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FOREWORD

This report was prepared by the American Electro Metsl Corpo-
ration under USAF Contrsct Ko, AF 33{616)-89, The contract was initi-
ated under Project No, 7350, "Ceramics and Cermet Materials", Task No.
73500, "Ceramic end Cermet Materisls Development", formerly RDO No,
615-17, "Ceramic Materials", snd was administered under the direction
of the Materials Laborestory, Directorste of Research, Wright Air Develop-
ment Center, with Lt Normand Hyman acting as project engineer.
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was not so marked,

report covers work conducted from September 1953 to Jeptember
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ABSTRACT

‘Section I. Study of Titanium Carbide Powders

The chemical analyses of pure grade commercial titanium carbides
were very similar as far as the main constituents were concerned. The
differences were only in the oxygen, free carbon and impurity content.

Particle size reduction by ball milling was found to be independent
of the ball milling medium and a function only of ball milling time, size and
kind of the ball mill, and ball-to-load ratio.

Procedures were worked out for the determination of particle size

distribution of a fine powder and for a flotation of such a material, which
removed free carbon.

Section II. Properties of Unbonded Titanium Carbide Bars

Titanium carbide powders without binder addition were hot pressed
to high densities and tested for electrical resistivity and corrosion
resistance.

It was found that a decrease in particle size, addition of up to 1%
of free carbon, and acid leaching influenced densification beneflcially.

Leaching of a ball milled powder before hot pressing or higher
densities of the hot pressed bars decreased electrical resistivity.

The only corrosion product found by chemical analysis when TiC or

90/10 TiC/WC bars were exposed to air at 1C00°C was TiOs;. There was probably
a formation of W03 which partly volatilized.

Section III. Infiltration of TiC Skeletons

Pieces of low densities were infiltrated with liquid cobalt and
nickel and the fictors governing infiltrability were studied. It was found
that an oxide film surrounding the individual carbide particles was beneficial
for good infiltration.

Section IV. Investigation of Bonded Titanium Carbide Bars

Dense nickel bonded titanium carbide bars were produced by hot or
cold pressing of ball milled powders followed by vacuum sintering, Various
factors determining densification and transverse rupture strength, such as
the presence of oxygen, free carbon, iron and other carbides as well as ball
milling, pressing and sintering procedures were investigated. It was found
that the relationship of these factors to the physical properties of final
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bars changed considerably with the origin of the titanium carbide used as
starting material,

Section V. The Microstructure of Titanium Carbide

A metallographic study was carried out in order to link physical
properties to microstructure. It could be shown that microstructure, grain
shape and grain growth were functions of three interrelated factors: pro-
duction procedure of the titanium carbide, surface conditioning of the parti-
cles and impurities in the powder. An explanation of the "coring effect",
long observed in cemented carbides, was given, based on the assumption of an
oxide film surrounding the individual particles.

PUBLICATION REVIEW

This report has been reviewed and is approved.

FOR THE COMMANDER:

M.R,Whitmore
Technical Director
Materials Laboratory
Directorate of Research
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INTRODUCTION

The aim of this project was to investigate the sffect of rew
material production variables on the physical and chemical properties of
carbides, nitrides and borides., These materials ars of interest because of
their good mechanical properties at elevated temperatures. As the number of
varlables to be studied was very large, it was agreed to restrict this
Investigation to one material only. The material selected was titanium
carbide,

Titanium carbide is readily available in various purities and
grades, depending upon production procedures and raw materials, It was
believed that duplicating commercial production procedures in the laboratory
would not result in materials identical with those actually produced commer-
cially., Varlous titanium carbides, produced commercially by as many differ-
ent procedures as possible, were, therefore, purchased and used for this in-
vestigation.

The main impurities of all titanium carbides studied are free
carbon, oxygen and nitrogen. It appears that no one has succeeded, so far,
in making completely pure titanium carbide even in test tube quantities,
While such material would be highly interssting from a theoretical point of
view, the inability to produce it commercially would exclude it from this
investigation, Other impurities found in commercial materials are due to
the starting materials used, Production procedure and comminution treat-
ment also contribute impurities.

This report iz divided into five sectlions, The first section is
devoted to a study of the as-received titanium carbide materials. Studies of
chemlcal composition, the effect of ball milling and the purification of fine
powders by leaching and flotation were made,

The second sectlon deals with hot pressing of unbonded titanium
carbide bars, Measurements ¢f their electrical resistivity and corrosion
resistance were cbtained.

The third section deals with infiltration of titanium carbide
skelatons,

The fourth section is mainly an investigation of the effect of
various impurities as follows:

Impurities were added to as received materials in various quanti-
ties and their influences on the physical properties of dense nickel-bonded
compacts, produced by powder metallurgy techniques, were investigated. By
this "addition technique" the influences of free carbon, iron, TiO and
various carbtides were studled.

Another way to study the influence of impurities was to reduce them
gradually or eliminate them entirely., This was done with free carbon, which
was reduced by a flotation procedure, and with iron and TiOz, both of which
could be removed to a certain degree by leaching with aclds.

WADC TR 54~13 Part II 1l



This section alsc contains investigations on the effects of ball
milling and pressing procedures and the influence of various ball milling
media,

In Section V, microstructures of titanium carbide bars produced

in different ways are given and an attempt is made to evaluate structures
in the light of physical performance of the respective bars.

SECTION I

STUDY OF TITANIUM CARBIDE POWDERS

A, Materisls Used in this Investigation

All commerclal processes of titanium cartide production at the
present time utilize the chemical reaction of titanium dioxide and carbon
to form as nearly as possible stoichiometiric TiC according to the egquation

Ti02 + 3 C = TiC + 2 CO.
This reaction is carried out in practice in three ways:

1. In a menstruum of molten metall)

2. In the solid state, eigher under the cover of a
protective atmosphere2 or in yscuum’ s, O

3. In an arc melting operation’s

For experimental purposes titanium cartide has been produced bty
reacting titanium metal or titanium hydride with carbon, bty fused salt
electrolysis and by & few other methods. According tc its formula, TiC,
titanium cartide has the stoichiometric composition of 79.97¢ Ti and 20,03%

C. The actual amount of carbon combined with titanium in the commercial
products, however, is between 174 and 15,5% and there is always a certain
amount of free carbon present ranging from 0.1% to 3%, which even with re-
peated heating at high temperature does not combine with titanium. Since,

at least, csome oxygen and nitrogen, which are not removeble by chemical means,
are also present, it can be safely assumed that commercial titanium carbide

is a solid sclution of TiC, TiO and TiN. Producticn variatles, such as start-
ing materials, heating time and cycle, temperature, production procedure, etc.,
vary the amount of combined carbon, oxygen and nitrogen in titanium cartide.

Five different titanium cartides, representing the above production

processes, were used in this investigaticn. They are identified in Table 1
and their chemical and spectrographic analyses are given in Table 2.

WADC TR 54-13 Part II 2



TABLE 1
INVESTIGATED MATERIALS

Code Supplier Production Procedure
K Kennametal, Inc. Menstruum process
Iatrote, Pa.
R Matallwerk Flancee Solid state reaction under
Reutte, Austria protective atmosphere
MC Metro-Cutanit Solicd state reaction in vacuum

London, England

T Titanium Alloy Mfg. Co, Arc melting, pure product
¥agara Falls, N. Y.

N Norton Company Arc melting, technical product
Vorcester, Mass,

A1l chemical analyses were done in our own laboratcries, using
standard procedures, Oxygen determinations were made by vacuum fusion (see
Fig. 1). Spectroscopic analyses were carried out by Lucius Pitkin, a New
York commercial laboratory, and X-ray diffraction analyses by Ir. B, Post,
Polytechnic Institute of Brookiyn.

Several shipmente were received from some of the suppliers. Their
chemical analyses varied slightly especially as far as impurities were con-
cerned. The analyses given in Table 2 are for those lots which were used for
most of the experiments, .

The firet four materials were used in the as-received condition.
Material N-3, received in lumps, was crushed to -100 mesh and carried through
a flotation procedure in order to bring its free carbon content in line with
the other products.

The nickel powder used as binder and infiltrant was cartonyl nickel
of 9 to 14 microns particle size and a purity of 99,5¢, supplied by A, D.
Mackay, Inc., New York.

The cobalt used as infiltrant was electrolytic powder of =200 mesh,
supplied by African Metals Corp., New York.

T{tanium monoxide was produced bty reacting TiO2 with TiHz. Some
was suppllied by Lt. Winter of WADC.

T™tanium nitride was supplied by Metal Hydrides, Inc., Beverly,
Mass,
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TABLE 2

CHEMICAL COMPOSITION OF COMMBRCIAL TITANIUM CARBIDES
Titanium

SupplieT  gornametal  Metallwerk  Metro-Cutanit Alley  Norton Co.
Code K-2 R-2 MC-1 T3 N-31

™ 79.7 79.0 79.0 79.1 78,0

C comb 19.4 19.0 19.0 19,1 16.8

C freo 0.21 0.73 OO 54 0.20 OOAS

02 0010 0.09 0.16 0057 1093

NB 0.15 0097 0.67 0045 0086

FO 0.06 00132) 0.11 0022 10510

Zr 1 0.05 - - -

Cu xo.cng) - x0.012) %5.012) "0.00}2)

n :o.o12} -- - xo5i2) 0.12

Mn 0,01 - _— .0 -

s Xg.012) %5,012) - JI‘0.15 0.12%)

Total 99,76 100.30 99,49 99,77 99,81

c
comb 19,6 19.4 19.4 19.5 17.7
Ti + C comb .
x Iass than

1) Fletation purified
2) Spectrographic analysis
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B. Effect of Ball Milling Medium on Particle Size Reduction
and Chemical Composition

Introduction

The aim of this study was threefold, mamely, to investigate

1, whether the particle size reduction during ball milling
wvas influenced by the ball milling medium,

2. to what extent the ball milling medium affected the
pickup of impurities,

3. vhether an acid leach of the product ball milled in a
steel mil) would restore the original analysis

Experiments

Ball milling was done in air, argen, water, ethyl alcohol, acetone,
xylens, carbon tetrachloride, and trichloroethylens, 4 steel ball mill of
one liter capacity was used, the load was 250 grame of powder and 1500 grams
of steel balls of various eizes. Eall milling was stopped after a certain
time and samples for particle size determination and chemical analysis were
taken out. The ball mill was then closed again and milling continued wp to
64 hours. The ball mill was opened in this way thirteen times during the run
of each experiment.

To compare the effects of this interrupted ball milling procedure
with the results of continuous ball milling, uninterrupted ball milling was
done for 16 hours in air, water and acetone.

Bell milling was done in a tungsten carbide mill (with tungsten
carbide balls) in air, water, and acetone for 16 and 72 houre.

The powders ball milled in liquid media were filtered and vacuum
dried. All powders were chemically analyzed for ircn or tungsten and some
for oxygen. The powders ball milled in the steel mill were leached twice
with hot 1-3 hydrochleric acid, washed with hot water, vacuum dried and
analyzed,

The amounts of liquids used in all experiments were just enough to
cover ballas and powder completely. A Fisher Sub-Sieve Sizer was used for
average particle size determinmations.

Results

1. Particle size reduction was essentially a function of time and
independent of the ball milling medium (Table 3). Only during the first five
hours particle sises jumped somewhat irregularly, from there on reduction was
fairly regular and almost identical for all invectigated media,

2. Iron pickup was affected to a great extent by the ball milling
medium (Table 4). The pickup was less in argon than in air and considerably
less in dry ball milling than in wet tall milling., The kind of liquid used
aleo influenced the pickup.

3. Table 5 and Fig. 2 show the oxygen pickup during ball milling
in air, argon and acetone. As expected, oxygen pickup was considerably

WADC TR 54-13 Part IT 6



TABLE 3

REDUCTION OF PARTICLE SIZE DURING BALL MILLING IN DIFFERENT MEDIA
(Kennametal TiC in Steel Mill, Average Particle Size in Microns)

Carbon
Time Ethyl Tetra- Trichlero~
(Hrs) Air  Argon ‘Water Alcohol Acstone Xylene chloride  ethylenas
0 32 32 3z 32 32 32 32 32
1l 22 22 21.5 18,6 T.8 19.6 24 25.4
2 1L.3 1€ 15,0 11.6 1.3 12.9 18 18,7
3 11,0 11,6 11.7 10.3 10,5 11.4 iz.2 i3.8
4 9.0 9.0 2.8 7.9 6.4 8.5 11,2 9.9
5 6.8 7.6 8.0 T3 6.1 8.3 -— 2.1
6 5.7 6.5 6.8 7.0 5.8 Tob 8.3 8.0
7 4.9 6.0 6.2 £.7 542 6.9 7.2 T
8 42 5.1 5.1 - FAYA 6.2 6.8 75
10 3.7 4e3 bedy 6.0 he3 A 6.2 5.1
13 2.9 3.4 3.5 49 La? bedy B2 3.9
16 2.6 2.9 3.1 - AR 4.1 3.6 3.6
32 1.7 2.1 2.5 2.2 2.4 2.6 3.1 2.5
64, 1.4 1.4 2.1 1.6 1.5 1.8 1.8 1.7
TABLE 4
TRON PICKUP DURING BALL MILLING IN DIFFERENT MECIA
(Kennametal TiC, % Fe after Ball Milling for Various Lengths of ™o )
Carten
Time ' Ethyl Tetra~ Trichloro-
(Ars) Adr  Argon ater Alcohol Acetone Xylene chloride  ethylene
0 0.06 0.06 0.06 0.06 0.06 0.06 0.06 0.06
1 0.28 0.25 0.47 0.40 0.32 0.38 0.28 G.32
2 0.41 0.31 0.89 1.27 0.86 0.8C 0.63 0.51
5 0.70 D.62 2.06 2.51 2.21 1.52 1.36 2.40
8 1.07 0.83 3.88 4.03 2.54 2.81 3.73 3.42
16 1.42 1.20 7.87 G.81 5.69 5456 740 8,75
32 1.62 l.52 11.C 12.5 11.0 10.% 10.4 11.5
64 1.78 1.80 13.6 19.2 18,25 19.7 22.0 18,15
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TABLE 5

OXYGEN PICKUP DURING BALL MILLING IN DIFFERENT MEDIA

(Xennametal TC, % Oxygen after Ball Milling for Various lengths of Time)

Time (Hrs) Alr Argon Acetone
0 0,10 0.10 0.17
8 0.26 o —
16 0.40 0.18 0.50
64, 0.85 - -
72 -— 032 1.16
TABLE 6

IRON PICKUP AND PARTICLE SIZE IN INTERRUPTED AND
CONTINUOUS BALL MILLING FOR 16 HOURS

{Kennametal TiC)

Iron Pickup (%) Particle Size {Microns)
Interrupted Continuous Interrupted Continucus
Mr 10!&2 0.92 2 . 6 4.6
Water 7.87 3.55 3.1 bed
Acetone 5.69 3.32 4.0 4.9
TABLE 7

% WC PICKFD UP DURING BALL MILLING IN TUNGSTEN CARBIDE MILL

{Kennametal TiC)

Tme (Hrs) Afr Water Acetone
16 - 6.56 CIAA
72 2.7 9.37 10.03

WADG TR 54-13 Part II 8
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higher in &ir thag in argon. In wet ball millling the oxygen pickup was much
higher than in dry ball wmilling,

Pickup was greatly snhanced by interrupting the ball milling and
opening of the ball mill, as Table 6 shows. Particle size reduction was
greater when ball milling was interrupted, especlally when ball milling was
dene in air,

The ameunt of tungsten carblde picked up during ball milling in a
tungsten carbide mill also varied considerably with time and btall milling
medium, as Table 7 shows., Here,too, the pickup in the liguid media was much
higher than in dry ball milling.

4. The analyses of the powders ball milled in the steel mill and
leached with hydrochloric acld are compared with the analysis of the original
materizl in Table 8. The only notable differences were a somewhat increased
free carbon content and a higner oxygen content, especlally for the powder
ball milled for 238 hours in air,

TABLE 8

ANALYSES AFTER BALL MILLING IN DIFFERENT MEDIA AND LEACHING
WITH HYDROCELORIC ACID COMPARED WITH ORTGINAL ANALYSTS

(Kennametal TiC in Steel Mi11)

Medti um arl) om0 cey®  came1?) CoBgoR?)  As Becta
™ 9.6 W3 Wb 9.0 9.2 9.7
€ comb 19.3 19,3 19, 19.4 19.3 194,
C free 00"00 0.39 003‘7 0042 0.0& 0.21
Fe 0.12 0.4 0.2,  0.08 0.11 0.06
Ne 0.25 0.2, 018 0,21 C.14 0.15
02 0.68 0.2, 015  0.12 0.18 0,10
Total 100.35  99.61  100.34  99.33 98.97 99.53

Coomb

19.5  19.6 199  19.7 19.6 19.6

™ + CQOHb

1) Ball milled 238 houre
2) Ball milled &4 hours

Mscussion

The reason for the greater particle size reduction experienced in
interrupted tall milling wes that by opening of the tall mill and removing
of a sample the cake formed on top and bottom of the mill was broken up and
subjected to a more severe ball milling action. Caking was especially
noticeable in alr. The increase of iron pickup due to the interruption was
very pronounced, it amounted to about 100%, The air admitted during each

WADC TR 54-13 Part II 10



opening of the ball mill enhanced the attack on the balls and on the mill.
The iron pickup was not only due to mechanical but also to chemical action.
An inert atmosphere should, therefore, reduce the iron pickup. According te
Table 4 this in fact happened, but only for short ball milling times. The
reason for this was found in the fact that the ball mill was not completsly
airtight. The reason for the diminishing rate of iron pickup in dry ball
milling might be that mill and balls became coated with titanium carbide
powder and that this coating became denser and more protective with time.
Ball milling in a liquid medium destroyed this coating and the pickup of iron
increased. There was, however, also an individual influence of the various
liquids on the iron pickup which was due to chemical reactions of the liquid
alone or in connection with the oxygen of the air on mill and balls. The
influence of air plus liquid was most obvious in ball milling in water, vhere
the pickup rate decreased considerably when the ball mill stayed closed for
16 and 32 hours (see last two limes of Table 4).

That the ball milling medium exercised a chemical influence on the
titanium carbide is obvious from Table 5 which shows an increased oxygen
pickup of the powder in scetone compared with air and argon., The results for
ball milling in argon made 1t quite certain that either the ball mill was
leaking or that the air was not completely replaced by argon. It 1= quite
probable that a small amount of air is cccluded by the starting material
which is not replaceable by argon.

The oxygen pickup during ball milling for 62 hours in a steel mill
varied between 0.85% in air and 2,.88% in carbon tetrachloride. It was almost
completely removable by a leaching process and chemlcal analyses showed that
the removed oxygen was in the form of TiOz (see the following chapter).

Conclusicns

1. Particle aize reduotiocn is a function of time and independent
of ball milling medium.

2. Oxygen, iron and WC pickup are a function of ball milling time.
Organic liquids are more corrosive towards a steel mill than water. Iron and
WC pickup in & gas filled btall mill is lower than in one containing liquid
by a factor between 3 and 10.

3. The pickup during ball milling is due not only to mechanical
but also to chemical forces as 1s shown by the increased contamination during
interrupted ball milling compared with continuous ball milling and the
differences in oxygen pickup in different media.

L. At leagt part of the oxygen picked up by ball milling can be
removed by an acid leach. This leach also removes titanium at the same time,
indicating that a chemical reaction betwsen the oxygen of the air and TiC
has taken place in the ball mill.

5, The ball milled and acid leached powdera have a somewhat
higher oxygen and free carbon content than the original TiC, but the amount
of combined carbon has not changed.

WADC TR 54-13 Part II 11



C. Removal of Oxygen by & Hydrochloric Acid Leach

Experiments

Powders from various sources ball milled in different ball mills
and different media were analyzed for their oxygen content before and after
leaching with hydrochloric acid. The spent acld wes analyzed for titanium,

Results

Although the amount of oxygen which the powders contained after
ball milling varied between 0.4% and 2.4%, the ratio of oxygen to titanium
removed by leaching was constant and corresponded to the formula TiOz.
(Stoichiometric TiO2 has 40% Oz). Table 9 tabulates the results.

Conclusions

1, During btall milling, TIC is oxidized to 2 certain degree. The
degree of oxidation depends upon the kind of powder and the ball milling con-
ditions.

2, Oxidation causes the formation of Ti0», very probably in the
form of a surface film around the individuval particles.

3. Not all of the oxygen picked up during ball milling is remova-
ble even with repsated leaching., It is strongly believed that the oxide
fraction not removable by leaching is in solid solution with T™C.

D, Determination of Particle Size Distribution

Introduction

Particle sizes of titanium carbide powders mentioned in this report
were determined with the Fisher Sub-~Sieve Sizer, and it is believed that the
results obtained with this apparatus are well reproducible for the same kind
of powder., If, for instance, equal amounts of one particular TC powder were
ball milled under the same conditions for an equal length of time, the
average particle sizes measured with the apparatus were the same. It is,
therefore, easy tc read from a graph the ball milling time necessary to pro-
duce a desired particle size. If, however, the same amount of TiC was mixed
vith 107 graphite and now ball milled under the same conditions, the average
particle size measured was much lower than the actual particle size of the
TiC, due to the presence of the graphite. In order to determine the true
particle size of TiC in such a case, and in order to determine the particle
size distribution, which might be an important factor in many investigations,
the following method was used.

Method
The powder was hot pressed to a low density, keeping the tempera-

ture as low as possitle in order to avoid grain growth. The plece was
mounted in Bakelite and polished. It was viewed under the microscope with a

filar micrometer eye piece, which made 1t possible to move the vertical cross

WADC TR 54-13 Part II 12
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hair over the field of vislon while the horizontal cross hair was stationary,
All particles which were cut by the horizontal line were counted, Their
"diameter", the distance tetween intersection of the vertical and horizontal
croas hairs when the former was moved across the particle, was measured with
the aid of the filar micrometer dial, FMig. 3 illustrates this procedure.

Experiments

1. The particles of six fields of a bar pressed from Kennametal
powder were counted, measured and recorded in five ranges, proceeding in
geometrical progression. The "dlameters" of all counted particles were added
and divided by the number of particles counted, which amounted to 143.

2. The same original powder was ball milled with 10% additional
graphite for the same length of time; 130 particles were counted.

Results

1. Table 10 shows the particle size distribution in each of six
fields and the total particle size distribution. The average particle
diameter was found to be 2.62 microns. The Fisher Sub-Sieve Sizer had shown
an average particle size of 2,05 microns.

2. Table 11 shows the result of the second experiment, The parti-
cle size distribution was somewhat different probably due to the presence of
the fine graphite particles and the average particle diameter was found to be
2.28 microns., The Fisher Sub-fieve Sizer indicated in this case an average
particle slze of 1.55 microns.

Diacussicn

The results of the two experiments were in agreement with each
other as far as the average particle size diameters were concerned. If the
very low and the very high particle sizes were disragarced, the particle
size distribution was alsc not tco far apart considering that the amount of
particles counted was very small, Comparing the results of the Fisher Sub-
Sieve Sizer with those obtained in these experiments, large differences were
encountered, sspecially in the second experiment., This ic very understand-
able, The Fisher apparatus measures the air permeability of a slightly com-
pacted powder which is highly influenced bty the presence of graphite parti-
cles, while the micro-count disregards these particles completely.

Conclusion and Remarks

It is believed that the described procedure represents a fairly
simple and fast method to determine particle size distritution of sub-sieve
8ize powders. The numter of fields and particles counted should, however, be
increased for higher accuracy.

It might te more convenient and less strenuous to the operator to
take plctures of the fields with a superimposed grating at high magnification
instead of counting the particles under the microscope.

Due to the pressure of other work this particular investigation
was not further pursued.

WADC TR 54=13 Part II 14
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. Flotation
Introduction

Al) commercial titanium cartide powders contain certain amounts of
uncombined carton or graphite, It was one of the tasks of this project to
investigate its inf%gence on the physical properties of finished pisces. A
flotation procedure®’/ was used in order to reduce the free carbon content.
This procedure consisted in mixing material of fine particle size in a flota-
tion cell with water and a few drops of pine oil which acted as a frothing
agent, The graphite wars carried off in the "overflow" while the bulk of the
purified carbide stayed behind in the flotation cell as "tailings".

It wvas found that the flotation procedure described had two short-
comings. A largs amount of titanium carbide was carried over into the over-
flow and as a consequence, the end of the flotation could not be observed.
The process had to te interrupted after an arbitrarily chosen time and the
amount of tailings and overflow could not be predicted. This made the proce~
dure non-reproducible,

Experiments

1. Norton (N-2) powder of -325 mesh was flotation purified using
the above procedure
a; by refloating the tailinge of the previous flotation run
b) by refloating tailings and overflow of the previous run.
2. Titanium Alloy (T=-2) TiC received in lumps was crushed to -100
mesh and then submitted to flotation.
3. Kennametal powder of 0.14% free carbon was flotation purified
in order to reduce thils impurity content still further.
a) Powder was floated in the as-received condition.
b) As-received powder was ball milled for 42 hours to 2.5
microns and then floated.
c) The tailings of floated as-received powder (see &) were
tall milled 42 hours and refloated.
ba eriments were undertaken to improve the flotation procedure
E:? by adding various reagents into the flotation cell
b) by changing the load in the flotation cell.

Results

1. a) By refloating the tailings of the previous run, Norton
Company's titanium carbide free carbon content was reduced in three steps
from 12.,0%¢ to 6.53%, 2.0% and finally 0.37%.

1. b) Results of refloating of tailings and overflow are given in
Fig. 4. The figure shows that about ona-~thlrd of the original material had
a low free carbon analysis. By combining the tallings of the overflow flota-
tion with those of the first flotation (a + e) and both overflows of the
second flotations with sach other (d + f) and continued refloating both
fractions, higher yieldes of low grarhite containing TiC could be obtained.

2. The free carbon content of Titanium Alloy's crushed TiC could
te reduced in ones flotation from 2,7 to 0.2%.

3. The results of the flotation of Kennametal TiC are given in

WADC TR 54-13 Part II 17



Original Material

1000 grams
12,0¢ C
l i
(a) Tailing (b) Overflow
509 grams 454 grams
8.3% C 15.4% C
] Lf !
(¢) Tailing (@) Overflow (e) Tailing (£) Overflow
337 grams 172 grams 297 grams 157 grams
0.35¢ C 24.2%¢ C 8,312 C 28.7¢% C

FLOTATION OF A HIGH GRAPHITE CONTAINING MATERIAL

FIG. 4

Tables 12, 13 and 14. They show:

a) A completely graphite-free TiC was not obtained even when
the starting material had as low a free carbon content as
0.04%. The procedure yielded instead graphite-enriched
overflows and graphite—depleted tailings.

b) Flotation of the as-received coarse powder reduced the
graphite content from 0.14 to 0.04% (Table 12),

¢} Flotation after btall milling the as-received powder to a
smaller particle size did not remove more graphite, The
ratio of low graphite containing tailings to higher graphite
containing overflows was less favorable than with the
coarser material (Table 13),

d) A repeated flotation after intermediate ball milling of the
first flotation tailings reduced the graphite content to
0.02% (Table 14).

e) Overflows and tailings showsd distinct differences with
regard to particle sizes, which were not anticipated,

f) The oxygen content was not affected by flotation.

4. Additions of varlous reagents into the flotation cell in order
to increase selectivity of the separation did not improve the procedure. It
was, however, possible to work out a procedure by which the carry-over of TiC
into the overflow was kept to & minimum, and the end point could be determined
fairly well, This procedure consisted in running the flotation with the cell
only half filled and for as long 2 time as necessary until the froth bubbles
had only a grayish film,

Discussion

It is generally claimed that a low graphite containing TiC is
superior to one with high graphite content. The flotation experiments were

WADC TR 54-13 Part II 18



TABRLE 12
FLOTATION OF AS-RECEIVED TMC

Weight Oxygen Graphite Particle Size
Grams 1 .4 Microns
As received 1000 0.2 0.14 23
Overflow 129 0.27 C.80 18.4
Tailings 834 0.22 0.04 27
TABLIE 13

FLOTATION OF PALL MILLED TiC

Weight Oxygen Graphite
£ %

Particle Size

Grams Microns
As ball milled 500 0.69 0.14 25
Overflow 139 0.74 0.32 1.6
Teilings 351 0.65 0,06 3.5
TABLE 14

FLCTATION OF BALL MILLED TATILINGS OF A FORMER FLOTATION {TARIE 12)

Weight Oxygen Graphite

Particle Size

Grams g 9 Microns
Original 500 0.69 0.04 —
Overflow 130 0.70 0.06 1.9
Tailings 305 0,68 0.02 2.4
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undertaken mainly in corder to upgrade as-recelived powders, The flotation
fractions, which should vary chemlcally from each other only in the graphite
content, were used for investigations on the affect of varying amounts of
graphite. The results of the experiments showed, however, that flotation
fractions also vary as to their particle sizes, Investigations of toth these
factors, free graphite content and particle size, were carried out and are
described in their respective chapters,

SECTICKN II

PRCPERTIES OF TNBONDED TITANYUM CARBIDE BARS

4, Hot Pressing of Untonded Titanium Carbide

Introduction

Hot pressing of binder free titanium carbide was undertaken in
order to lnvestigate the influence of production procedure, particle slze and
impurities on maximum obtainable density.

Expariments

Bars of 1-1/2 in, x 1/4 in, x 1/4 in. were hot pressed by the
followlng procadure:

1, 6.5 to 8 grams of TiC powder were pressed cold in a graphite
die with a pressure of 1 to 1.5 tsi,

2. With the pressure still on, the specimen was brought to the
desired temperature by resistance heating (1500° to 2200°C).

3. vhen the desired temperature was reached, the current was
either shut off immediately or left on for a certain length of
time (up to one minute).

4. The pressure was released when the temperature had dropped to
1700°C after the current was shut off. (Temperatures were
measured on the ocutside of the die wall by a Rayo-tube and
recorded by a Lseds & Northrup Speedomax Recorder),

5, The specimen was elther cooled rapidly in the graphite die
between the water-cooled copper electrodes or remcved while
st1ll glowing and allowed to cool slowly in air,

The variatione in pressing procedurs had to be used in order to
obtain optimum densities with the different powders.

Results

Reference is made to WADC Technical Report 54-13, dated February
1954, which contains & tabulation of all powders treated in the above way
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and the denslities obtained. The following is a short summary of the results
obtalned with Kennametal, Metallwerk Plansee and Metro-Cutanit powders.

The following factors were found to increase densification:
a) decrease in particle size
b) addition of free carton up to 1%
¢) leaching of the TiC powder with hydrochloric acid or
acetic acid
d) tall willing 4in a tungsten carbide mill.

Factors which had a detrimental influence were:
a) addition of more than 17 WC in the form of a =100 mesh
size powder btefore tall milling
b) additions of TiN or TiO.

The densification of Norton powder was generally very poor. The
highest density obtainaed was 95% with a flotation fraction containing 8.3%
free carhon and an average particle sizes below 1 micron,

Conclusions

Tnbonded titanium cartide specimens of variocus densities were
obtainable by the above described hot pressing procedure. OCne hundred per
cent dense pleces could only be produced 1f the titanium carbide powder had
an average particle size of not more than about 1 micron and was of high
purity.

B, Electrical Resistivity Measurements

The electrical resistivity of unbonded hot pressed titanium carbide
bare was meagured with the help of a speclally designed bar holder which made
it possitle to Immerse the investigated specimen in a constant temperature
bath (Fig. 5). Measurements were made at various temperatures and the
influence of particle size, free carbon content and impurities was investi-
gated .

The following results were ottained:

1, Differences in particle size of a powder did not influence
resistivity.

2. Presence of an excesg of free carton before hot pressing, which
was investizated in a range up to 1%, also did not influence
resistivity.

3. Leaching of a powder with hydrochloric acid, and thus removing
oxide films and iron picked up during ball milling, lowered the
resistivity by atout 10 microhm-cm at all densities.

4L+ The reaistivity decreased, as expected, with increasing density.
The lowest resistivity measured with all investigated powders
on bars of about 95% of thecretical density was in the vicinlty
of 85 microhm-cm.
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Fig. 5 Specimen Holder for Electrical Resistivity Measurement
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In the belief that the thermal coefficient of electrical resistivity
right be more sensitive to the influence of impuritles than the reslstivity
itself, this coefficient was determined for a number of specimens between
-60° and +100°C. The results were not conclusive, The hope that resistivity
measurements could be used as quality control test for different powders
could not be realized.

C. Corrosion Study

Experiments

The corrcsion studies were carried out in moving air which was
purified by filtering, drying, and removing the COz in a larger tower filled
with Caroxite, an indicating COz absorbtent (Fisher Seientific Co.). The
specimen, supported by an Alundum boat, was heated to 1000°C in a small tube
furnace. The air flow was kept at about 2 cu. ft, per hour. The tube diameter
was 1,5 in.

After leaving the furnace the gas stream passed through two
absorpticn bults filled with Ascarite. The experiment was interrupted after
certain time intervale and the specimen taken out of tke furnace, cooled 1n &
desiccater and weighed. Both absorption tulbs were also weighed. Normally
one Ascarite tulb was atle to absorb all of the COz formed; the weight of the
second bulb only started to increase vwhen the first was exhausted. When this
happened, btoth tults were refilled with fresh Ascarite. The following four
unbonded TiC specimens were hot pressed from Kennametal powder and submitted
to the corrosion test:

Specimen 1 - Powder ball milled in steel mill to 1,3 microms, iron
content after this operation 0.94%, hot pressed Censity
98.4%.

Specimen 2 - Powder ball milled in steel mill to the same particle csize
as 1, and leached with hydrochloric acld, which reduced the
iron content to 0,127, hot pressed density 74.2%.

Specimen 3 - Same as 1, hot pressed density Th 2%,

Specimen 4 - 10% WC added to powder, mixture ball milled to 1.2 microns
and leached with hydrochloric acid. The iron content was
0.12%, hot presced density 98.4%.

At the end of each experiment, the coating was peeled off the speci-~
men as far as possible, It came off in layers which were X-rayed separately.

Results
Table 15 gives the weight gain in mg/cm2 of surface area of the
four specimens in the column "(bserved". The figures in column "Calculated™
were derived frem the amount of COz absorbed by the Ascarite tultes assuming
that the oxidation of TiC preduced exclusively TiOz.

X-ray diffraction analyses of the peeled off layers had the follow-
ing results:
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For specimens 1 and 2, the outer layers showed only the presence
of rutile, highly oriented, and probably a small amount of orthorhombic Ti02
(brockite). The inner layers consisted essentlally also of rutile, randomly
oriented. There were in both layers very weak unidentified lines probably of
some lower oxides of titanium. No indication of the presence of elther Ti(
or TiC could be found. Fig. 6, a photomicrograph of specimen 1 (Tsble 15)
shows the layer formation of the oxide coating.

For specimen 3 the coating consisted of alternating gray and black
layers, the innermost layer, which was very small and fairly adherent, was
yellowish gray. The X-ray diffraction pattern of the uppermost coating
showed Ti0z (rutile) and a miner unidentified pattern of probably some lower
titanium oxide. Deeper situated layers were identified as TiOz and TiC, no
TiC could be found.

Specimen 4 showed a more uniform coherent coating than the three
other specimens. The X-ray diffraction pattern was alse that of rutile, with
no indication of the presence of TO or TiC, There were several minor peaks
which appeared to indicate the presence of a small amount of W03 and alsc
poesitbly some W02. Fig. 7, a photomicrograph of specimen 4, shows the greater
uniformity of the oxide layer.

The coating of specimen 2, which peelaed off easily, had the follow-
ing analysis:

™ 60.5%
C total 0.08%
Ng 0.14%

TiCz has a stolchometric composition of 60% Ti and 40% Oz. Due to the high
oxygen content, no direct oxygen determination could be made.

Conclusions

X-ray diffraction as well as chemical analyses showed that the only
corroslon product of a dense plece of pure TiC was Ti0O2. The assumption made
above for the "Calculated" figures were, therefore, justified. The actual
figures given in Table 15 under "Cbserved" and "Calculated” are similar for
specimens 1 and 2. The procedure can, therefore, be used to follow the
corrosion of a dense plece of pure TiC in air at elsvated temperature by
determining the amount of COz evolved. This simple relationship did not hold
true for a less dense piece (specimen 3) or for a dense piece which contained
WC (specimen 4). The "Calculated" values were lower than the "Cbserved"
values for specimen 3, a fact which could not be explained, as the X-ray
diffraction analysis did not reveal any other compounds than TiOz and TMC.
Oxidation of a TiC/WC piece was complicated by the fact that tungstic oxide
was partly volatilized and that the oxidation of the components TiC and WC
did not necessarily progress with the same spesed. *"Calculated” figures of
this case have therefore bsen omitted in Teble 15,

Comparing the "Observed" figures of Table 15, it can te concluded:

1, Purification of a powder by leaching decreased the corrosion
rate of the hot pressed dense plece.
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2. Decrease of density increased corrosion rate, as expected, and
also changed the corrosion mechanism.

3. The influence of the presence of WC was complicated by the fact
that W03 was formed which partly volatilized.

In Flg. 8 the weight gain per surface area of specimen ] and 2 was
plotted against time, and in Tig. 9 the square of the weight gain of the same
samples was plotted against time. The curves show a truly parabolic relation-
ship between weight gain and exposure time, It is known that such a relation-
ship occurs by diffusion through an ever increasing thickness of oxide.
Diffusion through the growing oxide layer determines the rate of reaction.

Figs. 10 and 11 show similar plots for the porous specimen 3, The
curves of "(Observed™ and "faleulated" values are not identical as is the case
with dense specimens; but there is an indication that the ratio of "Ohserved™
over “Calculated" values, Table 15, becomes constant. If the values after 3
hours are disregarded, the ratic "Cbserved" over "Calculated" valuee is 1.4
to 1.6, 1If further expsriments would establish that this ratio 1s only a
funetion of the density of the investipated pieces, this method would
possibly enable one to follow the oxidation process for porous pieces by
weighing the CO, evolved.

In Fig. 12 weight gain {A) and squars of weight gain (E) of speci-
ment 4 were plotted against time. Due to the volatilization of one oxidation
product (WO3), the weight galn vs, time curve in this case 1s not truly
parabolic,

SECTION III

INFILTRATION OF TITANIUM CARRIDE SKELETONS

Introduction

The aim of these experiments was twefold: 1) to investigate the
factors which influence the infiltration of porous titanium carbide compacts
with liquid metal, and 2) to find out if a correlation exists betwsen the
infiltrability of binder-free hot pressed tars and the physical properties of
binder containing hot pressed pleces of the same material., 4 positive answer
to the second question would make it possitle to predict the physical proper-
ties of a metal-bonded TiC end-product and to select materials for certain
requlirements by investigating the ability to infiltrate a TiC skeleton.

Meerson and co-workers7) used the infiltration of TiC compacts with
cobalt in an attempt to distinquish between variocus grades of titanium
carbides, They reported that pure TiC, produced by reduction of titanium
oxide with lampblack in vacuum and hot pressed into bars, infiltrated com=-
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pletely, while bars pressed from less pure commercial materials infiltrated
only partly or not at all., Their explanation for this occurrence was that
oxygen was present in commercial powders as T10 in =0lid solution with TiC.
At elevated temperatures this oxygen reacted with carbon, producing CO which
caused the formation of a porous core and so prevented complete infiltration.
As this core formatlon also took place when TiC was used &s an addition to
WC, infiltration experiments could rewveal, in Meerson's opinion, whether or
not a certain grade of titanium carbide could be used for the production of
sound WC-TiC compacts.

Fig. 13 was taken from Meerson's publication. Numbers 1 and 2 were
bars of a "normal commercial titanium carbide" with about 174 combined and
1% free carbon and 3% oxygen., They infiltrated only partly, Number . was a
bar of titanium carbide which caused core formation. The amalysis of this
material, according to Meerson, was 17.2% combined and 1% free carbon and
3.25% oxygen. It did not infiltrate at all, The completely infiltrated bar
No. 3 was vacuum produced TiC, with 19.2% combined and 0.4% free carbon and
1% oxygen. Meerson calculated all oxygen percentages by difference and did
not determine nitrogen and other impurities. Densities of bars are not
mentioned in the publication,

Experiments

Infiltration experiments were carried out in a way very similar to
that of Meerson., Compacts 1-1/2 in. x 1/4 in. x 1/4 in. were hot pressed from
different ball milled powders to densities varying between 60 and 85% of
theoretical density. The porous bars were placed in small graphite crucibles
contalning the infiltrant in the form of a powder. The amount of infiltrant
was in slight excess of that required to completely infiltrate the pore space.
Several of the smaller crucibles were then inserted in a larger insulated
graphite crucible, The temperature of this assembly was rapidly raised by
high frequency induction heating to 1550°C and held for one hour. All experi-
ments were carried out in a controlled atmosphere. After ccoling, the in-
filtrated bars were ground down to half their initial thickness to measure
the depth of infiltration.,

By using different powders and btall mills and varying ball milling
and pressing procedures as well as infiltrants and atmospheres, the influences
of the following factors were investigated:

1) Production procedure of TiC

2) Particle #ize of the TiC powder before hot pressing
3) Tensity of the hot pressed TiC skeleton

4) Presence of free carbon in the TiC powder

5) Presence of TiN and iron

6) Oxygen content of TiC

7) Presence of WC in the TiC powder

8) Gas atmosphere during infiltration

9) Nickel or cobalt as infilirants

To find out whether infiltration can completely fill out the pore
gpace of a porous bar, the center part of a well infiltrated bar was cut out
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and ite density determined pycnometrically. This piece was then crushed and
chemlcally analyzed. The result of this analysis was used for a calculation
of the density assuming that the law of mixtures applied.

Results

1, Influence of Powder Production - The production procedure of a
titanium carbide had no direet influence on infiltrability. 4ll investigated
materials could be infiltrated if the proper conditions for infiltration were
maintained. Some powders might bte in these conditions already when received
(see under "Discussion"), others might require a treatment to bring these
conditions about. The conditioning treatment could ceonsist either in a hall
milling procedure or in the use of a specilal atmosphere during infiltration,
both of which increased the wetting properties of the individual particles,

2. Influence of Particle Size - The particle size of the ball
milled powder had an influence on the ability of a2 hot pressed bar to infil-
trate, the smaller the particle size the better the infiltrablility under
otherwvise equal conditions, This can have two reasons: (1) the height of
the rise of the liquid in a caplllary is inversely proportional to the radius
of the capillary. The smaller the particle size of & powder, the smaller will
be the radiil and the larger will be the number of capillaries after hot
pressing to a ziven density. (2) Ball milling for a longer time to obtain a
smaller particle size might give the particles the proper surface conditlon-
ing necessary for infiltration.

3. Influence of Density - The density of a hot pressed tar had a
decisive influence on its infiltrability. Under otherwise equal conditions,
there was a density range for each powder in which complete infiltratlion
could be obtained. Depending upon other conditions, this range was narrower
or wider, It was always between 60 and 85% of theoretical density, and if
surface conditions for optimum infiltrability were properly attained, bars
covering this whole range of density could be infiltrated giving a wilde
variation of carbide to binder ratio for the final product.

4. Influence of Free Carbon - The presence of free carbon, when it
was added before ball milling, had a detrimental influence insofar as small
amounts (up to 1%) narrowed the demsity range of infiltrability. Iarger
amounts prevented infiltration completely, This is believed to be due to a
coating of the particles with graphite, which lowered thelr wettability.

Bars hot pressed from various flotation fractions of Norton TiC, containing
from 0.25 to 124 free carbon, could not be infiltrated in an atmosphere of
dry hydrogen even when the particle size was below 1 micron. A powder which
could be infiltrated in a dry hydrogen atmosphere lost its infiltrability
after it was mixed with 0.5% carbon by ball milling. In a wet hydrogen
atmosphere the TiC-carton mixture could be partly infiltrated. After ball
milling with water, the same mixture could be completely infiltrated in an
argon atmosphere. The same was found to te true for the flotation fractions
of the Norton powder. The proper atmosphere or conditioning during ball
milling can remedy the detrimental effect of free carton,

5, Influence of TiN and Iron - An addition of 10% TiN to TiC before
tall milling did not affect infiltratility in any wvay. X-ray investigation
showed complete sclid solutions of the two components after hot pressing.

Iron in amounts of up to 1%, picked up during ball milling in a
steel mill, also did not affect infiltration.
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6. Influence of Oxygen - In order to substantiate Meerson's claim
that the presence of TiC/Ti0 solid eoluticn was responsible for infilira-
tion failures, up to 20% Ti0O were added to TiC before ball milling. X-ray
analyses estabtlished complete solid solution after hot pressing. The powder
mixture 80/20 TAC/TL0 contained 5.55% oxygen which was reduced durinz hot
pressing to 4.07%. In the most adverse atmosphere used in these investiga-
tions -- dry hydrogen --, tars with this oxygen content could be infiltrated
completely. The oxygen content did not change during infiltration according
to chemical analyses, taking the amount of infiltrated cobalt into considera-
tion,

The addition of 2% TiOz to TiC powder tefore ball milling improved
infiltrability in dry hydrogen as well as in argen,

It has been pointed out before and substantiated by chemical
analyses that ball milling in elr, and more so ball milling in water or
alcohol, caused an oxygen plckup in the form of a Ti0z film around the indi-
vidual particles. At least part of this film was retained after hot pressing.
The infiltrability of bars pressed from powders which had acquired this film
during btall milling was superior to those without it and also to those of
which the film had been stripped bty a hydrochloric acid leach prior to hot
pressing.

7. Influence of WC - Contrary to the iron, picked up from the
steel mill, which @id not affect infiltrability, the WC picked up during ball
milling in a tungsten carbide mill haé a beneficlal effect. The same effect
was reached by an addition of up te 10% WC to TiC before ball milling in a
steel mill. The detrimental effect of a hydrochloric acid leach was neutral-
ized bty the WC addition and good infiltrability was preserved.

8. Influence of Atmosphere - A strongly reducing atmosphere of dry
hydrogen proved detrimental tec infiltration. Cnly if particle =size and
density conditions were very favorable, so that complete infiltration could
occur before reduction of the teneficial oxide film, could infiltration run
to completion. If, however, the oxide film arocund the particles had teen
reduced before infiltration was complete, partly infiltrated bars resulted,
showing an infiltraticn pattern similar to Fig. 14-1,

A slightly oxidizing atmocsphere which occurred when bottle hydrogen
was not properly dried proved a favoratle but not tooc well controllable
atmosphere, The incompletely infiltrated bars in this atmosphere showed
patterns sinilar to Flg. 14-2.

The "neutral® argon atmosphere proved in fact to bte slightly
reducing probably due to the presence of CC in the infiltration furnace.
Rut under ctherwite favorable conditions, reduction of the oxide film was so
slow that complete infiltraticn could te accomplished tefore reduction. Bars
incompletely infiltrated in an argon stmosphere, due to unfavorable density
or other conditions, showed patterns similar to Fig. 14-1 or -3.

An atmosphere of wet hydrogen, produced by tubbling bottle hydrogen
through water, was found to te highly oxidizing. Hardly any bars could be
completely infiltrated in this atmosphere, but almoet all bars infiltrated
partly, showing patterns similar to Fig., l4-4.
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Ho! pressed titanium cartide bars were runm along in infiltration
runs without the addition of an infiltrant. Oxygen analyses of these "blanks"
before and after the infiltraticn run revealed the character of the atmosphere
during the run. In & wet or not properly dried hydrogen atmosphere the
oxygen content of these tlanks increased, in a well dried hydrogen atmosphere
1t decreased and in an argon atmosphere it did not change or it decreased
very slishtly.

9. Influence of Infiltrant - Both nickel and cobalt were used as
infiltrants. Under the same conditions both metals behaved entirely alike
as far as infiltration was concerned. Photomicrographs of infiltrated bars
showed, however, a characteristic difference; cotalt infiltrated bars had
almost completely rounded titanium cartlide particles, while in nickel infil-
trated bars the particles stayed angular with only some rounding of edges
taking place. There was considerable grain growth in toth cases (see Fig. 15).

10. Tensity of an Infiltrated Bar - The pycnometer density of the
innermost part of a well infiltrated tar was 5.36 g/cec. When the density was
calculated from the chemical analysis, using the law of mixtures, the value
obtained was 5.35 g/ce (Table 16, column 3).

TABLE 16
ANALYSES OF AN INFILTRATED BAR AND THE ORIGINAL POWDER

(Kennametal Powder)

As Heceived Ag Ball Milled Infiltrated

™™ 7% 78.0% 61,39
C comb 19.4 18,5 1..8
C free 0.21 0.85 1.3
Fa 0.06 0.9 0,73
02 0.10 1.74 0.C1
Nz 0.15 «30 -
Co -— —— 22.3
Total 99,62 100,33 100.44
Ceomb 19.6 19.2 19.4
71 + Ceomb
Discussion

Infiltrability of a porous compact is influenced mainly by two
factors: 1) porosity and pore distribution, and 2) condition of the particle
surface. It is obvious that a network of interconnected pores 1s necessary
in order to obtain 1004 density by infiltration. TFor this reason, densities
of titanium carbtlde skeletons to be infiltrated should not be higher than
about 85%, On the other hand, densities chould not be too low. Otherwise
the radii of the capillaries formed by the interconnected pores might be so
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large that the capillary forces are too weak to raise the 1liquid binder suffi-
ciently for complete infiltration. Low deneity of the compact also weakens
the skeleton, and "sagging" of the bar may be the consequsnce.

The second factor is wettability of the carbide skeleton which is a
function of the surface condition of the individual particles, The foregoing
experiments and their results have shown that a slight surface oxidation of
the cartide particles to T10z is essential for complete infiltration. The
liquid infiltrant wets the Ti0z f£ilm well without reacting with it. The car-
bon dissolved in the infiltrant from the crucible reacts with the TiO» form-
ing either TiC or T40 which in turn forms a solid solution with TiC. The
formation of the beneficial oxide film takes place during ball milling in
air and to a higher extent during ball milling in water or alcohol. If this
oxlde film is removed, by leaching the ball milled powder with hydrochlorioe
acid, infiltration is inhibited. Tleaching with acetic acid has no effect on
infiltration as this acid does not remove the oxide film. It was found that
ball milling to a very fine particle size could overcome the effect of the
hydrochloric acid leach. The possitle reascns for this are the formation of
finer capillaries during hot pressing and an unavoidable partial re-oxidation
of the very fine particles during drying. One particular powder, for instance,
was ball milled to 2,3 microns and leached with hydrochloric acid. It had
an oxygen -analysis of 0.07%. When the same powder was ball milled to 1.5
microns and leached its oxygen content was 0.46%.

Another way to cause the formation of an oxide film was ball mill-
ing of the carbide with the addition of 24 Ti02. The oxide coated the indi-
vidual particles well and a powder otherwise not infiltrable infiltrated well
vhen treated in this way.

A third procedure to create a Ti0z film was to carry cut the infil-
tration in an oxidizing atmosphere precduced by bubbling hydrogen through
vater before introducing it into the infiltration furnace. No complete in-
filtration could be ottained in this way but the pattern presented by partly
infiltrated bars was very characteristic (see Mg, 14-4). The oxidation
started at the outside of the bar, and infiltration following the oxidation
was so rapld that it closed the inside of the bar completely preventing
further infiltration.

As 8 slight oxide film around the individual particles is the main
requirement for good infiltration, i1t is understandable that the production
procedure of the TiC has no influence on its infiltrability.

The detrimental effect of free carbon, even if reduced by repeated
flotation of the Norton powder to 0.25%, can be explained by the formation of
& tenacious coating of graphlte around the cartide particles. This coating
should react when heated either with the hydrogen of the atmosphere or with
an oxide film present. In elther case, it would leave an oxlide-free surface
of low wettability. Only I1f a thorough oxidation of the particles has taken
place by either btall milling in water or by using a wet hydrogen atmosphere
during infiltration, is there enough of the oxide film left after reaction
with the free carbon that good wettability 1s maintained,
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No explanation can be offered for the beneficial influence which
the presence of WC hed on infiltration.

Nickel and cobalt infiltrated tars differed only in their micro-
structure (see Fig. 15)., Besides rounding of the TiC particles, the cobalt
infiltrated plece showed a large amount of "O" and "C" shaped particles which
might have formed in thie ways; A particular spot of a carbide particle was
for one reason or another vulnerable to an attack by the liquid cobalt while
the rest of the particle was protected. Through this spot the liguid
“invaded" the particle and eroded it from the inside. Cuts through such a
particle would present the observed shapes. Fig. 16 presents this reaction
in a schematic way giving the carbide particle the form of a cube for simpler
presentation.

Fig. 14 shows four basic patterns encountered when incompletely
infiltratad bare were machined down to half their original width., Pattern 4
has been discussed above. The other three suggest the following explanatione:
Pattern 1 was typlcal for infiltration in a dry hydrogen atmosphere. The
atmosphere reduced the oxide film present and this reduction proceeded from
the outside of the bar toward the inner part. The inner part could, there-
fore, be infiltrated to a certain depth tefore the reduction caught up with
the infiltrating liquid and stopped its further progress. Pattern 2 was
typlcal for a slightly oxidizing atmosphere. Oxidizing also proceeded from
the outside to the inner part of the tar and the infiltrant following it
stopped when capillary forces were in equilibrium with the weight of the
infiltrant. Pattern 3 which was observed especially in an argon atmosphere
indicates how infiltration proceeded under favorable conditions. The liquid
infiltrant 41d not rise in all the capillaries of the porous bars to the same
height simultaneously. The infiltration proceeded fastest at the outer parts
of the bar and at the Innermost part, while the in-between zone lagged behind.
The three zones thus formed were clearly distinguishable in completely infil-
trated bars (see Fig., 15, a and ¢). The outermost zone was very rich in
infiltrant, it consisted probably of 80% (by weight) metal with very fine
titanium carbide grains embedded in it. Next to it the second zone had
rrobably a 50-50 TiC-binder composition with a little coarser but still fine
carblde particles. Both these zones were relatively small. The innermost
third zone had large carbide particles completely surrounded by the binder
phase (see Fig. 15, b and d). Such a structure, when properly developed,
should show interesting physical properties, e.g. a higher impact resistance
than TiC with metal binder evenly distributed.

Table 16 gives the analyses of a powder as received, as ball milled
in a steel mill to 1.28 micrens and of the innermost part of a hot pressed
and then infiltrated bar. It shows the relatively high oxygen pickup durlng
tall milling which was completely lost during infiltration and the relatively
low cobalt content. The X-ray diffraction pattern of the infiltrated plece ,
showed only the Co and the TiC lines with a lattice parameter of &, = 4.325 A,
This value indicates that no Co was taken into the TiC lattice.

As it was not the goal of thls investigation to develop good

physical properties, only a few bars were tested for transverse rupture
strengths and impact resistance. The maximum values obtained were 140,000 psi
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and 8.5 in.-1bs., respectively.
Conclusicns

This investigation has shown that the following factors influence
the infiltrability of porous titanium carbide compacts:

1. The particle size of the TiC powder

2. The density of the hot pressed compact

3. The presence of free carbon

4. The surface condition of the titanium carbide particles.

The particle size of the powder and the density of the compact
detsrmine the porosity of the carbide skeleton and the radii of the capil-
laries which have to be filled with the liquid metal., A small average parti-
cle size (1 to 3 microns) and densities between 60 and 85% of theoretical
density were the optimum conditions for complete infiltration.

The presence of free cerbon was detrimental due to its tendency to
coat the individual carbide particles and so preventing them from being wet
by the liquid infiltrant. The presence of WC, either picked up during ball
milling in a tungsten cartide mill or added before ball milling the TiC in &
steel mill, had a beneficial influence. The reason for this influence is
unknown.

The most important factor was the condition of the surfaces of the
individual carbide particles., This condition determines the wettability of
the particles. It could be shown that an oxide film covering the surfaces of
the individual particles was most desirable because of its good wetting
properties, This film could be obtained in three different ways, by ball
nilling the TiC powder in water or alcohol, by adding a small amount of TiO2
before ball milling, or by carrying out the infiltration in a slightly
oxidizing atmosphere.

The infiltrability of a porous TiC skeleton was found to be inde-
pendent of the production procedure of the TiC powder, the presence of a
small amount of iron, the presence of TiN or Ti0 in solid solution and the
use of nickel or cobalt as infiltrants.

The second aim of this investigation was to find a correlation
between physical properties of bonded TiC pieces and the ability to infil-
trate a binder-free skeleton of the same material, This aim, which wvas
prompted by Mserson's claim of the detrimental influence of the presence of
oxygen, could not be realized. It has been shown that the presence of TiO
in solid solution with TiC does not prevent infiltration. An explanation
of Meerson's results, however, cannot te given as pertinent data such as
ball milling procedure of the powder, preparation of the carbide skeletons
and their densities are not known., Meerson mentions that he used hydrogen
as a protective atmosphers. From the infiltration patterns of Fig. 13-1
and -2, which are similar to those of Fig. 14-2 and li-4, it must be con-
cluded that the hydrogen was not dry and the atmosphere slightly oxidizing.
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The analyses of the four described patterns found in incompletely
infiltrated bars (Fig. 14) should be of interest for practical applications.
The appearance of one of these patterns gives an indicatlion of the prevailing
conditions in the particular run and changes can then be made accordingly.

SECTION IV

INVESTIGATICN CF BONDED TITANIUM CARBIDE EARS

A, Intreduction

The addition of a metallic binder to titanium carbide serves mainly
two purposes: (1) to enhance densification by forming a liquid phase during
hot pressing and sintering, and (2) to improve physical properties, such as
impact and transverse rupture strength, heat shock resistance and stress-
rupture strength at slevated temperatures.

For the evaluvation of the different powders and various factors,
whose influences were investigated, test bars of 1 in. x 0.40 in. x 0.16 in,
were preparsd. The final density and tranaverse rupture strength obtained
with these test tars were used as criteria for the evaluation of powders.
Densities were measured by water displacement and transverse rupture strengths
by cross breaking on & Baldwin Universal Testing Machine over a 9/16 in. span.

B. Sintering in an Atmosphers

Experiments

For the following sintering experiments Kennametal, Metallwerk and
Metro-Cutanit powders were used. These materials were ball milled to parti-
cle sizes ranging from 1.8 to 3.3 microns in steel or tungsten cartide ball
mills. Some of the powders tall milled in a steel mill wers leached with
hydrochloric acid. Binders used were: (1) 20% Ni, (2) 40% Ni, and (3) 40%
Co., Pressing of the mixtures was done:

a) cold at 10 to 15 tsi, after 27 camphor had been added, or
b) hot at 1 to 1-1/2 tsi at temperatures between 1300° and
1500°C in order to avoid loss of binder.

The pieces were sintered in atmospheres of argon or hydrogen at
temperatures between 1350° and 1950°C.
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Rasults

No dense pleces were obtained in either one of the experiments,
The highest density obtained with 407 binder was about 95% of the theoretical
cemeity. A1l bars produced in this way had a case. In some experiments
ihis case was so small it was hardly visible with the naked eye, while with
otiers the depth was up to 1/4 of the tar.

Tdscussion

Chemical analyses revealed that binder and free carbon content of
the case were much higher and the combined carbon lower than for the rest of
the bar. The microstructures of the sintered bars containing 40% nickel or
cobalt were very similar to those presented by infiltrated tars (see Fig. 17).
TiC particles were rounded and many "C" and "O" shaped ferms were present
especially with the cotalt-containing bars. The high binder containing case
is clearly visible in Fig. 17, a and c.

C. Hot Pressing of Titaniwum Carbide-Nickel Mixtures to Full Density
Experiments

Kennametal, Metallwerk Plansee and Metro-Cutanit powders, ball
milled in a steel mill to 2 - 2.5 microns particle size, were used for experi-
ments designed to investigzate the influences of the following factors on the
transverse rupture strength of hot pressed nickel-tonded titanium carbicde bars:

1. Amount of binder (10 and 207 nickel)
2. Mixing procedure of nickel with TiC
3. Leaching with hydrochloric acid

4. Find of binder

5. Additicn of graphite

é. Production procedure of TiC

Hot pressing was done at 1 to 1-1/2 tsi at temperatures ranging from
1625° to 1800°C.

Results

Table 17 gives the history of the various powders tefore mixing
with nickel, the mixing procedure, the kind of nickel emplcyed and the maxi-
mum transverse rupture strengths cottained, There were at least 8 bars of
each powder mixture hot presced under the came conditions and half of these
btars had a tetter transverse rupture strength than the values given in the
lagt column of Table 17, The results shown in this tatle can te surmarized
as follows:

l. An increase in binder content from 10 to 20% increased trans-
verse rupture strength considerably (Experiments 2 and 11) (Figs. 18 and 19).

2. If tumbling was used as the mixing procedure, 1/2 hour tumbling
was just as effective as two hours. The transverse rupture strength decreased
if tumbling was continued for 20 hours (Experiments 10, 11 and 12). Ball
milling was more effective than tumbling for the same length of time (Experi-
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ments 7 and 11, 8 and 13, 19 and 20). A powder ball milled for 20 hours gave
a higher transverse rupture strength than one ball milled for twe hours
(Fxperiments 14 and 8).

Ball milling to size and mixing with the binder in one operation
resulted in higher transverse rupture strength than when mixing with a binder
was done in a second operation by tumbling %Experiments 1 and 3).

3, The effect of leaching was not uniform. In two cases leached
powders gave higher transverse rupture strengths than unleached ones and in
one case this relationship was reversed. When Kennametal powder was tumbled
for two hours with 10% electrolytic nickel (Experiments 2 and 3) or whsn
Metallwerk Flansee powder wage btall milled for two hours with carbonyl nickel
(Experiments 17 and 18), the leached powders gave bars of higher transverse
rupture strength than the unleached powders. The reverse relationship was
found when FKennametal powder was btall milled for two hours with electrolytic
nickel (Fxperiments 4 and 7). In this case the unleached powder gave bars
of higher transverse rupture strength.

4. The influence of the various kinds of nickel was only small
(Fxperiments 7, 8, 9 and 11, 13). Electrolytic nickel annealed in hydrogen
was slightly superior to carbonyl nickel and this in turn a little better
than as-received electrolytic nickel,

5, An addition of 5 or 10% of graphite together with the binder
btefore ball mill mixing resulted in a gradual decrease in transverse rupiure
strength (Experiments 4, 5 and 6),

6. Different shipments of powder of the same manufacturer which did
not differ in analyses resulted in bars of the same transverse rupture
strength (Fxperiments 15 and 16). The products of different manufacturers,
however, although their analyses did not differ to any great extent, produced
bars of widely different transverse rupture strengths (Experiments 15, 21 and
11, 19 and 14, 20 and 12). Tn some of these cases leached and unleached
powders were compared with each other, but the differences of transverse
rupture strengths obtained were much too great to te traced to the influence
of leaching.

Plscussion

1. Figs. 18 and 19 show photomicrographs of bars with 10% and 20%
nickel, respectively, which had the highest transverse rupture strengths in
their respective groups. The pictures show & much better binder distribution
and higher density of the 20% nickel containing bar.

2. The first and foremost requirement for mixing TiC with a binder
is to obtain a uniform mixture. Several samples of one powder mixture were
analyzed chemically for nickel to determine the uniformity of the binder
distritution. Highest uniformity was observed after tall milling. Tumbling
for two hours also resulted in satisfactory uniformity, while tumtling for
1/2 hour resulted in sorewhat less and for 20 hours in much less uniform
nickel distribution. The superiority of ball milling over tumbling can be
explained by the "smearing" of binder over the entire particle surface during
the ball milling operation. This is increased by tall milling for a longer
time, Tts maximum effect was felt when ball milling to size and mixing was
done simultaneously.

3, Leaching of a ball milled powder with hydrochloric acid removed
iron picked up from the steel mill as well as TiCz formed during ball milling.
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Figure 18, Alk. Sodium Picrate Electrolytic Etch 1000 X
TiC + 10% Ni, Hot Pressed at 1650° C

Figure 19, Alk. Sodium Picrate Etch 1000 X
TiC + 20% Ni, Hot Pressed at 1750° C
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The specific influences of both these factors will be dealt with later.

4. The influence of the various kinds of nickel was rather a
functicn of its purity than of its origin, The purer the nickel, the higher
was the transverse rupture strength. The purity of the elactrolytic and
carbonyl nickel in the as-received condition was 99.4 snd 99.5%, respectively.
The annealed electrolytic nickel was 99,7% pure,

5. Five per cent or more of free carbon influenced transverse
rupture strength adversely, The influence of the addition of smaller amounts
of graphite on hot pressed and vacuum sintered tars will be discussed later.

6. The differences in transverse rupture strengths ottained with
the different TiC materials were considerable, They must have their origin
in the different production procedures of the investigated powders. These
differences were further investigated and will te discussed later with vacuum
sintered bars where the same trend was observed,

D. Vacuum Sintering of Titanium Carbide-Nickel Mixtures

1. Introduction

Dense bars with satisfactory transverse rupture strengths could be
obtained with the hot pressing procedure described in the foregoing chapter.
A wide spread of transverse rupture strengths in one set of bars vas
frequently encountered. The reason for this was that different amounts of
liquid phase were squeezed out during hot pressing. In one lot, for instance,
a bar with a transverse rupture strength of 159,000 psl was found to have a
N1 content of 18,2%; while another bar of the same material with a transverse
rupture strength of 97,000 psi showed only 14.9% Ni. Both bars were 100%
dense,

Another difficulty was the determination of the per cent density of
& bar, The actual measured density had no meaning as long as the exact binder
content was not known. To determine the percent density, the bar had to be
destroyed in order to either analyze it chemically or examine it microscopi-
cally,

Uniformity of the desired product could not be obtained with the
above describted hot pressing procedure, It was therefore abandoned and
replaced by a combined hot pressing and vacuum sintering procedure which
agsured constant composition from bar to bar.

2. Vacuum Sintering Procedure for Hot Precsed Bars (Influence of Sinter-
ing Time on Transverse Rupture Strength of Various Titanlum Cartides)

Fxperiments

In order to establish proper hot pressing and subsequent vacuum
sintering conditions, hot pressingz was done at temperatures at which no
binder was lost, usually about 1400°C to 1600°C, and bars thus obtained had
densities of from 79 to 95% of theoretical density. These bars were then
sintered for various lengths of time at temperatures up to 1400°C in a vacuum
betwsen 10=5 and 106 mm Hg. Average particle size of the original powders
wvas 2.1 microns. '
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Results

1. The final density and transverse rupture strength of a tar
after vacuum sintering increassd with the density of the hot pressed tur (sec
Fig. 2C). TFor this reason hot pressing should be done at the highest possi-
tle temperature. This temperature varied somewhat with the powder, but wag
always in the vicinity of 1500°C.

2. In order to obtain good densities by vacuum sintering, the hot
pressed dengity should not be telow 85% of theoretical density and, if possi=-
tle, higher,

3. Vacuum sintering for one to two hours at 1350°C resulted in
optimum density. An increase in temperature caused loss of nickel; an
increase in time caused grain growth which was detrimental to density and
transverse rupture strength (see Figs. 21 and 22 and Table 18y,

TABLE 18
INFLUEMCE CF SINTERING TIME ON TRANSVERSE RUPTURE STRENGTH

Transvarse Rupture
% Density Strength - psi
Kennametal Metallwerk Kennametal Metallwerk

Hot pressed - 94.8 — 110,000
Vacuum sintered 1 hr. 98 99 126,000 179,000
Vacuum sintered 4 hrs., o8 97 115,000 153,000

4. While these results applied to both investigated materials
(Kennmametal and Metallwerk), the optimum transverse rupture strengths obtained
were a function of the origin of the titanium carbide. In this particular
case Metallwerk powder was superior to Kennametal powder.

Conclusicns

A hot pressing and subsequent vacuum sintering procedure was
established which resulted in dense bars. The procedure consisted in hot
pressing at the optimum temperature, which for sach powder mixture had to be
established by a few experimental ngssings, and sintering for one to two
hours at 1350°C between 10=5 and 10~ mm Hg.

The superiority of the Metallwerk powder found its explanation in
the fine grajned structure of the final bars, while bars produced from Kennsa-

metal titanium carbide showed considerable grain growth even after one hour
of sintering.
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3. Yacuum Sintering of Cold Pressed Fars

Introduction

Hot pressing and subtsequent vacuum sintering of various Ki-bonded
110 powders resulted in dense tars, It was found, however, that the specific
vacuum sintering procedure successfully used for hot presaed bars was not
#rplizable for cold pressed bars. The following study was undertaken in order
v actablish sintering procedures for cold pressed bars.

Cold Pressing Procedure

In order to avoid pressure cracks, the following cold pressing
procedure was found satisfactory. A soluticn of 3% camphor in ether was
added to the TiC-N1 mixture. Vhile the ether was evaporating, the mass was
contiruously mixed with a spatula until almost dry. Then it was granulated
through a 100 mesh screen. The agglomerates formed were of uniform size.
Pressing was done immediately, but it was found that the powder in this form
could be kept for & week or two in a well sealed jar and still te suitable
for pressing. Pressing was done in a doutle acticn steel die lubricated with
a solution of Ctterotex in acetone. Pressure was applied slowly up to 2 tei,
Then the pressure was released and the bar re-pressed with 5 tsi.

Vacuum Sintering Procedure

The vacuum sintering procedure successfully used for hot pressed
btars consisted of sintering for 1 to 2 hours at 1350°C in a vacuum of about
5 x 10~°mm. This treatment did not densify cold pressed bars satisfactorily.
It could te expected that elther an increase of sintering time or of tempera-
ture would improve this condition. However, a higher vacuvm pressure would
be necessiry to prevent loss of binder at the higher temperature.

The following sintering procedures were, therefore, investigated:

1. Increase of sintering time to 3 - 4 hours at 1350°C.

2. Sintering at 1350°C for 1 hour and re-sintering for 1/2 to
1-1/2 hours at 1500°C in a vacuum of 50 microns.

3+ Sintering at 1500°C for 5 minutes in a vacuum of 50 micronms,
decreasing the temperature to 1350°C and holding at thie
temperature for 1 - 2 hours in a vacuur of 5 x 10~° mm.

4. Sintering at temperatures from 1500° - 1600°C for 5 to 30
minutes in vacua between 30 and 100 micrens.

Besults

Kennametal and Metro-Cutanit powders dicd not densify satisfactorily
with any of these procedures, while Metallwerk Flansee powder densified using
any one of these procedures. The transverse rupture strengths obtained were
practically identical for all sintering procedures but were inferior to the
ones reached with hot pressed bars. Table 19 compares the densities and
maximum transverse rupture strengths of hot pressed and vacuum sintered btars
with those obtained by ccld pressing and vacuum sintering. The range given
for the transverse rupture strengths of cold pressed tars shows the small
variations encountered using the above sintering procedures.
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Conclusions

Bars cold pressed from Metallwerk Plansee powder could be vacuum
sintered to full density by sintering either for 4 hours at 1350°C or 15
minutes at 1600°C. However, the transverse rupture strengths of bars sin-
tered in either way were below those obtained with hot pressed and vacuum
aintered bars.

More satisfactory results with cold pressed bars were obtained
when tall milling was done for 144 hours with carton tetrachloride. These
experiments are found in chapter D,-14 on "Influence of Pressing Procedure",

4Ls Influence of Particle Size

Experiments

1, In the section on "Flotation", 1t was pointed out that
flotation fractions of Kennametal powder waried notonly in
graphite content, but also in particle size. These fractions
were ball mill mixed with 20% carbonyl nickel in a steel
mill for 2 hours.

2a, Mixtures of Kennametal powder and 20% carbonyl nickel were
ball milled dry for 72 and 96 hours, respectively, ina tung-
sten carbide mill. The ball to load ratioc was 6:].

2b. The same mixtures as under 2a were ball milled in acetone
in a tungsten carbide mill using a tall to load ratio of 6:1
and 12:1, respectively,

All powder mixtures were hot pressed and vacuum sintered.
Results

1, The results obtained with the various flotation fractions are
given in Table 20 and pletted in Fig. 23, Smaller particle size of the
starting material resulted in higher transverse rupture strength, Fig. 24
shows photomicrographs of two bars of Table 20 with 131,000 and 93,000 psi
transverse rupture strengths, respectively, The large differences in grain
sizes are obvious.

TABLE 20
INFLUENCE OF PARTICLE SIZE ON DENSITY AND TRANSVERSE RUPTURE STRENGTH

(Rennametal Powder, Floated and Ball Mill Mixed with 20% Wi in Steel Mill)

Particle TRS (kpsi)
Powder Slze Graphite Density 504 Better
No. Microns Z glece % Maximum Than
182 1.6 0.32 5.30 98 131 121
184 1.9 0.06 5.37 99 123 118
185 24 0.02 5.21 96 105 103
183 3.5 C.Cé 5.1, 95 23 84
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2. The results obtained with the

or vet in the tungsten cartide mill were ta
of graphite in these powders were between C.1 and 0.15%,

0.5%4. The table shows:

powders tall milled either dry

bulated in Table 21.

The amounts

the amount of oxygen

(a) Ball milling in the presence of a 1liquid resulted in a smaller
particle size {compare powders 230 and 217).
could not te generalized; it was due to the fact that the
l1quid prevented caking of the powder which always happened
in this particular mill when dry kall milling was done,

()} The change to a higher tall to load ratio resulted in a
smaller particle size for the same ball milling time,

TABLE 21

This

ef'fect

INFLUENCE OF PARTICLE SYZFE ON DENSITY AND TRANSVERSE RUPTURE STRENGTH

(Kennametal Powder Pall Milled to Size and Mixed Simultaneously with
204 Ni 1n WC Mi11)

Particle TRS (kpsi)
Powder Ball Milling Ball/load Size Density 504 Better
No. Treatment Ratio Microna EWC gfec % Max, Than
230 72 brs. dry 6:1 2,7 1.80 5.25 96 113 108
239 96 hre. dry 651 2.1 1.92 5,36 98 133 129
217 72 hrs, acetone 611 2.2 4. 76 5.39 96 135 119
238 72 hrs, acetons 12:1 1.2 L.TL  5.58 100 159 154

Conclusions

Densities and trensverse rupture strengths of hot pressed and
vacuum sintsred bars were a function of the particle size of the titanium
carblde powder. The beneficial influence of smaller particle size was espe-
clally obvicus from the high density and transverse rupture strength cbitained

with powder 238 (Table 21),

5. Influence of Free Carbon

Fxperiments

Four of the investigated powders were ball milled to size in a
tungsten carbide mill and mixed simultaneously with 20% nickel and graphite,
the amount of which varied from 0.5 to 2%, The mixtures were hot pressed and

vacuum sintered for 2 hours at 1350°C.

Results

Evaluation of the results of Table 20, with respect to the amounts
of free carbon present in the different flotation fractions, indicated that
small amounts of graphite bad no effect on transverse rupture strength of
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Kennametal bars or that any effect was overshadowed by the influence of the
particle size,

Table 22 compares densities and transverse rupture strengths of
vacuum sintered bars produced from the original powders with those obtained
with powders to which additiens of graphite had been mede,

TARLE 22

INFLUENCE OF FREE CARBON ON TRANSVERSE RUPTUR® STRENGTH

Particle TRS (kpsi)
Powder Lot Size c Density 50% Better
No. No. (Mierons) 4 R Maximum Than
23 K=d % 1.9 0.08 100 152 1.8
239 K4 2.1 O.46 98 133 129
219 K-4 2.2 0.99 94/97 133 129
220 K4 2.3 2.02 84/87 not determined
242 R=1% 2.3 0.56 99 210 204
243 R=l 2.2 1,20 99 182 188
244, R-1 2.1 1,72 99 128 181
211 MC-1# 2.4 0.40 99 166 154
264, MC=-1 2.1 1.86 59 170 145
232 T-3% 2.3 0,19 o7 155 153
262 T3 2.1 0.50 39 149 137
263 T=3 2.1 1.48 99 150 145

* The letters indicate the manufacturer:
K: Kennametal Inc,
R: Metallwerk Plansee
MC: Metro-Cutanit, Ltd.
T: Titanium Alloy Mfg. Co.

Density and transverse rupture strength of Kennametal powder
dropped, the latter from 152,000 psi to 133,000 psi when 1/2% of graphite was
added (Table 22). With 1% of graphite a density of only 94% could be reached
in the normal vacuum sintering operation. A second vacuum sintering brought
the density up to 974 and the transverse rupture strength to 133,000 psi.
When 2% of graphite wasalded, the first sintering resulted in a density of
84% and the second sintering in 87%.

Metallwerk Plansee powder as received contained about 1/2% of graphite.
This was btrought up by additions to 1.2 to 1.7%, respectively, without
impairing the final densification. The transverse rupture strength dropped
only slightly (10%).
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An additional 1.5% of graphite to Metro-Cutanit powder did not
affect densification or transverse rupture strength in any way.

™tanium 41loy's original graphite content of 0.2% could be raised
to 0.5 and 1.5% without any effect on density or transverse rupture strength.

Conelusions

The effact of the presence of free carbon on densification and
transverse rupture strength varied with the different powders. Tp to a
certain limit, which might ¢iffer with the origin of the powder, free carbon
did not affect densification and transverse rupture strength to a high degree.
It is, of course, possitle that titanium carbide containlng very little or no
fres carbon may produce compacts of superior physical properties. The pro-
duction difficulties of such a material might, however, make it commercially
unfeasitle.

é. Influence of Pall Vill Material (Influence of Iron and Tungsten Carbide)

Experiments

Txperiments were designed in such a way that various amounis of
iron or tungsten carbide and combinations of these two were picked up in ball
milling. Kennametal powder was ball milled to size,

(a) in a steel mill with steel balls for various lengths cf time,

(t) in a steel mill with WC balls,

(¢) in a WC mill with WC balls,

(d) in a steel mill with the addition of 3% WC.

Mixing with 20% cartonyl nickel was done either in a steel mill or ina
tungsten carbide mill for 24 hours.

Results

Iron and tungsten analysers of the powders, particle sizes and
transverse rupture strengths are given in Table 23, from which the following
conclusions cen be drawn:

1, The influence of iron on the transverse rupture strength vas
small (see Powders 212 and 159); in the presence of WC it was negligible (see
Powders 178, 210 and 195). The relatively small amounts of iron, compared to
the 20% nickel addition, are belisved to be dissolved in the binder phase.

2. The strong influvence of WC was obvious from a comparlson of
the transverse rupture strengths of Powders 212 and 210 which differ conly in
the presence of about 3% WC,

3, It was irrelevant whether the WC content of a powder was
acquired by ball milling in & WC mill or by addition of WC to the powder
before ball milling in a steel mill. A WC mill was used 1n size reducticn
and mixing of Powder 195, while 2 steel mill was used in both operations for
Powder 210, where the 3% WC was added before Ytall milling.

L. According tc the photemicrographs of scme of these bars, shown
in Section V, the bars have a high density (Fig. 26a shows FPowder 212; TFig.
27a, Powder 195; and Fig. 30, Powder 210). The theoretical density could not
be calculated with accuracy because of the formation of solid solutlons,
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TABLE 23

INFLUENCE OF Fe AND WC ON TRANSVERSE RUPTURE_STRENGTH

(Kennametal Powder)

Particle Analysis TRS (kpsei)

Powder Size % 50% Better
flo, Ball Mill = Microns Te W Maximum Than
212 Steel 2.1 1.63 - 111 108
159 Cteel 1.9 0.21 - 122 115
156 Steel, WC Ralls 1.5 0.89 2.1 140 129
178 WeC 1,6 0.17 2.3 149 138
210 Stesl™) 2.1 1.48 2.6 148 140

195 We 1.9 .28 3.8 152 137

*) WC added

7. Influence of Molybdenum Carbide

Experiments

The beneficlal influence of the presence of tungsten cartide on the
transverse rupture strength of hot pressed and vacuum sintered bars has teen
discussed in the previous chapter.

In the present investigation, the follcowing experimenis were made:

1, 1.5% MozC together with 20% Ni was ball mill mixed in a
steel nmill with Kennametal powder, which had been ball
milled to size in the same mill.

2, Metallwerk Plansee powder was tall milled tc size in a steel
mill and half of the thus obtained powder leached with
hydrochloric acid. Both fractions were tall mill mixed
with 1,5% Mo2C and 20% Ni for 24 hours.

Besults

The results are given in Tables 24 and 25, In Table 24 maximum
densities and transverse rupture strengths obtained with Kennametal powder
without additions and with additions of MozC and WC are compared. Table 25
shows transverse rupture strengths obtained with leached and unleached
Metallwerk Plansee powder to which “o2C had teen added. The densities
obtained with Metallwerk powders were about 1CC%.
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TABLE 24

INFLUENCE OF MozC AND WC ON TRANSVERSE RUPTTRE STRENGTH

(Kennametal Powder)

Particle TRS_ (kpsi)
Powder Size Density 50% Better
No, Mierons Addition % Maximum Than
159 1.9 None 97 122 115
212 2.1 None a8 111 109
210 2.1 37 WC 100 148 LL0
TABLE 25

INFLUENCE OF MozC ON_TRANSVERSE RUPTURE STRENGTH

(Metallwerk Planses Powder)
(A1l bars were vecuum sintered for 2 hours)

Particle TRS (kpei)
Powder Size 50% Retter
No, Microns Leached Addition Maximum Than
134/%20 2.1 Yo None 179 166
236 2.0 No 1.5% 148 130
237 2.0 Yes 1.54 159 147
Conclusions

1. The addition of Mo2C or WC to Kennametal powder enhanced densi-
fication, The rezson why complete densification was obtained with Metallwerk
Plansee powders without these additions was that these powders already con-
tained some molybdenum and tungsten, very probably in the form of carbides,
as impurities.

2. While the presence of WC raised transverse rupture strength of
hot pressed and vacuum sintered barg consideratly, besides helping densifica-
tion, Mo2C had no such effect; on the contrary, it might even have lowered
the transverse rupture strengths somewhat (see Table 25). The fact that
Powder 226 produced bars of higher transverse rupture strengths than 212
(Table 24) is believed to be the effect of higher density, rather than of
Mo2C. Both Powders 159 and 212 {Table 24) had about the same transverse
rupture strengths without Mo2C addition as Powder 226, although the densities

WADG TR 54-13 Part II 6L



of the bers were lower,

8. Influence of Chromium Cartide and Tantalum Carbide

The influence of the pressnce of tungsten carbide (WC) and molyb-
denum carbide (Mo2C) on the transverse rupture strength of hot pressed and
vacuum sintered bars has been discussed in previocus chapters.

Experiments

In the present investigation Kennametal powder was ball milled in
a steel mill to 2.3 microns average particle size. One-third of the fine
powder was used in the as-tall milled condition, another third was leached
with hydrochloric acid and the final third with acetic acid. Each of the
thres fractions was subdivided into two parts and mixed with 20% nickel and
either 3% CraC2 or 3% TaC by ball milling. The mixtures were hot pressed
and vacuum sintered.

Results

1, A1l thres mixtures with Cr3Cz hot pressed normally to densitles
of about 95%. Vacuum sintering, however, di¢ not result in any further

densification; and maximum transverse rupture strengths were about 70,000 psi.

When the first of the thres mixtures was ball milled for an additicnal 24
hours in order to obtain & scmewhat smaller particle size and tetter mixing,

the improvement obtained in densification and triansverse rupture strength was

negligible.

2, Table 26 compares densities and transverse rupture strengths of
the TaC containing mixtures with properties obtained with specimens not coun-
taining this addition.

TABLE 26

INFLUENCE OF TaC ON TRANSVERSE RUPTURE STRENGTH

(Kennametal Powder)

Particle TRS (kpsi)
Powder Size Density 50% better
No. Merons Leach Addition 4 Maximum than
159 1.9 HC1 None 97 122 115
212 2.1 None None 98 111 109
257 2.0 HAc 3% TaC 97 116 108
258 1.9 HC1 34 Tal 98 125 116
259 1.9 None 3% TaC 98 117 98
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Conclusions

1. Additicn of 3% CraCz to TiC prevented densiflcation during
vacuum sintering under the investigated conditions. The microstructure showed
consicderable grain growth, coring of practically every particle and a non-
uniform binder distribution. With all three mixtures the oxygen content of
the specimens increared during vacuum sintering, which 1s usually nct the
case. A typical specimen had 0.33% oxygen as powder and 0.47% as vacuum
gintered.

2. The addition of 3% TaC to TiC had no marked effect on censifi-
cation or transvarse rupturs strength.

9, Influence of en

mxperiments

To investigate the influence of the presence of oxygen on physical
properties, Ti0 and Ti0z, respectively, were added to Kennametal TiC and ball
mill mixed with 20% nickel., Hot pressing of these mixtures encountered
difficulties. The oxides obviously reacted with the graphite die causing
sticking and cracking of the bars.

Accidentally a tungsten cartide mill sprang a leak and lost half of
1ts load changing the tall to load ratio from 6é:1 to 12:1. This increased
the rate of particle size reduction and resulted in a hizher oxygen pickup
tban normal, probably in the form of an oxide film., The powder thus produced
was compared with a powdsr produced in a normal ball milling procedure.

Results

Powder 208 produced in the leaking ball mill picked up almost twice
as much oxygen as powder 234, although it was ball milled for a shorter time
(72 hours instead of 96). The particle size of powder 208 was a little
smaller and the WC pickup & 1little higher due to the changed ball to load
ratio caused by the loss of powder. Table 27 gives partial analyses for each
of the two powdsrs and for the original material, as well as densities and
transverse rupture strengths of hot pressed and vacuum sintered tars. The
data show slight differences in transverse rupture strengths probably due to
differences in particle sizes.

Conclusions

1. In the investigated range (0.4 - 0.9% Oz), the amount of oxygen
picked up during ball milling did not influence densification during hot
pressing and vacuum sintering, and the transverse rupture strengihs obtained
were only a function of the particle size under otherwise identical conditions.

2. The reproducibility of density and transverse rupture strength
by hot pressing and vacuum sintering of bars produced from the same powder
after separate ball milling was satisfactory.
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TABLE 27

INFLUENCE F OXYGEN ON DENSIFICATION AND STRENGTH

(Kennametal Powder)

Particle Analysig TRS (kpsi)

Powder C Size Z Density 50% Better
No. (Graphitic) Microns O Ni W g/ce Max. Than
Original 0.17 23 0,14 == - - - -
208 0.17 1.7 0.86 19.05 2.92 5.52 161 151
234 0,13 1.9 Ced7 19,75 R2.17 5«49 152 148

10. Influence of Leaching

Pall milling of titanium carbide powder in a steel mill resulted
in an increase in the iron und oxygen content, which was a function of tall
willing time (Section I, Tables 4 and 5), Leaching such a powder with hydro-
chloric)acid removed most of the plcked up ircn and oxygen (Section I,
Table &),

Table 28 compares densification and transverse rupture strengths
obtained with unleached and hydrochloric acid leached Metallwerk and Kenna-
metal powders and shows & slight but clear supariority of the lsached mater-
lals, The same trend was shown by the figures of Tables 25 and 26. On the
other hand, Table 26 showed that an acetic scid leach, which rasmoved iron,
did not affact trunsverse rupture strength, and frem Table 27 it could be
learned that small differences in the oxygen content did not influence
transverse rupture strength elther. TFrom these contradictory results the
conclusion must be drawn that small amounts of iron or cxygen do not affect
transverse rupture strength apprsciably,

TABLE 28

INFLUENCE OF IFEACHING

Particle TRS (kpsi)

FPowder Int Size Density 50% Better
No. No. Microns Leached g/cc Max. Than
134/N20 R-1 2.1 No 5.36 153 140
163 R-1 2.1 Yes 5.40 170 157
212 K=4 2.1 No 5.31 111 109
152 E-3 2.1 Yes 5.32 125 117

WADC TR 54-13 Part II 67



11. Influence of the Kind of Nickel Used as Bincer

It was reported in the chapter on "Hot Pressing of TiC-N1 Mixtures
to Full Density" that with varlous kinds of Ni (electrolytic, annealed
electrolytic and carbonyl Ni) used as binder, transverse rupture strength
increased with the purity of the nickel. Annealed electrolytic nickel was
found to be purer than carbonyl nickel, and this in turn purer than non-
annealed electrolytic Ni. The same relationship was found to te true in the
case of hot pressed and vacuum sintered pleces. For instance, bars of Kenna-
metal TLC produced under identical conditions had a maximum transverse
rupture strength of 122,000 pel when carbonyl Ni was used as tinder, and
126,000 psi when annealed electrolytic Ni was used. Although these differ-
ences were real, they were so small that it was considered more expedlent to
use as-received carbonyl Ni for most of our experiments in order to eliminate
the annealing process.,

12. Influence of Pall Milling Procedure and Fall Milling Time on
Trangverse Rupture Strength

Materials received from Metallwerk Flansee, Metro-Cutanit, Kenna-
netal, Titanium Alloy and Nerton Company were used for these experiments,
the latter one after a flotaticn purification.

Pall Milling Procedures

A tungsten carbide ball mill was used exclusively for alil the

following millings:

1. The powders under investigaticn were tall milled for 72 hours,
which reduced the average pirticle size to about 2 microns.
Twenty per cent carbonyl nickel was then added and ball milling
continued for another 24 hours. :

2. The powders, plus 20% carbonyl nickel, were introduced together
into the tall mill and size reduction and mixing performed
simultaneously for 72 hours, reducing the particle size to
about 2.2 micrens., The powder supplied by Titanium 411cy had
to be ball milled for 96 hours in order to obtain the same
particle size reduction.

3, Metallwerk Plansee powder was ball milled for 168 hours, which
reduced its particle size to 1.3 microns. Tweniy per cent car-
bonyl nickel was then added and ball milling continued for 20
hours.

L. Vetallwerk Plansee powder, together with 20% carbonyl nickel,
was tall milled for 192 hours. The average particle size cf
the mixture was 1.8 microns.

5. Titanium Alloy powder, together with 20% carbonyl nickel, was
ball milled 144 hours., The average particle size of the mix-
ture was 1.8 mlicrons.

Al1 powders wers hot pressed and vacuum sintered according to
previously described procedures.

Results

Pars produced from Norton powder did not densify properly ané the
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transverse rupture etrength ottained should, therefore, not te compared with
that of dense bhars. %Sood densities were obtained with all the other materials.
The results are shown in Tables 29 and 30,

Table 29 compares the transverse ruptiure strengths of dense Yars
{with the exception of Norton powder) cbtained with various powders using
two tall milling procsdures:
1. Ball milling to size and mixing in two steps according to
method 1, and
2. Fall millinz to size and mixing in one step according to
method 2.

With both these procedures, Metallwerk Flansee powder showed a
slight tut clear superiority. lot only was the maximum transverse rupture
strength of Metallwerk bars higher than the cother two, tut 5C¢ of the Metall-
werk tars showed a higher transversas rupture streangth than the maximm trans-
varse rupture strength of tars produced fror the other powders,

As far as the procedures are concerned, th: second -- ball milling
to size and mixing simultaneously -- was superior tc the two-step procedure.
Aere, again, differences were slight btut distinct; for 50% of the tars pro-
duced by the onea-step procesdure, the transverse rupture strength was higher
than the maximum transverse rupture strength of tars produced by the two-step
procedure,

Table 30 compares the sams two procedures, using Metallwerk Tlanseas
powder, with two similar procedures in which only the ball milling time was
varied. A comparison of the results of procedures 1 and 2 with 3 and 4 shows
that increased ball nilling tims resulted in lower transverse rupture
strengths. The one-step procedure (4) proved to be superior to the two-step
procedure (3), considering that 50% of the bars made by this procedure hac 2
transverse rupture strength better than 149,000 psi, while the comparative
figure for procedure 3 was cnly 141,000 psi.

Titanitm Alloy powder, tall milled for 144 hours, produced hars
with a maximum transverse rupture strength of 157,000 psi (50% tetter than
152,000 psi), which is hardly an improvemsnt over the figures givan Tor the
same material in Table 29,

Conclusions

With these experiments, & production procedure for making dense
btars from various powders had heen established. This procedurs consisted of
ball milling to size and mixing with the binder simultaneously for 72 hours
in a tungsien carbide mill, hot prassing at 1500°C and then vacuum sintering
at 1350°C for 1 hour. An inerease of tall milling time resulted in lower
transverse rupture strength for Metallwerk Flansee and no further improvement
for Titanlum Alloy powder., It is belisved that the conclusion can be drawn
that a similar result would te obtained with the other powders.
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TABLE 29

TRANSVRRSE RUPTURE STRENGTHS (PSI) CBTAINED WITH VARIQYS POWLERS

Procedure 1%

Procedurs 2%

Supplier Lot # Vaximum 50% Better Than Maximum 50% Petter Than
letallwerk Rel 176,000 168,000
Tlansee 169,000 154,000
Metro-Cutanit MC-1 152,000 166,000
147,000 154,000
Kennametal .CTA 152,000 161,000
137,000 155,000
Titanium Alloy T-3 - 155,000
-— 153,000
Norton N-3 73,000 -
67,000 —
TABLE 30

TRANSVERSE RUPTURE STRENGTYS (PSI) OBTAINED

WITH METALLWERE PIANSEE POWDER

Procedura« Maximum 50% Eetter Than
1 176,000 169,000
2 198,000 194,000
3 170,000 141,000
4 170,000 169,000

% The procsdure numbers refer to the respective varagraphs under
Tall Milling Procedures.
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13. Influence of Rall Milling Medium on Transverse Rupture Strength

Experiments

For this investigation, carton tetrachloride, hexane, ethyl alcohol,
and acetone vere used as ball milling liquids. Kennametal TiC plus 20%
cartonyl nickel was introduced into the WC mill which was then filled almost
complately with the respective liquid. Ball milling time was 72 hours. The
tentent of the tall mill was filtered and the powder vacuum dried. Powders
were then hot pressed and vacuum sintered as deserited above,

Results

Tatle 31 shows maximum densities and transverse rupture strengths
obtained as well as other pertinent data. Powder 208 was added for comparison.

TAELE 31

INFLUFNCE OF THE BALL MILLING MEDIUM ON TRANSVERSE RUPTURE STRENGTH

(Kennametal Powder)

Ball Particle Maximum TRS (kpsi)
Powder Milling Size Oxygen we Density 50% Better
No. Medium Microns 4 q g/ce € Max, Than
208 Alr 1.7 0.86 3.10 5.52 100 161 155
215 Hexane 1.7 047 5.14 5.57 100 144 131
216 Ethyl 2.3 0.31 3.92 5,72 100 155 143
Alecohel
217 Acetone 2.2 .50 4.76 5,39 96 135 119
214 Carton " 2.3 0.53 3.82  5.10 93 90 89
Tetra-
chloride

The oxygen pickup was less when tall milling was done in a liquid.
But this was the case only when the tall mill was almost filled up completely
with the liquid, The original powder had an oxygen content of 0.14%.

The powders ball milled with acetone and carbon tetrachloride die¢
not come up to full densities. The differences in measured densities for
100% dense bars were due to variations in WC pickup and binder content.

Conclusions

As pointed out in a previous chapter the use of a liquid ball mill-
ing medium prevented caking of the powder in the tall mill and, therefore,
shortened the ball milling time necessary to reach a certain particle size.
Besides this advantage, the foregoing experiments did not reveal any bene-
ficial influence of wet tall milling over dry tall milling.
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The oxygen pickup was lower cue to the axcluslon of air and the
WC pickup was higher.

1. Influence of Fressing Procedure on Tifferent Powders Pall Milled

in Carbon Tetrachloride

Egperiments

Five titanium carbide powders supplied by Kennametal, Metallwerk
Plansee, Metro-Cutanit, Titanium Alloy and Norton Company were ball milled
to about one micron average particle size and mixed simultaneously with 20%
nickel in & tungsten cartide mill with carbon tetrachloride as ball milling
medium for 144 hours. The fine powders were compacted by the followlng three
different pressing procedures:

a; dried and het pressed
b) dried and cold presred
¢) cold pressed in the wet condition (wet pressed).

Norton titanium carbide, received in lumps, was crushed %o -100
mesh and subjected to a flotation process in order to tring its graphite
content in line with that of the other three powders, which were ball milled
in the as-raceived condition,

The bars were vacuum sintered as usual for 2 hours at 1350°C in a
vacuum of between 10-5 and 10-6 mm Hg.

Results

Results were tabtulated in Table 32, Most wet pressed bars cracked
during sintering. Mo results were, therefore, reportsd on thls procedure.
food densification was obtained with both, hot pressing and cold pressiag,
technigues. Cnly Titanium Alloy powder did not densify satisfactorily when
cold pressed. Tor Kennametal and Metallwerk powders hot pressing resulted in
highsr transverse rupture strength than cold pressing, while for Metro-Cutanlt
and Norton powders both techniques were equal, The micro-structures of all
vacuum sintered tars were very similar tc the cne of Kennametal material
shown in fection V, Fig. 33c.

Conclusions

Fall milling in & tungsten carbide mill with carton tetrachloride
as tall milling medium for 144 hours resulted in powders of about ons micron
average particle size. Yot or cold preseing and vacuum sintering of these
powders after vacvum drying resulted in zood densification, The variations
in transverse rupture strengths of the Jdifferent materials must be considered
characteristic for the particular powders. The relatively lou transverse
rupture strength of Nortcn powder has protably its reason in itz high oxygen
content, part of which is believed to be in the form of TiC in solid solution
with TiC.
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TABLE 32
INFLUENCE OF PRESSING PROCEDURE

Fowder  lot Oz Pressing Density TRS (kpsi)
No. No. 4 Procedure g/ecc % Maximm 509 Better Than
171 K=4 1,71 hot 5.48 99 161 135

cold 5.48 99 139 123
2.6 B-1 1.02 hot 5.33 98 174 163
cold 5.36 98 157 154
260 MC-1 0.8, hot 5.2 97 151 146
cold 5.28 98 154 146
253 N-3 3.13 hot 5.42 99 112 83
cold 5.38 97 116 105
254 1-3 0.62 hot 5.44, 100 20, 177
cold 5.10 94 not determined
E, Sumary

For the production of bonded titanivm carbide bars, the following
threes procedures were investigated:

1. The TiC-bindar mixtures were cold pressed and sintered
under a protective atmosphere.
2. The mixtures were hot pressed at various temperatures,
+ The mixtures were either hot pressec at a relatively low
temperature or ccld pressed, and then vacuum sinterad.

The first procedure resulted in non-uniform pieces, containing a
binder rich surface layer and a binder deplated core. The second procedurs
was Cifficult to control. It produced either pieces which were not com—
pletaly dense, or if dense pieces were made, some of the binder was squeezed
out. The third procedure, which could te easily controlled, resulted in high
density pieces and was, therefors, used to investigate the Influences of
various factors on densifieation and transverse rupture strength. Cptimum
sintering conditions were found to be 1 to 2 hours at 1350°C in a vacuum of
about 1077 mm Hg,

The following factors had beneficial influence on dengification and
transverse rupturs strength:

1. leaching of the ball milled TiC with hydrochloric acid

2. the use of high purity nickel as binder
3. ball milling to size and mixing with binder in one operation
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L. the presence of tungsten carbtide
5. an average particle size of 2 micrcus,

e following factors did not influence Jdensification and transverss
rupture strength:

1. the ball milling medium

2, the presencs of 3% TaC

3, the presence of up to 14 oxygen

4. the presence of up to 1% ircn

5, up to 2% free carbon in Metallwerk Flansee, Metro-
futanit and Titanium Alloy TiC.

In Kennametal TiC, 1/2% free carbon lowered transverse rupture
strength by almost 15% and 29 free carbon prevented densification, The
presence of 37 Cr302 prevented densification during vacwm sintering.

while not all the abave factors were investigated for their effects
on sach one of the five titanium cartide powders studied, it is telieved that
generally they affect all titanium carbides in a similar way. The maximom
transversse rupture strengths obtained, however, were a functicn of the origin
and, therefore, of the production procedure of the TiC powders, varying from
210,000 pei for Matallwerk to 116,000 pei for Norton powder.

SECTICN V

MICROSTRICTURE CF TITANITM CAREIDE

A, Introduction

In spite of the fact that titsnium carbides produced by different
manufacturers were almost t1dentical chemically (sse Section T, Tatle 2), the
physical properties of test bars varied considerably. Tt was found that the
effect of production variables such as tall milling, pressing and sintering,
as well a8s the influence of free carbon on maximum transverse rupture
strength, varied with the preduction procedure of the original titanium
carbide powders (see Tables 18, 22, 2%, 29 and 32). A metallographlc exam—
ination of untonded and bonded titanium cardide bars was carried cut in order
to find possitle reasons for thege tehavior differences.

Tor microscovic examination gspecimens were mounted in bakellte,
ground with a 320 grit resin-bonded diamond wheel and polished on silk cleth,
impregnated with Hyprez ddamond paste. A detalled description of ghis
procedure is given in a paper by R. Sllverman and P. Toshna Luscz8).
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E. Microsiructures of "nbonded Titanivm Carbids

FXperiments

Kennametal, Metallwerk, Metro-Cutanit und Norton powders wers hall
milled in a steel mill without the additiocn of a tinder t¢ average particle
sizes varying from 2.1 to 2.5 microns (as measured on a Tigher Sub=Siave
Sizer) and hot pressse~d at about 2300°C. The densiti=s obttained wsre betwsen
9C and 95% of theoretical jansity. Table 33 gives the amcunts of oxygen and
iron after the ball milling operation. Tig, 25 shows photcmicrographs of the
hot presced bars,

TARLE 33

CXYGEN AND TRON ANALYSES AFTER PALL MILIING IN STERL MILL FCR 20 TCIRS

Procducer Kennametal Metallwerk Yetro=-Cutanit Norton
Powdear No. 100R 134 137 218
Cz 0.22 C.16 0.20 2439
Te 0.73 0.84 0.70 2.76
Rasults

It is assumed that ball milling of various TiC powders to approx-
imately the same average particle size with identical ball milling procedures
will rasult in a nearly identical particle size distribution. Tf this
assumption is correct, Kennametal TiC when hot pressed shows grain growth to
a much higher degree than any of the other three powders (Fig. 25a). Almost
all the small particies have cdisappeared. ILarge grains are in evidence and
these apparently have grown at the expense of the smaller ones,

Similar tendencies can be observed cn the Norten TiC (Fig. 25d).
Its photomicrograph locks, however, like a two~phase material, showing a
fairly continuous carbida phase with what appears tc te some binder {licuicd
phase) inclusions, There is hardly any doubt that a liquld phase consisting
possibly of iron or iron cartide was present during hot pressing, Other
inclusions which are clsarly visitle In the photomicrograph are impurities.
Grain growth has taken place to a larger axtent than in Metallwerk and Metro-
Cutanit powders, but not as much as in Kennametal powder. There ars more
small grains than in the structure resulting frcem the Xennametal powder but
less than in the cases of Metallwerk and Metro-Cutanit powders.

Metallvwerk and Metro-Cutenit materials present plctures very simi-
lar to sach other (Figs, 25 b and ¢). They show nearly the same maximum grain
size and a similar grain slze distribution. It appears that coalescense of
grains has proceeded tc a greater extent in the case of Metro-Cutanit than
in the case of Metallwerk material, It ie probatle that some grain growth
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has taken place in toth materials, with the largast grains hiving a diameter
of atout 25 microns.

Monclusicons

The growth rate of particles during hot pressing or sintering is a
characteristiz of the partlcular pcwdar, Kennametal powder shows a tendency
toward crain growth te a high degree and it is believed that the reason for
thiz can be feound in its production procedure. This powder 1s produced ty a
ransiruum type process, resulting in fairly larce and well-formed single
crystals of TiC, These crystals are Yroken up by grinding and tall milling,
and the small fragments obtained have a much hicher surface energy than the
same size particles of Matullwerk or Metro-Crvtanit powdsrs. The latter two
powders can be produced In a small particle gize, if so desired, by taking
TiOz of small particle size as a starting material and reacting it in the
solid state with carbon., The influence of the particle size of the starting
material on the particle size of the product is well known and descrited in
the literature on tungsten carbife. Norton TiC is procduced ty arc-melting
an? it can te azsumed that In this precess larze crystals will fern on
rolidifecaticn of the molten mass. The arount of impurities, especially
lron, vresant in this low priced "technlcal procduct" 1s large encugh to form,
Auring hot pressing, a 1liquid binder which is clearly visible in the pheto-
micrograph of Pig. 25¢. Other impurities form "inclusions",

C. Merostructures of Fonded Titanium Cfarbicde Ball Mllad in 3teal Mill,

wxoeriments

Kernametal, Matallwsrl and Metre-Cutanit materials were ball milled
to about 2 micrens particle size in & steel mill and then tall mill mixed
with 207 nickel for 20 houre, hot pressed, and vacuum sintered. Fig. 26
shows phetorierographs of this group.

Results

Kmnnameti]l powder shows a considerable tendency toward grain growth
(Fig. 26a). The numbter of rmaller particles has decreased, but to a somewhat
lesser degree than in the unbonded specimen {see Tiz. 25a)., The tendency of
the carbide grains to coalesce is clearly svident. The density of 987 and
the low transverse rupture strength of 111,000 nsi is probably caused by the
large grain size. Alrost 211 grains show a slizht amount of cering.

Mstallwerk Piansee powder, although sheowlng graia growth, still has
a large amount of small particles 2nd a better distribution of btinder and
carbide due to the relative abzsence of the coalescing tendency (Fig. 26b).
There is a high tendency of coring wvisible 1n all grains. The high trans-
verss cupture strength of 179,000 psi and a density of nearly 100% is
provably due to the large amount of small grains complstel. surrcunded ty the
tindar phags,

Vetro-lutanit hars show come very large gralns btrv alse a large
cmount of small particles (Fig. 26c). The teandency cf soms of the grains fo
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Coalesce ls clearly visible. Tt is not understood why this material, bhaving
a good density and a crain size distribution similar tc Metallwerk material,
should have a transverse rupture strength of only 142,000 psi.

The tendency to form round grains is most pronounced with Kennametal
raterial and somewhat less with Metro-~Cutanit. Most grains of the Metallwerk
powder preserve their angular shape, Norton powder was not included in this

TR

Coniclusicns

The most cbvious ¢ifferences tetween Kennametal and Metallwerk
materials visible in Figs, 26a and b are the tendency of the adjacent grains
to sinter together in the Kennametal product and the strons coring of practi-
cally each grain of the Vetallwerk product. An sxplanation for the "sinter-
ing mechanism" of the Kennametal product has teen proposed in the previous
chapter (p. 77). Coring is most pronounced with Metallwerk powders. It occurs,
however, also with others, especially with Yetro~Cutanit and to a much lesser
degree with Kennametal, Transverse rupture strengths of cored materials are
higher than of those not showing this effect, X-ray diffraction patterns
and electron microscope studies of cored materials did not reveal anything
which could be used as a possible explanation for this phenomenon. The
follewing thoughts are offered only as a probability and should te considerad
as such., Turling tall milling all powders pick up oxygen, at least part of
which is present as a film of Ti0s around the individual particles (see
Section I, Table 9). Turing hot pressing and vacuum sintering the powders
may lore some of this oxygen or may retain it all, as numerous analyses show.
The oxygen still present may be in the form of an oxide film or may te in
s0lid solutien as TiC in TiC. It is believed that at least part of the oxygen
is present as a film in cares where coring occurs. From infiliraticn experi-
ments it is known that such an oxide film has excellent wetting propertizs
{see Section IIJ). TiC dissolved in the nickel binder may be precipitated on
thir filr and protect it from being reduced by free carton present in the
bincer phare. The presence of the oxide as a layer ncw acts as a boundary
between the original grain and the precipitated TiC., These three regions
give the appearance of what is called a "cored" grain. Growth of the origi-
nal grain can now occur only by diffusion of TiC through the oxide layer.

D. Microstructures of Fonded Titanjum Carbide Rall Villed to Size and
Mixed with Binder ina Tungsten Carbide Mill (In Two Operations)

Experiments

Kennametal, Metallwerk, Metro-Cutanit and Yorton powders were tall
milled in a tungsten carbide mill to about 2 microns particle size, mixed
with 209 nickel by further ball milling for 20 hours, and then hot pressed
and vacuum sintered, Table 3, gives the oxygen and tungsten carbide analyses
of these powders after the second btall milling and Figs. 27 and 2% show their
microstructures.
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As a comperison, Kennametal powder was alsc ball milled in a steel
mill with steel balls to about 2 microns and then mixed with 3% tungsten
carbide and 207 nickel by further ball milling for 20 hours in the steel mill.
¥ig., 30 shows the microstructure of a vacuum sintered bar from this material.

TAELE 34

OXYGEN ANE TT™NGSTEN CARBIDE ANALYSES

AFTER EALL MITIING IN TUNGSTEN CAREIDE MILL

Producer Ken ameta% Metallwerk Metro-Cutani Norti?

Powder No. 1951) 2082) 1901) 1932)  2091) 2112 197
02 0.0 0.43 C.45 0.32 0.42 0.22 2.24
WC 4.0 3.2 5.0 3.5 2.0 1.4 3.2

1) Ball milled for 72 hours, then 20% Ni added and ball
mill mixed for 20 hours.

2) TC + 20% Ni ball milled to size and mixed simultane-
cusly for 72 hours,

Results

In all four materials grain erowth is much less than in the
previous group (Fig. 26). Kennametal and Vetro-Cutanit look similar (Figs.
27a and c¢). Coring of grains is a little more proncunced in Metro-Cutanit
than in Yennametal and both bave a continucus carbtide skeleton. There ic a
precipitate of fine, dark particles in ¥ennametal which is not present in
Metro-Cutanit. X-ray diffraction analysis of Kennametal revealed the
precsence of a small amount of unidentified impurities and a trace of free WC.
With structures of Xennametal and Metro-Cutanit more nearly alike, transverse
rupture strengths are virtually identical,

Metallwerk Flansee powder particles show a high tendency to sinter
to each other (Fig. 27b). Coring is very pronounced. Its transverse rupture
strength 1s higher than for Kennametal and Metro-Cutanit and the same as for
Metallwerk FPlansee of the previcus group (Fig. 26b), although the micro-
structures are quite different.

There is a tendency to form spherical particles which is pronounced
with Metro-Cutanit material, less with Metallwerk Flansee, and indicated in
the Kennametal product only by a rounding of edges.

The Norton TC locks entirely different from the other three
materials (Fig. 28a). There is no rounding of particles and hardly any
coring. It locks heterogeneous, probably due to its high impurity content.
The photomicrograph shows a falrly dense structure. This is deceiving,
however, since the pore distribution is not uniform, as a photomicrograph of
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the same specimen at 250X shows (Fig. 28b). This material looks somewhat
unsintered and to a certain degree similar to a Kennametal powder which was
ball milled in water and then hot pressed tut not sintered, a photomicrograph
of which is shown in Fig. 29.

The Kennametal material ball milled in a steel mill with the addi-
tion of 3% WC shows pronounced grain growth, angular particles, and consider-
able precipitation of fine particles in the binder phase (Fig. 30). X-ray
diffraction anaylsis alsc revealed here the presence of a small amount of
free WC., Although the microstructures of the two bars produced from Kennaw
metal powder are different (Figs., 27a and 30), the densities obtained in
vacuum sintering as well as the transverse rupture strengths are practically
identical,

Conclusions

VC picked up from the tall mill seems to prevent excessive grain
growth although there le ample opportumity for such growth., TFig. 27¢, for
instance, shows a fairly uniform grain size and tendency toward spheroidiza-
tion of grains which is an indication of solution and precipitaticn of TiC
from the binder phase. This picture also shows the presence of 1lskes of
binder which would provide the necessary space to grow into.

Simple mixing (addition) of WC and TiC does not have this growth
inhibtiting influence, as Fig. 30 reveals,

The strictly angular grains of Figs. 28 and 29 might be due te the
high oxygen content of the materials which amounts to 1.46% for the material
pictured in Fig. 28a and to 1.2% for Fig. 29. The TiC-WC mixtured Fig. 30
has a fairly high oxygen content of 0.58%. It has been revorted for WC that
powders of high oxygen content sinter with greater difficulty and that the
grain size of the sintered product is less than with powder of low oxygen
content?). The same might be true for titanium carbide.

E. Merostructures of Bonded Titanium Carbide Pall Milled to Fize and
Mixed with Binder Simultanecusly in Tungsten Carbide Mill

Experiments

Kennametal, Metallwerk Plansee and Metro-Cutanit powders were ball
milled to size and mixed with 20% nickel simultanecusly in a tungsten carbide
mill for 72 hours, and hot pressed and vacuum sintered under identical conditions.
Fig. 31 shows the microstructures and T™able 34 gives oxygen and tungsten car-
bide analyses after ball milling.

Results
A moderate grain growth occurred in all three powders. Coring is

evident with all of them but much more pronounced with Metallwerk and Metro-
Cutanit materials (Figs. 31t an® c¢) than with Kennametal (Fig. 3la). Practi-
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cally 211 grains of these first two powders show coring. Tespite the grain
growth, there are many small grains present, This is probably the reason for
the good densification obtained and for the high transverse rupture strengths.
Comparing this group with Fig, 27, Kennametal and Metro-Cutanit in both
groups present very similar pictures., Metallwerk Plansee (Fig. 27b) shows a
continuous carbide mass with interspersed larger or smaller lakes of binder,
while Fig. 31b shows distinctly separated grains, highly cored, with uniform
binder distribution. This microstructure showed the highest transverse
rupture strength (198,000 psi) obtained in this investigation, and it is
interesting to note that practically identical structures obtained with the
same Metallwerk powder after tall milling in a steel mill (Fig, 26b) have the
second hichest transverse rupture strengths (179,000 psi).

Conclusions

Comparing the photomicrographs and the transverse rupture strengths
of the materials discussed in this and the foregoing two chapters, it must be
concluded that the following microstructure is the most desirable: highly
cored angular shaped particles surrounded completely by the binder phase
which has almost the character of a film. Yo binder lakes should be present.
A certain amount of grain growth is tolerable as long as there are enough
emall and medium sized grains present to insure a dense packing.

It is quite conceivable that changes in sintering conditions could
produce this "ideal structure" for Metro-Cutanit and Kennametal materials
pictured in FTigs. 31lc and a. The great Aifferences between Kennametal and
Metro-Cutanit materials pictured in Figs. 26a and c, and the Metallwerk
product shown in Fig, 26b, and the similarity of this latter product with the
cne shown in Fig, 31b might have its cause in the small amounts of tungsten
(and procbably molybdenum) present in the as-received Metallwerk powder. This
small amount of tungsten might alsc be the reason for the restriction of
grain growth of the untonded Metallwerk TiC (Fig. 25b).

It appears that tall mill mixing and sizing in one operation leads
to thoroushly nickel coated carbide particles in contrast tc a poorer nickel
to carbide distribution for the separate operations. The thin film surround-
ing each particle more uniformly and not as randomly, insures a better prepa-
ration of this powder for sinterinz. The fact of superior transversce rupture
strengths of the thus prepared materials, especially Metallwerk powder, might
be attributed to a better "packing factor". Cbviously, a more favorable fine
to coarse grain ratio results in better packing and takes better advantage of
more nickel coated surfaces contributing towards a more complete bonding
during sintering.

In this connection reference is made to an article by Nortonlo)

dealing with a theory of "stronger bonding through thinner films", It is
possible that those thoughts could also be applled to the discussion above.
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F. Influence of Ball Milling Medium on Microstructure

Fxperiments

Kennametal powder was ball milled to size and mixed simultaneouely
with 20% nickel for 72 hours in a tungsten carbide mill using carbon tetra-
chloride, hexane, ethyl alcohol, and acetone, respectively, as ball milling
media, The powders were vacuum dried, hot pressed and vacuum sintered under
ijdentical conditions., The amounts of oxygen and tungsten carbide picked up
during vall milling are given in Table 35. Figs. 32a to d are photomicro-
graphs of the vacuum sintered bars.

TABLE 35
OXYGFN AND TUNGSTEN CARFIDE ANALYSES AFTER BALL MILLING

IN VARIOUS LIQUIDS FOR 72 HOURS

(Kennametal Powder + 20% Ni)

Carbon
Tetrachloride Hexane Ethyl Alcohol Acetone
Powder No, 214 215 216 217
Oz * 0.53 0.47 .31 0.50
WC 3.8 5.1 3.9 4.8

% The oxyzen pickup durinz ball milling in a liquid wvas a
function of the air space left in the ball mill., In
these experiments the ball mill was filled almost to the
top with liquid, As a consequence, the Oz pickup was
about the same as when ball milling was done in air. If
the ball mill was only filled partly with the liquid, the
Oz pickup was considerably increased (see Section I,
Chapter E).

Results

The photomicrographs show the formation of elongated grains. This
uni-directional grain growth is especially pronounced with carbon tetra-
chloride and acetone as ball milling media. Since in the presence of a large
number of elongated grains dense packing cannot be obtained, denslties and
transverse rupture strengths of the materials ball milled in these two media
are very low, With powders ball milled in hexane and ethyl alcohol, only
some grains show uni-directional growth. Coring is found only to a minor
degree, as is usually the case for Kennametal material.
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Conclusions

The presence of a large number of elongated grains makes dense
packing impossible. The transverse rupture strengths obtained with powders
ball milled in carbon tetrachloride and acetone are therefore low,

As it is inconceivable that these elcongated grains could have
formed during ball milling, they must have formed during hot pressing and
vacuum sintering. Nevertheless, it is believed that the reason for their
formation lies in the ball milling medium. (Compare with Fig. 3la, which
shows the microstructure of the same material ball milled in air). Certain
ball milling media give the particles a surface conditioning which enhances
grain growth. Where grain growth is not so proncunced, the picture shows a
non-uniform binder distribution (especially visible in Figs. 32¢c and d) which
is not desirable.

G. Influence of Pressing Procedure on Microstructure

Ixperiments

Kennametal powder with the addition of 20% nickel was ball milled
in a tungsten carbide mill with carbon tetrachloride as ball milling medium
for 144 hours in order to get very small particles (1 micron). The powder
was compacted by three different pressing procedures in order tc compare
their effectiveness. It was:

a. cold pressed in the wet condition (wet pressed),
b. dried and cold pressed after 3% camphor had been added, and
c. dried and hot pressed.

Results

The microstructures obtained with these three procedures are very
similar (Fig. 33). The tendency to grain growth is the least in the wet
pressed bars, somevhat more in the cold pressed bars and quite pronounced in
the hot pressed bars. Flongated grains can be found, especially in the hot
pressed pleces, but to a far lescer degree than in the previous group, so
that dense packing is still possible, Practically every grain of the hot
pressed bar shows coring, but this can also bte found with wet and with dry
cold pressed pleces, thouzh to a much lesser degree.

Tensities obtained with all three procedures are identical, but
transverse rupture strengths of wet and hot pressed bars are superior to cold
pressed bars,

Conelusions

Some workers in the field of cermets recommend carbon tetrachlorlide
as a ball milling medium, and the results of these experiments show that good
densities and high transverse rupture strengths are obtainatle using it.
However, there seems to be ome condition. Ball milling has to be done for a
long time in order to get a small enough particle size. By vacuum sintering
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of hot presced bars, grains grow and form elongated shapes to a higher degree
than by sintering of wet or ccld pressed bars, but due to the original small
particle size, they are still small enough to allow dense packing. Coring is
etill prevalent with grains of the hot pressed and vacuum sintered specimen.
Fig. 33¢ resembles closely Figs., 26b and 31b, which are considered to have
the test obtainable microstructures. The presence of coring was linked above
to an oxide film, The powder used for these experiments had an oxyzen
content of 1,7% after btall milling. Hot pressing reduced this amount to
0.53% and the following vacuum sintering to 0.35%. Vet pressed or cold
pressed and vacuum sintered bars showed an cxygen content of 0.2 and 0.17%,
respectively. The hieh vacuum seems to cdestroy the oxide film before sinter-
ing occurs. The transverse rupture strenzsth of cold presced and vacuum
sintered bars is inferior to those wet or hot pressed. This might have its
cause in the non-uniform distribution of fairly large pores.

H. Influence of fintering Procedure on Microstructure

gggeriments

Metallwerk Plansee powder was ball milled to size and mixed with
207 nickel simultaneously in a tungsten carbide mill for 192 hours. The
average particle size obtained was 1,8 microns. The powder vas mixed with
2% camphor and cold pressed at 10 tsi.

The following sintering experiments vere made with these bars:

1. The first set was sintered for 2 hours at 1350°C in a vacuum
of 5 x 10~° mm Hg, resintered for one hour at 1400°C in a
vacuum between 50 and 100 microns, and sintered a third time
for one hour at 1420°C in a vacuum btetween 50 and 100 mlcrons.

2. The second set was sintered for 2 hours at 1350°C in a
vacuum of 5 x 10=5 mm Hg and resintered for 1/2 hour at
1500°C in a vacuum between 50 and 10C microns.

3., The third set was sintered for 30 minutes at 1500°C in a
vacuur between 50 and 100 microns.

L. The fourth set was sintered for 5 minutes at 1520°C in a
vacuum between 50 and 1CO microns.

For an additional experiment, Metallwerk powder was ball milled in
a steel mill with tungsten carbide balls to a particle size of 1.6 microns
and mixed with 20% nickel for 20 hours under the same ball milling conditions,
This powder was cold pressed as above and the bars vacuum sintered for 30
minutes at 1530°C.

A low vacuum of 50 to 100 microns was used with temperatures above
1350°C in order to avoid loss of binder.

Results

The densities obtained in the first experiment were 5.25 g/ec,
5.30 g/cc,and 5.36 g/ce, respectively, after the three sinterings (Fig. 34a).
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Efter the two sinterings of the second experiment, densities were 5.26 g/ce
and 5.48 g/ece, respectively (Fiz. 34b). Experiments 3 and 4 were made after
it was founc that a higher temperature was necessary to obtain good densifi-
caticn. The densities obtained after these experiments were 5.46 g/ce and
5.44 gfee, respectively (Figs. 24c and d). The additional experiment pro-
duced bars with a density of 5.47 g/ce (Fig. 35),

The microstructuresobtained were completely identical. Astonish-
inzly, a bar sintered for 4 hours at temperatures up to 1420°C 8id not show
larger grain growth than a btar held at 1520°C for 5 minutes. There is a con-
tinuous carbide skeleton formaticn which is not further advanced after 4
heurs than after 5 minutes., There is ne evidence of coring, although Metall-
werk Plansee powder when hot pressed shows this phenomenon to an especially
high cegree. With microstructures and final densities practically identical,
strengths were also the same, as expected (127,000 psi to 140,000 pei), The
presence of 1% iron did not change the microstructure as Fig. 35 shows.

Conclusions

The fact that the five pictures presented in this chapter are
completely identical in microstructure, makes it appear as if grain growth
took place only in the initial stage of the sintering process. The reason
for this is unknown. The presence of 4% W( after ball milling misht here
again have prevented excessive grain growth, althouch binder lakes are avail-
able to supply the nececsary space for growing grains. Coring, which is
especially characteristic of Metallwerk Plansee powlers, dié not occur,
probably due to the lack of an oxide £film, The powders as ball milled had
an oxygen content of about 0.6%, and after sintering of only 0.1%. The high
vacuum seems to have destroyed this film before sintering has started, as
mentioned above.

The non-uniform binder distribution, the presence of large lakes,
and the absence of coring are the reasons for the inferior transverse rupture
strength of this material although the obtained densities are satisfactory,

I, General Conclusions

11) Three mechanisms have been proposed as an explanation for grain
growth™ ’. They are:

1. Coalescence of adjacent grains,

2. Solution in the binder phase during heating and reprecipi-
tation during cooling, and

3. Transfer of carbide from smaller to larger grains by
diffusion through the liquid binder,

Only the first of these mechanisms can take place in the absence
of a binder, In the presence of a binder, it is impossible to state in each
case which one of these mechanisms was eflfective. Most probably all three
are taking part at the same time to various degrees. It seems, however,
that with Kennametal and Norton materials coalescence of adjacent grains is a
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major source of grain growth unless ball milling is done in a tungsten
carbide mill, The picked-up WC seems to restrict this type of grain growth
(compare Figs. 26a and 27a). Addition of WC and ball milling in a steel mill
has not the same effect (see Fig. 30).

Tt is believed that the second mechanism, solution and precipita-
tion of M™C from the binder phase, will cause a rounding of particles which
is pronounced with Kennametal and Metro-Cutanit powders, (see Figs. 26a, 27c
and 31lc) but also occurs to a lesser degree with Metallwerk material (Fig. 27b).

The third mechanism of grain growth, a diffusion of TiC not only
through the binder phase but also through an oxide layer surrounding the
original grains, is believed to be effective especially in those cases where
"coring" occurs. This phenomenon is highly pronounced with Metallwerk powder
(see Figs. 26b and 31b), clearly visitle also in Metro=Cutanit products (see
Figs, 27c and 31lc) and occurs in Kennametal to a considerable degree only, if
ball milling for a long time has raised the oxygen content ¢f this material
(cee Fig. 33¢). Vacuum sintering of cold presred bars prevents coring even
of Metallwerk material due to the elimination of oxide films in high vacuum
before sintering starts (see Figs. 34 and 35). Grain growth occurs in this
cagse mainly by sintering together adjacent particles and, as the rounding of
grains indicates, by sclution and reprecipitation.

The use of & liquid ball milling medium enhances grain growth and
causes segregation (see Fig. 32). The latter can be counteracted by ball
milling to a small particle size (see Fig. 33).

The retaining of oxygen, probably in solid solution, might have a
bearing on the preservation of angular particles. The Norton product pictured
in Fig. 2fa has an oxygen content of 1.46% and the Kennametal bar presented
in Fig. 30, 0.58%, both after vacuum sintering.

SUMMARIZING REMARKS

Tt can be stated that the results obtained during the course of
this res..rch are such that tentative specifications can be set up, to gulde
cermet manufacturers concerned with titanium cartide btase materials. These
specifications are along the following lines, in order to obtain materials
not only satisfactory from a manufacturing and structural point of view, but
also readily reproducitle.

1. Tt has been recognized that a good TiC powder must fulfill the
following criteria:

a. Its oxygen content must be distributed in a way similar to that
observed for the Metallwerk Plansee powcer. The assumption is
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made that the "coring" effect consists of & TiC core surrounded
by a TiOz film or a TC-Ti0 s0lid solution area onte which some
TiC is reprecipitated. In other words, the oxygen content as
such may be a criterion; and the core structure, reflecting the
state in which the oxygen is contained in these materials, is of
importance to obtain proper wetting with a binder phase.

b. An optimum packing factor, i.e., a certain ratio of large to
small grains must be maintained, Again an attempt should be made
to reproduce the particle distribution shown in photomicrographs
of this report for materials with high transverse rupture strength.

¢. The inclusion of tungsten cartide, as picked wp during ball mill-
ing, is of importance to prevent excessive grain growth during
processing and thereby retain the original particle size distri-
bution of the powder.

d. It appears of greatest importance to obtain complete coating of
the binder phase around each particle. This can be obtained only
by simultaneous btell milling to size and mixing. The prevention
of "binder lakes" can thus be achieved with each individual parti-
cle being thoroughly prepared for the sintering process through
uniformly distrituted (Msmeared on") binder metal.

2. Now that the most important criteria for a good TiC base cermet
powder have been specified, the following future work suggests itself,
on the basis of (1.) above:

8. Establish methods of testing powders for particle size distribu-
tion so that the packing factor of powders which vielded bars
with desirable properties can be reproduced for other powders.

b. Tetermine a way to incorporate oxygen (in form of TO or T™Cz or
otherwise) into other powders so as to reproduce the coring
effect observed in Metallwerk material,

c. Learn hov to prevent grain growth by balancing out the amount of
tungster carbide to be picked up against the inherent grain
growth characterist’cs of the respective powders.

If the above results are correctly interpreted and applied to pow-
ders -~ all manufacturers, i1t should be possible to provide the Air Force
with TiC basc high temperature materials that should be of the highest
quality regardless of the manufacturer sutmitting the respective parts.
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