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P R E F A C E T O T H E T H I R D E D I T I O N .

T H E mass of accumulated information in regard to essential oils
and their constituents has necessitated the division of this work
into two volumes. The present volume deals entirely with the
essential oils themselves in a series of monographs.

The second volume covers the necessary ground relating to
the analyses of essential oils and the characters of their isolated
constituents. I t also deals with artificial aromatic bodies which
are not present in essential oils, but which form the groundwork
of synthetic perfumery. I t is believed* that this division of the
subject will be found more convenient than the arrangement of
the subject-matter in previous editions.

I have to acknowledge my indebtedness to Messrs. Baker and
Smith of the Technological Museum, Sydney, who have been
exceedingly kind in placing much information and several illustra-
tions at my disposal.
- I am also indebted to M. Gattefosse, Messrs. Eoure-Bertrand
Fils, the Monopoly Bureau of the Government of Formosa, the
Indian Forestry Department, the Editor of the Chemist and
Druggist, and the Editor of the Perfumery and Essential Oil
Record for permission to reproduce numerous illustrations and
much useful information.

E E N E S T J. PAEEY.

56A GREAT DOVER STREET,
LONDON, S.E., April, 1918.

74000



P K E F A C E T O T H E F O U R T H E D I T I O N .

T H E rapid sale of the Third Edition of this work has necessi-

tated the publication of this, the Fourth Edition. No alteration

has been made in the arrangement of the subject-matter, which

has been brought up to date, so that all work of importance

published up to the end of 1920 has been included.

E K N E S T J . PAKEY.
56A GREAT DOVER STREET,

LONDON, S.E., March, 1921.
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PARMELIACE/E.

OAK MOSS OIL.

UNDER the name " Mousse de Chene" an extract of various lichens
growing on oak and other trees has been placed upon the market, and
is of the greatest value in perfumery. The principal plants yielding
this extract are Evernia furfuracea, Evernia prunastri and Ramalina
calicaris and numerous varieties of the latter. Various types of U$nea,
Alectoria, and Parmelia also yield a similar extract in less quantity and
of poorer odour. If the plants are extracted by means of a volatile
solvent, and the extract is steam distilled, a colourless essential oil is
obtained, which has an intense odour and, according to Gattefosse,1

consists almost entirely of a phenol which he has termed lichenol.
On standing the lichenol crystallises out, and when pure melts at 72° to
73°. Gattefosse originally considered this phenol to be identical with
carvacrol, but now (in a private communication to the author) con-
siders that io is of lower molecular weight, and closely related to
cetrarine, a phenol-ketone occurring in the oil from Cetraria islandica.

JUNGERMANNIACE>E.

OILS OF LIVERWORTS.

When the dry plant Mastigobryum trilobatum, one of the well-known
liverworts, is distilled, a small quantity of an orange-yellow essential
oil is obtained, having a powerful odour recalling those of sandal and
<eedar-wood oils. The oil has, according to Miiller, the following char-
acters :—2

Specific gravity 0'978 at 12°
Optical rotation + 12° 88'
Saponification value 5*4

The oil probably consists of sesquiterpenes or sesquiterpene alcohols.
Leioscyphus Taylori yields a thick green essential oil which has the

following characters:—

Specific gravity 0'982 at 20°
Optical rotation . . . - 3° 44'

It contains two sesquiterpene alcohols, C15H26O, one boiling at 265° and
the other at 275°.

Madotheca levigata yields an orange-yellow essential oil having the
following characters:—

1 Parfumerie Moderns 4, (1911), 4. *Jour. Pharm. Chim. (6), 22, 555.
VOL. I. 1



2 THE CHEMISTRY OF ESSENTIAL OILS

Specific gravity 0'856 at 16°
Optical rotation - 72° 14'
Saponification value 5'56

Alicularia scalaris yields a lemon-yellow essential oil having the fol-
lowing characters:—

Specific gravity 0-965 at 15°
Optical rotation — 33° 49'

It appears to contain a sesquiterpene alcohol.

CONIFERS.

CEDAR-WOOD OIL.

The oil usually known as cedar oil or cedar-wood oil is obtained by
distillatian of the wood of Juniperus virgmiana, the Virginia cedar, one
of the family of the Cupressinece. Other cedar-wood oils are occasion-
ally met with, and will be mentioned later, but the present remarks
apply to the above-mentioned oil.

Ths oil is generally distilled from the waste shavings from lead-
pencil manufacture, which are usually plentiful when the pencils are
cut from logs. When thin sawn boards are imported and used, the re-
iuse is much smaller in amount, and the price naturally rises. Owing
to the methods of distillation, the oil manufactured from pencil waste
is of less value to perfumers than normally prepared oil. The yield of
oil obtained varies from 2*5 to 5 per cent. Juniperus virginiana occurs
over a very wide area in America, and some of the finest oil is obtained
from the Florida cedar. This oil is one of those which are indispen-
sable in certain classes of perfumery, especially in fine soap-making,
where intensely " sweet" odours are not required. The wood in fine
powder finds its way into much of the incense and similar preparations
used either for ceremonial or fumigating purposes.

The oil is usually of a brownish colour, but it can be obtained al-
most water-white, and although we know nothing definitely of what
change occurs, it is certainly amongst those oils which improve in
quality by keeping. Occasionally samples will be found to deposit a
small amount of crystalline "cedar camphor".
••] Pure cedar-wood oil has a specific gravity of from O940 to 0*962,

and is always laevo-rotatory. The limits, however, are wide, the oil
varying from - 25° to — 47°. According to Schimmel, 80 per cent,
distils at between 125° and 155° at a pressure of 14 mm. The refrac-
tive index is very high, usually exceeding 1*5, and often rising to 1'51.
It is very insoluble in alcohol, 1 part requiring 10 to 20 parts of 90 per
cent, alcohol for solution. The acid value is from 0 to 2, and the ester
value from 2 to 7. A small amount of free alcohols is present, the
ester value of the acetylated product being from 15 to 44. The known
constituents of the oil are the sesquiterpene cedrene, C15H24, and the
oxygenated bodies cedar camphor, or cedrol, C15H26O, cedrenol C16H24O,
and pseudo-cedrol, C15H26O. Cedrol, when pure, is a silky crystalline
mass, with pleasant aromatic odour, melting at 84°. It is suggested by
Schimmel that cedrol is not a normal constituent of fresh wood, but is
formed in it by keeping it under favourable conditions. This supposi-
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tion has not, however, been experimentally justified except in so far as
very old wood yields a semi-solid oil, which deposits much cedrol on
cooling. At all events, only a small quantity occurs in normal oils, as
is shown by the low acetylation figure. If the oil be acted upon by
acetic anhydride, and the resulting product saponified, no more than from
6 to 8 per cent, of cedrol will be indicated. It must be remembered,
however, that dehydration takes placet to a small extent with acetic an-
hydride, so that the result may be somewhat under-estimated. Ten per
cent, may be regarded as the maximum usually occurring in good oils.
The figures found by the author for four pure samples (percentage of
KOH to saponify the acetylated oils) are as follows: 2-32, 2-21, 2*13,
1-72.

Cedrenol, which was isolated from cedar-wood oil by Semmler1 and
his pupils is a primary sesquiterpene alcohol, having the following char-
acters :—

Boiling-point at 9-5 m m . 1 6 6 ° to 169°
Refractive index 1-5212
Specific gravity at 2 0 ° . 2 - 0 0 8 3
Optical r o t a t i o n ± 0°

It forms an acetate of specific gravity 1-0168 at 20° and refractive index
1-5021.

According to Semmler cedrenol stands in the same relation towards
cedrene as the two primary alcohols of the santalol series towards the
sesquiterpenes, C16H24, the santalanes ; and as myrtenol and the ginger-
grass alcohol stand towards pinene and limonene. The primary
CH2OH group in the cedrenol molecule occupies the same position
which is occupied by the CH3 group in cedrene and in solid cedrol.
Hence the relation of cedrene towards cedrol and cedrenol is as
follows:—

6 : CH G(OH) . CH2

CH., CH3 CH2OH
Cedrene, C15H24. Cedrol, C15H260. Cedrenol, C15H240.

Pseudo-cediol is a saturated alcohol, boiling at 1473 to 152° at 10
mm., and having a specific gravity 0*9964 at 20°, optical rotation + 21*5°,
and refractive index 1-5131. It appears to be a physical isomeride of
cedrol.

Bousset2 has studied the oxidation products of cedrene, from which
he obtained the ketone cedrone, C15H24O, by means of chromic acid.
On reduction this yields an alcohol, isocedrol, isomeric with cedrol.

Schimmel & Co.3 have examined a cedar-wood oil sent over from
Hayti, of whose botanical origin they were unable to ascertain anything
definite, but which according to microscopical results was derived from
a conifer, which gave on distillation a yield of 4*33 per cent., of oil of
lemon-yellow colour and the odour of the common cedar-wood obtained
from Juniperus virginiana L. But it differs from the latter by its
higher specific gravity (d 15° 0*9612), the lower rotation (a D - 14°58'),

1 Berichte, 45 (1912), 355, 786, 1553. *Bull. Soc. Chim., iii., 17 (1897), 4^5.
»Bericht, April, 1906, 10.
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and the higher content of alcoholic constituents (ester number after
acetylation 64-0). The acid number was 2*7, the ester number 5*0.
The oil was not completely soluble in 10 volumes of 90 per cent, alcohol,
but dissolved in every proportion in 95 per cent, alcohol.

A cedar-wood oil has been distilled during the past few years from
the wood of Cedrus Atlantica, the so-called Atlas cedar, which is prob-
ably a variety of Cedrus Libani, the cedar of Lebanon. This oil has
the following characters :—

Specific gravity at 15° 0-950 to 0-970
Optical rotat on + 45° ,, + 62°
Refractive index 1-5119 „ 1-5175
Acid value 0 to 2
Ester „ . 3 , , 3 „ 11

,, „ (after acetylation) 30 „ 48

It is soluble in 1 to 10 volumes of 90 per cent, alcohol. According
to Grimal,1 the oil contains traces of acetone, and about 5 per cent, of
a ketone, C9H14O, which he terms libanone. This substance yields a
semi-carbazone, melting at 159° to 160°, and a liquid oxime, which on
bromination yields a dibromide melting at 132° to 133°. The principal
constituent of the oil is dextro-cadinene, which was obtained from it in
a sufficiently pure condition to have an optical rotation of + 48°.

The wood of the ordinary Lebanon cedar, Cedrus Libani, yields,
about 3 to 4 per cent, of oil, having an odour recalling those of methyl
heptenone and thujone. Its characters are as follows:—

Specific gravity at 15° 0 940 to 0'950
Optical rotation + 66° „ + 86°
Refractive index at 20° 1-5120 „ 1-5140
Acid value 0 to 1-8
Ester „ 2 „ 4

„ „ (after acetylation) 18 „ 25

A sample examined by Messrs. Schimmel & Co. gave the following
results on fractionation :—

270° to 2 7 5 ° . . . 3 0 per cent.
275° „ 280° 40
280° „ 285° 14
285° „ 290° 6
Residue . . . . . . . . . . 10 ,,

A cedar wood from East Africa, the product of Juniperus procera,,
yields an essential oil, which has been examined by Schimmel & Co.2

and found to have the following characters :—
Oil from

Sawdust. Boards.
Yield of essential oil . . . 3*2 per cent. 3-24 per cent
Density at i5° 0..0-9876 1-0289
Refractive index at 20° C. . . . 1-50893 1-51011
Optical rotation
Acid value . . . .
Ester „ ....

„ ,, (after acetylation)
Solubility in 60 per cent, alcohol

90 „

-37° 10' - 32° 30'
14-9 27-06
8-4 7-93

70-0 89-6
1-6 vol. 2 vols.
0-5 vol. 0'5 vol.

1 Comptes rend., 185 (1902). £b2, 1067. 2 Bericht, October, 1911, 110-



0-9549
+ 52° 16'
1-5195
5-6
19-3
30-8

0-9756
+ 34° 6'
1-5225
4-5
4-9
34-4
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The essential oil derived from the boards is filled with crystals
which have been identified as cedar camphor; after purification they
melt at 86° to 87° C., and have a specific rotation of + 10-12°

Eoberts1 has examined the cedar oil distilled from the wood of the
Deodar tree, Cedrus deodara, a native of the Western Himalayas, which
is widely distributed in Northern India. The samples examined were
of a reddish colour and characteristic balsamic odour. They had the
following characters:—

Specific gravity
Optical rotation
Refractive index at 21°
Acid value . . . . . . .
Ester „

„ ,, (after acetylation) . . . .

One was miscible in all proportions with 90 per cent, alcohol; the
other was not soluble in twenty volumes. A ketone was isolated which
did not combine with acid sulphites, but had an odour resembling amyl
acetate, and formed a semi-carbazone melting at 163° to 164°, and a di-
bromoxime melting at about 130°. Schimmel 2 considers that it is
possibly j)-methyl-tetrahydroacetophenone. Decomposition of the semi-
carbazone by dilute sulphuric acid gave a ketone differing from the ori-
ginal, boiling at 220° to 224°, and forming a semi-carbazone melting at
204° to 205°, and forming p-toluic acid on oxidation. A phenol was iso-
lated which gave a blood-red colour with ferric chloride and possessed a
sweet phenolic odour. I t yielded a benzoyl derivative which crystallised
from dilute alcohol in small needles melting at 70°. The quantity found
was less than 10 per cent, of the oil. On hydrolysis of the oil, hexoic,
heptoic, and stearic acids were obtained. The principal constituents of
this oil are sesquiterpenes, associated with a variable amount of sesquiter-
pene alcohols. The sesquiterpene fraction boiled at 151 ° to 153° at 19
mm., or 262° to 265° at ordinary pressure. I t was a colourless, mobile
liquid, with a specific gravity of 0*9319, optical rotation (1) + 16° 51 ' , (2) +
58° 34', and refractive index 1*5150 (23°). I t gave a colour reaction with
sulphuric acid similar to that of cadinene. Attempts to prepare solid de-
rivatives were unsuccessful. The composition of the oil was as follows :
Ketone 2 per cent., phenol 0*07 to 0*4 per cent., esters of hexoic, heptoic,
and stearic acids 3 to 12 per cent., and sesquiterpenes 50 to 70 per cent.,
the remainder of the oil consisting chiefly of sesquiterpene alcohols, with
high boiling viscous decomposition products.

O I L OF CEYPTOMERIA.

The wood of the Japanese cedar, Cryptomeria japonica, yields about
1'5 per cent, of an essential oil having the following characters:—

Specific gravity 0-945
Optical rotation - 23°
Ester number 3'9

The oil contains about 60 per cent, of sesquiterpenes and 40 per
cent, of sesquiterpene alcohols. The principal sesquiterpene is prob-
ably cadinene, as indicated by the following figures in comparison with
those for cadinene obtained from oil of cade :—

1 Jour. Chem. Soc. (1916), 791. 2 Bericht, 1917, 23.
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Sesquiterpene from Cadinene from
Cryptom ria Oil. Oil of Cade.

Specific gravity . . . . 0-925 0-927
Optical rotation . . . . - 98° 45' - 97° 30'
Melting-point of dihydrochloride . 117° to 118° 117° to 118°

A second sesquiterpene is present, which only yields liquid halogen
acid derivatives. This body, to which the discoverer has given the
name suginene, has a specific gravity 0*918 and specific rotation
- 10° 34'. It yields a liquid hydrobromide, of specific gravity 0*988
and specific rotation - 11° 15'. One of the fractions obtained on
distillation was analysed and found to correspond with the formula
C15H25OH, and is apparently one or more sesquiterpene alcohols. • -

By conversion into the xanthogenic esters the alcoholic portion of
the oil was separated into two distinct portions, which on saponifica-
tion yielded two isomeric sesquiterpene alcohols. One of these, iso-
cryptomeriol, C15H25OH, is a liquid of specific rotation — 3° 25'. The
isomeric alcohol has been termed cryptomeriol, and is an oil of specific
rotation - 37° 5', and has a specific gravity 0'964.

By dehydration by means of formic acid, cryptomeriol yields a
sesquiterpene having a specific gravity 0*918, and a specific rotation
- 1° 5'. It boils at 143° to 144° at 12 mm. pressure. By dehydra-

tion by means of phosphorus pentoxide an entirely different sesquiter-
pene results, having a specific gravity 0*917 and a specific rotation
+ 56° 26'.

The essential oil from the leaves has been investigated by So Uchida.1

On distillation with steam the green leaves yielded 0*70 per cent, of
volatile oil, which was brownish-yellow in colour and had a fresh
aromatic odour. It has the following characters:—

Specific gravity 0-9217
„ rotation + 19-29°

Refractive index 1*4895
Acid value 1-0
Ester „ 6-56

„ „ (after acetylation) 14-35

On fractional distillation the following constituents were separated :
d-a-pinene, together with a small quantity of dipentene formed about
34 per cent, of the oil. An alcohol, CaoH18O, having a fresh odour re-
sembling that of camphor and peppermint, was found to the extent of
4-5 per cent., partly combined as the caprylic ester. It had a specific
gravity of 0'9414, refractive index 1-4832, and specific rotation + 56*07°
in chloroform solution. This alcohol, though small in amount, is re-
garded as the chief odorous constituent of the oil. Sesquiterpenes were
present to the extent of about 30 per cent., consisting partly of cadinene
and partly of a sesquiterpene with two double linkings, boiling-point
266° to 268°, specific gravity 0*9335, refractive index 1*5041, and specific
rotation + 15*19° in chloroform solution. A sesquiterpene alcohol, oc-
curring to the extent of about 12 per cent., had boiling-point 284° to 286°,
specific gravity 0*9623, refractive index 1*5048, and specific rotation
+ 16*76° in chloroform solution. A new crystalline diterpene, repre-
senting about 18 per cent, of the oil, has been isolated, to which the
Uchida has given the name a-cryptomerene. On passing dry hydro-

. Amer. Chem. Soc. (1916), 687.




