


present to induce a low temperature pre-ignition exotherm. Perhaps one
of the most persuasive experiments on the impertance of volatiles was
that of Blackwood and Bowden in which they dissolved volatiles from char-
coal with acetone and applied them to charcoal that was 95 percent carbon.
Black powder made from this material had the same behavior as standard
powder,

Clearly, volatiles affect burning rate and Him:zez4 shows the rela-
tionship. He recommends 82,5 percent carbon content for charcoal and
Blackwood and Bowden recommended 70 percent. However, neither work
relates these percentages to a standard initial form of water or ash-
free basis and it is not clear that the recommendations can be compared
directly. Both authors do recommend a rather high volatile content.
However, this parameter cannot be the only property that affects burning
rate for the deviant lots have diverse burning rates incorporating the
same charcoal,

In addition to the affect of volatiles, Shulmanzs’26 studied the
influence of small amounts of water, to two percent on ;he burning rate
of black powder; this study was expanded by Plessinger.’ These investi-
gations quantify a well-known parameter,

From this discussion it is seen that the properties of charcoal are
important, but the exact nature of the requirements necessary to make a
good ballistic product are elusive. Present practice is that charcoal
be made from porous light wood, maple being currently selected, and be of
low ash content, No specification exists citing volatile content but
current practice is that it be 20-30%. This specification is broad in
that it requires charcoal which results in a proper performing black
powder. The specificatini does not cite the wood, particulars relating
to distillation, or physical properties. For black powder the amount
of potassium nitrate, suifur, and charcoal is given but compaction pres-
sure is not. Only a density range for black powder is given. Such
criteria result in a large latitude in allowable variance in the materials
used to make black powder,

It appeared to this author that rather large variations in materials
or in preparation of black powder resulted in rather small but measurable

24Woldemar Hintae, Explosivetoffe, 2, 41, (1968).

28, Shulman, C. Lenchits, L. Bottei, R. Young and P. Casiano, "An Analyeis
of the Role of Moisture, Grain Sise, and Surface Glaze on the Combustion
and Functioning of Black Powder', Plocatinmy Areenal Report No. 76-FR-
G-B-15, Oct. 1975, Pieatinny Arsenal, Dover, NJ.

26L. Shulman, R. Young, E. Hayee and C. Lenchitsa, "The Ignition Charac-
teristice of Black Powder", Pioatinny Arsenal Technioal Report No. 1806,
Sept., 1967, Flcatinny Arsenal, Dover, NJ.
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variations in turning rate; lot-to-lot differences, using the same
materials and techniques, was a dominant feature. It was for these
redsons that anothor sensitive parameter was scught and a candidate hy-
pothasis was that the degree of openness of a grain could influence burn-
ing rate. Soon the study evolved into an investigation of the physical
properties of black powder and their relation to burning rate.

In an attempt to characterize black powder, scanning electron micro-
scope photographs were obtained wiaich showed extensive fusing of material.
This immediately suggested that compaction studies be performed on pure
ingredients to determine what material flowed and the functional relation-
ship becween flow and applied pressure. In addition the free volume was
measured by mercury intrusion techniques. Further, the internal surface
area was cbtaired from the Brunauer, Emmett, and Teller (B.E.T.) gas
absorption technique. From these several measurements a physical descrip-
tion of black powder developed.

I1. EXPERIMENTAL

A. Black Powder Samples

Deviant lots, mentioned earlier, were chosen for study as they were:
(1) well characterized ballistically by four laboratories, (2) made from
ingredients supplied by the same manufacturer, (3) fabricated by the jet
mill process, and (4) representative pilot plant samples typical of future
production techniques. Such samples were compared to black powder made
by the 'standard" wheel mill process at GOEX, Inc. The deviant lots were
made from oak charcoal and GOEX, Inc,, usad maple. Equivalent compaction
pressures were used by both manufacturers.

Due to the limited capacity of the Indiana pilot plant, their jet-
milled meal was moisturized in a wheel mill at Picatinny Arsenal and
pressurized at GOEX, Inc., to not less than 3500 psi, or 246 kg/cmz.
Fabrication has been described in deteillS and composition given in Table
1, For this table the carbon content has been recalculated on a moisture
and ash-free basis, Also to obtain the high and low carbon content char-
coals, three different lots of oak charcoal were used. The high carbon
content charccal was but eight percent greater than that normally used
and the low carbon material was 17 percent below standard. The spread
in these values is significant but small, Such samples were compared to
GOEX, Inc., and CIL black powder produced by the standard process and
made wiilhi maple_charcoal. The burning rate data from various laboratories
ARRADCOM (BRL,13 LCWSL14), and Princeton Combustion Research Laboratories!®
are compared in Figure 1 reproduced from reference 13. The results are
normalized to the burning rate data for a standard GOEX, Inc., lot, 75-
44,
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Number

TABLE 1. DEVIANT BLACK PCWDER LOTS

Description*

©C W 0NN NN

High KNO3

Low KNO3

Poor Agglomeration of Ingredients
High Density

Low Density

High Glaze - 0.2%

High Carbon - 79.7%

Low Carbon - 51.6%

Large Particle Size - avg over 25 u
Small Particle Size - avg over 10 p
GOEX - Lot 75-44 - non-stardard glaze
GOEX - Lot 75-44 - standard glaze
GOEX - Lot 75-61

GOEX - Lot 75-2

CIL-7-11

»*

Density** KNU3

g-cm3
1.80 78.01
1.74 73.00
1.77 75.95
1.80 74.81
1.67 74.94
1.78 74.88
1.67 74,52
1.70 75.00
1.70 72.50
1.63 74.60
1.67 74.29
1.72 74.05

S

%
8.50
10.40
9.24
9.29
9.07
9,23
10.13
10.23
10.97
10.38
10.06
10.18

C.arcoal Flame Spread***
% ms-1
11.95 0.32
16.30 0.50
i3.ol 0.41
16.05 0.3
14.44 0.43
14.08 0.39
15.21 0.36
13.86 0.38
13.59 0.34
14.02 0.51
15.56 0.60
15.33 0.53
0.57
0.60
0.49

*aak chareoal in lots 1-7 and 9-10 are 73.8% carbon on an ash and moisture free basis.

®E -
Bulk denstity

i*0pen air flame spread values (ref 13).
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Figure 1. Comparison of burning rates as measured by flame spread,
O (ref. 16); 80:« bomb, O] (ref. 14); and open air
flame spread, O (ref. 13).
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B. Scanning Electron Microscopy of Black Powder and Charcoal

S.E.M, photographs of black powder were obtained at two magnifica-
tions, 300 and 1000X, by John Gavel of the Analytical and Physical
Measurements Services Section, E,.I, du Pont de Nemours § Co., Wilmingten,
DE. Class onc grains, those passing through a number 8 but not a number
4 sicve, were cexamined, They were cleaved in half by breaking the grains,
much like snapping a twig, to insure that no tool smeared the surface.

The new surface was coated with a 20 nm gold and palladium film; 30 keV
electrons werc used for analysis,

Another imaging technique was attempted using an electron microprube,
model M5-64 made by the Acton Laboratories Inc,, of Acton, MA. In these
experiments the sample was moved normal to the oscillating beam by a motor
drive. The experiments were performed by Ralph Benck of the Penetration
Mechanics Branch (PMB) of BRL. Both sulfur and potassium x-ray maps were
obtained simultancously using two detectors., Benck also analyzed the
charcoal ash, from charcoal extracted from lots 1 and 11,

Other S.E.M, photographs of oak and maple charcoals were taken at
the BRL by Gould Gibbons Jr,, of the Explosive Lffects Branch (EEB), using
an International Scientific Corp. S.E.M, model 1SI1-40 made in Avon, CT.
Ouk charcoual was eovaluated as received from the Indiana Ammunition Plant;
however, it was pre-screened, Charcoal passing through an 80 but held on
i 100 mesh sereen was cxamined, The maple charcoal was of a larger parti-
¢le size passing through a 10 but not a 20 mesh screen and, therefore, it
wias ground in a mortar and pestle to obtain particles of the same size as
the oak. Both samples were obtained by the Indiana group from the Hardwood
Charcosl Co,. located in Steelville, MO, S.E.M, views were obtained =t 100,
150, 500 and 2000X.

In addition, oak charcoal was extracted from lot 1 and maple from
lot 11 black powder samples, They were extracted with water and carbon
disulfide. For lot 11 magnifications of 150, 350, 750, and 1500X were
employed; similar values were used for lot 1 and they were: 100, 250,
500, and 1000X,

C.  Compression of Sulfur, Potassium Nitrate and Charcoal

Pure sultur, potassium nitrate, and charcoal were each ground to a
fine powdes using a mortar and pestle., Samples between 1 and 2 grams were
loaded into o Perkin tilmer Corp. potassium bromide infrared die, model
186-0025, made in Newark, CT. The powders were individually compressed
using an Instron Corp. material testing instrument, model 2TDM, mwade in
Canton, MA. The press's cross heads move at various, constunt, pre-
sclected rates and the small compressive movement of 0,254 mm per minute
wis selected to insure some degreec of pressure equilibrium. A total
toad of 3,000 kg cm=< pr 40,000 psi was applied slowly, At maximum
pressurce the direction.of the cross heads was reversed, at the same rate,
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to obtain a decompression curve. In some cases the prucess was repeated
twice to define the permanent effect of the first compression.

One sample of potassium nitrate was made damp by adding four percent
colored water and grinding to a constant hue. The experiments were per-
formed by Dominic Di Berardo of the PMB Branch of BRL.

D. Mercury Intrusion Porosit,’

Internal volume and pore size distribution of either whole or cleaved
grains of black powder were measured by Jean Owens of Micromeritics Corp.
located in Norcrogs, GA. _The technique subjected samples to mercury pres-
sures to 3.5 X 10° kg cm=¢ or 50,000 psi forcing liquid into pores having
diaueters grcater than 30A. The grains of black powder were degassed by
a 100°C flowing nitrogen stream gor 40 minutes, The technique has been
described by orr?’ and Adamson,?

Mercury, due to its high surface tension, does not wet most surfaces
and pressure is required to force the fluid into small pores. Hence, the
pore size is directly related to applied pressure and the relationship
is given by equation 1,

Pr = -2 g cos O ()

where P is pressure, r }s the radius, o is the surface tension of mercury
(taken as 474 dynes cm™') and © is the contact angle (taken as 130° for
most substances).

The distribution of such openings is given by a distribution func-
tion, D(r),

D(r) = ; 913%%11 (2)

where V. is the total penetration volume and V is the penetration volume
with openings greater than r.

7c1yde Orr Jr., Powder Tachnol., 8, 117 (1968/1870).

"8 Apthun W. Adamson, Physical Chemistry of Surfaces, 2nd Ed., Inter-
science, NY, pp. 646-549, (1867).
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E. B.E.T. Surface Area Measurements

In addition to the mercury intrusion measurements, Micromeritics
Corp also determirned surface area by a single point B.E.T. technique
using degassed whole grain samples and argon gas, Th1s technique has
been described in several texts, for example Flood,2Y where surface
area is related to the number of argon atoms required to form a liquid
film on a given surface. These measurements were extended to other
samples by Eleonore Kayser of the Naval Surface Wcapons Laboratory, NSW,

in Silver Springs, MD, using the same type of Micromeritics equipment,
model 2205,

F. Density Measurements

Even though density is defined clearly as gm/cma, the measuremen* of
volume for powders and compressed masses can be ambiguous, For this
reason some experimental approaches will be discussed.

1o "Tap Density" is u term that has been used to describe the
weight of a powder or objects poured into a known geometry and allowed
to settle by one or more gentle means such at "tapping". Such values
are not used in this study,

2. "Bulk Density" depicts the volume clement inscribed by its outer
surface. The volume is measured by sinking a powder or object into mercury
at atmospheric pressurc.  Such values do not include pore velume and
arc given in Tuble 1 us reported by Fitler,

3. "I'rue Density" is obtained by measuring the volume of an object
as cqual to the amount of non-ubsorbed gases it displaces. In such
measurements helium is usually introduced into an evacuated sumple and
fills small pores. Similar values arc obtained by using cther as the
displucement fluid for evacuated samples,3V or uqing mercury displacement
at very high pressures of mercury, In this study an cther displacement
measurement wus made on non-cvacuated samples to estimate the samples'
truc density, Flow of cther into the sample was aided by placing the
pycnometer filled with black poweer and ether in an ultrasonic bath,

i, RESULTS

Ao Bluck rowder and Charcoual S.E.M Microphotographs

Four black powder sumples were chosen from the deviant lots tor
examination. lLots 1 and o arc samples having slow {lame spread rotes of

CQF. Aliaon Flood, Ed., The Solid-Gas Interface, Vol. 1, Marcel DNekker
ne., NY, (1967).

SR, M. MeTntoch and A, P. Stuart, Can, J. Reo. BN, 124, (184¢).
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0.32 and 0.39 m/s as contru.sted to lots 10 and 11 which have faster
flame spread rates of 0.51 and 0.61 m/s. Further, lots 1, 6, and 10

are jet-milled oak products whereas lot 11 is a standard wheel-milled
material of GOEX, Inc. The S.E.M. microphotographs are givsn in Figures
2. 3, 4, and 5. Stereo views were made but add little to the detail
already shown and therefore are not presented. Potassium znd sulfur
x-ray maps were obtained but the concentration profiles did not show
sharp boundaries as prominent features. The problem is the average
particle size is about 15 microns or less and the x-ray maps depicted an
average concentration to a depth of approximately 30 microns. Therefore
such analysis represented an average concentration throughout the slab.
For this reason those views have not been included.

The microprobe experiment was abandoned for black powder surface
analysis, for although the sulfur and potassium x-rays were recorded
simultaneously, and gave strong signals, the electron beam created a
reaction path and the data could not be relied upon to depict the
original sample. However, the microprobe did analyze the ash content
of both extracted charcoals and calcium was found to be the dominant
species and traces of silicon and phosphorous were noted. No other
metals were detected. The ash content of maple charcoal was 2.3 percent
and 11.9 percent was found for oak.

The S.E.M. microphotographs of the raw materials, oak and maple
charcoals, are given in Figures 6 and 7, Extracted charcoals from black
powder are shown for lot 8 in Figure 8 and for lot 11 in Figurc 9.

B. Compression of Sulfur, Potassium Nitrate, and Charcoal

In the manufacture of black powder, damp meal typically containing
materials of less than 25 microns, is pressed into a cake where various
fabricators have used differcnt compaction pressures., In general, a
pressure is selected which will result in a finished grain density of
approximately 1.7 and GOEX, Inc. employs a pressure no smaller than 240
kg ¢m= or 3,500 psi. All of the S.E.M., microphotographs, Figures 2-5,
show considerable plastic flow and fusing among particles forming
cxtensive agglomeration larger than the original particle size. Therefore
a compaction experiment was performed to determine the relationship
hetween flow and applied pressure,

The results of compressing pure ground sulfur, poiassium nitrate
and charcoal are given in Figure 10. The relationships shown can be
lincarized by presenting the logarithm of applied pressure as a function

of compaction, The density of this sulfur cake was 2.00 gm/cm3 and that
of tho damp and dry potassium nitrate cakes were both 2.08 gm/cmS.
Literature values3d are 2,07 and 2,109 gm/cm3 for theue compounds and

thus, at the maximum pressure used, no significant voids exist in cither
material., In these cases the decompression curve is almost vertical

showing little clasticity and recompression forms a small envelope about
the decompression curve. The oak and maple charcoal compression curves

13
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were identical, but a compressed density of 1,01 gm/cm3 was measured for
the maple charcoal and a density of 1.16 gm/cm® was measured for cak to
an accuracy of 0.5 percent, Valucs were obtained from the sample weight
and die dimensions at maxiumum pressure., The decompression curves for

\ both samples showed considerable elasticity, Intcrestingly, each sample
! wis removed as a powder from the dic and obviously the orgunics did not

act as a binder.

' In an attempt to interpret the compression density vaiues, the

: densitics of both charcoals were measured by an ether displacement techniqgue
using a pyenometer.,  The density values were 0,99 and 1,17 gm/cm3 and

, were accurate to 1.0 percent, ‘They were equal to those measurced in the

compression experiments,  Atfter compression, the charcoal originally

passing through an 80 but not a 100 mesh screen, wos apuin sicved and

the results are given in Table 2. The values show that many picces of

charcoul were broken by the large applied force,

TABLE 2. CHARCOAL STEVED AFTER COMPRESSION

Screen Size Oak* Maple*
Mesh Unite % b
100 24 51
120 12 8
200 38 20
340 20 15

E3
% by wetght

C. Mercury Intrusion Porosimetry

Three differcent samples of 1-2 grains of whole grain black powder,
lots 6 and 10, were evaluated to determine the reproducibility of both
the sampling and measuring techniques. Data are given in Figure 11 and
12 showing the cumulative amount of mercury forced into pores of different
radii by various pressures, The d. *3 have been normalized at 200 psi or
14 kg/cm? and shows a good degrce of reproducibility., One sample each
of lots 1 and 11 was evaluated and this data is given together with a
representative penetration curve for lots 1 and 6 in Figure 13. These
same four lots were also evaluated by cutting the grains in half. These
data are given in Figure 14, 1n all cases the cut or whole grains were
intact after pressure wias released,

. B.E.T. Surface Area Measurements

The surface area of whole grains was measured by « C.C.T. analysis.
All of the deviant lots were evaluated as well as GOEX, Inc. and CIL
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black powder. One lot, lot 6, was examined in detail to determine the
variance and precision associated with sampling and measurement. The
data are given in Table 3 and surface areas ranged from 0.5 to 1.0

n2 gm~*, Each individual sample was evaluated at least twice.

E. Density Measurements

The density of whole grains of black powder was measured by an ether
displacement technique und values are given in Table 3., They were
measured to an accuracy of one tenth of a percent,

The ether displacement density of charcoal extracted from lot 11 was
1,43, The densities of the maple and oak charcoals supplied from the
Hardwood Charcoal Co., were 1,01 and 1,16, Reproducibility was as noted
above.

IV. DISCUSSION

A, Black Powder and Charcoal S.E,M, Measurements

The microphotographs of deviant lots 1, 6, and 10, made by the jet
mill process, look much alike. They are shown in Figures 2-4. Each
figure shows two different views of a particular grain and these views
are shown at two different magnifications, The view at 300X was attempted
to get u general representation, A smaller subsection is shown at 1000X
to provide greater detail. Higher magnifications were recorded but they
lose the general nature of the features shown, Sulfur and potassium
nitrate cannot be individually discerned; however from the relative abun-
dance most of the features represent potassium nitrate.

Figure 2 shows a large isolated charcoal particle; clearly, compres-
sion did not fill its pores nor did it crush the charcoal. Thus in this
instance incorporation of material into the charcoal pores, a process
that has been ascribed to the wheel mill process,5 did not take place.

In ull figures considerable plastic flow and particle deformation are
shown and many consolidated regions exist that are much larger than the
original particle size of 10-15 microns, Figure 4, deviant lot 10, shows
particles which appear more intact and are individually more discernable.
Also the degrec of plastic flow seems less, This leads to a greater
degree of openness between particles.

The S.E.M. photograrh of the GOEX, Inc, ball milled material, lot
11, Figure 5, is differeat from the three-jet milled samples. Large
clumps of material are cbserved as well as large void regions. Again
one piece of charcoal i evident and its pores are not filled, nor is it
crusned. The pores are 2.8 ¢ 0.9 microns wide. In general, material
seems to have flowed around the charcoal and the photograph shows almost
geological folding. Stress lines and spherical pockets are noted in
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TABLE 3. SURFACE AREA OF BLACK POWDER
AND ETHER DISPLACEMENT DENSITY

; Surface Area* Surface Area** Densitg
! Lot Number mé_gm" me_gm-1 gn cm-

|
1 1 0.50 0.588
‘ 0.53 0.588 1,91
\ 2 0.73
0.80 1.87
3 0.54
0.58 1.88
4 0.060
; 0.060 1.89
. 5 0.58
0.58 1.85
E*** 0.56 0.588
0.55 0.587 1.86
0.52
0.57
0.53
0.51
0.62
‘ 0.52
7 0.55
0.58 1.85
8 0.52
0.52 1.83
9 0.67
0.63 1.82
0.66 0.639
0.630 1.85

{ 10

GOEX - Lot 11

0.801
0.796 2.02

o~ o C
[T o N S < 0 o

GOEX 75-44

GOLX 75-61

~3 ~ ~3 0o o
— L U

GOEX 75-2

CIL 7-%1 0.58

*
NSW
*4Mianomertice Corp.

AN A .
Average 18 0.55 ¢t 0.04.




consolidated regions. The grain is not as homogeneous in appearance
as the jet-milled gruin,

In summarizing the S,E.M, microphotographs, compaction seems to form
a fused conglomerate mixture laced with a maze of interconnecting passage-
ways,

The S.E.M. microphotographs of oak and maple charcoals are given in
Figures 6 and 7. Oak charcoal appears as separate lumps having a clearly
defined cell structure., The maple sample looks torn apart, perhaps by
the grinding action of the mortar and pestle. However, both samples
show extensive cell structure and broken and chipped pieces dominate.

One series of S,E.M., microphotographs of oak, Figure 8, which was
ground in the jet mill and extracted from lot 1 black powder, Figure 9,
looks similar to maple charcoal obtained in the same manner from lot 11
ground in a wheel mill., The particles seem tc be of similar size and the
only difference is the maple appears more rounded. No large charcoal
pieces are evident in the maple photograph as was seen in its black powder
counterpart but the view may not be totally representative,

In summary, it appears that grinding by either method produces a
fine powder which has a multiplicity of edges, broken pieces and con-
voluted surfaces., The grinding process breaks down the gross structure
of charcoal, forming pieces and fragments such that the two charcoals
look much alike,

B, Compression of Sulfur, Potassium Nitrate and Charcoal

Noting the extensive flow in grains it became desirable to quantify
the effect of pressure on black powder meal., Damp meal, that is generally
4 percent in moisture, has been pressed into a cake using various compac-
tion pressures. Values of 1900 psx5 (134 kg/cm )} to at least 3,500 fsi

{240 kg/cm )8 has been employed and some work was done at 8,000 psi

(503 kg/em?). The range of these values raised the questions, "do these
compaction pressures span the individual yield points of the ingredients
and is a particular pressure threshold required to induce plastic flow?"
To answer these guestions an experiment was performed to determine if
the change in volume, or plastic flow, was uniform as the applied pres-
sure was increased,

The effect of pressure on the pure materials was determined and
shown in Figure 10. From the curvature, it can be seen that each
material flows throughout the applied pressure range. This is a
reminder that the applied pressure is a global value but the microscopic
pressure exerted between particles can be much greater. One compression

Memorial Dee Poudres Et Salpetres, Vol. 6, Chapter II by M. Vietille,
Gauthier-Vallars Et Fils, Imprimeurs-libraires, Paris, pp. 256-391, (1893).
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curve using damp potassium nitrate, four percent moisture, lies well
under its dry counterpart showing that water reduces friction, allowing
particles to slide. Thus, applied pressure and water content are coupled
phenomenon which govern grain density.

It was noted that both potassium nitrate and sulfur formed smooth
glass like surfaces at the die faces. Such a surface could seal the pellet
and this effect could explain why black gowder pelletized in a pellet press
exhibits slow relative quickness values.® Additional descriptions of
this effect can be found in the Ordnance Explosive Train Handbook3? that
describes the buruing of a train of several pellets as a succession of
puffs caused by burning through the 'glazed interface'. In such appli-
cations, these effects are reduced by pressing pellets as interlocking
cones to minimize the effects of burning through a sharp boundary.

In addition to the surface effect of pressed pellets, there is a
density profile that should be considered when pressing to a given grain
density.

The charcoal compression curve is similar to that of potassium
nitrate and sulfur. From the facts that bulk density at maximum compres-
sion and ether displacement density are equal and that compression frac-
tures charcoal (Table 2), it is clear that pressure fractures some of
the charcoal into smaller fragments which then bend elastically to fill
the die leaving very little space between particles., With a density of
0.99 for maple and 1,17 _for oak charcoal, both far removed from the
amorphous carbon value’” of 1,8 - 2.1, it is concluded that the density
of charcoal reflects an open structure,

The compression results show a gradual change in volume with applied
pressure, This reflects that applied pressure is a global value and the
associated microscopic pressure between small areas of two touching
particles is much greater. ‘The smooth exponential curves show no sharp
transitions that could be associated with yield points nor are any
threshold values indicated.

The effect of compression on black powder meal is get to be done but
the effect of pressure is to increase density, Vieille 1 in 1893 demon-

strated the relationship between black powder bulk dansity and burn rate.
The data was reproduced by Urbanskil and his graph is given in Figure 15.
Obviously the data relate to a process and materials different from those
used today, but the trends should still persist. This same type of

ZNaval Ordnance Laboratory, Ordnance logive Train Designers Handbook
NOLR 1111, April 1862, Naval Oranance Laboratory, White Oak, MD.

3

83 pobert C. West, ed., Handbook of Chemiatry and Physics, §lct Ed., The
Chemical Rubber Co., Cleveland, Ohto ?35;%-15717.
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relationship was shown to be operative in pyrotechnic mictures where
burning rate was given as a function of compaction pressure.34

Vieille investigated the large density neighborhood of 1.44 to 1.85.
In contrast, present experiments, using material that was available,
define a more restrictive necighborhood and the parameter is not illus-
trated as clearly. Since Vieille's reference is not readily available,
the liberty has been taken to translate his summary. This translation
was undertaken by Eli Freedman of our laboratory (BRL-Applied Ballistics
Branch) and is given as an appendix.

The flame spread rate and densities for the deviant lots, given in
Tuble 1 arc shown as a scattered presentation in Figure 16. A functional
relationship appears to exist but its exact nature is not given by these
limited data. The scutter leads to the belief that compression condi-
tions were not identical; however, it is clear that flame spread rate
decreases as density increases,

. Mercury Intrusion Porosimetry

Equation (1) relating pore size and applied pressure presumes that
the pores are a collection of right cylinders of different radii., 1In
practice small openings exist leading to a larger volume element. Such
a situation has been termed an "ink bottle effect'" and when encountered
will lead to an overestimate of the number of pores that exist at a
particular radius. For loose powders, corrections are attempted by
measuring the mercury axtruded as a sample is depressurized. In accor-
dance with equation (1) the neck of the '"ink bottle" will empty as well
as the "bottle" itself but at different pressures, For compacted
material, such a black powder equilibrium may be too slow to attempt this
correction depressurizing technique. These problems should be considered
when examining the intrusion data and the indicated radii should be con-
sidered as approximate values, However, the mercury volume entering a
grain is exact,

In examining the S.E.M. microphotographs of black powder many voids
are apparent with radii of 10 microns or less, For mercury to pene-
trate the grain and recach these voids it must intrude through passage-
ways that are small and are not particularly apparent in the view of the
plane presented. Therefore, in filling such a void through a small
passageway the mercury will fill the system indicating a pore volume
having the radius of the passageway. The mercury penetration data,
including this effect, are given in Figures 11, 12, 13, and 14, All of
the data have been normalized to 200 psi or 14 kg/cmé., Three different

3

2. a Shidlovskii, "Prineiplee of Pyrotechnics", Air Force Syetems
Command, Report No. AD-A001859, 23 Oot 18974, Wright Patterson AFB, COH,
Translation of Iad Masimostroyeniye, Ozmovy Pirotekhniki, 3rd Ed.,
Moscow (1964).
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whole grain samples of lots 6 and 10 were evaluated, Figures 11 and 12,
to determine the reproducibility of the sampling and measuring technique.
The penetration data for these samples shows fair agreement and most of
the mercury entered through passageways between 0.1 and 1.0 micron ¢
meter. The experiment was expanded to include lots 1 and 11 and the..
data are presented in Figure 13 for whole grains. The experiment was
repeated on new samples of these lots where the grains were first frac-
tured in two. The penetration volume is presented for half grains in
Figure 14. The data for lot 10 appears to be in error, and for this
sample some of the grains may have been crushed by the applied pressure.

The mercury intrusion data for the four lots of black powder are
nearly the same for either whole or cut grains; neither group showing
major differences in penctration pattern, On this basis, it is concluded
that the graphite coating does not seal the grain to pressurized mercury.
The two experiments also show that mercury must be able to reach the in-
terior of a grain since cut and whole grains host the same vilume of
penentration. If mercury intrusion had been related to the black powder
surface, then penetration between whole and cut grains would have been
approximately proportional to the ratio of the surface area of a sphere to
two corresponding hemispheres or 2/3., This was not found to be so and
the conclusion is that the mercury penetrated throughout the grain,

The distribution of passageways was calculated using equation (2)
and the data of Figures 13 and 14, The calculation is primarily depen-
dent on the slopes shown; therefore, it is not affected by the normali-
zation. The distribution is given in Figures 17 and 18. A correlation
exists between the number density of passageways between 0.2 and 0.1
micron and flame spread rate. No such relationship was evident for the
smallest of radii and this range will be discussed later.

D. B.E.T. Surface Area Measurements

The intrusion data can be used to calculate internal surface area
but because of the "ink bottle effect' the result would be suspect. For
this reason the surface area was measured by the B.E.T. technique and
the results are given in Table 3 and plotted as a function of burning
rate in Figure 19, The standard deviation for four samples of lot 6 is
6.0 percent and similar agreement on replicates of the same sample was
found, 1t is clear that an increase of internal surface area increases
burning rate. The graph, Figure 19, contains several markedly different
black powder samples including the jet-milled oak deviant lots, maple
GOEX Inc., powder and one CIL sample. The latter two producers used the
ball-wheel mill process. Overall, the samples appear to follow the same
function even in the small neighborhood tested where the density of black
powder does not vary to any great extent. It remains to the future to
develop a broader neighborhood for ‘nvestigation., Under these constraints
the relationship between burning rate and the degree of openness of a
grain of black powder seems reasonable,
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The surface area of charcoal?2 is about 1000 m? gm‘l and since
cgarcoal consititues 15.6 percent of black powder, an upper value of 156
m¢ gm™" would be expected The measured values are much less, about
0.5 to 1.0 m2 gm=l. Therefore, it is concluded that almost all of the
charcoal particles are sufficiently sealed to greatly reduce gas absorp-
tion. This could explain why burning rate was not found to be a function
of the original surface area of charcoal or other carbon materials,?22

It also should be pointed out that the surface area measuremenis
were extended from the original four samples to include all of the deviant
lots. This was performed as a matter of convenience rather than prefer-
cnce over the pore size mcasurements, for at the time of analysis it was
more cxpedient to extend the surface arca measurements,

i, Density Measurements

The total free volume can also be calculated from the bulk density
of black powder, (DB ), the density of the separate ing: “dients, (D),
and percent Lomposltxon. Such values were taken from Table 1 and the
following relationship, equation 3, was applied to a 100 gm sample, Ash
and moisture content were not included.

;00 = 100 B KNO3 S S + ; N N free volume, (3)
B.P. KNOQ 5 C

3

Using a density of 1.17 for oak and 1.43 for maple charcoal (determined
from charcoal extracted from lot 11) the total free volume was calculated,
Vulues are given in Table 4 and Figure 20. They incorporate both isola-
ted voids and accessible volume elements. Equation (3) can be used to
show that the density of charcoal is a sensitive parameter that affects
the free volume of black powder when a particular compression pressure
is selected for manufacture, Moreover, compressing black powder to a
particular density using different density charcoals will produce grains
with varying degrees of free volume. One problem yet to be addressed is
that no knowledge exists on the density variations for lot-to-lot pro-
curement of charcoal, If a variance is found, compaction pressure and
grain density will have to be adjusted accordingly to obtain the same
free volume or a particular density,

In an attempt to measure the volume accessible from outside of the
grnin, the true density (Dy) was measured by an ether displacement tech-
nique. These values and the bulk density (Dg p,) from Table 1, were
related to the free volume for a 100 gm sample by the equation:

100 100
Pt/ Sy

+ free volume, (4)
Dg.p. Dp
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TABLE J. FREE VOLUME IN BLACK POXDER

lot Fquation (3) Equatior (3! Mercury Intr.sion- Mercury Intrusion-
Number ca- /100 gm ca3/100 ga to 0.1 u cm, 100 gm to 0.003 p cm>/100 gn

1 2.22 1.41 1.3 3.9

P 3.61 .99

3 1.67 3.22

4 1.64 2.65

5 7.79 5.95

6 3.93 2,22 1.0 5.1
o 7 6.36 5.92

8 6.2€ 1.18

9 7.23 3.88

10 8§.70 7.30 2.2 4.1

11 §.64 10.21 3.0 1.4
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These values arc listed in Table 4 and in Figure 20, Comparison of the
free volumes obtained from equation (3) and (4) shows that in all cases,
except lot 4 and lot 11, the total free volume including voids is larger
than that accessibie from outside of the grain., These volumes can be
compared to the mercury intrusion values, Ome comparison is to reclate
the volume of mercury penetrating through passageways larger than 0.1
micron, a platcau in Figurc 13, to the density derived values. In this
case, the mercury values arce smaller and this is reasonable as small dia-
meter pores have not been penetrated. towever, examining the smallest
radii of 0,003 micvons, the volumes are too large for lots 1 and 6. It
is therefore concluded that the sharp rising asymptotec occuring at the
highest mercury pressurces elther elastically and/or inelastically con-
stricts the black powder grain, For this reasgn, the mercury intrusion
data is suspect beyvond 10,000 psi or 70 kg em™°,

From the density measurements, both estimates of free volume are
shown as a tunction of flame spread rate in Figurc 20, ‘The better cor-
relation is given by the other displacement volume reflecting the volume
accessible from ontside the grain,

It the volume occupied by moisture is considered, then it is clear
that o small percentage of water could be significant in relation to the
measared free volume of bluck powder. This could bg the physical effect
of water on burning rate. Shulman<5 and Plessinger’ have measured the
effect of wiuter on burning rate and their data is reproduced in Figure
21, Since there could be a difference in equipment, these data sets
should bhe examined independentiy, but in either casc the trend is clear
and it is suggested here, based on inference alone, that water plugs and
ovccupies passugeways to retard burning rate,

V., TFUTURE PLANS

The supgestion is made that for future work a density range and
volatile content for charcoal be established., Also, compaction pressure
tor making blacx powdcer shculd be selected and it is proposed that surface
arca and porusity medasurements guide this study. In selecting compaction
pressure, dic Jdimeasions should be considered and the density distribution
determined, The density of biack powder is an indirect measurc of gross
structure being sensitive to the density of charcoal and particle size
of ingrodients,  Fromwm present work, it is proposed that the internal
structure be meusured and controlled. In such a study it is proposed
to generiate a stondard meal and form black powder samples that provide
a greater variution in density, porosity and surface area to better
document the effect of thaese viriables,
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VI. SUMMARY

1. It was found that compaction of black powder meal produces con-
siderable plastic flow and forms a conglomerate matrix of interconnecting
passageways to the extent that the internal free volume is but a few
pereent,

2. Corrclations between internal surface area, pore volume, and
density were made with burning rate,

3. It was sugpested that the adverse effect of water is the result
of occupying the free volume of black powder and retarding burning rate.

4. From the above relationships and $.E.M. microphotographs the
hypothesis was cestablished that an increase in the degree of openness of
hblack powder grains increases burning rate,
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f APPENDIX
o PARTIAL TRANSLATION OF VIELLE ARTICLE-REFERENCE 30 PAGES 306-325
. by E1i Freedman

; I1. First Scries--Agglomeration of Pulverized Materials
t
1

We have used the materials of RWP brown powder. ‘hese materials,
; ground and sieved throngh a silk gauze, werc agglomerated dry by compres-
Lo . sion with a hydraulic press, using the steel mold already described.

We thus obtained pastilles of 20-mm diametor, about 3.5 mm high; and
‘ . blocks of triple weight, 10,5 mm high., Six pastilles or 2 blocks of the
' same density constituted a charge of loading density 0,6; 3 pastilles or
. I block permitted the carrying out of comparative experiments at a loading
Jdensity of 0.3,

The sections of the pistons used for the measurement of pressure
were configured in a way to furnish similar crushings so as to make the
tracings ;nmpnrable a piston of 0.5 cm? for the density 0.6, and the
ore of 1.33 cm? for the density of 0,3.

The crushings were carried to 3,5 mm and 4 mm by the use of copper
c¢vlinders s.milar to the regulation cylinders, but with a partially-
‘ reduced cross section, ratio of similitude 1/V2.

Table 11, gives the results of the tests (only one half of the
table is reproduced here given as illustration).*

| TABLE 11

. puration of Combustion

A Density of Density of
Density Thickness Loading 0.6 Loading 0.3
1,922 10,44 98,07 125.0
1,785 11.19 87.13% 108.80
1.760 11.47 48,33 74.57
1.724 11.65 17.36 28.78
1,635 12,09 5.22 12.01

The results of these 3 determinations are represented in Figure 15
(o€ text), whose abscissas represent the real densities of the pastilles,
and the ordinaves, the durations of combustion, ([Curve reproduced i
Sasse's text as Figure 2].*

*
Srackets enclose translator's ocommente c¢r notes.
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These four curves have a common shape. At low densities up to a
value of about 1.720, the duration of combustion is effectively inde-
pendent of thickness whether the combustion occurs at a charge density
of 0.3 under a maximum pressure of 1200 kg, or at a charge density of
0.6 under a pressure reaching 3000 kg. However, combustion time slowly
increases up to four times the combustion time of clementary dust; then,
suddenly, between densitics of 1.720 and 1.800, the influence of thickness
suddenly manifests itself and the combustion duration increcases with
extreme rapidity, tending to the limits characteristic of thc compact
materials; i.e,, effectively proportional to the thicknesses.

This effect of compression is hardly unique to brown powders. The

same functioning is observed with black powder materials reduced to the
powdered state,

V. General Mode of Action of Compression

In sunmary, for all of the materials that we have reviewed hcre,

the influence of compression on the duration of combustion occurs in an
identical way,

Four regimes of compression can be distinguished which correspond
to four very different combustion modes,

In the first regime, with the weakest compression, the combustion
duration of the materials does not differ from that of the elements which

compose it placed next to each other. It is consequently independent of
thickness.

In the second compression regime, the combustion duration pro-
gressively rises up to values reaching 4 or 5 times those that corre-
spond to the grains of elementary dust, but this duration nevertheless
remains independent of the thickness., It i8 this type of material that
normally oonstitutee the black or brown powdere actually used by artillery.

The third regime is characterized by an extraordinarily rapid
variation of combustion duration with density; the influence of thickress
appears and is accentuated more and more. This type of waterial is
sometimes introduced during manufacture, when compression is required to
achieve excessive slowing-up of the duration of combustion of the
clementary grain; but the extreme irregularity of the products does not
normally permit these types of materials to be used,

In the fourth regime, the materials, now virtually compact, show

durations of combustion slowly increasing with density and proportional
to their thicknesses.

This succession of phenomena can be very simply explained, based on
the known laws of gas flows through capillary orifices. It is known that
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.the discharge, Q, of fluids across capillary canals of all kinds is given
by expressions of the type of Poisuille's law,

Q = KPDY/L

where D = diameter; P, pressure; L, length; and K, a coefficent charac-
teristic of the fluid; and thut consequently, the flow velocities, pro-
portional to Q/D*, decrcase with extreme rapidity with the dimension of
the orifices.

It is conceivable that in the phenomenon of the penetration of
incandescent [flaming] gas across a heterogencous mass, the interstices
of a coertain order of magnitude, which will be called the first order,
alone play an cffective role; the orifices of lower order, e.g., 10 times
less, permit the flame to propagate only with a velocity 100 times less,

In relation to the above ideas consider the material formed by agglo-
meration of grains at the lowest degree of compression., A system of inter-
stices exists in the charge which assures flame spreading to all of the
grains without a noticeable delay, or at least for a time duration negli-
gible with respect to the combustion time of the grains themselves. This
mode of combustion is made evident in the numerous examples given above,
showing the identity of the durations of combustion of the free grain

with the weakly-compressed blocks. This is the first phase of compression
at work.

Under stronger compression the interstices are reduced by a sort of
tangling of the grains, whose surfaces in contact become married in a
more and n.ore complete way while blocking or reducing to a very small
dimension the entire grid of primitive interstices.

There results a new system of canals, whose dimensions remain of
the original order; rather than limiting on the average each elementary
grain, as in the primitive state, they limit a polyhedral kernel formed
by the partial agglomeration of several grains; and it is readily con-
ceivable that the average duration of combustion of these kernels can
vary continuously with compression up to values double, triple, etc.,
the duration of combustion of the prir . .e grains without, however, a
residual svstem of first-order canals ceasing to exist in the mass, thus
assuring a combustion duration independent of the external dimension of
the grain. This is the working of the second phase of compression.

Under increasing compression, the number of first-order canals is
reduced cnough so that the dimension of the kernels which they limit
become of the order of a milled grain., One falls therefore into the
irregularities which we have observed in the third phase of compression
of the raw materials forming the grains at the moment where the influence
of thickness is starting to be noticed. These irregularities continue
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until all of the first-order canals have disappeared and the influence
of thickness definitely shows up.

| The fourth phase of compression starts at this moment. The materials
f approach the limiting state corresponding to a perfect continuum and the
i velocities of combustion vary only very slowly with density. It is in
\ fact conceivable that this velocity results from the conductibility of
o the materials for the heat accruing from a slow velooity of infiltration
. of glowing gae across the second-order interstices, whose dimensions are
P progressively reduced. From there on, there is a slow decrease of com-
bustion velocity, while the density rises up to the practically rcalizible
limits.

VI. Influence of Pressure on the Duration of Combustion

The results in Tables XI, XII, and XIII relating to the influence
of compression on the mode of combustion of the pulverized raw materials
permit the deduction of scveral qualitative conclusions about the influ-
ence that pressure exerts on combustion velocity.

If one considers materials of density greater than 1,780, for which
the proportionality of the duration of combustion to thickness is effec-
tively realized, i.e., the materials that function as compact, one ob-
tains the following numbers [in the table] for the ratio of the durations
of combustion of the same elements to the charge densities 0.3 and 0.6
!' (maximum pressures 3200 and 1300 kg).

The general average of these numbers is about 1,25, and the exponent
of the pressure that takes account of this variation of the duration of
combustion is about 0,25, This value was previously noted in Chap. II,
as resulting from the comparison of the durations of combustion of com-
pacted materials of 30/40 powder burning at densities 0.3 and 0.6.

When one considers materials of density less than 1.780, the ratio
rises rapidly and attains values greater than 2,00, Whatever the errors
which lead to irregularities in the ratios obtained in some of the pairs
of experiments, we can certainly conclude that the influence of pressire
increases significantly when the compactness of the materials diminishes.
The ratio 2.5 effectively recapitulates the proportionality of the
durations of combustion to pressures,

The discrepancy of the pressure exponents given by experimenters to
represent the influence of pressure on the combustion velocity is easily
explained by the variable nature of the raw materials on which they
worked.

In any case, it is evident that this effect of pressure cannot be,
a priori, regarded as identical for powders of different factories, and
that it is important to determine it for each particular case.
(+---page 325----)
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