Supplementary Materials: First Synthesis of Ergotamine-1*CDs
and Ergotaminine-*CDs from Unlabeled Ergotamine

Sven-Oliver Herter, Hajo Haase and Matthias Koch

Table S1: Formula, theoretical mass (1/z), observed mass and deviation Am/m [ppm] for the main fragment ions of
ergotamine-3CDs.

Formula Theoretical mass Measured mass Am/m [ppm]
[M+H]* [M+H]*

13CCs2H33DsN50s* 586.2933 586.2933 0 - recalibrated
13CC32H31DsNsOx4* 568.2827 568.2817 -1.8
1BCC31H31DsN5Os+ 540.2878 540.2863 -2.6
13CC18H1sDsN3O2* 324.1615 324.1608 -2.3
Ci7H20N305* 314.1499 314.1490 2.9
Cr7H7N20s* 297.1234 297.1231 -1.0
13CC17H1sDsN=O* 290.1666 290.1660 -2.0
Cr7HisN202* 277.0972 277.0970 -0.6
1BCC15H1sDsN3O* 272.1666 272.1664 -0.8
13CC1sH12DsN20* 255.1401 255.1394 -2.6
1BCCraH12DaN2* 227.1452 227.1449 -1.1
CuH1NO* 208.0757 208.0752 -3.3

Ergotamine/-inine -1°CD3

o 9 HOM
H u QHsG, O. N G, oA
HN ~ NH;' ——————————— HI z N N e N
H H O *HyN N 0
— — H
[¢] 3
N
) H|* H

H o
13, 13c.
"% D, IS\D
D
. . 13 :
Chemical Formula: C45'°CH;5D3N;0" Chemical Formula: Cgs"*CHasD3NsOs™ Chemical Formula: C7H20N303"
Exact Mass: 272.1666 Exact Mass: 314.1499

Exact Mass: 586.2933

lt\mJ l l -NH,
H P ot
HI “ o H3c\c’/ “
— H N
" A 0
Rl H S I
D~ it ~D N

H |

ﬂc
G

D/D D

Chemical Formula: C15'3CH{,D3N,0*

Exact Mass: 255.1401 Chemical Formul.a. Ci7H17N205
- HaC-CN Chemical Formula: C15'3CH;5DgNsO5* Exact Mass: 297.1234

Exact Mass: 324.1615
-CO
-Hp, -H0
O OI‘ = j Chemical Formula: C17H3N,0,"
i ‘ B HN " | Exact Mass: 277.0972
— N 2 CH.
H|* H éc/ 3
e E‘D H Z N7
. N
Chemical Formula: C44H{oNO™* . 13 . H
Exact Mass: 208.0757 Chemical Formula: C14*CH1,D3N5 e
Exact Mass: 227.1452 D IS D
-co Chemical Formula: C17'3CHysD3N;0*
Exact Mass: 296.1666

H+

Chemical Formula: C43HoN*
Exact Mass: 180.0808

Figure S1. Potential structures of ergotamine/-inine-*CDs product ions produced by MS/MS. A structural proposal
for the compound with the theoretical mass m/z 277.0972 could not be made due to complex fragmentation.
Therefore, only the calculated chemical formula is provided.
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Figure S2. High resolution tandem mass spectra of unlabeled ergotamine (black) and isotopically

labelled ergotamine-13CDs (red).
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Figure S3. High resolution tandem mass spectra of unlabeled ergotaminine (black) and isotopically

labelled ergotaminine-*CDs (red).
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Figure S4. Extracted ion chromatogram (XIC) of a) unlabeled ergotamine
isotopically labelled ergotamine-*CDs and ergotaminine-*CDs.
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Figure S5. Preparative HPLC-DAD chromatogram for the purification of norergotamine and
norergotaminine.
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Figure S6. Preparative HPLC-DAD chromatogram for the purification of ergotamine-3CDs and
ergotaminine-3CDs.



