil-
ed by E. H. Muller (Dutro and Payne, 1957). The results of
more recent geologic investigations have been published in the
following reports: Two short papers on the eastern part of the
island (Patton and Dutro, 1969; Patton and Csejtey, 1971a),
one report on the western part (Patton and Csejtey, 1971b), a
summary of analyses of stream-sediment samples from the
entire island (Patton and Csejtey, 1972), and a preliminary
report on the granitic rocks of the island (Csejtey and others,
1971).

GEOLOGIC SETTING

Nepheline syenite occurs in the central part of St. Lawrence
Island (fig. 2) on the wave-cut platform (fig. 3). Bedrock
exposures of frost-riven rubble occur at three localities (fig. 4).
Nepheline syenite float of subangular fragments as much as
0.5m (1% ft) in maximum dimension is sparsely scattered, as
part of the extensive surficial deposits, along creek beds and
lake shores over an area of approximately 44 km? (17 mi?)
(fig. 4). The distribution of the exposures and the float
indicates that a significant portion of the 44-km? area is
underlain by nepheline syenite. The uniform petrography and
chemical composition of the nepheline syenite strongly suggest
a single intrusive mass.

Country rocks older than the nepheline syenite are masked
by surficial deposits, but they presumably consist of Paleozoic
carhbonate and Paleozoic to Cretaceous (?) clastic rocks as
suggested by the occurrence of these strata in nearby areas
(fig. 2; W. W. Patton, Jr., and Bétla Csejtey, Jr., unpub. data,
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Figure 1.—Index map of Alaska showing location of St. Lawrence
Island. Dotted line, 180-m bathymetric contour.
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Figure 3.— Typical view of lake-dotted wave-cut platform in the central
part of St. Lawrence Island. Area of nepheline syenite exposures and
float is in far distant center. Looking west from Myghapowit
Mountain,

1973). Contacts of the nepheline syenite with the older
country rocks are nowhere exposed but are assumed to be
sharp and intrusive on the basis of correlation with epizonal
nepheline syenite intrusives in adjacent land areas of the

Bering Sea region (Miller, 1970a and 1972; Perchuk, 1965).
Sharp intrusive contacts are further suggested by the lack of
any float of metasomatized country rocks and by the presence
of a few boulders of fine-grained probable border-phase
nepheline syenite.

The adjacent biotite quartz monzonite and hornblende
quartz monzonite plutons (fig. 4) are intrusive into, and
therefore younger than, the nepheline syenite, as indicated in
rubble exposures by the occurrence of chilled quartz mon-
zonite border phases against coarse-grained nepheline syenite.
Other post-nepheline syenite rocks in the unmapped part of
central St. Lawrence Island, the blank area on the map (fig. 2),
include Tertiary felsic volcanic and volcaniclastic rocks as well
as extensive Quaternary surficial deposits (W. W. Patton, Jr.,
and Béla Csejtey, Jr., unpub. data, 1973).

NEPHELINE SYENITE
Petrography

The nepheline syenite on St. Lawrence Island is remarkably
homogeneous. Excluding sparse fine-grained fragments of
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Figure 4.—Generalized geologic map of the nepheline syenite on central St. Lawrence Istand, Alaska.

probable chilled border zone, no variants such as hybrid rocks
or phases transitional toward more siliceous rocks were found.
No late-stage dike rocks or xenoliths were observed.

In hand specimen the nepheline syenite is light to medium
gray with a slight blue tint and has a somewhat oily
appearance. The texture is coarse to medium grained, granitic
to seriate with K-feldspar phenocrysts as much as 4 cm long.
The rock is without any obvious linear or planar features.

Thin-section studies reveal the major rock-forming minerals
to be K-feldspar, nepheline, biotite, and melanite garnet. The
rock contains, in addition, a few small crystals of twinned
sodic andesine, as well as sparse anhedral crystals of dark-green

to light-greenish-brown hornblende.

The K-feldspar consists of orthoclase in coexistence with
lesser microcline. Orthoclase is subhedral to anhedral, twinned,
and always perthitic. It is the variation in grain size of the
orthoclase that gives the rock its seriate texture. The position
and shape of the (201) X-ray diffraction peak (Wright and
Stewart, 1968; Wright, 1968) of several K-feldspar samples
indicate a molecular composition between 84 and 90 percent
orthoclase. In any one sample, the range of albite content is
less than 5 percent. Microcline is present chiefly as separate
anhedral crystals and commonly shows characteristic grid
twinning and uneven extinction. X-ray studies indicate that it
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is an intermediate microcline, the difference between 260 of
(130) and 26 of (130) with CuKa radiation being only about
0.3°. A small part of the total microcline occurs as optically
continuous overgrowths on, or small irregular patches within,
orthoclase crystals (fig. 54). Under crossed nicols. orthoclase
crystals containing patches of microcline show a splotchy
texture. X-ray diffraction patterns confirm the occurrence of
monoclinic orthoclase and triclinic intermediate microcline in
the same crystal.

Nepheline in anhedral to subhedral crystals is more or less
altered to sericite, zeolites, clay minerals, and minor
cancrinite. Some crystals envelop already crystallized
microcline and orthoclase (fig. 5B). Position of the (2130) and
(2022) X-ray diffraction peaks for three samples indicates a
composition that ranges from Ne;; to Ne;s (Hamilton and
McKenzie, 1960). The remaining molecular components are
estimated, on the basis of Hamilton’s data (1961), to range
from Ks; ¢ to Ks; 5 and Qz3 to Qzg.

Biotite in irregular flakes is strongly pleochroic from yellow
and light brown to dark green and greenish brown. Inclusions
of minute zircon crystals with halos are common.

Melanite garnet, in anhedral to subhedral crystals as much as
1 cm in diameter, is dark to light yellowish brown in plane
light; it commonly contains inclusions of sphene, magnetite,
small shreds of dark-green biotite, and some feldspar (fig. 5C).
Semiquantitative spectrographic analysis of a melanite separate
indicates a titanium content of 2.0 weight percent. Unit-cell
determinations for the same garnet sample, obtained by
measuring the position of the (664), (842), and (840) X-ray
diffraction peaks, yielded a cell dimension of 1.2038 + 0.0006
nm (12.038 + 0.006 A).

Purple fluorite in scattered anhedral crystals as much as 4
mm across is a uniquely characteristic accessory mineral.
Sphene, magnetite, zircon, apatite, allanite, and sparse calcite
constitute the other accessories.

Chemistry and petrology

Two chemical analyses and three modal counts were
obtained on nepheline syenite from St. Lawrence Island (table
1) from two rubbly exposures approximately 8 km (5 mi)
apart (fig. 4). The chemical analyses are remarkably similar,
and the calculated norms agree well with the modes. The
analyses of the St. Lawrence rocks compare quite closely with
that of the average juvet-type nepheline syenite of Nockolds
(1954).

Although only two samples were analyzed chemically, the
good agreement between the analyses, as well as the uniform
petrography of the St. Lawrence nepheline syenite, suggests
that only one intrusive body is present and that some
generalizations about its chemistry and inferred crystallization
history may be valid.

The most characteristic chemical feature of the nepheline
syenite is its high potassium content and high K,0 : Na, O

NEPHELINE SYENITE, ST. LAWRENCE ISLAND, ALASKA
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Figure 5.—Photomicrographs of nepheline syenite, St. Lawrence Island,
Alaska. A, Microcline overgrowth (mc, light) in optic continuity with
orthoclase (or, dark); nepheline (ne). B, Optically homogeneous
nepheline (ne) displaying successive growth lines; late-stage growth is
interstitial to and envelops already formed microcline (mc). C,
Melanite garnet (ga) with minute inclusions of sphene (sp), biotite
(bi), and magnetite (mt); orthoclase (or), and nepheline (ne).



CSEJTEY AND PATTON

Table 1.—Chemical and modal data of nepheline syenite,
St. Lawrence Island, Alaska

[Rapid rock chemical analyses of samples 1 and 2 by Paul Elmore,

Joseph Budinsky, and Leonard Shapiro. Semiquantitative six-step
spectrographic analyses by Chris Heropoulos; results are to be
identified with geometric brackets whose boundaries are 1.2, 0.83,

0.56, 0.38, 0.26, 0.18, 0.12...

midpoints of these brackets, 1.0, 0.7, 0.5, 0.3, 0.2, 0.15,0.1. . .;

but are reported arbitrarily as

the

precision of a reported value is approximately plus or minus one
bracket at 68-percent confidence or two brackets at 95-percent
confidence. Quantitative analyses by W. D. Goss, A. W, Haubert, and
Joseph Haffty; method from Haffty and Riley (1968.) D.IL,
differentiation index (Thornton and Tuttle, 1960). Locations of

samples 1—3 are shown in fig. 4]

Chemical analyses

[Results in weight percent]

Semiquantitative spectro-
graphic analyses

[Results in parts per million]

1 2 A 1 2
B .... 70 10
Sio, 54.0 544 5311 Ba.... 700 500
ALLO,.... 213 231 2139 Be.... 7 3
Fe,0,.... 21 1.2 254 Cr.... 2 2
FeO .... 60 76 159 Cu.... <0.7 2
MgO .... 25 .09 . .72 la.... 300 200
CaO .... 44 22 289 Mo... 5 10
Na,O.... 47 66 598 DNb ... 20 -
K,0 9.0 9.1 923 Pb.... 200 150
H,0+.... 1.6 1.2 79 Sn.... - -
H,0- .... 13 16 - Sr.... 2,000 1,500
TiO, .... 44 23 83 V... 700 30
P,0, .... 07 02 31 Y.... 100 50
MnO ... a5 a1 a2 Zr.... 500 150
co, ... 52 10 .26 Ce.... 500 300
(ol INUUU 073 a1 .07 Ga.... 30 30
S .ii... 04 22 - Li.... 700 <200
F ....... 42 .09 Yb.... 7 3
Total 99.793 99.69 5985 Nd... 150 100
Quantitative analyses CIPW norms
[Results in parts per million] [Results in weight percent]
1 2 1 2 A
Pd......... <0.004 <0.004 or..... 53.4 54.2 545
Pt ......... < .010 < .010 ab..... 10.0 6.8 4.7
Rh......... < .005 < .005 an..... 109 6.6 5.0
ne .. 162 268 24.1
Mode wo ... 19 13 24
[Results in volume percent; en..... .6 2 138
X indicates present] fs. ... - 2 -
1 2 3 mt 1.2 18 32
K-feldspar ...... 652 688 634 hm.... 1.3 - .3
Nepheline. . ... .. 285 273 28.7 il ..... .8 4 15
Biotite ......... 3.7 17 42 ap..... 2 1 4
Garnet . ........ 9 17 21 fr..... 9 2 -
Accessory min- cC..... 1.2 2 .6
erals ......... 1.7 .5 1.6 salic 90.5 94.4 88.3
Fluorite ........ X X X femic 81 4.4 105
D.L 79.6 87.8 833
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Table 1.—Chemical and modal data of nepheline syenite,
St. Lawrence Island, Alaska—Continued

1. 71ACy-285d.
2. 71ACy-276b.
3. 71APa-306ab.
A. Juvet-type nepheline syenite of Nockolds (1954).

ratio. The rock is not peralkaline, however, the ratio
(K20+Na, 0):Al, 03 being less than 1. It also has a rather high
content of F and Cl. Trace-element concentrations of La, Pb,
Sr, and Li are relatively high, whereas those of Ba and Nb are
low, according to the data of Turekian and Wedepohl (1961)
and Parker and Fleischer (1968). Analyscs for platinum-group
elements indicate that they are present but in amounts below
the limits of determination.

The potassic as well as the undersaturated nature of the St.
Lawrence nepheline syenite is also indicated by plotting the
normative composition of the analyzed samples in the system
nepheline-kalsilite-silica-water at a water-vapor pressure of
1,000 kg/em? (fig. 6; from Hamilton and McKenzie, 1965).
The St. Lawrence rocks plot in the leucite field below the
albite-orthoclase join outside Hamilton and McKenzie’s field
of concentration for nepheline syenites.

Plotting the compositions of the coexisting nephelines and
alkali feldspars of the analyzed rock samples in figure 6 reveals
that the tielines of these mineral pairs lie quite close to the
plot of their parent rock samples. The tielines closely parallel
tielines of mineral pairs crystallized experimentally under
equilibrium conditions by Hamilton (1961) and Fudali (1963).
On this basis the St. Lawrence nepheline syenite appears to
have crystallized under dominantly equilibrium conditions.

Silica

Feldspar ss

Soda feldspar "8\ Potash feldspar

Nepheline WEIGHT PERCENT Kalsilite

Figure 6.—Normative composition of analyzed samples of
nepheline syenite, St. Lawrence Island, Alaska, in the system
nepheline-kalsilite-silica-water at Py H,0 ° = 1,000 kg/cm? (Ham-
ilton and MacKenzie, 1965). Nos. 1*and 2 refer to samples in
table 1, Coexisting alkali feldspars (1" and 2'") and nephclines
(1’ and 2') of samples 1 are 2 are cannected by ticlines.
Stippled area is field of concentration for nepheline syenites
of Hamilton and MacKenzie, M is a temperature minimum and
R is a reaction point.
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Crystallization of the nepheline syenite under more or less
equilibrium conditions is further suggested by some textural
features as compared with Fudali’s (1963) experimental work
in the system nepheline-kalsilite-silica-water at Py o = 1,000
kg/cm?. According to Fudali’s work, under equilibrium
crystallization, the final mineral assemblage out of a liquid of
the same composition as either of the St. Lawrence samples
consists of nepheline and feldspar after the first crystallized
leucite disappears at reaction point R (fig. 6). Composition of
the last liquid to crystallize lies on the nepheline-feldspar
phase boundary not far below R. Such a crystallization history
is borne out by several optically homogeneous nepheline
crystals displaying growth lines marked by minute inclusions.
Earlier growth stages show euhedral outlines, whereas the last
stages envelop, or are interstitial to, previously crystallized
potash feldspars (fig. 5B).

In summary, the nepheline syenite of St. Lawrence Island is
interpreted to have crystallized under dominantly equilibrium
conditions from the single intrusion of a potassium- and
volatile-rich magma. The subsequent intrusion of the granitic
rocks indicates that the nepheline syenite magma formed
independently of the granites and not by in situ fractionation
(Fudali, 1963). The high potassium content of the nepheline
syenite may indicate a mantle origin (O’Haia and Yoder, 1967;
Carmichael, 1967; Miller, 1972). The low platinum-group
element concentrations do not support a mantle origin, but do
not necessarily preclude it. Apparent sharp contacts and
fine-grained border phases suggest emplacement in the epizone

(Buddington, 1959).

Age and correlation

Stratigraphic evidence and regional correlation suggest a
mid-Cretaceous age for the St. Lawrence nepheline syenite. No
isotope age determinations of the nepheline syenite were
made. .

A minimum age limit is provided by the transection of the
nepheline syenite by biotite quartz monzonite and by horn-
blende quartz monzonite, the two youngest mémbers of the
approximately 100-m.y.-old granitic intrusive series of St.
Lawrence Island (Csejtey and others, 1971). Country rocks
intruded by the nepheline syenite are nowhere exposed, but
the occurrence of Devonian to Cretaceous (?) strata in nearby
areas (fig. 2; W. W. Patton, Jr., and Béla Csejtey, Jr., unpub.
data, 1973) indicates an oldest possible age of Devonian for
the nepheline syenite.

Lack of evidence for pre-mid-Cretaceous (about 100 m.y.)
felsic plutonism on St. Lawrence Island and the occurrence of
similar mid- and Late Cretaceous feldspathoidal rocks on the
Seward Peninsula (Miller, 1970a, 1970b, 1972) and on the
Chukotsky Peninsula, U.S.8.R. (Shilo, 1965; Perchuk, 1965;
Miller, 1972), suggest that the St. Lawrence nepheline syenite
belongs to a plutonic episode roughly 100 m.y. old.

The St. Lawrence nepheline syenite provides additional
evidence. for the existence of two distinctive suites of

NEPHELINE SYENITE, ST. LAWRENCE ISLAND, ALASKA

Cretaceous epizonal plutons in the northern Bering Sea
region—one undersaturated alkaline (Miller, 1972) and one
granitic, that is, calcalkaline (Miller, 1970a, 1970b; Csejtey
and others, 1971). The alkaline intrusive bodies are about the
same age as the considerably more voluminous granitic plutons
(approximately 80 to 100 m.y. old) and occur in close spatial
association with the granites. Plutons of the two suites form a
broad continuous belt that extends from the Seward Peninsula
across St. Lawrence Island into the Chukotsky Peninsula,
U.S.S.R. The tectonic implication of this plutonic belt is that
these land areas and neighboring shelves have belonged to the
same tectonic unit—the “North American™ plate—since at least
mid-Cretaceous time. Thus, the westernmost edge of the
“North American” plate, as suggested by Churkin (1972) and
by Patton and Tailleur (1972), must be located not in the
Bering Sea area but to the west in Siberia.
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CHAOS CRAGS ERUPTIONS AND ROCKFALL-AVALANCHES,
LASSEN VOLCANIC NATIONAL PARK, CALIFORNIA

By DWIGHT R. CRANDELL, DONAL R. MULLINEAUX; ROBERT S. SIGAFOOQS,
and MEYER RUBIN, Denver, Colo.; Washington, D.C.

Abstract.—The Chaos Crags are a group of dacite domes which lie just
north of Lassen Peak in northern California. Extrusion of the domes
was preceded by pyroclastic volcanism at the same eruptive center
which produced pumiceous tephra and hot pyroclastic flows, some of
which traveled as far as 8 km. Radiocarbon dates on charcoal from the
pyroclastic-flow deposits range from about 1,000 to 1,200 yr. Four or
more domes were then erupted which have an estimated combined
volume of about 1 km®. About 300 yr ago, three or more rockfalls
from the domes caused high-velocity, air-cushioned avalanches of rock
debris which traveled as far as 4.3 km. Pyroclastic flows are regarded as
a potential hazard if future volcanic activity occurs in the Chaos Crags-
Lassen Peak area. Large rockfall-avalanches from the steep sides of the
Chaos Crags might be triggered by a volcanic explosion, by a severe
earthquake, or by the eruption of another dome, Either a pyroclastic
flow or a rockfall-avalanche could endanger persons and property in the
Manzanita Lake area, which is only 2 km from the base of the Chaos
Crags and is the most heavily used part of Lassen Volcanic National
Park,

The Chaos Crags eruptive center lies just north of the base of
Lassen Peak in north-central California (fig. 1). During an
assessment of potential geologic hazards in Lassen Volcanic
National Park we concluded that some of the most catastroph-
ic geologic events of the recent past resulted directly or in-
directly from volcanism at the site of the Chaos Crags. In brief,
the Chaos Crags eruptive episode began with explosive erup-
tions of dacite pumice, some of which resulted in hot pyro-
clastic flows; these were followed by the extrusion of dacite
domes to form the Chaos Crags. Much later, parts of the
domes collapsed and caused avalanches of rock debris which
traveled as far as 4.3 km and created the Chaos Jumbles (fig.
1). Both the hot pyroclastic flows and the avalanches covered
parts of an area that is now occupied by various facilities at
the park’s Manzanita Lake visitor center.

Williams (1928, 1932) described the pyroclastic eruptive
activity at the site of the Chaos Crags as well as the eruption of
the domes and the subsequent rockfall-avalanches. He believed
that the volcanism and the avalanches occurred within a short
time span about 200 yr ago (Williams, 1932, p. 350, 359).
From a subsequent study of the avalanche deposits, however,
Heath (1960, 1967) concluded that rockfall-avalanches had
occurred at three widely separated times between about 1,500
and 300 yr ago. Macdonald (1963, 1964) mapped the geology
of the Manzanita Lake and Prospect Peak quadrangles, in

which the Chaos Crags lie, and recognized the presence of
pyroclastic-flow deposits.

In the course of our study we found that the Chaos Crags
eruptive episode occurred between about 1,000 and.1,200 yr
ago and included pyroclastic eruptions separated by intervals
of as much as several decades. We also concluded that the
Chaos Jumbles were formed by three or more high-speed air-
cushioned avalanches, all of which occurred about 300 yr ago.
The following discussion describes the evidence on which these
conclusions are based, summarizes our view of the sequence of
geologic events in the Chaos Crags area, and points out the
potential hazards if similar events occur in that area in the
future.

The terms “‘pyroclastic-flow deposit” and ‘‘tephra” are de-
fined here because these terms have been used previously in a
different sense, or because the events or deposits they describe
have had other names applied to them by other workers. We
will use the term “pyroclastic-flow deposit” to describe the
deposit of a hot dry flow of volcanic rock debris that is pro-
pelled chiefly or wholly by gravity and lubricated by air trap-
ped and heated within the debris, or by hot gases emitted by
the rock debris, or by both. The deposits described here as
tephra originated as fragmental material that was erupted high
into the air and then carried laterally either by the force of the
eruption or by wind as the material fell back to the land
surface. ‘

The 1914—17 volcanic activity at Lassen Peak, which in-
cluded the eruption of tephra and lava, the formation of
lahars, and a hot lateral blast of great force, has been described
by Day and Allen (1925), Williams (1932), and others. Al-
though future volcanism of these kinds would surely endanger
life and property, the volcanic history and potential hazards of
Lassen Peak are not described in this report.

DEPOSITS FORMED DURING THE
CHAOS CRAGS ERUPTIVE EPISODE

The Chaos Crags eruptive episode began with eruptions of
dacite pumice and nonvesicular rock fragments from vents that
are now covered by the Chaos Crags domes. The resulting
sequence of tephra deposits in the area adjacent to the south
side of the Chaos Crags includes alternating beds of ash, lapilli,
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and blocks. The upper part of the sequence may include a few
fine-grained pyroclastic-flow deposits, and the sequence is

overlain by such a deposit which contains moderately vesicular-

blocks of dacite as large as 2.5 m across. Most of the tephra
deposits consist of white pumiceous rock in which the only
abundant Fe-Mg minerals are hornblende and biotite. Ortho-
pyroxene, clinopyroxene, and olivine are sparse in some rock
fragments and absent in others.

The tephra deposits are more than 2 m thick in the area
between the base of Lassen Peak and the Chaos Crags. To the
east they gradually thin to 0.3—0.6 m at a distance of 3—5 km.
In the Butte Lake area, about 19 km northeast of the Chaos
Crags, the tephra deposits are about 1 cm thick. To the west
they thin more abruptly, and are barely recognizable beyond
the boundary of Lassen Volcanic National Park 4 km west of
the Chaos Crags.

Close to the vents some showers of pumice were hot enough
to char vegetation. One such shower which fell to the south-
west is represented by a charcoal-bearing pumice deposit as
much as 15 cm thick on the west flank of Loomis Peak, 4 km
from the Chaos Crags. Charcoal was also found in tephra de-
posits at several places directly south of the Chaos Crags, and
about 3 km southeast of the Chaos Crags in the northwestern
part of the Devastated Area.

The eruptions that formed these deposits did not all occur in
quick succession. At one place small trees that had taken root
in one tephra layer had grown for more than a decade and had
reached a height of nearly a meter before they were buried and
converted to charcoal by a subsequent fall of hot pumice.
Although an exact timespan cannot be assigned to the intervals
between pyroclastic eruptions, it may have taken as much as
several decades for conifer seedlings to become established on
a newly erupted tephra deposit.

Pyroclastic-flow deposits
\

During the Chaos Crags eruptive episode pyroclastic flows of
hot pumice repeatedly moved from the vent areas downslope
into the valleys of Manzanita and Lost Creeks. Williams (1928,
p- 243) included both the tephra and the pyroclastic-flow de-
posits in his description of a “thick mantle of tuff, carrying
plentiful lapilli and ‘bread-crust’ bombs of a hornblende
dacite, [which] covers the slope which descends from the base
of the crags onto the broad plateau west of Manzanita Lake.”
Macdonald (1963) differentiated the tephra deposits from the
“ash flow of Manzanita Creek.” He (Macdonald, 1964) also
collected charcoal from a possible “glowing avalanche” deposit
along Lost Creek, but did not map pyroclastic-flow deposits in
the Lost Creek valley.

The pyroclastic-flow deposits are loose unsorted mixtures of
breadcrusted blocks and lapilli of dacite pumice in a matrix of
sand-sized pumice; angular lapilli of nonvesicular glass are
common. The deposits of individual pyroclastic flows are
generally 1—4.5 m thick. The multiple nature of the deposits is
shown by exposures in the bank of Manzanita Creek 0.7 km
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east of Manzanita Lake, where four pyroclastic-flow deposits
can be seen superposed (measured section 1).

Measured section 1

[Location: NW/4SW% sec. 17, T. 31 N., R. 4 E.]

Meters

9. Sand and gravel, stratified, consisting of pumice and
nonvesicular rock; some beds are white to very
pale brown well:sorted medium sand; breadcrusted
blocks of pumice on surface of deposit probably
were emplaced by a later pyroclastic flow ...........

8. Pyroclastic-flow deposit: unstratified and poorly sorted
mixture of white ash- and lapilli-sized pumice and
nonvesicular rock fragments; upper 0.3 m is light
reddishbrown ........... ... ... ... ... ...

Coveredinterval ....................iiiiiiian...

7. Sand and gravel, white, contains scattered angular
fragments of pumice and nonvesicular rock,
horizontally stratified. :

6. Pyroclastic-flow deposit: unstratified and unsorted
mixture of pumice and nonvesicular rock
fragments as large as 1.5 m in diameter in matrix
of white fine to coarse ash, faint pinkish-gray cast
inupperIm .......... ... .. i,

5. Pyroclastic-flow deposit: unstratified and poorly
sorted mixture of pumice and nonvesicular rock
fragments mostly less than 15 ¢m in diameter in
white ash matrix, contains abundant charcoal
(radiocarbon sample W-2137,1,120+300 yr) ......

4. Silt and fine to medium sand, pinkish-gray; contains
scattered fragments of pumice and nonvesicular
rock which are mostly less than 2 em in diameter . .

3. Pyroclastic-flow deposit(s): medium to coarse white
ash mixed with lapilli of nonvesicular rock and
breadcrusted blocks of pumice, contains charcoal
(radiocarbon sample W-2135: 1,230+300 yr),
zone 1.8—2.4 m above base is faintly bedded and
may represent a contact between two pyroclastic-
flow deposits ........................ N

2. Fine to very fine sand, grayish-brown, horizontally
bedded ......... .. i,

1. Glacial drift: boulders of nonvesicular dacite in
matrix of fine to medium sand, oxidized
yellowish brown

......................

1.2

1.0

. 0.3-0.5

3.6

0.03

Charcoal samples from the two lowest pyroclastic-flow de-
posits along Manzanita Creek had radiocarbon ages of
1,230+300 (W-2135) and 1,120+300 (W-2137) yr. Trees more
than 325 yr old grow on top of the youngest pyroclastic-flow
deposits at this locality. No evidence was found within the
sequence of a time interval between successive pyroclastic
flows, and we infer that they all were formed during a single,
though intermittent, eruptive episode between about 1,200
and 1,000 yr ago. In a review of volcanism in northern Cali-
fornia, Macdonald (1966) reported a radiocarbon date of less
than 200 yr (W-812; see Rubin and Alexander, 1960, p. 156)
for charcoal from a “glowing avalanche” deposit in the
vicinity of Manzanita Lake, and noted that the avalanche
“appears to have come from Lassen Peak but may have oc-
curred about the time of the last eruption of the Chaos Crags.”
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The significance of the date reported by Macdonald is not
known, but our radiocarbon dates and tree-ring data indicate
that it does not apply to the pyroclastic-flow deposits dis-
cussed here.

The interpretation of units 3, 5, 6, and 8 in measured section
1 as pyroclastic-flow deposits is based on the abundance of
pumice in them, poor size-sorting, and on evidence that the
deposits were emplaced at a high temperature. This evidence
includes the facts that all the wood observed in those units has
been converted to charcoal, and that pinkish-gray oxidized
zones are present at the tops of some of the deposits. In addi-
tion, examination of rock fragments from some of the deposits
with a fluxgate magnetometer showed a preferred orientation
of remanent magnetism (fig. 2); thus, ferromagnetic minerals
in the rock fragments were still above their Curie temperatures
(probably at least several hundred degrees C) when the de-
posits came to rest (Aramaki and Akimoto, 1957; Crandell,
1971, p. 5). Similar deposits at the present ground surface
show digitate margins and other features that suggest an origin
by flowage.

S

Figure 2.— Point diagram of azimuth and dip of north-seeking poles in
pumice fragments from a pyroclastic-flow deposit (unit 3, measured
section 1).

Breadcrusted blocks of pumice are so abundant at the sur-
face of some pyroclastic flows that they form a virtual “pave-
ment” (fig. 3). The exposed dimensions of some of these
blocks are as much as 2 by 2.5 m, and blocks 0.5 m in dia-
meter are common, Just west of Manzanita Creek, in an area
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2.5 km southeast of Manzanita Lake, a pyroclastic-flow de-
posit that forms the ground surface probably is not more than
2 m thick, but blocks as large as 1.2 by 1.5 by 1.5 m are
present at its surface.

The lateral margin of the pyroclastic-flow deposit that forms
the ground surface west of Manzanita Creek is digitate; one
lobe along the margin is about 15 m long and 5—6 m wide, and
another is 8 m long and 2—3 m wide. These lobes stand about
0.5 m higher than the preexisting surface beyond them. Else-
where the margin of the deposit is somewhat higher than the
main body of the deposit and resembles a levee typically
formed by a mudflow. Although these marginal features
suggest formation by a lahar, remanent magnetism of blocks in
one of the lobes indicates that the deposit was emplaced as a
hot pyroclastic flow.

The pyroclastic flows that moved westward into the Man-
zanita Creek drainage seem to have come from at least two vent
areas, one at the south end and the other at the north end of
the site of the Chaos Crags. The flows originating at the south-
ern vent area followed two principal routes. Some moved
northwestward down the Manzanita Creek valley and were
channeled by a lateral moraine. At the northern end of the
moraine, 0.6 km east of Manzanita Lake, the flows spread out
and covered much of the low area east and northeast of the
lake. The sequence of deposits in measured section 1 indicates
that at least four pyroclastic flows followed this route. Other
flows moved directly westward from the southern vent area
across the head of Manzanita Creek and extended down a
valley parallel to and 0.5 km west of Manzanita Creek, termin-
ating near the southeast edge of the site of Manzanita Lake
campground.

The pyroclastic flows originating at the northern vent area
moved west along the area now covered by the Chaos Jumbles,
and one flow reached nearly 4 km west of the park down the
Manzanita Creek valley. The deposit of this pyroclastic flow
crops out in roadcuts along State Highway 44, and it is
especially well exposed in a roadcut at the junction of High-
ways 44 and 89 (fig. 4), where it is 1—2 m thick and consists
of blocks of breadcrusted pumice in a white ash matrix. It
overlies a soil profile developed on a pyroclastic-flow deposit
that is more than 32,000 yr old (radiocarbon sample W-2259;
Crandell, 1972, p. C182). Abundant charcoal and the pre-
ferred orientation of magnetic poles in the pumice blocks in-
dicate that the upper pyroclastic-flow deposit was hot when it
came to rest.

Pyroclastic-flow deposits from vents now hidden by the
Chaos Crags form a fill terrace in the Lost Creek valley and
blanket much of the west valley wall between the base of the
Crags and the valley floor upstream from the Lassen Park
Road bridge in sec. 14. Four pyroclastic-flow deposits in the
valley are well exposed in the west bank of Lost Creek just
downstream from the bridge (measured section 2). Pumice
blocks from units 4 and 9 of the sequence described here have
a preferred magnetic orientation; thus, the deposits were hot
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Figure 3.—Ground surface west of the Chaos Crags is made up of a pavement of breadcrusted pumice blocks deposited by hot pyroclastic flows

(see text).
when they were emplaced. Macdonald (Rubin and Alexander, contains charcoal; layer of forest duff 5—7 cm
1960, p. 155) collected charcoal from this locality which had a thickattop ...l 4.5

i . . Pyroclastic-flow deposit: pumice and nonvesicular
diocarb e of 1,320£20 (W-758), but the strati. o P posit: p
radiocarbon age o 0 yr 58), bu i rock fragments as large as 7 ¢cm in diameter in a

grflphic horizon from which the sample was collected .is uncer- white ash matrix; upper contact is gradational ... 0.3
tain. A sample of charcoal collected by us for radiocarbon 7. Sand and granule gravel, horizontally bedded ... ... 0.15
dating from the lowest pyroclastic-flow deposit exposed (unit 6.  Pyroclastic-flow deposit; pumice blocks in a

4 of measured section 2) had an age of 1,010+250 yr light-gray to white ash matrix .......... RRRREE 1.8
(W-2261). The deposits here are thus about the same age as 5. Silt and fine sand, pmkls}]',gmy;lo“.’er eontaet iy

h < th & ok the Chi C sharp but upper contact is gradational .......... 0.27
those in the area west of the Lhaos Lrags. 4.  Pyroclastic-flow deposit: weakly breadcrusted

pumice blocks in a light-gray to white ash
matrix, contains charcoal (radiocarbon sample
W-2261: 1,010+250 yr) ....ovniiiiiennn... 1.0

Measured section 2

[Location: NE/%NW sec. 14, T. 3L N., R. 4 E.] 3. Sand and granule to pebble gravel, consists chiefly
Meters of white pumice, locally has lenses of white sand
10.  Tephra: mixture of pumice and nonvesicular rock AL EOD' s 7 s 5 s 7 00 5 4 Bim b BB A s e E 3R 1.0
fragments as large as 5 cm in diameter in a loose 2. Peat and peaty silt (radiocarbon sample W-2232
ashmatriX .........iiiiiiiiiiii i, 0.09 from top 0.75 cm: 4,600+600 yr; radiocarbon
9.  Pyroclastic-flow deposit: pumice blocks as large as sample W-2231 from bottom 0.75 c¢m: -
0.3 m and nonvesicular glassy rock fragments 00000 W) . ool s i iwres v s e 0 & e s 1.0
1—6 c¢m in diameter in a white ash matrix; deposit 1. Sand and pebble to cobble gravel, consists mostly

has a pinkish-gray cast in upper 1.5—-1.8 m and of gray and reddish-gray dacite. ................ >0.7
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Figure 4.—Charcoal-bearing pyroclastic-flow deposit overlying an older,
weathered pyroclastic-flow deposit in a roadcut near the west edge of
Lassen Volcanic National Park (see text).

Pumice deposits on the west valley wall west of the line
between secs. 23 and 24 were formed mostly by pyroclastic
flows, but those east of that line seem to be wholly tephra.
The tephra deposits do not include the breadcrusted pumice
blocks that characterize the pyroclastic-flow deposits. Some of
the hot pyroclastic flows continued down the Lost Creek
valley beyond the north edge of sec. 3.

At least one pyroclastic flow extended up onto the east
valley wall of Lost Creek directly east of the highway bridge in
sec. 14. The highest flow deposit is about 38 m above the
valley floor. If resistance due to friction is not considered, this
flow must have been moving at least 100 km/h (60 mi/h)
across the valley floor, in order to have reached so high on the
valley wall. The pyroclastic flow probably originated at a vent
about 2.4 km to the southwest, at an altitude of at least 2,120
m (7,000 ft), and acquired high velocity as it flowed down-
ward through a vertical distance of nearly 330 m to the floor
of the Lost Creek valley.

ERUPTIONS AND ROCKFALL-AVALANCHES, LASSEN NATIONAL PARK, CALIF.

Chaos Crags domes

The dacite domes that form the Chaos Crags cover an area of
about 5 km? and rise 300—450 m above their base which is at
an altitude of about 2,120 m (fig. 5). The Crags include two
main “protrusions’” (Williams, 1928, p. 245—249). The south-
ern protrusion is a roughly circular dome (labeled d1 on fig. 1)
about 1.7 km in maximum diameter. Its southern edge has
disrupted a small lapilli cone about 400 m in diameter. The
northern protrusion of Williams consists of a cluster of three
domes (labeled d2, d3, d4, on fig. 1). Dome 2, on the north-
west side of the cluster, was mostly removed by the great
rockfalls which formed the Chaos Jumbles. To the east, dome
3 consists of two parts—a high mass on the southwest is separ-
ated from a lower northeast mass by an arcuate scarp; this
lower mass may actually be another dome.

Areas of hydrothermally altered rock locally stain the Chaos
Crags and are especially abundant on domes 2 and 3. The
alteration probably occurred mostly during the eruption and
cooling of the domes, but large volumes of steam and other
gases were reported to be issuing from dome 4 as recently as

1857 (Williams, 1932, p. 347).

The surfaces of all the domes are extremely rough and con-
sist of ““a chaotic assemblage of gigantic, loose, angular blocks”
(Williams, 1928, p. 246). Williams inferred that the lava which
formed the domes moved dominantly upward and that the
dacite was too stiff to move far laterally. However, flow band-
ing with a low inward dip indicates some lateral flow near the
southern margin of the southern dome (Williams, 1928, p.
245—-246), and the westward extension of this dome down
across a topographic scarp suggests more than 350 m of lateral
movement there.

The volume of the domes seems to be approximately equal
to the volume of the tephra and pyroclastic-flow deposits. If it
is assumed that the domes have an average thickness of 200 m,
their total volume is 1 km®. The total volume of all the frag-
mental material probably does not exceed 1 km?3.

There is no direct evidence of the age of the Chaos Crags
domes, except that they postdate the pyroclastic-flow deposits
which are between about 1,000 and 1,200 yr old. By analogy
with similar eruptive sequences which have been observed,
Williams (1932, p. 350) suggested that the time interval be-
tween the tephra eruptions and the later eruption of a dome
from the same vent may not have been more than a few weeks
or months. It is not known, however, whether all the domes
were erupted at the same time. The charcoal remains of small
trees rooted in one tephra layer and buried by another show
that perhaps several decades elapsed between tephra eruptions.
This, as well as the range of radiocarbon dates, suggests that
the various eruptive events which produced tephra, pyroclastic
flows, and domes may have been separated by several quies-
cent intervals.
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Figure 5.—View from the top of Lassen Peak northward across the Chaos Crags. Light-colored deposits at right center are tephra that probably was
mostly erupted from a vent situated at the small lapilli cone (L) at the south margin of the Chaos Crags domes.

CHAOS JUMBLES ROCKFALL-AVALANCHE DEPOSITS

The Chaos Jumbles is a broad band of angular rock debris
which extends from the northwest base of the Chaos Crags
northwestward and westward for a distance of about 4.3 km
and covers an area of nearly 8 km? (figs. 1, 6, 7). Individual
fragments in the deposit range in diameter from a few milli-
meters to several meters. The rock debris probably is as much
as 40 m thick in its central part. Williams (1928, p. 252)
estimated the volume of the debris to be at least 150 million
yd? (about 115 million m?), and profiles made from the topo-
graphic map suggest that the volume may be as much as 150
million m3.

Surface features of the Chaos Jumbles include ridges and
furrows of rock debris, marginal ridges, steep and abrupt mar-
gins, and conical and domelike mounds. Transverse ridges and
furrows have wavelengths of about 10 m to 100 m or more;
some of these can be traced across at least half the width of a
single avalanche deposit. There are, in addition, longitudinal

ridges, scarps, and furrows, some of which are more than 1 km
long. Where longitudinal and transverse surface features inter-
sect, they typically cross one another without being offset.
Reflection Lake and some nearby shallow ponds occupy shal-
low longitudinal depressions within the avalanche deposits.
The surface of the western half of the deposits slopes west-
ward about 60 m/km.

Rock fragments in the Chaos Jumbles are fresh and un-
affected by weathering; however, some masses of hydro-
thermally altered rock form strips a few meters wide and a
hundred meters or more long in the deposits between the
Lassen Park Road and the base of the Chaos Crags. These
strips trend parallel to the long axis of the avalanche deposits
and probably resulted from the progressive disaggregation of
altered rock masses during transport. Their continuity and
restricted distribution suggest an absence of turbulence within
the moving avalanche.

The avalanche debris extends up the south slope of Table
Mountain to a point that is about 121 m higher than the base
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Figure 6.—View from the top of the rockfall scarp on the Chaos Crags westward across the Chaos Jumbles toward Manzanita Lake. Dashed line
shows extent of the avalanche deposits. Arrows point to areas of hydrothermally altered rock debris.

of the mountain at Nobles Pass (fig. 1). If it is assumed that as
the avalanche reached its highest point its kinetic energy was
wholly converted to potential energy, and that no energy had
been expended in overcoming frictional resistance, the aval-
anche must have had a speed at the foot of Table Mountain of
no less than 160 km/h (100 mi/h). It seems certain that the
actual speed was somewhat greater because frictional resis-
tance would have developed in the avalanche as it moved up
the slope of Table Mountain.

Williams (1928, p. 257; 1932, p. 355—356) regarded the
Chaos Jumbles as chiefly the deposit of a rapidly moving dry
rock stream or avalanche, but in order to explain the great
mobility of the moving mass he suggested that its basal part
was wet and moved as a mudflow. He suggested that the aval-
anche was caused by a massive rockfall from the Chaos Crags
which had been triggered by a steam explosion soon after
formation of the domes.

The general lack of displacement of the transverse and longi-
tudinal ridges and furrows of one by the other over much of

the central part of the avalanche deposits, together with the
distribution of altered rock, suggests that the avalanche was
moving as a nonturbulent sheet of rubble just before it came
to rest. Such a sheet, moving above the ground surface on a
cushion of compressed air, has been proposed as the origin of
other avalanche deposits which show evidence of great velo-
city and a long distance of movement on low slopes (Shreve,
1968, p. 37—44). Shreve has suggested that the transverse
ridges and furrows of such air-cushioned avalanches are formed
after the leading edge of the avalanche strikes the ground and
as the “zone of impact travels like a wave back up the length
of the avalanche.” The evident velocity and the surface
features of the Chaos Jumbles avalanche deposits indicate that
they, too, were formed by avalanches traveling.on cushions of
compressed air.

Heath (1960) postulated that the Chaos Jumbles were
formed by at last three avalanches which were separated by
intervals of hundreds of years, and he cited both geological
and botanical evidence to support the conclusion. He (1967)



CRANDELL, MULLINEAUX, SIGAFOOS, AND RUBIN 57

Figure 7.—View southeastward from the Lassen Park Road toward the reentrant formed in the Chaos Crags by rockfalls. The high rock mass
on the right is the dome that was reported to be emitting steam and other gases in the mid-1800’s. Rock debris of the Chaos Jumbles
rockfall-avalanche deposits is in the foreground.

referred to a ““300-year-old avalanche,” dated by the ages of
the oldest trees growing on it, a “750-year-old avalanche,” and
a “1,500-year-old avalanche,” but he pointed out that the
latter two ages were subjective estimates.

We have reviewed the evidence for age differences within the
avalanche deposits because any assessment of the likelihood of
future avalanches would be influenced by the knowledge that
avalanches had occurred at several widely separated times in
the past, rather than at only one time.

The geologic evidence cited by Heath for widely different
ages includes, in the oldest avalanche deposit, the presence of
fewer sharp-edged fragments, a higher content of interstitial
“soil,” and greater rounding and flattening of hummocks; all
these features were thought to indicate a greater degree of
weathering than is present in the other avalanche deposits. In
addition, Heath noted the presence of basalt blocks on the
northern margin of the oldest avalanche deposit, which he
interpreted to have moved from the slope of Table Mountain
down across the avalanche deposit by slow downslope trans-
port. Heath (1960, p. 746) believed that such transport must
have required “a long period of time.”

To reevaluate this evidence, the surface of the avalanche
deposits was examined and shallow pits were dug. No consis-
tent difference was found in edgerounding or in degree of

oxidation between the “oldest” and “youngest” avalanche de-
posits. There is, however, a higher proportion of fine material
in places in the “oldest” deposit. But it seems likely that the
fine grain size represents the original texture of the deposit in
most places because there is no other evidence of subaerial
weathering. Elsewhere, the abundance of fine material seems
to be related to the altered nature of the parent rock, which
permits it to crumble more rapidly than the unaltered rock
debris. This alteration evidently took place in the rocks of the
Chaos Crags before the rockfalls occurred. Hummocks are
relatively rounded where the overall grain size of the deposit is
finer, and their shape probably is related to the grain size.
Similar variations in texture and topography are present in
deposits of several avalanches that originated on the northeast
side of Mount Rainier, Wash., in December 1963 (Crandell and
Fahnestock, 1965). These avalanches are known to have occur-
red within a short period of time, perhaps within minutes of
each other, and certainly all within a period of not more than
2 mo.

Basalt fragments derived from the side of Table Mountain
are present on the north edge of the “‘oldest” avalanche de-
posit, as reported by Heath. But these blocks occur on the
tops of hummocks and ridges as well as between them, and
cannot have reached positions on top of the hummocks by
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slow downslope transport. Instead, they must have been pick-
ed up and carried by the avalanche itself, and are now in
virtually the same positions as when the avalanche came to
rest. :

We believe, therefore, that the geologic evidence does not
support the hypothesis that the avalanche deposits are of signi-
ficantly different ages. :

Botanical evidence cited by Heath to show age differences
between the ‘‘oldest,” “middle,” and ‘“‘youngest” avalanche
deposits included differences in vegetative cover, size of trees,
and proportions of species present. Differences in the charac-
ter of the vegetation are clear from place to place on the
deposits. The central part is sparsely dotted by small trees and
is bordered on the north by deposits which locally bear a
denser growth of larger trees. Still farther north is a narrow
band in which trees are very large at the margin of the de-
posits. Heath postulated that these size differences, as well as
differences in distribution of tree species, represented stages of
a forest succession that is dependent on time.

The ages of the trees, however, do not indicate a substantial
difference in age from one avalanche deposit to the next.
Growth-ring counts by Heath and by us show that the oldest
trees on the “oldest,” “middle,” and “youngest™ deposits are
about the same age, between 260 and 290 yr old. In contrast,
trees much older than 300 yr grow on moraines and pyro-
clastic-flow deposits that are adjacent to the Chaos Jumbles.
General agreement exists that trees should begin to grow soon
on newly formed surfaces, depending on the availability of
seed, the presence of a seedbed of fine-grained material, and a
favorable climate (Division of Timber Management Research,
1965; Lutz, 1956; Sigafoos and Hendricks, 1969). These re-
quirements are met on the “oldest” avalanche deposits which
are bordered by forest growing on older deposits. Sigafoos and
Hendricks (1969) found that under favorable conditions at
Mount Rainier, Wash., trees start to grow about 5 yr after a
surface becomes stable.

The lack of evidence of one or more generations of trees
older than the ones now standing on the “oldest™ avalanche
deposit also suggests that the deposit is not older than about
300 yr. An important part of evidence for an older generation
of trees in a forest is the existence of fallen logs as large or
larger than the standing trees. Large logs are not present on the
surface of the “oldest” avalanche, yet they are common on the
thousand-year-old pyroclastic-flow deposits adjacent to the
Chaos Jumbles. Other botanical evidences such as thickness of
humus, size of trees, and species frequency of trees on the
various parts of the Jumbles were examined by Sigafoos, who
concluded that the evidence as a whole does not support a
significant difference in age from one part of the avalanche
deposits to another.

Consequently, we believe that the ages of the trees on the
“oldest” avalanche deposit closely date it, and that the other
parts of the Chaos Jumbles are of practically the same age. It
seems likely that the trees on the “oldest” avalanche deposit
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are larger, more abundant, and represent different proportions
of species because of microenvironmental differences such as
texture of the deposits, light intensity, and available moisture.

As a further check, a brief study was made in 1972 of
lichens on the avalanche deposits adjacent to the Lassen Park
Road east and southeast of Nobles Pass (fig. 1). Specimens of
two lichen species, Rhizocarpon geographicum and Lecidea
atrobrunnea, were examined because studies elsewhere have
shown them to have growth rates slow enough to date deposits
many hundreds of years old (for example, Beschel, 1961;
Benedict, 1967). Representative examples of these lichens, and
others, were collected and subsequently identified by Pro-
fessor William A. Weber, Department of Biology, University of
Colorado. Growth rates have not been determined for lichens
m this area, although specimens of R. geographicum as large as
15 mm in diameter were found in the Devastated Area on
blocks of lava which were erupted by Lassen Peak in 1915.
Growth-rate curves for R. geographicum and L. atrobrunnea
in other areas show them to have relatively rapid early growth
that is followed by slower growth. "

The largest diameters of lichens on northward-facing surfaces
of rock fragments were measured on each of the three ava-
lanche deposits, with the results tabulated below. R. geo-
graphicum was not found on the “youngest” avalanche
deposit; specimens of the only Rhizocarpons seen there were
identified by Professor Weber as R. ferax H. Magn.

Maximum diameters, in millimeters, of lichens found on the Chaos

Jumbles avalanche deposits
“Youngest” “Middle” “Oldest”
R. geographicum .. ..... PPN 52 50
L. atrobrunnea ........ 72 83 79

Although the results of this brief study of lichens are not
definitive, the absence of appreciable size differences seems to
support the view that the three avalanche deposits are of
approximately the same age.

In summary, the Chaos Jumbles probably includes the de-
posits of three or more avalanches, but we believe that both
geological and botanical evidence indicates that they all oc-
curred at about the same time. The age of 300 yr, calculated
by Heath for the “youngest” deposit, seems to apply to all of
the avalanche deposits.

A rockfall-avalanche deposit that is similar to the Chaos
Jumbles deposit, but much smaller, underlies an area east of
dome 3 of the Chaos Crags (fig. 1). The age of this deposit is
not known. There is no large reentrant in the flank of the
dome at its head. It is possible that the arcuate scarp of dome
3, mentioned previously, represents a part of a cliff left by a
rockfall, and that the lower mass of this dome is actually a
younger dome that was erupted after the rockfall occurred.
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POSSIBLE CAUSES OF THE ROCKFALLS

Any one of the several events could have triggered the rock-
fall-avalanches. Williams (1928, p. 251) suggested that the
cause was a series of steam explosions at the northwest base of
the Chaos Crags domes. If, as we have suggested, the rockfalls
followed one another in quick succession, the first might have
been started by a steam explosion and the subsequent falls
could have resulted from the collapse of steep, unstable cliffs
left by the initial rockfall. Another possibility is that the rock-
falls were caused by the collapse of steep cliffs during an earth-
quake.
~ Still another cause of the rockfalls could have been the intru-
sion of a dome into the central part of the Chaos Crags, or
renewed movement of one of the existing domes. Although we
have no direct evidence of either of these events, the fact that
dome 4 (fig. 1) was reported to be emitting steam and other
gases constantly during the period 1854—57 (Williams, 1932,
p. 347) suggests that this dome is younger than the others. It
adjoins the domes in which the rockfalls originated. If a new
dome had been erupted into the central part of an older group
of domes, it could have caused oversteepened slopes by push-
ing and tilting the surrounding rocks. If these rocks were al-
ready highly fractured and unstable, the oversteepening could
have resulted in one or more massive rockfalls.

POTENTIAL VOLCANIC HAZARDS

The kinds of volcanic events that are recorded by deposits
adjacent to the Chaos Crags include the fall of hot pumice, hot
pyroclastic flows, and rapidly moving rockfall-avalanches, al-
though the latter may not be a direct consequence of volcanic
activity. If dacitic volcanism should occur again within or close
to the Chaos Crags, a sequence of events similar to those of the
Chaos Crags eruptive episode probably would recur, namely
the eruption of tephra and pyroclastic flows followed by the
extrusion of domes. Such a sequence would almost certainly
be preceded by a period of activity on a small, relatively harm-
less scale. Thus, large-scale eruptions would not threaten
human life if adjacent areas had been evacuated as a pre-
cautionary measure at the start of the eruption.

Areas that would be directly threatened by pyroclastic flows
include the zones immediately downslope from the active
vent, and especially valley floors for a distance of at least 15
km from the vent. Tephra erupted in the past has mainly been
carried eastward by the wind, and the distribution of tephra
deposits from future eruptions would likewise be governed by
the direction and strength of winds, as well as by the location
of the erupting vent.

A potentially more hazardous event than an eruption would
be the formation of another rockfall-avalanche at the Chaos
Crags or from the flank of a newly erupted dome. Such an
avalanche could be caused by a volcanic explosion during the
eruption of the dome, or by an earthquake unrelated to
volcanism. A rockfall-avalanche might not be preceded by any

warning, and the extremely high velocity would surely pre-
clude evacuation in time to prevent loss of life. Because of
this, we regard as hazardous the areas within a distance of
about 5 km downslope from the Chaos Crags to the east and
to the west. There seems to be no way to warn or protect
persons in the path of such an avalanche, and we think that
future use of the areas which might be affected should be
restricted.
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SPECTROCHEMICAL COMPUTER ANALYSIS—PROGRAM DESCRIPTION

By FRANK G. WALTHALL, Washington, D.C.

Abstract.—The computerized system of spectral analysis performs
determinations of 68 elements in geologic materials. The samples are
arced under carefully controlled conditions in an argon-oxygen atmos-
phere and the spectra are exposed on 102- by 508-mm (4- by 20-inch)
plates. Transmittance readings taken every 5um along the spectrum are
recorded on magnetic tape, producing more than 90,000 readings in 70
sec. The computer program described examines the data, searches for a
maximum of 500 spectral lines, and after treating the results prints
concentrations for the elements on a report form. The plates are
calibrated every 250 A, transmittances arc converted to intensities,
backgrounds are subtracted, interferences are recognized, and one final
answer is chosen from among several preliminary answers for each
element. Concentrations are obtained from analytical curves prepared
prior to the sample run. Samples are run under the same carefully
controlled conditions that were used to prepare the analytical curves.

A computer program (the final program) has been written to
treat transmittance data recorded by the magnetic tape system
described by Helz (1973) from plates prepared under the
conditions described by Dorrzapf (1973). The program was
written in Fortran IV and was designed for execution on a
large computer. As the system was to be applied primarily, but
not exclusively, to silicate rocks with major emphasis on trace
elements, certain procedures were chosen to accommodate the
silicates. Additional decisions involved in the design of the
total system were influenced by making it no less accurate
than the visual semiquantitative spectrographic analysis
method in use in Geological Survey laboratories (Myers and
others, 1961). The visual method compares previously pre-
pared standard plates with freshly prepared plates of sample
spectra. The choice of a 5-um interval between readings was
based on the minimum number of readings required to
suitably define a spectral line on our plates while keeping the
total number of readings within reasonable bounds. This factor
coupled with rapid-scanning capabilities effectively minimizes
the recording time and the quantity of data. One reading
covering half the length of a spectral line is taken every 5 um
with about 50-percent overlap of successive readings. This
number of readings is ample for finding line intensities. A
dependable high-speed tape-recording system obviously is
necessary to take full advantage of the potential being offered.
The instrumentation described by Helz (1973) measures,
digitizes, and records over 90,000 three-digit readings in 70
seconds.

The original concept (Helz, 1965) of the computerized
emission spcctrographic analysis (ESA) system was to have
only one computer program which would perform the
complete job from two 4- by 10-inch plates covering the
desired spectral range. The first program was written in this
form and was applied to the low-wavelength half of the
spectrum. It started with the taped transmittance data of the
split-filter two-step iron spectrum used for plate emulsion
calibration curves (PECC), followed by all the standards spectra
for the element concentration calibration curves (ECCC) if
any, and ended with sample spectra which resulted in a report
listing the concentration of elements present in each sample.
Analytical lines were found by this program using many
fiducial lines which were provided by a minimum of 1 percent
iron in the arced sample. The first program was useful to the
cyanogen-band region (about 3500 A). To extend its range to
4750 A for additional lines would have required two plates,
larger data-storage facilities for the intermediate results,
another wavelength table, and a second computer run for the
second plate.

A major reexamination of the problem was undertaken and
from this came several important improvements. Use of an
argon-oxygen arcing atmosphere clears the cyanogen-band
region reasonably well, thus making many additional analytical
lines available and aids considerably in obtaining a set of
constant conditions by helping to control temperature of
burning. The adoption of the single plate, 102 by 508 mm (4
by 20 in.), doubles the wavelength range available for a single
recording and permits a single computer run for the entire
range.

The computer method had been well proven by this time
(Helz, and others, 1969) and the reliability of the entire
tape-recording system also had been demonstrated. The
accuracy of the scanning instrumentation exceeded expecta-
tions and was extremely dependable. These factors suggested
an entirely new approach to the line-finding procedure. This
much more efficient method became a reality at the same time
that additional facilities were installed for superimposing the
Cd 2748.58 and Cd 4415.70 lines on each spectrum. Means of
providing the two-cadmium-line method are discussed by Helz
(1973), and its application is described in the section “Line
Finding.”

The following preliminary preparations are required for the
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final program. Once determined, they need only be monitored

periodically as long as spectrographic conditions remain

unchanged.

1. Wavelengths of iron lines used for plate emulsion calibra-
tion need to be selected and their estimated positions
determined.

2. Wavelengths of as many as 500 analytical lines need to be
selected and their estimated positions determined. The
lines are further identified by priority number, atomic
number, and element symbol.

3. Coefficients for an analytical curve corresponding to each
of the analytical lines are determined, upper and lower
concentration limits selected, and a priority number
assigned to all the lines of each element. The curve
fitting used for all curves is the polynomial regression
method consisting of several subroutines from the IBM
system/360 scientific subroutine package (version II,
H20-0205).

4. The order in which to print answers is selected.

After the preliminary preparations have been completed, a
routine run requires only one data card which is described in
table 1. Columns 1-14 are ignored when samples from
another job request are being run, but columns 1580 must be
completed.

The spectra are prepared in such a way that good
reproducibility is realized. The exposure and development

Table 1.—Format of data card required for computer analysis

[The use of fields 1—12 is optional. If left blank, default values
in parentheses under Description) are assumed. If any of the
efault values are to be changed, all 12 fields must be

completed. Type: A, alphanumeric; I, integer; U, undefined.
NA, not applicable]

Field Column Length Description Type Sy:;rlr’:;hc
1 1 1 Blank) .............. U NA -
2 2 1 ind of conditions I KOC
(type of wavelength
table) (2).
3 3 1 Type of plate calibration [ TPCT
treatment (0). .
4 4 1 Number of I NI
interferences (3).
5 5 1 (Blank). .............. U NA
6 6-7 2 Number of files read 1 NF
from tape (40).
7 8 1 Number of samples, I NFAMBF
weight <15 mg (0).
8 9 1 Number of first lines (3). . [ NFL
9 10 1 Number of last lines (3).. I NLL
10 11 1 (Blank) .............. U NA
11 12-14 3 Number of records read 1 NRR
from each file (200).
12 15-16 2 Symbol preceding sample A NSS
number (W- ).
13 17-22 6 Jobnumber ........... 1 JOBNO
14 23-27 5 Number assigned tojob 1 GROUP
by spectrographic
laboratory.
15 28-36 9 Number of report ...... A NOREP
16 37-60 24 Name of person(s) A FOR
requesting analysis.
17 61-80 20 Name of analyst ....... A NANA

conditions described by Dorrzapf (1973) assure the basic
requirements of constancy of plate preparation. These con-
stant conditions are necessary and with some care can
reasonably be obtained. Future programing will permit large
variations in conditions. For example, minimal interference
corrections are now being made during routine runs; however,
many such corrections ultimately will be available. As they are
completed and added, more lines will produce acceptable
answers, and an averaging concept will be used to provide the
final answer.

Future plans include the application of this computerized
system to rocks and minerals in general. The only rock type
allowed to influence basic decisions was silicate rock, which
can produce a very complex spectrum. Indications are that the
system will work equally well with rock types other than
silicates; however, these still need extensive investigation.

SYSTEM REQUIREMENTS AND RESTRICTIONS

Instrumentation.—The absolute integrity of the recording
system is important because the position within the spectrum
is not recorded but is determined by counting the number of
readings. If a few readings were lost, the many-fiducial-line
method of line finding would have to be used.

Spectroscopy.—The combination of the use of argon-oxygen
atmosphere and the single long plate provides a very good way
to take full advantage of the high-speed recording and the
computer handling of the accumulated data. Many chemical
elements produce potentially useful spectral lines in the
cyanogen-band region, and better answers in general will be
obtained by studying all lines possible. The many checks made
on the instrumentation and the special care taken during
sample preparation, exposure, and plate development assure
comparable results over a long time. This permits the use of a
single set of analytical curves for analyzing sample spectra over
an extended period of time.

The set of constant conditions also permits the proper use of
the unaltered function of the plate emulsion calibration curve.
If proper control of conditions should falter, means are
available for shifting those curves affected.

Computer.—The programs are writtenin Fortran IV (G level)
for execution on an IBM system/360, Model 65 computer. The
following automatic data processing equipment is being used:

Release 20 MVT (plus HASP) operating system.

450,000-byte core storage.

One 2314 disk unit.

Two 9-track tape drives.

One 7-track tape drive.

CalComp plotter.

Card punch.

Card reader.

High-speed line printer.

Program.—The wavelength table of analytical lines consists
of lines which are relatively free from interferences. Three
routine interference treatments which greatly affect a few
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elements are used, but correcting for interferences in general is
not required to accomplish the present aims.

The final program, exclusive of compilation time and the
determinations of plate emulsion calibration curves, requires
an average of less than 1 minute per analysis for about 400
lines. The routine plate emulsion calibration treatment re-
quires about 1 minute.

The report form tabulates results from a maximum of 10
samples on two pages of computer printout. These are reduced
to standard page size and copied for distribution and filing.

PRELIMINARY PREPARATIONS

Before the final program is used, the following must be
accomplished: (1) all lines used must be identified, (2) the
dispersion must be determined as the number of readings per
angstrom to calculate estimated positions for all lines, and
(3) the coefficients must be determined for all analytical
curves, and upper and lower concentration limits and priority
number must be assigned. The variable KOC (kind of
conditions) read in from a card (table 1) presently indicates
the dispersion used to calculate estimated positions for the
wavelength table used. The wavelength table provides informa-
tion for each line as shown in table 2.

Table 2.—Format of cards for wavelength table

i’pe A, alphanumeric; I, integer; R, real; U, undefined. ECCC,
ment concentration calibration curve; NA not apphcable]

Field Column Length Description Type S);lmhc
1 1-3 3 Element atomic number. . 1 EAN
2 4-6 3 Lme iority number LP
3 7 1 Y( .............. NA
4 8-9 2 lement symbol ELSYM
5 10 1 Blank) .............. NA
6 11-19 9 avelength ........... WL
7 20-27 8 Concentration CONCLL
limit, lower.
8 28-36 © 9 Concentration R CONCLU
limit, upper.
9 37 1 Blank) .............. U NA
10 38-40 3 ource of ECCC points .. A NR
11 4146 6 Estimated position ..... I EP
12 47 1 Blank) .............. U NA
13 48-58 11 CCC coefficient for R CQCEL
constant term.
14 5969 11 ECCC coefficient for R CQIl1EL
first-degree term.
15 70-80 11 ECCC coefficient for R CQ2EL

second-degree term.

Five programs perform much of the preliminary work
required.

1. The RPA (readings per angstrom) program finds 23
dispersion lines in each step of the split-filter iron spectrum,
calculates 22 dispersions as number of readings per angstrom,
averages the wavelengths used, and fits these points as a
straight-line dispersion curve. Although the dispersion curve is
not truly linear, a straight-line fit permits estimation of 50-A
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distances with acceptable accuracy. Averaging several of these
curves produces a curve which can be used as long as
conditions remain the same.

2. The VFL (virtual fiducial lines) program finds 219 iron
lines (same ones used for plate emulsion calibration curves) and
by using the dispersion curve from the RPA program calculates
the estimated positions of imaginary lines from wavelengths
increasing every 50.0 A, commencing with 2250.0 A. Aver-
aging results from several plates gives. positions of the virtual
fiducial lines.

3. The CEP (calculate estimated positions) program calcu-
lates the estimated positions of all wavelengths read in by
using the positions of the virtual fiducial lines, calculated by
VFL, with the dispersion curve from RPA. :

4. The EPL (estimated position of lines) program performs
line finding for all wavelengths read in for analytical lines from
recordings of standards spectra. These results are carefully
studied because they will considerably influence any decision
to adjust the estimated positions or to use them as calculated.
Also, these results provide the points which are fitted as
element concentration calibration curves.

5. The PS (point selecting) program fits points from the
EPL program as second-degree analytical curves, suggests
concentration limits, and rates the curves on a 0—10 basis as
an aid in assigning priorities. Our first wavelength table
consisted of lines which had been used in other spectrographic
methods. We are now using about 400 lines which we consider
the most useful of the more than 10,000 lines which have been
investigated. This PS program is discussed in more detail in the
section “Element Concentration Calibration Curves.”

The dispersion curve and the positions of the virtual fiducial
lines are calculated from five plates and averaged before being
used to calculate estimated positions of desired element lines.’
After the estimated positions have been calculated, they are
used by the EPL program to find lines in spectra from
standards. The positions where lines are actually found are given
considerable weight as a basis for adjusting the calculated
estimated positions. These EPL program results from standards
provide information for selecting the permanent estimated
positions for the wavelength table which will be used for
sample spectra. The manual selection of the data from the EPL
runs to be fitted by the PS program for element concentration
calibration curves provides ample opportunity for a thorough
examination of each point which will be fitted. This becomes
useful information when finally deciding upon a curve. All the
analytical curves to be used for a sample run are selected prior
to the sample run. The PS program prepares a tape for use by
the CalComp plotter. Both the points and the smoothed curve
are plotted (see fig. 4). This visual aspect is most helpful in
making many decisions about a curve—for example, setting the
concentration limits and assigning priorities.

FINAL PROGRAM

During a routine analy51s by the final program the following
occurs:
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1. The plate emulsion is calibrated 10 times, once each 250 A
between 2250 and 4750 A, thus determining 10 plate
emulsion calibration curves.

2. Line finding is performed and followed by an evaluation
of the results.

3. Preliminary answers are calculated where possible by using
the appropriate coefficients of an element concentration
calibration curve and, if not possible, a code is assigned.

Temporary answers are selected. :

By using priorities and concentration limits a final answer
is selected for each element. )

6. The final answers are saved until the 10th sample, or the
last sample of a group, or the last spectrum is recorded,
at which time a report-form is printed (fig.1).

Each spectrum on the plate is recorded as a file on tape. A
2,400-foot reel of tape (7 track) recorded at a density of 800
bits per inch with records of 1,500 digits (binary coded
decimal) in length is ample for recording an entire plate having
a maximum of 40 spectra. The first record in each file is 12
digits long and is used for identification purposes. Each
succeeding record is a set of 500 three-digit numbers (10 times
percent transmittance) with all digits being significant when
re-recording the same spectrum.

Large variations in the spectrographic analysis of a sample
can always be expected. These variations are minimized by
rigidly controlling both the methods of sample preparation
and the exposure conditions, including an argon-oxygen
atmosphere, and by careful plate development.

Correlating the line position in the spectrum with the
transmittance reading in the recording is accomplished by
starting the recording at a known position and by counting the
readings thereafter. This assumes a reasonably constant disper-
sion of the spectral lines on the plate, and assumes no missed
readings during the digitizing-recording step. The possibility of
an occasional missed reading caused by input-ouput errors is
ever present. However, the programed error-handling pro-
cedure has effectively taken care of all input-output errors
encountered thus far.

Each digit of the first record, 12 digits long, in each file is
entered manually by using a thumb-wheel switch. The first
field within the fixed data (table 3) is designated by the

A

symbolic name ICODE and identifies the type of spectrum .

from which the transmittances following it have been re-
corded. There is, in addition, a fixed order in which the
spectra are recorded on. the tape. The unfiltered step of the
split-filter iron calibration spectrum is recorded first and is
followed by the:filtered step. The variable TPCT (type of plate
calibration treatment), which is read in from a card (table 1)
and becomes the first digit of the program number, provides a
means for bypassing routine plate emulsion calbration curve
treatment by reading in coefficients.

Standards may be run as samples, the difference being they
will not appear on the report form. An ICODE of “61” is
entered for the last sample of a grouping, and a report form
will be printed including that file but not the next file; it

Figure 1.—Flow chart of major functions of the final emis-
sion spectrographic analysis computer program. WL, wave-
length; PECC, plate emulsion calibration curves.

means that a card is to be read which contains information for
the next report form. After the last full spectrum is recorded
one additional short file is recorded consisting of a set of fixed
data, the first digit of which must be an “8” followed by at
least one full record of transmittance data. This “8” signals the
end of the recording. However, the variable NF (number of
files to read) read in on a card provides the option of not
reading the entire recording. Similarly NRR (number of
records to read from each file) makes possible the reading of a
tape having no end-of-file marks.
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Table 3.—Types of fixed data

Number

. L Symbolic
Field of Description
digits name
Iron spectrum (unfiltered) ICODE 1
1 1 Identificationcode ............ ICODE
2 3 Plate number ................. PLANO
3 2 Month recorded ............... IMO
4 2 Day recorded ................. IDA
5 2 Yearrecorded ................ IYR
6 2 Spectrum number on plate . ..... NOSPEC
Iron spectrum (filtered) ICODE 2
1 1 Identificationcode ............ ICODE
2 4 Page number in recording. book ... PGNO
3 4 Transmittance of less-filtered part  IPCTU
of split filter.
4 3 Transmittance of more-filtered IPCTF
part of split filter.
Standards ICODE 31
1 2 Identification code and internal ICODE
= standard treatment.
2 6 Concentration (‘percentage ICONC
o element X 10°).
3. 2 Number of file being recorded .... FINO
4 2 Spectrum number on plate .. .... NOSPEC
. Unknowns 'ICODE 41
1 2 Identification code and internal ICODE
standard treatment.
2 6 Sample number ............... NOSAMP
3 2 File number being recorded . ... .. FINO
4 2 Spectrum number on plate . ..... NOSPEC

'ICODE 41 is used if a report form is intended, ICODE 51 if not.

FEATURES
Line finding

The lLine-finding procedure as presently programed for
routine use is an efficient but not restrictively rigid method.
Estimated positions (EP’s) are read in for all lines as part of
the wavelength table. A line is recognized by first searching for
a minimum transmittance among 11 readings, 5 on each side
of the EP. A peak is defined as the transmittance which is at
least 0.2 percent less than that of the readings on each side. If
more than one reading differs by less than 0.2 percent the
peak is considered to have a flat top. A peak is too flat if it is
more than five readings wide. The position of the peak is the
position of the minimum transmittance unless it has a flat top;
if so, it is the midpoint (rounding toward the EP). If two
legitimate peaks are found within the search area, the darker of
the two is chosen. To be considered as a possible answer, the
peak position must be located within two readings of the EP.
Also, it must fit the program definition of a line—that is, the
transmittance difference between peak and background must
be at least 1 percent.

A well-established starting point must be known before
commencing the line-finding procedure. The method used to
find lines in the iron spectra differs from that used in other

spectra by the method of determining both the spread
correction and the zero position. Both methods, however, have
all the transmittances recorded for the spectrum in core
storage at one time throughout the line-finding procedure.

The first minimum transmittance that is less than 80 percent
and is within the first 30 readings of the iron spectra must be
the peak of a known line. It may be either the Fe 2327.394,
Fe 2331.307, or Fe 2332.797 line (or the Cd 2288 line). The
variable NFL (number of first lines), which may equal 1
through 4, is read in on a card and identifies which of these
four lines to expect—beginning with Cd 2288 if NFL=4, or on
to Fe 2332 if NFL=1, and similarly with NLL (number of last
lines). Whatever the choice, the position from which all the
remaining lines are measured is the position of the peak of the
Fe 2332 line, which by definition is zero in all spectra. For
determining the stretch correction, the average of the positions
of all the first lines used is taken as the lower boundary. By
measuring from the position of the 2332 line, the estimated
positions of the several last lines are used to find the Fe
4665.594, Fe 4662.609, and Fe 4654.785 lines. After the lines
are found, their actual positions are averaged, thus providing
the upper boundary for the stretch determination. The
number of readings between the upper and lower boundaries is
calculated and any spread correction is determined by com-
parison with the spread assumed when estimated positions
were calculated. Any difference is corrected if its absolute
value is less than 10—if more than 10 the spectrum is skipped.

For spectra other than those for plate calibration, the first
line to search for is the Cd 2748 line. Two sections of the
spectra are masked to permit the centering of cadmium lines
2748 and 4415, and these two lines serve for making any
spread correction and for line finding. The recording of these
spectra commences at approximately the same position as the
iron calibration spectra. The Cd 2748 line is located by finding
the first peak darker than 80 percent between readings 16,080
and 16,480, if recorded from our plates. Once the Cd 2748
line has been located, the Cd 4415 line is the first peak found
between reading 64,920 (from the Cd 2748) and the next 100
readings. The number of readings between cadmium lines 2748
and 4415 is determined and compared with the expected
difference. This comparison becomes the basis for making any
spread correction that may be needed. The positionzero for
these spectra is taken as 16,105 readings below the Cd 2748
position.

The basic estimated position which is read in for each line is
never permanently changed by the program but may be altered
temporarily for a single spectrum when the need for it is
indicated by the measurement of the length of the spectrum.
A spread correction is made on estimated positions for any
deviation of 10 or less from the expected distance as follows:
The spectrum is divided into the number of sections which
equals one more than the absolute value of the correction
itself. The length of each section in readings is determined by
dividing the number of sections into 90,000. The correction
made in the first section is zero, and the correction for each
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succeeding section advances by one until the correction in the
last section is the full value of the spread correction, which is
applied through reading 100,000. Each basic estimated posi-
tion is temporarily adjusted at the time of line finding to
produce the estimated position appropriate for the spectrum
being analyzed. :

Background and interferences

The background is determined by calculating from a straight
line the value directly under the EP (estimated position). The
straight line is formed-by connecting two points, one on each
side of the EP. The points are the maximum transmittances
within 100 readings (2.5 A) of the EP. In the event of equal
maximum transmittances, the one nearest the EP is used. The
program adequately corrects for background. Other inter-
ferences such as interelement effects are being investigated,
and the program will be modified to correct for these.

For routine use of the program the fewest possible inter-
ference treatments are being used. At present only three very
simple. ones are in the program, and these are applied only
after temporary answers have been chosen. Many gross
interferences are effectively handled by means of the priority
number concept when selecting temporary and final answers.
The entire basis of answer selection lies in the proper
application of the priority concept. The priority-one line is the
most sensitive line which is relatively interference free. The
priority-two line is a little less so on both counts, and similarly
down the unbroken priority sequence. After the continuity is
broken by skipping priority number, priorities may be
assigned indiscriminately through 99 for any purpose desired.
Answers are selected only from the unbroken sequence of
priorities beginning with priority one. By definition, as
priorities increase, the assigned concentration limits never
decrease while in the unbroken sequence. Those beyond the
skipped priority are unaffected by these restrictions. The
process of selecting answers starts with the priority-one line
and ends with the last line in the priority chain. Any line
having a peak transmittance less than 2.0 percent is too dark
for evaluation and is skipped, as is any line producing an
answer greater than the upper concentration limit of its
analytical curve. The procedure for selection of answers is
described further in the section “Final Answers and Report
Form.”

The investigation of interferences presently has top priority
to upgrade many lines, thus making many more potential
answers available. The three interference treatments being used
now generally perform as follows:

1. If the final answer for iron is above 13 percent, an answer
from the K 4047 line is unacceptable.

2. If either magnesium, iron, or chromium is above a certain
concentration (a different concentration for each), a
sodium answer is accepted from only its priority-one or
priority-two lines.

SPECTROCHEMICAL COMPUTER ANALYSIS—PROGRAM DESCRIPTION

3. If neither platinum nor palladium is present, osmium,
iridium, ruthenium, and rhodium are reported as less
than their lower limits.

The variable NI (number of interferences) which is read in

from a card and which is the last digit of the program number,

simply indicates the number of interference subroutines in the
program.

Plate emulsion calibration curve

The plate emulsion calibration curve (PECC) relates per-
centage transmittance to intensity. The method chosen for this
work utilizes the change in transmittance of a line as measured
from each step of a single iron burn exposed through a
two-step (split) filter. A total of 219 iron lines is found in
each step, and by pairing the transmittance of a line from the
most filtered step of the two-step iron exposure (Tf) with its
transmittance from the least filtered step (Ty) a point is
defined for the preliminary calibration curve, a second-degree
curve, (fig. 2). A different curve is determined for use over a
250-A range by using data from 26 lines which permits a few
overlapping lines for each. By including an additional two
points, one on each end weighted 26 times, the curve is well
controlled without actually being forced. The weighted points
are (1.0, 1.5) and (99.0, 100.0), thus providing 78 points to be
fitted with the abscissa, In Ty, being the independent variable
and the ordinate, In Ty, the dependent variable. The generic
equation is y=ax?+bx+c with a always negative and y greater
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Figure 2.—Preliminary plate emulsion calibration curve relating
transmittance from the unfiltered step, Ty, to the filtered step,
TF.
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than x. This fitted curve provides the ordinate component, the
natural logarithm of the percentage transmittance, of the
points for the final PECC. The natural logarithm of the filter
factor provides the abscissa component of the points (equally
spaced along the x-axis). The filter factor (about 2) is the
ratio of the percentage transmittances of the unfiltered half of
the filter and the filtered half of the filter. A few selected
points are identified in figure 2.

Points for the final plate emulsion calibration curve (PECC)
(fig. 3) are obtained as follows: The first point obtained from
the preliminary PECC is called the inflection point (IP) of the
final PECC. It is defined as that point near the 45° slope point
on the preliminary PECC which will produce the first
calculated point above it at the same distance away as the first
calculated point below it. To select points above the IP, the y
component of the IP is substituted into the preliminary PECC
equation as x and a new y is calculated. This y is substituted
into the equation as x, and this continues until a new y
exceeds 6.86 (In 10x95.4 percent transmittance). At this
point, y is increased regularly at the rate of 0.01 (about 1
percent transmittance) per point until it exceeds In 10x100
percent, this point being set equal to In 10X 100 percent. To
select points below the IP, the x component is substituted into
the equation as y and a new x is calculated. This continues
until a new x is calculated which is less than 1 percent

67

transmittance. This is the lowest point calculated.

The inflection point is placed on an imaginary line having a
slope of 315° and passing through the point In 10 percent
transmittance and In 100,000 intensity. The final PECC is
built from the inflection point in both directions. The
preliminary PECC provides a most accurate and convenient
measure of the relative change in transmittance. This nicely
smoothed and averaged measure of transmittance change
provides an excellent source of points to be used with the
natural logarithm of the ratio of the split-filter transmittances.
The points of the final PECC produce a curve generally
S-shaped but one which cannot be adequately represented by a
cubic equation. An algorithm is used in the program utilizing
the preliminary PECC quadratic with the natural logarithm of
the filter factor producing an “exact fit” final PECC. This
permits all the averaging and fitting to remain in the
preliminary PECC which utilizes the newly measured quan-
itites. All the points initially obtained from a preliminary
PECC for the final PECC are shown in figure 3.

Element concentration calibration curves
To prepare the element concentration calibration curve

(ECCC), separate programs are used which perform the entire
job for many curves and most of the work required in the
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Figure 4.—Element concentration calibration curves using a Mn 3079.627 line plot as an example. A, first fitting (without limits); B, second fitting
(with limits).

preparation of the others. Standards are prepared to give six
evenly divided points between orders of magnitude of con-
centration (Myers, and others, 1961). Transmittances from
these standard spectra are recorded on magnetic tape in order
of descending concentration. A search for analytical lines from
the wavelength table is made in each file of transmittances,
and selected data from all standard spectra are printed. After
this is completed, all the data accumulated for each line are
evaluated and the resulting points are fitted by the PS (point
selecting) program. A second-degree curve is the highest degree
fitted, and two of these fittings are accomplished for each
line—one without limits and one with limits (fig. 4). The first

fitting, without limits, omits points taken from a record having
an input-output error (that is, the entire record is skipped),
any with a peak-background difference of less than 1 percent
transmittance, those with a peak transmittance of less than 2
percent (too dark), and data from any blank or matrix
spectrum (that is, concentration equals zero). A limited
statistical study and an analysis of variance are made for each
fitting, and a table of raw points and smooth points with
residuals is also prepared for the highest degree fitted. The
second fitting, with limits, fits only those points remaining by
examining points starting with the highest concentration and
using all with regularly decreasing intensities.
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Figure 4.

Statements are included which provide for the preparation
of a tape for use by the CalComp plotter. Both curves, without
and with limits, are plotted, each producing a plot 7 by 10
inches. These dimensions may be altered by changing only one
program card. Provision is made for printing full identification
of the curve on the plot.

If the second-degree fit is better than the straight-line fit,
both sets of coefficients are available. The first-degree fitting is
not classified. However, the evaluation for the second-degree
fitting proceeds as follows:

Class 0, if <3 points are supplied for fitting,
1, for 3 points, and

00

11.00 12.00 13.00 14.00 15.00

2, for 4 points if the standard deviation (sd) is greater

than 0.5.

Beyond this, the value of the class may range up to a maximum
of 10 as shown in the following calculation:
Class = (points factor + sigma factor + residual factor)/3,

where
Points factor

Sigma factor

Residual factor

= 4 if there are 4 points to fit, or

10 for 5 or more points, and
6 if there are 4 points to fit, or
1if sd>0.9, or

= 10-10.0 X sd, and

10 X (fraction of points having a
residual <0.1).
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EMISSION SPEC TROGRAPHIC ANALYSIS PAGE 1-A
REPORT 72-WSH-00 PROGRAM NO. 203 FOR: GEORGE G. GEOLOGIST Ae Be CHEMIST (ANALYST)
JOB NO. 11223344 PLATE NO. VI-6789 DATE: 12/21/72
GROUP NO, 123456 RECORDING NO. 987 P. S, LEADER (PROJECT LEADER)
FI1ELD NO.
SAMPLE W-999990 W-999991 W=999992 wW-999993 W=999994 W=999995 w-999996 W-999997 #-999998 W-999999
SPECT RUM 2 3 4 s 6 8 9 10 11 12
st % 17.8 17.9 19.8 18,5 21.7 1945 17.9 21.8 19.6 18. 9
AL % 610 6423 6.73 7.25 1.87 6056 6433 8.03 7465 7.87
FE % 10. & 8.33 9.30 7.50 8.93 9.53 9.81 8.82 9,86 9,23
MG % 6450 674 6092 6. 73 1. 64 6,40 5468 6423 6062 6e41
ca 3 4485 4498 5,63 5499 7.12 6014 5.59 5465 5.94 5499
NA % > 0.316 > 0,316 > 04316 > 0. 316 > 0,316 > 0.316 > 04316 > 0.316 > 04316 > 0.316
K 2 04695 < 0.0681 04230 0.383 0.355 0.463 0. 545 0.539 < 0.0681 0.248
Tt 3 1.34 0.573 0. 446 0,464 0.603 0.781 0.870 0. 968 0. 436 0.933
[ 2 0.703 0.101 < 0, 0464 0. 140 < 0.0664 00293 00425 0.369 < 0,0464 0,172
MN 2 0.201 0.156 0.167 0.153 0.177 0.171 0.182 0.164 0.176 0.186
AG PPM < 0.10 < 0,10 < 0.10 < 0.10 < 0.10 < 0,10 < 0.10 < 0.10 < 0.10 < 0.10
AS PPM < 100 < 100 < 100 < 100 < 100 < 100 < 100 < 100 < 100 < 100
AU PPM < 6481 < 6481 < 6,81 < 6481 < 6481 < 6481 < 6481 < 6481 < 6481 < 6081
B PPM < 10.0 < 10,0 < 10.0 < 1040 < 10.0 < 10.0 < 10,0 < 10,0 < 10,0 < 10.0
BA PPM 403 109 141 181 180 223 300 396 133 170
BE PPM 1.35 < 1.00 < 1.00 < 1.00 < 1.00 < 100 < 1.00 < 1.00 < 1.00 < 1,00
81 PPM < 1.00 < 1.00 < 1.00 < 1400 < 1.00 < 1.00 < 1,00 < 1.00 < 1,00 < 1. 00
CD PPM < 1407 < 1407 < 1447 < 1447 < 14e7 < 14,7 < 14,7 < 1467 < 1407 < 14,7
CE PPM 166 < 20,0 < 20.0 < 2040 < 20.0 < 20.0 101 115 < 20,0 < 20,0
CO PPM 4501 4409 51,7 40, 8 52.8 47,0 42,8 42.2 5848 57.5
CR PPM 137 212 488 255 469 2640 157 206 288 115
CS PPM < 3160 < 3160 < 3160 < 3160 < 3160 < 3160 < 3160 < 3160 < 3160 < 3160
Cu PPM 515 19.1 4644 2402 4744 4504 46,5 5645 56,0 66,7
DY PPM 9477 < 3,16 < 3,16 < 3.16 < 3.6 < 3.16 < 3,16 914 < 3416 < 316
ER PPM < 2415 < 2,15 < 2,15 < 2415 < 2415 < 2.15 < 2415 < 2415 < 2415 < 2,15
EU PPM 3.07 < 1.00 < 1.00 1.08 < 1,00 1.80 [ 2453 2.52 < 1.00 2,00
GA PPM 1449 6445 7016 Te 41 8,17 12,7 1445 15.5 8.16 13.5
GD PPM 12.1 5.04 6431 5432 4,82 40 62 . 5455 4046 5406 7.28
GE PPM < 1.00 < 1.00 < 1,00 < 1.00 < 1.00 < 1.00 < 1.00 < 1,00 < 1,00 < 1.00
HF PPM < 10.0 < 1040 < 10,0 < 10.0 < 10,0 < 10.0 < 10.0 < 10.0 < 10.0 < 10.0
HG PPM < 147 < 147 < 147 < 147 < 147 < 147 < 147 < 147 < 147 < 147
HO PPM < 1.00 < 1.00 < 1400 < 1,00 < 1,00 < 1,00 < 1.00 < 1.00 < 1.00 < 1.00
IN PPM < 4. 64 < 64,64 < 4464 < 4,64 < 4,64 € 8,66 < 4,64 < 4,64 < 4,64 < 4,64
IR PPM < 6481 < 6481 < 681 < 6. 81 < 6.81 < 6,81 < 6481 < 6481 < 6481 < 6481
LA PPM 4049 < 14,7 < 14.7 < 16,7 < 16,7 <147 26.8 35,2 < 14,7 < 16,7
L1 PPM < 31.6 < 31,6 < 31,6 < 3.6 < 31,6 < 3,.6° < 31.6 < 3146 < 31,6 < 316
LU PPN < 3416 < 3,16 < 3.16 < 316 < 3.16 < 3,16 < 3.16 < 3.16 < 3.16 < 3,16
MN PPM 2010 1560 1670 1530 1770 1710 1820 1640 1760 1860
MO PPM 477 3,89 7.87 3.96 10. 2 3. 67 3.98 6.01 7439 6.05
NP PPM 30.1 2,42 4.98 5410 8436 756 11.6 20.6 4,78 11.8
ND PPM H < 1447 < 1447 17.2 H < 147 34.9 < 1447 < 1447 < 14,7
NI PPM 57.8 91,0 167 91,0 208 93.8 60,2 72,8 122 111
cs PPM < 2145 < 21,5 < 21.5 < 21.5 < 21,5 < 21,5 < 21.5 < 215 < 21.5 < 215
o8 PPM 7429 1.11 2463 3.85 2.91 Se 28 4,85 5. 72 3.14 4,60
PD PPM < 0.22 < 0.22 < 0022 < 0.22 < 0.22 < 0,22 < 0.22 < 0022 < 0622 < 0,22
PR PPM H < 2,15 H 6446 H T.63 10.1 10.5 H H
PT PPM < 2415 < 6,81 < 2.15 < 2415 < 2.15 < 6481 < 2415 < 2.15 < 2.15 < 215
RB PPM < 14700 < 14700 < 14700 < 14700 < 14700 < 14700 < 14700 < 14700 < 14700 < 14700
RE PPM < 10.0 <1040 < 10.0 < 10,0 < 10,0 < 10,0 < 1040 <10.0 < 10.0 < 10,0
RH PPM < 0410 < 0.10 < 0,10 < 0.10 < 0.10 < 0.10 < 0.10 <'0.10 < 0to
RU PPM < 0446 < 0.646 < 0446 < 0446 < 0,46 < 0.46 < 0.46 < 0,46 < 0.46 < 0,46
S8 PPM < 6841 < 68,1 < 68,1 < 6841 < 6841 < 6841 < 68.1 < 68,1 < 68,1 < 681
sC PPM 2649 29.5 40.4 3448 > 46,4 3l.4 27.8 35.7 4240 4148
SM PPM S.91 < 4,64 < 4.6 < 466 < 4,64 < 4464 < 4.6 < 4,64 < 4,664 < 4464
SN PPM < 3.16 < 3.16 < 3,16 < 3,16 < 3,16 < 3416 < 3.16 < 3.6 < 3.16 < 3.16
SR PPM 324 179 196 242 233 286 358 376 187 269
TA PPM < 147 < 147 < 147 < 147 < 1647 < 167 < 147 < 167 < 147 < 147
T8 POM < 6481 < 6.81 < 6.81 < 6481 < 6481 < 6481 < 6481 < 6481 < 6481 < 6481
TE PPM < 316 < 36 < 316 < 316 < 316 < 316 < 316 < 316 < 316 < 316
TH PPM < 2145 < 21,5 < 21e5 < 21e5 < 215 < 21.5 < 21.5 < 21.5 < 21.5 < 21.5
TL PPH < 3.16 < 3.16 < 3.16 < 3416 < 3.16 < 3,16 < 3416 < 316 < 3,16 < %16
T™ PPM < 2415 < 2.15 < 2415 < 2415 < 215 < 2415 < 2415 < 2.15 < 2415 < 2.15
U PPM < 215 < 215 < 215 < 215 < 215 < 215 < 215 < 215 < 215 < 215
vV PPM 345 281 317 308 336 337 290 306 333 343
W PPM < 10.0 < 10.0 < 10.0 < 10,0 < 10,0 < 10,0 < 10.0 < 10.0 < 10.0 < 10,0
Y PPM 53,5 14,7 18.8 1604 19,9 25.2 3448 3665 17.8 29.3
Y8 PPM 6468 2.29 2.63 2. 66 3.21 3,93 4.62 4416 2.96 4459
IN PPM 193 | 108 124 110 119 152 173 145 115 130
ZR PPM 629 86.9 120 112 184 156 256 293 9440 217
MAJORS RECALCULATED AS OXIDES
s102 % 38.1 38.2 42,3 39.6 4644 4146 38.3 4646 41,9 40,5
aL203 § 11.5 11.8 12.7 13.7 14.9 12,4 12.0 15.2 1445 14,9
FE203 % 14.8 11.9 13.3 10,7 12.8 13,6 1440 12.6 1401 13.2
MGO % 10.8 11,2 11.5 11.2 12.7 10.6 94642 10.3 11.0 10, 6
cA0 % 6,78 6497 7.88 8.38 997 8. 59 7.82 7.90 8431 8.38
NA20 % > 0,426 > 0,426 > 0,426 > 0426 > 0,426 > 0e426 > 04426 > 04426 > 0s426 > 0,426
K20 % 0.837 < 0.0820 0,278 0,462 0,428 0, 558 0,656 00650 < 040820 0.299
TI02 % 2,23 0.955 04744 0.774 1.01 1.30 1.45 1,61 0.72% 1,56
P205 % 1.61 0.231 < 0,106 0. 321 < 0106 04671 04973 04844 < 04106 04393
WND % 0.259 0.202 0.215 0.198 0.229 0.221 0. 235 0.212 0.227 0,240

Figure 5.—Example of an emission spectrographic analysis report printout.
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Also calculated are the points on the curve where the slope is
50° and where it is 30°. This information defines the best
section of the curve. All these calculations are most useful
when assigning priorities.

The program suggests upper and lower concentration limits
for those second-degree curves fitted with limits. The upper
limit is the highest concentration with a peak transmittance
>2 percent, and a tangent slope 0.3 (16.7°). The lower limit
is the lowest: concentration with a tangent slope >0.3 (16.7°)
but with- an intensity no less than that of any lower
concentration.

A knowledge -of -possible -interferences is necessary when

- making the initial selection of lines for fitting. After the points
are fitted and the plots are visually examined, the fitting
statistics are’ considered and the coefficients are put into the

-wavelength table. The lines and curves are further evaluated on

the basis of the results from different samples and standards
before being assigned -a priority in the chain. Considered in
selection of lines-are general reliability for producing right

- answers, the existence of an effective interference correction if
the need for-one is indicated, and the possibility of making the

- line useful, if by changing concentration limits, some inter-
ference corrections can be bypassed.

FINAL ANSWERS AND REPORT FORM

After the line finding has been completed by the final
program, the transmittances are converted to intensities and
the background is subtracted from the peak. This intensity
difference is substituted into the appropriate element con-
centration calibration curve, and the equation is solved. Three
types of answers obtained by this program are preliminary,
temporary, and final. A preliminary answer of some kind is
assigned each line. Some of the lines at this time- may have
several preliminary answers assigned because of certain rec-
ognized error conditions. Preliminary answers possible are:

-1 = input-output error,
-2 = no coefficients,
-3 = no peak but EP<2 percent transmittance,

-4 = no peak but EP>2 percent transmittance,

-5 = peak too flat,

-6 = peak too far away from EP,

-7 = peak minus background <1 percent transmittance,
-8 = peak too dark,

-9 = equation unsolvable (below vertex),

-10 = equation unsolvable (above vertex).

The temporary answer for the line is selected from among the
several preliminary answers for the line.

The answer selected as the temporary answer is the first one
found in the order -1 to -10. All final answers are selected

from these temporary answers by examining them in the order
of the preassigned priority numbers which were read in as part
of the wavelength table. The final answer accepted is the first
answer less than the assigned lower limit or the first answer
falling between the limits. Any answer examined greater than
its upper limit permits the examination of the line next in the
priority chain. Temporary negative answers treated as less than
the lower limit answers are =4, -6, -7, and -9. Those treated
as greater than the upper limit answers are -8, and -10. The
-1,-2,-3, and -5 answers are skipped during examination of
the answers.

Final answers may be altered at this point only if less than a
15-mg sample was used or if an interference treatment is
applicable. The value of the variable NFAMBF (table 1) is the
number of samples less than 15 mg weight.

All the final answers determined for a spectrum are stored
until the report is printed. A report (fig. 5) is printed at the
first occurrence of 10 samples saved for printin<ns1:XMLFault xmlns:ns1="http://cxf.apache.org/bindings/xformat"><ns1:faultstring xmlns:ns1="http://cxf.apache.org/bindings/xformat">java.lang.OutOfMemoryError: Java heap space</ns1:faultstring></ns1:XMLFault>